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Foreword

I have known Prof. Andriy M. Gusak since 1991, and I visited him in the campus
of Cherkassy National University twice. He has visited our campus at UCLA
seven times and during each visit he has spent from one to four months in
my research group to work together on diffusion-controlled solid-state reactions.
It is a topic relevant to processing and reliability of modern microelectronic
devices, especially thin film-based devices. For example, metal-silicon reactions
are crucial in forming millions of electrical contacts and gates on a piece of Si
chip. Another example is Pb-free solder joint reactions in flip-chip technology,
which are the most important processing steps in the packaging of consumer
electronic products. As we approach the end of Moore’s law of miniaturization,
a change of paradigm is being developed in order to focus on more applications
of the existing CMOS technology besides pushing harder and harder to achieve
smaller and smaller devices. When nanotechnology becomes mature and finds
applications, diffusion-controlled solid-state reactions in nanoscale materials will
be of major concern from the point of view of stability and reliability of the
nanodevices.

Prof. Gusak is not only an outstanding physicist, but also a superb mathemati-
cian in applying mathematical analysis to new physical findings. He has published
many highly cited papers, especially in kinetics of solid-state reactions. He has
made significant contributions to reaction kinetics in bulk materials, thin films,
and nanoscale microstructures. He has covered kinetic processes from nucleation,
growth, to ripening. On reliability issues, he has applied the concept of irre-
versible processes to electromigration, thermomigration, and stress migration in
interconnect and electronic packaging technology. I have benefited tremendously
from working with him on the reliability issues, and I appreciate his deep in-
sight and subtle understanding of some of the very salient nature of solid-state
reactions.

In this book, Prof. Gusak and his former students have made a systematic
presentation of the following topics:

(i) Theinitial stages of reactive reactions, including nucleation and lateral growth
of nucleated islands. The nucleation of different phases is considered as a
coupled process in open systems, under conditions of external fluxes and
gradients of chemical potential (Chapters 3, 4, and 5).

Diffusion-Controlled Solid State Reactions. Andriy M. Gusak
Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
ISBN: 978-3-527-40884-9
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(i)

(i)

(iv)

(vi)

(vid)

Other flux-driven processes in open systems leading to specific morphol-
ogy evolution — flux-drive ripening of intermetallic scallops during reaction
between molten solder and metal (copper or nickel), flux-driven lateral grain
growth in thin films during deposition, flux-driven bifurcations of Kirk-
endall planes and the related problem of dynamic stability or instability of
these planes, electromigration-driven grain rotation, and electromigration
and thermomigration-driven evolution of two-phase alloys (Chapter 6).

Void formation, growth, shrinkage, and migration during reactive diffusion
in nanoparticles and during electromigration (Chapter 7).

Phase growth and competition of growth under stressing by direct electric
current (Chapter 8).

Interdiffusion and reactive diffusion (including the nucleation stage and the
formation and growth of two-phase zones) in the ternary systems (Chapters
9 and 10).

Special emphasis on diffusion and phase transformations in nanosystems is
made in Chapters 2 and 13 (although other chapters, especially Chapter 7,
also include some analysis of nanosystems).

Since reactions can occur at various ways and proceed in different directions,
there are unsolved (in general case) fundamental problems of choice between
the evolution paths in closed and in open systems. These topics are intensively
discussed in Chapters 11 and 12.

I highly recommend this book to students and to experienced researchers
working in the field of materials science, nonequilibrium thermodynamics, and
nucleation theory. I am sure it will become a source of new ideas and inspiration
for anybody dealing with these topics.

Los Angeles, November 2009 King-Ning Tu

hitp:/ fwww.seas.ucla.edu /e ThinFilm/
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Editor’s Preface

The present book is devoted to solid-state reactions covering the comprehensive
analysis of birth (nucleation), growth, and competition of new solid phases as a
result of interaction between parent solid phases. So, in order to cope with the
theoretical description of such complex processes, the authors have to solve the
whole spectrum of problems of description of nucleation and growth that one is
confronted with in analyzing such kinds of problems. However, for the systems
the authors analyze, additional problems occur, which are of less importance in a
variety of other applications. One of them is the existence of a variety of possible
reaction channels, the system may evolve at. So, the problem arises, regarding the
choice of reaction channels by the systems at given initial conditions. The authors
address this problem by connecting the choice of the reaction path with (heuristic)
extremum principles for the rate of change of the appropriate thermodynamic
functions. Another peculiarity of the analysis of solid-state reactions consists in
the existence of well-expressed gradients of the concentration in the solids. These
gradients in the concentration may affect significantly the process, and in particular,
the work of critical cluster formation and thus the rate of nucleation of new phases.

Having obtained his scientific degrees at Moscow State University, the Institute
of Metallurgy of USSR’s Academy of Sciences, the Institute for Metal Physics
of Ukrainian Academy of Sciences, and Kharkov State University, the leading
author of this monograph, Professor Andriy M. Gusak, founded and now heads a
highly productive group of applied theoreticians (at Cherkassy National University)
involved in theoretical and computer modeling of diffusion, reactions, electromi-
gration, void migration and microstructure change in metals, metal junctions, and
nanosystems. Awarded with many prizes (among them a prize awarded by the
American Physical Society) for his work, he has worked jointly as an investigator
with several international teams and served on international advisory boards for
major conferences in the field of nanoscience. Scientific visits have taken him to
prestigious universities of Goéttingen, Miinster (Germany), UCLA (USA), Singa-
pore, Grenoble, Marseille (France), Eindhoven (Netherlands), and Krakov (Poland).
Written by an author with comprehensive and international expertise in cooper-
ation with his young coworkers, the monograph coherently and comprehensively
presents the approaches and results hitherto only available in various journal
papers and at part only in Russian or Ukrainian language.

Diffusion-Controlled Solid State Reactions. Andriy M. Gusak
Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
ISBN: 978-3-527-40884-9
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Editor’s Preface

The editor of the present monograph had the pleasure to discuss a variety of
problems outlined in the present book on several research workshops in Dubna
(Russia) devoted to the general topic “Nucleation Theory and Applications.” In his
research, Professor Gusak and his colleagues always combined profound theoretical
analysis and applied research. In this way, the present book is not only of interest
for people dealing with the theoretical concepts of phase formation but a must-have
for all those involved with the public or corporate science of nanosystems, thin
films and electrical engineering, and their applications.

Rostock and Dubna, December 2009 Dr. habil. Jiirn W. P. Schmelzer
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1
Introduction
Andriy M. Gusak

While writing the introduction to our book, I had in front of me the cover of the
book by Slezov “Kinetics of first-order transitions,” which was then almost ready
for publication and has now been published by Wiley-VCH. This book is written
by the “S” in the famous LSW (Lifshitz—Slezov—Wagner) theory of coarsening and
will undoubtedly become a milestone in theoretical materials science. Our book is
a logical (though, due to the complexity of the phenomena discussed, much less
rigorous) continuation of Slezov’s book, because it treats the kinetics of first-order
transitions in open inhomogeneous systems, characterized by sharp gradients of
chemical potentials and bypassing fluxes of matter, charge, and heat.

Solid state reactions (SSRs) are obviously the most interesting topic in the world
since they mean birth, competition, and growth of new “worlds” (phases) as a
result of interactions between parent phases. So, those who plan, realize, and
analyze SSRs, are in fact the local gods with their six days (hours, seconds) of
creation/annealing. SSRs are governed by two magic powers — thermodynamics
and kinetics. Thermodynamics is something like a parliament, which decides how
things should evolve, what is possible and impossible. Kinetics is something like
a government or a local authority. It implements (or delays the implementation
of) the laws given by the parliament. Common understanding is that kinetics
determines only the rate of fulfilment (implementation) of thermodynamic laws.
In this book we will see that life is more complicated.

For systems far from equilibrium, the problem of evolution path choice of an
appropriate path of evolution appears frequently — which way to the equilibrium
(among a variety of possibilities) should a system choose, and what factors influence
the decision-making procedure. Well-known examples of such systems are the
diffusion couples for reactive diffusion in binary and especially, ternary systems and
supersaturated highly defectous alloys. For a rather long time, the phase spectrum
of such nonequilibrium systems differs significantly from the equilibrium phase
diagram. From the theoretical point of view, the best way of solving the problem
of choice would be some kind of Prigogine-like principle. Yet, up to now there
has been no simple algorithm that would allow one to predict, say, the sequence
of phase formation by calculating, for example, the rate of free energy changes
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for different evolution paths. Moreover, in Chapter 11 we will see that Prigogine’s
principle cannot help us in this situation. So, to make some predictions, one should
take into account the initial stage of the system’s evolution including nucleation of
the new phase.

It has been well known for several decades that reactive diffusion in thin
films usually demonstrates “one-by-one” (sequential) phase formation. Despite the
existence of several stable intermediate phases in the phase equilibrium diagram,
only one growing phase layer is usually observed. The next phase appears or at
least becomes visible, after one of the terminal materials has been consumed, so
that the first phase has no more material for growth, becoming a material for
second phase formation itself, and so on. Such sequential growth has at least three
possible explanations:

1)  “Just Slow Growth”.
The first phase to grow usually has the maximum diffusivity and, hence,
grows fast (according to d’Heurle, “fast is the first” or “first is fast”). Other
phases, with lower diffusivities, grow even more slowly than they could do
alone. It means that if, by some reason (for example, nucleation problem), the
fast growing phase would be missing, other phases would grow faster. Thus,
according to this first explanation, other phases exist and grow, but too slowly,
and their layers are so thin, that it is just difficult to detect them.

2) Interfacial Barriers Plus Competition (Gésele and Tu, 1982).
Interfacial barriers are believed to cause the initial linear phase growth. In
the case of single-phase formation the interfacial barriers simply slow down
the rate of formation, making it linear instead of parabolic. For two phases, the
barriers can make the growth rate of a certain phase formally negative even for
zero thickness, which means that this phase will be not be present at all.

3) Diffusive Suppression of Critical Nuclei.
In 1981, one of the authors (AMG) jointly with his teacher, the late Professor
Cyrill Gurov (Institute for Metallurgy, Moscow) presented a simple (even
“naive,” as we see it today) model of phase competition taking into account
the nucleation stage of each phase. Actually, the only concept, which had been
taken in this initial work from the nucleation theory, was the existence of critical
nuclei. They appear due to some miracle called heterophase fluctuations, which
are stochastic events and cannot be described by some deterministic model. The
initial idea was just that each phase cannot start from zero thickness — it should
start from a critical size particle (about a nanometer). Contrary to standard
nucleation theory, the critical nuclei of intermediate phases during reactive
diffusion are formed in a strongly inhomogeneous region — the interface
between other phases. Therefore, from the very beginning they have to allow
the diffusion fluxes pass through themselves. Evidently, fluxes change abruptly
when passing across each new-formed boundary of the newly formed nucleus,
and thus drive the boundary movement. This picture of interface movement
due to flux steps is well known for diffusion couples under the name of Stephan
problem and refers to diffusive interactions between neighboring phases. Yet,
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the initial width of each phase is taken to be the critical nucleus size (instead of
zero). The peculiarity of the initial stage is just the possibility that the width of
some phase nucleus (distance between left and right boundaries) can decrease
as well as increase. If it decreases, the nucleus becomes subcritical and should
disappear. Usually it happens if the neighboring phases have larger diffusivity
and comparative thickness. Then these neighbors (“vampires” or “sharks”)
will destroy and consume all of the newly forming nuclei, making the new
phase to be present only virtually — in the form of constantly forming (due to
heterophase fluctuations) and vanishing (due to diffusive suppression by the
neighbors) embryos.

Both models (b and ¢) (published simultaneously) predict suppression/growth
criteria and a certain critical thickness of the first growing phase under which
growth of other phases is kinetically suppressed. A simple mathematical scheme
was built predicting the sequence of phase formation and incubation periods,
provided that one knows the integrated Wagner diffusivities and critical nucleus
size for each phase. The most simple example of this scheme is presented in
Chapter 3. This scheme was applied to the competition of intermediate phase
with solid solutions (Chapter 3), to the phase growth under strong electric current
(jointly with Semen Kornienko, Chapter 8), to reactive diffusion in ternary systems
(jointly with Semen Kornienko and Yuriy Lyashenko, Chapter 9), and to phase
competition in reacting powder systems. Applications to the electric field case
demonstrated that the phase spectrum in the reaction zone can be influenced
and even controlled by sufficiently strong current density. Large current densities
become real due to miniaturization of integrated schemes and introduction of the
flip-chip technology. Latter results on reactive diffusion in UBM-solder contacts
(UBM-standard abbreviation for “under-bump metallization” in microelectronics)
under strong current crowding confirm the mentioned idea: without current or
under a weak current, the reaction between copper and a dilute solution of tin in
lead at 150 °C demonstrates only Cu;Sn; phase formation. A current density of
j > 108 Am~2 leads to the formation and fast growth of the CusSns phase.

In our naive model of phase competition, we had taken the inhomogeneity
of the nucleation region into account only partially. For instance, we treated the
diffusive interactions of the newly formed nuclei, but we had not considered the
possible change of the nucleation barrier, size, and shape, caused by the very fact
of the existence of a sharp concentration gradient. Thus, we had to reconsider the
thermodynamics of nucleation in a concentration gradient. The very first version
of such theory was presented at DD-89 “river Volga boat-conference” in Russia
and first published in the Ukrainian Journal of Physics in May 1990. The main
idea was as follows: if, prior to intermediate phase formation, a narrow layer of
the metastable solid solution or amorphous alloy had been formed at the base
of the initial interface, the sharp concentration gradient inside this layer provides
the decrease of the total bulk driving force of nucleation, and correspondingly the
increase of the nucleation barrier. The nuclei were taken to be spheres, appearing in
the strongly inhomogeneous concentration profile of the parent phase, so that the
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local driving force of transformation could change significantly from the left to the
right along the diameter of the nucleus. This effect appeared to be nonnegligible,
since the intermediate phases usually have a very strong concentration dependence
on the Gibbs free energy. The main result was a principally new size dependence
of the Gibbs free energy it contained, in addition to the terms of second-order
(surface energy, positive) and third-order (bulk driving force, negative), and a new
term proportional to the fifth power of size and the square of the concentration
gradient, that is,

AG(R) = aR* — BR* +y (Vo)’ R° (1.1)

Here the parameter y has positive values and is proportional to the second-
order derivative of the new phase Gibbs energy with respect to concentration.
Equation 1.1 implies that for rather large gradients (typically larger than 10*8 m~!
(one hundred millions reciprocal meters) which means diffusion zone of about
1078 m thickness), the dependence becomes monotonically increasing (infinitely
high nucleation barrier) meaning thermodynamic suppression of nucleation by
very sharp concentration gradients. Thus, according to our model, at the very initial
stage of reactive diffusion, nucleation can be suppressed even without diffusive
competition, due to a too narrow space region, favorable for transformation. Similar
results were independently published by Pierre Desre et al. in 1990 and 1991. This
approach had been applied then to the description of solid-state amorphizing
reactions, explaining why stable intermetallics appear in the diffusion zone only
after the amorphous layer exceeds some critical thickness.

Despite the similarity of the results, our models of nucleation in a sharp concen-
tration gradient treated quite different possible mechanisms (nucleation modes).
We treated a polymorphous mode keeping in mind the following picture: The
initial diffusion leads to the formation and growth of a metastable parent solution
with a sharp concentration profile. When this profile becomes smooth enough to
provide sufficient space for compositions favorable for a new intermediate phase,
this very phase nucleates just by reconstruction of atomic order, without imme-
diately changing the concentration profile (at “frozen” diffusion) — polymorphic
transformation. Desre suggested the transversal nucleation mode bearing in mind
the following case: each thin slice of the newly formed nucleus, perpendicular to the
direction of the concentration gradient, is considered as a result of decomposition
in a corresponding thin infinite slice of the parent solution, leading, of course, to a
redistribution of atoms among new and old phases. In this transversal mode, the
redistribution proceeds within each slice, independent of others.

In 1996, one more mechanism had been suggested by Hodaj — the total mix-
ing (longitudinal) nucleation mode, when the redistribution of atoms proceeds
during nucleation, but only inside the newly forming nucleus. Contrary to
the two previous modes, in this case the concentration gradient assists nu-
cleation — in Equation 1.1, the coefficient y is negative. The above-mentioned
approach was generalized taking into account shape optimization, stresses, ternary
systems, heterogeneous nucleation at grain boundaries and at interphase bound-
aries. Readers will find an almost full description in Chapter 4. The latest
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developments of this approach including atomic tomography experiments by
Guido Schmitz and Monte Carlo simulations of Mykola Pasichnyy are described
in Chapter 5.

It is quite possible to expect that nature will commonly use the mechanism with
the lowest nucleation barrier — the total mixing mode. Yet, nucleation is ruled not
only by thermodynamics but by kinetics as well. Thermodynamics of nucleation
with constraints indicates only some probable paths of evolution. The real path is
chosen by kinetics, taking into account not only the free energy profit, but also
different “mobilities” along each path. Mobilities often appear to be inverse to
profit — a kind of compensation rule, analogous to the relation between activation
enthalpy and frequency factor in diffusion.

To understand nucleation kinetics quantitatively, we used the Fokker—Planck
approach, first applied to nucleation problems by Farkas and recognized after the
classical work of Zeldovich. Our contribution to this approach was just taking into
account that the driving force depends on the concentration gradient, which in
turn depends on time according to diffusion laws. It has been shown that the
relative contribution of each mechanism depends on the ratio of atomic mobilities
in the parent to that in nucleating phases. If atomic mobility in the new phase is
much lower than in the parent one, we can forget about total mixing mode. In the
opposite case (high mobility inside the new phase), nucleation will proceed via total
mixing, in the very fast (“fast is the first”) mode. One of the “raisins” of the total
mixing (assisting) mode was that the easily formed nuclei, if not growing too fast
in comparison with the decrease of the concentration gradient, after some period
can find themselves to be subcritical and be destroyed. Unfortunately, so far we
could not check the mentioned “kinetic nucleation” results experimentally, so, we
did not risk including them in our book.

After discovering that a concentration gradient can function as a constraint on
nucleation, it was natural for us to start looking for other constraints. Sharp concen-
tration gradient means narrow layers, suitable for nucleation, for example, limited
volume. So, the most natural thing was to treat the nucleation in small (nano-
size) particles and multiple simultaneous nucleations during formation of bulk
nanocrystalline materials. We tried it with Aram Shirinyan (Chapter 13). The main
result was as follows: depending on the volume of the parent particle (or, in bulk, on
the volume of “responsibility region” around the nucleation site), the same three
possibilities exist as in a sharp concentration gradient — nucleation and growth
(large size), metastable state (medium size), and forbidden nucleation (small size).
Later we learned that similar results had been published by Rusanov 40 years earlier
and later developed by Schmelzer et al. Yet, we hope that our application of these
ideas to the “trafficjam” effect in bulk glasses might be of some interest: when many
persons try to pass through a narrow door simultaneously, the process stops. A simi-
lar effect can be responsible for long-living nanocrystalline states. Moreover, we tried
to generalize this approach to the case of competitive nucleation of two intermediate
phases in nanovolumes. Later, Aram Shirinyan and I, jointly with Michael Wautelet,
concluded that the common notions of phase transitions (like phase diagrams)
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should be revised accordingly in the case of transformations in nanosystems. This
approach is not commonly accepted yet, and is also discussed in Chapter 13.

Diffusion controlled SSRs are, in fact, phase transitions in a concentration
gradient. It is very important to keep in mind that the controlling step is not
just diffusion but interdiffusion. It means that in most SSRs the vacancy fluxes
appear as a result of different mobilities of diffusing species. Divergence of va-
cancy fluxes leads to competing Frenkel (Kirkendall) voiding and Kirkendall shift,
depending on the relative efficiency of voids and dislocation kinks as vacancy
sinks/sources. Competition of Frenkel and Kirkendall effects recently (in 2004)
found interesting applications in the new method of hollow nanoshell produc-
tion by SSRs (by Paul Alivisatos group). In this method, metallic nanoparticles
react with oxygen or sulfur forming a compound in which metal atoms diffuse
outside faster than oxygen or sulfur diffuse inside. Thus, the vacancy flux di-
rected inside eventually leads to a hollow nanostructure with a central symmetric
void. Tu and Gosele immediately noticed that such structures should be unstable
due to the Gibbs—Thomson effect: the vacancy concentration at the inner shell
boundary should be higher than that at the external one. Therefore, a vacancy
gradient should exist leading to vacancy outflux and corresponding void shrinkage.
Together with King-Ning Tu and Tatyana Zaporozhets, we analyzed the process
of formation and collapse of nanoshells taking into account not only Frenkel,
Kirkendall, and Gibbs—Thomson effects, but the inverse Kirkendall effect as well
(segregation in the vacancy flux and corresponding damping of shrinking rate).
We also demonstrated that the Gibbs—Thomson effect is important not only at
the shrinking stage but also at the stage of formation, and may suppress the
formation itself. These results are discussed in Chapter 7. Very recent results
of Nakamura et al. (2008) prove that the shrinkage process is very real. In the
same Chapter 7, we present a model of nanovoid evolution under high-density
electric current in copper interconnects of VLSI (Very Large Scale Integrated)
circuits. This model explains the recent discovery of a new failure mechanism by
electromigration, when failure happens due to drift and coalescence of nanovoids
along copper/dielectric interface instead of migration of individual vacancies.
The latter two mentioned problems are examples of the flux-driven morphol-
ogy of evolution. This general concept was formulated jointly with Professor
King-Ning Tu.

In 2001, I visited Professor Tu at the Department of Materials Science at
UCLA (Los Angeles) for the first time. These two months of stay were rather
dramatic (they overlapped with the 9/11 tragedy). On the other hand, the joint
work with Professor Tu appeared to be really exciting — we tried to theoretically
address a very complicated experimental problem — the simultaneous growth and
ripening of intermetallic compounds (IMCs) with scallop-like morphology during
reaction between solid copper (or nickel) substrate and a liquid bump of tin-
based solder. Despite our best efforts, the general picture remained unclear. I
remember the moment, when we realized a very simple idea — in the case of
almost hemispherical scallops, their growth and ripening on the fixed substrate
area proceeds with growing volume and almost constant solid/liquid interface area
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(contrary to classic ripening — constant volume and decreasing area). Everything
else was not easy, but more a technical task. The results (theory of flux-driven
ripening) are presented in Chapter 6. After this, Prof. Tu reminded me of a
Chinese saying, “if you see the corner of the table, please keep in mind that
this table has three more corners.” We therefore tried to look for other processes
with growing volume and almost constant interface area. We first (mainly during
my second visit in 2002) developed the FDGG (flux-driven grain growth) theory
for lateral grain growth during deposition of thin films (see also Chapter 6). The
above-mentioned ideas were applied to the behavior of two-phase systems (namely,
solders) under electromigration and thermomigration, as well as for grain rotation
under electromigration.

There is one more very interesting problem at the junction of interdiffusion
and flux-induced morphology evolution in SSRs — it is a problem of bifurcation
and instability of Kirkendall planes (K-planes). The honor of discovery of multiple
K-planes (Section 5 of Chapter 6) has to be assigned to the Eindhoven diffusion
group (van Loo, Kodentsov, van Dal, Cherhati). I was just lucky to come to
the right place (Eindhoven) at the right time (beginning of 2000) to understand
that K-planes can be stable or unstable, and a situation may be possible when
only a single unstable K-plane exists leading to a broadening crowd of markers
instead of a plane. Later, such a situation was experimentally verified. Actually,
the problem is fundamental and exciting: the initial concentration step in the
standard diffusion couple contains all the future of this couple like the initial
fireball of Big Bang contained the future of our universe. Moreover, similar to
small scales in the modern nonhomogeneous structure of the universe, small
fluctuations of inert Kirkendall markers’ distribution in the vicinity of the initial
interface can lead to bifurcations and instabilities of K-planes. From a naive, purely
intuitive point of view, it seems strange that markers, at first “overlapping” the
whole concentration range of the diffusion couple, subsequently gather into a
single plane corresponding to only one fixed (constant in time) composition, this
plane usually being called a Kirkendall plane. It is commonly adopted that the
K-plane represents the initial contact plane moving according to the parabolic law,
its velocity being proportional to the difference of partial diffusivities and to the
concentration gradient in the vicinity of the fixed composition. The existence of
such a K-plane implies that this plane is a kind of attractor for markers. It is
natural to ask why a system should have only one attractor. Is it possible for a
binary diffusion couple to have two or more attractors? Is there any possibility for a
system to interdiffuse without any attractors at all (without a stable K-plane), with
a broadening, in time, of the distribution of markers? In the latter case, a system
should “forget” the initial contact interface, which should lead to an especially
tight bonding of the starting materials. Thus, the problem of bifurcations and
instabilities of K-planes arises. As we will see below, this problem has a strong
experimental background.

Other interesting examples of the flux-driven morphology evolution (cellular
precipitation, diffusion induced grain boundary migration) can be found
in Chapter 12, written by Yuriy Lyashenko. Here, he uses some general
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thermodynamic considerations introduced in Chapter 11, adding the entropy
balance for steady state regimes. Of course, we could not leave aside interdiffusion
and SSRs in ternary systems (Chapters 9 and 10). As early as 1989, together
with my first official PhD student, Yuriy Lyashenko, we modeled interdiffusion
in two-phase zones of ternary systems. Then we found (by numerical means) a
so-called “‘stochastization” of the diffusion path in a two-phase region, and, in
1990, I published (in the Soviet Journal of Physical Chemistry) an explanation
of this phenomenon, related to the degeneracy of the interdiffusivity matrix in a
two-phase region. Similar results were later obtained John Morral’s group, who
went much further than we did and made an experimental verification.

Yet, we start from Chapter 2. We had two reasons for this. The first reason is
the magic word “nano” in its title. The second reason is that this chapter gives
a good example of how academic issues discussed by “pure theoreticians” can
become very fresh and practically important, due to progress in technology and
experimental possibilities. From a theoretical viewpoint, this chapter supplies one
with a “trace” of the long activity (published mainly in Russian), related to the role
of nonequilibrium vacancies in interdiffusion processes.

Thirty years ago, in the series of papers by Andrei Nazarov and Cyrill Gurov,
the theory of interdiffusion with nonequilibrium vacancies was proposed. They
predicted a much less (than in Darken’s scheme) Kirkendall shift in the middle of
the diffusion zone, and an interdiffusion coefficient

DaDg

Dng=———
Ne ™ CaDa + CpDy

(1.2)

controlled by the slowest species (like in ionic crystals) instead of Darken’s
expression

D = CyDa + CaDp (1.3)

controlled by the more mobile species.

I liked the NG (Nazarov-Gurov) approach but realized that its predictions of the
Kirkendall shift were far from experimental. So, my aim was to somehow combine
Darken’s scheme and the NG theory. My main idea was to introduce the hierarchy
of time-space scales. In “nanoscale” (when the size of a “physically small volume”
is less than the free-walk distance of a vacancy to the sink) and in the corresponding
time scale, the NG theory holds. In macroscale we come back to Darken. Evidently,
in nanosystems the characteristic size is often less than the typical mean free path
length for vacancies. Thus, nonequilibrium vacancies generated by interdiffusion
obtain a second life in application to nanoshell formation and collapse, initial stages
of SSR, electromigration, coarsening of nanoalloys, spinodal decomposition and
S0 on.

The present book was written jointly with some of my former PhD stu-
dents — Lyashenko (PhD, 1992), Kornienko (PhD, 1999), Zaporozhets (PhD,
1999), Shirinyan (PhD, 2001), Pasichnyy (PhD, 2006). I was happy to work with
them. Many results covered by this book, were obtained jointly with such bril-
liant scientists as Cyrill Gurov (my teacher), King-Ning Tu, Frans van Loo and
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Alexandr Kodentsov, Pierre Desre and Fiqiri Hodaj, Andrei Nazarov, and Guido
Schmitz. I was very glad to discuss in detail various issues of SSRs with Dezso
Beke, Boris Bokstein, Marek Danielewski, Sergiy Divinski, Patrick Gas, Christian
Herzig, Francois d’'Heurle, Leonid Klinger, Leonid Larikov, George Martin, Helmut
Mehrer, Subodh Mhaisalkar, Anatoliy Mokrov, Ludmila Paritskaya, Jean Philibert,
Juirn W. P. Schmelzer, Vitaly V. Slezov, Ulo Ugaste, and Chen Zhong. My special
thanks are to King-Ning Tu, who helped us to find ourselves as a group of applied
theoreticians in the diffusion and reactions community.

This book would have never appeared without Anne Vasylevska, who translated
our Ukrainian Ukrainian, Russian Ukrainian, and Ukrainian English into (I hope)
American English. This process was — as it turned out — so exciting that it led to
another phase transformation of Anne from Vasylevska to Koval'chuk. And, finally,
the authors acknowledge support of their research by collective and individual
grants of the Ministry of Education and Science of Ukraine, Fundamental Research
State Fund of Ukraine, INTAS, CRDF, DAAD (Germany), ISF (Soros), and BMBF
(Germany).
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Nonequilibrium Vacancies and Diffusion-Controlled
Processes at Nanolevel

Andriy M. Gusak

2.1
Introduction

Old well-known words when having been added a “nano” prefix (nanophysics,
nanomaterials, nanolevel, nanoparticles, nanopowders, etc.) have become very
popular among physicists, material scientists, and even common people. Putting
this “magic” addition is so favorable that it increases the possibility of getting
grants. As the Americans say, “Go nano!” In fact, nanophysics is a connecting
bridge between macroscopic systems physics and physics of single separate atoms
and molecules. If a particle is of a few nanometers size, the number of its surface
atoms is approximately equal to its bulk atoms, that is, the standard representation
of a body as a bulk and a thin near-surface layer becomes questionable when
speaking about nanoparticles and nanopowders. One cannot go over to the so-
called thermodynamic limit (N — oo, V — o0) for nanoparticles. This statement
means that the classical interpretation of a phase transition looses its meaning.
This is for nanometric dimensions that size effects become the most apparent ones,
that is, we have to account for a strong dependence of various intensive parameters
on the size.

Some of these peculiarities are discussed in the next chapters of the book. In this
chapter, we dwell upon one feature — for the majority of real systems, the “mean
free path” of vacancies (depending on density and effectiveness of vacancies’
sources and sinks) ranges within hundreds of nanometers to tens of microns. This
means that in a randomly chosen zone of nanometer size, the vacancies probably
neither arise nor disappear. Nonequilibrium vacancies in two cases are radiation
damage and quenching from high temperatures. Yet, even without any radiation
influence or rapid temperature changes, there can be other factors that constantly
distort the balance of vacancies in the alloy. First, it is the difference of alloy
components mobilities, which leads to vacancy fluxes rise in nonhomogeneous
alloys. This means that, generally speaking, in nanoscale we must take into account
nonequilibrium vacancies. Strange though it may seem, this simple truth had
been paid little attention until recent times. We present some physical cases where
nonequilibrium vacancy distribution at nanolevel appears to be significant.
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2 Nonequilibrium Vacancies and Diffusion-Controlled Processes at Nanolevel

2.2
Beyond Darken’s Approximation

The understanding and description of interdiffusion in alloys is based for about
60 years on the commonly accepted Darken’s scheme. This scheme uses the
following simple logic. The migration rate of atoms is different (tracer diffusion
coefficients D} and the corresponding partial diffusion coefficients D;,i = 1,2 are
different). This results in different magnitude (and opposite direction) densities of
components’ fluxes in a crystalline lattice reference frame:

jl = —D1Vny, jz =—-D,Vn, (21)

Here ny and n, are the numbers of atoms of the corresponding component per
unit volume.

On the other hand, according to the law of conservation of matter, the vector sum
of components fluxes in the laboratory reference frame (connected with one of the
ends of an infinite, on diffusion scale, diffusion couple) must be equal to zero.
According to Darken, the alloy provides fluxes balancing at the expense of lattice
movement as a single whole at some certain velocity, u, which is measured by
inert markers (“frozen” in lattice) displacement. Correspondingly in the laboratory
reference frame, components fluxes acquire a drift component (similar to Galilean
velocity transformation equations) as

Ji = ji +nciu (2.2)

Here ¢; and ¢, are the molar fractions of atoms of the corresponding species
obeying the condition ¢; + ¢; = 1. We restrict ourselves to the case, when volume
changes in the diffusion process are negligible, so that

n = ny + ny = const. = Vny, = —-Vm (2.3)

One may define the magnitude of the lattice drift rate without analyzing the
diffusion micromechanisms, but just from the condition that the sum of fluxes
equals zero in the laboratory reference frame:

Ji=0 = u=- ! Ji= (D2 —D1) Ve = (D1 — D3) Vo
n
(2.4)
Similarly,
Q1 = —D1Ver +¢1 (Dy — Dy) Vey = — (D1 + 61 D2) Vey = —DVey
QJ, = —D,Ve, + 6 (D, — D1) Ve, = — (D1 + e1Dy) Ve, = —DVe,
Jo =) (2.5)

holds. Here @ = 1/n is the average atomic volume in the alloy. This lattice drift
is known as Kirkendall effect, inert markers showing the movement of the lattice.
From general considerations, one can expect that nature is multifaceted enough to
possess plenty of means for implementing the conservation laws realization. If the
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movement of the lattice is totally or partially suppressed for some reasons, other
mechanisms providing the fluxes balancing must arise.

The standard interpretation of the Kirkendall effect micromechanism, for sub-
stitutional alloys at least, is this: the partial fluxes difference causes a vacancy flux
toward the more mobile component of the diffusion couple. Vacancies dismantle
extra planes on this component’s side. It means dislocations climb and vacancy
annihilation at sinks (dislocation kinks). On the slow component’s side vacancies
are, conversely, generated (to support the flux) bringing to extra planes building
up. Thus, on the slow component’s side, new lattice planes appear and, on the
side of a mobile one, the old lattice planes disappear. New lattice formation is
vividly displayed in Mark van Dal’s and Frans van Loo’s experiments, showing
the Kirkendall plane bifurcation into two stable K-planes moving in the opposite
directions: between these two K-planes new grains appear and none of the markers
remain (Chapter 6).

The necessary condition for the realization of Darken’s scheme is a local quasi-
equilibrium of vacancies. This means that the system must have a sufficient
number of effective vacancies’ sinks or sources. As a quantitative characteristic for
both density and effectiveness of vacancies sinks/sources, we may use the concept
of “mean free path length” of vacancies Ly and the corresponding relaxation
time for vacancies, Ty = (L%,/ Dy), where Dy is the self-diffusion coefficient of
vacancies. Obviously, Darken’s scheme is realized only in a coarsened spatial scale
of diffusion processes, in a physically small volume having a size, dx, much larger
than Ly. In this case, sinks/sources can be considered uniformly “smeared” out
over the volume and quite effective. But if we investigate diffusion in multilayer
with 100 nm spacing, diffusion zone thickness being 10 nm and “mean free
path” Ly ~ 100 — 1000 nm, it is clear that we cannot apply Darken’s scheme. A
similar problem arises in the description of grain boundary interdiffusion at low
temperatures when it is not easy for the mobile component’s atoms to build the
lattice, since they have to pull apart rather massive grains.

Hence, the question arises as to how the system can implement the law of
conservation of matter if lattice motion and vacancy sinks/sources functioning
encounter difficulties or become impossible. The answer is simple — internal
forces will appear in the system that will level the fluxes without displacement
of lattice. If one excludes ionic crystals, there are two, known to us, types of
such balancing forces — stress gradient and nonequilibrium vacancy concentration
gradient. For the result to be obtained, the type of such “unclear force” is of
secondary importance, while the result is significant.

Let F be an arising force, acting on each atom. Then components fluxes contain,
in addition to the ordinary Fick’s term, the drift (Einsteinian) term:

ni DT
Ji=-D1Vn + WF Jo=—-D,Vny +

ny D;
kT

F (2.6)
The magnitude of the force is determined from the fluxes balancing condition:

Jit2=0 (2.7)

13
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Note that we consider the case n; + n, = const = Vn, = —Vn,. Then

(D1 — D) Viy

F=kT
1’L1D>1k + nsz

(2.8)

Taking into account that partial diffusion coefficients are connected with tracer
diffusivities by the same thermodynamic factor (from Gibbs—Duhem relation)

Di _ D a du1 _ & ik

Di_ D _adm_a 2.9
D D5 YT kT kT oc, 29)

then from Equations 2.6 and 2.7 one obtains a rather simple formula:

nDi D3¢
=—|——=— |V =-— 2.10
i (ch’{—l—czD}‘ ! J2 ( )

Thus, although the process is not reduced to mere random mixing, full fluxes
prove to be equally proportional to the concentration gradient that allows one for
the introduction of an interdiffusion coefficient
__ DDy Y DD,
ClDT + CzD; c1D1 4+ ¢ Dy

(2.11)

which is named after various authors (Nernst and Planck, Bokstein and Shvin-
dlerman, Nazarov and Gurov), who found Equation 2.11, which is being guided
by different ideas concerning the interpretation of the “unclear force” F, namely,
electric field, “osmotic pressure”, nonequilibrium vacancies. Now, we dwell upon
the latter aspects in more detail.

Apparently, in the absence of any acting vacancy sinks/sources, the flux of
vacancies toward a more mobile component will lead to their accumulation on this
component’s side and depletion on the side of a less active component. As a result, a
nonuniform distribution of nonequilibrium vacancies will evolve. Correspondingly,
a vacancy concentration gradient will appear, and it must influence both vacancies
and atoms fluxes.

To analyze these processes mathematically, we need formulae for the components
fluxes taking into account nonequilibrium vacancies distribution. Let us illustrate

how these formulae are obtained for the simplest example of a cubic lattice. Let
dcp  dcg  dey b

Tx 7 ox ax €
created in a square lattice along the (100) (x axis) direction. Since the vacancy
concentration is much less than that of the main components (extremely rarefied

alloys being an exception), we have

the concentration gradient of the main components and vacancies

BCA - 3CB

—_— - 2.12
0x 0x ( )

Let us find, for instance, the flux density of A-atoms through the plane with
x coordinate, located between parallel atomic planes, x — d/2,x + d/2, where d
stands for the interplanar spacing, which is equal to the lattice parameter a in
this very case. Suppose vy is the frequency (probability per unit time) of A atoms
jumps into neighboring vacant sites at the condition that it is vacant indeed. This
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frequency depends on coordinate via main components concentration:

VAV = VAV (CA (X + g)) (213)

For an atom to jump, there must be a vacancy. The a priori probability of this is
equal to the vacant sites fraction, which depends on the coordinate as well:

d
Cy = Cy (x ¥ E) (2.14)

The number of A atoms in one plane (per unit of area) being able to jump through
the saddle plane x is n-d- 1-ca (x & d/2). Hence, obviously, the resulting flux
density, which is defined as the difference between the number of jumps (per unit
time) from the left plane to the right and from the right plane to the left, equals

In=nd-ca(x—d/2) - oy (x4 d/2) - vav (ca (x — d/2)) (2.15)
—nd-cp (x + d/Z) - cy (x — d/2) VNV, (CA (x + d/Z))

In case that all gradients being not too large, we may neglect higher orders of
smallness in interplanar spacings at the Taylor expansion. Otherwise, we will
arrive at a nonlocal theory of Cahn—Hilliard type. Then elementary mathematics
leads to the following expression for the flux

aCV

a2 . - 2.16
+ n VAVCA I ( )

9 (vave
in= —nd?. (vavea)
If one keeps in mind that the exchange frequency depends on the coordinate
implicitly, that is, through concentration, one gets

d(Inv 9 a
3 (Invav) | dca + ndPuayen ¥ (2.17)
dca dx

ja = —nd?vavey |1+ ¢
Jja nVAVV(+A o

The term d?vay represents the tracer diffusion coefficient of the component A.
Sometimes one stops at this point and writes the final equation in the following
form:

A = —nDj} —8CA + D} _86\/ 2.18
=-n ne .
JA ING O APAT ( )

interpreting the term (1 + ca(d(Invay)/dca)) as a thermodynamic factor from
Darken’s theory, which is equal to

c1 Oy _ G O

_adm _ a 2.19
¢ kT 861 kT 8(}2 ( )

However, generally speaking, this is not the case. In fact, the vacancy concen-
tration may be represented as a sum of the equilibrium concentration and its
nonequilibrium deviation:

ov (%) = oy (ea (%)) + v (%) (2.20)
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The equilibrium vacancy concentration depends on local composition, while the
latter depends on the coordinates in the heterogeneous alloy. Therefore,

doy (x) Doy’ (ca) dca L

— , — 221
cv (%) = ¢y’ (ca (%) + v (%) o don x| ow (2.21)
Substituting Equation 2.21in 2.17 one gets
) (ln vAv) dln qe,q aca
s = —nd? 1 - C— 2.22
Ja na“vavey ( +ca en Ca TR 9% (2.22)
il
+ ndZVAVCA_U
0x

In the latter formula, we have taken into account that the deviation from equilibrium
vacancy concentration in typical cases is essentially less than the equilibrium
concentration itself.

Employing the usual symbols, we arrive at the following expressions:

BcA CADZ dJu

Qja = —Dip—= 2.23
JA A 0x cy 0x ( )
. ECB CBD* Jv

Qjp = —Dp— L 2.24
Jp BY dx + cy 0x ( )

Qjy = (D — Dy) 2 _ p, v 2.25
Jv = (Fa B ok ax (2.25)

Among these formulae, Equation 2.25 is the most significant one, showing that the
vacancy flux is caused not only by the difference of the partial diffusion coefficients
but also by the nonequilibrium vacancy distribution.

The principal result of the Nazarov—Gurov (NG) theory, developed in the
1970s, is that owing to high mobility of vacancies, their distribution can be
considered as to be of quasi—steady state type, and so (if vacancy sinks/sources
are not functioning) djy/dx ~ 0 and, moreover, jy ~ 0. This means that j, + jp =
—jv = 0, so the vacancy concentration gradient levels components fluxes.

The notion of nonequilibrium vacancies is often considered to be connected
either with generation of Frenkel pairs under the influence of high-energy particle
radiation or with vacancy fluxes toward sinks after quenching of the alloy. Still,
nonequilibrium vacancies may prove to be significant without any radiation, but in
the processes of interdiffusion and reaction diffusion. In this case, the nonequilib-
rium spatial vacancy distribution is caused by differences of components mobility
and (or) interface boundary motion at intermediate phase growth. In 1973-1978,
Nazarov and Gurov developed a rigorous microscopic theory of interdiffusion in
alloys taking nonequilibrium vacancies into account but having neglected (at least,
explicitly) the vacancies sinks/sources effect [1-3]. In the above theory, the rate
of concentration profile evolution is determined by an alternative to Darken’s
diffusion coefficient expression
Di D}

_ 2.26
CADZ + CBDE(/J ( )

Dng =
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instead of

From the viewpoint of “diffusion conductance,” the NG and Darken equations
describe extreme, marginal cases. Darken’s equation corresponds to parallel con-
nection when the interdiffusion rate is usually determined by the more mobile
component. The NG equation conforms to series (consecutive) connection at which
the interdiffusion rate is mainly determined by the less mobile component — the
more mobile one has to wait until slower atoms accomplish their migration. The
discrepancy between equations becomes most apparent whenever the components
mobility ratio is much larger or much less than one. In the general case, we
may expect the correct description of interdiffusion to correspond to a certain
combination of parallel and series (consecutive) connection, depending on vacan-
cies sinks/sources effectiveness. We will see that the NG and Darken equations
conform to different spatial and time scales.

In Section 2.3, we consider a quite simplified model for a regular chain of
vacancies ideal sources/sinks. We see that the Dyg coefficient describes details
of the concentration profile between sources (sinks) in a “mesoscopic” scale of
space and time. The coefficient D (Darken) provides the interdiffusion process
in a “macroscopic” (coarsened) scale. We get similar result in Section 2.4 in the
framework of a “smeared” vacancies sources/sinks model. At that, the whole
diffusion process is divided into three stages — parabolic NG stage, nonparabolic
(nonlocal) stage, and Darken’s (the longest) parabolic stage. In Section 2.5, we
analyze the role of nonequilibrium vacancies at intermediate phase growth (reaction
diffusion) when moving interphase boundaries become a sort of nonideal vacancies
sources/sinks. At that, interface layer growth may appear to have three stages, too.
In Section 2.6, the change of the described situation at direct currentimposed on the
diffusion zone is briefly analyzed (this topic is considered in details in Chapter 8).
In Section 2.7, we suggest the modification of classical spinodal decomposition
Cahn-Hilliard theory by taking into account nonequilibrium vacancies and finite
(nonzero) free length of vacancies to sinks. The influence of vacancy fluxes on the
kinetics of nanoshell collapse is discussed in Section 2.8 (the detailed theory is
given in Chapter 7). Finally, in Section 2.9, the main ideas of our recently proposed
theory of coarsening with taking into account nonequilibrium vacancies are briefly
discussed.

23
The Model for Regular Chains of Ideal Vacancies Sinks/Sources

Let us consider interdiffusion in a nonhomogeneous binary substitutional alloy
within the following simplified model. Suppose that ideal vacancies sinks/sources
are located in a periodic way, then one can imagine a chain of grains with parallel
large angle grain boundaries and without working dislocation sources between
them. Sources/sinks coordinates are x, = nl (I = distance between sinks — grain

17
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size). The equilibrium vacancy concentration cy! is maintained on each of these
planes. We introduce two spatial scales at once — the coarsened one averages all
parameters over grain sizes, while the microscopic scale defines the coordinates
inside intervals between sinks. Thus, all three concentrations are determined as
the functions of two spatial parameters:

CABV = CA,Biv(xn =+ E,t), 0 < S <1 (2.28)

The concentration changes within each grain are small, so that we are able to use
the linearization procedure

caB (%n +&,1) = cap (%0, 1) +uap (§,1)
ov (6 + &) = oy (o, t) +U(E,0) = oyl + v (€, 1)
lul <e o] <& (2.29)

Hereinafter, we neglect equilibrium concentration dependence on concentrations.
We also neglect correlation effects connected with memory of previous exchanges
with vacancy (Manning corrections) [4]. As we have shown before [20], these
corrections do not affect the main features.

Substituting Equation 2.29 into the equations for the fluxes Equations 2.23-2.25
and using the continuity equation not only for A and B but also for the vacancies
located in the intervals between sinks, we arrive at the following generalizations
for Fick’s second law:

dur _ o) 0% ua N v v D 9% ua N Dvazu (2.30)
at Mgz T M Ge2 0 T T TV ge2 g2 '
where
caD% + cg D

D, = ADy +cB B Dup = Dig (2.31)

Cy
caDy N

Dpy = e Dya = —¢ (D} — D}) (2.32)

\%

In matrix form, Equation 2.30 may be presented as

0 02
O ( un \_( Daa Dav \ 07 ( ua (2.33)
ot v Dypn Dy a& 2 v
Equations 2.30 can be solved for each interval between sinks (xn, Xp + l) with zero
boundary conditions for v, using a diagonalization procedure and introducing such

linear combinations of atom and vacancy concentrations w', w®, for which the
equations become independent:

(2)-( 1)(2)(%)

e r PYC R o 1)
aDa~" =D = D;6

i ljx T == ,‘a—éz, l: 1,2 (234)
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Eigenvalues of the diffusion coefficients matrix in Equation 2.33 can be easily
found and represent interdiffusion coefficient and vacancy diffusion coefficient in
microscale, respectively,

~ DiDge

caD} + cg Dy
1= CADZ + CBDE

= Dyg, Dz = = B ~ Dy
Cy

D
Trcigl (2.35)
D,

Although Equation 2.34 for w® (i = 1, 2) are independent themselves, their bound-
ary conditions are not independent. In fact,

vE=h=0 =

(DZ - DE) ¢ G

(2) _0) _ (1) 0y — _
w? (& =) = ayw (£ =) = CueCADjg oD

(£ =9) (2.36)
Because of fast vacancy diffusion (atoms require vacancies to have an opportunity
to jump, while vacancies in the atoms company are always “self-sufficient”),
the relations D, = Dy > D; hold. Hence, the evolution of the combination w®
proceeds much faster than that of w™, and so the solution of Equation 2.34 for
i = 2 is of steady-state type:

W 6y~ 2 (Di —Dj) <w(1) o+ w® (1,1) — w (¢, 0)$>

Dy I
D} — Dy, t 1) — £, 0
:_w (uA(t,O)—l—M&) (2.37)
Dy I
Qi — —p., 2w _p v 0w
2y = VA 9E V8§ = v 9E
.\ o ua(tD) —uat,0) By . 0c
= (DA_DB)‘PA()fA = (DA_DB)(pa_;: (2.38)

Thus, the vacancy flux inside each interval is constant along this interval but

exhibits jumps (steps) at interval boundaries (at sources/sinks). At the same time,

the flux, for example, of A atoms, is described by the formula:
v awd caDi

. dua
Qjp = —Dar o2 — Days = —Dy 2
T TEMTG e T P "9 caD, — csD}

Because of almost constant (steady-state) vacancy flux, the derivative of the second

Qy (2.39)

summand in Equation 2.39 tends to zero, so while passing on to Fick’s second law
(through the continuity equation), one gets
dup 32w REITIN

9l _40=D
3t !

So, the concentration profile evolution between vacancy sources/sinks (that is, in
microscopic scale, d§ « ]) is determined by the NG coefficient, Dyg. On the other
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hand, the full mean value (along the whole interval I) of A atoms flux is brought to
the known Darken’s form:

ou ca Dy -
Qjn = _p, & %ij
a& caDy + cg Dy
D% D5 ca D% (D% — Dj Jc 9c
_ *A B . A A£ A *B) wﬂ:_Dzwﬂ (2.41)
CADA+CBDB CADA+CBDB 0x dx

Thus, in macroscopic scale (dx > [) interdiffusion is indeed described by Darken’s
scheme. Similar results can be obtained in other models, regarding sources/sinks
as “smeared in space.”

24
Description of Interdiffusion in Alloys at Random Power of Distributed Vacancy Sinks

Let us consider the interdiffusion process in a coarsened spatial scale, regarding
vacancies sources/sinks as continuously distributed in an alloy. We take account of
their action as a sink/source term in the equation for vacancy redistribution:

doy IQYy oy — oy Ay v

— _ = - — (2.42)
Jat dx T, 0x T,

Here 1, is the vacancy relaxation time.

The initial set of equations for diffusion fluxes in the lattice reference frame
Equations 2.23-2.25, after having made some algebraic transformations, can be
presented in the following form:

_pwdea _caDy

Qs = Qj 2.43
Ja ax oDy Y (243)
, 3Cv (Z\/D"< s

Qin = _D(l) _ B Q 2.44
JB 0x Cva JV ( )

Qjy = (Da — Dy) 24 _ p, v 2.45
2jv = (Da B) = Vs (2.45)

At t > 1, the characteristic time of vacancy concentration change is much larger
than 1,; therefore,

v < v
Jt T
Thus, one may use the steady-state approximation for vacancies
092
dx T,

Substituting Equation 2.45 for vacancy flux in Equation 2.46, one obtains

32 1 1 dca
— - —— | Qj = Dp — Dg) — 2.4
(3x2 DU‘EU> v (%) Dy, (D 2 dx (2:47)



2.4 Interdiffusion in Alloys at Random Power of Distributed Vacancy Sinks

Let Ly = +/Dy1, be the “mean free path length” of vacancies. Equation 2.47 gives
the nonlocal solution for the vacancy flux with nonlocality radius Ly

) 1 o x —x aca .,
Qjy (x) = E/ exp <—%> (D — Dg) 8_de

The component fluxes turn out to be also nonlocally bound up with a concentration
gradient

(2.48)

861 CAD* .
_D(l)_ _ AJV

Ja= 0x Cy DV

dca caDh 1 o x —x|\ dca ,

In the case of quite densely spaced ideal sinks of infinite power (ry — 0, Ly — 0),
nonlocality disappears and the obtained expressions coincide fully with Darken’s
scheme:

1 !x/ — x| S st
— exp | — _
2Ly xp Ly Ly—0 (e =)

Qjy (x) = (Dp — D )acA
X) = —_ _—
aJv A B I
s D% 3CA BCA
Qjp = — | DV 4+ LA (D, — py) | Z2 = _p, A
JA [ + chV( A= Do) | 50 Aox
act
g = — Dp — 2.50
JB By (2.50)

In the other marginal case, at nonworking sinks (ry — o0, Ly — 00)

. ) ac .
jv—>0, ja= —nD‘l)a—;: =—jg (2.51)

in such a way one gets (neglecting higher powers of vacancy concentration) the
result of the NG theory.

If one accepts the classical interpretation to consider vacancy flux to cause the
lattice displacement at a velocity u = Qjy, and resulting components fluxes in
the laboratory reference frame to be defined according to the Galilean equation
(Equation 2.2), we have

o0 /
QJa = —QJ = — Dpan |:(1 —p) o + -2 exp (— i x’) 8&dx’i|

dx ZLV —00 LV 0x’
(2.52)

where

D% — D% Dy —D DM
p=cacgA BT T (2.53)
cvDy Dpark Dpark

Hence, even having written Fick’s first law in the laboratory reference frame at
finite power of sinks, we get a nonlocal term.

21
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Nonlocality is equivalent to a higher order derivatives contribution. In fact, if the
concentration gradient is expanded into a Taylor’s series with respect to x,

BCA , aCA ad (x/ — x)m 3(m+1)CA
oo (K —x)) ==+ ; R (ESIY (2.54)
after integration one easily obtains
1 o0 ‘x/ - x! aca aca 33ca 9°ca
— SR U e PP i S e N P 1
20y J o eXp( L )or™ T TV TV (2:53)

Nonlocality of the diffusion equations leads to the violation of the parabolic law for
diffusion.

An analysis of Equation 2.52 together with the continuity equation [5] results
in the following conclusions. At t > 7, /cy, interdiffusion is described by the
parabolic law with the usual Darken coefficient. The above-mentioned law describes
interdiffusion at r, <« t < 7,/cy as well, but there the NG coefficient has to be used.
At intermediate stage t ~ 1, /oy, the transition from one parabolic dependence to
another one takes place. At that, the parabolic law for motion of the front of constant
concentration is violated.

25
Linear Phase Growth and Nonequilibrium Vacancies

Intermediate phase growth at reaction diffusion often begins with a linear stage
of growth (AX = Bt), which passes to a parabolic one (AX = kt'/?) only at large
annealing times. This linear stage is commonly explained by the “boundary
kinetics” (overcoming of an interface potential barrier) or, in other words, by
the reaction at the interphase boundary (Chapter 3). The phase growth is linear
whenever the characteristic relaxation time considerably exceeds the time of
diffusion transfer of atoms through the phase layer. We emphasize that the
discussion concerns the linear growth of an already existent phase layer, that is,
nucleation and nucleus oppression problems in the concentration gradient field
are excluded (Chapters 4 and 5). In such case, at a first view, there are no reasons
for a notable delay of atom transitions through the interface boundary unless a thin
layer of one of the components oxide appears between the phases. On the other
hand, the linear growth is observed for those phases where the mobility of one
component is predominant. Notable vacancy fluxes emerge in such phases. The
vacancy flux generally exhibits jumps at the interface. This means that interfaces
must serve as sources and sinks of vacancies.

Let us consider the case when the power of vacancy sinks/sources at the
boundary of a growing phase layer is not sufficient to provide the subsystem’s
quasi-equilibrium. Here the vacancy concentration near the boundary toward
which the flux is directed will be larger than the equilibrium one, and near
the other boundary less as compared with the equilibrium concentration. Thus,
the concentration gradient of nonequilibrium vacancies between the right and
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the left boundaries of the phase layer will emerge, and this will contribute to the
components’ flux.

Suppose that there grows the only intermediate phase 1 (¢; < ¢ < ¢1 + Ac)
between mutually insoluble components A and B. Let cyy (cyr) be the vacancy
concentration at the left boundary A — 1 (the right boundary 1 - B), ¢, the
equilibrium vacancy concentration in the phase 1. Let the A component mobility
be larger than that of the B component: Dy > Dg, such that in the phase 1 vacancy
flux is directed from B to A, that is, from the right boundary to the left one:
(cvr — ovi)

AX
Considering the fluxes in A and B phases to be absent, we assume that vacancy
fluxes jumps are determined only by phase 1. Thus, we can write the vacancy flux
balance at interfaces as

Ac
Qjy = (Dg — Do) — — D 2.56
2jv = (Dp A) AX v (2.56)

deyy (ovi— ') Qv
Sw_ VW)V 2.

dt T, 8 (2:57)
dove _ (evr—&)  Qjv (2.58)

dt 7y )
where § stands for the boundary layer thickness, 7, is the vacancy relaxation time.
Let us consider the steady-state regime (deyy r/dt = 0), which is established at
t>> tv. Then using Equations 2.56—2.58, one gets the expression for the vacancy
concentration change between the right and the left phase boundaries as

2t,\ (Dp — Da)Ac
5 ) (AX +2Dyt,/5)

The above-mentioned vacancy concentration change makes a contribution into

component fluxes in the crystal lattice reference frame [1,5] in the form:

— DB Ac CB DE ACV
AX AX

ACV = CyRr — CyL = ( (259)

Qjp = (2.60)

Cy
From this relation, one obtains (going over to the laboratory reference frame) the
expression for the average (over the phase layer) flux in the laboratory reference
frame:

—pac- (1+ %)

Qs = Qjp + Yy = —QJa = TS (2.61)
where
D=c,Da+ (1—¢) Dy (2.62)
is the mean interdiffusion coefficient inside the phase,
= 2Dve 2L (2.63)
) )

where Ly is the ‘vacancies mean free length’,

D
I = <,
D
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and the inequality Dyg < D is always fulfilled. For the phases with narrow
homogeneity zones, the flux remains almost the same at each point of the phase, so
Equation 2.61 can be used for writing the flux balance equations at the interfaces.
This procedure results in the following equation for the rate of phase layer growth:

1 1
dAX/dt = — (E T —01)> Q5

_ DAc (1+%) )64
= al—a) (AX+1h) (264

In the general case, the layer growth according to Equation 2.48 has three stages,
the latter one being determined by two characteristic thicknesses I; and Iy,

1) AX < lo(< )

dAX _ K
ZT ~ AL;;, AX = kygt? (2.65)
(primary parabolic stage), where
2DygAc M2
kng = | —NGAC (2.66)
@l —a))

2) kK AX K]
This relation holds provided that Dyg < D, thatis, Dy <« Dg, or Dg < Dg

dAX:ﬂ AX = Bt 2.67
e N (2.67)
(linear growth stage), where
DAc/l
_ (DAc/h) (2.68)
(c1(l —c1))
3. AX>
dax K
2= AX = ? (2.69)
dt AX
(Darken’s parabolic regime with quasi-equilibrium vacancies), where
2DAc V?
k= [76] (2.70)
(@1 —=a))

Thus, if one component is considerably more mobile than the other in a
growing phase, we observe a linear stage of growth, the upper limit of it
l; = 212/5 being determined by the vacancies mean free path length.

If we take reasonable estimations
Ly ~107m, §~5x10""m (2.71)

then I; ~ 40 um, that is, the value is rather large.

When the phase layer becomes substantially thicker than Ly, then one should take
vacancy sinks/sources inside the growing layer into account. The corresponding
theory is now under construction.
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2.6
Intermetallic Layer Growth at Imposed Current and Nonequilibrium Vacancies
Damping Effect

Let us modify the scheme described in the previous paragraph for the case of
phase formation at a direct current imposed onto the diffusion zone, from A to
B or in the reverse direction (the pattern of phase formation at direct current is
reviewed in detail in Chapter 8, alternative approach discussed in [19]). Current-
induced electron wind results in drift components in component and vacancy
fluxes described by

, Ac  caDj caDy (evr — ovr)

Qja = Da— + ——E,zpe + ——= —— 2.72
INZENA T TRT M T Ax (2:72)
_ Ac  cgDj cg Dy (cvr — cvi)

Qjp = —Dp— + Eczpe + —— ——— 2.73
I PAax T kT T T T Ax 27)
, Ac  Ee

Q_]V = (DB - DA) A_x — ﬁ (CADZZA + CBDEZB)

_ (CADZ + CBDE) (evr — tvi) (2.74)
oy Ax .

Here z, and zp are the effective charges (in elementary charge units), e is the
absolute value of electron charge, and Ex is the electric field intensity.
The growth kinetics of the intermetallic layer is then determined by

d(Ax) DAc (1 + lO/Ax) B < D (Lv — o)

dt cacs (Ax+ Ly) (Ax + Ly) (Do — Dg)
CADZZA + cp DEZB " " eE,
—s = — (D —D — 2.75
X oncn ( AZA BZB) T ( )

The detailed derivation of Equation 2.75 and the formal analysis of the growth
kinetics on the basis of this equation are given in Chapter 8. Here we direct
the attention to two cases that present great interest from a physical point of
view:

1) eE,- (Dj;zA — D’}ng) > 0.
The current favors the phase growth. In this case, nonequilibrium vacancies
slow down the process of phase formation when compared to quasi-equilibrium
of vacancies (Figure 2.1).

2) eEy- (Dj;zA — D’}ng) < 0.
The current tends to inhibit the growth of the phase, so that the latter
gains maximum thickness with time and does not grow any more. At that
nonequilibrium vacancies increase this maximum thickness as compared
with the case of quasi-equilibrium vacancies (Figure 2.2). In such a way,
nonequilibrium vacancies “damp” any outer effects (similar to Lenz’s rule in
electromagnetism or to the le Chatelier—Braun general principle).
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To be exact, when the current stimulates the phase growth, nonequilibrium
vacancies reduce this augmentation (opposing the growth); if the current inhibits
the phase growth, nonequilibrium vacancies reduce this suppression (promoting
the growth).

2.7
Possible Role of Nonequilibrium Vacancies in Spinodal Decomposition

The classical theory of spinodal decomposition implies that a lamellar structure
period is stipulated by nonlocal interaction intensity. The latter is taken into account
in Gibbs potential density as a summand, proportional to the squared concentration
gradient, that is,

dv
G= / o (g () +g+ QK(VC)Z) (2.76)

Separation of the components at the initial stage of spinodal decomposition implies
nonzero components fluxes that are proportional to partial diffusion coefficients,
and thus, their sum is not equal to zero. Therefore, the components separation
must cause local vacancy fluxes in the lamellae.

Suppose, for instance, that the B component is considerably more mobile than
the A component. Then the emergence of the R lamella (enriched with the B
component) and the P lamella (depleted with the B component) in the unstable
alloy causes a more intensive flux of the B component from P to R than the opposite
A component flux from R to P. Thus, the vacancy flux from R to P (i.e., opposite to
the direction of a more mobile component’s (the B one) diffusion) must arise. This
must result in vacancy supersaturation in P and vacancy depletion in R.

In Darken’s approach, any vacancy concentration deviation from equilibrium is
immediately compensated by the effective work of the vacancies’ sources and sinks.
It leads to the Kirkendall effect (lattice movement) and equalizes the components’
fluxes in the laboratory reference frame. Still, typical periods for lamellar structures
in spinodal decomposition are notably less than the free path length of vacancies
to sinks. Decomposition time is small as well. Therefore, the assumption of
vacancy equilibrium in spinodal decomposition seems to be highly disputable. On
the contrary, one may expect the vacancy concentration wave to intensify along
with the main components concentration wave. In the lattice reference frame,
considering nonequilibrium vacancies and nonlocal Cahn--Hilliard summands
(but neglecting Manning’s correction, that is, nondiagonal Onsager coefficients in
the lattice reference frame), one can write the fluxes as follows:

Qja = —LaVua = —cgLaV (ua — up) = cgLaV (up — ua)

ca D% .
Ly = %, Qjp = —LgVup = —calp (U — ta), Lp =
B

CB DE
kg T

(2.77)

Nonlocality, as it is usual for the Cahn-Hilliard scheme, is “hidden” in chemical
potentials.
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Figure 2.1 Current favors the growth, ek, - (DZZA — DEZB) >
0 : 1) time dependence of the layer thickness in case of
quasi-equilibrium vacancies; 2) the same dependence in
case of nonequilibrium vacancies. The parameters are given
by j =4 x 102 Am~2, Dng/D = 0.209, h = L2/6 = 1.6 x
1074 m.
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Figure 2.2 Current inhibits the growth, ek, -

(D;‘\ZA — Djzg) < 0 : 1) time dependence of the layer thick-
ness in case of quasi-equilibrium vacancies; 2) the same
dependence in case of nonequilibrium vacancies. The
parameters are given by j =4 x 103 Am~2, Dyg/D = 0.209,
h=15/8=16x10"*m.
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In Equation 2.77, we have taken into account the Gibbs—Duhem relation. Having
deciphered chemical potentials, taking into account gradient and elastic contribu-
tions, one gets

0 - ca DA
QjA = CBLAV (—g -+ Mel — ZQKVZCB) -+ A AVCV (278)
36]3 cy
3 D
Qjp = —caLpgV (—g + - zsszch> + 2By, (2.79)
3CB Ccy

A— _ a_g ~el 2
Qjy = (calp —cgla) V 3 + % — 2QKV*c
c

caD} + cg Dy

_ATA T BBy, (2.80)
v

where u stands for the drift rate.

The corresponding fluxes in the laboratory reference frame are

Q]B = QJB + cgu
CACB et | CACE (Dg — D)

= — (caDj + cg D}) s TV . Vey (2.81)
A%
D% + gDt
Qjy = (Dy — Dj) L2 VAT — BB %25 g, (2.82)
T Cv
9
e = ag T i — 20KV (2.83)

Having applied the continuity equation (taking into consideration vacancies’
sources and sinks), in the linear approximation one obtains

dcg

5 = (caD} + cs D) 22 T % (g'Vie — 22KV*c) (2.84)
cacg (Dy — D3
_a B( B A) Vo,
v
dov o 2. (P /g2 4
= =DV (D§ — DA) T (g Vi — 2QKVc) (2.85)
3T
v
v
Let us consider the trial harmonic solution, according to the main scheme of
stability analysis
cs = Ag(t) sin(kx), oy — cve = Ay(t) sin(kx) (2.86)

Since vacancies are considerably more mobile than the main components, we can
reduce the equation for vacancy concentration to the quasi-stationary one at t > v.
Then,

(05 - i) 23 (&' + 2 (10)")

Ay = Agk?
e (kLy)* +1

(2.87)
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dAg

= — R (k) Ag, Ap = Apoexp (R(k)¢t) (2.88)
R(k)= -k (g"+ ZQKkZ) —
BT
(05 - Dy)° (L)’
D + cg D} — 2.89
X {CA B T CBUp ovDy CACBl N (kLv)Z ( )

Commonly, at Ly — 0 (quasi-equilibrium case), the standard Cahn—Hilliard result
is obtained.
Let us analyze another limiting case when D} /Dj; — 0. Then,

2 % 2(_|g" 2
RZ_(CACBDB> kK (—|g |+2$3Kk)hm
ke T 1+ (kLy)

(2.90)

The principal mathematical difference from the standard Cahn—Hilliard formula
is connected with the second summand of the denominator. This summand can
essentially change the optimal wave number for the lamellar structure. Indeed,
having found the derivative of R and having set it equal to 0, one gets the optimal
wave number (corresponding to the fastest growing harmonic):

12 |g//|
KLy) = 14,1+ 2.91
(kK"Lv) 1+ 5ox (291)
The following limiting case is of particular interest:
By SET
1 k*Ly)” ~
2ax > 17 (WL 20K
1/2
1 |g//| J;Cahn

K~ =(v2— kCahn 2.92
- JIv (ZQK Ly < (292)

if kP Ly > 1. So, if the vacancies mean free path length to the sinks is larger
than the optimal period for the lamellar structure at equilibrium vacancies, and the
components’ mobilities differ considerably, the real period for the structure will
considerably exceed the theoretical Cahn—Hilliard prediction.

2.8
Nanoshell Collapse

The Kirkendall effect is commonly accompanied by the Frenkel effect, the void
formation in the diffusion zone. In foreign literature, the Frenkel effect is often
referred to as Kirkendall voiding, which is rather confusing, as Kirkendall and
Frenkel effects are competitive: vacancies annihilating at the dislocation kinks
and causing the Kirkendall shift, cannot be used for Kirkendall voiding, and
vice versa.
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The Kharkov research group on diffusion processes headed by Geguzin has
invented the method for observation of the “pure” Kirkendall effect long ago. The
method involves imposing comparatively low pressures up to 100 atm, having
little influence upon activation barriers of atom jumps, but almost completely
oppressing void formation. Kirkendall voiding (Frenkel effect) is a feature of a
contact area between two substances, and it has always been considered as an
undesirable effect, significantly worsening mechanical reliability of the diffusion
contact, since the porous layer in the diffusion zone becomes a weak place of
contact. However, recently, Kirkendall voiding has found a suitable place — it is
appropriate for hollow nanoparticles. The method is based on the use of vacancy
fluxes, caused by the difference of components’ mobilities [6]. The reaction between
Co nanoparticles and sulphur or oxygen leads to the formation of Co3S4 or CoO
compounds (intermediate phases). The latter have a form of a nanoshell with a
symmetrical void inside it. This is explained by a higher mobility of Co atoms in
the newly formed compound when compared to S or O atoms. So, the reaction
serves as a pump, Co atoms are drawn out from inside to continue the reaction,
and vacancies are in the opposite direction (inside).

The authors of the method (the group headed by Alivisatos [6]) have not paid
attention to the problem of thermal stability of the obtained nanoshells. This was
done by Tu and Gésele [7], and we offered the corresponding rigorous theory at
the end of the same year (Figure 2.3) [8]. The point is it is favorable for a nanoshell
to turn into a compact nanosphere without internal surface (and, correspondingly,
without a void inside the sphere), as the total surface energy of a system is reduced

while the volume is preserved:
4 4
y (4mrhy + 4mrly) > y47trf, Tﬂ (1 — 1) = ?ﬂrf (2.93)

Here y is the surface tension of a phase, rjp and r, are the internal and external radii
of ananoshell right after the reaction, and ry is the ultimate radius of the nanosphere
after the nanoshell’s collapse. The mechanism of such a collapse is stipulated by the
vacancy flux from the internal surface to the outer one and corresponding atomic

IMC

DA<DB

Figure 2.3 Scheme of the IMC shell shrinkage with the seg-
regation of the B-component at the inner boundary.
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fluxes in opposite direction. The driving force of the vacancy flux is a difference
of vacancy concentrations at inner and external surfaces, cy(r;) > cv(r.), due to the
Gibbs—Thomson effect. In a linear approximation,

i> B, B= 2re 2.94
i C P=0T (2.94)

we obtain
Cve (1) = cve (1 + g) OV (re) = cve (1 - rﬁ> (295)

Thus, the vacancy flux from inside must arise (from a higher value of concentration
to a lower one). This vacancy flux will obviously generate the similar inside-directed
flux of atoms, that is, the shell would collapse. However, this simple mechanism
works only for one-component shells. Since typical nanoshells are binary, the
collapsing process remains complicated because of the so-called inverse Kirkendall
effect [9]. The factor, similar to that pertaining to a nanoshell formation, works here.
It is the difference of components’ mobilities. However, in the formation process,
this factor augments the effect (actually, it causes voids), and at collapse, reduces
its rate to a great extent (again an example of damping!). Whereas (Dp >> Da), that
is the vacancy chooses B among its neighbors with much higher probability, the
vacancy flux must lead to a redistribution (segregation) of components, B atoms
must segregate in the vicinity of the inner surface, and A atoms in that of the
outer surface. This will create the additional concentration gradient that will reduce
the vacancy flux (Equation 2.25), and slow down the collapse process. Therefore,
the collapse rate is under control of a slower component’s migration. The detailed
analysis of the problem and results of modeling are presented in Chapter 7. Here,
we give only the main idea.
The basic equations of the model are the following:

3CB 10 aCV 10

_ = _— 2 _ = _—
ot r2 or (res). ot r2 or
r(t) <r<r.(b)
aCB CBDE 36\/
Qg = —Dp— —
Je B or + cy or

(rQJv) +0

QJy = (Dy — D) 22— p, 2% (2.96)
ar ar

Inner and outer boundaries move due to the vacancy flux. To preserve the
conservation of matter, the flux of B atoms through moving boundaries must be
equal to zero:

dr; __g ' dr, __o
a—_ _]V(rl)r E—_ JV(re)
dr; dr,
QJp (1) —cg () T 0, QJp(r)) —cp(re) Fri 0 (2.97)

Equation 2.95 gives the boundary conditions for vacancy concentration for this
boundary-value problem.
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Let us apply the steady-state approximation both for vacancies and for atoms (the
latter is not evident and is analyzed in Chapter 7). Then,

0 0
or (rZJV) ~ 0’ or (rZJB) ~ 0
such that
N Ky N Kg
Uy = (>0, s~ (<0 (2.98)

Such identical dependencies of both fluxes on radius (at constant coefficients)
allow one to apply similar dependencies to concentration gradients of atoms and
vacancies:

8cv - LV aCB ~ LB

ST S Th
If, say, D} < Dj;, the above-formulated equations, when having considered bound-
ary conditions, lead to the following expressions for collapse rate (rate of movement
for both nanoshell boundaries):

(2.99)

dr; Dy re+rn B Dy r.+n pB
FTa i 2T . _ .2
dt 1—cl+clg—$re_ri i l—cre—rn 7
B
dr, r7dn 5100
dt 2 dt (2.100)

In fact, it is apparent that the collapse rate is controlled by a slower component (A
in our case), which increases the nanoshells’ lifetime.

New developments of shrinkage and formation of nanoshells have been recently
discussed in [10-12].

2.9
The Role of Nonequilibrium Vacancies in Diffusion Coarsening

In the analysis of diffusion coarsening, being a very slow process, it has always been
assumed that nonequilibrium vacancies have enough time to “escape” to the sinks
(or to appear at the sources), so that the nonequilibrium vacancy approximation
is correct. However, the difference between A and B atoms’ mobilities at their
diffusion in the vicinity of a new phase’s particles constantly generates local
vacancy fluxes, and, accordingly, local deviations of vacancy concentrations from
the equilibrium value. If the vacancies’ mean free path length to the sinks (from
sources) is commensurate (or larger) to the average distance between particles, one
cannot neglect such deviations. If the distance between particles is about several
tens or hundreds of nanometers, the vacancy may migrate from one particle to
another without having come to the sinks. The greater the ratio of partial diffusion
coefficients Dy / Dy differs from one, the larger deviations of vacancy concentrations
from the respective equilibrium value should be expected. This statement especially
concerns coarsening in ordered phases.
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Thus, we have changed only two steps in the L(ifshitz) S (lezov) W (agner) — scheme
[13], namely, the description of the quasi-stationary distribution of the concentration
around a randomly chosen particle in the mean-field approximation, and the
expression for flux in the flux balance at the moving precipitate boundaries. Instead
of considering the standard steady-state equation DV2cg = 0, we have analyzed a
system of two coupled steady-state equations, for B atoms and for vacancies [14]

- CAC
DV2es — (Dj — D}) 22 V26, =0
Cy
oy — oy
— (D} — D}) ¢V2cs + DyV2ey — 22— = (2.101)

Ty
Having used these equations, we obtained the following expression for the growth
(or shrinkage) rate of particles

dR A—-%
—=—E_DF®R) (2.102)
dt  (cf —cg)R

where

Dy (1+7)
D
(1+558)

Here R stands for the particle’s radius, A =€ — ¢y’ is the supersaturation with
respect to the B component, and

D (R) = (2.103)

A=Ly DNG/D

is a certain characteristic length determining the deviation from standard kinetics
of coarsening.

Equation 2.102 looks like the growth equation in the LSW-theory, but here the
introduced effective diffusion coefficient D! depends on the size of a particle: at
A >> Rit approaches Dyg (the growth is controlled by the slower component), and
if A < R, then D¢f tends to Darken’s value of D (the more mobile component
controls the growth). The analysis shows that a special coarsening regime may be
expected in the following range of average sizes (and corresponding time interval
typical for coarsening):

1 < ((R)/A) < D/Dxc (2.104)

v Dne/D < ((R)/Ly) </ D/Dxc (2.105)

For radii that are not far from the average value the effective coefficient D! is

or

proportional to the size (in this interval of average values) that is,
ef R
D ~ D - 5 (2.106)
so that
dR  Dyc A—a/R

— el 2.107
TR ey (2107
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In this case, the growth equation is quite similar to the Hillert equation for the
normal grain growth, and it leads to a parabolic law (R) ~ t!/2 instead of the
LSW-dependence /3. At the initial stage, the average radius being small,

~\1/
(R) < (Ry) = Ly (DNG/D)1 ’ (2.108)

the growth regime of LSW-type may be expected, but at a rate determined by the
NG coefficient Dy (i.e., the rate is controlled by the slow component) instead of
Darken’s one. At the latest stage,

- 1/2
(R) > (R)) = Ly (D/Dr ) (2.109)

the system must pass to the LSW regime, again, yet the rate is determined by
Darken’s coefficient here. This scenario was realized in computer simulations and
published recently in [14], and, in fact, coarsening proved to have three stages. At
the transient stage (which may last quite long), the size distributions of particles
are wider, more symmetrical, and closer to experimental observations [15].

2.10
Conclusions

Nonequilibrium vacancies must be taken into account in all diffusion-controlled
processes with characteristic sizes (diffusion zone width, phase layer thickness,
distance between precipitates, interlamellar distance, and so on) commensurate
to the vacancies free length, and (or) with characteristic times commensurate
to the relation of vacancies relaxation time to vacancy concentration. The effect
of nonequilibrium vacancy distribution caused by the difference of components’
mobilities or (and) external field is “damping.” This refers to the linear case, when
vacancy concentration change is not significant, such that partial diffusion coeffi-
cients (proportional to this concentration) experience little change. The nonlinear
case was recently analyzed by Gapontsev [16]. Recently, Svoboda et al. develop
similar approach (account of limited efficiency of vacancy sinks and sources) using
the extremum principles of nonequilibrium thermodynamics [17, 18].
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3
Diffusive Phase Competition: Fundamentals
Andriy M. Gusak

3.1
Introduction

Diffusion phase competition at interdiffusion became the “first love” of the
author, after his greater involvement in the analysis of diffusion. It was the
search for an answer to the phase competition point that made diffusion in-
vestigations attractive to him (in about 1980). Thus, diffusion turned from the
“museum exhibit” into the master of nanoworlds fate (decision-maker) at solid-
state reactions.

In 1981, the author, together with Gurov, proposed a quite naive (as for nowa-
days) competition model, where the possibility of diffusion suppression of some
intermediate phase nuclei by their fast-growing neighbors was first emphasized.
Sections 2.2-2.7 are dedicated to such a naive, still, physically clear approach. In
particular, the obtained criteria for phase suppression/growth at the nucleation
stage, the time for diffusion suppression of phases, are considered. In 1989, we
were the first to propose a new geometrical model for diffusion interaction in
powder mixtures, the model of a divided couple. The idea of diffusion competition
was immediately put forward to the test for this model. Chapters 4 and 5 describe
less naive approaches, which we developed later.

3.2
Standard Model and the Anomaly Problem

Reactive diffusion is the diffusion-controlled growth of intermediate phase layers
between two reacting materials proceeding due to interdiffusion through the
growing reaction products. Studies of reactive diffusion started in 1920s when
the parabolic law of layer growth was discovered by Tammann. Evans found the
possibility of a mixed linear—parabolic regime. Wagner, Frenkel, and Sergeev
suggested theoretical explanations of the parabolic law. After World War II, the late
stages of reactive diffusion were investigated by Pines, Kidson, Wagner, Geguzin,
Kaganovski, Paritskaya, Gurov, Ugaste, van Loo, and others.

Diffusion-Controlled Solid State Reactions. Andriy M. Gusak
Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
ISBN: 978-3-527-40884-9
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Starting from 1980s, the main interest of the diffusion community steadily shifted
from the problems of interdiffusion in solid solutions to the diffusive phase growth
during interdiffusion (reactive diffusion) in the systems with limited solubility and
the whole range of intermediate phases. In this chapter, we treat the history of
some ideas that appeared in the early 1980s and became the basis of the new
approach to the synergy of diffusion and reactions [1-32]. This chapter does not
completely deal with reactive diffusion. It reflects the authors’ personal view and is
based on the traditions of the diffusion schools of the former Soviet Union. After
1990, when our group and simultaneously the group of Pierre Desre and Fiqiri
Hodaj started to modify nucleation theory for the case of initial stages of reactive
diffusion at nanoscale, much more interesting results were obtained [7, 33—43] (see
also Chapters 4 and 5). Here, we almost omit these developments (which include
rather intensive mathematical analysis) and concentrate the attention on rather
naive but physically clear ideas about the interrelation between diffusion, reactions,
and nucleation.

Reactive diffusion (the formation and growth of intermediate phase layers in
the diffusion zone as a result of interdiffusion of the components through these
layers) is a typical example of a solid-state reaction. It is notable for its reaction
product — a crystal (generally, a polycrystal) of an intermediate phase rather than
individual molecules (as in gas phase reactions) appears. The crystal remains at the
site of the reaction and becomes a barrier to its further passing. For the reaction to
proceed (when it is thermodynamically favorable), atoms have to diffuse through
new-formed phase layers and react at one of the newly formed interfaces. The
thicker the layers, the more time it takes to diffuse. And, therefore, the reaction
takes place more slowly. Thus, even at a sufficient amount of reagents, the phase
growth rate decreases with time. It has become known since the 1920s that in most
cases the phase layer growth obeys a parabolic law. We briefly review the standard
model for the phase growth kinetics [1, 2].

First, let us consider the case of phase 1 growing within a narrow concentration
range Ac = cg — ¢; < 1 at the process of annealing of a sample couple containing
almost mutually insoluble materials A, B (let the A component be on the left and
the B component on the right; Figure 3.1). Thus, we neglect interdiffusion fluxes
in the initial components of the diffusion couple. Thereby, we consider all A atoms,
which “managed to diffuse” into the 1/B boundary, to react with B atoms and not
to go further, growing the phase “on the right.” In the same way, B atoms, which
“managed to diffuse” into the A/1 boundary, react with A and grow the phase “on
the left”. Let us neglect the molar volume changes at intermetallic phase formation,
thus disregarding those effects that are connected with stresses, arising at phase
boundaries. Besides, we consider the condition of diffusion flux steadiness to be
fulfilled over the phase thickness. In other words, the distribution of components
in the phase layer is quasistationary. One can prove this assumption [44], but it
would be easier to get it in an unsophisticated way.

Indeed, since the homogeneity interval of the intermediate phase is narrow (very
large deviations from stoichiometric composition are energetically unfavorable),
the concentration “has no way out” and it keeps itself almost constant (close



3.2 Standard Model and the Anomaly Problem

XL XR X

Figure 3.1 Concentration profile of one phase growing between insoluble components.

to stoichiometry) over the whole phase layer. That is why the time derivative
of concentration is small, and so the flux divergence is close to zero. In the
one-dimensional case (diffusion couple), the divergence is simply equal to the
derivative with respect to the diffusion coordinate. The derivatives being equal to
zero implies that the flux density almost does not change over the whole phase
layer. This means that the product of interdiffusion coefficient and concentration
gradient is nearly equal everywhere inside the phase. Still, this does not imply that
the concentration gradient is equal everywhere, as the interdiffusion coefficient
may considerably change even at small deviations from stoichiometry (especially in
phases of B2 type, for example, NiAl). Hence, it is generally incorrect to simply say
(as it is typically said and written) that the concentration profile inside the phase is
linear.

Let us make some elementary transformations. If a certain parameter is constant,
it can be put both inside and outside the integral sign. We take it inside the integral
sign as

- dc = f,:_R dx f,:iR Didx fciR Ddc
QJ = _DB_ ~ const = D8_ . = TR =— (3.1)
x x fXL dx fo dx xR — XL

The term fCCLR Ddc is called Wagner’s integrated coefficient [45] and is often written in
the following way:

CR -
/ Ddc = DAy (3.2)
oL
where
fCCR Ddc
Dy="Lt 33
1 At (3:3)

is the effective diffusion coefficient averaged over the phase.

We emphasize once more that, as a rule, the kinetics of solid-state reactions is
not determined by the diffusion coefficient and the homogeneity region width sepa-
rately but always by their product (i.e., the integrated coefficient). This is good for
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comparison with experiment since the concentration range in many phases is so
narrow that it seems almost impossible to measure it experimentally. Wagner’s
integrated coefficient can be transformed using Darken’s relation, expressing the
interdiffusion coefficient in a binary system with tracer diffusion coefficients and
the second derivative of Gibbs potential (per atom) g with respect to concentration

. X o c(1—c) 32
D = (cDj + (1 — ) D}) (kT )a—cf

Having substituted this expression into Wagner’s integral coefficient, considering

(3.4)

the narrow phase homogeneity range, one gets

R . —c(l—c¢) (0 0
f D(c)de = Dl% (a—i lip — a—i’ ’A,l)

L
25*61(1—61) g8 —81 81 —8a
-7l gkT 1—0¢ ci—0
—AgiI(A+B — 1)
=Dy kT

(3.5)

Here, D, is the combination of tracer diffusivities averaged over the phase
D, =Dy + (1 — 1) Dy (3.6)

and Agi(A,B — 1) is the thermodynamic driving force (per atom) of phase 1
formation (from A and B). Thus, the growth rate of the single intermediate phase
is determined by the mobility of atoms in it (tracer diffusivities) and by the Gibbs
energy of phase formation. As we can see, the “elusive” homogeneity interval itself
is of little importance for us. In such a way, the product of the density of B fluxes
through the phase layer and atomic volume (that is, “the flux density of the volume
transferred by B atoms”) is equal to

.[ ciR Dde D1 ACl

Q = — =
]B Ax1 Axl

(3.7)

As itis well known, the rate of interface movement is equal to the ratio of the fluxes

step at this boundary to the concentration step. We regard the fluxes in marginal

phases of the diffusion couple to be zero (negligible solubility). So, the flux balance

conditions at the interfaces yield the following two differential equations:
de _ D] ACl de DlAcl

1—cr)— = , cp— =
( ®) dt Axq t dt Axq

(3.8)

From these equations, one can easily derive the differential equation for the phase
thickness Ax(t):

dAx _a (3.9)
dt — Ax() '
where
1—Acg DiAcy
4= — L DA~ 1 (3.10)

(1 —cr)er ci(l—c)
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Figure 3.2 Concentration profile of two phases growing between insoluble components.

This gives the well-known parabolic law of phase growth:

Ax) = (Axp) + 22184 311
(A0 = (ax0) + “T = (311
If the thickness of the layer considerably exceeds the initial thickness (the latter
is taken right after nucleation and lateral growth with formation of primary

continuous layer), then

2D1Ac
Ax~ |12 (3.12)
Cl(l — Cl)

Now, let us treat the case of two phases, 1 and 2, growing between two mutually
insoluble metals (Figure 3.2). Here, we again make the assumption of constant
fluxes over the thickness of each phase (steady state approximation)

") _ D1 ACl _ Dz ACZ

2
' = - Q) = e (3.13)

The equations of flux balance at the interfaces have the following form:

dx D)Ac
<1_Cg)> 2R Ao

dt AXZ
@ (1)) dxs  DyAc;  DiAcg
P W i
( t R dt AXZ + Ax1
dx D Ac
) 1L 1A0
o — 0) — = 3.14
( - dt Ax; (3.14)

It is quite easy to obtain the system of differential equations for phase thicknesses
from Equation 3.14. We obtain

dAxl D1 AC] DZACZ
a + a1

a M Axy ! Ax)
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dsz D1A61 DZACZ
a1 + a2

= 3.15
dt 2 Axl 2 sz ( )
Here
2
N

ag = | <" A (3.16)

' _q 1= [ —cm :

1—c@

By direct substitution, one can check that Equation 3.15 has parabolic solutions

Axy = kit Axy = kyt'/? (3.17)

as well; however, the expressions for the parabolic growth constants k; and k; are

not so “elegant” as in Equation 3.12 for the growth of one phase

ka

ky

a1 D1Aci — a13DyAcy + +/(821D1A¢t — a1,D;,Acy)2 + aq1a2 D1 Aci Dy A,
2a11D1A¢

=

ky = \/2a2.D;Ac, + 121621 D1 Acy

The basic equations for any number of phase layers, growing simultaneously, are
obtained in the same way. However, the mentioned simultaneity leads to some
problems that have become crucial since the 1970s, with technological development
of integrated chips manufacture and maintenance.

The standard model is quite sufficient to describe the late stages of reactive
diffusion in a standard “infinite” diffusion couple (with a size much larger than
the width of the diffusion zone). Yet, since the 1970s, the main field of reactive
diffusion applications shifted to microelectronics, which uses thin film reactions.
Researchers immediately found, in this case, that the standard model does not
work, demonstrating various “anomalies” (sequential phase growth, deviations
from parabolic law, etc.). Such problems led to a reconsideration of the standard
model. This reconsideration was performed almost simultaneously by Gurov and
Gusak [3], Gosele and Tu [4], and Dybkov [5].

According to [5, 6], diffusion theory proves to have such a principle drawback that
it cannot explain (i) the disagreements between the observed phase composition in
the diffusion zone and that of the phase diagram and (ii) breaking of the parabolic
law for phase layer growth. Obviously, the author of [5, 6] might not have paid
attention to the works [3, 4], which provide an appropriate explanation for the facts
mentioned above. And, to our knowledge, a number of the author’s [5, 6] statements
and predictions appear to be disputable. In [5, 6], the diffusion theory is blamed for
poor regard to “chemical phenomena” in the “‘chemical process.” Author of [5, 6],
obviously, applies the chemical concept of reactions to the processes proceeding
at the moving interfaces of the growing phase layers. Let us treat these processes
from the physical point of view.

Reactions in the diffusion zone during the formation and growth of phase layers
can be divided into two types:

1) formation of new phase nuclei in the contact zone as a result of heterophase
fluctuations due to chemical potential and concentration gradients;
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2) “reactions” at the moving boundary of already existing phases, comprising
three successive steps: (i) detachment of atoms from a lattice of a phase,
(ii) transition through the interface, and (iii) attachment to the lattice of
another phase.
The reactions of the second type are often meant, explicitly or implicitly, when
“finite reaction rate” or “boundary kinetics” [4—6, 8—11] is taken into account.
It makes sense to treat their influence on the process kinetics only when
the “reaction” stage is limiting, that is, characteristic time of detachment,
transition, and attachment of atoms are more or at least commensurate with
that of diffusion delivery of both species of atoms at the interface.

The interface transition time is 7; ~ h?/Dg, where h~ 5 x 107'° m. The
attachment time 1,, at the worst, is reduced to the time required for search-
ing the “appropriate place” (grain boundary dislocation, etc.) given by (d?/Dg), d
being equal to several atomic distances. The detachment time, obviously, is close to
7, by the order of magnitude. The characteristic time of transfer through the layer is

o A% Ax A (3.18)
: DA DAc '
Here, D is the effective interdiffusion coefficient in the layer.
The boundary kinetics appears to be limiting in the case of 71 + 21, > 4, that
is, at

DAG\ 12
Ax < (W + 4d?)1/? (D—BC> (3.19)
According to Equation 3.5,
RYAY:S
DAc~ D' (3.20)

where D* is a combination of self-diffusion coefficients of the components in the
phase. If there is no oxide film or other barrier layer at the interface, then, as it is
known, D*/Dg « 1. So, taking into account that h and d are of the order of a few
atomic distances, the thickness of the phase layer Ax*, at which the change from
boundary kinetics to diffusion regime takes place, does not exceed the interatomic
distance. Apparently, the situation must radically change when treating the reaction
between a solid body and a gas. In this case, the boundary kinetics regime (and
linear phase growth) can be reached by reducing the reagent’s partial pressure in
the gas medium, which leads the atoms to come at the surface.

In the contact zone of solid bodies, the boundary kinetics, connected with
reactions of the second type, can be expected only in the presence of oxide films
or other barrier layers at the interface. We developed an alternative idea for the
late stage of linear growth [46, 47]. It presents certain interest, for it regards the
limited power of interfaces as sinks/sources of vacancies and the corresponding
contribution of nonequilibrium vacancies. In other cases, the regime of phase layer
growth is a diffusion-controlled one from the very beginning, if the beginning
implies the already formed layer of new phase nuclei which is able to undergo
diffusion growth.
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So far, we use the model that assumes the fact that critical nuclei of all phases,
allowed by the phase diagram, appear at once (the unlimited nucleation model). It
is known that the growth of a new phase from the nucleus is energetically favorable
only in the case of nucleus size exceeding some critical value I.;, determined from
the extremum condition of Gibbs thermodynamic potential. In a one-component
substance, the extremum condition is expressed simply by the derivative of G with
respect to the nucleus size being equal to zero:

L) B (3.21)
dR |,

In nucleation in a binary system, there are some problems concerning the difference
between the composition of a nucleus and that of initial “parent” phases, occurring
in general case [12]. Thus, the notions of the smallest (equilibrium), most probable
and critical nuclei do not coincide. This matter is treated in more details below.
At present, the actual existence of the critical nucleus size is important for us; this
critical size becomes unstable against decomposition at | < I,.

We assume that at the initial period, successive layers of critical nuclei of all
phases, allowed by phase diagram, appear as a result of heterophase fluctuations.
It is significant that the nuclei arise in the chemical potential gradient field, so
that finite differences Au over the thickness of each layer exist from the very
beginning. Chemical potential gradients inside the nuclei cause diffusion fluxes
through them. Owing to the difference in diffusivities, flux densities vary for
different phases. The jumps of diffusion fluxes at interfaces make the boundaries
move: if phase 1 provides more A atoms to the interface 1-2 than phase 2 takes,
the interface will shift — phase 1 will grow at the expense of phase 2. At that
nuclei layers come into diffusion interaction. The result of the interaction varies
for different phases and depends on the characteristics of diffusion of all phases

in the phase diagram. Those phases, for which df—t" e 0, start growing and
CT

reach the observed phase layers. The nuclei of those phases, for which % ‘l <0,

shrink, become subcritical, and decay. The new ones arise at their place, and they
suffer the same fate; they will be replaced by the fast-growing neighboring phases
“vampires”).

The growth of such phases is suppressed; they exist in the contact zone only
“virtually,” in the form of nuclei that appear and decay straight away. This explains
the disagreement between the phase composition of the zone and the phase
diagram. Criteria of suppression and growth for the simplest cases are discussed
in the following section. Yet, the phase suppression, as discussed in Section 3.4,
lasts for a finite period (though it may be quite a long one). When growing phases

amount to a certain thickness and the fluxes through them =22¢ are reduced
sufficiently, the value d% l for the previously suppressed phase gets positive, so

that it starts growing as well. This behavior is confirmed by experiment [2]. The
time of nuclei suppression actually represents the incubation time of a phase (if
not taking into account the time of nuclei formation). Examples of calculations are
given in Section 3.4.
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Thus, our model shows that, when external influences are absent in a nonlimited
diffusion couple, all phases allowed by the phase diagram must eventually grow
(this does not concern thin films). In [5, 6], it is stated that at any time quite a small
fraction of all phases, allowed by the phase diagram, grows. Generally speaking,
this conclusion is wrong. In fact, during traditional investigation periods, involved
in experiments, not all phases arise. And our model provides an explanation for
this fact. However, if the periods are very long, other phases must also appear. As
mentioned, it was experimentally proved that the phase that had been absent arose
in the zone only after annealing for hundreds of hours [2].

When the previously suppressed phase starts growing, its own “‘building process”
requires some material that in other cases would be used for the extension of other
layers. This means that in the moment the suppressed phases start growing, the
growth kinetics of other phases acquires some peculiarities. The latter processes
are briefly analyzed in [3].

The above-described situation seems to be logically clear. However, nature is
not obliged to keep to our logic. It may be quite a real case, at which for some
reasons nuclei formation of some phases rather than phase growth from the nuclei
is opposed, while the emergence of nuclei in metastable phases may appear to be
easy, and these nuclei may start growing and suppressing the nuclei of “legal”
stable phases, which had appeared subsequently. The conditions for the formation
of these stable phases’ nuclei depend on the type of neighboring phases and
therefore are considered as the “parent” ones. Eventually, the solid-phase chemical
interaction becomes highly complicated and turns to be strongly dependent on
random factors arising at the initial stage of the contact.

33
Criteria of Phase Growth and Suppression: Approximation of Unlimited Nucleation

Let us treat the initial stage of phase formation in the process of annealing of the
diffusion couple A-B, regarding the phase diagram to include two intermediate
phases 1 (c1,¢1 + Acy) and 2 (c3, ¢; + Acy), and neglecting the solubilities of A in
B and B in A. The concentration profile can be depicted from Figure 2.2 (see the
previous chapter). Then the equations of diffusion interaction between phases are
of the following form:

dxA1 DlAcl
6 —0)—t = 271
(@ ) dt Axq

dxi; DiAcr  DyAc
((52 — Cl)— = —

dt Ax1 AXz

deB DzACz
l1—¢g)— = 3.22
( 62) dt AXz ( )

According to the accepted model, the layers of critical nuclei of both phases appear
in the contact zone at the very initial stage. From Equation 3.22, the expressions
for phase thicknesses Ax; = Axy; — Axy, Ax; = Axyp — Axyp; are as follows:
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dAx 1 ¢y DiAc Dy Ac
1_ 0 DA DA (3.23)
dt cp —C1 \ (1 Axl AxZ
dAx 1 DiAc 1—c¢ DyAc
2 _ _ 1 1 1 2 2 (324)
dt ) — 0 Axq 1—c Ax

A simple analysis of Equation 3.24 shows that the phase behavior is determined by
the value of the dimensionless parameter
DAY
"= 0
D 2 A (%) lcr
Now, let us consider separately several different cases:

(3.25)

1) At

1

r< —
%]

we get
dAx1 dAx2 0
—_— <0, —_— >
dt dt

Ier Ier

that is, phase layer 2 grows from the very beginning, suppressing the growth
of phase 1 nuclei (phase 2 is a “vampire”).

2) At
C1 1-— C1
—<r<
[%) 1-— (%)
we get
dAx1 dsz
— >0, — >0
dt |, dt |,
that is, both phase layers grow from the beginning.
3) At
1-— C1
r>
1-— (%)
we obtain
dAx; dAx,
> 0, <
dt |, dt |,

that is, phase layer 1 grows from the beginning, suppressing the growth of
phase 2 nuclei (phase 1 is a ““vampire”).

Thus, the criterion for the suppression and growth of the different phases at
the initial stage for the system A-1-2-B is obtained; it is convenient to represent it
on the diagram (Figure 3.3). The numbers denote the phases that grow from the
very beginning. Similarly, we can find the criteria for the suppression and growth
in the case of three intermediate phases between mutually insoluble A and B.
The corresponding graphical representation of the criterion is given in Figure 3.4.
The arrows indicate the sequence of phase composition change in the diffusion
zone.
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Figure 3.3 Suppression and growth criteria: case of two intermediate phases.
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Figure 3.4 Suppression and growth criteria: case of three intermediate phases.

34
Incubation Time

As it was outlined in the first paragraph, phase suppression cannot be everlasting.
Let us again consider the system B for the case of r > (1 — ¢1)/(1 — ¢;), when at
the initial moment of time the nuclei of phase 2 are “exhausted” by the growing
phase 1. One can easily check that the growth of the single phase 1 between
insoluble A and B takes place according to the following law:

2D1Ac \ V2
Axy = (1761) 12 (3.26)
Cl(l — Cl)

At that critical nuclei of the phase 2 are constantly arising at the boundary of the
growing phase 1 and B. Taking Equation 3.24 into account, the rate dAx;/dt for
these nuclei is determined by

dAx2 1 D1 ACl 1-— C1 D2AC2
dt Ax; 1—¢ Ig)

(3.27)

Ier G —0

. . dAx
The thickness Ax; increases, such a moment comes when o 2

. asses through

C
zero and becomes positive, that is, phase 2 will no longer be suppressed. This will
occur at
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N 1-— (%) D1A61 l(z)
1-— C1 DzAC; <
that is, according to Equation 3.26, the time moment for this is

1-0)? DiA 2
- Cl( CZ) 1 Clz <l§)> (329)
2(1 = 1) (D2AC)

Ax1

(3.28)

It is quite natural for the time t, of phase 2 suppression to be referred to as
incubation time, if one disregards the time of first critical nuclei formation.

If D;AC; at least approximately fits the Arrhenius dependence ((exp(—Q/kT),
for more details see [1]), then the exponential term is given by
20—

kT

and one may expect Q) > Q; /2, so that the incubation time must reduce with
an increase in temperature. If, by chance, Q, < Q; / 2, it should mean that the
barriers for atom jumps in phase 2 are much lower than those in phase 1, so at
commensurate preexponential factors one may expect the diffusivity of phase 2 to
be much higher than that of phase 1, D;AC, > D;AC;, and phase 2 will appear
to be not the suppressed phase but the suppressive one (a “vampire”). The growth
of phase 1 will be opposed and its incubation time will be reduced with the growth
of T.

Let us specify the method of calculation of the critical nucleus size. Consider
the formation of a phase 1 nucleus at the planar interface « and . The formation
involves an Gibbs bulk energy gain (decrement)

go — 1) Vo +1(gs — 1) V5 (3.31)

and unfavorable surface energy increment, o41Se1 + 015518 — 0ap Sap, connected
with the change of @ — 8 contact to two contacts o — 1 and 1 — B (041, 018, Oug
are the interfacial tension coefficients). With regard to symmetry (disregarding
anisotropy), the basis of the nucleus can be treated as a circle of a certain radius
R (Sep = 7 R?). Similarly to the nucleus at the boundary of two identical grains
[13], it is quite easy to find boundary angles and dependencies of AG on R as

exp (3.30)

2 2 2
(Oap + 0a1 — 0ip)

costy = 7 (3.32)
OuBO0u1
2 2 2
cos i = Cap T = %) (3.33)
“ 20‘0(/;0‘51 '
R} - — 2
AG = I n(g. g — COS Uy

3 sin ¥ 1+ cos J,

— 2
+ n(g.ﬁ &) ( — cos ﬂg)}
sin g 1+ cos g

bR (e Pow (3.34)
1+cosd, 1+cosd, op ’

The composition and components’ chemical potentials of the appearing nucleus
vary with X, which has a radical influence on its fate. Thus, in the strict sense,
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while calculating AG, one should take integrals of [ n(g, — g1)dV type instead of
n(gx — g1) V. This fact was realized in [7, 33—40]. Now we consider the C gradient
to be small and the function g(C) to vary insignificantly inside the nucleus, such
that g; implies the minimum of the Gibbs potential (per atom) for phase 1 (and
8+, gg — Gibbs potentials of pure A and B).

From a thermodynamic viewpoint, the nucleus is able to grow at R > R, G(R)
monotonically decreasing with the increase in R. However, it does not mean that
neighboring phases, also able to grow, will give it such an opportunity. Investigating
extremum properties of the function Equation 3.34, one can obtain

2 2
2 Oul + 018 — Oup
1+ cos ¥, 1+ cos iy

Rcr =
o 2 — 2
Mga — &) ~costy )+ ™Mep — &) — cos 9,
sin vy 1+ cos I, sin g 1+ cos g
(3.35)
The transversal size of the critical nucleus is
1 — cos vy, 1 — cos ¥y
Lcr = Rcr p - - (336)
sin ¥, sin ¥g

3.5
Should We Rely Upon the Ingenuity of Nature? Nucleation Problems and
Meta-Quasi-Equilibrium Concept

Until now we have been considering nature to be resourceful enough to always
find the way (besides, a rather quick one) to perform heterogeneous fluctuations
at intermediate phase nucleation. However, further we are going to consider such
cases at which the time of intermediate phase nucleus formation may appear to
be quite large. For the sake of simplicity, we will limit ourselves to the case of one
intermediate phase. Note that two fundamentally different situations are possible
here. They are illustrated in Figures 3.5 and 3.6.

g g

Figure 3.5 Dependence of Gibbs potential on the composi-
tion for the case of total mutual solubility.
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Figure 3.6 Dependence of Gibbs potential on the composi-
tion for the case of limited mutual solubility.

In Figure 3.5, there is a metastable solid solution M over the whole concentration
interval, and an intermediate phase 1 (for instance, an ordered solution) is possible
to appear, which is thermodynamically more favorable in a certain concentration
interval. It is significant that at annealing of an A—B couple, the M phase lattice
exists from the very beginning while phase 1 is absent. The system is not “aware”
of a more favorable phase 1 up to fluctuation nucleation of a new lattice, so
interdiffusion takes place within the single metastable phase M like any other
quasiequilibrium process (each physically small volume has enough time to relax
to an “‘equilibrium” state before its composition changes considerably). Since local
relaxation reaches not truly equilibrium phases «, 1, B, but a metastable phase M,
this process will be referred to as a meta-quasi-equilibrium.

As is discussed in the following section, even if we neglect the time required for
the lattice building, successful nucleation needs time for concentration preparation
71 ~ R? / Dy Acy, where R stands for the size of a new phase viable nucleus,
Dy being the interdiffusion coefficient in the “parent” phase M, and Acy, is a
concentration interval inside which phase 1 is more favorable than phase M. At
small Dy or Acy,, the time 7; may appear to be larger. Typical values are

R~107cm  Acy~ 1072 (3.37)

If Dy ~ 107" cm?/s, then 7; ~ 10° s ~ 15 min.

Nucleation in case (b) appears to be even more complicated. Here, the lattices of
« and B phases do not continuously go over one into another and “concentration
preparation”, that is, the formation of the interval Ax with concentrations (ck, c})
by the way of interdiffusion, in which only the lattice transformation remains to be
done, is impossible.

Indeed, until the nuclei of phase 1 appear, the system is not “aware” of its profit
and is supposed to establish quasiequilibrium between initially existing o and
B phases. This means that quasiequilibrium boundary concentrations ¢, and ¢j
will set in locally at the moving interface after an initial kinetic period. These
concentrations are determined by the common tangent to the curves g, (¢) and
gs(€). This quasiequilibrium is not real (for it does not regard phase 1, which has
not appeared yet); still it is not less steady. We again call it meta-quasi-equilibrium.
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It is important that here the interdiffusion process will never make up the
concentration intervals from ¢, to ¢y including (1, &1 + Acy), corresponding to the
intermediate phase. Thus, it turns out that we obtain, at a first sight, a paradoxical
case — the legal phase 1 cannot arise despite its total thermodynamic favorability.

In the context of the “refined”, free-of-drawbacks approach, only one way can be
proposed: concentration zones from ¢, to ¢, (') and from ¢ to ¢4 (8'), formed in the
process of meta-quasi-equilibrium diffusion, are metastable and must eventually
decay: o into a+1, B’ into B+1. At that, the problem of intermediate phases
rise at interdiffusion is reduced to the problem of supersaturated solid solutions
decomposition. A thermodynamic analysis of this situation was made in [39]. The
kinetic difficulties here are presented by concentration supersaturations ¢, -¢, and
Cp-Cy, which may turn out to be quite small when compared to the differences
required for new phase formation.

The probability of concentration fluctuations in a binary system is

W(dc) ~ exp (—w> (3.38)
2kT ’
where g” is the second-order derivative of Gibbs potential with respect to atomic
concentration ¢ for the phase in which the fluctuation occurs, and N is the
number of atoms involved in the concentration fluctuation. For the systems
with very low solubility g/ ~ kT/c,. At §¢ ~ 1/2, N ~ 100, and ¢, ~ 1072, we get
W ~ exp(—1250). One may expect such fluctuation to occur for v ~ (12/D, W).
At I~1077cm, D, ~ 1072 cm?/s one gets 7; ~ 10*° s, which is absolutely
unbelievable to be realistic. Hence, concentration preparation by the way of
fluctuation in case (b) at low solubility of A and B is of very low probability.
However, the phases still appear in the diffusion zone, so the concentration
preparation is realized, though, not for all but for many phases.
We can presuppose the following possibilities:

1) At the intermediate stage, there occurs a metastable phase (amorphous, for
instance) concentration range, where concentration preparation takes place,
being rather wide. For this, the curves of Gibbs phase potentials must be
arranged as indicated in Figure 3.7. The formation of the metastable phase
itself is facilitated by, first, it’s greater “overlapping” with «, 8 phases, and by
the possibility of its nucleation as a result of segregation at grain boundaries
or interfaces.

2) Formation of a zone with concentrations required for the intermediate phase
resulting from the processes of such a type as “cold homogenization” or
diffusion-induced grain boundary migration (DIGM).

3) Formation of concentration-prepared zones proceeding from segregation at
grain boundaries or other defects.

4) High interfacial tension between o and 8 phases may lead to the following
consequences: the size of the intermediate phase critical nucleus does not
exceed the interatomic distance. This is correct anyway when o5 > 041 + 01
(see, for example, d’Heurle’s review [14]). In this case, the Gibbs potential
starts decreasing as the nucleus size increases from zero thickness. Here, the

51



52

3 Diffusive Phase Competition: Fundamentals

g g9

A B

Figure 3.7 lllustration of the possibility for intermediate
phase 1 formation from limited solid solutions via the inter-
mediate stage of an amorphous phase with total solubility.

following situation seems to be quite appropriate: first, the two-dimensional
nucleus of the surface intermediate phase appears at the interface, to which
the atoms from the phase bulks attach, so that the two-dimensional nucleus
continuously acquires a shape of a three-dimensional phase layer.

The author realizes that the proposed alternatives lack reasonable numerical
estimations to obtain a firm basis; thus, we do not present any final explanations but
simply present the formulation of the problem and some stimulating speculations.

3.6
Suppression of an Intermediate Phase by Solid Solutions

The incubation time for intermediate phases at interdiffusion can be stipulated not
by only diffusion suppression of their nuclei by neighboring phases. The necessity
of “concentration preparation” for the transformation of metastable formations
can also influence this time. In solid-phase reactions, when intermediate layers
form and grow in the contact zone of two metals, the phase composition of the
diffusion zone in many cases appears to be incomplete when compared to the
phase diagram [1, 15]. As shown above [3], this disagreement is temporary for
massive samples, and it is connected with diffusion suppression of critical nuclei
of some intermediate phases, realized by neighboring fast-growing phases. For
the case of competition between two or three intermetallics, the suppression and
growth criteria are already obtained. The suppression time for the nuclei of the
phases being suppressed was also found. This time is considered as the phase’s
incubation time. It was assumed that the nuclei themselves appear in the contact
zone almost immediately (as a result of heterophase fluctuations). This assumption
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does not always prove to be correct. Let us analyze the problem of incubation time
taking into account the finite rate of nuclei formation by the example of a single
intermediate phase 1 (¢c; < ¢ < i1 + Acy) between solid solutions « (0 < ¢ < Acy)
and B (1 —Acg <c<1).

3.6.1
Unlimited Nucleation

Suppose, because of heterophase fluctuations, that the nuclei of an intermediate
phase 1 between « and B must appear. The appearance of an intermediate phase
nucleus is thermodynamically favorable only if its size exceeds the critical value I.
Our case is complicated by the fact that the nucleus appears in the system that has
not been homogeneous from the very beginning. So, the nucleus appears in the
conditions of chemical potential and concentration gradients. And the driving force
of the process is connected with concentration supersaturation rather than with
overcooling (though there is a certain interrelation between them). This makes
the composition of nuclei nonhomogeneous from the very beginning. Thus, when
calculating points of extremum for Gibbs potential, one must use integrals of the
/. x’; R g(c(x))S(x)dx type with varying limits (S(x) — variable cross section area of a
nucleus).

Besides, it should also be borne in mind that at essential overcooling (super-
saturation) there is a higher possibility of polymorphic transformation without
any composition change, diffusion of atoms being slow. Apparently, in the gen-
eral case, the problem presents difficulties that will be considered in much
more detail in Chapters 4 and 5. Here, we restrict ourselves to the case of nar-
row intermediate phases where Gibbs potential g(c) almost does not change
within a narrow homogeneity range Ac (though derivatives dg/dc may change
significantly [16].

For a phase to grow, a critical nucleus must appear. As stated above, unlike
phase transformations in a homogeneous system, we deal with the nuclei arising
in a chemical potential gradient field: “on the left” we have a nucleus approaching
equilibrium with phase @ and “on the right”, with phase . Therefore, diffusion
fluxes pass through it. Jumps of diffusion fluxes, occurring at the boundaries & — 1
and 1 — B, cause boundary motion, that is, a change in the nucleus’ size. If the
critical nucleus becomes larger ((dAx/dt) > 0 at Ax = I), then the phase starts
growing. If the critical nucleus becomes smaller ((dAx/dt) < 0 at Ax = ), then
the phase is not able to grow.

Suppose that Dy, D, and Dy are effective diffusion coefficients in phases «, |,
and B. Let nuclei of phase 1 form a layer of thickness Ax; = I, between « and B.
Considering Ac,, Aci, and Acg < 1, the equation of flux balance at moving phase
boundaries is

dx, D, Ac, DiAc
(Cl _ ACD,) ol _ o L 1 1

dt 7Dyt lcr

dx DiAc DgAc
(1—Acg— ¢ — Acy)—L = 21 PP (3.39)

dt lcr ,/JTDﬂt
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For Ax; = xg1 — %q1, from Equation 3.39, we obtain

Acy — Ac —
~ 1 DlAf}l _ C1 1-—- C1 (3 40)
e all—ca) lo Jt '

As it follows from Equation 3.40, (dAx/dt)lcrbecomes positive, and growth of
phase 1 is allowed at

2
bo = ACa(l—Cl)«/Da—G—ACﬁCl,/Dﬁlc_r
e DlACl ﬁ

The suppression time 7; of phase 1 growth from the nuclei is called the incubation

dAxl
dt

(3.41)

time, if one neglects the time required for nuclei formation.

3.6.2
Finite Rate of Nuclei Formation

Two fundamentally different cases, shown in Figures 3.5 and 3.6, are possible.
Here, we examine the case as shown in Figure 3.5 in greater detail. Phases « and
B have identical lattices and belong to a metastable form of a solid solutions. In
this case before a nucleus of phase 1 appears, interdiffusion proceeds as a usual
quasi-equilibrium process in a one-phase system. We denote the processes of this
kind taking place in a metastable system as meta-quasi-equilibrium ones.

Analyzing the diagram in the figure, one can hypothesize that the concentration
range of metastable phase formation between the points M and N (that is ¢} and
c; + Ac}) serves as the “initial material” for phase 1 formation by the way of a
polymorphic transformation. However, after the nucleus of phase 1 has appeared,
concentration ranges Ac, —c; and ¢ —1— Acg turn out to be unstable and
correspond to two-phase regions on the phase diagram. However, according to
Gibbs phase rule, these regions do not appear in the diffusion zone as they are used
in the formation of the initial layer of phase 1. If the conditions of nonsuppression
of phase growth are fulfilled for this initial layer, an ordinary quasiequilibrium
process of phase layer growth proceeds due to diffusion interaction with solid
solutions at its boundaries. Thus, we presuppose that there are three stages of the
process:

1) appearance of a metastable solution, call this stage “concentration” preparation;
2) appearance of new phase nuclei, disappearance of unstable formations, and

creation (at their expense) of a new stable phase layer (under certain conditions);
3) diffusive phase growth due to interaction with solid solutions.

Let us estimate the duration of the first stage.
The concentration profile ¢(x) in metastable phase formation must become so
flat that the length exceeding lc,

x(c1 + Acr) — x(c1) > ler ie. Acy/(0c/VX) > ler (3.42)
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will be found within the interval of thermodynamically favorable (for phase 1)
concentrations (c1, ¢; + Acy). Here I, indicates the thickness of the initial layer.
Suppose DM is the interdiffusion coefficient in the metastable solution. Let ¢; ~ 1/2.
In the approximation, DM = const

x2
acM _ P\ Ty

ax ~ 7 DMt

and ¢ ~ 1/2 corresponds to x ~ 0, so that

(g—;> L (m DMp)~1/2 (3.44)

So, the condition of concentration readiness for phase 1 growth becomes

(3.43)

Acy(m DMy > 1, (3.45)
so that
Trep I/ (1 DM (Ac1)?) (3.46)
The value of DM for the metastable phase can be estimated by the method, proposed
in [17].
Here, we do not consider the time of lattice reconstruction. Then, the time of
diffusion suppression of phase 1 nuclei can be considered as the incubation time

Equation 3.41, provided it is larger than the time of concentration preparation for
critical nucleus appearance Tprep

|:Aca(1 — ¢1)v/Dy + Acger/Dg T 12 12

o o
DiAcy 7 wDM(Ac)?

(3.47)

If the condition, Equation 3.47 is not fulfilled, that is, diffusion permeability of
phase 1 is high enough and its nuclei are competitive, the concentration preparation
time becomes equal to the incubation time, Equation 3.46. A rigorous theory of
nucleation in a concentration gradient and its influence on the incubation period
and phase competition was developed by Gusak, Desre, and Hodaj in the series of
papers [7, 33-40].

3.7
Phase Competition in a Model of Divided Couple

The problem of obtaining and suppressing intermediate phases is of particular
interest when solid-phase reactions in powder mixtures are analyzed. Let us
consider the initial stage of sintering of the simplest binary mixture when the
particles of the initial components still preserve independence and one can speak
of two connected surfaces with different total squares S, Sg, brought into contact
via fast surface diffusion and diffusion through the gas phase. For simplicity,
let us take a system of two almost mutually insoluble components, giving two
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Al1] |1|B A 1] |1]2| B Al1] |2|B
() (b) ()

A [1]2] |2| B A 2] |2| B
(d) (e)

Figure 3.8 Possible variants of growth and suppression of
intermediate phases 1 and 2 on free surfaces A and B being
in ideal diffusion contact.

intermediate phases with concentrations ¢y, ¢; and narrow homogeneity ranges Ac;,
Ac; < 1onthe phase diagram. We consider surface diffusion of both components
to be fast enough to provide equal chemical potentials everywhere at both contacting
surfaces at each moment of time. When both phases grow simultaneously, we may
have the situations illustrated by schemes b, ¢, d in Figure 3.8. If one of the two
phases is suppressed, cases a and e are implemented. Obviously, at the initial stage,
the nuclei of phase 1 must appear on the surface of A and nuclei of phase 2 on
the surface of B. Their further destiny is stipulated by diffusion phase competition,
the theory of the latter being discussed above. Main principles of the theory are
employed in this section.

We limit ourselves to small times of annealing, when the thickness of the
growing phases is much less than the size of particles R, so that we could use
planar geometry. As it is known [9], in the general case the rate of phase layer
growth is determined by both diffusion transfer and the rate of reaction at interfaces
(flux through the interface between ith and (i+1)-th phases is j = k;;118c, where §¢
is the boundary concentration deviation from the equilibrium value, and k;;;; is
the reaction rate constant). The flux through the ith phase may be expressed as

= DiAc;[<2; (3.48)
Ax; + D/k;
where D; is the effective interdiffusion coefficient, k; is the so- called effective
constant of reaction rate obeying the condition 1/k; = 1/k;; 1+ 1/ki_1;. So far, we
analyze the case of diffusion kinetics, when phase thicknesses D;/k; typical for
boundary kinetics do not exceed the sizes of critical nuclei. Thus, the effect of final
reaction rate at interfaces can be neglected from the very beginning.
One can easily formulate the system of balance equations for interface movement
in case c. In the approximation of the flux steadiness over the growing phase layer,
the balance equations at moving interfaces are

dxA1 1 D1 ACl

— 3.49
dt C1 Axl ( )
1 DiAcy S 1 D;Ac, S
— | = — Uic = — |- — UpC
o Ay 101 ) Sa N Axy 2C2 | OB
1 1 dx 1 D,Ac
L Sa = — U8, 3 L AC

Q Q- dt 1 —c Ax
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where Q1, Q;, and Qps) are the atomic volumes of the phases and the material
B(A). Here we consider interface mobility between phases 1, 2 and a gas phase (1,
u, are the boundary rates). The Kirkendall effect is neglected. Equations 3.49 easily
result in the simple phase interaction picture:

dAxl _ 1 (%) DlAcl Ql SB DzACz 350
dt - C— 0 C1 Ax1 Qz SA AXZ ( ’ )
dsz _ 1 Qz SA DlAcl 1-— C1 DzACz
dt - C— 0 Ql SB AX] 1-— C AXZ

At the “initial moment of time”, we may assume Ax; = Ig), Ax) = 18’, where

I, stands for the critical size of the nucleus. In many cases, Ig) and Ig) can be
considered to be equal by the order of magnitude. If the inequality

1— Q, Sa D1A

R S b (3.51)
1-— [%) Ql SB DzACz (%)
is fulfilled, both phases grow from the very beginning, obeying the parabolic
law at R>» Ax > I,. Having solved Equations 3.50 for this case, we find
that the ratio of volumes for the growing phases is time constant and is

equal to

ol-c
re* — 1+ \/(an)Z + 4rg0—21 !
V2 B SBAZXZZ B al—0 359
22 = 5 (3:52)
Vi Salx 222
1

where r= (DZACZ)/(DlAcl),(p = Q1/Q, - Sg/Sa. Hence, the ratio of vol-
umes is determined by rg?, that is, not only by diffusion coefficients
but also by ‘relative dispersity” Sp/Sa. At rg? <1 and rg? > 1, the
dependence of V;/Vi on re? asymptotically approaches the lines with
slopes (1—¢1)/(1—¢)>1 and ¢1/c; <1, respectively. The dependence
Equation 3.52 was obtained within a quite rough model under the conditions
Sp/Sa = const, I, < Ax; < R, which are violated with time. Actually, we
can hardly expect V,/V; to be time constant, but the conclusion about the
character of the V,/V; dependence on Sg/Sp and D,Ac,/D;Ac; must remain
correct.
If inequality Equation 3.51 fails, and, for example,

Q) SA DiAc; 1—¢
— >
Q] SB DzACz 1-— Cy

(3.53)

then difz‘ in Equation 3.50 is negative. This means that critical nuclei of
I

phase 2 on the surface B will decompose into phase 1 and pure B, so that
phase 2 will be suppressed. This will inevitably lead to switching from case
b to case a, that is, to the growth of phase 1 layer on surface B. At that, it
can be shown that at boundaries of phase 1 and at interfaces between sur-
faces A and B with gas phase, we have the intermediate concentration from the
range
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Ac
o<d=c+ e <a+Ag (3.54)
1 SB D 1-c1
tsy) oaa

With some (incubation) time, the nuclei of phase 2 between 1 and B will stop
being suppressed and a switch to case b will take place. Using the above given
approximations and writing balance equations for cases a and b, taking into account
the difference between partial diffusion coefficients D}, DP in phase 1, one can
show that t;, that is, the moment of time at which the value becomes positive
and the possibility of diffusion growth of phase 2 layer appears, is defined by the

following formula:

a(l— cl)/( g))z
2A¢ (chfl* + <§_§>2 1- cl)Df>
that is, it strongly depends on the ratio Sg/a.

A detailed analysis of all possible variants is quite intricate; therefore, it is not
given here (details can be found in [31, 32]). Instead, we would like to stress

DiAci 1—c\?
T = L (3.55)
DyAc; 1 — ¢

on the following. Varying the ratio Sg/Sa (“relative dispersity”’), one may, first,
transfer from suppression of one phase to growth of both phases or suppression of
another phase; second, achieve the required relation of volumes of growing phases
without changing the volumes of the initial components; and finally, change the
incubation time of suppressed phases. For instance, if phase 2 has higher melting
temperature, and therefore, D, Ac, <« D;Acy, so that in a usual diffusion couple it
is suppressed, then, enlarging the free surface of B particles by way of grinding,
it is possible to make this phase appear and grow already at the initial stage of
sintering (for this we must have Sg/Sx = (D1Ac1)/(D2Ac,)) or at least reduce the
time of suppression.

If the growth of both phases is controlled by boundary kinetics at the initial
stage, that is, phase thicknesses typical for this regime (x; = D;/k;) exceed 18
considerably, the expression for fluxes through the phases, D;Ac;/Ax;, should be
changed to D;Ag; / (Ax; + Di/k;). This will alter the explicit expressions for the
growth kinetics and cause deviations from the parabolic law. However, the general
conclusions will remain unchanged. For example, the condition of simultaneous
growth of two phases from the very beginning (Equation 3.51) will acquire the
following form (at x7 >> I&)):

1-— C1 QzSA k1A61 C1
> > —
1-— [%) Q]SB szCz [%)

(3.56)

thatis, it strongly depends on Sg/Sa, again. A divided diffusion couple (for example,
coaxial cylinders) can represent a model system for investigation. In this system a-
and s-brass stand for A and B elements, B-brass for intermediate element, and zinc
atoms could realize diffusion contact in both directions. We deal about a divided
couple in Chapter 7, discussing a hollow compound nanoshell formation.
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4
Nucleation in a Concentration Gradient
Andriy M. Gusak

4.1
Introduction

The process of formation of intermediate phases at interdiffusion is accompanied
by a competition between stable and metastable phases. Solid-state amorphizing
reactions (SSAR) present a classical example, when at the initial stage a metastable
amorphous layer is formed and grows rather than the stable intermetallides [1-3]. It
is clear that the search for possible ways to establish control over phase competition
is highly essential for technological processes. Another problem related to phase
competition refers to the order of phases formed in thin films and multi-layers
[4, 5].

What is “phase competition” in the process of a solid-state reaction? Consider
a diffusion couple of two mutually soluble components A/B, which diffuse into
each other forming intermediate phases and, possibly, a solid solution. Let a binary
system A—B have three stable intermediate phases 1, 2, 3, a metastable compound
4, and an amorphous phase 5. The dependence of the Gibbs free energy on the
composition of these phases is given in Figure 4.1.

At long times of annealing, according to the generally accepted theory, three
stable flat phase layers must grow with the parabolic law x; = k;t'/2. Quite often
real experiment reveals, however, a different behavior — either one stable phase or
a metastable crystal or an amorphous layer is formed. Thus, phases compete with
each other like different regimes of reaction—diffusion.

The investigation of the initial stages of reaction—diffusion in multilayers, carried
out during recent years, by differential scanning calorimetry (DSC), proved that the
stage of intermediate phase nucleation at solid-state reaction does take place. DSC
experiments [6—8] have shown that the formation of a new phase in multilayers
can involve two stages. For example, the curve illustrating the dependence of heat
flux on time at formation of NbAl; in multilayers Nb/Al (obtained by deposition)
has two maxima. X-ray analysis and electron microscopy confirmed that both
peaks correspond to the formation of the phase NbAl;. Similar curves with two
peaks are obtained for such systems as Co/Al, Ni/Al, Ti/Al, Ni/amorphous Si, and
V/amorphous Si.

Diffusion-Controlled Solid State Reactions. Andriy M. Gusak
Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
ISBN: 978-3-527-40884-9
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(b)

(c) al1 |2 |3]|8

Figure 4.1 Phase spectrum of a binary system:

(a) schematic dependence of Gibbs free energy (per one
atom) g (c) on the composition of the intermediate phase;
(b) Concentration profile ¢ (x) in the diffusion zone at reac-
tion—diffusion; (c) location of layers of the growing stable
phases.

Coffee et al. [9] consider the shape of the curve to be the result of the following two-
stage process. First, the nuclei of a new phase form and grow along the interface,
subsequently generating a layer. Then the layer grows normally (perpendicular) to
the interface. Divinski and Larikov [10] have analyzed the case of lateral (along the
interface) and normal growth with rates being in the same order of magnitude.
In such a case, we may expect the interface to have a fractal structure. As
discussed later, the formation of pancakelike nuclei of an intermediate phase in
a concentration gradient follows from our theory. So, our approach to the stage
of nucleation is not simply a theoretical idea; now it has also got an experimental
verification.

In general, here we treat the problem of selection between several different
ways of relaxation to equilibrium. As far as we are concerned, there is no accepted
thermodynamic approach (variation principles “a la Prigogine”) to the choice of the
particular path along which the system will develop (though there is an interesting
idea using the extremum rate of Gibbs free energy release, see Chapters 11 and 12).
Apparently, the fate of each phase is determined mainly by the nucleation stage.
Thus, the analysis of the nucleation process for an intermediate phase at restrictions
imposed by general features of the diffusion process is of great importance when
treating phase competition. One should bear in mind that subcritical embryos and
nuclei of intermediate phases appear in the diffusion zone under concentration
gradients that change with time. Moreover, they are influenced by diffusion
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fluxes that change abruptly at newly formed boundaries and thus provide their
displacement. So, new embryos undergo diffusion interaction with both the parent
phase and the embryos of all neighboring phases.

The mentioned circumstances lead to the necessity of inevitable change of the
classical theory of nucleation — both in its kinetic and thermodynamic aspects.
Such modifications have been made during the last decades. These modifications
are analyzed in this and the next chapters.

4.2
Nucleation in Nonhomogeneous Systems: General Approach

When an intermediate phase is formed in a diffusion zone, the nucleation bar-
rier (saddle point) must be calculated taking into account the redistribution
of the components outside the new embryo. A parent inhomogeneous phase
(or two parent adjacent phases) is/are metastable with respect to the forma-
tion of a new phase, but at the same time it (they) is/are unstable with
respect to subsequently occurring interdiffusion processes. Therefore, at fixed
size and composition of the nucleus, the optimal distribution outside the par-
ent phase(s) will be reached only after full homogenization. Obviously, the
nucleus will not “wait” for this. This statement means that true minimization
of the Gibbs potential for nucleation during diffusion is impossible. Therefore,
the problem of nucleation in an inhomogeneous system should be solved un-
der certain constraints, which are determined by the kinetics of the diffusion
process.

Depending on the type of constraint, one can distinguish different nucleation
modes. We can point out at least three possible nucleation modes:

1) Polymorphic mode (Gusak [11]): This mode can be realized if the parent
metastable phase (for example, amorphous) can existin the concentration range
advantageous for a new intermediate phase. At first, the interdiffusion forms a
concentration profile in the parent phase overlapping the concentration interval
where the new intermediate phase has a lower Gibbs potential (Figure 4.2).
Then, the polymorphic transformation in a limited region takes place, forming
the lattice of the new phase at a frozen-in concentration gradient. After
nucleation the diffusion proceeds, and the newly born nucleus interacts with
the parent phase due to a steplike change of diffusion fluxes at its boundaries.
The role of the parent phase can be played by the metastable solid solution
or the previously formed amorphous layer. Obviously, to make this mode real,
the rate of the lattice reconstruction must be much higher than the diffusion
rate in the parent phase.

2) Transversal mode (Desre [12]): This mode is possible both for cases shown in
Figures 4.2 and 4.3. In the case shown in Figure 4.3, interdiffusion before
the formation of an i-phase nucleus leads to “meta-quasi-equilibrium” « —
with metastable concentration ranges (Coy,Cos) and (csq,cpy), unstable to
decomposition into @ + y and y + .
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g

(a)

X

(b)

Figure 4.2 Nucleation at polymorphic mode and frozen-
in concentration profile: (a) dependence of the Gibbs free
energy per atom on the compositions of the old and new
phases and (b) frozen-in profile in the diffusion couple,
approximately linear in the nucleation region.

3)

According to Desre [13], during the nucleus formation in a concentration
gradient (in x-directions), each thin slice (x, x 4 dx) of this nucleus is formed
via unlimited redistribution of components inside this slice independently
of other slices. The optimal concentration ¢"*V(x) in this nucleus slice
is determined by the concentration ¢® (x) in the surrounding phase (for
the same slice) according to the rule of parallel tangents (not the joint
tangent!):
agnew agold

cnew = Jcold (4' 1)

To make the transversal mode real, diffusivity in the parent phase(s) should
be much larger than that in the new phase (D,, > D;).

Total mixing (longitudinal) mode (Hodaj, Desre [14]): This mode means
nucleus formation only at the cost of redistribution in the transformed region
of the parent phase, the concentration distribution outside the nucleus being
unchanged. To make this mode real, diffusivity in the forming phase should
be much higher than that in the parent phase (D; > Dy,).
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Figure 4.3 Stable and metastable equilibrium in a binary
system with limited solubility on the base of solid solutions.
The composition within the intervals (cay, cap), (¢, csy)
enables the formation of y-phase nuclei.

In the general case, all these modes (and, maybe, some others) should operate
simultaneously. Further, we discuss the thermodynamics for each mode in detail.

4.3
Thermodynamics of the Polymorphic Mode of Nucleation in a Concentration Gradient

Let a nucleus of an intermediate phase appear in the frozen-in concentration profile
formed by interdiffusion in a homogeneous metastable phase (solid solution or
amorphous phase) (Figure 4.2).

4.3
Homogeneous Nucleation: General Relations

The change of the Gibbs free energy caused by the formation of a nucleus is
determined by the following expression:

AG=n / (g“ew (€ (x) — g% (c (x))) S(x)dx+0S (4.2)
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Here, we neglect volume changes (atomic density n; ~ n; = n) and corresponding
stresses (see below). S is the area of the newly formed boundary, o is its surface
energy per area unit, S(x) is the cross-sectional area of a nucleus in the x-plane,
which is perpendicular to concentration gradient, and g is the Gibbs free energy per
atom. To simplify the mathematics, the following approximations are employed:

old 2
old _old | ¢ _ old
£ =g+ 5 (e - ") (4.3)
anew
gnew (©) = g(r)lew + (C _ C(r)lew)Z
c(x) =c(0)+xVc (4.4)

Taking into account Equations 4.3—4.4, we get

AG = n/(Ao—l—Ach.x—i-Az (Ve)’x*) S(x)dx+ o S (4.5)
aold c(0) — Cold 2 a% (¢ (0) — chew 2
A =_<g81d_ggew+ (O =) o™ (c©® =)
2 2
A =a™ (0 (0) = ™) = o™ (c (0) - §) (4.6)
new __ old
A =L —%
2

432
Spherical Nuclei

Let the nuclei be a sphere with the center x, so that
S =7 (R = (x = x)°) (47)

Then, simple algebraic transformations of Equation 4.2 give

4 4
AG=0c -47R* + nw <B05R3+BZER5) (4.8)

where

{ By = Ag + A1x: Ve + Ayx? (Ve)?

B, = A, (V¢)? (49)

First of all, it is necessary to find the optimal place for nucleation, proceeding from
the condition
IAG 2AG
=0, >0
LER 92
A aold (C 0) — Cgld) — ghew (C ) — Calew)
2A,Ve (™ — a0Md) Ve

X = (4.10)

new

These relations correspond to a minimum if a™% > a4, Therefore, the optimal

place for nucleation shifts with the change of the concentration gradient, but the
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corresponding concentration in the center remains unchanged, that is

Ay
c(0)+x.Vc=c(0) — TA (4.11)
2

Hereinafter, we consider only nuclei appearing in the optimal place. In this case,
the dependence of AG on the nucleus size is simple and is given by

AG(R) = aR* — BR*+y (Vo)2 R (4.12)
where

a =4ro, y =4mn/15 - (anew — ocOId)/Z

4n [ A
=—|—-A 4.13

new , old
_ 4mn old _ _new + a o old _ cnew 2
3 (& ~& 2 (amev — gold) 0 0

The coefficient 8 > 0 if the curves g"*V (¢) and g"ld (¢) intersect.
As it appears from Equation 4.12, the dependence AG (R) may be monotonic or
nonmonotonic, depending on the concentration gradient (Figure 4.4). The case (a)

Ve > (Vo™ = Blay/B/5y

corresponds to a total suppression of nucleation at a sharp concentration gradient.
Case (b)

(VO > Ve > (VoS = Blay/4p/27y
presents the possibility of metastable nucleus formation. Case (c)

Ve < (Vo™

AG

O \'/
Figure 4.4 Dependence of the Gibbs thermodynamic
potential change on the size of a spherical nucleus in the
concentration gradient field: (a) nucleation is forbidden;

(b) a metastable nucleus can be formed; and (c) nucleation
is possible.

R
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implies the possibility of formation of a new phase stable particle whose
size increases with time as the concentration gradient (due to interdiffusion)
decreases.

Simple transformations give the following expressions for (V¢){y, which corre-
spond to transitions a <> band b < ¢

crit __ E ﬁ crit __ E ﬁ
Vor~ =~ 5, (Vo " = a,/ 7y (4.14)

As it is seen, the values (Vc)f{m and (Vc)jrit are rather close, so the mode of
metastable nucleation is difficult to reveal. Moreover, as discussed later, shape
optimization excludes this mode (if we neglect stresses).

433
Ellipsoidal Nuclei

It is evident that, since concentration gradient suppresses nuclei growth along
the longitudinal direction, nature will find the possibility to increase the nucleus’s
volume (and reduce Gibbs free energy) by transversal growth. This statement
means that the nuclei formed in the diffusion zone must be nonspherical. Because
of this, it is necessary to take into account the shape optimization for each fixed
volume of a nucleus.

The first attempt in this direction was made in 1991 [15]. Nuclei (embryos)
were taken as spheroidal (ellipsoids of rotation) with a symmetry axis
being directed along Ve, and the parameters Rj (|| x) and R, (L x). In this
case, AG is a function of two arguments, the volume V and the shape
parameter, ¢ = R;/R; at a fixed concentration gradient, Ve=1/L. We
get

2 4 20 | R R, R}

AG(R,R)) =2rn{ —SAgRiR: + SRR 4+ =2 | Zh
3 n 2 2 p2
2 /R. — R

1512
2
[(RL) _ R R
1n( (Rn> 1+R|)“, Ry > 1
. 1 RL 2 RL 1
arcsin _(R_H) , R—”<

(4.15)

where

3V 3 _2 3v 3 1
RH = E gp 3, RL: E (p?) (4.16)

For each fixed volume, having minimized the function AG (¢|V), the optimal
shape ¢ (V) was found. The function @ (V) approaches infinity at a certain
value of V* (Figure 4.5), which is determined by the concentration gradient (more
than Ve, less than V*). The dependence AG(V, Popt (V)) differs for large and
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Shape parameter, ¢

e
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Volume of nucleus, V

Figure 4.5 Dependence of the shape parameter on the volume of the nucleus.
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Figure 4.6 Dependence of the Gibbs free energy on the
volume at shape optimization: (a) Ve > (Vo)*™; (b)Ve <
(VC)Crit.

small concentration gradients (Figures 4.6 a and b). In such a way, we repeat
the result of the previous paragraph: there is a concentration gradient above
which the nucleation of the intermediate phase is forbidden. However, the pos-
sibility of metastable nuclei formation has disappeared as a result of shape
optimization.

The new results obtained here are as follows: (i) the formation of pancakelike
nuclei is observed (obviously, this is practically unattainable at critical AG values
being much larger than 60 kT) and (ii) a decrease of the nucleation barrier and
corresponding growth of the critical concentration gradient is found to be caused by
shape optimization. Apparently, the assumption of a spherical shape of the nuclei
is not rigorous. To check the appropriateness of the above results, we discuss
below direct the Monte Carlo (MC) simulations of the nucleation process (the
algorithm was suggested by the author; the simulations have been performed by
O. O. Bogatyrev).

69



70

4 Nucleation in a Concentration Gradient

4.3.4
MC Simulations of the Shape of the Nucleus

Letinterdiffusion in the binary compound A—-B lead to the formation of a metastable
parent phase (solid solution or amorphous phase) with a concentration gradient
inversely proportional to +/Dt, where D is the diffusion coefficient in the parent
phase. Let us study the possibility for the nuclei of the stable intermediate phase
to appear under the mentioned gradient. We approximate the concentration
dependence of Gibbs potential for both phases by a parabola with a minimum
at ¢ = ¢34 = 1/2 (this approximation is essential only for comparison with the
analytical solutions and is optional at MC simulations). The concentration profile
of the parent phase near the forming nucleus will be approximated by a linear
dependence.

In this case, we restrict ourselves to a polymorphic mode, assuming that fast
nucleation takes place under a frozen-in concentration gradient and corresponding
changes caused by diffusion start after the nucleus has been formed. The homoge-
neous alloy is divided into ‘elementary’ cells, each of them being able to transform
from the old phase to the new one and conversely depending on thermodynamic
favorability. The latter is determined by the bulk driving force and the number of
neighboring cells with opposite state.

Consider the simulation procedure. Each cell may be found in either one of the
two states, the old or the new one. The change of phase state leads to the change of
bulk and surface energy. For example, if the cell changes the phase from the old to
the new one, the change of the system’s Gibbs potential equals

AG = (gnew (c) — g (C)) (#’n) + o ANa? (4.17)

Here, cis the concentration in the cell that depends on its location (the x coordinate
if the concentration gradient is x-directed), n is the atomic density per unit volume,
a is the cell’s size, o is the surface tension between the old and new phases,
AN is the change of the number of neighboring cells with different phase state
(even numbers from —6 to +6). If AG is negative, the transformation is accepted;
Otherwise, the probability of acceptance is defined by exp (—AG/kT) (Metropolis
algorithm). To save time while implementing the MC procedure, we take the
change of phase composition into account only for the cells located in the boundary
layer of the forming nucleus.
The following algorithm was realized:

1) At first, all cells belong to the old (parent) phase. Randomly we choose a cell
as that where the nucleation (new phase) takes place and try to transform it
according to the Metropolis algorithm (AN = 6).

2) Then, we randomly choose a boundary cell among the fixed number of cells
located at the boundary (a cell belongs to a boundary set if it pertains to the
nucleus and has at least one neighboring cell of the old phase).

3) Then we treat a cluster containing a boundary cell and its six neighbors. One
of the seven cells is chosen at random. The choice is accepted if the chosen
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(a) (b)

Figure 4.7 Examples for simulation of the nucleus’s shape
for large (a) Ve =10°m~" and small (b) Ve =10"m~"
concentration gradients. The simulation parameters are
chosen as: 0 = 0.15)/m?, a =1.5-10"""m, n = 10®m~3,
(82Ag/dc?) = 7.77-1071%), gdd — ghew = 7.48 .1077").

cell is the central one (transformation new phase — old phase) or if it is a
neighboring cell belonging to the old phase (transformation old phase — new
phase). Otherwise, the attempt is repeated.

4) According to Equation 4.17, we calculate the change of Gibbs potential for the
possible transformation and the decision concerning the confirmation of the
change is made with the help of the Metropolis algorithm.

Step 2 of the given algorithm artificially increases the possibility of the nu-
cleus’s growth. Otherwise, the subcritical nucleus is most likely to be destroyed,
and creating the supercritical nucleus will take much computing time. Sim-
ulation results for large and small concentration gradients are presented in
Figure 4.7.

435
Stress Effects

In the previous analysis, we neglected the difference between molar volumes in the
new and parent phases, leading eventually to stresses and additional free energy
terms. The influence of stresses on the nucleation of intermediate phases was
treated in detail in Ref. [16]. The change of the Gibbs potential at the formation of
an intermediate phase nucleus in the field of a concentration gradient taking into
account the elastic energy is

AG = AG’bulk + AG’surf + AGelas‘cic (418)

where the first two summands were described above, the elastic term is written
with the assumption of a spheroidal nucleus and in accordance with the Nabarro

n
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[17] model equals

2 R Q- Q
AGelastic = §/LF2nVE (R—J[) , I'= o (419)
Here T is the dilatation, ' and QP are the atomic volumes of the intermediate
and parent phases, V is the volume of the nucleus, E is Nabarro’s function (see
below), 2R is the longitudinal size, 2R, is the transversal size, and u is the shear
modulus of the parent phase. Nabarro’s function was approximated by a third-order
polynomial as
3 3

Efx) = Z7x—3 (% - 1) 2+ (Zn - 2) X (4.20)
Straightforward transformations give the following dependence of Gibbs potential
on the volume V and shape factor ¢ = R, /R,

1\3
AG(V,p) = —nAg,V+c (—) 14
@

) IH(M‘F‘P) (1>% v

1

wiut

(4.21)
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Further, the dependence AG (V) is computed under the condition of shape
optimization for each value of volume. Introduction of the elastic energy changes
the general form of the dependence only quantitatively. The main result of the
previous theory remains the same: there exists a certain critical gradient above
which nucleation is forbidden.

Dilatation created by the nucleus of the new phase varied from 0 to 0.10. The
calculations were done for the following parameters:

g =777-10"Y], Agy,=gi —gld=7.48.10"2"]
o =015 m™2, u=5-10"Nm?

The dependence of the nucleation barrier on the concentration gradient obtained
at different dilatations is depicted in Figure 4.8. According to [14], nucleation can
be considered as almost suppressed if AG,, > 60kT. In our case, the temperature
was chosen as 600 K; at this temperature, diffusion amorphization in the Ni—-Zr
system occurs.

As it is seen from Figure 4.8, the critical gradient, taking into account the
Stresses, changes insignificantly (decreases) and this corresponds to the results of
[18, 19]. The actual barrier near the critical gradient may change quite considerably.
For example, at a concentration gradient of Ve =3 - 108 m~1, the dilatation of
5% increases the nucleation barrier by 65%, and the possibility of nucleation at
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Figure 4.8 Dependence of the nucleation barrier, G (T'), on
the concentration gradient, V¢ (m~') at different dilatations:
(a) ' =0.0, (b) I =0.01, (c) ' =0.03, (d) I' =0.05, and
(e) T =0.07.
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Figure 4.9 Dependence of the shape parameter ¢ =
(RL/Ry) on the volume of the nucleus V (m®) at dilata-
tions I' = 0.0, 0.05, 0.07, 0.0 and a concentration gradient
Ve=22-102 m™' (curves a, b/, ¢, d') and at its absence
(curves a, b, ¢, d).

T = 600 K becomes approximately 3 - 10° times less. The stresses influence not only
the barrier but also the nucleus’s shape, which is demonstrated in Figure 4.9. Both
factors — concentration gradient and stress — have equal influence upon the shape,
making it disclike. So, the stresses that appear during nucleation of intermediate
phases at the initial stage of reactive diffusion may have a significant influence on
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the probability of this process only near the critical value of the gradient, above
which the nucleation is totally suppressed.

The basic results of the analysis for the polymorphic mode of nucleation are as
follows:

1) Nucleation of the intermediate phase is thermodynamically forbidden if the
diffusion zone is too narrow (dc/dx > 1/L*).

2) In the case of possible nucleation (dc/dx < 1/L*), the shape of the nucleus
is not spherical and differs essentially from it. The shape of the nuclei is
determined by the ratio V/I2.

3) Thenucleus grows mainly in the transversal to concentration gradient direction;
the ratio R, /Ry approaches infinity with the volume growth and can be limited
only by the other nuclei, sample boundaries, or composition fluctuations.

4) Nucleation at grain boundaries makes only quantitative changes to the results
[20].

5) Taking into account the stresses actually does not change the critical concen-
tration gradient but does change the nucleation barrier.

6) Considering a nucleus as an arbitrary figure of rotation with an axis along the
concentration gradient leads, qualitatively, to the same results [18, 19, 21].

4.4
Thermodynamics of the Transversal Mode of Nucleation in a Concentration Gradient

4.4.1
Homogeneous Nucleation: General Relations

This mode of nucleation was first suggested by Desre and Yavari [12] for a cubic
nucleus without shape optimization. Latter generalization was performed by Hodaj
et al. [22] for the simplest case of parallelepiped-shaped nuclei in 1998. Let an
under- or overcritical parallelepiped nucleus 2h x 2h x 2r (Figure 4.10) appear in
the metastable parent phase at the concentration gradient V¢ (2r along Vc). Each
thin slice 2h x 2h x dx of the nucleus with a concentration ¢*" (x) forms at the
expense of the layer 0o x oo x dx with concentration ¢ (x) according to the
parallel tangent rule (Figure 4.11). To avoid misunderstandings, we prove this rule.

Consider a small volume AV of the new phase with concentration ¢"*" of
B component forming in the large volume Vj of the old phase with initial
concentration ¢®@ (V, 3> AV). The appearance of the new phase slightly changes the
concentration of the parent phase, so that Ac = (c"ld - cnew) (AV /[ (Vo — AV)),
maintaining matter conservation. The change of the Gibbs free energy at formation
of the new phase equals

AG =S +n (g (") AV + g (M + Ac) (Vo — AV)

— g (cold) Vo) (4.22)
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Figure 4.10 Schematic transversal mode of nucleation,

vertical arrows indicating the direction of the components’
redistribution in the layer dx.

Age

Q
Sl

Cs

Ag<0 P ——

@
A | I
Q
<)
aQ

Figure 411 Schematic dependence of the driving force per
atom of the nucleus for polymorphic (a), transversal (b),
and longitudinal (c) modes.
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Figure 4.12 Parallel tangents rule.

where
9 gold
g°4 (c"ld + Ac) ~ o (c"ld) t Ac (4.23)
c
Here S is the area of the boundary, and o is the surface tension coefficient.
Substituting Ac from the conservation condition, we get
AG=0S— AVn old Cold) + agold cnew Cold _ shew (Cnew)
= g 3cold g
=0S— NAg (4.24)

The value of AG is minimal at such concentration ¢"¢% that

IAG 9 old §onew
=0=—AV( £ __% ) (4.25)
Jchew 9cold Jcnew

holds. So, the minimal value of the Gibbs free energy (and, thus, the maximal
probability of nucleation) is attained for such ¢"*V that satisfies the parallel
tangent rule. The driving force per atom of the nucleus (not the whole system) is
equal to

Agy = gold (Cold> + % (Cnew _ Cold) — g™ (%) (4.26)

and is determined by a vertical interval between the two parallel tangents, as
shown in Figure 4.12. Note that the parallel tangents rule is reduced to the
more widely known common tangents rule if the supersaturation tends to
zero.

Applying the parallel tangents rule to each thin slice dx of the parallelepiped, we
get

xc+r

AG=—n / Ag (c"ld (%) — ¢V (x)) - 4h*dx + 201 - 4h* 4 4oy - 4hr (4.27)
Xc—r

where

old new new oo
%) =c0)+x-Ve, "V(x)=c"+—

o new

(a"ld (x) — ooV (x)) (4.28)
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and o1, 0, are the surface tension coefficients for the side faces of the nucleus,
perpendicular, and parallel to the concentration gradient. Having made some
simple transformations, similar to those presented above, we find that the optimal
nucleation center is determined by the following equation:

a cnew _ old
Copt = %V +¢(0) = 6 + ——1 (4.29)
S
In this case,
AG = —a - 8W’r+y (Vo)> hr’ + 8 (o1h® + 20;3hr) (4.30)
1d
1d a® 1)
@ =n |8 - g™+ v ) (che =)
-
47 4 ool
)/ = Tao (1 — anew (4.31)

If we express AG as a function of the volume V = 8h?r and shape parameter
¢ = (h/r) with

Yvigd n
V= — , =
2 2

W=
W=

1% (4.32)

'

N[ =

we get
1 (Vc)2 y _3_5 2 _1 2
AG(V,g) = —aV! 4+ Lo 2V3 + 20 ((p3 + 259 3) % (4.33)
where s = 0, /07 is Wulf’s parameter.
The function AG (V]g) at each fixed volume has one minimum determined

from the condition dG/d¢ = 0 and gives the optimal Shape:

_(h _s+ 52+y(Vc)2V 434
P =\F ) T2V 320, (+34)

For small volumes, it is reduced to the Wulf rule. For V — 0, we have
Gopt (V — 00) =5 = ? (4.35)
1

For larger volumes, the shape parameter approaches infinity as V/2:

1
1 y 2
Popt (V — 00) ~ (Vc? - V)2 . (3201 (4.36)

which implies a flattened shape: the concentration gradient limits the longitudinal
size,

1
4o 1 3 _2
r —> Tmax = T o 2 ~ (VC) 3 (437)
V—o00 1% (V(;)
but does not limit the transversal growth,

1 1 % 1
b~ V3 ~(V2> ~ V200 (4.38)

—>00
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As it can be easily seen, the shape parameter depends on the product (Vc)? V,
which presents a certain kind of scaling invariance. Thus, the dependence of AG
on the volume with shape optimization has the following form:

4
1\ 73
y (Vo) [ s £y (Ve)? V)2 5
AG(V)=—aV'+ | 24 (= + 22— V3
W=Vt 2t @t
2 207\ °
s s y (Vo) VvV
2 2 M A MRS
tel| g (4 300
1
1\ 73
o[ [2 (5 LYYy v3 439
s = -t — .
2 4 320‘1 ( )
Let us consider the limiting cases for small and large volumes
1 2
AG(V = 0)~ 6(0105)3 V3 (4.40)
1
23 (aly\3 1
AG(V — ooy~ | —a+ (VoS (- \% (4.41)

As evident, depending on the concentration gradient, AG can monotonically
increase or have a maximum, corresponding to the nucleation barrier. Two cases
are possible:

a)
4 2 %
Ve (Vooit= 22 (22
30’1 3 Y
Here nucleation is forbidden and
b)

Ve < (Vo)
Here nucleation is possible.

Therefore, the transversal mode with shape optimization gives us the same
qualitative results as the polymorphic mode:

1) The larger the volume and the concentration gradient, the flatter is the nuclei,
the nucleus’s shape being determined by the product (Vc)? V.
2) Nucleation is forbidden if the concentration gradient exceeds a certain critical

value, close to 108 m~!.
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4.5
Thermodynamics of the Longitudinal Mode of Nucleation in a Concentration Gradient

At the longitudinal mode, the nucleus is formed at the expense of complete
intermixing of the parent phases within this volume. In this case, the change of
Gibbs free energy at the formation of the parallelepiped nucleus 2h x 2h x 2r is
found from the following expression:

AG = 4 (201h* + 40, hr)

+ n4h? / o (gnew (" (x)) — g™ (c°ld (x))) dx (4.42)

C—r
where x. is the coordinate of the nucleus’s center,

M (%) =c(0)+xVe, ¥ (x) =c(0) + xVc = const (4.43)
old

and g"*" and g°¢ are parabolas as described in the previous chapters. Optimization

of the nucleation place x, gives

new __ Cold

¢(0) + x.Vc = % + g4 (4.44)
1-— o NEW

For this optimal nucleation place, simple mathematical transformations lead to the
following expression:

AG = 4 (201h* + 402hr) — a8h’r + y; (Vo)* W21, (4.45)
where
o0d (Cnew _ Cold)Z
«=n <g31d —g o+ (446
1 - ;new
4n
Vi = —?(x‘)ld (4.47)

The main peculiarity here is the negative sign of y|. This particular feature means
that unlike polymorphic and transversal modes at the formation of the nuclei at the
longitudinal mode, the concentration gradient stimulates nucleation. Therefore, at
any concentration gradient, nucleation at longitudinal mode is always possible (in
the thermodynamic sense). However, the kinetics may suppress it.

The behavior of the shape of the critical nuclei appears to be the most interesting
feature of the process in the case of longitudinal mode. The dependence AG (¢)
at fixed volume is nonmonotonic with one minimum and one maximum for
small volumes (Figure 4.13a) and monotonically increases for larger volumes
(Figure 4.13D). In the first case (a), the relation

2
wory < 5% (4.48)
[yl
holds while the second case (b) is realized for
2
VO s 5N (4.49)

[yl
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AG AG

1/ 1/

(@) ® (b) @

Figure 4.13 Dependence of AG on the shape at the longi-
tudinal mode of nucleation for (a) small (Equation 4.48) and
(b) large (Equation (4.49)) values V(Vc)2.

The extremum condition (3 G/d¢) yields the following equation:

2 Iyl (V)2 vV
— S —— =0 4.50
@ »+ 320, (4.50)
with two solutions
S 52 (Vo2 v
24 = _ 451
P12= - 1 [yl 320, (4.51)

The first one corresponds to a metastable minimum and the second one to a
maximum. These solutions disappear when

2 8520'1
VOV >
Iyl
holds so that the nucleus must turn into a needle quickly (Figure 4.14). So,
something similar to a phase transformation of the shape takes place. Apparently,
all the speculations given above are correct only for V¢ = const, since a needle

(4.52)

cannot exceed the size of the diffusion zone.

Obviously, the longitudinal mode will be realized if the redistribution in the
transversal direction is absent in the parent phase. To accomplish this, the
diffusion coefficient of the new phase must essentially exceed that of the old
phase. In fact, all nucleation modes are realized simultaneously. The description of
their interference must be performed within a kinetic approach and it is described
in Ref. [20].

Popt

820'2/0'1

88201/|y”| V(Vc)?

Figure 414 “Phase transformation of the shape” for the longitudinal mode.
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4.6
Nucleation in Systems with Limited Metastable Solubility

Up to now, we have been investigating different ways (modes) of intermediate
phase nucleation in the sharply inhomogeneous diffusion zone for the case when
before nucleation the system can create a metastable parent phase with a wide
concentration range including the interval of equilibrium concentrations of the new
stable phase (Figure 4.15a). At such conditions, the sharp concentration gradient
causes the change of the bulk driving force of nucleation and the respective change
of the nucleation barrier:

AG (r) = AGT*S 4y (V)2 - r° (4.53)

Yet, in most cases, solid-state reactions proceed in diffusion couples with low
mutual solubility even in the metastable state (Figure 4.15b). In the case of phase
1 nucleating between « and f, in the absence of phase 1, these phases have
metastable solubilities ¢ and 1 — ¢}’ Interdiffusion must yield a steplike profile
with a concentration gap (cy', ¢i'), which does not contain the concentration interval
of phase 1. Here the polymorphic mode cannot be realized.

Instead, the transversal mode is quite possible in this case and must take place
as a simultaneous decomposition of inhomogeneous metastable alloys within the
concentration ranges (cg, ¢,’) and (Cg, Cj) on each side of the interface. Some
aspects of the problem, regarding the shape of the nucleus, are considered in Refs
[18, 19, 23]. The shape of the nucleus, being an important factor of nucleation

Ag Ag
A A

o

Region favorable
for nucleation
[

Region favorable
for nucleation

—
[
~
—~
(=]
~

Figure 4.15 Schematic dependencies of Gibbs free energy
on concentration and corresponding ‘concentration on coor-
dinate’ for both cases: (a) the region of homogeneous inter-
mediate phase inside the zone of metastable solution and
(b) the region of homogeneous intermediate phase outside
the zones of metastable solubilities of both parent phases.
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under a concentration gradient, is not a decisive one (see the previous sections).
Therefore, in the subsequent analysis, we disregard the problem of shape and focus
on the influence of the gradient on the nucleation barrier.

The thermodynamic approach in the prediction of the sequence of occurrence
of the different phases was also used by Lee et al. [24]. The authors have taken
into account the change of the driving force due to the formation of a metastable
solution. Still, they have disregarded the influence of concentration and chemical
potential gradients on the driving force.

Now we will make sure that the influence of a concentration gradient (or,
more precisely, chemical potential gradients) appears to be important during
nucleation in systems with limited metastable solubility, especially when at least
one intermediate phase is already growing. It is quite reasonable that the “gradient
approach” can furnish the clue to an understanding of the phenomena of sequential
phase formation in this case.

4.6.1
Nucleation of a Line Compound at the Interface During Interdiffusion

In this analysis, the phases L and R are assumed to have already developed
some concentration profiles ¢ (x), cg (x) with a concentration gap (cir, crr) and
metastable regions (c, crr) and (cgy, cri), conductive to the nucleation of a line
compound 1’ (Figure 4.16). The change in the Gibbs free energy due to nucleation
(by the transversal mode) of a parallelepiped of the new phase 2h x 2h x 2r can
be determined then, where 2h and 2r are, respectively, the size in the lateral (Y-
and Z-axes) and the gradient of longitudinal (X-axis) directions. The longitudinal
size 2r consists of parts overlapping the phases L and K and originating from these
phases, that is, 2r = r. 4 rg. Then, we have

AG = 4h? (o3 + oir — O1R) + 4 - 2h (107 + ROR)

1 [
+—/ Ag(cL (x) = ci) - 4h* dx
2 Jyn

1 [YT'R
+5 / Ag (cr (x) = ;) - 4h*dx (4.54)
Y

@
1

Here, Q is the atomic volume of phase “i”, oj., oir, o1r are the corresponding
surface tensions, and y is the position of the L/R interface with respect to the x-axis
(x = 0 is the position of the center of the embryo). Driving forces per atom of
nucleus for precipitation of L™®#'—j and R™*™'— ] are expressed by the “parallel

tangent rule” (not to be confused with “common tangent rule”) [10]; for L™e?s'—
d
—Ag (cL (%) = ¢) = gueL (%) — g — (e (x) — ¢1) % (4.55)
c=cp (%)

(for R™e%st— | by analogy).
In addition, expansions into Taylor series are used both for concentrations and
for Gibbs free energies per atom resulting in

e (y)+(x—y)- Velyeyo for x<y (4.56)
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CRril1

[9)
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Region favorable
for nucleation
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---y--x=0
Interface L/R

Figure 4.16 Schematic representation of intermediate phase
nucleation at the L/R interface, with L and K being the par-
ent phases. Ag; is a driving force per mole of atoms for

the L+ R — i reaction. The distribution of nucleus volume
among phases is determined by an additional optimization
procedure (Equations 4.62 and 4.63).

()~ (y)+(x—y)- Veleeyo for x<y
leading to

(e — CLR)2 I
f&
(R —cr)? ,
f&z

g (c) ~ g (crr) + (oL — crr) g +

gr (cr) ~ gr (cre) + (cr — CrL) 8 +

(4.57)

(4.58)

(4.59)

Here the first- and second-order derivatives of the concentration are taken at the

meta-equilibrium compositions (Figure 4.16).

Substitution of Equations 4.56-4.59 into Equation 4.55,

then of

Equation 4.55 into Equation 4.54 gives, after simple but extended algebra, the

following result:

AG = 4h* (0i1 + oig — 01R) + 4 - 2h (1.0 + 1ROIR)
+ Agiﬂ (rL+ 1) + 2 [
Q Q
+ 2_112[ /" 2.3 /" 2.3
30 8L (Ve rf + gg (Ver) YR]

(ci — cr) g Veurt + (eir — ) gaVerry |

(4.60)
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Here Ag; is the driving force of the reaction L+R—1 per atom of i. The first two
terms in Equation 4.60 represent the classical model of heterogeneous nucleation
AGUassie (without, however, taking into account Young’s equilibrium conditions at
three-phase junctions — otherwise a nonsymmetrical cap would be obtained with
much less transparent mathematics for the gradient effect). The gradient effect is
represented both by linear in V¢ and by quadratic (V¢)? terms, providing the fourth
and fifth power size dependence, respectively.

In the case of total metastable solubility, the optimization of the nucleation
place led to the elimination of the linear terms in the concentration gradient.
In the case of limited solubility, these terms remain and, moreover, may play a
decisive role. Indeed, r V¢ is evidently less than the metastable composition range
Acy = cir — ¢y of L-phase and rrVer < Acg = i — cgr. If the parent material is
considered to be only the phases with small mutual solubility, then the (Vc)? 7
terms can be neglected in comparison with the (Vo) r? terms, since Ve - r < 1. In
this case, we arrive at

. 2K
AG = AGIssic 4 3 [(ci — crr) g Veurt + (cir — ) gRVerry) (4.61)

Equation 4.61 is the basic equation for the further analysis.
Minimization of AG with respect to r. or rg (with fixed sum 2r), in the particular
case of equal surface tensions o for all interfaces, gives
A 1
s TR = 21
1+A 14+ A

= 2r (4.62)

where
_ (erL — ) ggVer

A 1
(ci —crr) g Ver

(4.63)

Substituting Equations 4.62 and 4.63 into Equation (4.61), the following expression
is obtained for the change in the Gibbs free energy due to nucleation:

- 2hrr ArAg
AG = AGclassm . 4.64
T A+ A (%64
with
AL = (¢ —cr) g Ver, Ag = (crr — 6) ggVer (4.65)

The values of the products g”Vc¢ will be most important for estimations. These
products are assessed later, but for the time being, they are assumed to be known.
From Equations 4.62 and 4.63, it is evident that the nucleus will prefer to overlap
more with the smaller gradient term g”Vc. In addition, from Equation 4.64, it may
be concluded that the gradient contribution to the change in Gibbs free energy is
controlled by the smaller of the two terms Ay, Ag determined by g” V¢ (differences
in composition are of the order of unity).

For the simplest case of cubic shape, h = r, and for limited solubility within the
parent phase, the expression for AG (r) is

AG (7’) _ AGclassic + q?’4 — 0”,2 + ,37'3 4 qr4 (466)
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with
8Ag; 8 AlA
a =200, = g’, q:_il“ R
QAL+ AR

5 (4.67)

Depending on the value of g, the AG (r) dependence can be monotonically increas-
ing (large g, nucleation forbidden), or with a metastable minimum (intermediate
values of g), or with a stable minimum (small g, nucleation possible) as demon-
strated in Figure 4.17. Crossover to possible nucleation (second minimum at zero
level) means

IAG
—0,AG(rx) =0 (4.68)
This gives
2 Q ) 2 4(Ag 2
N ) (4.69)
B Ag; 40 50Q2
or
A A crit A )
LR _ (%8) (4.70)
AL + AR 100 2

The intermediate phase suppression criterion is then
2
AAr (Agi)
A+ AL 100 Q2
Remember that (—Ag;) is the driving force of the reaction L + R — i per atom of i.

The formal approach developed above will be applied now, further to different
types of adjacent phases L and R.

(4.71)

AG AG

0 > 0 o >
(a) \/ (b)

AG AG
0 > 0 -
(© (d)

Figure 4.17 Schematic “Gibbs free energy change ver-
sus nucleus size” dependencies for different values of
the ‘gradient term’ g: (d) nucleation forbidden (g > g™,
(c) metastable nuclei possible (g > g™), (b) crossover to
possible nucleation (g = g“™), and (a) nucleation possible
(9 < g% (if not suppressed kinetically).
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4.6.2
Nucleation in between Dilute Solutions

Let @ and B be dilute solutions of B in A and of A in B, respectively, with
solubilities (prior to phase “i”) ¢’ « 1 and (1 —c') < 1. Then g/ ~ kg T/c]* and
gs ~ kpT/(1 —cg) can be estimated. The concentration gradients Vc,, Vcg at
the «/B moving boundary (¢ =L and B =B) can be determined by the usual
Stephan problem [25]. In general, the solution gives transcendent equations for
determining the velocity and the parameters of the profiles. However, if the
difference between ¢ /D, and (1 - c;”) /D (Dy and Dy being the diffusivities in
the respective solutions) is not large, then the following approximate expressions
can be employed:

m _m
Ve, ~ \/%at, Vs ~ \1/% (4.72)
so that
gV, ~ I;B—L];,(t’ gy Vep ~ \/];B—’% (4.73)
Therefore,
( AgAp ) - ¢i(1—c)ksT (4.74)
At Ao/ J7DeE (6y/Dp/Du+1- 1)
Then, according to Equation 4.71, nucleation becomes possible at
G- c)ksT < (8g)° (4.75)
«/m(ci,/Dﬂ/Da—i—l—Ci) 10062
or
Ciy/TDgt + (1 — ;) /7 Dyt > 5¢; ’:;l? (4.76)
i

where l; = 20Q/Ag; is a standard critical size of the nucleus, usually less than 1
nm. The ratio kg T/Ag; is usually significantly less than unity. This means that
nucleation becomes possible when at least one of two penetration depths reaches
nanometric thickness. Thus, in this case nucleation is practically not suppressed.

463
Nucleation in between Two Growing Intermediate Phase Layers

Let L and R be the intermediate phases 1 and 3, growing simultaneously between
almost mutually soluble materials A and B. Here, the nucleation of phase 2
at the interface 1/3 is studied (Figure 4.18). It is assumed that 1, 2, and 3
are line compounds. In this case, it is more convenient to treat the chemical
potential gradients instead of the concentration gradient. Mathematically, it gives



4.6 Nucleation in Systems with Limited Metastable Solubility

| Ag1o
K 7
IRy /
W /
\ /
\ /
A\ /
\ /
\
\ ,'
—
/
)\
LN
AN
/ \
/ \
/ \
/ \
w /7 \
=
= Agag

1(L) B

2

Figure 4.18 Schematic representation of phase 2 nucle-
ation between phases 1 and 3, already growing in an A/B
couple. Agig, Agso, and Agyg are the driving forces per
mole of atoms for the reactions A+ B — 1, A+ B — 3, and
143 — 2, respectively.

the following expression

dgr | _ ;1
Ve = 9 (dg PR FE R P
! dx \ dc Axq
3-8 _ g8y
_ - - il—g _ C3 ) (_Agl()) (4 77)
B Axy c1 (3 —c1) Axy '

where (—Ago) is the driving force of the reaction A+ 3 — 1 (Figure 4.18).
Similarly, we find

(—Ag)
Ax;

1-— Cc1 )
(I—c3)(e3—c1)

where (—Ags) is a driving force of reaction 1+ B — 3. Thus, in this case, we
arrive at

gVes = (4.78)

—A
A=A = W1%,

(—Ag)

AR =A;=w
R 3 3 Axs

(4.79)

where

_(—ca)a
c1(c3—c1)

_ (d=a)(s—0)

— 4.80
T l-a) (@G- (4.80)
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The phase 2 suppression criterion Equation 4.71 can then be easily reduced to the
following form:

Agio &3 | Ago &1 - SAgwAgzo

: (4.81)
Agsows  Agio W (Agxo)
where
o A _AX A% AX 182
1_<209)_ e 3_<209)_ I (452
Ag10 Ag30

Note that wy; and ws are of the order of unity. If phases 1 and 3 are mutually
symmetrical (Agio = Agso, w1 = ws3), then the criterion Equation 4.81 is reduced
to

Axq Axs3 <5 (Aglo)z

l? lgr ( Agzo)z
Here (—Agy) is the driving force of the reaction 1 (L) + 3 (R) — 2 (cf. Figure 4.18).
If phase 1 is much wider than phase 3, that is, Ax;/Ax3 > (Aglo/Agw)z, then it
can be shown that the nucleation of phase 2 is preferable at the side of phase 1
(rr & 0), and the criterion Equation (4.80) is reduced to

(4.83)

Axy (Agi)’
a < 5 2

ll (Agz())

The estimates given by Equations 4.83 and 4.84 are very important. They demon-

strate that the critical thickness of the first (and fast-) growing phase may well be

rather large, since the driving force of second phase formation (from the already-

growing phases 1 and 3) is often significantly less than that of the first phase
formation from one compound and one pure element (Figure 4.18).

(4.84)

4.6.4
Nucleation in between a Growing Intermediate Phase and a Dilute Solution

Let L and K be, respectively, the growing phase 1 and the dilute solution of A in B
(B) (Figure 4.19). In this case, the criterion for suppression of phase 2 is given by

2
AlA A
4y ) (Baw) (4.85)
A; + Ag 100 Q
As before,
A= (6 — ) g Ver = wy 280 (4.86)
1= (2 1)8 Ve =W Ax; .
and
. kgT
Ap = (om — ) giVep ~ (L= &) 7 ° — Ve (4.87)
U

where (—Agio) and (—Agyo) are the driving forces of the reactions A + B — 1 and
1(L) + B(R) — 2, respectively (Figure 4.19).
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Figure 4.19 Schematic representation of phase 2 nucleation
between intermediate phase 1 and dilute solution 8, already
growing in an A/B couple. Agip and Agyo are the driving
forces per mole of atoms for the reactions A+ B — 1 and
1+ B — 2, respectively.

To express the gradient in the dilute solution in the presence of a growing
intermediate phase, it is necessary to solve the following set of algebraic equations
for simultaneous parabolic growth of phase 1 layer and of B-solution with parabolic
movement of interfaces A/1 and 1/8

k Al DiAcy

B 4.,
a7 P (4-88)

k%ﬁ
e (- )
kig Diag | Dg 1—c) “Dp

A—c) 2L - Z12a -
2 klﬁ _kAl T klﬁ
1 —erf(—m

(4.89)

where
yar = kaiv/t, yip = kit (4.90)

Analytically, two limiting cases can be treated (which are most often encountered):
(i) Dg < D1Ac; (very low diffusivity in the solution, which is usual for high
melting B) and (ii) Dg > D1Ac; (very high diffusivity in solution — low melting
B). Omitting elementary algebra and expansions into Taylor series, the results are
given hereafter:
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1)

2)

Dﬂ < Di1Acy
In this case, we have

c 1
kip & L /2DiAq , Axy ~ | ————/2D1Acyt
1—¢ c1(1—c1)
2] 2D1Acq
Veg ~ (1 —¢ P
b~ ﬁ)\/1—c1\/ 2D%t
so that

C1 kBT
Ay~ (1—c ——/2D1Ac
s~ ( 2)‘/1—01\/ 1 12D5ﬁ

and
ﬁ o ) —(C AglO Dﬂ
Aﬂ C1 (1 — Cz) kBT DlAcl

Therefore, AjAg/(A1 + Ag) &~ Ay and the suppression criterion is

Axy _5 0—0 (Ag1o>2
I c1 (1 —rc1) \Ago

(4.91)

Thus, in the case of a smaller driving force for the second phase and low
diffusivity in B, the thermodynamic suppression of phase 2 may be quite
significant.

Dy > DiAc

In this case,

4
klﬂg—\/;(l—Cﬁ)\/Dﬁ <0

Axq 3 DiAcy
o ViV Ds(1-cs)’ @

kgT

1/JTDﬁgt

Ap~(1—-1c)

and

A a—a AgoDs(1-c)
Alg C1 (1 — Cz) kBT DlAf}l

so that
AjAy ks T

~Ag~(1-c
g~ ( 2) =D

A +Ag
This leads to the following suppression criterion:

kT
JTDpt < 5(1 — ) —

Agyo
So, in this case, suppression is actually absent.

>1

o < [ (4.92)
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The best candidates for second phase suppression by a chemical potential gradient
are, therefore, systems with a considerable difference in melting temperature
between constituents. More probably, the first phase to grow will be the phase
that is closest to the low-melting-point element. Then, for the second phase, the
situation will be as in case 1.

4.6.5
Application to Particular Systems

The reactions of metal layers with their silicon substrates resulting in the formation
of various silicides are generally considered not only as phenomena common to all
diffusion couples where new phases are formed [26]. The kinetics of silicide growth
is classified into three different categories [26]: diffusion controlled, nucleation
controlled, and others (reaction rate controlled). Many silicides such as Mnj; Sijo,
NiSi,, ZrSi,, PdSi, HfSi;, and so on, have been shown to occur via nucleation-
controlled reactions. The above outlined approach will be applied, now, to (a) Ni-Si,
(b) Co-Si, and (c) Co-Si, Ge thin film systems.

In the following, we do not discuss nucleation and growth of the first intermediate
phase that is formed in these systems, that is, Ni;Si and Co,Si. These phenomena
are discussed in detail elsewhere [26]. Nevertheless, we note that the influence of a
sharp concentration gradient and/or chemical potentials on nucleation of the first
intermediate phase in these systems is insignificant. We discuss only the second
phase nucleation at the M, Si/Si interface within the M/M, Si/Si system (M is here
Ni or Si) in (a) and (b) and the CoSi, nucleation at the CoSi/Si interface within the
Co,51/CoSi/Si system in (c).

(a) In the Ni—Si system, the reaction of nickel with silicon causes the successive
formation of Ni,Si and NiSi at temperatures below 500 °C [24, 25]. Ni,Si grows
first at 200 °C and as long as Ni is not completely exhausted, NiSi does not form
at the Ni,Si/Si interface. NiSi grows at about 300 °C only after Ni is exhausted
[27]. Further heating does not cause any other change until about 800 °C; then,
one observes the sudden formation of NiSi,. Nucleation of NiSi, is treated in Ref.
[26]. Let us discuss NiSi nucleation at the Ni, Si/Si interface within the Ni/Ni, Si/Si
system (Figure 4.20b). Note that, in the system, the first growing phase is Ni,Si,
which is the most stable and simultaneously the compound with the highest
diffusivity of the three phases (Ni,Si, NiSi, and NiSi,) (Figure 4.20a).

For the Ni/Ni2Si/Si configuration, Equations 4.56—4.57 can be used to determine
the critical thickness of the Ni,Si layer below which nucleation of the NiSi
compound at the Ni,Si/Si interface is forbidden. The calculations are performed
at T = 600 K (note that temperature has a very small influence on the values of the
Gibbs free energy of phase formation (Table 4.1)).

With ¢ = CNiy Si=1/3, c=cnisi =1/2, Agio=—48 and Agy = —4.7
(—7.7) k] /mol of atoms [28], the following value is obtained:

Axyi CNiSi — ONipSi Ago)* _ 10 (Ag)’
NS _ o O~ Onigs ( gw) :_< glo) ~ 400 (150)

WNiysi CNisi (CSi — CNiZSi) Ago 3 \Ago
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Figure 4.20 (a) Gibbs free energy of the intermetallic com-
pounds in the Ni-Si system at T = 600 K. Agio, Agao

are the driving forces per mole of atoms for the reac-

tions 2Ni+Si— Ni,Si and Ni;Si + Si — 2NiSi, respectively.

(b) Cross-sectional sketch of the Ni/Ni;Si/Si system, show-
ing localized nucleation of NiSi at the Ni,Si/Si interface.

here lgiz o is the critical Ni,Si nuclei size. A similar determination can be made
in the case of NiSi, nucleation at the Ni;Si/Si interface. This result indicates
that, in the Ni/Ni,;Si/Si system, nucleation of NiSi at the Ni,Si/Si interface is
forbidden as long as Ni is not completely consumed and the Ni,Si thickness
remains submicronic. In other words,

 when the Ni layer is completely consumed, nucleation of NiSi becomes possible
regardless of the Ni,Si thickness (no concentration gradient effect), as observed
in thin film experiments [25] and,

« when the Ni,Si thickness becomes greater than a few micrometers, nucleation
of NiSi becomes possible even in the presence of an Ni layer, as observed
experimentally in bulk diffusion reaction experiments [29].

(b) In the Co—Si system, as in the Ni—Si system, Co, Si grows first at temperatures
greater than 200 °C but, in contrast to the Ni—Si system, CoSi,, which forms above
350 °C, grows simultaneously with Co,Si until all Co is exhausted. Once the Co
layer is completely consumed, the Co,Si phase dissociates, resulting in the growth
of CoSi at the expense of Co,Si [27]. Nevertheless, it may be noted that, in such
case, contrary to the Ni-Si system, the first growing phase is Co,Si, which is not
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Table 4.1  Experimental values for the standard heat of for-
mation (AHP), entropy of formation (AS%) and Gibbs free
energy of formation (AGP) of some Ni-Si and Co—Si com-
pounds (from pure elements at 298 K) [27].

Compound AH° AS® AG° AG®
(298K) (k) mol~") (298 K) (Jmol~")  (600K) (kJmol~") (1073 K) (k] mol~")

Ni, Si —48 —48%

NiSi —45; —42 —-2.1 —43.7; —40,7

NiSi, -31 -0.7 —-38.9

Co,Si —38 —38% —38%
CoSi —48 -3.1 —46.1 —44.7
CoSi, —-33 —-1.2 -32.3 —32.6

@ Because of the lack of data, AS® = 0 is taken, “mole” always implies here “mole of atoms”.

the most stable of the three phases (Co,Si, CoSi and CoSi,) reported in thin film
systems (Figure 4.21a) but has the highest diffusivity.

The coexistence of Co, Co,Si, CoSi, and Si phases and the simultaneous growth
of the Co;Si and CoSi phase are relatively unique features. We discuss here
only this simultaneous growth or in other words why CoSi nucleation is not
forbidden at the Co,Si/Si interface within the Co/Co,Si/Si system (Figure 4.21b).
The same determination as in (a) gives the critical thickness of the first growing
phase (Co,Si) beyond which nucleation of CoSi at the Co,Si/Si interface becomes
possible. Calculations are performed here for T = 600 K. With ¢; =1/3,¢; =1/2,
Agio = —38 and Agyy = —17.6 kJ/mol of atoms (Table 4.1) [26], AxCOZSi/lgozsi <8
is obtained. This result means that nucleation of CoSi at the Co,Si/Si interface
becomes possible at a very early stage of Co,Si growth (Axc,,s; is of the order of
just a few nanometers), as observed experimentally.

(c) Film thickness effects in the Co — Si;_,Ge, solid-phase reactions have recently
been highlighted in Ref. [30]: The interfacial products of Co with Sig79Geg 1 after
annealing at 800 °C depend on the thickness of the Co film. Complete conversion
to CoSi; occurred only when the thickness of the Co layer exceeded 35 nm.
Interface reactions with Co layers thinner than 5 nm resulted in CoSi formation.
The threshold thickness for nucleation of CoSi, on Si;_,Ge, was determined in
the range 0 < x < 0.25 and increases exponentially with xg.. The critical initial Co
thickness is as high as 22 nm for xc. = 0.25 (Figure 4.21a).

To explain this critical thickness effect, it is assumed in this approach that, before
the CoSi, nucleation could take place, the system is made up of Co,Si/CoSi/Si (no
Co remaining), as suggested by experimental results obtained by Lau et al. [27] at
300 °C for the Co—Si system. In such case, nucleation of CoSi, (phase 2) between
the CoSi growing phase (1) and the right-hand phase Si (8) has to be considered.
Co,Si plays the role of the left-hand phase here (Figure 4.22D).

We exclusively discuss here CoSi; nucleation at the CoSi/Si interface within the
Co,Si/CoSi/Si system at T = 800°C (Figure 4.22b). Under these conditions, the
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Figure 4.21 (a) Gibbs free energy of the intermetallic com-
pounds in the Co—Si system at T =600 K. Agio, Agao

are the driving forces per mole of atoms for the reactions
2Co + Si — Co,Si and Co,Si + Si — 2CoSi, respectively;

(b) cross-sectional sketch of the Co/Co,Si/Si system show-
ing localized nucleation of CoSi at the Co,Si/Si interface.

suppression criterion of Co,Si (phase 2) is given by the following equation:

2 2
AzCOSiZ <5 CCoSiy — CCoSi <%) _ E <%) (493)
lCoSiz Ceosi (Csi — Ccosi) \ AL 3 \Ag

here Ag; and Ag, are the Gibbs free energy of reactions expressed via Equations 4.94
and 4.95, respectively:

3 . 1 . .
ZCO%SI% + Z((Sl))Si,Ge - CO%Sl% (4.94)
2 1
zCo15i1 + 5 ((Si))sige = CoySiz (4.95)
3 2 2 3 3 3
and
Agi = Agio— RTInal*, Ag, = Agy— RT Inay)’ (4.96)

The standard Gibbs free energy of reactions given by Equations 4.94 and (4.95)
at 800 °C are, respectively, Aglp = —16.2+ 1 and Agy,o = —1.9 £ 1 k] per mol of
atoms and can be easily calculated from the values of standard Gibbs free energy of
formation of Co,Si, CoSi, and CoSi; phases from pure silicon and cobalt at 800 °C
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Figure 4.22 (a) Gibbs free energy of the 2CoSi and CoSi+ Si — CoSiy, respectively.
formation of the intermetallic compounds (b) Cross-sectional sketch of the
in the Co—Si system at T = 1073 K. Agio Co,Si/CoSi/Si system showing localized nu-
and Agyo are the driving forces per mole cleation of CoSi, at the CoSi/Si interface.

of atoms for the reactions Co,Si + Si —

(Table 4.1). Here ag; is the silicon activity in the Si, Ge solid solution, which may
be considered as an ideal solid solution ag;=Cg; [31].

The determination, from Equation 4.93, of the critical thickness of the CoSi layer
beyond which the nucleation of CoSi; between a CoSi layer and Si substrate may
take place, shows that this thickness strongly depends on the composition of the
Si—Ge solid solution, as observed experimentally (Figure 4.23b) in Ref. [28]. Even
so, it was noted that these critical thickness values are very sensitive to the standard
Gibbs free energy of formation of intermediate phases for which experimental
errors are of the order of some kilojoules per mole of atoms. The presented here
results were published first in Ref. [32].

4.7
Conclusions

A new possible explanation for phase suppression and for sequential phase growth
in thin films is proposed in the context of the “nucleation in a concentration
gradient” approach. Nucleation of intermediate phases at the initial stage of reactive
diffusion is influenced by the sharp concentration and chemical potential gradients
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Figure 4.23 (a) Experimental values of the  of AX&SiZ, from Equations 4.93-4.95 with
critical thickness for CoSi, nucleation in the Agio =16.2£1; Agyp = —1.9 (solid line)
Co/Si1—Ge, system (AXgs;,) as a function  and Agy = —2.9 kj/(mol of atoms) (dashed
of Ge concentration in a Si-Ge solid solu- line) (Figure 4.22). " is the critical size of
tion at T = 800°C [29]; (b) Calculated values the CoSi; nuclei.

in the vicinity of the contact interface. One should distinguish two major cases: case
1, full metastable solubility. In this case, the starting components have the same
lattice and initially form a continuous diffusion profile. The new phase is trying to
nucleate at the base of this continuous profile via one of the possible nucleation
modes. Thermodynamics of nucleation is described in Equation 4.53 including the
so-called gradient term, proportional to the fifth power of nucleus size. It leads
to the possibility of additional suppression of nucleation by a sufficiently sharp
concentration gradient. Case 2 refers to the case of limited solubility. If at least one
phase with a narrow homogeneity range is already growing, the sharp chemical
potential gradient in it strongly influences the nucleation barrier for the next phase
to appear. In the expression of the Gibbs free energy change, the additional term,
due to gradient concentration, appears to be proportional to the fourth power of
size instead of the fifth power as obtained in previous models (developed for the
case of a broad range of parent phase concentration). As a result, thermodynamic
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suppression of the new phase nucleation (in addition to kinetic suppression) may
be effective as long as the thickness of the ‘suppressing’ phase remains less than
a few tens or even hundreds of nanometers. Thus, the “gradient term effect” may
well lead to the total absence of suppressed phases before consumption of the thin
film by the “suppressing” growing phase. Comparison with available experimental
data demonstrates that the approach presented fits at least reasonably the existing
data.
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5
Modeling of the Initial Stages of Reactive Diffusion
Mykola O. Pasichnyy and Andriy M. Gusak

5.1
Introduction

In the previous chapter, the general approach to problems of nucleation at the
initial stages of diffusion zone evolution was outlined. When, in 1989-1990, the
corresponding theory had been introduced, the direct experimental check of it
was believed to be impossible. It was the theory that provided “post factum” the
explanation for the reasons of the relative stability demonstrated by an amorphous
layer growing instead of “legal” crystalline intermediate phases at the initial stages
of reactive diffusion in such systems as nickel-zirconium or gold—lanthanum.
Only new experimental techniques developed during the last decade (first, 3D
atom probe — three-dimensional atomic tomography), which allow measuring the
spatial distribution of atoms in solids with an accuracy of tenths of a nanometer,
enabled a direct experimental investigation of solid state reactions in thin films
with a thickness of several tens of a nanometer.

First studies that involved such methods have shown that previous theoretical
ideas about the evolution of the processes in the initial stages of solid state
reactions have to be thoroughly reconsidered, since the initial stage of a solid-
state reaction is determined by the contact zone morphology, which, in turn, is
influenced by diffusion and nucleation. At the same time, in the majority of cases,
it is the initial stage during which the further path of the system’s evolution is
determined.

As a rule, there exist several possible paths of evolution. From the viewpoint
of thermodynamics, one may treat the initial stage of reactive diffusion as a
decomposition of a metastable solution, which takes place during interdiffusion,
in the field of a variable concentration gradient. However, a purely analytical
approach to the analysis of this topic presents certain difficulties resulting from the
essential nonlinearity of the problem, size effects, the limitations of a deterministic
approach, and the application of a hydrodynamic scale (diffusion approach) at
nanoscales. In this connection, when treating the initial stages of reactions,
computer modeling of diffusion processes at an atomic level is quite relevant.
In this chapter, based on the theoretical interpretation of recent experimental
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Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
ISBN: 978-3-527-40884-9

99



100

5 Modeling of the Initial Stages of Reactive Diffusion

observations of G. Schmitz et al. at the Institute of Materials Physics, Miinster
University, some new models of the initial stages of diffusion solid-state reactions
are proposed.

In Section 5.2, phenomenological models of the first intermediate phase nucle-
ation at reactive diffusion in a binary diffusion couple are presented, and methods
of thermodynamic analysis of the process, based on the theory of nucleation in
a concentration gradient field, are given. We have pioneered the explanation of
experimental results using thermodynamic suppression of nucleation rather than
kinetic factors [1].

In Section 5.3, computer and phenomenological models describing the mecha-
nism, which is similar to diffusion-induced grain boundary migration (DIGM), for
reactive diffusion at the lateral growth of intermediate phase islands are proposed.
Analytical dependence of the layer thickness has been derived for the symmetri-
cal case in the approximation of mere “chemical” driving force. Application of
the model has been analyzed and it is shown that at lateral growth stage the
“chemical” driving force of diffusion, caused by the concentration gradient along
interfaces, is very important compared to that caused by the interface curvature
gradient. The proposed model [2, 3] presents an alternative to the already existing
Klinger—Brechet—Purdy model, since the latter is based on the interface curvature
gradient.

In Section 5.4, the Monte Carlo method for the description of the initial stages
of reactive diffusion at atomic level, with the formation of several ordered phases,
is presented. The peculiarity of the model lies in taking the dependence of pair
interaction energy upon the local environment into account [4]. On the basis of the
model, the kinetics of the ordered-phase nucleation in multilayers was studied. This
phase was actually diffusion nontransparent in its bulk. Using the above-mentioned
modified Monte Carlo scheme, we found the same three stages that are usually
distinguished in experiments — nucleation, lateral growth, normal growth. It was
shown that the incubation period is caused by concentration preparation of the
diffusion zone, which indeed confirms the theory of nucleation in the concentration
gradient field. On the basis of the computer model, we have established a size
effect which is rather interesting from the experimental point of view. Namely,
it is the dependence of incubation time of phase formation on the multilayer
period — beginning from a certain characteristic value, the decrease of the period
leads to a decrease in the incubation time [5].

5.2
First Phase Nucleation Delay in Al-Co Thin Films

While investigating reactive diffusion in a thin film of Al-Co by using the high-
resolution method of atomic tomography it was established that nucleation of the
first phase AlyCo; is possible only in the case of initial components interdiffusion to
a depth of not less than 4 nm [6]. A numerical analysis of the nucleation possibility
at the initial stage of reaction between Al and Co was carried out. Microscopic
nucleation mechanisms in the diffusion zone were considered and it was realized
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that the polymorphic mode of nucleation provides a quantitative agreement with
the experimental data.

5.2.1
The Problem of Nucleation in a Concentration Gradient Field

In Chapter 4, different modifications of nucleation theory in a concentration gra-
dient field are described. Using the thermodynamic approach, we have introduced
the notion of a critical concentration gradient above which nucleation becomes
thermodynamically prohibited. Different microscopic schemes (nucleation modes)
have been applied to the description of the nucleation mechanism.

Here, three modes (mechanisms) of the nucleation in a concentration gradient
field are presented: the polymorphic mode, the transversal mode, and the longitu-
dinal or total mixing mode. Only two of the above-mentioned modes [7—9] consider
thermodynamic suppression of a phase in a concentration gradient field, while the
third involves the increase of the thermodynamic driving force as a result of the
gradient. Grounding upon a thermodynamic analysis, one may assume that nature
will stick to the way with the lowest nucleation barrier; therefore, the total mixing
mode would become the most probable one. However, if the kinetic aspects are
taken into account, the situation becomes more complex, since the mobilities of
the components appear too low to complete total mixing inside the nucleus. So far,
there is no theoretical description of such an intricate process. Thus, the problem
of realization of a particular mode in real experiments remains unsolved. The first
attempt to take into account the superposition of different modes was performed
by Gusak, Hodaj, and Bogatyrev [10].

Up to recent times, there have not been any experiments allowing confirmation a
specific nucleation mode. This peculiarity is caused by concentration gradients (for
the first phase) predicted by the theory, which are too high, and, thus, one needs
to investigate diffusion zones where the characteristic thickness does not exceed
several nanometers. In order to do so we must carry out the analysis with spatial
resolution of about interatomic distance. In marginal cases, the critical thickness
of the diffusion zone may be less than the lattice parameter of the expected phase.
In such situations, thermodynamic suppression of nucleation due to the reduction
of the driving force is not likely to take place at all.

One of the modern high-accuracy experimental methods is tomography atom
probe (TAP). It enables the investigation of reactions in thin metallic diffusion
couples by means of spatially resolved chemical analysis with a local accuracy up to
interatomic distance [11, 12]. This technique was also applied to reactive diffusion
in the thin film system Al-Co within the temperature range of 200-400 °C [6]. In
accordance with the previous results obtained by the authors [13, 14] by DSC, the
first phase to nucleate and grow in the temperature interval from 200 to 400 °C is
AlyCo;. The authors of [6] have established that in the diffusion zone between Al
and Co formation and growth of a solid solution layer occurs first, and nucleation of
AlyCo;, particles is never observed before the diffusion zone reaches about 3—4 nm
thickness. Thus, the appearance of the product phase is controlled by the width
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of the intermixing layer, that is, by a certain critical value of the concentration
gradient in the diffusion zone. Usually, the first phase (stable or metastable) forms
immediately and changes the conditions for the formation and growth of the second
phase, so that the latter may be suppressed owing to kinetic [15] or thermodynamic
[16] reasons.

According to d’Heurle [17], the fastest growing phase is also usually nucleated
first, since this phase is distinguished by high atomic mobility. In our case AlyCo,
is clearly the first and the fastest growing phase. Therefore, it is difficult to explain
the retardation of just this phase by kinetic arguments. As a consequence, thermo-
dynamic suppression seems to be the most probable mechanism of inhibition. The
total driving force for the formation of AlgCo, from the pure elements is rather
high. Furthermore, the specific interfacial energy between the nucleus and parent
phase is quite moderate so that the theoretical limit of the nucleation thickness
is estimated as merely d = 20/Ag ~ 0.2 nm; thus, one should not observe any
barrier to nucleation in the homogeneous medium at all. However, according
to the concept of critical gradient, the total driving force cannot be applied in
full to the nucleation process. By a comparison of the behavior predicted by the
suggested nucleation modes with the experimental one, we will figure out, which
mode, if any, will provide a realistic description of the nucleation event. Since only
the polymorphic and transversal modes predict a thermodynamic suppression by
sharp concentration gradients, we present a numerical analysis of the nucleation
of AlyCo; via transversal and polymorphic modes.

522
Basic Model

According to the atom probe analysis, the concentration profile of the couple
Al-Co, prior to nucleation of the first product phase, is continuous and can be
well approximated by the error-function-shaped solution of Fick’s laws (Figure 5.1),
thus
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Figure 5.1 Composition profiles of Co determined nor-

mal to the Al-Co interface in the initially prepared state
and after 5 min of annealing at 300 °C [6]. The solid line
represents the approximated error function.
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Figure 5.2 New phase nucleus with the shape of a rect-
angular parallelepiped with a size of 2R x 2h x 2h and its
geometrical center at the point x.. The concentration gradi-
ent in the parent phase is directed along the x axis.

clx, L) = # L& ; C‘m(%) (5.1)

where ¢, and ¢ denote the atomic fractions of Co on the “right” and “left”
terminating layers. In order to avoid numerical problems with chemical potentials
of very dilute solutions, the terminating compositions are chosen to be 0.01
and 0.99 instead of 0 and 1. L denotes the characteristic length of the diffusion
zone. For comparison with the experimental data, we define the width K of the
diffusion zone as the distance x, — x; between the positions with the concentrations
¢ (x1, L) = 0.05, ¢ (x5, L) = 0.95. L and K are connected via K = 2.46L.

We consider the possibility of nucleation of AlyCo, in an inhomogeneous concen-
tration field. The nucleus of the intermetallic phase is supposed to be a rectangular
parallelepiped with sizes of 2R x 2h x 2k (Figure 5.2). The thermodynamics of the
diffusion zone before nucleation (inhomogeneous parent phase) is treated as an
ideal solution with a Gibbs potential per one atom of the parent phase given by

go () = kgT[cIn(c) + (1 — ) In(1 — ¢)] (5.2)

where kg and T are the Boltzmann constant and absolute temperature, respec-
tively.

In a strict sense, one should model the solution at least as a regular one, but
the formation enthalpy of the regular solution is much less than the driving force
to form the intermetallic compound. Thus, neglecting the mixing enthalpy in the
parent phase will not lead to any substantial error. For the intermetallic phase
AlyCo,, we use the quadratic approximation of the Gibbs potential

g () =g + % (€ — cn)? (5.3)

where ¢, = 2/11 denotes the ideal stoichiometric composition of the intermetallic;
g1 is the Gibbs free energy per atom for the stoichiometric composition, and the
parameter « describes the curvature of the thermodynamic potential. Owing to
the spatial concentration gradient, the Gibbs energy per atom as well as the local
driving force of phase formation depends on the coordinates.
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The formation of the nucleus within the concentration field leads to a change in
the Gibbs free energy that can be written in general as

xc+R
AG(g, R, x.) = 4np’R? / Ag(c (%)) dx + 80 pR*(2 + ¢) (5.4)
xc—R

where ¢ is the shape factor, ¢ = h/R; nis the number of atoms per unit volume; o is
the energy of the interface (per unit area) between the nucleus and inhomogeneous
matrix; Ag(c) is the local driving force (per atom of the nucleus). The different
nucleation modes are distinguished by different driving forces Ag(c) and thus
different nucleation barriers. However, the choice among these modes is controlled
not only by the height of the nucleation barrier but by kinetic factors as well
[10, 18]. In view of Cahn—Hilliard and modern phase field approaches, one may
replace the last term on the right-hand side of Equation 5.4 by gradient energy
terms restricting the expansion to a quadratic dependence on the gradients with
respect to composition and of some order parameter describing the structural
transformation.

As long ago as 1991, Desre [19] pointed out that in the transversal nucle-
ation mode the influence of the concentration gradient energy on the nucleation
barrier is negligible. Yet, in a polymorphic nucleation the composition gradient
does not change at all. Thus, there is no first-order impact by the respective
gradient energy too. The interface between the intermetallic and the parent lat-
tice is reasonably assumed to be incoherent from the very beginning. Besides
the incompatible lattice structures, this assumption is confirmed by the growth
kinetics of the nuclei, which was observed in the TAP analysis and quantita-
tively discussed in [6]. As a consequence, the variation of the lattice structure
is restricted to the narrow interphase boundary (IPB), so that a sharp inter-
face characterized by a specific energy is a quite reasonable approximation. The
change in molar volume by the lattice transformation is rather low, AV/V ~ 0.03,
and, as it is shown in [13], elastic contributions to the nucleation energy are
negligible.

We treat the change in Gibbs free energy as a function of the shape parameter
¢ of the nucleus volume v = 8¢?R?, and of the concentration ¢, at the nucleus
center x.. The nucleation barrier AG,, is defined by the saddle point of the surface,
AG (¢, v, cy), satisfying the set of the following conditions:

IAG 2AG IAG
0 0 =0

—o, , 5.5
99 902 v (5:5)
2AG IAG ’AG

——~ <o, =0, — -0

ov? 9cy dc2

To determine the nucleation barrier A G., numerically, we proceed in the following
way. The possibility of nucleation at each position of the parent solution is
considered. At this position of the nucleus center we increase (step by step) the
nucleus volume, optimizing the shape parameter at each step. Finally, the position
corresponding to the minimum nucleation barrier is chosen.
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Table 5.1  Total driving force per atom for the formation of
intermetallic phases in the Al-Co system.

T (K) AGAlgCoz U/atom) ACAl-|3C04 U/atom)

298 —5.5 x 10720 —6.5 x 10720
573 —5.0 x 10720 —6.0 x 1072
773 —4.7 x 10720 —5.6 x 10720

Data at 298 K and 773 K were taken from [8]. The
important value for 573 K was obtained by linear
interpolation.

Table 5.2 Numerical parameters for the AlgCo,
phase at 573 K used for the calculation.

n(aom/m’) T(K) g (/atom) o (J/m?)

6.6 x 1078 573  —5.0x107% 0.35

The thermodynamic parameters required for the calculation were taken from the
data published in [8]. Since the nucleation of AlyCo, was observed experimentally at
573 K, the Gibbs enthalpy of phase formation for this temperature was determined
by a linear interpolation of literature data [13] (Table 5.1). The parameters used for
the numerical evaluation are given in Table 5.2.

With the above explained algorithm, the composition and size dependence of the
Gibbs nucleation free energy were calculated for the two nucleation modes under
consideration and for various interdiffusion widths. As already mentioned, both
polymorphic and transversal modes are distinguished by different driving forces
and may take place only in restricted compositional ranges. A schematic overview
indicating the driving forces and composition ranges is shown in Figure 5.3.

5.2.3
Transversal Mode

The transversal mode was introduced by Desre [8]. In this approach the nucleus of
the new phase is constructed from thin transversal slices (perpendicular to gradient
direction), each of which is formed as a result of redistribution of the components
between new and parent phases only inside this slice. The composition of the
parent phase varies from slice to slice due to the compositional gradient, and, thus,
the local driving force varies as well. Therefore, the composition of the new phase
and the driving force is determined individually for each slice from the composition
of the respective parent phase according to the rule of parallel tangents.

Since the phase AlgCo; has a very narrow homogeneity range, a new phase may
be considered as a line compound, so it is assumed that @ — oco. Thus, we have

105



106

5 Modeling of the Initial Stages of Reactive Diffusion

g

dx

\ Region favorable for transversal
| mode nucleation (Agy, < 0)

D e
Figure 5.3 Schematic demonstrating the represents the local driving force for the
thermodynamic basis of the different possi-  transversal mode, for which a slice of the

ble nucleation modes. Here, Ag, (¢) is the  new phase with composition ¢” is formed by
driving force of the polymorphic transforma- the transversal redistribution from a slice of
tion without a change of local composition  the parent phase with composition ¢'.

¢ (x) in a slice dx = dc/(3c/0x). Agu(c — ¢”)

for the driving force per atom of the nucleus

Ag() =g — go(0) + (c —cn) % (5.6)
ac |,

A numerical analysis of Equation 5.4 with Ag(c) in the form of Equation 5.6
was done for different widths of the diffusion zone down to K = 0.5 nm. We
considered two different cases: (i) without shape optimization (nucleus being a
cube 2R x 2R x 2R and the shape parameter is fixed at ¢ = 1) and (ii) with shape
optimization, that is, for each nucleus volume ¢ is determined to minimize AG.
The calculated results demonstrate, in both cases, that even at a very narrow
interdiffusion width the nucleation barrier is rather low, about 20ks T (Figure 5.4),
and the critical size 2R, of the nucleus amounts to 0.45 nm, which nearly coincides

with the value of classical theory and implies practically immediate nucleation.
This result obviously contradicts the experimental observation that the AlyCo,
phase appears only for a diffusion zone larger than 3 nm. Moreover, the mentioned
critical size is less than the size of one structural unit cell, which actually includes
22 atoms, and its lattice parameters range from 0.6 to 0.8 nm. Therefore, we can
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Figure 5.4 Nucleation barrier of AlyCo; nucleus forma-

tion at the Al-Co interface calculated by the transversal
mode without shape optimization for different diffusion zone
widths.

conclude that the transversal mode is not relevant for the nucleation of AlyCo; in
Al-Co couples.

5.2.4
Polymorphic Mode

The polymorphic mode of nucleation is characterized by the conservation of
the concentration profile, which is a reasonable assumption if the system has
no time to redistribute atoms inside and outside the nucleus in the process
of lattice transformation. For the polymorphic mode, we also consider the two
cases discussed earlier: (i) without shape optimization (¢ = 1) and (ii) with shape
optimization.

In the case of polymorphic mode nucleation, unlike the transversal one, a new
phase cannot be taken as linear, since for the given mode the homogeneity range
determines the region of the diffusion zone where nucleation is possible. Thus,
« in Equation 5.3 is a model parameter which characterizes the curvature of the
thermodynamic potential for AlgCo; and is a finite constant in the case of parabolic
approximation, and equals d2g,/dc?. Regarding that the local concentrations do
not change during nucleation, the driving force is represented by

Ag(e) = gn(c) — go(0) (5.7)

For each value of the curvature parameter « one finds a critical zone width K,
at which nucleation by the polymorphic mode becomes possible. We define this
critical width by postulating that the nucleation barrier becomes lower than 60ks T
forall K > K () (nucleation allowed). No direct measurements of the curvature of
the Gibbs potential of the AlgCo, phase are known. Therefore, we first determine
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by our calculations the value of « so that the predicted critical width agrees with the
experimental finding K, = 3.5 nm and we discuss the relevance of this numerical
value later.

5.2.4.1 Polymorphic Mode without Shape Optimization

The numerical analysis at @ = 8 x 107!® J/atom leads to the following results:
At a zone width of K; = 3 nm, the surface AG (v,c,) has no saddle point at
all (Figure 5.5 a). For any ¢, the dependence AG (v) is monotonically increasing.
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Figure 5.5 Surface AG (N, ¢,) for the polymorphic mode
without shape optimization (¢ = 1) at & = 8 x 107'® J/atom
for diffusion zone widths: (a) Ky =3 nm; (b) K, = 3.5 nm;
(c) K3 =4 nm. Here, N is the number of atoms in the new
phase nucleus (N = nv) and ¢, is the atomic fraction of Co
at the center of the nucleus.
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AGlkgT

Figure 5.6 Section through the AG (N, ¢,) surfaces for the
polymorphic mode without shape optimization at a compo-
sition ¢, = 15 at.% (¢ = 8 x 107'® J/atom, calculation for
different diffusion zone widths: Ky =3 nm; K, = 3.5 nm;
K3 =4 nm).

In other words, at this zone width, the nucleation of AlyCo; is still thermodynami-
cally suppressed.

Even a slight increment of the zone width to K, = 3.5 nm leads to the formation
of a local minimum at the surface AG (v,c,) (Figure 5.5Db), which is still of
positive magnitude corresponding to a metastable state (Figure 5.6). A saddle
point is found which allows determining a nucleation barrier. At K3 = 4 nm, the
minimum crosses the zero level and becomes negative (Figure 5.5 ¢), meaning that
the intermediate phase becomes stable. The corresponding nucleation barrier AG,
appears to be only 25kg T (Figure 5.6). The state of the local minimum (Figure 5.5 ¢)
corresponds to a nucleus containing about 100 atoms (linear size about 1.2 nm).
Interestingly, the composition at its geometrical center amounts to 15 at.% in
significant deviation from the intermetallic’s stoichiometry (18.2 at.%), which is
due to the asymmetry of the error-function-shaped diffusion profile with respect to
the nucleus center. The mentioned nucleation barrier is rather low, which means
that immediately after the diffusion zone, in the parent phase, reaches a width of
3.5 nm, nucleation starts, and the intermediate phase appears.

5.2.4.2 Polymorphic Mode with Shape Optimization

If the system has the kinetic opportunity of shape optimization, the resulting
nucleation barrier decreases, as expected. In the case of full optimization, the
surface AG (v, ¢,) does not reveal a minimum. After passing the saddle point, it is
always favorable to increase the volume by transversal growth, but keeping limited
the longitudinal size along the direction of the gradient. A critical diffusion zone
width, close to the experimental value, is obtained at & = 4 x 10~" J/atom. This
result implies that, for this parameter « and the diffusion zone width K = 3.5 nm,
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Figure 5.7 Polymorphic mode with shape Ky =3 nm, K; =3.5 nm, and K3 =4 nm (N

optimization at « =4 x 1077 |/atom: is number of atoms in the new phase nu-
(a) surface AG(N,¢) for a diffusion zone cleus, ¢, is the atomic fraction of Co at the
width 3.5 nm; (b) section AG (N, ¢,) at center of the nucleus).

¢y = 18 at.% for diffusion zone widths

the nucleation barrier appeared to be 50k T (Figure 5.7), which corresponds to the
upper limit for a barrier that allows nucleation to proceed at reasonable time scales.
The calculated longitudinal size of the critical nucleus amounts to 0.4 nm. Since
this value is still smaller than the dimension of a single unit cell of the AlyCo,
phase, it indicates that a full shape optimization during nucleation is a somewhat
unrealistic assumption, because a viable nucleus should have a linear size not less
than a single unit cell, along all three directions.

Full shape adaptation may be limited by kinetics and geometry of the process.
The most probable is the case when the shape optimization is restricted to the
following: the linear size of the supercritical nucleus must not be less than the size
of a single unit cell (0.7 nm). In this case, the critical width of the diffusion zone
which is close to the experimental result is obtained at o = 1.5 x 10717 J/atom.
When the diffusion zone is 3 nm wide, the barrier amounts to 100ks T (nucleation
is prohibited), and at 4 nm to 30kg T (nucleation is possible).

5.2.5
Discussion and Conclusions

The presented model calculations indicate that, indeed, the concentration gradient
concept based on a polymorphic nucleation mode may quantitatively describe the
observed retardation of the first product AlyCo; in the case of Al-Co. However,
this statement is bound to the curvature of the Gibbs potential of the intermetallic
phase. It is important to check whether the figures used for the calculation,
with a of about 10~Y J/atom, are reasonable. Since no direct measurements or
explicit calculations of the respective Gibbs energy function are known, we have
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Figure 5.8 Schematic phase stabilities, Gibbs energies of
phase formation, and equilibrium conditions of the terminat-
ing Al and the intermetallic phases AlgCo, and Aly3Cors.

to estimate this value from the known data of phase stabilities. The approximate
value of 32g, /dc? can be found from
0gn 0gn
% - dac R ac o 538)
ac? Ac
where Ac = cgp —cp, cg and ¢ the compositions of the considered intermetallic
compound in equilibrium to the “right-hand” neighbor phase Al;3Coy, and to the
“left-hand” terminating Al, respectively (Figure 5.8).
Furthermore, the values of the derivatives with respect to composition, m, =
0gn/cley and my = dgn/dcl,, , are fixed by the phase equilibrium according to the
rule of common tangents. So, we have

a 1 1 n) = &0 0
9| _ gu(e) —8 (0 59)
dc o Cn

and
% _ gA113C04(CA113C04) - gl’l(Cn) (5.10)
¢ |ep CAlj3Co4 — Cn

Since, AlyCo; is a line compound, its range of existence in the composition space,
Ac, is not exactly known, but it is hardly larger than 1 at.%, since otherwise
this range would have been shown in the published phase diagrams. For the
given marginal case, according to the approximations (Equations 5.8—5.10) and
thermodynamic data (Table 5.1), the value of 3%g,/dc? is found to be

o = 8.8 x 1078 J/atom (5.11)

Thus, it turns out that the curvature parameter required for the numerical calcula-
tion to obtain critical gradients in the order of the experiment is quite reasonable and
corresponds to the thermodynamic situation of the Al-Co system. Especially, for
the polymorphic nucleation mode without shape optimization, we find almost exact
agreement. The value of @ = 8 x 1078 J/atom for the polymorphic mode without
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optimization corresponds to a homogeneity range of Ac = 1.1 at.%. At full shape
optimization (¢ = 4 x 1077 J/atom) the concentration range is Ac = 0.22 at.%.
Thus, both marginal cases still seem reasonable.

Thus, we come to the following conclusions: Phenomenological models for
nucleation of the first intermediate phase at reactive diffusion in a binary diffusion
couple are presented. The methods of thermodynamic analysis of the process are
described. They are based on the theory of nucleation in the concentration gradient
field. The suggested models allowed us to study the delay in the occurrence of the
first intermediate phase AlyCo, in the system Al-Co. The numerical analysis of
the process aimed at confirming the correctness of the concept of critical gradient
(based only on the thermodynamic analysis) while explaining the delay of the first
phase appearance and at establishing nucleation mechanisms.

Microscopic nucleation mechanisms (modes) in the diffusion zone were treated.
It was found that the delay of the first product phase AlyCo, in the thin film diffusion
couple Al-Co can be the result of thermodynamic suppression of nucleation in
the field of a concentration gradient. Experimental data on the delay of the first
phase in Al-Co couple exclude the transversal mode from possible nucleation
mechanisms of the system. However, this mechanism is quite possible for other
systems and/or phases. Experimental data are explained by the realization of the
polymorphic mode, provided the homogeneity range for AlyCo;, is located within
the concentration range, Ac = 0.22-1.1 at.%. Thus, it was proven for the first
time that the delay of the first intermediate phase AlyCo, in the Al-Co system is
stipulated by high concentration gradient in the contact zone, that is, nucleation
occurs at a polymorphic transformation only in a concentration-prepared diffusion
zone. The possibility of the polymorphic mode of nucleation in the field of a
concentration gradient has been proven.

5.3
Kinetics of Lateral Growth of Intermediate Phase Islands at the Initial Stage of
Reactive Diffusion

In this section, the interface of reacting components A-B overgrown by inter-
metallic A;B; islands at frozen interdiffusion is analyzed. The growth occurs due
to diffusion along moving interfaces A—A;B; and B—A;B;. We demonstrate below
that in most cases of diffusion, the “chemical” driving force along the interface
boundaries contributes more than their curvature gradient. The asymptotic thick-
ness of the islands is determined by the ratio of kinetic factors, the diffusivity along
IPB versus the reaction constant.

5.3.1
Problem Formulation

At the initial stages of reactive diffusion a fast growth of intermediate phases is often
observed. In particular, in DSC experiments, two peaks are distinctly registered
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Figure 5.9 Schematic growth of w-phase islands between «
and B phases: (a) nucleation; (b) lateral growth; (c) normal
growth.

on the diagram [14, 20, 21], indicating that the process must have two stages. The
authors of [20, 21] explain the first peak as a stage of nucleation and lateral growth
of an intermediate phase, and the second as the normal growth of a new phase layer.

In experimental works [22, 23], it was discovered that at the end of the lateral
growth stage, the newly formed phase layer has a thickness of 7—-8 nm, considerably
exceeding the size of the critical nucleus. Lateral growth proceeds much faster
than normal grain growth; thus, these two stages involve different mechanisms.
Nucleation and lateral growth (Figure 5.9a,b) take place mainly due to diffusion of
the components, required for new phase formation, along the moving boundaries
between a new phase and the initial ones. This mechanism is similar to DIGM.
Normal growth is limited by a slower mechanism, the diffusion through the new
phase bulk, while at low temperatures, when bulk diffusion is frozen, the growth
is possible only due to diffusion of the components along the grain boundaries of
a newly formed phase (Figure 5.9¢).

The detailed analysis of the lateral growth stage was realized in [24-26]. The
authors of [24] have studied the process of intermetallic growth at a peritectoid
reaction; however, the driving force for the new phase growth is considered to
be stipulated by the curvature of the IPB, while the concentration profile along
it is not taken into account. The authors argue that ordered phases have a very
narrow homogeneity region and a concentration change at the very boundary
can be neglected. But, it is the difference between chemical potentials that is
known to be the real driving force of diffusion, not the concentration gradient,
and the mentioned difference considerably changes for intermetallic phases in the
homogeneity region (the product of a small concentration interval and a very large
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thermodynamic factor results in noticeable change of the chemical potential). So,
our opinion in this regard is one must not neglect the “chemical” driving force
along IPB. In [25, 26], both IPB curvature gradient and concentration gradient
along IPB were taken into account, and the numerical analysis for the model of
intermetallic island-like growth at reactive diffusion was performed.

In this section, we discuss a case of purely “chemical” driving force and analyze
the limits within which the given model can be applied. Furthermore, we show
that this driving force may appear to be the governing one in some cases.

53.2
Physical Model

Let us consider the process of intermetallic phase @ formation between pure
components A (« phase) and B (B phase). Let the temperature be so low that bulk
diffusion in «, B, and w is frozen, but can take place along the moving IPBs «—w
and B-w. The IPB is a layer of a certain thickness § and concentration close to
that of a new phase. We treat the diffusion along IPB (similar to Cahn’s scheme
for cellular precipitation) as “surface” diffusion on the w-phase surface; that is,
at IPB motion the concentration of components is “inherited” (frozen) by the
intermediate phase.

Similar to the work carried out in [25, 26], we consider a symmetrical case when
the @ phase has such a stoichiometry as 1:1 (¢, = 1/2), the surface tensions
0w and op,, are equal (0w = 0p0 = 0,), and the diffusion along a¢-w and g-w
IPB proceeds at equal rates. Owing to symmetry, at @—fB—o triple junction, the B
component concentration at IPB (from the w-phase side) mustbe equal toc,, = 1/2.
At planar regions of IPB, equilibrium concentrations are found with the help of the
common tangent rule and are equal to ¢y, = ¢, — Ac,/2 between @ and w phases;
Cpo = Co + Ac,/2 between $ and w phases, where Ac,, is the homogeneity region
for the w phase (Figure 5.10). The indicated concentration change corresponds to

g cawcw Cﬁa}

I 1

Ac,

Figure 5.10 Dependences of Gibbs potential (per atom) for
the intermetallic phase w and the initial phases « and B.
Common tangents specify the equilibrium concentrations
between «, B, and @ phases, and the homogeneity region
for the w phase. The value Ag defines the driving force for
the « + B — w transformation.
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the change of the reduced chemical potential
fL = jp — A = 0g/ac

which is the diffusion driving force along IPB.

Owing to diffusion along IPB, concentrations will appear different from equilib-
rium, that is, supersaturation has to be accounted for. As a result of this effect, the
motion of the boundary with “immuring” of atoms into the new phase will occur.
From the problem specification, IPB will have the center of symmetry (center of
nucleus), which we take as the origin of the coordinate system, and direct the x
axis along the a—f planar interface. Now, it is sufficient to consider the part of the
interface limited by the coordinate quarter. Let us take the IPB part between the o
and w-phases, located in the second quadrant, for example. From here onward we
will consider only this part.

The boundary concentration can change only in two ways: first, via the diffu-
sion fluxes along IPB, and second, via the boundary motion (Figure 5.11). The
concentration profile ¢ (I,t) change along the moving boundary is described by
Equation 5.12, formally corresponding to the law of conservation of matter

de _ 1% _cU (5.12)
at nal 8
where j is the flux of the B component along the boundary, I is the curvilinear
coordinate, counted from the contact point of «—B-w along IPB in the a-w
direction, n is the number of atoms per unit volume.

We will consider the rate of boundary motion U (¢) in the direction normal to
IPB to be proportional to the difference between the local concentration at the
boundary ¢ and the equilibrium concentration in the @ phase (at @—w contact) ¢
25, 26]

U(c) = k(c — Cao) (5.13)

Here, k is the reaction constant. In the case of a concentration gradient
(proportional to the chemical potential gradient) being the diffusion driving force

a phase (A)

U(c)

o phase (ABy)

B phase (B)

Figure 5.11 Schematic of interphase boundary and components’ fluxes.
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along IPB, the expression for the flux will be

. ~dc
J = Jchem = —nD— (5.14)

al
where D is the reduced diffusivity. For the phase with a too narrow homogeneity
region, the reduced diffusivity formally tends to infinity (because of the thermody-
namic factor), and the concentration gradient tends to zero; yet, the flux remains

finite [27, 28].

533
Numerical Results

The IPB evolution was investigated by using the computer model, the main
features of which are given below. Consider IPB as a discrete set of sections,
each of them being characterized by the sequence number, i, the average
concentration, c¢(i), and its center coordinates. The concentration change for
each section is determined by the numerical solution of Equation5.12 in
finite-difference algorithm. The motion of the section in the direction normal to
the tangent is realized simultaneously, at a velocity defined by Equation 5.13. For
the numerical solution of the problem new variables were used: ¢ = I/M is the

dimensionless curvilinear coordinate, where M = / D§ /k holds, and © = kt/$ is
the dimensionless time. Therefore, all spatial quantities must be treated within
a new dimensionless coordinate system. The curvilinear coordinate ¢ is counted
from the point of triple junction (¢ = 0) and is limited by the IPB length {max (1)
in the given quadrant. Having employed new variables, we get Equation 5.12 as

2
% = g_gz —c(c— Caw) (5.15)
The velocity in dimensionless form reads
u= 2 (€ — Caw) (5.16)
M

The numerical solution of the problem, given by Equations 5.15 and 5.16, was
accomplished at the boundary conditions

(=0 =1/2, 0 (¢ =0)=m/4

- =0, 0@ =G (1) =0
¢=tmax(7)
where 0 is the angle between the x axis and the tangent to IPB. The section of
Zmax (T = 0) < 1 length, intercepting a certain distance on abscissa and ordinate
axes, was taken as the initial shape of IPB. A linear dependence from ¢ (¢ = 0) = ¢,
t0 ¢ (£ = Cmax) = Caw With respect to ¢ was chosen to be the initial concentration
profile along IPB.

While carrying out the computer experiment, the following characteristics of IPB
kinetics were discovered: Irrespective of the initial conditions a quasi-stationary
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Figure 5.12 Results of the analysis of dashed line indicates the IPB between $ and
the numerical model: (a) dependence o (plotted symmetrically to «—w IPB). The
of supersaturation at IPB on coordinate; dependences are given for t = 3.8 x 10* at
(b) IPB shape, solid line indicates IPB AE =0.1, At =2x 1074 §/M = 0.05.

between « and  (obtained numerically),

regime of the process is established with time. During this process the concentration
profile ¢ (¢) and the IPB shape Y (¢) remain unchanged relative to the { = 0 point.
In the range ¢ > 1 the thickness of the w-phase island becomes constant. The
point of triple junction (¢ = 0) moves at constant velocity, which leads to linear
growth of the new phase bulk.

The IPB profile and the supersaturation obtained with the help of above-described
model at T = 3.8 x 10* for the parameters A& = 0.1, At = 2 x 107*, §/M = 0.05
are shown in Figure 5.12. We have managed to obtain the analytical solution for
the steady-state case.

5.3.4
Analytical Solution for the Steady State

For the steady state, Equation 5.12 becomes a second-order differential equation
for the composition profile ¢ (1, t) along the interface

Dazc kc(c )
- = o — Caw
al2 8

With respect to supersaturation, Ac = ¢ — ¢y, We get

3% (Ac) k
o = E (Caw + AC) Ac

17
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A very narrow homogeneity range Ac < ¢4, iS a characteristic property of
intermetallic phases; therefore, ¢y, + Ac = ¢, and we arrive at

92(Ac) 1 Ds
312 = FAC, L= E (5.17)

where L is the characteristic length of the process. The differential equation
Equation 5.17 with the boundary conditions

Acli—g = Co — Caw = ACy/2 Acljoo =0

has the analytical solution

Ac, _1
Ac=—¢L (5.18)
2
Strictly speaking, this solution is correct only for an island of infinite length , but,
actually, we can apply it to finite islands with I, > L as well.

5.35
Asymptotic Thickness of an Island

We choose a reference system, whose zero coincides with the contact point of
a—pB—-w phases (I = 0). In the steady state, although the system moves constantly
in the laboratory reference frame at certain velocity, V, the shape of the boundary
y (I) and concentration profile ¢ (I) along it remain unchanged. So, each physically
small section of IPB gets an instantaneous velocity, V'(l), directed along the tangent
to the boundary (Figure 5.13).
According to the rule of velocity addition, we have
o U(l)  kac(l)

1% 1%
Atl =0, we get

kAc,

X

Figure 5.13 The rule of velocity addition in the reference frame of a moving IPB.



5.3 Kinetics of Lateral Growth of Intermediate Phase Islands at the Initial Stage of Reactive Diffusion

then
I
sin @ = sin B exp <_Z> (5.19)

The angle 6, is found from the condition of mechanical equilibrium for three
phases in the triple junction point. In our case,

Oup = Ouw COS Oy + 04, cOS Oy = 20, COs by

correspondingly

1
sinfy =,/1 — ZVZ (5.20)

where y = 048/04.
Let us find now the y (I) dependence integrating

: I
Y(l) = / sin @ dl = LSil’l'go (1 — exp <_E>>
0

then the asymptotic thickness of the «-phase layer overgrown by the new phase is

. . |Ds .
H, = lim y(l) = Lsinfy =,/ — sinfy
l—>o00 ka

In the symmetrical case, the total thickness of the island becomes

Dé
Hmax = 2Hy = [ 7— (4 = ¥?) (5.21)
ke,
Note that a “frozen-in” concentration profile in the new phase is linear in the
direction perpendicular to the initial -8 contact

Ac,
s
Thus, in our model, the asymptotic thickness of the phase layer is determined by the
characteristic size L, which, in turn, presents a combination of kinetic parameters
D and k. Tt is highly essential to analyze the behavior of this combination when the
homogeneity region of the phase tends to zero. The interdiffusion coefficient at
IPB may acquire different forms, but it is always proportional to the second-order
derivative 3%2g/dc?, which tends to infinity with Ac tending to zero [28]. The reaction
constant k is also proportional to the same second-order derivative.

c(y)=co—

5.3.6
Estimates

Within the model we have assumed that the boundary curvature can be neglected.
To check this assumption, let us analyze the ratio of the following fluxes: jeury
(caused by the curvature gradient) and jehem (caused by the concentration gradient)
in a quasi-stationary approximation. In the general case, we have
. D" 3 (0,2p)  ¢D*0, Q2 dp
T ST 0l keT 0l

(5.22)
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cD* i ¢D* djidc  cD* d*gdc

ksT 8l kT oc 8l  kpT ac? ol

To estimate the mentioned ratio we will use the shape of the boundary, obtained

analytically without taking into account the gradient of curvature. In accordance

with the geometry of the problem, the boundary curvature is p = —d@/dl.
Differentiation of Equation 5.19 gives

. ] .
cosf db = _sinb exp (——) dl = —Smedl
L L L

Jehem ~ (5.23)

So, p =tan /L, and the gradient of curvature becomes

ap sin 6

L 5.24

al L% cos?0 (-24)
According to Equation 5.18 the concentration gradient will acquire the following
form:

ac Ac, I

——_ —= 5.25

ol 2L P < L) (5:25)
Then

ap

Jeurv %R0 26,Qsinb 5.26

' dgoc 9 '

Jehem - ACw—gLC053 0

ac? cl ac?

The ratio jeurv/jchem has a maximum at 6 = 6,. Thus, using Equation 5.21 and the
almost obvious relation

9? 9? A
g~ / Vg N
Cw Acw 362 Cowr (1 - Cm)

ac?
(see Chapter 4), we obtain

Jeur _ 80520, (1—cy) (4 —¥?)
jchem = AgHmaxJ/3 (5'27)

Experiments with multilayers give Hy,.x &~ 1078 m. After having reasonably esti-

Ac,

mated other parameters
0, ~ 1071 J/m?, Q~10%m?, Ag~ 10727, y~1
we get

Jew 8% 1071 x 1072 x 0.5(1 - 0.5) (4 — 1)
jchem N 10720 x 10-8

~A6x102P k1 (5.28)

Regarding Equation 5.21, one can formulate a general condition at which the
contribution of the curvature gradient can be neglected (i.e., jeury/jchem < 1)

D(Ag)* _ (4—y?) Bo,Q(1—c,)?c)
>
k 8y®

Having estimated the fluxes ratio, we conclude that the IPB curvature gradient
contribution into the driving force during the asymptotic stage can be neglected.

(5.29)
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537
Conclusions

In Section 5.3, the phenomenological model for the evolution of the morphology
of the IPB of intermediate phase islands at the lateral growth stage was proposed.
The marginal case of the problem, involving intermetallic phase growth at reactive
diffusion due to purely “chemical” driving force according to the mechanism
similar to DIGM, was analyzed. It has been proved that the lateral growth of
intermediate phase islands at reactive diffusion obeys a linear time dependence.

The thickness of the new phase layer depending on the kinetic parameters of
the system was determined. The asymptotic thickness of the island is determined
by the ratio of kinetic factors; it is proportional to the square root of the ratio of
diffusivity along the IPB and the reaction constant at this boundary, which in the
symmetrical case equals

b5 Oup 2
Hmax = k_ 4——
Ce (%

The curvature gradient contribution into the fluxes along IPBs and the correspond-
ing effect on the growth kinetics depend on the particular mechanism of flux
leveling employed. In most cases, at the stage of ordered-phase lateral growth, the
“chemical” driving force along IPBs, caused by the concentration gradient, is more
significant than that is caused by the gradient of IPB curvature. The presented
analytical expression for the asymptotic thickness of the intermediate phase island
allows forecasting the thickness of a new phase layer in a binary diffusion couple at
the lateral growth stage, provided the estimation of their diffusion characteristics
and reaction constants are performed.

5.4
MC-Scheme of Reactive Diffusion

A possible approach to solving the problem of atomistic Monte Carlo (MC)
simulation of reactive diffusion is suggested. The approach is based on an MC
model with pair interaction energies which strongly depend on the local atomic
surrounding. The new MC model describes the competition of two intermediate
phases appearing in the diffusion zone.

5.4.1
Formulation of the Problem

Many authors [15, 16, 29—-33] addressed theoretical aspects of phase nucleation and
growth at reactive diffusion. Still, the problem remains unsolved. The process of
formation of several phases is of special significance as it is difficult to establish
the criteria of phase growth and suppression as well as to find the incubation
time of phase formation. The problem of competition and sequential phase

121



122

5 Modeling of the Initial Stages of Reactive Diffusion

formation at thin film solid-state reactions has been actively investigated since
the 1970s when the microelectronics industry was boosted. However, it has
not been solved yet. There are no unambiguous criteria for phase growth and
suppression.

Modeling the processes of reactive diffusion by atomistic MC methods will give
an opportunity to analyze the initial stage of the process, the nucleation of a
new phase, and the kinetics of diffusion zone morphology. The realization of the
MC simulation for such phenomena is complicated by IPBs that appear to and
possess a certain surface energy. Another tricky task is to describe the thermody-
namics of the new phase. It is quite clear that the formation of a new phase is
caused by energetic profitability. The question arises whether using the same pair
interaction energies for both new and parent phases is correct or not.

References [34-38] can be considered to be among the first to treat the sim-
ulation of the initial stages of reactive diffusion by atomistic MC methods. The
authors of the mentioned papers have developed a new approach to modeling
two-phase systems. The suggested method treats different pair interaction energies
for an ordered phase and a solution. It is assumed that the new phase con-
tains atoms whose local surrounding (within the first coordination shell) has
an ideal order. For a two-dimensional quadratic lattice this criterion is formu-
lated as follows: A atoms are surrounded only by B atoms and vice versa. The
interaction energies for atoms belonging to different phases are introduced ad-
ditionally. It is done so to keep the surface energy of interfaces positive. Model
parameters are presented Dy six pair interaction energies: ®aa, Pap, pp — for
atoms of the solid solution; @, — for the intermetallic phase (neighborhood of
A-A and B-B in the ordered phase is impossible; therefore, the corresponding
energies are disregarded); ®,p/, @4 — for atoms belonging to different phases
(Pap = Parp)-

Simulations using the “residence-time” algorithm for the vacancy mechanism
demonstrated a two-stage growth of a single intermediate phase in multilayers. It
was also shown that the first stage of reaction corresponds to the lateral growth of
new phase islands and the second one to normal growth.

5.4.2
The Model

Consider a binary system as a two-dimensional rigid triangular lattice containing
40000 sites. Each lattice site can be occupied by either A or B atom. Periodic
boundary conditions are used. Any atom in this lattice has six neighboring atoms;
there are also possibilities for vacant sites . In the simulations, one vacancy per
whole simulation box is usually introduced. The energy of an atom in the site
is determined as the sum of pair interaction energies with six atoms from the
first coordination shell. The diffusion of atoms is accomplished through a vacancy
mechanism employing the residence-time algorithm. In this mechanism, a vacancy
always jumps into one of the six neighboring sites at each MC step. The jump
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Figure 5.14 Energy profile along vacancy jump: E; and
E, are the energies of the system before and after jump,
respectively; Q the migration energy; and AE the energy
change as a result of the jump.

probability in the ith direction is calculated as

Voi €Xp (— kf&‘)
= 6
Q; )
3 vyexp <__
= kT

where vy; are the preexponential frequency factors related also to the mobilities of

jumping atoms; kg, the Boltzmann constant; and T, the absolute temperature. The
migration activation energy Q is given as

AE
Q= T + Ey (5.31)

where AE is the change of energy of the system as a result of the jump; E is the
parameter which characterizes the main barrier height (Figure 5.14).

To simplify the model we treat Ej as a constant. It gives the following result for
the probability:

AE
few(~r)
b= AE
, _AE
;ﬁe"p< szT>

where f; = vg;/vop characterizes the ratio of the mobilities of the components.
The energy E of the system is given as the sum of pair interaction energies

(5.32)

in the approximation of the first coordination shell. To simulate the first-order
transformation, we use the approach suggested in [34, 36].

The chosen lattice type implies the existence of two ordered phases A;B, and
A;B;. The foundations of the suggested model are as follows. Each phase has
its own pair interaction energy: ®, — for the parent phase; ®; — for the phase
A;B;; @, — for the phase A;B,; &, — for atoms belonging to different phases (any
of them). Then the calculation of the jump probability needs only differences of
these parameters (related to the formation energies of phases A;B,, A;B4, and to

123



124

5 Modeling of the Initial Stages of Reactive Diffusion

Table 5.3  Identification criteria for phases A;B; and A;B;.

Phase AB; A;B,

Types of atom A B A B
Variants of 6B | 5B+ | 3A+ | 3A+ | 2A+ | 3A+ | 3A+ | 2A+ | 6A | 5A+
neighbor- 1v 3B 2B+ | 3B+ | 3B 2B+ | 3B+ 1v
hood v v v %

®@e ®6e 6 ®®en®®
®@veenme ®VO®EeE®
®e ®6e 6 ONONONON®)
ONONORURORORONCORORINCRG)
)@ (b)®®®®

(

Figure 5.15 lllustrations of phase structures and possible
vacancy locations that satisfy the phase identification criteria:
structure of (a) A;B, phase and (b) A;B; phase.

surface tension, respectively)

) — D, ®, — D, ®, — D,
BT~ T T 0 YT T
So, in our model we use three thermodynamic and one kinetic parameters: ¢,
¢, correspond to the formation energies of the ordered phases; ¢ is analogous to

surface energy; f characterizes the ratio of atoms’ mobilities.

To realize the identification criteria one needs to determine unambiguously to
which of the two phases the atom belongs to. If the atom’s neighbors meet the
conditions given in Table 5.3, we will consider that the atom belongs to one of the
ordered phases A1 B, or A;B; (Figure 5.15), otherwise to the parent phase.

g1 = (5.33)

5.4.3
Nucleation of Phase A, B, at the Interface A—A;B;

Initially, a layer of phase A;B, was placed between the layers of pure component
A (Figure 5.16). In the case of phase formation between pure A and phase A;B,,
which already exists, three stages of phase formation are clearly distinguished:
nucleation, lateral growth, and normal growth (Figure 5.17). Simultaneously, with
the increase of the thickness of the phase layer, the transversal grain growth occurs.
The latter is induced by the process of reactive diffusion itself. This growth leads to
a decrease in the effective permeability of the layer.

The transition from one stage to another is characterized by an energy maximum
due to overcoming the nucleation barrier (Figure 5.18). The time dependence of the
average concentration of the solid solution is nonmonotonic (Figure 5.19). First,
the concentration increases as a result of concentration preparation of the medium.
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Figure 5.16 Formation of A;B; at the interface A—A;B;:
(a) initial state; (b) 1750 MC steps; (c) 3500 MC steps;
(d) 5250 MC steps. Model parameters: ¢; = —0.25,

¢, = —0.275, ¢; = 0.2, and f = 1.
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Figure 5.17 Time dependence of the “volume” of the A;B;
phase in MC steps at nucleation at the interface A—A;B; for
the following set of parameters: ¢; = —0.25, ¢, = —0.275,
¢s=0.2,and f =1.
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Figure 5.18 Dependence of the system’s energy (per
atom) on MC time at nucleation of A;B; phase at the in-
terface A—A1B; for the following parameters: ¢; = —0.25,
@, = —0.275, ¢; = 0.2, and f = 1.
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Figure 5.19 Dependence of the average concentration of

component B in the solid solution on MC time at nucleation

of A;B; phase at the interface A—A;B; for the following
parameters: @1 = —0.25, ¢, = —0.275, ¢, = 0.2, and f = 1.

At a certain moment which corresponds to nucleation of the intermediate phase
A;By, the concentration of the medium stops increasing. At the stage of lateral
growth, the concentration slightly decreases. Thus, the formation of the new phase
is preceded by the concentration preparation of the diffusion zone. Nonmonotonic

dependence means concentration supersaturation of the solid solution with respect

to the appearance of A;B; phase.
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Figure 5.20 Dependences of the “volume” of the A;B;
phase on MC time at nucleation at the interface A—A;B; for
different values of ¢;. The values of the other parameters
are ¢ = —0.25, ¢, = —0.275, and f = 1.

Stage-by-stage growth of the new phase allows us to define the incubation
time for phase appearance and to determine its dependence on thermodynamic
parameters of the system, the effective driving force and effective surface en-
ergy. On the basis of numerous simulations, it was confirmed that the increase
of surface energy leads to the increase of incubation time (Figure 5.20). The
dependence of incubation time of nucleation on thermodynamic parameters
of the phase was studied as well. As it had been expected, the increase of
the effective driving force led to a decrease of the incubation time. Since the
phase A;B; nucleates in a nonhomogeneous diffusion zone with sharp con-
centration gradient, its incubation time includes the concentration preparation,
necessary for smoothing of the profile and corresponding increase of the nucle-
ation driving force. According to nucleation theory in the field of a concentration
gradient, phase nucleation requires a region to be formed where the concentration
gradient is less than a certain critical value.

Due to periodic boundary conditions this model system is treated as a multilayer
consisting of intermediate phase A;B, layers and A-based solid solution. Since
A;B, is an ordered one, its diffusion coefficient is much lower than that of the solid
solution. Thus, the thickness of the layer of the solid solution will determine the
incubation time of phase appearance, while the thickness of the ordered-phase layer
almost does not influence the process at all. In order to check the above sketched
speculations, MC simulations were carried out. It was proved that the incubation
time for phase A;B; formation at the interface A—A;B, increases with the growth
of the solid solution layer, and reaches the asymptotic value (Figure 5.21).

To prove the fact that the dependence of incubation time is caused by the
necessity to diminish the concentration gradient in the diffusion zone to a certain
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Figure 5.21 Dependence of the incubation  units v" = tvgexp (—Eo/kg T). MC simula-
time of phase A;By nucleation at the inter-  tions are performed for the following set
face A—A;B; on the thickness h of the solid  of parameters: ¢; = —0.225, ¢, = —0.25,
solution layer (d is the lattice constant). The ¢, = 0.2, and f =1.

incubation time is taken in dimensionless

critical value, we use the following simplified phenomenological model: Consider
a two-dimensional diffusion couple which consists of the B component layer
of h thickness, placed between semi-infinite layers of A component. The initial
concentration profile is given as
1, |x| <h/2

0, |x|>h/2 (5:34)

Co (%) = {

For this problem, one may also obtain the concentration profile analytically. It is
given by

1 h/Z—x) (h/Z—i—x)}
= — f f .
c(t,x) 5 {er ( Wi +er Wi (5.35)

where D is the diffusion coefficient, taken to be independent on concentration. The
concentration gradient is evaluated from

oo 1 (h/2 - x)° (h/2 + %)

If we consider the incubation time, necessary for decreasing the gradient to a
critical value, as Ve, in the plane of initial contact, we obtain the equation which
establishes the relation between incubation time t and thickness of the layer, h

1 h?
=V o« = _ 1 — R 537
‘ zm{ exp( 4Dt>} 37

This equation is transcendental with respect to 7, but allows us defining h via
1

1—2Vcequ/ DT

dc
ax

x=h/2

W =4Dtln (5.38)
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h

Figure 5.22 Characteristic dependence of incubation time
7 on the thickness h of the solid solution layer, calculated
from Equation 5.38. The asymptotic value of 7 is equal to

"= <2Vccr\/nD>7
It is easily seen that the thicker the layer, the larger the incubation time. At
sufficient thickness of the layers, it becomes

-1
Tt = <2Vccr«/71D>

The characteristic dependence of incubation time shown in Figure 5.22 qualitatively
agrees with the results of MC simulations (Figure 5.21).

The above given analysis reveals a rather simple reason for the dependence of
incubation time on thickness. The thinner the layer, the sooner the profile becomes
different from that of an infinite couple. Thus, the gradient becomes more smooth
and nucleation becomes thermodynamically possible.

544
Competitive Nucleation of Phases A;B; and A;B; at the Interface A-B

The initial configuration is presented by a layer of B component placed between
two layers of A component (Figure 5.23). Periodic boundary conditions turn the
system into a multilayer consisting of the layers of pure components with equal
thicknesses.

Let us now analyze how the difference in thermodynamic driving forces influ-
ences the phase competition. As expected, the first growing phase is the one with
the highest formation energy (Figure 5.24). The second phase forms either at the
initial interface or between the first and parent phases. Both the first and the second
phases demonstrate three stages: nucleation, lateral growth, normal growth. At
that the second phase grows slower than the first one.
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(c) (d)

Figure 5.23 Formation of A1B; and A;B; at the interface
A-B: (a) initial state; (b) 2500 MC steps; (c) 5000 MC
steps; (d) 9250 MC steps. Model parameters: ¢; = —0.25,
@, = —0.275, ¢, =02, and f = 1.
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Figure 5.24 Dependences of “volumes’ of phases A;B;
and A;B; on MC time at nucleation at the interface A—B.
The results of MC experiments are as follows: ¢ = —0.25,
@, = —0.275, ¢; = 0.2, and f = 1.
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(@) (b) ©

Figure 5.25 MC experiment for lateral competition: (a) ini-
tial state; (b) 625 MC steps; (c) 10750 MC steps. Model
parameters: ¢ = —0.325, ¢, = —0.35, ¢, = 0.3, and f = 1.

(a) (b)

Figure 5.26 MC experiment for lateral competition: (a) ini-
tial state; (b) 625 MC steps; (c) 10750 MC steps. Model
parameters: ¢ = —0.25, ¢, = —0.4, ¢, = 0.25, and f = 1.

5.4.5
Lateral Competition

An interesting morphological evolution is observed when the contact zone is
initially set as a parallel connection between the nuclei of both phases (Figures 5.25
and 5.26). When phase formation energies have similar values, lateral competition
leads to consecutive connection in the diffusion zone (Figure 5.25). If phase
formation energies differ considerably, a more favorable phase A;B; destroys the
nuclei of phase A,B; (Figure 5.26).

5.4.6
Conclusions

The present section has treated one of the possible approaches to solve the problem
of atomistic MC simulation of reactive diffusion. The main idea implies the use of
the MC scheme with variable pair interaction energies when describing the initial
stages of reactive diffusion. A new MC model involving the initial stages of reactive
diffusion has been suggested. The model’s peculiar property lies in the strong
dependence of pair interaction energy on the local surrounding which enables
clear distinction between the phases. The suggested model allows investigating
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the nucleation kinetics for ordered phases in multilayers. The obtained results
prove that the model is a suitable tool for the analysis of phase formation and
morphological evolution processes. In particular, it was shown that

« the formation of the first intermediate phase includes three stages: concentration
preparation (incubation time), linear stage of lateral growth, normal growth;

« the incubation period is stipulated not only by the own nucleation barrier but
by the concentration preparation (formation of a solid solution with a very low
concentration gradient) as well;

« the incubation time increases with the increase in multilayer period and reaches
the asymptotic value.

The suggested modification of the MC simulation for vacancy diffusion allows
modeling the systems at an atomic level, which permits the description of first-
order transformations with the formation of several ordered phases. The results
of modeling the kinetics of solid-state reactions in multilayers with the forma-
tion of ordered phases can explain some experimental data because they enable
the observation of the initial stages of the processes at an atomic level.
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6
Flux-Driven Morphology Evolution
Andriy M. Gusak

6.1
Introduction

In the present chapter, we discuss some new approaches to structure evolution in
open systems, developed jointly with our colleagues from the universities of Los
Angeles and Eindhoven (King-Ning Tu, Frans van Loo, Alexander Kodentsov, and
Mark van Dal).

Morphology evolution in closed systems, like ripening and grain growth, has
been studied and modeled for many years. We discuss some peculiarities of
standard models in Sections 6.2 and 6.3. In Section 6.4, the main ideas and models
concerning reactive diffusion between copper and molten solder at simultaneous
coarsening of the reaction products are presented. It has been shown that, unlike
the classical case of LSW theory, here it is the gain in chemical energy that
presents a driving force, while the total surface energy of the boundaries is nearly
constant. Therefore, firstly, the kinetics of the process is controlled not by the
surface tension but by the transmission capacity of liquid channels between the
grains of the growing intermetallic. Section 6.5 briefly treats the idea of flux-driven
grain coarsening as applied to the case of grain growth at thin film deposition. It is
demonstrated that the deposition process itself must help large grains to consume
(or, more precisely, to overlap) the small ones. This effect might result both in
linear as well as parabolic growth of the average lateral grain size depending on
temperature and on grain boundary (GB) tension.

Ripening and grain growth are used to demonstrate instability in the size
space: any narrow size distribution of grains or precipitates broadens with time.
Recently, a new type of instability was discovered, the possible instability of mark-
ers row (K-plane) during inhomogeneous Kirkendall shift during interdiffusion:
Section 6.6 deals with the theory of Kirkendall planes bifurcation and instability at
interdiffusion.

In Section 6.7, the influence of electric current on surface structure evolution
and grain rotation in tin thin films is studied. Peculiarities of mass transfer in
two-phase alloys at electro- and thermomigration are highlighted in Section 6.8.

Diffusion-Controlled Solid State Reactions. Andriy M. Gusak
Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
ISBN: 978-3-527-40884-9
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6.2
Grain Growth and Ripening: Fundamentals

During the last eight years, joint efforts of the research groups from the universities
of California (Los Angeles) and Cherkassy have led to new approaches and results
concerning the prediction of morphology evolution in open polycrystalline systems
[1-6]. Here the concept “morphology evolution” firstly means the time evolution
of sizes, shapes, and orientations of the grains in polycrystalline systems. The
following open systems are treated here:

1) thin films in the process of deposition;

2) diffusion or reaction zones at inter- and/or reactive diffusion;

3) compounds of solders with metals and conductive thin films under electric
current (and corresponding electromigration of atoms);

4) solders at a temperature gradient.

For comparison, classical examples of morphology evolution in “closed” systems
are (i) ripening of precipitates at the last stage of decomposition of supersaturated
alloys, (ii) void coarsening at the last stage of sintering, (iii) normal grain growth (the
growth of large grains at the expense of small ones) in polycrystalline materials or
soap films, (iv) colony growth during cellular decomposition, and (v) grain growth
by grain rotation depending on misorientations between neighboring grains. All
the processes listed above are caused by “internal” reasons (driving forces), that is,
the tendency toward reduction of interface or GB surface energy.

The theory of both precipitates ripening and void coarsening has been established
for about 50 years (LSW theory, [7-10]) and is generally accepted as a basis of
material science, though it still remains in partial disagreement with experimental
data [11-15]. Despite numerous attempts [5, 16—24], a universally accepted theory
for grain growth has not yet been developed.

6.2.1
Main Approximations of the LSW Approach

The main approximations of the LSW approach are the following:

1) Theasymptotic stage of decomposition is treated, assuming the supersaturation
of the parent phase approaching zero, and the volume of the new phase is
practically constant and only undergoes redistributions due to dissolution of
small (undercritical) precipitates and growth of large (overcritical) ones, with a
critical size being determined synergetically by the system itself.

2) The mean-field approximation is applied, that is, the supersaturation of the
parent phase A = (C) — C®! in the vicinity of any precipitate is taken as one
and the same, common for the whole system without considering correlations
between the size and local supersaturation.

3) The steady state approximation is employed. This means that the Laplace
equation V2C = 0 is solved rather than the diffusion equation (second Fick’s
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law), with Gibbs—Thomson boundary conditions at spherical boundaries of
the precipitate given by

Clt,r = R(f) = C*9 + % (6.1)

Here « for the case of precipitation of an almost pure element B from a diluted
solution of B in A equals

2y Q

kT

where y is the surface tension and € is the atomic volume.
Taking into account the steady state and Gibbs—Thomson conditions, the
growth (or dissolution) rate for a spherical precipitate is determined by the
following balance equation at the moving spherical boundary:

a=Cd (6.2)

dR ()= C(t,r=R({) D (x

=0 . == (a0 R) (6.3)
Equation 6.3 naturally introduces the critical radius:

Rcr(t)zi, R< Ry =dR/dt <0 (6.4)

A(t) R> R, = dR/dt >0

The critical radius increases with time (as supersaturation diminishes), catch-
ing up with the growing particles one by one, which then start dissolving
(ultimately, “the only one must remain” in a finite system, yet this falls beyond
the statistical theory).

Approximate constancy of the volume of the new phase at the asymptotic stage
results in a simple relation between critical and average sizes, namely:

N dR; o
~ .Z—l = ; —_
0~ ;:1 Ri—5 =D <A(t) ;:1 Ri aN) (6.5)

o
= A(t) = 5 = Ru(t) = (R) (6.6)
(R)
Having combined Equation 6.3 and the condition of “almost constant volume,”
Equation 6.6 gives a simple-looking ultimate equation for growth/dissolution
at the asymptotic stage:

dR Do 1 1
TR (m - E) ©7)

The size (radius) distribution of precipitates obeys a continuity equation in
the size space, provided there are no direct collisions of the particles and no
fluctuations:

Ocde
af (t, R) 9 dR) | f /(; (6.8)

1

———(f(tyR)— = Do [ L | 2o - =

Jt JR dt R | R / Rde R
0
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8) A rather sophisticated analysis (performed by Slezov in 1958) of the integro-
differential equation Equation 6.8 gives the following asymptotic solution:

4
(R)* = (Ro)’ = g Dat (6.9)
4 2
P(u) = 35_/63 u exp(—l/(31 —2u/3)) Cu<3
2 3y (E B u) 11,3
Pw)=0, u>3/2 (6.10)

where the probability density as a function of reduced size P(u) (u = R/R;) is
time independent and normalized to unity

3/2
/ P(u) du=1 (6.11)
0

The law as described by Equation 6.9 is generally in good agreement with
experiment. The form of the distribution function almost never conforms to it.

6.2.2
Traditional Approaches to the Description of Grain Growth

Grain growth in a polycrystalline body or a soap film and is caused by the same
thermodynamic origin as ripening (tendency toward reduction in surface energy
by way of consumption of the small grains by the large ones), but is realized
without long-range diffusion (if not segregation effects). Two marginal approaches
to the description of the grain growth process are known: the deterministic and
the stochastic ones (and, of course, a number of combined models employing the
approximations of both approaches).

In the deterministic approach (the most well known are the Burke—Turnbull
model [16], Hillert’s theory [17], the topological model of Fradkov—Marder [18-20],
the Di Nunzio model [21]), the behavior of each grain is unambiguously determined
by several parameters: size (radius, cross-sectional area or volume), number of
nearest neighbors, and so on. In the stochastic approximation, first suggested by
Louat [22] and later modified by many authors, the grains are treated as “drunken
sailors” who randomly walk within a semi-infinite size space with a boundary zero
point working just as a sink (without the possibility of nucleation of new grains).
Since a nonzero possibility of getting to the zero point (and disappearing) always
exists, the number of “travelers” (grains) diminishes, while the average size of the
grains increases.

The deterministic approach seems to be more physically founded since it deals
with the explicit form of the driving force of grain growth process, namely the
reduction in the grains’ surface energy. However, this approach in the standard
Hillert’s form leads to a wrong prediction with respect to the size distribution of
grains. In order to obtain a more precise form of the distribution, Fradkov and
Marder extended the number of state parameters by introducing an additional
parameter — the number of grain’s sides, but this was done only for the two-
dimensional case.
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The stochastic approximation allows one to find a reliable size distribution.
Already in his first work, Louat obtained the Rayleigh distribution, which is in
rather good agreement with experiment. Later, Pande [23] introduced an additional
drift term, inversely proportional to the size of the grain and of negative sign:
this means that drift results in a decrease in each grain (which appears to be
completely incorrect for the usual size space and works quite well as for the
normalized space as discussed in [5]). Pande showed that the additional drift term
in the equation for random walks transforms the Rayleigh distribution into the
log-normal one. In spite of the indicated progress, the physical meaning of the
stochastic approximation as well as the idea of “diffusion” of fairly massive grains
in the size space remain unclear. Moreover, the role of grain growth driving force
in this approach is not clear enough.

To adequately analyze numerous modifications of the LSW and LSW-like theories
(those of Hillert’s type), we need to simplify the mathematical method, probably by
neglecting the analysis of uniqueness and stability of solutions. Such an attempt at
simplified derivation is presented in Section 6.3.

6.3
Alternative Derivation of the Asymptotic Solution of the LSW Theory

If there is no physical reason to check whether or not the asymptotic solution is
unique and stable, one may employ a simplified way used by the author first for the
problem of flux-driven grain ripening in the zone of reaction copper-molten solder
[1]. Here, we apply this approach to classical ripening in the 3D closed system
(LSW case). The size distribution in classical LSW theory satisfies the well-known
equation

of s (f e @ _nbD
5——aoﬁ<—R((C)—C——)>; ao—aa (6.12)

The distribution function should also satisfy the constraint of matter conservation
niCiVi+n(C) (V= Vi) =nCV (6.13)

x4
Vi :/ g71R3f(t, R ARV, (C)— C° (6.14)
0

where n;, C;, and V; are respectively the atomic density, atomic fraction, and
volume of the new phase undergoing coarsening in the parent phase matrix of
n, (C) (initially Cp), and V — V; (initially V) respectively. For the late stage of
coarsening, the limitation of nearly constant volume of the new phase is fairly
correct

n(Co — C°)

oo

4

Vi = / 7 R*f(t,R)dR = ————"V = const (6.15)
0 3 niCi

139



140 | 6 Flux-Driven Morphology Evolution

Equation 6.15 is the only constraint on the LSW size-distribution function for the
case of a closed system. Then

%/Ooo Rsde:o:—aO/OOO R3aiR (J% <<c>_ce_%)> dR  (6.16)

Using the boundary conditions for f(R), we obtain the supersaturation as

/de ,

A=(C)-C=at— = % (6.17)
/Rde (R)

which means that in the LSW case, the critical radius is simply an average one.
The condition in Equation 6.17 transforms Equation 6.12 into

ﬁ:_AiG(L_l)), A Da (6.18)
a1 R\R\R "R m G

The structure of Equation 6.18 suggests new variables,

T=At, &=R/AY" (6.19)

Solving with separation of variables (f = g(t)@(§)), we get

jﬁf = d:‘;(p (% - éé + ;2> - <§ - (%g%) =Xl =const (6.20)
To find the parameter 1, we should use the constraint of constant volume:

&(7) —14/3/5 £)de —EA—?V (6.21)
which means that

g(r)=const-t7*3, A= —% (6.22)

Using Equation 6.22 in Equation 6.20, we have
dlng 2 1/(&) — 2&2

=432 = 6.23
& & P -3/ +3 (6.23)
Thus,
. ) n 38 — 682 - 1
= —= > dgy, E=— 6.24
o) neXp{/o 53513 E} © (6-24)

The formal solution for the LSW distribution function is

B R? Rt 35 _ gg2
R = oot ted [ B
(AN (Ap) 0 £3 —38¢ +3

Bisw -
= 2550) (6.25)
n Ag
R ==V
T=Al, 5= 5 G (6.26)

———=, Bisw=——og—7——"—
13
(A0 in /0 55(¢) de



6.3 Alternative Derivation of the Asymptotic Solution of the LSW Theory

The parameter & should be found from the following self-consistency condition:

=) ="—f——"—"— (6.27)

/0 @,

To solve this equation, we need to know the explicit form of the function ¢. We
have three possibilities and three corresponding explicit forms found by standard
integration:

/0 " egie, B)d

o] —

[OK

) d§

b E(E" = (3/2)*3

This case refers to a single negative root of the denominator in Equation 6.24.

——1/3
/E*)3] ] (6.28)
38652 662+18/|£1|+38

i) B el B 3 3 B
2 (1 1)2512+3/|51| (&) 226743/ 121
ol = ( iy 1+ 3/ &

3 & <3/|,§1| —&2 4 %é)

[1]:

1/3
51=—«/§[[1+ 1—(@/@*)3} +[1— 1—(

X exp
(3/1&11 + 267) \/3/ &1] — £ /4
« | arctg n—161/2 +arctg |&11/2
3/ 161 — €7 /4 3/ 16l — &1 /4

2) Degenerate case & = E* = (3/2)%/°.

Then

1
n-e” exp <_7~) 13
— n/v EB* 3
1—n/ 11/3,17(( ) (6.29)

E>E"=(3/2"°
In this case, we have two different positive roots and one negative root:
£ = 2V E cos(¢/3)
£ = —2vV Ecos(¢/3 + 7/3)

g = —2VEcos(¢/3 —1/3), cos() = ’

T3
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e =0, for n>§& (6.30)
38667 38662
n '\ E1-5)E1-%) n '\ EB2-8)E2 &)
w(n)=n2(1——> (1—-)
&1 &
35-6£7
(E3-81)(63-82)
><<1—|—%>3 v 2, for n<§&
3

Substituting Equations 6.28—6.30 in Equation 6.27 for a wide region of E values,
we can check (by numerical calculation of integrals in Equation 6.27) that this
equation is satisfied strictly for & = &* = (9/4)!/. For all other values, the product

/ £G(E, B) de

f 56, 5)de

is less than unity. This means that only regime (2), with

1 2\*?
(§) = = <§>

and the distribution, given by Equation 6.29, are self-consistent. Thus, the critical
size changes with time as

~

[

[1]:

4 n Da \'?
3w )
which is the same as the classical LSW result. The size-distribution function
presented in Equation 6.29 is the same as the asymptotic LSW expression.

To make this conclusion even more evident, let us express Equation 6.29 in
terms of the reduced size

3 2/3 -
w=n/(n = (5) n o nVE =u/3/2)

R = (R) = (£) (AD'° = (

so that
1
uzelex <—7>
P\imwen) 3

(1 N ;)7/3 (1 j Vuz>11/3’ 2

Thus, the simplified method developed here gives the same asymptotic solution
as the general LSW approach. However, the shortcoming of this method is the
use of numeric (very simple, though) integration. Nevertheless, it seems to be less
complicated and “more standard” as compared to the original LSW theory.

¢(u) = const

6.4
Flux-Driven Ripening at Reactive Diffusion

The investigation of reactions between Cu (or Ni) and molten solder have proven
that the growth of intermetallics is accompanied by diffusion coarsening. A



6.4 Flux-Driven Ripening at Reactive Diffusion

classical coarsening is a stage that follows nucleation and growth when the
total volume of the new phase is practically maximal and the substance just
undergoes diffusion redistributions between the particles [8-10]. The driving
force of classical coarsening is the reduction in the interface area or surface
energy. Therefore, the total area of the surface of new phase is reduced. The
investigation of surface reactions between molten solder and metal has shown
that ripening of the scallop-type intermetallide phase at the surface proceeds
simultaneously with scallop growth. Since the volume of the intermediate phase
increases with time, the type of coarsening is referred to as nonconservative. The
driving force of this process is the release of free energy due to intermediate phase
growth.

Assuming scallops to have a hemispherical shape (which appears to be realistic
until the reaction zone becomes about 10 um thick and if composition of liquid
solder is close to eutectic), we consider the total area of the intermediate phase as
not changing with time in the process of growth. The scallop growth is observed
at the reaction between eutectic solder SnPb and Cu [25-27], and also between
Pb-free solders (for example, SnAg) and Cu [28, 29], and between pure tin and
copper [30, 31]. It was experimentally shown [32] that as the layers of reaction
products grow, ripening of scallops takes place; the corresponding model that
describes this phenomenon was proposed as well. In [1], we (Gusak and Tu)
proposed the kinetic theory for the new type of coarsening grounding upon (i)
conservation of the interface area at increasing volume and (ii) the dominating
role of channels between the scallops. We have called this phenomenon flux-driven
ripening (FDR).

6.4.1
Experimental Results

Solder reactions typically occur at 200 °C, lasting anywhere from a few seconds to
several minutes. In case of pure Sn or Cu, the reaction temperature is typically
around 250°C. In these reactions, Cu3Sn and CugSns IMCs are formed at the
interfaces. The phase CugSns is the dominant growth phase and has scallop-
type morphology. The size of the scallops can grow to several microns in
diameter after a few minutes of reaction at 200°C between eutectic SnPb and
Cu. The radius of the scallops was found to obey an approximately t'/*> depen-
dence of growth. The number of scallops decreases at an approximately t~2/3
dependence [25, 27]. The activation energy of the growth measured form the
growth rates occurring from 200 to 240 °C during the reaction between eutectic
SnPb and Cu, is about 0.2-0.3 eV/atom. On the other hand, Cu;Sn is a thin
layer and its growth is very slow. Liquid channels between the scallops remain
during the whole process. The morphology of scallops and channels is thermo-
dynamically stable in the presence of molten solder. Indeed, the molten eutectic
solder SnPb quickly wets the GBs of CugSns [33—35]. The channels serve as
fast diffusion paths supplying copper to the molten solder and activating the
scallop growth. According to the data of scanning electron microscopy [1], the
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Figure 6.1 Scallop-like morphology of CugSns during wet-
ting reactions between molten eutectic SnPb solder and Cu:
(a) top view of CugSnsscallops after 1 min reflow at 200°C;
(b) cross-sectional image of CugSnsscallops after 10 min
reflow at 200°C (channels indicated by arrows).

channels are less than 20 nm wide, which, however, exceeds the usual GB width
(Figure 6.1).

6.4.2
Basic Approximations

The scallops have a shape of a hemisphere (Figure 6.2). Designating the area
between the scallops and copper as S$'°?!, take into account that the total surface
area between hemispherical scallops and molten solder is equal to double S©%!:

N
gecallops/melt = % "ox R} =2 x ) 7R} =25 = const (6.31)
i=1
e R
'
d
/
/
/
/
// Jout
;oo
/l T Jin T
] R
R 2
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S total 8

Figure 6.2 Schematic diagram of the cross section of an array of scallops on Cu.
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Jin is an input flux of copper directed from the substrate into the melt via channels
(serving for the growth of scallops) and Jou is an out-flux of copper that was not
used for building up the IMC. For small solder bumps, this out-flux quickly tends
to zero after their saturation. Thus, while the phase growth contributes to the total
volume increase, the total area of scallops does not change.

Alternatively, Schmitz et al. suggested [36] that channels are not totally liquid
but instead they are the grooves, transforming (near the substrate) into prewetted
GBs of CugSns phase (also with high permittivity for copper). Recent observations
of Suh and Tu [37] demonstrate that actually the situation might be intermediate:
the crystallographic orientation of the CugSns scallops is not fully chaotic. There
exist some agglomerates of scallops within which orientations are close, but the
misorientation between agglomerates is far from being close. Since the wetting
condition depends on the GB tension, and this tension depends on misorientation,
one can expect that the GBs between scallops of the same agglomerate are not
wetted, but boundaries between agglomerates (with large misorientations) are
wetted by liquid solder and are transformed into liquid channels. All copper
coming from the substrate is utilized for scallop growth, so one may neglect the
out-flux of copper from the ripening region into the volume. It is fair for at least
small solder bumps, since, say, a 100-um bump becomes saturated with copper
in 10 s. Interfacial diffusion of copper along the scallop/copper interface is not a
rate-limiting factor (as shown in [1]).

Since the growth of a scallop must occur at the expense of its neighbors, it is
a ripening process. In this process, there are two important constraints. The first
(geometrical) constraint is that the interface of the reaction is constant. The second
is conservation of mass, in which all the in-flux of Cu is consumed by scallop
growth.

6.4.3
Basic Equations

Let f (¢, R) be the size-distribution function, so that the total number of grains and
the average value of radius are equal to

Ni(t) :/(; f(t, R dR, (R)= %/ Rf(t,R)dR (6.32)

0

respectively. The first constraint of constant interface takes the form
N oo
Y 7Rl = / 7 R f(t, R)dR = stotal — sfree = gtotal — congst (6.33)
i=1 0

The surface area of channels for the copper supply is

x5
sfree — f S27Rf (1, R)dR (6.34)
0
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G(C)

Ce

Figure 6.3 Schematic dependence of Gibbs free energy
on composition. Quasiequilibrium concentration of Cu
in the alloy near the substrate (C?), in the intermetallic
joint CugSns or n phase (G) and in the alloy with stable
equilibrium with the planar n phase (C°).

The volume of the growing intermetallic scallop is

Yoo 2
Vi=)y 7R =] 7R f(t, R)dR (6.35)
i=1

The major constraint of our system is the conservation of mass; that is, the “in-flux”
is consumed by growing intermetallic scallops,
dv;

iCi——
mgy

Here n; and C; are atomic density and mole fraction of copper in the intermetallic
respectively. The “in-flux” density is determined by Fick’s law with the average
gradient being equal to the ratio of the difference AC = C? — C° (between the
equilibrium concentration of Cu (in solder) with substrate and intermetallic in
accord with Figure 6.3 and average width of the reaction zone (approximately equal
to the average radius of a grain):

co—C

e —nD= o (6.37)

— Jin Sfree (636)

(n standing for the number of atoms per unit volume). Since scallops must
grow and shrink atom by atom, the distribution function should satisfy the usual
continuity equation in size space

of 9

i —ﬁ(fu}g) (6.38)

where the velocity in the size space, ug, is simply the growth rate of scallops, found
from the equation for flux density:
_dR _ —j(R)

UR = — =
R dt n;C;

(6.39)
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In the classic ripening theory, when each grain is spherical and is surrounded by an
infinite supersaturated solid solution, the expressions for j(R) and ug are found as
a steady state solution of the diffusion problem in infinite space around a spherical
grain with fixed supersaturation (C) — C* atinfinity. In our case, the scallops almost
touch each other. Therefore, the classical expression is not applicable. In FDR, the
diffusional transport of copper atoms through the channels in the reaction zone
is the rate-controlling step, since ripening, which conserves the total surface area,
would be impossible without growth and growth is impossible without incoming
flux. Under the constraint of constant surface, the rate of ripening is controlled by
the incoming flux, and this flux is redistributed among scallops. Flux in (out) of
each individual scallop should be proportional to the difference between the average
chemical potential of copper u in the reaction zone (we take it to be the same
everywhere — a mean-field approximation) and the chemical potential o + (8/R)
at the scallop-melt surface:

J(R)=-L (u — Moo — %) (6.40)

where the parameters L, are determined self-consistently from the above-
mentioned two constraints of constant surface and mass conservation.
Equations 6.32-6.40 lead to the following distribution function:

f k(R D 11
9t 9(R)— (R IR (f (@ B ﬁ)) (©41)

where the growth rate k is determined by the incoming flux conditions rather than
by surface tension (as in the LSW theory).
L9 D(C? — %)
2 ni (@
We find the analytical solution of this equation in the form of a time dependence
for the average cubed radius

(R =kt
¢ R) — const R
fR = ()

(6.42)

where
3 3
on) = % - exp (— 3 ) , 0<n< <E> (6.43)
(5-n) 20
_ kK
T (3 0.5535

The form of the distribution is similar to Hillert'’s function for grain growth
(Figure 6.4). Indeed, it is easy to check that the average value of 7 is

3/2
/ ne(m)dn 4
R —
4

3/2
/ @(n)dn
0
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Figure 6.4 Scaling grain size-distribution function ¢ (),
n = R/(bt)!/3 at FDR in the reaction zone.

so that
n=mu=-u

and

dn 3u u 4
p(u) = ™ (n: T) :constm -exp(—z_u), O<u<?2
Thus, the mean size kinetics is “LSW-like” and the size distribution is “Hillert-
like,” demonstrating that FDR incorporates the features of both, ripening and grain
growth.

For

n 6 -5 2 1

—~1, C=-—, D~10"cm"s

n; 11
§~5x10"°cm, C"—C°~0.001

where C? is the equilibrium concentration of the melt and Cus;Sn; aphase the
growth rate

k~4x10 P em?s™!

For example, for a reflow time of t = 300s, we get R ~ 5 x 10~* cm, which is in
good agreement with the experiment [25, 27].

6.5
Flux-Driven Grain Growth in Thin Films during Deposition

Numerous experiments show that at thin film deposition the size of a grain is
comparable to the film thickness. This is especially true for vapor deposition of
face-centered cubic metal films such as Al and noble metals on a fused quartz
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substrate at a few hundred degrees of centigrade. The thicker the film, the larger
are the grains. It indicates that the very process of deposition somehow enables
the grains to grow during deposition. The thickening of the film is accompanied
by grain growth. It suggests a linear grain growth rate if the deposition rate
is constant. It is very different from most of the known two-dimensional (2D)
and three-dimensional (3D) models of grain growth providing the parabolic time
dependence for the average grain size.

In this linear mode of grain growth (the model was developed jointly with Tu and
Sobchenko), if we assume the grain radius to be the same as the film thickness,
the total GB area remains constant during grain growth

1
Scg = N x EanH = N x 7r* = $U0srte — copst

This fact is illustrated in Figure 6.5, in which three sets of films of hexagonal
grains with different grain size and thickness are shown on the same substrate
area. If we assume the edge of a hexagonal grain to be the same as the film
thickness, the total GB area in these three sets of film is the same. This is also
true if we assume the grains to be cylindrical. Hence, we have a unique case of
grain growth in which the total surface area is constant but the volume increases.
We define it as flux-driven grain growth (FDGG); it depends on the incoming
atomic flux of deposition [4]. This is quite different from the classical or normal
grain growth in which the total volume of the grains is constant, but the grain
boundary area decreases, and the grain growth rate is parabolic. In the previous
section, we developed a kinetic theory of ripening, FDR, in which the ripening
occurs under a constant surface area but growing volume. It is very different

~~
Q
=

—
O
-~

Figure 6.5 Schematic diagram to illustrate the
conservation of total surface of grain boundaries during
simultaneous deposition and lateral grain growth with pro-
portionality between film thickness and lateral sizes of

(c) grains being maintained.
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from the classic LSW ripening wherein the ripening phase, under the constraint
of a constant volume, reduces its surface area. The driving force of FDR is the
gain of bulk Gibbs free energy of IMC formation instead of the decrease in
surface energy. Clearly, there is a strong similarity between FDR and FDGG;
both are kinetic processes under the conditions of constant surface but growing
volume.

6.5.1
“Mushroom Effect” on the Surface of a Pair of Grains: Deterministic Approach

In Figure 6.6, the cross section of a pair of large (radius r;) and small (radius r,)
neighboring grains is shown. The top surfaces of the grains are assumed to be
spherical with radii R; and R,, respectively, and Ry > R,. We demonstrate below
that the deposition flux enables the larger grain to grow by the so-called “edge” or
“mushroom” effect and leads to a linear grain growth rate.

When atoms are being deposited onto the film surface, adatoms remain on the
surface for some time, migrate on the surface, and are looking for a suitable place
to join the lattice of one of the grains. We suppose that the migration length of
adatoms is very short, and they tend to attach to the “home” grain surface at the
place of their “landing.” Furthermore, we suppose that the only place where a
landing atom can choose its future “home” is located in a narrow band in the
vicinity of a junction where a GB meets the surface. Denote the width of this band
as 2d, and take a < d < dgynk, where a is an interatomic distance, approximately
equal to the spacing between atomic layers of the growing film, and dsinx is the
distance to the nearest sink (surface step) for an adatom to join the lattice. We
suppose that each atom, landing onto this narrow band, inevitably chooses the
larger grain as its “home” and joins the lattice of this grain with corresponding
orientation. There are atoms actually landing at the edge of the smaller grain

dR,

Figure 6.6 Schematic diagram of cross section of a pair of
grains in thin film deposition. The edge of the large grain
grows over the small grain due to the “mushroom” effect.
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inside the 2d band, but they join the lattice of the larger neighbor. This means
that the larger grain overlaps its neighbor by a distance d during the building up
of a new atomic layer, leading to a linear grain growth rate in proportion to the
thickening rate.

The reason for an adatom to choose the larger grain is simply a larger average
radius of this grain, hence the lower potential energy of the corresponding sites.
The difference in curvatures is not the only reason of choice. The difference in
surface tensions of neighboring grains can well be a more powerful factor; it is
known as a reason of abnormal grain growth in the absence of the deposition
flux. Here, we do not take this factor into account explicitly. Yet, it is obvious that
during the initial stage of film formation or islands growth, those grains with less
surface tension should grow faster, and after the formation of the initial layer, they
start as the larger grains. Thus, adatoms tend to choose them as their “home”
grains.

In this simple model, the velocity of each GB is the same,

d

V=4— (6.44)
At

where At is the time of one atomic layer deposition, which is determined by the

flux density:
JjSiAt =nSia (6.45)
where n is atomic density of the film and S; is substrate or film surface area, so that

an aj
At=2", V=242 (6.46)

J an
Hence, the rate of film thickening is

dh a j a

— LT 6.4

dt At n dl | (647)
Thus, the velocity of GB movement is approximately equal to the thickening rate
and is independent of the absolute value of the differences between the curvatures
of Ry and Ry, as shown in Figure 6.6. The direction of motion is always from the

larger grain to the smaller grain.

6.5.2
Analysis of Flux-Driven Grain Growth

In Figure 6.7, let S be the top surface area of a certain grain with Z neighbors. Then
s &
— = Ly Vi 6.48

where L is the length of boundary with the kth neighboring grain and Vj is
its velocity, positive if S > S; and negative if S < Sj. Naturally, the smaller the
neighboring grain, the shorter (in average) should be the length of boundary with
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Figure 6.7 Schematic diagram of the top view of grain
growth during deposition. Velocities of all boundaries are
the same in absolute value and are directed from the larger
grain to the smaller one.

it. We take simply that the grain size and the boundary length are proportional to
each other:

Sk
Ly = gry, =,/= 6.49
k=dqrk, Tk p (6.49)

On the other hand, the perimeter of the grain le L can be approximated as 27r,

r=4/S/m. Thus,

2
4= =, Li=2mr—" (6.50)

2.

>
i=1
Substituting Equation 6.50 in Equation 6.48, one obtains
z
2 nV

r k=1
2nr— =12 6.51
m’dt Tr— ( )

Tk
k=1
z
1
dr Ezrkvk + V], <1
k=1
_—= V. =
de Z ' —|\V,re >r
135, T
k=1

This is the basic equation for the growth or shrinkage of one arbitrary grain. It can
be expressed in terms of a size distribution function if we neglect the “short-range
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order” effects (i.e., correlation between sizes of neighboring grains):

Z
dr %Zrkvk %(/ r’|V|f(t,r/)dr/+/r /(—|V|)f(t,r/)dr’)

ar _ k=t - 0 - (6.52)
z 1 / t /d/
5y n V), e

Since a distribution function should obey a continuity equation, we have

) 9 7 d 5 vt r)dr

Y TRNEY Y Y il | R
/ v, ) dr

0

Equation 6.53 indicates the possibility of (r/t)-scaling. Indeed, we introduce new
variables:

T=1Vlt, &= Vit =7 (6.54)
Liow(Lotl), 21t
ot ot ToE)T or Tk
Then Equation 6.54 can be transformed into
/ £f(e.8)d
r%:é%—— -1 (6.55)
/ §f(r8)d
A factorized solution is possible by taking
f(@.8) =g(r)e(§) (6.56)
Then
dlng dlng / ol 28¢
e~ @ |1TE2 SR =1 (6.57)
[ e JAECGE

We can determine the constant parameter A from the constraint of conservation of
surface area:

const = / T R*f(t, R)dR = mg(r / E2p (&) d& (6.58)
0

= g(r) = const- 77
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It leads to

dlng
dlnt

Equation 6.59 makes it possible to find the type of time dependence for the average
grain size and for the number of grains in the frame of our model:

/ rfrydr’ g / E'p(g)ds

R) = =—"=
/ fr)ydr rg/ p(&')dg
_ tg/ o(') d&’ const

Thus, the average size in our model is indeed increasing linearly with time and,
hence, it is proportional to the film thickness.

=r=-3 (6.59)

= (&)t =const x T (6.60)

6.5.3
Stochastic Approach

So far, the choice of a “host” grain by adatoms within a narrow 2d band around the
surface area of a GB was considered to be totally deterministic: adatoms choose the
larger grain, independent of the difference in size of the two grains. It is physically
evident that for a pair of grains having nearly the same size, the procedure could be
stochastic. Therefore, we use a Boltzmann distribution of probabilities between two
neighboring grains, taking into account the energy difference as 2y 2 (1/r1 — 1/r,).
Then, from Equation 6.46 the velocity of GB is

_dj 2yQ 1
v="dn h[ = (rz - r1>] (6.61)

This equation resembles the well-known Potts model for normal grain growth, but
deals only with adatoms arriving at the surface and choosing their host grain. In
the mean-field approximation, the corresponding equation for size distribution has
the following form:

of  dja w1 1
e e | (6:62)

The numerical solution of Equation 6.62 has been performed for dimensionless
time and space scales:

2yQ
p=r1/k, L= Y= t(d/a)j/nL
kT
The typical evolution of the size distribution is shown in Figure 6.8. The time
dependence of the average size depends on the ratio (ﬁ) = kaQ Inthe case ; <1,

the equations become Hillert-like

djye (1 1
757(@‘;) (6-63)
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Figure 6.8 Typical size distributions, f (it, p), calculated
according to Equation 6.62: (a) tt =0; (b) tt = 10;
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and lead to a parabolic law for the mushroom effect instead of a linear one, but of
course, the rate is, as before, determined by the flux density.

6.5.4
Monte Carlo Simulation of Flux-Driven Grain Growth

The above-given analytical and numerical results were checked by MC simulations.
A full MC model, taking into account the rate of deposition, diffusion of adatoms,
their distribution among sinks leading to grain growth, and possible changes of
host grains at the free surface, was published in [38]. Here we present a simplified
MC model, which almost directly corresponds to the deterministic analytical model,
with the following assumptions:

1) Only those atoms arriving at the surface near a GB can choose their host grain.

2) If an atom arrived at the surface near a GB and if it is above the larger grain,
it inevitably chooses this larger grain as its host.

3) Ifanatomarrived at the surface near a GB, butis above the smaller grain, it can
nevertheless choose the larger grain as its host (edge effect) with probability
p=pn (n=20,1,2,3 in case of square lattice), depending on the number of
nearest-neighbor atoms of the smaller grain excluding the atom just below.

Figure 6.9 demonstrates the typical top view of grain structure for the case
p3=0.1, p2=0.3, and pl = p0 = 1. Figure 6.10 shows the average grain size
(in units of interatomic distance) versus the number of deposited atomic layers.
In full correspondence with the analytical model, the relation appears to be
linear. The initial nonmonotonic dependence is evidently due to random initial
size distribution. Moreover, the proportionality coefficient, obtained by numeric
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Figure 6.9 Top view: evolution of grain structure during deposition.
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Figure 6.10 Average lateral size versus height in MC modeling.

solution of Equation 6.53 and calculation of (R) versus h, appears to be 0.406,
which is rather close to the MC result (0.390).

6.5.5
Lateral Grain Growth in Aluminum Nanofilm during Deposition

Grain structure evolution of Al nanofilms during deposition at room temperature
was investigated by transmission electron microscopy (the results outlined in the
present section have been obtained in a common work with Thor Sobchenko, Guido
Schmitz, and Dietmar Baither and are published in [39]). Al thin films have been
produced by ion-beam sputtering from Al targets of 99.99% purity. The typical
background pressure of the vacuum chamber was 0.5 x 10~2 mbar, while during
sputtering argon gas was introduced to a maximum pressure of 0.5 x 10> mbar.
Silicon wafers or electron transparent carbon thin films were used as substrates
for cross section or plane view images respectively. For the preparation of cross
sections, a standard technique of grinding and ion-beam polishing was used. To
be sure that aluminum films have the same structure on both, silicon and carbon
substrates, the mean grain size was measured for layers deposited under identical
conditions on both types of substrates. For both substrates, the mean grain sizes

were found to be in close agreement. Specimens were investigated with a Zeiss
TEM LIBRA 200-FE.
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A fundamental question to the mechanism of growth is whether grains keep
growing laterally inside the film, after being covered by subsequently deposited
material. To check this, thin films were deposited with various thicknesses. First,
a cross-sectional view of a very thin film (h = 10 nm) was investigated and the
average lateral grain size was determined at the top surface. In the same manner,
the lateral grain size was determined in cross sections of thicker films (25, 50, 100,
and 250 nm) always (see the example in Figure 6.11). It was found that the average
lateral grain size was almost identical for all of them. This means that there was no
migration of grain boundaries at room temperature after the GB became covered
by subsequent material.

To determine the dependence of mean grain size on the film thickness, we also
used cross-sectional views as shown in Figure 6.11. Micrographs were acquired
in dark and bright field mode to identify GBs reliably. The mean grain size was
measured at different distances from the substrate in the range of 10-250 nm. It
was found that for Al thin films the average lateral grain size fits a parabolic growth
law (not linear!),

(R*) = (R*)o + kh (6.64)

in dependence on film thickness h (Figure 6.12). This experimental observation is
in obvious contrast to the linear relation assumed or found in recent theoretical
work (see first part of this section). An important consequence is that the grain
shape, for example, the width-to-length aspect ratio varies with deposition time.
At our experimental conditions, nucleation of new grains took place only at the
interface to the substrate. At the initial stage, grains are quite flat. During further
deposition, those grains that “survive” overlap the smaller ones and, hence, become
more and more elongated.

Figure 6.11 Cross-sectional view, Libra 200 FE, dark field.
Grain structure after deposition of a 250-nm film at room
temperature.
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Figure 6.12 Squared mean grain size dependence on film thickness.

In the first paper on FDGG [4], the linear dependence R oc h was taken for
granted, and the model was adjusted to fit this dependence. The main idea was
a so-called mushroom (edge) effect — the grain structure of a new atomic layer is
basically inherited from the previous layer, but can slightly differ from the previous,
in a very narrow band (of atomic thickness, 28) just above the GB. If an adatom is
about to become attached in this region, it can choose any of two adjacent grains as
host. In order to obtain the linear growth law, we had assumed in [4] that the above-
mentioned choice is done in a deterministic way: an atom that lands within the 28
band always chooses the larger grain as its host. So, the larger grain extends in each
new deposited layer and gradually overlaps the neighboring smaller grain. This
scheme has led authors, after doing some mathematics, to the conclusion that the
average lateral diameter should develop according to 2(R) ~ 0.8 - (§/d) - h. Here d
is the interplanar distance. In contrast, the presented experiment with Al deposition
demonstrated that the growth of the lateral mean size is substantially slower and,
moreover, it is better approximated by the parabolic dependence Equation 6.64.
Thus, a revision of the FDGG model is required.

It is evident that in such reconsideration that it is sufficient to take into account
thermodynamic probabilities when the choice of the host grain is made, the
probability of choosing one of the two grains should be proportional to the tanh
function, as in the Potts model. The probability of choosing the host grain by any
atom at the GB is determined by the local curvature of GB. In our experiments,
the surface of Al grains looked flat. So, from here we take into account only the
curvature of the GB joint with the surface, but not the curvature of the surface
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itself. The local curvature, 1/r, generates the difference in pressures across the GB
(Laplace pressure/tension, depending on curvature sign): Ap = y/r (in 2D case).
This means that the enthalpy changes steplike as AH = QAp = yQ/r. Evidently,
the Laplace tension is a macroscopic parameter, so that r is a mean-field radius,
averaged over at least several interatomic distances along the GB. Therefore, in our
phenomenological scheme below, we neglect the change in local curvature after
choosing of host grain by a single atom. Then the probabilities of belonging to one
of the neighboring grains is equal to

Y
ei 2rkT

ye oy
e2rkT + e 2rkT
Thus, the local lateral shift of GB after deposition of new atomic layer d is equal to
+8 with the probability
Q
e+ ZKW

pah _re
e2rkT + e 2rkT

and —3§ with the probability,

_re
e 2rkT

pah _re
e2rkT + e 2rkT

so that average lateral displacement is
Q2
Ax) =6 -tanh | ——
\Ax) an <2rkT>

Accordingly, the velocity of GB lateral motion is also proportional to the tanh
function

(Ax) (Ax) dh s ( rQ 1) (6.65)

T Aty (@ (dh/dt))  dtd UA\2TY
If the ratio y 2/ (kTr) is large, then we obtain results of our previous FDGG model,
with

depending on curvature direction. If the ratio y Q/(kTr) is small enough, that is, if
r=20nm, y=05Jm? Q=2x10%m? T=300K

then this ratio is marginal (about 0.12) and one can approximately replace the
tanh function by its argument, and we obtain the situation coinciding with the
Neumann—Mullins approach for normal grain growth in the 2D case [40, 41], when
the local velocity of any boundary is proportional to its local curvature:
y dh § Q
(a): V:M?, b)M=— - (6.66)

As proven by many authors, the dependence of the type (a) definitely implies a
parabolic law for the mean size, as in the case of normal grain growth. The basic
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peculiarity here is that the effective lateral mobility M of the boundary in our case
(FDGG) is proportional to the deposition rate. It is quite different from the normal
grain growth when the mobility M is determined by the kinetics of detachment of
an atom from one grain structure and incorporation into another one. In our case,
atoms have no need to detach — they just arrive and choose the “host” grain.

The following consequences (growth rate of the mean size and size distribution)
depend on the choice of the model for grain growth. We treat three types of models:
Hillert’s (1965) [17] model, leading to the Rayleigh distribution [5, 18, 19, 22], and
Di Nunzio’s pair interaction model [42]. Each of these models leads to a parabolic
growth law for the mean size of the form R = EZ) + kt. In all these models, authors
relate (in various manners) the local curvature of GB to the sizes of grains Ry, R;
divided by this GB. Such interrelation is not straightforward, and not evident, but
the transition from curvature radius to grain sizes is convenient for application of
mean-field approaches. For example, in Hillert’s model, 1/r is replaced by <%) -
(the local Laplace tension is replaced by the difference in effective Laplace tensions
in neighboring grains).

In our case, the more convenient form of dependence is the following:

(R*) = (R®)o + kh, k = k/(dh/dt) (6.67)
Interrelations between the growth rate k (or x) and mobility M are all (for all
mentioned kinds of models) linear,

My
P andr
but with different proportionality coefficients p, and what is more important is that

the size distributions are different.
We want to check now

k= p-My, k= (6.68)

1) whether our simplified model of flux-driven lateral grain growth due to the
chosen procedure (without thermally activated motion of GBs) predicts a
reasonable kinetic law for the average lateral sizes

2) and, if the answer is “yes,” then what kind of model (after replacement of
GB mobility by Equation 6.66) provides the lateral size distribution close to
experiment.

6.5.5.1 Hillert’s Model
In Hillert’s model [17], Equation 6.65 for individual GB motion translates into an
equation for growth/shrinkage of individual grains with some effective size R; of
the form

dR; 1 1

- =My (ﬁ - E) (6.69)
An LSW-type analysis of Equation 6.69 together with the continuity equation in
the size space provides an asymptotic parabolic law and an asymptotic normalized
distribution of reduced sizes

(R) — (R0 = S My 6.70
0= My (6.70)
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Table 6.1  Parameters of distributions.

s= (=1 sk={@=D) o _(w=1h _45

s st
Hillert 0.33 —0.430 —0.400 0.50
Rayleigh 0.52 0.590 0.065 0.79
Di Nunzio 0.40 0.039 —0.490 2.70
Experiment 0.42 0.230 0.260 1.45

=l =

_ 8u 2u B
g(u)_mfxp(—z_u), u=

(so that the factor p in Equation 6.68 is equal to puiert = 0.5). The Hillert size
distribution is characterized by a standard deviation s ~ 0.33, skewness sk ~ —0.43,
kurtosis K ~ —0.40 (see also Table 6.1).

6.5.5.2 Models Leading to a Rayleigh Distribution
For the first time, the Rayleigh distribution for normal grain growth

_R?
f(t,R)=C-R-exp (@) (6.71)

with
s~ 0.52, sk~0.59, K=0.065)

was obtained by Louat in 1974 [22], who treated grains as “drunken sailors”
randomly migrating in the semi-infinite size space, and disappearing after reaching
the zero point. Fradkov et al. [19] proposed a model using the Neumann—Mullins
theorem plus account of switching events for ternary joints (vertexes). They
obtained a distribution that almost coincided with the Rayleigh one. The same
Rayleigh distribution was obtained by Gusak and Tu in the framework of an
alternative approach — growth kinetics in the normalized size space [5]. In this
approach, for the 2D case, the main growth/shrinkage equation is the following

dRi _ M)/ R,‘ 1
a2 <(R2> B E) €72

Standard analysis of Equation 6.72 leads to
(R =Myt, R —R,= %~Myt
so that prayleigh = /4 ~ 0.79 (see Table 6.1).

6.5.5.3 Pair Interaction Model (Di Nunzio)

Di Nunzio [42] recently proposed one more approach to the kinetics of grain growth
taking pair interactions into account and using a more complicated interrelation
between sizes and curvatures. We implemented his algorithm (as we understood
it from [42]) and repeated the same results for the case of 2D growth with absent
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Figure 6.13 Grain size distributions: Hillert (dashed),
Rayleigh (dashed-dotted), Di Nunzio (full curve), and
histogram from our experiment (1325 grains processed,

R = ,/grain top area/r).

inhibitors. It gave the following values for standard deviation, skewness, and
kurtosis: s & 0.40, sk ~ 0.039, K ~ —0.49. For the mean size growth, we obtained
PDiNunzio ~ 2.7 (see Table 6.1).

The experimental grain size distribution is shown as a histogram in Figure 6.13.
The main parameters are s ~ 0.42, sk ~ 0.23, and K ~ 0.26. Thus, experimental
data are somewhere in between Di Nunzio and Rayleigh: the standard deviation
almost coincides with Di Nunzio, skewness lies quite in the middle between Di
Nunzio and Rayleigh, and kurtosis seems to be too sensitive (Table 6.1).

To obtain the experimental value for the factor p, we should, firstly, evaluate the
value of x in Equation (6.68),

MFDGG]/ B 5 VQ
dh/dt — d 2kT
We take
a
d=din = ﬁ

We roughly evaluate the maximal possible shift of GB in the next atomic layer as a
distance from the atom to the nearest center of the triangle:

24/3
8%—£-27’0=

a
—, Q=d/4
372 N @/
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Of course, the evaluation of the half-width § is ambiguous, but gives the correct
order of magnitude. So far, we have obtained

5 yQ

d 2kT
Thus, p&Periment 1 45 (between Rayleigh-type and Di Nunzio models). Contrary
to normal grain growth, when mobility is not well defined, in our case (FDGG) the
lateral growth rate depends mainly on geometric (8, d, ©2) and thermodynamic (y)
parameters.

One can see that at least the order of magnitude for the lateral grain growth
constant, predicted by the modified FDGG approach, coincides with experimental
data.

To conclude, the lateral grain growth during deposition can be described in
terms of FDGG due to edge effects, when adatoms in the vicinity of GBs choose
their host grain. The effective mobility of this lateral grain growth is proportional

~ 142 x 1077, (@Peiment — 9 06 x 10 m

to the deposition rate. In case of Al deposition, the lateral grain size distribution is
not far from the combination of FDGG with models of Di Nunzio or Gusak and Tu
proposed for the usual thermally activated grain growth (more close to Di Nunzio).

6.6
Flux-Induced Instability and Bifurcations of Kirkendall Planes

The fundamental ideas and all the experiments presented in this section have
been originated by Prof. Frans van Loo’s group. The author was lucky to enter this
group in Eindhoven Technical University practically at the moment of discovery
(beginning of 2000) and to formulate the conditions of stable and unstable K-planes
including the prediction of the only unstable K-plane. The initial concentration
difference in the diffusion couple contains its entire future, similar to the fire
ball of the Big Bang that contained the future of the Universe. Furthermore,
just as a minor fluctuation in the Universe’s fire ball may result in a the new
inhomogeneous structure, a small fluctuation in Kirkendall markers distributed
near the initial interface may lead to bifurcations and instabilities of K-planes.

From the intuitive viewpoint, it seems strange that the markers initially “smear”
over the whole concentration range of the diffusion couple (located in quite a
narrow region, though), and then gather into one plane which corresponds to only
one fixed (constant) composition; this plane is generally referred to as the Kirkendall
plane. It is accepted [31-35] that the (K-planes is a plane of initial contact moving
at parabolic dependence

X (t) — Xg(0) = const - v/

at a velocity proportional to the partial diffusion coefficients and concentration
gradient in the region with fixed composition:

Xx (1) — XK(O)>

cs (1 X)) = cs ( 7

= cx (6.73)
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0
Ux = (Dg (Nx) — Da (N¢)) w% (6.74)
x x:Xk

(here cg is the number of B atoms in the unit volume, vg is a partial molar volume,
N = Np = vuycp is the molar fraction). The K-plane is supposed to be an attractor
for markers.

Logically, a few questions arise: why should a system have only one attractor? Is
it possible for a binary system to have two or more attractors? Can the diffusion
proceed in the system without attractors (stable K-planes), with marker distributions
broadening with time? In the latter case, a system may “forget” the initial contact
plane that results in an especially tight connection between the materials. Thus,
the problem of instabilities and bifurcations of K-planes appears. As shown below,
this problem has a sound experimental basis.

6.6.1
Kirkendall Effect and Velocity Curve

According to Darken, the Kirkendall effect appears due to the inequality of own
diffusion fluxes causing the vacancy flux [43—-45]. If vacancy sources/sinks are
effective enough, the vacancy concentration is in equilibrium everywhere. This
means that the vacancy flux makes lattice planes disappear from the side of the
faster diffusant and form from the side of a slower one. Thus, the lattice moves
and it can be visualized with the help of inert markers (for example, tungsten wires
or micron-size ThO, — particles). To obtain a clearer image of lattice movement,
one may apply a so-called multilayer technique [36]. In this case, each half of the
initial diffusion couple consists of thin stripes (10-20 um), and the inert markers
are placed at each interface between the layers. In the process of annealing, the
diffusion zone widens, covering more and more layers, and, thus, more markers.
Then one can measure the displacement of each plane of markers at a certain
time, t. Having the displacement Ax; (¢), it is possible to find a so-called Kirkendall
velocity curve U (¢, x) (see Equation 6.94 below) [45-50].

Obviously, there is only one K-plane with the markers located at the initial contact
surface; it moves at a parabolic dependence

Xk (£) = X (0) + consty/t

dxg  const AXg
T e 2Vt 2t (6.75)

Therefore, we may use a simple geometric presentation of a K-plane: it corresponds
to an intersection of a straight line

1
U= % Xk — Xk (0))

and the marker velocity plot, U (¢, x).
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6.6.2
Stable and Unstable K-Planes

It can be easily seen that for the case shown in Figure 6.14 the K-plane is a stable
one. Indeed, if due to some incidental noise one of the markers is found to be
slightly ahead of the K-plane (Figure 6.14), its velocity is less than that of the
K-plane, so the marker comes back to the plane. If the marker is located behind
the K-plane, its velocity increases and it also reaches the K-plane. Therefore, if a
K-plane is fixed with an intersection in the region with negative slope of the velocity
curve, it is a moving attractor for markers.

There are several systems for which the difference Dy — D can change the
sign depending on the compound: for example, for the 8 phase of Au—Zn, Ni-Al,
Co-Ga, and so on. In such a case, the straight line U = %x and markers velocity
plot may have three intersections rather than only one (Figure 6.15), and three
possible K-planes.

We can say that K; and K; must be stable, while the K;-plane must be “virtual”
and unstable. Indeed, it corresponds to a positive slope of the velocity curve. So, a
marker placed in front of the K-plane moves faster than it and does not return to it.
The marker, located behind the K-plane, has a smaller velocity and also leaves it.
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Figure 6.14 Velocity curve for a single stable K-plane.
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Figure 6.15 Velocity curve for the case of three K-planes:
two are stable (1, 3) and one is unstable (2).
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Figure 6.16 Velocity curve for a single unstable K-plane
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Figure 6.17 Location of the stable K-plane (left) and veloc-
ity curve (right) for the couple Ni—Pd annealed at 1100°C

for 121 h.

Thus, all markers that could be a part of K, would be captured by K; and Kj. Itis also
possible in case of one (unstable) K-plane (systems Fe—Pd and Au4oZngo-AuzeZnse;
Figures 6.16 and 6.17). All the cases indicated above were found experimentally.

6.6.3

Experimental Results

1) A single, stable K-plane: ThO,-particles, placed at the initial contact of Ni/Pd
diffusion couple, join into one K-plane and are clearly observed (Figure 6.17).
2) A single, unstable K-plane: The initial row of ThO,-particles located at the

initial contact of Fe/Pd diffusion couple transform into a “smeared” set
of markers (Figure 6.18). In this case, provided no other reasons for such
spread are “to blame,” the diffusion couple consisting of two previously
made two-phase aurum-—zinc alloys, AugZngo-AuzoZnsg, presents no doubts
(Figure 6.19), especially if we consider better enlargement (Figure 6.20).
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Figure 6.18 Markers spread for the system Fe—Pd (annealed at 1100 °C for 144 h).
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Figure 6.19 Two stable K-planes moving simultaneously in
AusgZngs-AuZn from the region of the new lattice formed in
between them (annealed at 500 °C for 17.25 years).
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Figure 6.20 (a) Markers spread in the system Au4oZngo-
Auz0Znsp (annealed at 500°C for 6 h). (b) Detailed spread
of markers for the same system.
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3) Multiple K-planes: Experimental proof of the case given in Figure 6.15 was
found for the system Au-Zn (Figure 6.19). Two K-planes appear to be stable
(K and K3) and are observed in the interaction zone.

6.6.4
General Instability Criterion

As shown before, K-plane(s) appear(s) to be stable if it (they) Correspond(s) to a
negative slope of the velocity curve. A K-plane is considered to be unstable (virtual)
if it is found at a positive slope of the velocity curve. Let us try to derive the general
criterion for K-instability taking into account the concentration dependence of
diffusion coefficients, which makes it somewhat difficult to find the expression for
the velocity curve.

The condition of K-plane instability,

oU

— 0 6.76
ol (6.76)

XK

can be written explicitly, having introduced the substitution & = x/+/t and using
Fick’s law:

<_§d£ _ i(bdﬁ»; 09 ((DB D) v S8 )
2ds T A\ ds dg
d DB—DA dCB
= %( p “B¥>

d (DB — DA ) ~ dCB + DB — DA d (DdCB)
= — f") . f’l} JE— —_
deg D B dé D ®de dé

(i) D(‘E)ﬁldﬁ Dy — Dy
~da&\ p " dt 2 d |,

= UB (677)
The value of & for the K-plane is determined by the equation:

D

3CB

de
(Dg — Da) us I o Uk = s (51(\/—) «/_ (6.78)
resulting in
5K = (D — Da) v de
& g,

Substituting Equation 6.77 in Equation 6.76, we get the criterion

- (deg\? | d [ Dg— D4 Dy — Da \*

A transformation of the expression obtained in Equation 6.79 leads to the inequality

i L < -1 (6.80)
deg \ (Dg — Da) v .



6.6 Flux-Induced Instability and Bifurcations of Kirkendall Planes

The interdiffusion coefficient relates to partial diffusion coefficients according to
Darken (remembering that partial volumes have different values):

D = cavpaDg + cgug Da

Then,

d (CA.UA/UB—{—CBYAB) -1 (681)

E 1_rAB

where rap = Dp/Dg. For simplicity, we further treat the case when vy = vg = v =
const. Then, the instability criterion is reduced to such inequality:

()
dng \Ds /|y

The above inequality is true when, for example, the value Dp/Dp — 1 turns from

<0 (6.82)

positive to negative as the B-content increases.

We note that the instability criterion in the form of Equations 6.79-6.81 can
be applied only for the K-plane of special composition Nk. This is the additional
condition, similar to the sign of the second-order derivative determining the type
of extremum (maximum, minimum, or inflection point) for some function (the
first derivative being equal to zero). The condition Equation 6.76 can be used for
finding the prospective unstable “candidates.”

6.6.5
Estimation of Markers’ Distributions Near the Virtual K-Plane

Apparently, somewhere near the unstable K-plane, the system has one or two stable
ones, the latter acting as attractors and gathering all markers initially located at the
virtual K-plane. As shown above, a case when there is only one unstable K-plane
may be observed. Then the initial distribution of markers simply sprawls out (the
system gradually forgets the initial contact plane).

Let Ax be the distance between two markers near the virtual K-plane (for
which (dU/dx) > 0). The relative velocity of these markers is roughly equal (for
small Ax) to

dAX 93U

AU= —"~ —

5~ ax | AX (6.83)

XK

The composition of each (even virtual) K-plane must remain constant; therefore,

auU )
(6.84)
&K

ox

deg
dg

_13u_1d
XK_ﬁas Tt de

Denoting this constant as

((DB — Da) ug

J

oU
dx

(6.85)

d deg
=% (Dg — Da) ug ——
v &
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Then Equation 6.82 is reduced to

dAx " Ax (6.86)
ot '
so that
In Ax = Y Int+ const (6.87)
Let Axg be the initial distance between the markers. Then, formally, we may write
Ax (t £\ "
*® _ (—) (6.88)
AX() to

where the value of the “initial moment” is found from the initial conditions.

If, say, one marker is placed at the contact plane (x; = 0) and the other is at some
distance Axg from it, then it takes some time to involve the other marker in the
diffusion process. If we suppose that at the initial stage an ordinary bulk diffusion
takes place, we may take

to ~ (Axo)*/2D

D standing for maximal diffusion coefficient for the whole concentration interval.
In this case, the time dependence becomes

Ax () ~ Axo (zbt/Axg)T (6.89)

The behavior of markers in the multilayered sample may be calculated numerically.
This is what the next section features.

6.6.6
Spatial Distribution of Markers

The above-described experiment on the markers smearing in the diffusion couple
is incorporated into the model describing the spatiotemporal evolution of the
distribution of markers, p (t, x). Here p (t, x) dx is the number of markers in a
thin layer (x, x + dx). Obviously, from the condition of markers’ conservation, it
follows that the continuity equation must be fulfilled

0 9j
% __9 (6.90)
at dx
Jj standing for the flux of markers’ density. For inert markers, it equals
. dcp
j=pU=p Dy~ Do) (6.91)

Further, we treat (for simplicity) the case of constant and equal partial volumes for
all constituents. Then, the time evolution of markers’ distribution is described by
the system of two equations
N _ 9 (NgDa + (1 N)D)aNB 6.92
ot oax\ oA B Tox (6:92)

oo 9 ONp
£ Dr — D) ——
ot~ ox (p( 5~ Da) ax)
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Figure 6.21 Markers redistribution during interdiffusion:
(a) one unstable K-plane, (b) two stable K-planes, and
(c) one stable K-plane.

The second of these relations is not very convenient for numerical calculations, since
the initial distribution is Gaussian with very small dispersion, rather resembling
the Dirac §-function. So, we rewrite it taking In p as the unknown function:
alar;p = (Dp — Da) 88% aér;p - aa_x <(DB — Da) %) (6.93)
Typically, the partial diffusion coefficients Dy and D, depend exponentially on
composition with a linear dependence on Np in the exponent. The coefficients in
this dependence have been varied with the aim of getting different forms of the
velocity curve. We have drawn several typical examples of numerical simulation
for the single but unstable K-plane (Figure 6.21a, the peaks moving in opposite
directions and eventually spreading out), two stable K-planes (Figure 6.21b, two
peaks moving in opposite directions and approaching the Dirac delta-function),
and one stable K-plane (Figure 6.21c, one peak becoming narrower and narrower).

6.6.7
Possible Alternative to the Multilayer Method

As proven, in order to find K-planes as well as the concentration dependencies
for partial coefficients, one should have the velocity curve. The usual experimental
method, providing this, is the multilayer method. The diffusion couple consists of
several thin layers (generally, 10-20 um thick) with inert markers placed between
them. After annealing, the displacement of each marker plane is measured, and
the velocity of each plane is determined by the equation [34, 35]

1 dy
Ut =5 (r=vg, (6.94)

Here the displacement is y (t, xp) = x (t, x9) — %o, x being the marker’s coordinate
(at time ¢), and at the starting time the marker was at x; point. All coordinates are
written in Matano’s reference frame (x = 0 corresponding to the Matano plane).
Obviously, the calculation of the finite-difference derivative for markers, located
in the 10-20 um distance, leads to a great mistake and poor accuracy of the method
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viewed. Discussions with Prof. van Loo resulted in the formulation of the alternative
method grounding upon the initial homogeneous markers’ distribution. Here we
present some algebra demonstrating the advantages of the new method.

Assume the inert markers to be homogeneously distributed over the diffusion
couple before annealing. Actually, one may employ the steplike distribution (pro-
vided the markers’ distribution is different but constant in the left and right halves
of the diffusion couple). Let

M(x,x+dx) dM

dx T odx
be a markers’ distribution after annealing for time t. Here M (x,x + dx) = dM
stands for the number of markers inside the layer (x, x + dx) at time t. Markers
neither disappear nor arise (the law of conservation of markers number). Moreover,
they cannot mix, that is, the difference x; (t) — x; (t) changes its value but not the
sign with time. This means that the markers that belong to some thin layer
(xo,xo + dxo) will belong to it all the time, while the layer itself will undergo
changes in its location and thickness.

p @t x)=

X0 — % (t, %)

dx

?

X

%o + dxo — (%0 + do) = x (£, %0) + - —dxo
X0

This implies
Jx
po (x0) dxo = p (£, x (£, %)) a—dxo
X0

Thus,

0% _ Po (%0)
dxo  p(tx(tx0))

For further use of Equation 6.95, we rewrite Equation 6.94 in the following way:

U 1 0x 1 1 dx 6.96
=—|x—x—x(—— =—(x—x— .
2t 070 B 2t 9% (6:96)

Substituting Equation 6.95 in Equation 6.96, we obtain
1 po (%0)
U= —|x—x——= 6.97
2 <x o hx xo))> (697)

Equation 6.97 is quite inconvenient since it includes both x and x. To eliminate

(6.95)

this inconvenience, we treat only the case when the initial markers’ distribution
was homogeneous:

o (x9) = po = const (6.98)

In addition, we may take the inverse dependence X (, x). At that, one should be
very careful as the correspondence X, <> X is not completely “reverse.” Obviously,
for each Xj one can find the corresponding X = Xy + y (4, xp), since the markers do
not disappear. But it is not possible to find the corresponding value X for every X.
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Indeed, in the case of two K-planes moving in opposite directions, the substance

between them is “newly born,” therefore it is impossible to find the corresponding

Xo for some given X (X1 < X < Xx;). Formally, this interval (X1 < X < Xky)

corresponds to one point X, = 0. Further on, we exclude such intervals, if any,

grounding upon the following consideration. Anyway, there are no markers in

such an interval (p (x) = 0), so we know nothing about the velocity curve inside it.
For the regions, where each time t corresponds to some Xj, we have

a a t,
ax BE £0

resulting in

X t /
Xo (t,x):XL—i—/ de/

X, PO

X /
Xo<t,x)=XR—f *e(h)
X L0

X1, and Xg may fall beyond the diffusion zone, so that

(6.100)
dx’

Xo (8, X1) = X1(Xo (£, Xr) = XRr)

Substituting Equation 6.99 in Equation 6.96, we get

X
. XLpo +/X p (&) dx’
Utx)= — | x— L 6.101

0= 1% o (5%) (6.101)

It is clear that the results do not depend on the choice of X; outside the diffusion
zone.

Since the stable K-plane acts as an attractor for surrounding markers, p (¢, Xx) —
ocoand U — }i—lf This means that the latter equation can be used only for the left
part of the diffusion couple. For the right part (and it can be easily checked), the

equation is as follows:

xR
" XRPo — / o (tx)dx’
U(t,x) = % X — = (6.102)
t p (%)

The markers’ density can be small but the size of the layer (cross section) has to
be large in order to obtain sufficient statistics. The results presented here were
published first in [48—50].

6.7
Electromigration-Induced Grain Rotation in Anisotropic Conducting Beta Tin

White tin (or B-Sn) has a body-centered tetragonal crystal lattice (with lattice
parameters ¢ = b = 0.583 nm and ¢ = 0.318 nm), for which essentially anisotropic
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properties are typical (experiments described in this section were performed by
Albert Wu and King-Ning Tu [51]). In particular, specific conductivities along the
a (b) and c directions are 13.25 x 108 (2m) and 20.27 x 10~8 (Q2m), respectively.
Lloyd [52] reported a voltage drop in tin line under electromigration (atoms transfer
due to electron wind) during one day (at constant current). This implies a reduction
in resistivity in tin at electromigration. Apparently, some structural changes take
place in tin. On the one hand, the grains with lower resistivity may consume
(relative to the fixed current direction) those with higher one. On the other hand, a
change in grain orientation (grain rotation) may take place resulting in a change in
resistivity. To study the evolution of the grain structure in thinfilm tin lines under
electromigration, the local microdiffraction of synchrotron radiation was used [53].
Surface morphological changes also indicate that realignment may be caused by
grain rotation.

Driving forces and kinetics of grain rotation were treated in [54—58]. According
to these studies, the driving force of rotation firstly presents the dependence of GB
tension on the angle between the neighboring grains. In this section, we propose a
mechanism in which the grain rotation is induced by electromigration. Resistivity
of the line consists of bulk resistivity of grains plus resistivity of GBs. Grain
rotation simultaneously leads to the drop in bulk conductance and minimizes the
misorientation relative to the current direction.

It requires a torque consisting of a force and a moment arm to rotate an object.
Owing to anisotropic properties of beta tin, we suggest a plausible mechanism that
can generate a torque under an applied electric current. Electromigration-induced
vacancy fluxes directed from cathode to anode have different values in neighboring
grains with different orientations. This difference (singular flux divergence) leads
to supersaturation with vacancies of the boundary at one side of the grain and
undersaturation at the other. Since the top surface of the tin line is stress free and can
be considered to be a good sink/source of vacancies, it must have the equilibrium
vacancy concentration. That is why the vacancy gradients and fluxes should be built
up in vertical directions. Vertical vacancy gradients imply vertical stress gradients
along the GBs. Thus, they indicate transversal forces (up and down) acting on the
atom at the two GBs. This pair of forces is the origin of the torque. Further, we
show that the atomic flow or diffusion along the GBs results in grain rotation.

Many studies have been focused on electromigration in metal interconnects
[59-65]. However, these studies were based on electrically isotropic materials, such
as aluminum or copper. The vacancy flux in such materials causes the inverse
gradient of mechanical stress (a so-called back stress) mainly in the direction
parallel to the current flow but not in the direction normal to it, hence there is no
grain rotation.

In Figure 6.22, we consider a simple and geometrically ideal situation of three
grains: a “bad” grain, grain 2, in the middle, with its ¢ axis directed along the
current (electron flow) direction, and situated between two “good” grains, grain 1
and 3 at the left and the right, respectively, with their a axis also orientated along
the current direction. The electrons flow from left to right. Since both resistivity
and diffusivity of grains along a and ¢ axes are different, the electron wind effect
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Figure 6.22 Schematic diagram of grain 2 with “bad” ori-
entation between grains 1 and 3, having a “good” orienta-
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and the corresponding vacancy fluxes in the bad and good grains are different:

bulk mye,bulk
chulk py

Ji= Sz

bulk Hya,bulk
chulkp

Jo= T2 (6.103)

Here J¢ and J% are the vacancy fluxes along a and ¢ axes. The reference data for the
diffusivity and resistivity of tin atoms along these two directions are

D.=50x10""m?s™!, p.=2033x10"%Qm

D,=133x10""°m?s™!, p,=13.33 x 10°* Qm

The atomic flux under electromigration should be in the same direction as
electron flow. Therefore, a counterflux of vacancies flows from right to left. The
effective charge, Z*, is considered to be the same in both directions (actually, this
assumption is not proven). Since D.p, < Dyp,, from Equation 6.103, we find that
a larger vacancy flux reaches the GB II from grain 3 to grain 2, yet a smaller
vacancy flux leaves GB II going into grain 2. This smaller vacancy flux then goes
through grain 2 and reaches GB I. Correspondingly, a larger vacancy flux leaves
GB I and goes into grain 1. In grain 2, depletion (undersaturation) of vacancies
occurs at GB I and corresponds to compressive stresses near the boundary. On the
other hand, supersaturation of vacancies and corresponding tensile stresses occur
at GB II. In this model, the divergence of vacancies at GBs is such that the vertical
gradient of stresses acts as vertical forces at each atom in the GBs. It acts down
(atomic flux moves down) at GB II, but up at GB I. Therefore, this pair of forces
generates a clockwise torque and leads to the rotation of the bad grain.

In a slow (quasi-steady-state) process, the vertical gradient of vacancy concentra-
tion can be found from the flux balance condition: the number of spare vacancies
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entering the boundary due to the difference in horizontal fluxes equals the number

of vacancies arriving at free surface,

A Cv N Cl;ulk Z*Q]
h = kT

Since the vertical gradient is what makes the torque rotate the grain, it is important

G
sDSP

<Dg,bulkpu _ ch],bulkpc) h (6.104)

to correlate the vacancy concentration gradient to the stress gradient. Since the
stress is in equilibrium with the vacancy concentration,

G G

= X
v = Cvo - €Xp T
the stress gradient along the GB is

do ~ kT aC, ~ 4 Z*BJ (Dabulk a chulk )h (6105)

dh — QC, oh = T QSDGB

By multiplying the stress gradient with the atomic volume, the force which acts on
an atom along the GB is

Fl=Qx -0 x4
*on T TspcE

v

do Z*Cj (Da,bulkpu _ Di’bulkpc) h (6106)

To sum up the effect from every atom, the total force that acts upon all atoms in

the GB becomes
dxhxé§_, _  Z%
v g b= Egpo

( pebulk pa _ pebulk )hzd (6.107)

For the full torque (from both GBs), which acts upon unit width of the grain and
causes the grain to rotate is
h1 Z%e¢f

=2F,-- =+
"2d QDGB

(Dz,bulkpa _ Df),bulkpc) h3 (6.108)
For the standard equation for angular velocity of grain rotation,
=—=1IM 6.109
w=7 (6.109)
with a mobility term [45]
4096825 DSB 1
kT B
where § is the width of the GB, DSB is the vacancy diffusivity at GB, and Q is the

atomic volume. Inserting Equations 6.108 and 6.110 in Equation 6.109, the angular
velocity becomes

(6.110)

do  40965DCB 1 Z*ej
s (Dabulk a _ pebik), ) (6.111)

Since the diffusivity of vacancy and atomic coefficient of self-diffusion can be
correlated both in the bulk and at the surface,

bulk bulk Hbulk GB GB HGB
phulk — cbulkpbulk - pGB — cGB pg
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Equation 6.111 becomes

do C\G/B 40964 ¥ a,bulk a c.bulk ¢
w=$=@WZe](D' — D" p) (6.112)
In the general case, where the ¢ axis of the “bad” grain is orientated at an arbitrary
angle u to the current direction, the magnitudes of vacancy flux density along the ¢

and a axes are equal to

Cbulk Dc,bulk Cbulk Da,bulk
I = %Z*epcjcose . Ji= %Z*ep“jsin@ (6.113)

Considering that the electron flow direction is along the X axis, only the x direction
of the overall vacancy flux contributes to the torque,

bulle — _j¢ cos 6 — J9sin O

vx

By following the same logic, the angular velocity would be

9
= — = Kcos*6
w dt COoS

where

40968 DB 1 Z*ej
K= —"7 - ( pebulk pa _ pebulk pc)
kT h? DSB
Thus,

do  CS$B 40968
w=——= ——"
dt C]\)]ulk kTh?

Z*Q] (Da,bulkpa _ Dc,bulkpc) COSZ 0 (6.114)

A real tin strip sample, as can be seen in Figure 6.23, was tested at a current
density of 2 x 10* A m~2 at 100°C. The grain size was around 50 um, and the
GB width was about 0.5 nm. The effective charge number of tin is 17. The D® at
100°C is 2 x 10~7cm? s, The only unknown parameter was the ratio of vacancy
concentration in the GB and in the bulk. At 100 °C, it is reasonable to take this ratio
equal to 100. The calculated time for the grain to rotate was 447 h.

Figure 6.23 (a) Sn strip under electromigration at a
current density of 2 x 10* A cm~2 at 100°C for 30 h.

(b) Morphology of the strip shows grain rotation after elec-
tromigration for 500 h.
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The experiment shown in Figure 6.23 was carried out for 500 h. In [39], it is
stated that fine tin grains were also rotated under electromigration. In this sample,
the grain size is more equiaxial and should be 1 um in diameter. If we plug-in all
the known values, the calculated time to rotate one grain for a size of 1 pm is about
3 h. The experiment was performed for 7 h. From both results, we can verify that
the model is in good agreement with the experimental data.

In summary, a mechanism of grain rotation has been proposed to depict the
microstructure evolution in anisotropic conducting materials in electromigration.
We propose that the divergence of the vacancy fluxes from two neighboring but
differently orientated grains induces a vacancy flux for an atomic flux in the reverse
direction along the GB between them. The flux divergence exists because of the
anisotropic conduction. The GB diffusion or creep results in a rotation of the grain.
The rate of rotation estimated on the basis of the model seems to agree well with
the observed experimental data. The results of this section were published first
in [51].

6.8
Thermomigration in Eutectic Two-Phase Structures

When an inhomogeneous binary solid solution (or alloy) is annealed at constant
temperature, it tends to become homogenous. On the contrary, if a homogeneous
binary solid solution is annealed in a temperature gradient, the opposite happens
and the homogeneous alloy tends to become inhomogeneous. This tendency
of dealloying is called the Soret effect. This is due to thermomigration or mass
migration driven by a temperature gradient.

Since the transformation of a homogenous into an inhomogeneous solid solution
requires uphill diffusion of the components against their concentration gradient,
thermomigration is opposed by the concentration gradient. Thus, in the flux
equation of thermomigration, the opposing flux is added as

X
] — _CB g E + DE
kT T ox dx
where C is the concentration, D is the diffusivity, and Q* is the heat of transport.
By changing the concentration gradient at a fixed temperature gradient (thus,
segregating), the alloy eventually reaches the inhomogeneous steady state at which
the diffusant flow is not only constant but equal to zero, that is, ] = 0. A steady
state can be reached, in which a constant concentration gradient is maintained in
the solid solution. This was achieved in the experiment of thermomigration in the
Fe—C system by Shewmon, for example. The concentration of C in Fe has reached
a linear gradient. Thermomigration in a solid solution of PbIn solder has been
reported. Thermomigration of small impurities and the problems of heat transfer
are featured in a well-known monograph by Kuzmenko [66].
We discuss here thermomigration in eutectic two-phase structures, such as the
SnPb solder. It is very different from the Soret effect. The change in concentration
in the two-phase structure under a fixed temperature does not mean any change of

(6.115)
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chemical potential since the two phases coexist in equilibrium with each other. The
concentration change or segregation in the mixture means only a change of volume
fraction of the two phases; in other words, it leads to a gradient of volume fraction,
but not a gradient of chemical potential. Gradient of volume fraction is not a driving
force for atomic diffusion; therefore, uphill redistribution of the volume fraction is
not counteracted by chemical force. Thus, we may ignore the last term in Equation
6.115. Consequently, segregation in eutectic two-phase mixtures can be enormous,
so no steady state of a constant concentration gradient exists, instead a complete
segregation occurs at the end of thermomigration. What is also unique is that, due
to the lack of counteracting force, the segregation is not smoothened by diffusion
processes, so a tendency of stochastic behavior occurs during thermomigration of
the eutectic mixture. We do not find a smooth concentration gradient as the Soret
effect in a solid solution. Rather, we find a random state of segregation.

Experimentally [67], it was demonstrated first that, in a bulk diffusion couple of
two SnPb alloys, there is no interdiffusion at a constant temperature below the
eutectic temperature (183 °C). A bulk diffusion couple of 70Pb30Sn and 30Pb70Sn
alloys (in wt%) were annealed at 150 °C for one week. Assuming an interdiffusion
coefficient of 1 x 1078 cm?s™!, we expect to detect an interdiffusion zone of 550
um width. Composition distribution curves across the interface of the couple
measured by electron microprobe analysis before and after the annealing are
shown in Figure 6.24. There is hardly any difference between the two, indicating
that no interdiffusion has occurred.

One also finds no interdiffusion or mixing of composition within a flip-chip
composite solder joint consisting of 5Sn95Pb and 63SnPb34 (in wt%) after aging
at 150 °C for one week. Scanning electron microscopic images of the cross sections
of the composite solder joint before and after the isothermal aging are shown in
Figure 6.25. In the figures, the light region in the upper and central part of the
joint was the high-Pb and the darker phase in the lower part was the eutectic; no
mixing was found except for some ripening that had occurred in the eutectic.

However, when the composite solder joints were subjected to thermomigration,
a substantial segregation of Sn and Pb occurred in the joint. A temperature
gradient of about 1000 K cm™!, or a 10°C difference across a flip-chip solder

100
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c

S
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EF 60

gé 40

o
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0 L L L L
0 500 1000 1500 2000

Distance from the middle of Pb to the middle of Sn (um)

Figure 6.24 Redistribution of the tin frac-
tion along the diffusion couple before
and after five weeks annealed at 500 °C.
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Magn Det F————— 50 um
V 1000x SE ASE 6-4

(b)

Magn Det ——— 50um
V 1000x SE ASE 6-2

Figure 6.25 Composite solder (high plumbum solder joined
with the eutectic one) (a) before and (b) after one week of
aging at 150°C.

joint of 100 um in diameter, introduced by the Joule heating from applying a
current density of around 1 x 10* A cm~2 for a few hours at 150°C, is sufficient to
generate electromigration and thermomigration in the powered joints. In addition,
we found that those neighboring solder joints, which were unpowered or conducted
no current, had also exhibited thermomigration.

Figure 6.26 shows scanning electron microscopic images of a row of six flip-chip
solder joints; among them, we have powered the pair on the right-hand side and
the other four are unpowered. The latter, however, have shown the segregation
of the eutectic phase to the top due to thermomigration. This is because the Al
interconnect between the two powered joints was the heat source due to joule
heating and the Si chip itself was a very good heat conductor and was able to
transfer heat from the powered to the unpowered joints.

Figure 6.27 show a set of the cross-sectional images of unpowered solder joints
after thermomigration for 30 min, 2 h, and 12 h, respectively. Before thermomigra-
tion, the image is similar to that shown in Figure 6.25. In Figure 6.27a, a random
state of phase separation is observed. In Figure 6.27b, the eutectic is segregated
toward the hot end. In Figure 6.27c, a near complete phase separation is achieved.
Figure 6.28 illustrates the random state of phase separation in the microstructure.

When an electron microprobe was used to measure composition distribution
across a polished cross section of the flip-chip sample after thermomigration, a

Figure 6.26 Cross sections of solder joint series. The two
right-hand side joints were powered at a current density of
1 x 10*A m=2 for 5 h. The four left-hand side joints were

unpowered.
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Figure 6.27 Image of cross sections of unpowered sol-
der joints after thermomigration for (a) 30 min, (b) 2 h,
(©) 12 h.
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Figure 6.29 Sn fraction distribution from the Si chip side
to the basis side on the flip-chip solder joint before and
after thermomigration.

highly irregular or stochastic composition distribution was observed as shown in
Figure 6.29; in other words, no smooth concentration profile was observed.

There is no other driving force except the temperature gradient that can lead to
such phase separation. Creep does not since there is no stress potential gradient
along the loading direction between the chip and the substrate. The effect of back
stress (which has a gradient) induced by thermomigration (or electromigration) on
phase separation will be analyzed later. The polarity effect of IMC formation at the
cathode and the anode may have an influence, but the polarity effect does not exist
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in unpowered joints. In the isothermal annealing of composite joints shown in
Figure 6.25, IMC formation did occur, yet no mixing or unmixing was observed.

Here we introduce a formal description of thermomigration in a two-phase
structure assuming a coarsened space scale. We do notrestrict the alloy composition
to that at the eutectic point. Rather, it can be a two-phase mixture below the eutectic
temperature having any composition between the two primary phases. The main
assumptions are the following: (i) Conservation of volume and shape of samples
(equalizing of volume fluxes) at undercritical regimes, meaning no void or hillock
formation. Two ways of equalizing volume fluxes are discussed, either by back stress
or by Kirkendall lattice shift. (ii) The fluxes do not contain concentration gradient
terms as shown in Equation 6.115. Instability issues for the concentration profiles
are analyzed, and we show that the concentration profile in eutectic structures
under thermomigration should demonstrate the stochastic tendency.

Consider a two-phase mixture of almost pure components; therefore, hereafter
the indexes 1 and 2 correspond to phases as well as to species. Since we limit
ourselves to the “undercritical” regime, where the shape of the sample remains
unchanged, we have the constraint of constant volume in every part of the sample.
This means that, in the laboratory reference frame, the sum of volume fluxes of
two species should be zero everywhere:

Qi1+ Q22=0 (6.116)

where J; and |, are the fluxes of atoms per unit area per unit time, and ©; and €,
are the atomic volumes. For convenience, we introduce the local volume fractions
of phases, p1, pa:

AVi/Qi AV

- = p; (6.117)

Qini = Qii
AV AV

p+p=1

where n; is the number of atoms of either 1 or 2 species per unit volume. In the
coarsened space scale, the unit volume AV includes at least a few grains.
The fluxes generated by the temperature gradient are given as

n1D1 (_galn T) _ _plDl olnT 3(1/kT)

UM =Q =p DO ——L
i kT 0x kT & 0x pbhiQ& 0x

ny, D dlnT D olnT a(1/kT
QZEM:QZZZ<_Q2 ): pbs =p2D2Qz(/ )

kT dx kT 9x dx

(6.118)
If they have the same direction (if Q; have the same sign or the heat of transport
of 1 and 2 are both positive), they do not satisfy the constraint in Equation 6.116.
In Equation 6.118, we neglect the distribution of thermal field between particles
of different phases with different thermal conductivities. And D; are the tracer
diffusivities of species 1 and 2 in the two-phase mixture. The diffusivities D; and
heats of transport Q; of both species are not just the characteristics of components
in single phases, since the migration trajectories of all atoms in a random two-phase
mixture may pass through the grains of both phases and interfaces between them.
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Therefore, in general, D; and Q; are some averaged characteristics that depend on
the volume fraction and geometry of the mixture.

To satisfy the constraint of constant volume in Equation 6.116, we assume that
there are two alternative ways: back stress and lattice shift, or may be a combination
of these two. We now consider different possible cases in detail.

6.8.1
Thermomigration Induced Back Stress in Two-Phase Mixtures

We apply the back stress concept to electromigration in Al interconnects to
thermomigration in a mixture of two coexisting phases. Accumulation of excess
atoms at the anode and of vacancies at the cathode leads to a stress gradient,
changing the fluxes, so that the total flux of volume becomes zero. Namely,

D dlnT )
=2 1(-Ql _ +Ql_(f)

kT 0x 0x

pzDz olnT do
Q= - Q) — 6.11
b=l (-0t e 6119

Substituting Equation 6.119 in the constraint of Equation 6.116, we obtain an

expression for the arising stress gradient:
3_0‘ _ alnTplDlg +p2D2Q2
ax dx p1D1Q1 + p2 D22,

(6.120)

Owing to this back stress influence, the larger flux becomes less, and the smaller
flux changes its sign to the opposite, so that now they compensate each other.
Indeed, substituting Equation 6.120 in Equation 6.119, we obtain,

B(l/kT)QIQZ p1p2D1 Dy <Q1 QZ)

0x p1D1Q21 + p2 D22 Q @

The sign of segregation is determined not by the difference of diffusivities, but
instead by the difference in the ratios

(&%)

as shown in Equation 6.121. Both Q; and Q, can be positive, yet it is the difference
in the ratio that determines which one will diffuse with or against the temperature
gradient. For example, the depletion by Pb (and corresponding enrichment by Sn)
at the hot end does not necessarily mean that Pb is a faster diffusant than Sn or the
heat of transport of Sn is negative. It only means that

(&2

Ql]l = = —Qz]z (6121)

Qpp  Qsn

The redistribution of volume fractions is determined, of course, by the continuity
equation,

% Q 8n1 N 8(9]]1)

=Q— =—-——

at ot 0x
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so that
a E zZ Z d DD
ﬂ:—e—QIQZ £21 22y 9 172 pl(]__pl)
Jt kT Q] Qz dx plDlQ] + (1 — pl)DZQZ

(6.122)
We discuss the stochastic behavior of the numerical solution of Equation 6.122
later.

6.8.2
Thermomigration-Driven Kirkendall Effect in Binary Mixtures

In the alternative case, there is no back stress at all, implying that all possible
stresses are relaxed immediately by the lattice shift. In a usual polycrystalline body
with large grains, it is described by a dislocation climb as the source and sink of
vacancies, and corresponding construction of extra planes in the region of atoms
accumulation, and reconstruction of planes in the region of vacancy accumulation.
Vacancy is at equilibrium everywhere in the sample as assumed in Darken’s
analysis of interdiffusion. Then in the laboratory reference frame

o(1/kT
Qi =piD1Q (a/x ) +pU
o(1/kT
)i =pDrQ (B/x )4 pu (6.123)

Substituting Equation 6.123 in the constraint of Equation 6.116, we obtain the
velocity of Kirkendall shift,

a(1/kT)
dx

U=—(pmDiQ1 +p2D:Qy) (6.124)

Substituting Equation 6.124 in the flux Equation 6.116, we obtain the final equation
for fluxes of both species in the laboratory reference frame; they are equal but
opposite, that is,

Qi = (QDi — QzDz)plpz;—x (%) =-U (6.125)

The segregation rate can be found from the difference of QD products. The
redistribution of volume fractions is then determined by the continuity equation

1 _ 9 10Dy — 0,00) pu(1 — pr) - (X 6.126
o = ax [\ QD1 = QD) il = p) | o7 (6.126)
An interesting point with the second case (thermomigration-driven Kirkendall
shift) is that there is no void formation or hillock extrusion at all.
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6.8.3
Stochastic Tendencies in Thermomigration

In both the cases, back stress and Kirkendall shift, the equation for redistribution
of volume fractions is of the type

3p1 B d

T
but with different explicit expressions for the kinetic coefficient V (which has the
unit of velocity). It is a first-order nonlinear equation, very different from Fick’s
second law or from Fick’s second law with a drift term. The main difference is
that it does not contain the second-order spatial derivatives, which tend to smooth
out any local fluctuation of the composition profile by diffusion. If V is a constant,
Equation 6.127 is reduced to the well-known Burger’s equation in hydrodynamics
with a zero viscosity term, having peculiarities of solutions like shocks [14]. This
means that even a smooth waviness of composition profile should evolve into sharp

Vip)p (1 —p)], (6.127)

breaks of the concentration profile.

Therefore, we might expect, at least, low stability or even instability of solutions
against small fluctuations.

To investigate the instability, we first analyze the case V = const in Equation 6.127.
Examples of numerical solutions for V = const and for simplest dependencies V(p)
are demonstrated in Figure 6.30. We observe the developing waviness of profiles
with time. To find out the conditions for this instability, we let py(t, x) be the
unperturbed solution of Equation 6.127. At some moment y, a small perturbation
3p(to, x) is introduced. How this perturbation evolves in the first period after
initiation (when the perturbation is still small) has been studied by substituting
p(t, x) = po(t, x) + Sp(t, x) in Equation 6.127 with constant V, and by neglecting the
quadratic terms 8p?, we obtain with such linear analysis,

adp adp apo
— = —V(1 = 2po(t, x)) — 2V—é¢ 6.128
o = V(= 2poft,) +( ax) P (6.128)
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Figure 6.30 Evolution of the eutectic solder concentration profile at thermomigration.
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The first term in the right-hand side of Equation 6.128 is responsible for the
propagation of the perturbation with the velocity V(1 — 2py(t, x)) along the axis x
(if po(t, %) < 1/2) or in the opposite direction (if po(t, x) > 1/2). The second term is
important for understanding the thermomigration-driven roughening. This means
that the time dependence of perturbation amplitude should be exponential,

9po
dp(t, x) = dp(to, x) - exp ZVE(t — 1)

This exponential change means increasing perturbation in the case of

ZV% >0
0x

but decreasing it in the opposite case. The initially smooth and wavy perturbation
should transform into sharp shock wave-like disturbances (see Figure 6.30).
Numerical simulations demonstrate (i) the segregation of pure components on
hotter and cooler ends and (ii) the stochastic character of structure profiles
(Figure 6.30a and b). Thus, thermomigration should lead to randomness in the
microstructure (Figure 6.28) and to stochastic variation of composition profiles
(Figure 6.29). Besides thermomigration, we can use electromigration and stress
migration to induce a similar stochastic phase separation in eutectic two-phase
structures at a constant temperature but we do not address these cases here.
Actually, electromigration and/or thermomigration in solders induce both back
stress and Kirkendall effect (lattice movement) simultaneously. The interrelation
between them has been analyzed elsewhere.
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7
Nanovoid Evolution
Tatyana V. Zaporozhets and Andriy M. Gusak

7.1
Introduction

The present chapter also discusses the analysis of flux-induced morphology evolu-
tion. However, it has its own independent significance since it is directed toward
voids, and voids have always represented a special object to be studied in material
science. Void coarsening, described by Lifshitz and Slezov, determined the kinetics
of the final stage during sintering of powder systems. Voiding in materials un-
der radiation alters their mechanical properties and determines the reliability of
nuclear reactor walls. Voiding accompanies almost all interdiffusion processes. A
porous metal is the simplest model of a two-phase alloy where the second phase is
“emptiness”. In the present chapter, we concentrate on the behavior of nanovoids,
the bubble pressure for them reaching giga pascal values. In Sections 7.2 and 7.4,
we treat nanovoids in hollow nanoparticles and establish the conditions of their
formation, existence, and collapse.

Void formation upon reactive diffusion in the samples with closed geometry
(cylindrical or spherical) has been known for a long time. It is a common feature
of interdiffusion in binary systems and is most frequently related to the difference
in partial diffusivities of the components. Such a difference leads to a difference
in intrinsic atomic fluxes (in the lattice reference frame), creating a vacancy flux
directed toward the faster component. Since the vacancy flux has some spatial
distribution (which is maximum in the vicinity of the initial contact zone), it
has a nonzero divergence, leading to a local accumulation of vacancies at the
fast component side and depletion with vacancies at the slow component side.
If vacancy sinks at the fast component side are not effective enough, then extra
vacancies should gather into voids. Such voiding should be especially pronounced
in spherical and cylindrical samples when the faster component is located inside.

This possibility was realized by Aldinger [1], who obtained hollow shells of a BeNi
alloy after annealing of Be microparticles coated with Ni. Moreover, Ya. Geguzin,
in his monograph “Diffusion zone” (1979), reported the formation of a hollow
intermetallic wire by the reaction Cd 4+ Ni — Cd,3Nis in the Cd wire covered with

Diffusion-Controlled Solid State Reactions. Andriy M. Gusak
Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
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7 Nanovoid Evolution

Ni [2, 3]. The authors of [2, 3] connected this phenomenon with the large change of
molar volume in the intermetallic formation (about 8%).

In 2004, void formation in spherical samples was rediscovered at the nanolevel
and discussed in [4-6]. Hollow nanoshells of cobalt and iron oxides and sulfides
have been obtained by means of reaction of metallic nanopowders with oxygen
or sulfur. Contrary to [2, 3], these results have been explained by the Frenkel
effect — out-diffusion of metal through the formation of a spherical layer of the
compound is faster than in-diffusion of oxygen or sulfur through the same phase.
This inequality of fluxes generates the inward flux of vacancies, meeting inside and
forming the void in the internal part of the system.

The Frenkel effect is often called Kirkendall voiding, and this notation sometimes
leads to confusion, since Kirkendall voiding and Kirkendall shift are in fact two
different effects and, moreover, two competing effects, competing consequences of
the same reason (difference of partial diffusivities). To emphasize the competing
character of Frenkel voiding and Kirkendall shift, Geguzin even introduced special
notations for vacancy sinks/sources — K-sinks and F-sinks. K-sinks are, for example,
the kinks at dislocations. Vacancies can be annihilated or generated at these K-sinks,
changing the number of lattice sites locally and generating a dislocation climb and
corresponding lattice shift (Kirkendall effect). F-sinks are voids. Vacancies can join
these F-sinks by not changing the number of the lattice sites but by increasing the
total volume. Functioning of F-sinks leads to voiding instead of Kirkendall shift. If
a comparatively low pressure of about 5—10 MPa is applied, which does not change
the jump frequency considerably but is sufficient to suppress the void nucleation
and/or growth, then the Frenkel effect is suppressed and the “pure” Kirkendall
effect is observed. Indeed, such experiments were made by the Geguzin group;
these demonstrated an approximately twofold increase in the Kirkendall shift with
almost full suppression of voiding [2].

In the hollow nanoshell formation, we have the opposite phenomenon — an
almost pure Frenkel effect with a fully or partially suppressed Kirkendall shift. Most
probably, this happens due to peculiarities of interdiffusion in nanosystems: (1)
there is little place for dislocations in a nanoparticle so that K-sinks are just lacking;
(2) a common Kirkendall shift in radial direction (simultaneous for all atoms) leads
to tangential deformation and corresponding stresses in spherical or cylindrical
samples, which are large in the case of nanosystems, and suppress the shift.

Just after publication of the first experimental paper on hollow nanoshell
formation [4], Tu and Gésele argued that such a hollow structure should be
unstable since shrinkage of a hollow shell is energetically favorable (total surface
and surface energy decreases) [7]. The mechanism of shrinkage is related to
the Gibbs—Thomson effect (effect of Laplace pressure on the boundary vacancy
concentrations): the vacancy concentration on the inner boundary of a nanoshell
should be higher than that on the external boundary. This difference of boundary
concentrations leads to an outward vacancy flux meaning shrinkage.

In Section 7.2, we argue that, contrary to shrinkage of a single-component shell,
shrinkage of a binary compound shell is also affected by the inverse Kirkendall effect
[8]. Namely, outward vacancy flux generates opposite fluxes of two components,
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which are different due to different mobilities. In turn, this leads to a segregation of
the faster component near the inner boundary. The corresponding concentration
gradient substantially suppresses the vacancy flux. Therefore, the shrinkage rate
of the compound shell is controlled by the slow species. Shrinkage of compound
shells was experimentally verified by Nakamura et al. [9]. In Section 7.3, we an-
alyze the formation of a hollow compound nanoshell. We demonstrate that the
Gibbs—Thomson effect, leading to shrinkage of “ready” compound shells, should
be important at the formation stage as well — it sometimes may even suppress the
nanoshell formation [10].

Both papers [9] and [10] treated compound shells with a very narrow homogeneity
range. For this case, the steady state approximation for both vacancies and main
components worked well. In Section 7.4, we analyze the formation and collapse of
hollow shells in the system with full solubility or, at least, with a broad homogeneity
range. In this case, one can expect that the formation and collapse will represent
two stages of one whole process — at the first stage (when the chemical driving
forces are still large), Kirkendall voiding wins over the curvature effect, then,
after arriving at a sufficiently small concentration gradient, the curvature-driven
shrinkage will take the revenge. We use phenomenological and MC modeling,
giving the possibility to observe both stages (formation and collapse) in one run
[11]. In all mentioned models, the peculiarities of diffusion in oxides or sulfides are
neglected. These peculiarities are treated elsewhere.

In Section 7.4, we consider the behavior of nanovoids at a metal-dielectric
interface under a strong electric current in the integrated circuits. Recent direct
experimental observations (in situ) of the processes occurring in the microcircuits
when Cu is used instead of Al [12] have shown that void formation occurs on the
surface of the copper/dielectric interconnect. Moreover, void formation generally
takes place far from the cathode, although eventually the contact breaks at the
cathode end. In [12], it was first demonstrated that the voids migrate along the
copper/dielectric interface, stop for some time (most likely at grain boundaries),
coagulate with the other voids, and reach the cathode where they cause failure
by contact break. We will make sure that the “accumulation of emptiness” at
electromigration is not necessarily caused by the migration of individual vacancies
from cathode to anode; in modern metallic “interconnects” (copper thin films of
100 nm thickness), the emptiness has an inclination to be transported by larger
portions in the form of nanovoids [13].

7.2
Kinetic Analysis of the Instability of Hollow Nanoparticles

7.2.1
Introduction

The mechanism of shrinkage is related to the Gibbs—Thomson effect (effect of
Laplace pressure on the vacancy concentration): the vacancy concentration on
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the inner boundary of a nanoshell should be higher than that on the external
boundary. This difference of boundary concentrations leads to an outward vacancy
flux resulting in a shrinkage. In [8], we argued that, contrary to shrinkage of a
single-component shell, shrinkage of a binary compound shell is also affected by
the inverse Kirkendall effect. Namely, an outward vacancy flux generates opposite
fluxes of two components, which are different due to different mobilities. In its
turn, this leads to segregation of the faster component near to the inner boundary.
The corresponding concentration gradient substantially suppresses the vacancy
flux. Therefore, the shrinkage rate of the compound shell is controlled by the slow
species. Shrinkage of compound shells was experimentally verified by Nakamura
et al. [9].

We propose some models (both phenomenological and computer ones), which
allow one to analyze the influence of a nanoshell’s size and structure on the process
of its shrinkage into a solid nanoparticle and to estimate the stability of nanoshells.
Shrinkage kinetics and collapse time are generally determined by a slowly diffusing
component, which makes nanoshells more stable than expected.

7.2.2
Mechanism of Nanoshell Shrinkage

It is energetically favorable for a nanoshell to shrink into a compact nanosphere as

the interface area is reduced, i.e., if the inequality
y (471rizo + 471r§0) > ]/4711’% (7.1)

holds while conservation of volume is fulfilled, implying

(%) - = (%)

Here y is the surface tension, rjy and re are the initial internal and external radii
of a nanoshell, and rf is the final radius of the collapsed particle.

The proposed atomistic mechanism of shrinkage is the vacancy flux from the
internal surface (with radius r,) to the external surface (with radius r.). The driving
force of the vacancy flux is the difference in vacancy/atoms chemical potentials and
the corresponding difference in equilibrium vacancy concentrations at the curved
interfaces cy(ri) > cy(re). This Gibbs—Thomson effect can be expressed, in a linear
approximation so far, as

e e 2y Q2
oy(ni) = qu (1 + g) , cy(re) = qu (1 - g) , B = I)c/—T (7.2)

where Q is the atomic volume and c¢ is the concentration, meaning the fraction
of vacant lattice sites; ¢y refers to the equilibrium concentration of vacancies with
respect to a planar surface. The linear approximation holds if r; > B. If the term
B/r becomes comparable with unity, we need to reformulate Equation 7.2 using
the exponential size dependencies.

Thus, for the case of nanoshells of a single element, the physical picture of
shrinkage seems to be very clear. It is analogous to the LSW theory of caking [14],
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Figure 7.1 Scheme of pure element shell shrinkage.

when voids are dissolved by vacancy fluxes to the external surface. Yet, in the
nanoshell case, we are confronted with a much more symmetrical picture: vacancies
are generated at the internal surface (void dissolution), migrate to the external
surface, causing the influx of atoms and movement of the internal surface, and
annihilate at the external surface, causing shrinkage of the latter (Figure 7.1).

In case of a binary alloy or IMC nanoshell, the process is more complicated
due to the “inverse Kirkendall effect” [15], which was discussed in the problem
of irradiation of an alloy with energetic particles. As is evident, the radiation leads
to a generation of a number of Frenkel pairs, “vacancy-interstitial”. Interstitials
quickly disappear at sinks since their mobility is much higher than that of the
vacancies, and they quickly disappear at sinks. Vacancies move to sinks much
faster, generating directed vacancy fluxes. Since in an alloy or intermetallic, one of
the components may diffuse much faster than the other (Dg 3> D,), the vacancy
flux should lead to a redistribution of the components — segregation of B atoms at
the internal boundary, and of A atoms near the external surface (Figure 7.2). The
arising concentration gradient dcg/dr influences and reduces the vacancy flux and
hence generates a tendency to suppress the shrinkage process. We deduce below
that the slower diffusing species controls the shrinkage rate.

DA< DB

Figure 7.2 Scheme of a binary alloy shell shrinkage,
accompanied by B-segregation at the internal surface.
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Moreover, segregation is approximately inversely proportional to the square
of the internal radius. This means that sooner or later the concentration of B
at the internal radius will exceed the homogeneity limit of the IMC, and the
pure B component can precipitate at the void-IMC interface. After this, the
shrinkage should proceed further, ending with a tiny pure B nanoparticle inside an
inhomogeneous (with concentration gradient inside) IMC nanoshell. This kinetic
process is discussed in detail later. To develop the kinetic equations, we use the
formalism of the classic Darken analysis of interdiffusion and take into account
the nonequilibrium vacancies in the interdiffusion. This formalism is in line with
the approach developed following the direction developed first by Gurov [16] and
later modified by Gurov and Gusak [17-19].

Here we present four models of the shrinkage of hollow nanospheres with
increasing degree of complexity. Model 1 describes the shrinkage kinetics of a
single element nanoshell in the steady state approximation for vacancies. Model 2
describes the shrinkage of a binary compound nanoshell in the steady state
approximation both for vacancies and for B species, taking into account the inverse
Kirkendall effect. We demonstrate that the steady state approximation is good for
vacancies, but not so well justified for the slow-diffusing B component. Therefore,
in model 3, we present a Stephan-like problem for B diffusion between moving
boundaries, solving (numerically) Fick’s 2nd law for B particles but still using the
steady state approximation for the vacancy flux. Model 4 is the most rigorous one
(but most complicated and time consuming). Here we solve the set of non—steady
state diffusion equations numerically for both vacancies and for species B. We
compare the results of the Models 1 to 4 and conclude that in most cases Model 2 is
sufficient for a rough estimate, but Model 1 may lead to wrong predictions for the
case of compounds. In Section 7.2.3, we consider the case of pure B-segregation
at the internal boundary. In Section 7.2.4, we present kinetic Monte Carlo (kMC)
simulations of nanoshell shrinkage, comparing the cases of single element and
IMC nanoshell with the same average bonding energy, and also comparing the
kMC results with the phenomenological analysis. Within Section 7.2.5, we use only
the linear approximation of the Gibbs—Thomson relation.

7.2.3
Models of Nanovoid Shrinkage

As already mentioned in the previous section, any hollow nanoparticle should
shrink. The general driving force of shrinkage is the same for a pure component
shell (Model 1) and for an IMC shell (Models 2—4) — a decrease in the total
surface energy (in other formulation — Gibbs—Thomson effect). Yet, the kinetics
are different.

The main differences are as follows: (1) segregation of fast-diffusing particles
at the internal surface due to the inverse Kirkendall effect, and (2) the resulting
decrease in vacancy flux and in the corresponding shrinkage rate. In general,
the problem of interdiffusion within a region with moving boundaries is rather
complicated to give the possibility for a rigorous solution. So, we try to find a
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simplified model, which should be effective but, on the other hand, should not lose
the main feature of the full process. The main simplifications are the steady state
approximations for the fluxes of vacancies and atoms. So, we present here various
models with increasing degree of complexity, and then find out which model can
be regarded as optimal for practical use for a given specific case.

7.2.3.1  Model 1: Shrinkage of Pure Element Nanoshells
The vacancy outflux is generated by the difference in equilibrium vacancy concen-
trations at two curved boundaries (Figure 7.1). The equation governing the vacancy
concentration cy (fraction of vacant sites) inside the shell is

aaitv = —%% (FQhv)+0,  n(t) <r <re(t) (7.3)
Jjv is the vacancy flux density and Q is the atomic volume. The term “0” in
Equation 7.3 is just to indicate that vacancies in our model are generated and
annihilated only at the internal and external surfaces of the shell. We do not
consider any vacancy sinks/sources (dislocation kinks) inside the nanoshell.

The vacancy flux is governed by Fick’s first law

an

Qjy = —D
Jv v ar

(7.4)

The boundary conditions for vacancies were formulated by Equation 7.2.
Internal shell/vacuum (or inert medium) and external surfaces move due to
vacancy fluxes as

dr; . ac
3 = ") = Dva—;’ (r=rn) (7.5)
%— Qjv(r. —Daﬂ (r=re) 7.6
ar = 2jv(re) = Vor =Te (7.6)
In the steady state approximation,
dcy 10 ,
B 0= Ty (TU) 77)
which leads to
. dov Ky
Qjy(n) = —Dy— = — 8
2jv (i) Vo = (7.8)
so that
Ky
= —_— M .9
cv(r) Dor + My (7.9)

where Ky and My are independent of r. Substituting the solution of Equation 7.9
into the Gibbs—Thomson boundary conditions of Equation 7.2, we obtain

el _ prpleth (7.10)
e — 1 te — 1j

Ky = ¢ DyB

with D* being the self-diffusivity of the pure element B.
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Substituting the expression Equation 7.10 into Equations 7.5 and 7.6 for the
boundary movement, we obtain the following simple equations for the shrinkage
kinetics

dry D*B re+ 1

— = A1
dt 2 ore—rn (7.11)
dre D*B re + 1

¢ _ _ 12
dt 2 re—1 (7.12)

Equations 7.11 and 7.12 are not independent and already contain the conservation
of matter (and volume)

re=r 471 (7.13)
To obtain an analytical estimate, we use further assumptions. Let
Ar=r.—1r < (7.14)
Then conservation of volume gives
2
~ Tio
Ar ~ 7Ar0 (715)
Substitution of Equation 7.15 in Equation 7.11 and taking account of Equation 7.13
gives
dri o 2D* ,3
dt 13 Aro

n (7.16)

which provides a shrinkage behavior of the internal radius for the initial stage of
shrinkage

ri(t) ~ 10 ex 2Dp t (7.17)
' i &P riZOArO '
An approximate shrinkage time follows from Equation 7.17 as
HA kT ryA
foClo _ == Lot (7.18)

t ~ =
collapse 2D*B 4yQ D+

Conservation of matter relates the initial parameters of the nanoshell with the radius
rr of the evolving nanoparticle after the collapse of the nanoshell resulting in

3
I

an ~ L (7.19)
So, finally
kT 7}
tcollapse ~ m D_f* (720)

To estimate the time of collapse of a nanoshell, we take the following set of typical
parameters

rf = 4nm, y =0.5m™2, Q=4x10"m?
1.24 eV) y 1

m*s

Di =3.25 x 10 % exp (— T
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and we find

T=300K = folapse ® 300years, T =0600K = telapse ~ 15

7.2.3.2 Model 2: Shrinkage of a Binary Compound Nanoshell with Steady State
Approximation for Both Vacancies and B Species

The vacancy outflux should lead to a redistribution of components, i.e., segregation
of the fast-diffusing atoms B at the internal boundary, and segregation of the
slowly diffusing A atoms near the external surface (the segregation of A is relatively
less intensive because of the larger total area of the external surface). At first, the
vacancy flux, caused by the difference in curvatures and corresponding vacancy
concentrations, generates the inward migration fluxes ja and jg of both A and
B species (shrinkage of nanoshell). Migration of B proceeds faster, leading to
segregation of B near the internal surface (Figure 7.2). The arising concentration
gradient of B influences all fluxes and it decreases the vacancy flux, suppressing
the shrinkage process; it also changes the fluxes of the components.

Here we use a phenomenological model treating a total local vacancy concentra-
tion and total local fluxes of vacancies and atoms. We do not write down the fluxes
and concentrations at each sublattice separately. Different mobilities at different
sublattices are taken into account implicitly via different intrinsic diffusivities of
species A and B.

Basic equations In the equation for vacancies, we consider sources/sinks inside a
shell to be absent, therefore

doy 19

5 =3 (FP"Qv) +0, () <r<re(t) (7.21)
The equation for species B with a concentration cg (local atomic fraction of B) is

acp 10 ,

= = 73 (rZQJB), ri(t) <1 < re(t) (7.22)

Here the expressions for both fluxes should include the contributions from the
vacancy gradient, in contrast to the classical Darken analysis [15-18]

. BCB 86\/

Qjy = (Dg — Dp) — — Dy— 23
2jv = (Dp A) oy Vor (7.23)
. 3CB CBDE aCV

Qjg = —Dp— + ——— 7.24
I8 Bar cy Or ( )

All fluxes are written down in the lattice reference frame, Dg, Dj, Dy are,
respectively, the partial diffusivity of B, the tracer diffusivity of B, and the diffusivity
of vacancies inside the nanoshell. In Equations 7.23 and 7.24, we have neglected
Manning’s corrections (vacancy wind effect). It could be done but it would make
the mathematical equations more cumbersome without a substantial change in
the main results. Under the same assumption, the mentioned diffusivities are
interrelated in the following way
cacp 0%g caDi + cg D}y

Dp=Dip, Dy=Dip, ¢=-—-2-2 py=-2"A" P78 7.25
B BY A N2 kT 90 v o (7.25)
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Here ¢ is a thermodynamic factor and g is the Gibbs free energy per atom.
As in Model 1, the internal and external surfaces move due to vacancy fluxes

d gie() = — (D5 — D) 2% = vy + Dy N (= 7.26
T 2jv(ri) = B Aar(_‘) Var(_') (7.26)
dre_ . _ dcg doy

E_—ij(re)_—(DB—DA)W(r_re)—l—DvW(r_re) (7.27)

Boundary conditions for vacancies were formulated in Equation 7.2. Conservation
of atoms of B implies that the flux of B across the moving boundaries should be
absent

() — 5 (1) 30 = 0 (7.28)
dt

Qs (re) — 5 (1) dre _ (7.29)
dt

Main assumptions Let the degree of segregation be small, so that we can use ¢;
instead of cg and 1 — ¢; instead of ¢y everywhere except the derivatives (c;are the
stoichiometric concentrations of B in the IMC). Let /r < 1, so that we can use ¢y’
instead of cy everywhere except the derivatives. This means that all diffusivities are
treated as constant.

We use the steady state approximation both for components and for vacancies

0 2 0 2
Z ~0, — ~0
ar (r JV) ar (r JB)
so that
. KV . KB

which immediately leads (with almost constant diffusivities) to the same type of
dependence for both vacancies and component B

Aoy Ly  dcp Lg
R AP o 7.31
ar ( )

From Equation 7.31 and the boundary conditions in Equation 7.2, we obtain

Ly
Cv=Mv+7 (732)
e 1/ri+1/re e 2:3
Iy=c Lt t° My=c|1-— 33
v Cvﬂl/ri—l/re v CV( re—ri> (7.33)

On the other hand, combining Equations 7.26—7.31, we obtain the following set of
relations between the parameters Ky, Kz, Ly, and Lg

Ky = —(Dg — Da)Lg + Dy Ly

o
C1 DB

Kg = Dglg — Ly, Kg = — Ky (734)

Cy
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This set of algebraic equations, together with Equation 7.33, has the following

solution
D;D; DiD} 1/r+1/r
KV = LV eq * P * *
oy (1D + (1 —c)Dg)  aDi+(—ca)Dy 1/r—1/r.
(7.35)
¢, D% D* 1/r +1
Ky=——OPaDs  gln+ 1/ (7.36)
Dy + (1 —c) Dy 1/ri—1/re
1o (1—c) (D5 —DL)  1/r+1/r
B = — " " (7.37)
¢ Dy + (1 —c)Dy "~ 1/ri—1/r.
To obtain the parameters of the B component redistribution,
Ly
cg(r) —c1 = Mg + - (7.38)
we should take into account conservation of matter
e
/(@m—mﬂm=o (7.39)
i
Substituting Equation 7.38 in Equation 7.39, we obtain
3 r2—rt 1c(1—c)(Dy—Dy) (re +11)?
MB = __LB 3 3 == k k 2 2
2 " ri—rt ¢ aDy+ A —c) Dy (re —n)(rt+ 1l +ren)
(7.40)

Thus, the main results of the analysis of Model 2 are the following

1) The kinetics of shrinkage is governed by the slow component diffusion
(Di < Dg)
dr; DZ re+1 B DZ re+1

-t _ LA = 7.41
dt 1—Cl+01§—? 2 1—cyre—r1;r? (7:41)
B

e — 1 r i

kT rf3
12(1— ¢1)y S D*
dre. riz dr;

i (7.42)

tcollapse ~

2) The vacancy distribution across the shell is
2 i
I (1 _ 2 Pretn ) (7.43)
te — 1 rte—H
3) The redistribution of component B across the shell is

a(l—c) (Dy— Dy re+n(ﬂ 3ﬂr§—r3>

® aDi+ (1 —c)Dire—n 7_7re3—ri3

(7.44)

cg(r) —c1 =
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Figure 7.3 Redistribution of vacancies and B species in-
side the shell, calculated with Model 2 (squares) and Model
3 (triangles). The dimensionless space coordinate is § =
100 (r — i) / (re — ). (a) Profiles of (cy (r)/c\e}q) practically
coincide; (b) profiles of cg(r) inside the shell for Models 2
and 3 differ substantially but not by the order of magnitude.

In full analogy with Model 1, we can obtain a rough estimate for the shrinkage
time
kT r2

teollapse m D

with
_ D Dy
" oD+ (1—¢)Dj

*

(7.45)

Characteristic profiles of cy(r)/cy’ and cg(r) for Model 2 and Model 3 are shown in
Figure 7.3: profiles for vacancies cy(r)/cy’ practically coincide and differ for the B
component, but are of the same order of magnitude.

Time dependencies on the internal and external radii (typical example shown in
Figure 7.4) can be found up to a certain minimal radius (38 in this case), since
at an internal radius approaching zero the finite-difference methods becomes less
accurate. One may stop calculating earlier as the last stage of shrinkage (collapse) is
very quick, which is explained by the inverse relation between the velocity and the
internal radius. Thus, the total shrinkage time almost equals the time of shrinkage
to the above-mentioned minimal radius.

The dependencies of the collapse time on the ratio D}/ D} at initial reduced sizes
ri/B = 10,11,12,13,14,15 are shown in Figure 7.5. Dependencies of the collapse
time on the initial internal radius r;/$ at D}/ D} = 10, 20, 40, 60, 80, 100 are shown
in Figure 7.6. Figures 7.5 and 7.6 demonstrate that the rough approximation of
shrinkage time in Equation 7.45 is quite reasonable.

7.2.3.3 Model 3: Steady State and Non—Steady State Vacancies for Component B
In this model, we still use the steady state approximation for vacancies but solve the
non-steady state diffusion equation for the redistribution of component B between
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Figure 7.4 Time dependencies of (a) internal and

(b) external radii according to Model 2 (£ = Djt/B? is
the dimensionless time and B is the characteristic size
introduced in Equation 7.2).
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Figure 7.5 Dependence of dimensionless collapse time
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for Models 2 and 3 at different initial nanoshell sizes rip/p
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the moving surfaces. As in Model 1 and Model 2, we have 9(r%jy)/dr & 0, so that
Qjy ~ Ky/r* > 0. Yet, we do not have similar equations for B. Therefore, in this
more general case, Equation 7.23 transforms into

ac Dg — Dy dc Ky 1

v _ BT TAd WV - (7.46)

ar Dy ar Dy r?
Let, as in model 2, Dy, Dg, Dy, and ¢ be approximately constant inside the
nanoshell with a narrow homogeneity range. Integrating Equation 7.46 over all
possible radii inside the nanoshell, we obtain the relation between the growth rate

parameter Ky and the boundary values of the B-concentration

re+rn (D —Da) (cB(re) — cB(r))

Ky = ¢,'D
v ’3 “n 1n—1/re

(7.47)
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Figure 7.6 Dependence of dimensionless collapse time
fco”apse = Dgtco”apse/ﬂz on the initial nanoshell size rio/B
for Models 2 and 3 at different diffusivity ratios D§/Dj (for
example, 20 (M2) calculated in Model 2 for Dg/Dj = 20).

On the other hand, integrating Equation 7.46 over r from the internal radius to some
arbitrary value, we obtain the interrelation between vacancy and B redistributions

Dg — D Ky (1 1
cy(r) = ov(n) + BT/A (ca(r) — ca(n) + D_\\]/ (; - Z) (7.48)
By combining Equations 7.24 and 7.46, we get
D3 Dy d D}, K
Qjp = ah¥ B _ - v (7.49)

oD+ (1 —c) Dy or  oDi+(1—c1) D} 2
Then, Equation 7.23 becomes rather simple for the redistribution of B with steady
state vacancies

aCB 10 ZBCB

— = Dng— — — 7.50

ot NCT2 gy (r ar ) (7:50)
D D}

Dng = A_5¢ n(t) < r < re()

oDy 4+ (1—cy) Dy’

For boundary conditions and for boundaries motion, we obtain, using Equations

7.26-7.29

ac K D — Di
Ll I . Yo (l—) ———B A (7.51)
ar |, 17 Dnc 1D} + (1 — 1) Dy

K Dy — Dj,

= ——;/Cl (1 —rc1) H

f ¢ DDy
) K D — Di
E = ——;/Cl (1 — (31) ZB A " *A (752)
ar |, rt oD} Dy

Thus, the smaller the ratio D} / Dj;, the sharper is the segregation at the boundaries.
The shrinkage kinetics is governed by the equations

dr; Ky  dre ri2 dr;

1
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with Ky being determined by Equation 7.47 and the parameter depending on sizes
and compositions at the interfaces.

Equations 7.47 and 7.50-7.53 form a full set for a “Stephan-like” problem
with diffusion between two moving boundaries in a spherically symmetrical shell.
A direct solution (even a numerical one) is complicated, due to the problem
of changing grid. So, we propose below to change variables, making equations
somewhat cumbersome, but fixing the grid

= ri(t) _ qu r Te

_ , =82 a2l 2l 7.54
o) — 1) Vg PTh T (7:>4)

Here B = D} /cy, which we take as constant and which appears to be a reasonable
assumption for an ordered, nearly stoichiometric phase. Let further A = D} /cy, so
that

Dy = cpaA+ cgB (7.55)

The new variable x belongs to the interval (0, 1). Moving boundaries now correspond
to x = 0 and x = 1. Owing to the transformation of derivatives, we get

dpi dpe
1 a8 a8 Bfa A=W tx— 3
—_——  — —=—|—=- — | (756
ar  B(pe—p))dx ot  p2| ot (P — pi) dx

The equations have become more extended, but they are now suitable for a
numerical solution using the fixed grid. The equation for redistribution of species
B within the interval 0 < x < 1 reads

dpi dpe
den(rx) _ ¥ g0 T e 1
T (pe — i) % (e — o) ((pe — p1) X + pi)°
0 2 3CB
X o (((pe = pi) %+ pi) dnga) (7.57)
where
dng = ¢ A/B

1+ (1 — Cl)A/B

In dimensionless units, the shrinkage rates are

dpi Ky d K
P ==, Pe _ v (7.58)
dr ; dr ol
For Ky, the expression
~ i 1—-A/B -1 — _
Ry = dv’e +oi (p( /B) (cBly=1 — CBlx=0) (7.59)
Pe — Pi 1/pi — 1/ pe
is obtained, The boundary conditions are
3 K 1—A/B
Bl d-a) / (7.60)

xly  (pe— pi) P pA/B
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v 1—A/B
= C1 (1 — (31) e — (761)

1 (Pe — pi) P @A/B

A comparison of the numerical solution for Model 3 and the analytical solution for

the less rigorous Model 2 is represented in Figures 7.5 and 7.6. This comparison

demonstrates that in most cases Model 2 is quite good for practical estimates.

ECB
ax

7.2.3.4 Model 4: Non-Steady State Vacancies and Atoms
This model employs non—steady state equations for vacancies and B species. The
basic equations can be formulated as follows

aCV 10 2 86}3 3(}\/

v _ -9 — (D — Dp) 22 4+ Dy ¥ 7.62

ot r28r<r|: (D A)8r+ V8ri|> (7.62)

86\/ 10 2 BCB CBDE 86\/

— Dp— — — 7.63

at  r2or (r |: Bar oy Or (7.63)

dr DpD 10

dri _ [$_ﬂ] (7.64)

dt (caDg + cgDa)p oy 01 |,_,

d DaD 10

de _ [ ALB _ﬂ} (7.65)

dt (caDp + cgDa)p cv Or |,

a Dg — D 10

ﬁ(ri) _ [CACB#_ﬂ] (7.66)

ar (caDg + cgDp)g oy o1 r—r-

a Dy — D 10

E(I’e) = [CACB —B A _ﬂi| (767)

ar (caDp +cgDa)p oy Or |,_,.

wvn=c$(1+§> (7.68)
1

cy(re) = cf,q <1 — ?) (7.69)
e

From these relations, one may conclude that the main feature of each solution
is that the shrinkage velocity is controlled by a slower component. Indeed, if
Dp < Dg, then
DyDg DaDp  Da
caDp +ceDa  caDp  ca
Thus, the less the ratio Da/Dg, the slower the shrinkage of a shell proceeds. This
means that, although a nanoshell is generally unstable, it may be a long-living
object.
Similar to Model 3, let us proceed to new variables, having fixed the boundaries
in the following way

ronl B h =l (7.70)
r-nw B "TE T '
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Here B = Dj/cy is treated as constant (for an ordered, almost stoichiometric
phase). Also, let A = D} /cy, so that Dy = cAA + cg B. The new variable x belongs
to the interval (0, 1). Moving boundaries correspond to x =0 and x = 1. So,
Equations 7.62-7.68 can be transformed as follows:

dpi dpe
devir ) _ 19 q TG aey 1
it (pe — p1) 3% (pe — p1) ((pe — pi) x + pi)*
0 2 A 863 A an
X a(((ﬂe_pi)x‘i'pi) (—§0 (1—5) CV%‘F(CB‘FCAE) W))
dpi dpe
deg (7, X) _ (-2 dr +xd'c e 1
dt (e — i) 3% (pe — p)> ((pe — pi) x + pi)*
0 2 3CB 3(}\/
oy (((pe — pi) %+ pi) (WVE - CB§>>
doi A/B oo
dt oA (0) +os(A/B X T
% — A/B dey (x=1)
dt  Aa()+ g (WA/BIx’
dos| 1- A/B 1 ooy B
ox |, MO O e O AB o @ ax Y
NG I NGl P b LS SR L P
ox |, ca(D) + s (1) A/Booy (1) ax

wX=0=cA+1/p), ocvX=1) =c; (1+1/pe)

pi(t=0) = pio, pe(t=0)=peo

The numerical solution of the above-stated problem confirms the main result,
according to which the time of a shell shrinkage is approximately inversely
proportional to the ratio A/B = D/ Dg.

7.2.4
Segregation of Pure B at the Internal Surface

We can see from the results of Model 2 and Model 3 that, with decreasing internal
radius, the segregation of the fast-diffusing atom B increases. Sooner or later, it
can exceed the homogeneity range of the intermediate phase, which could lead
to precipitation of the almost pure B-phase at the internal surface. Formally, to
conserve the spherical symmetry, after the precipitation, the nanoshell should
consist of two subshells — pure B inside and inhomogeneous IMC outside. Thus,
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Figure 7.7 Possible scheme of precipitation of B at the internal surface.

we would have three interfaces instead of two — void—pure B, pure B-IMC, and
IMC-media.

Yet, this scenario seems to be highly improbable. More probable is that the pure
B will precipitate as one or few tiny pieces in the remaining void, adjacent to the
IMC shell, as depicted in Figure 7.7. With time, the residual void will disappear,
and we will obtain pure B inside the inhomogeneous IMC shell. After some time,
the partial homogenization of IMC will proceed, leaving the nonzero difference of
composition between the internal and the external interface due to the curvature
effect.

The decrease in the internal radius, simultaneously with increasing segregation,
causes the shift of the equilibrium boundary concentration of B inside IMC at
the curved interface between B and IMC. Let us compare these two equilibrium
concentrations. According to Gibbs theory, at curved interfaces, the mentioned
shift is equal to

2ypmcf2 1
ghuc 1 —en n
On the other hand, according to Equation 7.44, even for a diffusivity of A tending
to zero, the segregation at the internal boundary is less than

1 e + 11\ 2Vvoid/iMc$2
8imc (1 — 1) ( )
The difference between Equations 7.62 and 7.62 may be positive, meaning precip-

itation, but the absolute value of supersaturation is very small, taking into account
the usually large second-order derivatives of Gibbs potential over concentration (g”)

Acg(ri) = (7.71)

(7.72)

cg(ri) —c1 =

e — 1 i

for a highly ordered intermetallic phase. Thus, we expect that the segregation can-
not exceed the size-dependent homogeneity range too much, and the precipitation
of B, if attainable at all, will be small.

7.2.5
Kinetic Monte Carlo Simulation of Shrinkage of a Nanoshell

The analyses presented in the previous paragraphs are purely phenomenological
and do not take into account the possible peculiarities of diffusion and structure
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changes in nanoparticles. It is important to check the main ideas of shrinkage of
a nanoshell by direct kMC simulation. We have simulated the nanoshell behavior
for two cases

1) pure component B with fcc lattice in vacuum in (Model 1IMC);
2) an ordered fcc phase of initially homogeneous composition A;Bj; in vacuum
(Model 2MC).

The basic algorithm is the following:

We consider pair interactions only with nearest neighbors. To compare the rates
of shrinkage of pure B (case (1)) and of IMC (cases (2), (3)), we used a constraint of
equal average pair energy in the random alloy approximation

A DME + 2cAcg DIRC + cEDERC = DhR© (7.73)

Namely, we have chosen the following pair energies 5y /kT = —0.414 for case (1)
and

OMC/kT = —0.18045, AC/kT = —0.8, OPC/kT = —0.2

for case (2).

Different preexponential frequencies vgs and vop are introduced for A and B
species. The candidate for the jumping atom is chosen randomly from the array
consisting of Na A atoms and vg /v - Ng B atoms. Since we have a large number of
surface atoms, often an atom has several (0 < Z < 12) possible jump directions. For
each of them, the difference in energies after jump and before jump is calculated.
Besides, there is one more possibility —no jump (staying in site).

Probabilities of these events are calculated as

Eafter N Ebefore :
exp (_ () (t))

" kT .
pl) = — — p— , i=1,...,Z (7.74)
Zex _Eae(])_Eeoe(]) 1
P kT +
j=1
1
p(stay) = — (7.75)

Eafter (]) _ Ebefore (])
S L A A I
jzzl exp ( KT +

7.2.5.1 Model 1MC: Pure B-Shell in Vacuum
There are 76662 atoms of B initially to form a nanoshell with fcc lattice. Initially, the
internal radius of a shell is r; = 7a (a is the lattice parameter) and the external radius
is re = 17a, point defects being absent. Thereafter, the faceting of both internal and
outer surfaces of the shell becomes observable, while the bulk becomes saturated
with vacancies that migrate from the internal pore outside. As a result of the applied
RTA-algorithm [13], the whole shell collapses after 3650 Monte Carlo steps (MCS).
Figures 7.8a—c presents the dynamics of the shrinkage process. The change in
the external radius is hard to detect since at given parameters (even neglecting
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(b)

(d) (e) )

Figure 7.8 Nanoshell shrinkage kinetics (only “equatorial”
cross sections are given) in vacuum for the pure element

(a, b, ¢) and for the alloy (d, e, f): a, d — initial configura-
tion, b, e — after 1800 MCS, c, f — after 3600 MCS.

newly formed vacancies) it is approximately equal to Ar./re = (ri/re)*/3 and is less
than 2.4 %.

7.2.5.2 Model 2MC: Ordered IMC Nanoshell in Vacuum
An ideally ordered defect-free AB; compound nanoshell of the same size as in the
previous case was used. kMC confirm that

« shrinkage is much slower for a compound shell compared with a pure element
shell (Figures 7.8e, f);

« the fast-diffusing component can indeed segregate at the internal surface, but
the degree of segregation is small;

« the order is basically conserved during shrinkage.

7.2.6
Influence of Vacancy Segregation on Nanoshell Shrinkage

The above outlined theory has been mathematically developed in [20] and was
subjected to some criticism in Refs [21, 22]. First, the authors of [20-22] doubt
the possibility of applying the quasi—steady state assumption to the nanoshell
shrinkage and, thus, the possible role of the Kirkendall effect in the shrinkage rate.
Indeed, if the nanoshell is a solid solution with a wide homogeneity range, the
quasi—steady state approximation is not appropriate. But, for the nanoshell with
a narrow homogeneity interval, and, therefore, a large thermodynamic factor, the
quasi—steady state approximation works well (see Section 7.4). Second, instead of
the results on nanoshell time instability, the authors of [21] assume that hollow
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nanoshells can be metastable due to a specific radial vacancy distribution. On the
basis of the results of molecular dynamics simulations, they conclude that the
energy of the nanoshell nonmonotonically depends on the location of the vacancies
in it. It is energetically most favorable for the vacancy to be located in the bulk
between internal and external surfaces. According to [21], this creates the energy
barrier for vacancy migration from the internal surface to the external one and
provides the metastability of the system (stability of the nanoshell cavity).

It is known that the energy of any spatially constrained system with a vacancy
depends on the distance from this vacancy to the surface. For example, in Ref. [23],
the exponential spatial dependence was established for both, the energy of vacancy
formation and for vacancy migration near the planar free surface. In [24], a
nonmonotonic dependence, with the maximum in the vicinity of the second
atomic plane, was obtained. Obviously, such depths of nonmonotony appear to be
significant only for nanoobjects, since the change of the particle’s radius by one
atomic plane results in the curvature change of several percent; segregation in
several atomic planes causes noticeable gradients of chemical potential.

On the other hand, nanosizes allow one to neglect the work of vacancy sources and
sinks, and, therefore, the movement of the lattice (Kirkendall shift) is also negligible.
First, the linear size of the nanoparticle is less than the characteristic distance
between vacancy sinks in real metal (~1pum). Second, even having assumed
that a nanoshell has dislocations or grain boundaries, serving as sources/sinks
of vacancies, the disappearance/formation of vacancies on such heterogeneities
must cause high stresses in the bulk, which, in their turn, prevent further
formation/disappearance of vacancies. Besides that, the nanoshell shrinkage leads
to the change in radii and, correspondingly, to the change in the curvature of the
surface determining vacancy concentrations on the internal (cy (r;)) and external
(v (1)) surfaces. Therefore, the concentration profile can be quasi—steady state but
not equilibrium. So, even knowing the dependence of the system’s energy on the
location of the vacancy Ef, (r), one cannot apply the standard relation

oy (1) = exp (—E{, (r)/kT)

For the sake of simplicity, let us consider a one-component hollow nanoshell where

vacancy sources/sinks are provided only by internal and external surfaces. At such

an assumption, inside the nanoshell the law of conservation of vacancies is fulfilled
aCV 10 (7'2 ij)

= rZT—f—O, n<r<rte (7.76)

where jy is the vacancy flux density. Besides the entropy term (vacancy gradient),
the vacancy flux density contains the drift term, connected with energy spatial
dependence

s 86\/ CvDV 8EV
Qjy = —Dy— = .
v Vor * kT < ar ) 7.77)

where Ey(r) is the total energy of the system with a vacancy, located at the distance
r from the nanoshell’s center (different from the formation energy Ef). Since
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vacancies are much more mobile than atoms, after a short transition period, the
spatial vacancy distribution must attain the quasi—steady state regime, dcy /9t = 0.
At that, the total flux through an arbitrary sphere is constant, so let us designate
r’Qjy = const = w.

Hereinafter, we consider the vacancy diffusivity as constant everywhere. Then,
the change in migration energy is negligible and we can treat the dependence of
the vacancy concentration profile only on the energy profile Ey (r) via

dov  GOUEBNT) oo (7.78)
ar ar r2 Dy
with the boundary conditions

oy (1) = exp (—W) , oy (re) =exp (—%) (7.79)

In Equation 7.79, two different system’s energies for each surface were introduced:

« Ey (n), Ey (re), when the vacancy is still in the nanoshell at the subsurface atomic
layer; such a site in the plane 111 has three vacancies and in the plane 100 it has
four (Figure 7.9a);

« E, E., when the vacancy disappears at the surface step (Figure 7.9b).

Taking into account the steady state of the vacancy flux for the system of

E — E.
exp T -1

Equations 7.78 and 7.79

4771’ Qjy = 4new = 47 Dy

(7.80)

Figure 7.9 Vacancies (light) at the external  and is still considered a vacancy. (b) If the

surface of the nanoshell inside the surface surface vacancy exchanges places with the
atomic plane (the empty site is considered ~ atom marked by a square and finds itself
as a vacancy and has less than a half of at the edge of the the surface plane, it is
empty neighboring sites): (a) if the surface  not considered a vacancy anymore — so the
vacancy exchanges places with the atom aforementioned exchange describes annihila-
marked by crosses, it remains inside the tion of vacancies at the surface step.

facet with the same number of neighbors
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we get the radial vacancy concentration profile at
Ei — Ec = 2yQ2(1/ri +1/re)

as

(EBE)
Ey (r) — E) P\ T
+
kT Te Ey(r) — Ee\ dr
[ oo (")

« /re exp (M) % (7.81)

cy (r) = exp (—

kT r

From Equation 7.80 it is seen that the vacancy flux always exists at any dependence
Ey (r). So, vacancy segregation cannot represent the reason for the stability of a
hollow nanoshell. The delay can be connected only with the time of attainment
of the quasi—steady state regime. But, evidently, the vacancy segregation in the
nanoshell cannot present anything special, since similar segregation must take
place in macroscopic samples (for example, at sintering of powder mixtures) and,
as far as it is known, it in no way prevents, say, void coalescence.

For a qualitative estimation of the radial vacancy concentration profile, we need
the corresponding dependence on the system’s energy. To find Ey (r), the model
in atomic scale was used, which allows us to place the vacancy into the given
site and to determine the system’s energy directly through atomic interactions.
Since the system has free surfaces, it is correct to determine the energy after the
system’s relaxation. For comparison, we treated a nanoshell both without (all atoms
in the sites of an ideal lattice) and with relaxation (after the system has reached
equilibrium by the method of molecular statics (MS)).

To obtain the dependence of the system’s energy on the position of the vacancy, r,
determined by the radius vector from the nanoshell’s center, one atom was replaced
by a vacancy in turns and the energy of the system was calculated. Owing to the
absence of spherical symmetry of the crystal, discreteness of the sites and faceting
of the nanoshell’s surfaces, the systems with equal distance r from the vacancy
to the void’s center can have different energies (Figure 7.10). And, conversely, the
systems at different r may have equal energies. In the latter case, one more reason
arises: the vacancy “feels” the surface up to a certain depth (along with physical
reasons the model may reveal artifacts, connected with the cutoff of the many-body
Sutton—Chen potential for copper [25]).

As seen from Figure 7.10, the energy dependence near the surfaces has alocalized
range of values. We have found that the number of empty sites in the vacancy’s
nearest neighborhood is common for such regions. In what follows, we mark any
site with one empty nearest neighbor site as b1, with two nearest neighbor sites
as b2, etc. The atom in the bulk is marked as b0. In particular, the vacancy at the
internal surface has no more than six empty neighbors, at the external one — up to
nine. Since the energy is the least for the site with the largest number of broken
bonds (for complete detachment there is the least number of existing bonds left),
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E- Emax (eV)

Apr
— — Without MS

-1.5
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rla

Figure 7.10 Dependence of Ey(r) without of data for a relaxed system. The data for
relaxation (rigid lattice) and after relaxation  the energies at various vacancy positions
(by molecular statics) of the system “2-5.5”. are given with indication of the vacancy type
The dashed line corresponds to the rigid lat- (“bn’ corresponds to the vacancy position
tice case. The solid line is an approximation with n empty neighbor sites).

then the vacancies with the largest number of empty sites determine minimal
energies at internal and external surfaces, E; and E.. One may conclude that the
system’s energy with a subsurface vacancy is strongly influenced by the roughness
(imperfection) of the surface which, in turn, is determined by local curvature,
faceting, etc.

For the small system with r; = 2a and r. = 5.5a, containing 2639 atoms, an
octant with boundary planes (518 atoms in all) was used for the determination of
the dependence. Considering the superposition of the dependencies of nanoshell’s
energies Ey (r) on the position of the vacancy for the system before and after
relaxation, we notice that relaxation does not qualitatively change the radial energy
dependence for the system with a vacancy (Figure 7.10). The slopes become 11%
lower and acquire some smoothness. The localization of atoms by the number of
broken bonds is preserved. We qualitatively compare the obtained dependencies
below.

Additionally, we analyzed five more systems “(r;/a — r./a)” with different internal
(r1) and external (re) radii without relaxation (Figure 7.11). As we should have
expected, the influence of the curvature is essential near the surface. In the bulk
at the depth of the vacancy location (67 A), the energy of the system reaches the
plateau with a constant magnitude of Epyk, which can be treated as the energy
of the system with a vacancy in the bulk. Then, the differences En — E; and
Epuik — Ee can be interpreted as the energies of vacancy formation on internal and
external surfaces, respectively. The plateau is not observed for the system “2-5.5”
(Figure 7.10), since the thickness of its nanoshell is 12.6 A, and the subsurface
layers are just overlapping. Such depths can be connected with the radius of
potential cutoff av/3 = 6.26 A, though accounting for the farther neighborhood
when finding that the potential energy does not make any essential contribution.
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Figure 7.11 The approximation Ey(r) for the system
“(ri/a — re/a)” with different internal (r;) and external (r)
radii without relaxation: (a) for the systems “2-5", “2-7.25"
“2-9” and (b) for the systems “3.75-9”, “5.5-9”, “2-9".

Knowing the dependence Ey (r), from Equation 7.81 one can find the steady state
radial profile of vacancy concentration (Figure 7.12).

If we neglect the above-mentioned peculiarities of the vacancy subsystem near
the curved surface and consider the energy of the system with a vacancy to be
equal everywhere, irrespective of the vacancy position (Epux), we can simplify
Equation 7.81

0 _ _ (Ebulk - Ee) 1/7’ - 1/re ((El - Ee)) _ ))
v = exP( kT ) (1 RV (eXP kT !
(7.82)
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Figure 7.12 Steady state radial dependence of vacancy con-
centration ¢y (r), calculated according to Equation 7.81, for
the system “2-5.5” without relaxation (rhombuses and solid
line) and after relaxation (triangles and dashed lines). The
lines determine the concentration for the profile without seg-
regation, Ey (r) = Epyik-

The profile calculated according to Equation 7.82 is depicted as a solid line in
Figure 7.12. Apparently, in this case, the concentration dependence is monotonic
and there is no surface segregation of vacancies.

To find out how vacancy segregation influences the kinetics of the nanoshell
Shrinkage, it is sufficient to compare the vacancy fluxes that correspond to
concentration profiles with and without segregation

dr: with segr 1 1 Epuie — Ee
htd —— —|&Xp| ——
dt — N\ Te kT

dr; without segr /‘fe Nl % =0
dn e (rv () - £) 5
The ratio Equation 7.83 for nanoshells of different sizes is indicated in Table 7.1.
The shrinkage rate increases 1.5 times on average, and twice as much for the
relaxed system. Thus, we may conclude that vacancy segregation near the surface
accelerates the shrinkage. In other words, the “barrier” understood by the authors
of [21] always exists for the nanoshells of any thickness (rise of the energy of the
system after embedding the vacancy into it). At transition to nanothickness, this
barrier becomes narrower and smoother, which leads to the increase in vacancy
flux.

To estimate the correctness of the proposed calculations, we used the phe-
nomenological equations for the energy of vacancy formation for a nonplanar
surface

(7.83)

Epuik — Be = EY° +2yQ/re,  Fourc — B = E° — 2y /1

where E{,’O is the energy of vacancy formation near the planar surface and y is the

surface tension. So, we arrive at
g0 _ i (Bpuix — B) + re (Bpuix — Ee) L = E — E.
¥ 1ot Te ’ 203 [4(1/r; + 1/ro)

(7.84)
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Table 7.1 Calculated parameters for the system “(r/a —
re/a)” with internal (r;) and external (re) radii. £; — Epyik is
the formation energy at the internal surface, Ec — Epyik is
the formation energy at the external surface, and E\f/‘o, Y,
and n are determined according to Equations 7.84 and 7.83,
respectively.

ri/a-re/a 2-55(MS) 2-55 2-7.25  2-9 3.75-9  5.5-9
Thickness (r. — ri)/a 3.5 3.5 5.25 7 5.25 3.5

Number of atoms 2642 2642 6319 12035 11240 9396
Fi — Fyulr (V) —0.82 —0.82 082 —08  —098  —1.04
Ee — Epui, (eV) —1.04 -1.04 —-1.07 -1.09 -1.09  —1.09
EL, (ev) 1.01 1.13 1.13 114 118 1.19
y (] m™2) 1.18 1.32 1.44 1.47 0.45 0.73
n 2.03 1.75 1.33 1.35 1.33 1.51

Substituting the obtained values of E, E., rj, and r. into Equation 7.84, we can
compare E\f,‘o and y, characterizing the proposed model, with experimental data
for copper [2, 25] E\f,’O ~ (1.17 £0.11) eV, y ~ 1.7 ] /m? (Table 7.1). We think that
the reason for poor coincidence of the surface tension with the experimental value
can be explained by a very rough criterion for the choice of surface steps (which
determine E; and E.) and neglect of “unrecoverable” sources/sinks of vacancies
(those that disappear after creation or annihilation of the vacancy).

7.2.7
Summary

Nanoshells, produced in the diffusive reactions of nanoparticles within the ambient
phase with a simultaneous formation of Kirkendall voids inside, are unstable in
principle, but the shrinkage time can be very large due to their cubic dependence
on the radius of the nanoparticle. The mechanism of shrinkage is the out-diffusion
of vacancies from the void due to the curvature effect.

Shrinkage of a nanoshell of an IMC with a large difference between diffusivities
of the components is accompanied by the segregation of the fast-diffusing particles
at the internal boundary due to the inverse Kirkendall effect. The rate of shrinkage
is controlled by the slow species, contrary to usual interdiffusion with quasi-
equilibrium vacancies.

The steady state approximation for both vacancies and atoms provides a reason-
able and simple scheme for predicting the shrinkage kinetics. In order to properly
describe the details of segregation, one must take into account the non—steady state
redistribution of atoms; however, the steady state for vacancies can also be used.
kMC simulations confirm the main predictions of the phenomenological models.

Near planar as well as curved interfaces, there always exist activation barriers for
vacancies, connected with the increase in energy at embedding the vacancy into
it. At transition to nanothicknesses, this barrier becomes narrower and smoother,
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which leads to an increase in vacancy flux. Vacancy segregation near the surface
accelerates the nanoshell’s shrinkage.

7.3
Formation of Compound Hollow Nanoshells

7.3.1
Introduction

As mentioned above, in a hollow nanoshell formation, we have an almost pure
Frenkel effect with fully or partially suppressed Kirkendall shift. In [10], we
analyzed the formation of a hollow compound nanoshell. We demonstrated that
the Gibbs—Thomson effect, leading to the shrinkage of “ready” compound shells,
should influence the formation stage as well. Sometimes it may even suppress the
nanoshell formation.

73.2
Model of Nanoshell Formation

We consider the interdiffusion of A and B in a two-layer nanoshell structure,
as shown in Figure 7.13 (actually, the enveloping layer A may just represent the
medium in which the B particles are immersed). In this case, both the Kirkendall
effect and the inverse Kirkendall effect coexist, and how they interact with each
other is not completely clear. If the flux of B, jg, is bigger than the flux of A, ja, the
balancing vacancy flux jy diffuses inward, which counters the vacancy flux due to
the Gibbs—Thomson effect. On the other hand, if j5 < ja, the two vacancy fluxes
move in the same direction, i.e. outwards.

We use the term “Kirkendall effect” to include both Kirkendall shift and
Kirkendall voiding (or Frenkel voiding). We present a detailed analysis of the
interaction of the Kirkendall effect and the inverse Kirkendall effect in nanoscale

Figure 7.13 Hollow nanoshell consisting of two shells:
outflux of B is larger than influx of A, leading to an influx
of vacancies.
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Figure 7.14 Simplified scheme of com- This geometry appears due to the formation
pound nanoshell formation by reaction of voids at the interface at the initial stage
between pure B particles with radius rga and of the reaction. The effective core radius is
surrounding material A. At the intermediate  determined according to (4/3)7r2,. = NpgS.
stage, the remaining core is connected with At the end of the reaction, we have rere =0,
the growing compound shell by “bridges”. ry = rfinel,

particles. The interaction is expressed in terms of the interaction of vacancy fluxes.
Namely, the arising difference between vacancy concentration at internal and
external boundaries (higher at internal boundary and lower at the external one)
should oppose the vacancy flux generated by the difference of mobilities of the main
components at interdiffusion. Therefore, we expect that under critical conditions
void formation in the hollow nanoshell can be suppressed.

We shall consider, for example, the formation of cobalt sulfide (CogSg transform-
ing to Co3S4) hollow nanospheres [4, 5]. Since Co is the dominant diffusing species
in cobalt sulfide, the voids form in the internal part of the sphere, between the
remaining Co core and growing sulfide shell. The following simplified geometry
of the intermediate stages of reaction has been observed experimentally [5]: the
remaining metallic core inside, surrounded by an “almost hollow” layer, contains
“bridges” connecting the core B and the compound layer AB (Figure 7.14). The
bridges provide paths for B atoms to diffuse and react with A atoms in the growing
compound nanoshell with an internal radius r; and an outer radius r.. This picture
is very close to the model of a so-called divided (separated) diffusion couple, which
had been proposed by one of the authors (AG) [26, 27]. In this model, the diffusion
contact between powders of different materials is kept by surface diffusion and
sometimes by vapor phase transfer. In this section, we restrict ourselves to the
formation of a single compound. Competition and sequential growth of the phases
will be analyzed elsewhere.

In the following, we do not restrict ourselves to compound formation. We discuss
the formation of an arbitrary intermediate binary phase with a narrow homogeneity
range as the result of a reaction between the initial species B and the surrounding
material A. On the other hand, we do not take into account the peculiarities of the
diffusion mechanisms via the different sublattices. We treat only general vacancy
concentration, assuming that the local redistribution of vacancies between the
sublattices proceeds faster than the phase growth.

The following assumptions are made in our analysis of interdiffusion in forming
the nanoshells:

217



218

7 Nanovoid Evolution

1) There is no Kirkendall shift during phase formation, i.e. all vacancy fluxes go
to the formation of Kirkendall (or Frenkel) voids instead of being annihilated
by internal sinks; hence, they do not causing the lattice shift.

2) At the intermediate stage (after nucleation of several initial voids), the voids
surround the remaining B-core, which is connected to the growing compound
spherical layer by a few thin bridges, as shown in Figure 7.14. This means
that the internal surface of the growing compound shell is mostly free but is
provided with a very good diffusion contact with remaining core by surface
diffusion along bridges.

3) The effective core radius is determined according to (4/3)7 72 .. = N3Qp, where
Npg is the number of remaining (nonreacted) atoms of pure B and Qjp is the
atomic volume of pure B; at the end of the reaction, we have repre = 0,15 = riﬁnal;

4) no internal stress is involved;

5) spherically symmetric geometry;

6) surface tensions of the external and internal boundaries of the growing phase
are assumed to be identical (for the sake of simplicity);

7) the peculiarities of chemical bounding and sublattices in the sulfides or oxides
are not taken into account, and the compound is treated as a common metallic
phase but with a narrow homogeneity range.

The Laplace tension and compression of the compound layer due to curvatures
of internal and outer interfaces have been taken into account in the analysis.
However, vacancy supersaturation is assumed to be outside the compound layer
(in the B-core) at the initial stage of reaction, so voids can be nucleated. Curvature
effects on vacancy concentration exist, so the difference of vacancy concentrations
at the internal and external boundaries of the compound cannot be neglected. On
the basis of the Gibbs—Thomson effect, the equilibrium vacancy concentration at
the internal boundary of the compound layer is higher than that at the planar free
surface

2y Q2
cy(r) = Cv, €Xp YT
1

and at the outer boundary it is lower than that at the planar surface

2y Q2
cy(re) = Cv,y €Xp | — TTr
e

Thus, a vacancy gradient exists in the compound layer. Curvature effects on the
driving force of compound formation (and, respectively, on the homogeneity range
of the compound) is included as well.

7.3.3
Simplified Analysis of the Competition Between “Kirkendall-Driven’ and
“Curvature-Driven” Effects

We start with a simplified situation and consider the initial stage of compound
nanoshell formation, when the shell thickness r. — r; is much less than the initial
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radius, rpa. In this case, we can use the flux equation for planar interfaces.
Moreover, let the curvature effect be linear

2y Q2

kTrBA

«1

so that

cy(re) = cy, exp [_?_}2] ~ oy, (1 _ %)
(7.85)

2yQ 2yQ
ov(ri) = cv, exp {W} >~ cy, (1 + k]% )

Then, the product of vacancy flux density and atomic volume is determined by a
simple equation, taking into account the vacancy concentration gradient caused by
the Gibbs—Thomson effect

o s —e () cy(re) —ov ()
Qjy = (Dp — Da) Ar Dy Ar
Ds — D + Dyey, 222 (L 1) L 7.86
~ (D= A) o kT \r. r./) Ar (7.86)

Here Dg = Djp, Dp = D} ¢, where the thermodynamic factor is given by

_ CBCA 92 9°g
kT acB

and D}, and Dj, are the tracer diffusivities of both components in the compound. In
Equation 7.86, we have taken cg D} 4+ ca D} = cyDy (thus, we neglect a correlation
factor here). Furthermore, Acg = cg (r;) — cg (re) is the homogeneity range of the
compound (typically very narrow). Note that the concentrations cg and c, are given
in mole fractions, so ¢g + ¢4 = 1 and 1/ is the number of atoms per unit volume.

The first term on the right-hand side of Equation 7.86 is an inward vacancy flux
caused by the difference in diffusivities and leading to void formation. The second
term in the same equation is an outward vacancy flux caused by the different sign
of curvatures at the internal and outer boundaries and counteracting the first term.
After all the metal is consumed, this vacancy concentration difference leads to a
collapse of the nanoshell. Evidently, if the curvature effect wins, implying

Dy Dy 2B _ o, 272 (1 1Y 1 S g7
- < —+— )= .
BTN A VT \ re) Ar (7:87)
void formation becomes impossible because the vacancy flux should be directed
outward. At the initial stage, when r. & r; = rpa, this criterion can be rewritten as
2y 2 (cgDi + ca Dy
oy < 212 2(8D5 & caD}) (7.89
kT (DB — DA) ACB
The criterion in Equation 7.88 is hard to use since the homogeneity range of the
compound is very narrow and usually unknown. Yet, this difficulty can be easily
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circumvented. Indeed, we take

cB(ri) B3 cpea d’g
DBACB = / DE(ﬂdCB = / DE——dCB (789)
cp(re) e KT dcg
—+ CBCA ag ag —x Ag
~Dp—r | —| — — = Dg—
kT aCB i aCB re kT

Here Ag is the compound formation Gibbs free energy per atom (it has been
measured for many compounds). As a result, Equation 7.89 can be reduced to the
following form:

2y (Dy/Dj + ca/cs)

TBA < ——20p~———— " (7.90)
Ag (D3/Di —1)
We use the dimensionless parameter
2y Q2
G=-"
Agra

as a measure of the ratio of the curvature effect and the chemical driving force
of reaction. Thus, in our simplified approach, the condition of impossibility for
hollow shell to form by a reaction can be represented as
1 D;/Dj—1

G>—

_— 7.91
2cp DE/DZ—FCA/CB ( )

In this simplified analysis, we neglected the influence of curvature on the chemical
driving force (in other words, on the homogeneity range for the main components),
nonlinearity of the Gibbs—Thomson effect for vacancy concentration at nanoscale,
and spherical geometry. Moreover, the knowledge of the vacancy flux is not
sufficient for predicting the reaction rate and the resulting void size. The above
has been modified below. Nevertheless, the simplified Equation 7.91 is rather close
to the numerical criterion obtained by a more rigorous analytic and numerical
analysis (to be shown in Figure 7.17).

73.4
Rigorous Kinetic Analysis

We start from the flux balance for the B component (core material) at the outer
boundary and the flux balance for the A-component (enveloping material) at the
internal boundary. Flux balance means that the product of concentration step
across the boundary and the boundary velocity is equal to the difference of fluxes
on both sides of this moving boundary. For the external boundary, the flux balance
for B is more convenient since we know for sure that both the concentration of B
and the outward flux of B are equal to zero. On the other hand, for the internal
boundary, the flux balance of A is more convenient since we consider the case
when the solubility of A in B can be neglected and no A goes into the void so that
the corresponding concentration and flux of A at r < r; are equal to zero. Thus,
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in each flux balance equation, we use only one flux — B for the external radius .
(Equation 7.92) and A for the internal radius r; (Equation 7.93)

dre dcg CBDE 3Cv
0— — =0—|—-Dg — _— — 7.92
© = ca) dt ( 5 o e oy o |, (7:92)
caDy dcy

( 0) dTi D 3CA
CA — — =\ - -—
A dt A or

)—o (7.93)

In the expression for both fluxes (the last term), we take into account the input of
vacancy gradients due to the Gibbs—Thomson effect [8]. We note that the diffusion
of the B-flux is directed out of the shell and the diffusion of the A-flux is directed
into it. Concentrations of B and A inside the compound can slightly change in the
narrow homogeneity ranges for atomic fractions of B and A inside the compound,

r Ccy or

respectively (Acg = —Acy). We assume that
3CA aCB
cg+ea=1l, —=-——
B+ A ar ar

Note that we use the fluxes in the lattice reference frame and intrinsic diffusivities
(instead of interdiffusivity) according to our basic approximation of no Kirkendall
shift. We neglect the correlation factors of Manning’s vacancy wind terms [28] since
they can change results only quantitatively. Both tracer diffusivities are proportional
to vacancy concentration. Here we use one more approximation that we treat only
one effective vacancy concentration, without distinguishing between sublattices in
the compound. We take

Dj = oyKs, Dj=cyKa (7.94)

where Kp and Ky can be treated as constants. Thus, we rearrange
Equations 7.92-7.93 as
86\/
hadd 7.95
ar ,e) ( )

dre. KB( cvg Ocp
) (7.96)

dr

Note that in the above equations the values of vacancy concentration at the
external and internal boundaries can be very different, due to the Gibbs—Thomson
effect, and the vacancy gradient (and the cross terms in Equations 7.92-7.93 and
Equations 7.95-7.96) do not tend to zero. At the same time, the concentrations
of the main components at the external and internal boundaries remain close to
constant because of the narrow homogeneity range of the compound.

Now we use the steady state approximation both for components and for vacancies
inside the compound, which has proven to be valid inside the intermediate phases
with a narrow homogeneity range [29]. From the continuity equation, we have

cg Or

Te

36\/

dt ca or |, ar

dri _ KA (Cvg() 363
CA ar

e

aCB -

— a0 di ~0

3t = A

dov . = .= .=

— =divfy+oy=divy 0 = divJly~0 (7.97)

at
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In the latter equation, we used our assumption about the absence of effective
vacancy sinks/sources inside the growing layer of the compound.
Writing down the fluxes and divergences in spherical coordinates, we obtain

= 10
divy0 = (r ]r) ~0 = r%, ~ constant

2 r
r’Qjp(r) =r < ov (1) fﬂ— +cp (1) —> Kg (7.98)
) dre
= réQ}B (re) = réd—rtcB
. d 0
PQj (1) =1 (—Cv (N + () %) Ka (7.99)

. dr
=1l Qan) = ﬁzd—;CA

where

Qjp = CB% Qja = CA%

dt’ dt
are the fluxes of the metal and surrounding element, respectively, and Q is the
volume per atom of the compound.

Equations 7.98 and 7.99 can be treated as the set of two differential equations
for two unknown functions cg (r) and cy (r) (treating r. and r; and their time
derivatives as known parameters). These equations are nonlinear because the
vacancy concentration cy(r) and the thermodynamic factor ¢(r) in the coefficients
cannot be treated as constants. On the other hand, Equations 7.98 and 7. 99 can be
treated as a linear set of algebraic equations for determining the quantities V and

ov( )go(r) dr . By rearrangement, we change Equation 7.98 and 7.99 to

dev _ &
dr —
7.100)
dﬂ —_B (
ev(ne(n e = -2
with B; and B, being expressed in terms of the boundary velocities
_ CA 2dr1 o 2dre
B=-Xra Ko da
(7.101)
By = cuen (12 dre _ 1 dn
PR dt T Ky dt
The solutions of Equation 7.100 give
o =-824F
deg By (7.102)

where F is the integration constant. In the first equation in Equation 7.102, the
boundary conditions at r. and r;, taking into account the Gibbs—Thomson effect on
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vacancy concentration, yield
2yQ
oy(re) = _lf_ez + F = cy, exp (_%Ye)

(7.103)
B 2y Q2
oy(n) = _Tiz + F = cy, exp (ﬁ)

Then, we integrate the second equation in Equation 7.102 over the radius from the
internal boundary to the outer one, and obtain

T d e B
/ goﬁdr:/ . (7.104)
1 dr L _E +F
r
The integration of the right-hand side of Equation 7.104 by substituting
Equation 7.103 gives

B,
T d{—— + F) T
B / ¢ ( r _B /W(e) dov _ B <ln CV(“)) (7.105)
By Jy By By Jo cv B cv(ri)

— 4+ F v(ri)
r

_ By 1 1

By kT \r.
For the integration of the left-hand side of Equation 7.104, we take into account
that the thermodynamic factor is given by

cpea 0°g
kT ack
and that the homogeneity interval is very narrow (concentrations are almost

constant within the compound layer but the derivatives of g are very far from being
constant), we obtain,

/re q)%dr 3 /re CBCA @dﬂd}, B Trea /CB(Ye) @dc
L dr . KT 9cg dr kT Joyoy 0ch

EB(_IA Bg
=—\| = .106
kT < aCB "i) (7 )
It is well known for the case of planar layer growth that, for the growth of a single

intermediate phase, the difference in the right and the left derivatives would be
proportional to the driving force of the reaction,

_ %
aCB

Te

a_g B a_g _ 8_g compound/nonmetal B 8_ compound/metal _ Ag
3CB re aCB i BCB 0 BCB 0 EBEA
(7.107)

Yet, in our case, we should take into account the influence of curvature not only
on the vacancy concentration but also on the phase equilibrium at the curved
boundaries. At the external boundary, the compound is under additional Laplace
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2

compression with additional energy per atom feQ , so that, taking into account the

common tangent rule, we have

9 9 compound/nonmetal ZZ 2
8—g = a—g SR (7.108)
CB |y, CB | oo cg(re) =0
~ 9 g compound/nonmetal 2yQ
- 3CB 00 EBre
At the internal boundary, the compound shell is under Laplace tension with
negative additional energy per atom (— 2’;—), so that
8g B ag compound/metal _21;:2 ~ ag compound/metal 2)/Q
dcp |, ©dcn | () —1 " dcply TaTe
(7.109)
Then, instead of Equation 7.107, we obtain
0 ad A 2y 2yQ
a_g . A (7.110)
CB re dcg CBCA CpTe CATq

it

Substituting Equation 7.110 in Equation 7.106, we arrive at

e dcp CBCA og Ag 2y Q2 (ca Cp
/r; ‘/’Wdr_ﬁ(a ri) ——E-FW(Z—TI) (7111)
It is interesting to note that the change in the driving force in Equation 7.111
due to the curvature effect can be negative as well as positive, depending on the
stoichiometry and on the ratio of external and internal radii.

Substituting Equations 7.111 and 7.105 in Equation 7.104, we obtain

A c c B 1 1
28 s _SA(l,Z2 (7.112)
2y Te T By \re 1

g
BCB

Te

After further substituting B; and B, from Equation 7.101 in Equation 7.112 and
after excluding time, we obtain (after simple but long algebra) the main equation
of this section

Ag 1
d > Kg ¢ T
e Lo 2y T (7.113)
dl’i re KA CB Ag l
2y n
We now go over to dimensionless parameters
r; T 2y Q
X = —17 Y = —e7 G = y
BA BA Agrea

where rgp is the initial radius of the nanoparticle. This “G-parameter”, together
with the ratio of mobilities
K _ Dy _ Dy

K~ D DA( B(A) BA)®)
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are the two major parameters of our model. Then, Equation 7.113 can be repre-
sented in the following form:

SL=_—-B- 2 (7.114)

This equation differs from a similar equation derived by Alivisatos et al. [5] by the
last term containing G # 0 (responsible for Laplace pressure and Gibbs—Thomson
effect both for vacancies and for main components). When both radii r. and r; are
large, i.e.
L LY
Ag Ag
the equations become similar.

Equation 7.114 can be easily integrated but gives, as a result, a transcendent
relation between y and x. It can be solved numerically by the finite-difference
method. The governing parameters are D = Dy /D3, cg, and G. The equation has
been solved with the “initial” conditionx =1,y =1+ e¢.

We made calculations in two cases: (1) when all pure metal (core) was consumed
by the reaction ¢ (y* — x*) > 1 and (2) when the internal radius of the compound
shell became equal to the radius of the remaining metallic core (void in the hollow
shell between the compound shell and the remaining metallic core with connecting
bridges shrinks prior to the end of the reaction)

<1 ra=1—c(y’ —«°)

It is evident from Equation 7.114 that in the case when G > 1, nanoshell formation
is impossible (taking into account that x and y start from almost 1). This means
that, in very small particles, rga < 2y Q/Ag, the reaction with void formation is
impossible. It is interesting that this critical condition coincides with the critical
radius for nucleation of a new phase.

7.3.5
Results and Discussion

We present some results for various parameters in Equation 7.114 below. A
characteristic solution of Equation 7.114 is represented in Figure 7.15. Here the
reduced internal radius x was decremented uniformly and arbitrarily, the reduced
external radius y was calculated by a numerical integration of Equation 7.114, and
the reduced radius z = rcore/7sa Of the remaining core was calculated according
to conservation of matter (neglecting differences of atomic volumes in compound
and metal)

s=(-a(p )"

Calculations were stopped when the core or void disappeared (z = 0 or x = z).
According to the analysis of Alivisatos et al. [5], the resulting radius of the final
void is determined only by the ratio of diffusivities and by the stoichiometry of
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Figure 7.15 Evolution of reduced external
radius y = re/rga of the compound nanoshell
(solid line) and reduced effective radius

Z = reore/raa Of the remaining B-core (chain
line) with decreasing reduced internal radius

the compound. Ideally, if only B atoms migrate, the final void radius should be
just equal to the initial radius of the B particle. But, according to our model, the
resulting ratio of the void radius to the initial particle size depends on the initial
particle size via the G-factor. Indeed, according to our results, the less the initial
radius and the larger the factor G, the less is the ratio of the final void size to the
initial particle size, as shown in Figure 7.16. Thus, if the initial radius is less than
some critical one, a void cannot be formed at all.
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Figure 7.16 Dependence of resulting reduced void
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02f
0 I I I I I
0O 20 40 60 80 100 120
D

Figure 7.17 Dependence G(D) dividing 1/2); points — numerical criterion ob-
two regimes: left and up — hollow tained by the solution of Equation 7.114
nanoshell formation impossible; solid with the condition x* <rd /i, =1—
line — approximate analytical criterion e (> —x*).

Df /DA -1 .
G > ATl (Equation 7.91 at cpA = cg =

Furthermore, in this case, due to large vacancy gradient, the internal radius
converges inside faster than the radius of the remaining B-core, and abolishes the
void. In Figure 7.17, we divide the region of parameters G and D

2y Q2 D
G= 14 , D= —f
Agraa A

into two subregions (results of our numerical calculations of y(x) with vari-
ous parameters of G and D). For the left and upper subregion, the forma-
tion of a hollow nanoshell is forbidden. This criterion appears to be rather
close to the approximate analytic criterion in Equation 7.91, as demonstrated in
Figure 7.17.

If necessary, we can also calculate the absolute rate of void formation in real
time. Indeed, we can deduce two expressions for the parameter B;. First, from the
set of Equations 7.103, we obtain

2yQ 2yQ
exp ( k);_ ) — €xXp (— k)]/" )
ri T
B, = —cy, ! T < (7.115)
i a Te

Second, from Equations 7.101 and 7.113, one gets

2= — ——

ca ,dni cg ,dre ca ,dn ti te/tea — G
r Te - =i
Ky 'dt Kg ©dt Ka ' dt

1— == = 7.116
re 1/TpA + G) ( )
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Figure 7.18 Dependence of reduced exter-  on the dimensionless time t,a = (D} /rZa)t,

nal (y = re/rsa) and internal (x = ri/rga) radii calculated according to Equation 7.117 for
of the nanoshell, and the remaining core ra- the case D = D} /Dy =10, cg =ca = 1/2,

dius (Z = rcorE/rBA = (.I —CB (y3 _X3))1/3) kZ-I}:E?A =1

Equalizing Equations 7.115 and 7.116 gives

2y Q2 2y Q2
dri  Kacvo &P ( kTri> TP <_ kTre) 7117
Fraa ca r?(l_l>(1_£re/rBA_G) (7.117)
'\ e re ti/tga + G

Combining Equations 7.113 or 7.114 with Equation 7.117 leads to the full descrip-
tion of the kinetics in real time. A typical result of solving Equation 7.117 together
with Equation 7.114 is shown in Figure 7.18.

7.3.6
Summary

The formation of a hollow nanoshell is analyzed by taking into account the
competition of three factors:

1) growth of a compound phase due to reaction and tendency for vacancies to go
inside (due to difference of diffusivities);

2) shrinkage of the shell due to vacancy gradient between internal and outer
boundaries (Gibbs—Thomson effect);

3) change in the driving force by Laplace tension at the internal boundary and
Laplace compression at the external boundary. The second factor should win
for very small particles.

The critical value for the initial radius is very similar to the result of Gibbs
nucleation theory, that is, r§, = 2y/Ag. Nucleation and phase competition (in
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the case of a two-phase sequential formation) of the spherical particles have been
considered elsewhere along the lines as outlined above.

7.4
Hollow Nanoshell Formation and Collapse in One Run: Model for a Solid Solution

7.4.1
Introduction

In this section, we suggest phenomenological models for both steps of the pro-
cess — formation of a hollow nanoshell from a core—shell structure with full
solubility during interdiffusion and shrinkage of this just-formed nanoshell with
a transformation into a compact particle. The description of the shrinkage looks
simpler. Therefore, we start with the model of collapse, and then modify this model
to describe the formation stage.

7.42
Shrinkage

We consider interdiffusion and vacancy fluxes in a spherical hollow nanoparticle,
consisting of a binary solid solution with a broad homogeneity range. As explored
in Ref. [8], such a shell should shrink due to outward vacancy fluxes generated
by the difference in vacancy concentrations at internal and external boundaries.
The vacancy flux should lead to a redistribution of the main components with a
corresponding feedback of the created concentration gradient on the vacancy flux
and on the corresponding shrinkage rate. Contrary to the case of an almost stoichio-
metric compound [8], in our case of solid solution, we cannot take diffusivities and
concentrations as almost constant. Thus, one has to solve the coupled nonlinear
set of equations describing vacancy flux, interdiffusion, and boundary motion. The
following approximations are employed:

Al. Tracer diffusivities of both components are proportional to the local vacancy
concentration (fraction of empty sites)

Dj () =cyKa (), Dj(c) =cvKg (c) (7.118)

Here the concentration ¢ is the molar fraction of component B.

A2. Composition dependence of both diffusivities is taken as an exponential
one, which is typical. For simplicity (just to limit the number of model
parameters), the logarithms of both diffusivities are treated as linear functions
of concentration.

Ka (c) = Kaoexp (aacs), Kp(c) = Kpoexp (apcp) (7.119)
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A3. The diffusion fluxes of the main components and of the vacancies take into
account the cross terms and are written in the lattice reference frame [2, 31]

. dca  caDj dcy ocp dcy
Q =—-Dip— — =+K — Ka— 7.120
Ja () A® ar + cy Or +Eagoy or ek ar ( )
s aCB CBDE 36\/ aCB 3Cv
Q = —Dyp— — =—K — Ky — 7.121
2j (1) B9+ o or Bpov— -+ ke ( )
. 86}3 aCV
Qjy (r) = (Kp — Ka) pov (caKa + cgKp) o (7.122)
Here ¢ is a thermodynamic factor,
_ cacp 9°g
kT ac}

g is the Gibbs free energy per atom of the solution. In the model of regular
Solutions, (Z is the coordination number, ®;; are the pair interaction energies)

27 [ Dpp + P
¢=1+CACB_<y

T - @AB) =1+ cacs (—1) (7.123)

—A

Here Manning’s corrections due to the effect of vacancy wind are neglected.
Our preliminary estimates have shown that these corrections, at least for a
disordered solution, do not change the general picture. In this approximation

caKa + cgKg = Dy

(neglecting the correlation factor). The factor A is proportional to the mixing
enthalpy and is negative if the formation of the solution is energetically
favorable.
A4. There is no Kirkendall shift inside the nanoshell.

First, as mentioned in the introduction, there is little place for vacancy
sinks/sources in a nanovolume. Second, if all atoms of the lattice try to move
along the radial direction, this shift would immediately generate a tangential
deformation and corresponding stresses. Boundaries of the shell do move
but not due to lattice shift — just some atoms leave one boundary and attach
to another boundary. Therefore, we can write down the continuity equations
(analog of second Fick’s law) in the lattice reference frame as

doy 19 .
~ = 7% (r"Qjy) +0 (7.124)
aCB 10 2~
T~ o W) 712

Zero in Equation 7.124 was put just to remind about the absence or ineffec-
tiveness of vacancy sources and sinks inside the shell.

The boundary conditions can be formulated in the following way. Although
ov (r,t) is a nonequilibrium vacancy distribution, its values at the boundaries are
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in equilibrium and fixed by the Gibbs—Thomson relation

oy () = ¢y exp <+211/—TQ %1) cy (re) = oy exp <—ZZ—TQ %) (7.126)
Flux balance equations at the moving internal and external boundaries depend
on the conditions of the experiment. Here we treat the case when evaporation of
atoms from the nanoshell is impossible. So, all fluxes outside the shell and inside
the central void are absent. Vacancy flux from the internal boundary to the external
boundary generates the movement of both these boundaries according to the trivial

relations
i ovm, Yo g 7.127
o = v, = e (7.127)

The boundary conditions in Equations 7.126 and 7.127 would be sufficient for
shrinkage of a single-component shell. In our case of a binary solution, we should
have additional conditions. Boundary concentrations of the main components
are not fixed (we do not have an analog of Equation 7.126 for A or B), but the
conservation laws are valid, of course, implying the conditions on fluxes. The sum
of the three fluxes is zero in the lattice reference frame (jy + ja +jg = 0). Thus, two
fluxes are independent. This means that one should write down the flux balance
equations at both moving boundaries for one of the main components, taking into
account that fluxes outside the shell are equal to zero

dr; , dre ,
(eg (i) = 0) 7 =p (1) = 0, (cp (re) — 0) 3 = g (re) = 0 (7.128)
Combining Egs. (6.3.7, 6.3.8), one gets

—cp () Qv = Qjp (1),  —cs (re) Ly = L (1e) (7.129)

Below we use the common steady state approximation for fast-diffusing vacancies,
which reflects the hierarchy of characteristic times — the vacancy subsystem is fast
enough to adapt to the slow redistribution of the main components and to the
movement of the boundaries (except the very last stage of collapse, which is very
fast)

doy 200 QjV

— =0 = rQjy()=—— =constantatr 7.130

ot v (1) = (7.130)
Here jy is the total flux of vacancies, which has to be determined from the boundary
conditions.

It is convenient now to make the following transformation of variables

’r_ _ 1/T - l/l’e
=t &= 71/“ Y 0<é<1 (7.131)
o _ 0 (Edn 0-8de) nn 0
at — ar r2 dt r2 dt ) re—r 0
y o 2
i _ _[rl + (e — 11) §] i (7.132)

or (re - ri) Teli 35
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Using Equations 7.122, 7.131, and 7.132, one obtains

1 Qi — Teli
4 Jv_re—ri

(KB KA) (pCV + (CA KA + CBKB)
or

ac Kz — K, ac Qjy |4 -7
dov _ (Ke—Kwg o (Qjv/4m)  (re — 1) 7133)
0 cAKa +cgKg 0§ caKa+cgKp  rery

If the cg (&) profile is known, then Equation 7.132 has a standard form

doy (§) a
it =f(Eov+ m (7.134)

with
(Kg — Kp) ¢ Ocg

VO=a@®K®+a @K@, f& ="

(7.135)

and can be solved with respect to the unknown function cy (§)

£ 90 S
wE=ew (/o S d§/> (ciq o (_ k);r ) " rr r-r %

E dsl E, " "
X /0 @) P (—/0 f(E")dg )) (7.136)

Combining Equation 7.136 with the Gibbs—Thomson relation Equation 7.126 for
the boundary vacancy concentrations, we obtain an expression for the total vacancy
flux in terms of the unknown B-concentration profile

2yQ ! 2yQ
) A exp ( : ) exp (—/ f© dé) — exp (— )
v _ el g \KTn 0 KTre ) (7137

4T re—n v 1 § de
_ nNde' ) 25
/o exP( /of(é) 5)1&(5)

Substituting Equation 7.132 in Equation 7.121, one can express the flux of one of
the main components in terms of its gradient and of total vacancy flux (which is
constant within the layer)

d d
Qjg (1) = —KBgocvrzE + cBKBrzﬂ
ar or

Teli dcg dcy
= Kppoy — — CBKB—)
(re — 1) ( 0§ 0§

_ Teli KAKB(p . 3CB CB KB ij
B (re — 1) caKa + cgKp v 0& caKpy + cgKp 471

(7.138)

Thus, the steady state approximation for vacancies, together with the
Gibbs—Thomson boundary conditions, reduces the system of two differential
equations, Equations 7.124 and 7.125, to only one, which is an integrodifferential
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equation
i dne
v _ S T g 0 et - 009
o i~ e 0§ (1 = 11e)’
o 9 ( KaKgg (§) o (€) deg Ky (7 — Qjy
ag CAKA + CBKB v aé CAKA + CBKB & e 47

(7.139)

with n; = 1/r;, ne = 1/re. The total vacancy flux in Equation 7.139 is determined by
Equation 7.137. The conditions for B-profile at internal (§ = 1) and external (§ = 0)
boundaries can be found from Equation 7.129 with account of Equations 7.137 and

7.138
dep | _ Te—1i S [ cacs (Kp — Ka) exp [ — 2yQ &1 (7.140)
& ey reti 4w KaKpo - P kTr; v ’
de|  _ e niShy [CAicB (Ks — KA)} exp <+—2”Q)/ceq (7.141)
& eo feli 41 KaKpop =0 kTr. v ’

The boundary value problem in Equations 7.139-7.141 is solved by the explicit
finite difference scheme, with a B-profile at the previous time step used for
calculation of the total vacancy flux according to Equation 7.137 and substituted
into Equation 7.139 for calculating the profile at the next time step. After this, the
just-calculated B-profile is used to calculate the new vacancy profile according to
Equation 7.136. The velocities of the boundaries, and new internal and external
radii are calculated according to Equation 7.127, also from the just-found value of
the total vacancy flux.

7.4.3
Formation of a Hollow Nanoshell from Core—Shell Structure without the Influence of
Ambient Atmosphere

To describe the formation of a nanoshell, we do not need to change the model
equations — we change only the initial conditions. Namely, let us consider a sphere
of pure B of radius rga surrounded by a shell of pure A. To avoid solving the
nucleation problem, let us assume that the initial pure sphere A already contains
a small void in the center. Of course, for a very big initial core, this assumption
seems unreasonable since the first voids should nucleate in the vicinity of the
initial contact between A and B. Yet, for nanoparticles, it is natural that the initial
nanovoids coalesce very fast into a single central void. Thus, in our model, the
initial B-profile is

1, O

, <4 <o _ 1/rga —1/reo

=0, c(¢)= , SBA=71/FO e
10 — el

0, &a<é<l1

Evidently, the curvature effect, determining the kinetics of collapse at the shrinkage

(7.142)

stage, cannot be neglected at the formation stage as well. The formation of a
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nanoshell is the result of competition between the Frenkel effect due to chemical
forces (and difference of diffusivities) and the Gibbs—Thomson effect, as discussed
in Ref. [10]. The smaller the radius, the larger should be the role of curvature-driven
effects. Thus, one can expect that, for an initial void radius smaller than some
critical value, nanoshell formation will be impossible. This critical radius can be
found from Equation 7.137 for the vacancy flux. Namely, the initial pore in the B/A
core-shell structure shrinks from the very beginning if the sign of vacancy flux is
positive. For this, it is necessary that

2yQ ! 2yQ
exp ( k);"ri ) exp <—/(; f©& dé) > exp (— k];"re> (7.143)

which means

8(1) (K — Kp) (1 — fiacph 1 1 2y Q2
/ (Kg A)( AUB )dCB < L<—+ _)) L= )/_ (7144)
cg(re) caKa + cgKp i Te kT

At the very beginning, cg(re) =0, cg(ri) = 1. Thus, the formation of a hollow
nanoshell from a core—shell structure is forbidden if

1 1 1 'we*—1)1—2rx(1—x
71 Z I/o ( 1+1c((lce""‘ _(1) ))dx (7.145)
Here
K=@, O = O — A, X = (B
Kao

This criterion is not rigorous since it was obtained under two major assumptions:
(a) the steady state approximation for vacancies and (b) the assumption of a
single central void preexisting in the center and serving as the sink for all extra
vacancies coming into the B-rich core. In reality, at the very beginning the largest
supersaturation with vacancies should appear just under the initial contact surface
B/A, as seen in Figure 7.22 (vacancy profile at the initial formation stage). It
may lead to the formation of several tiny voids under B/A perimeter, as we
will see later in the MC simulation and as was observed in experiments at low
temperatures [6].

7.4.4
Results of the Phenomenological Model

In Figure 7.19, one can see that the time law of shrinkage correlates with the time
dependence of the segregation magnitude measured as the difference between B
species concentration at external and internal nanoshell boundaries. Also, one can
notice a peculiarity in the time dependence just after the initial stage. The shrinkage
rate slows down after rather fast initial segregation, and the r; (t)-dependence has an
inflection point. Later, we will see that this peculiarity is not general, and disappears
in the crossover regime when nanoshell collapse follows the nanoshell formation
at the same temperature. We believe that the reason is related to different initial
conditions.



7.4 Hollow Nanoshell Formation and Collapse in One Run | 235

8 7.0
6 6.5 g
o
© 6.0 &)
= 4 .
=
2 $
124 8 16 . 3
400 600
0 1000 2000 3000 4000 5000 0 1000 2000 3000 4000 5000

@ ts (b) ts

Figure 7.19 Time dependencies of (a) void radius and

(b) segregation magnitude during shrinkage at various ratios
of diffusivities x = 1,2,4,8,16,32 (actually, preexponential
factors) in the phenomenological model. The parameters
are chosen as ot = 1074, ¢t = 0.5, "t = g, riMt = 17q,
L=10"°m, k =10, ap = —6, ag = —2, and A = 0.

The results shown in Figure 7.19 are obtained for a rather artificial initial
condition, when the initial concentration is taken equal everywhere. So, some
short period of adjustment follows. If we take a just-grown nanoshell, it has an
inhomogeneous concentration distribution from the very beginning (because a
competition occurs between Kirkendall, inverse Kirkendall, and Gibbs—Thomson
effects at the formation stage as well). So, one can expect a constant sign of the
second-order time derivative in this case (see Figure 7.22).

The time of full collapse depends almost linearly on the ratio k of the pre-
exponential factors in Equation 7.119, tesllapse = mi + b. The magnitudes of the
coefficients m and b in this linear approximation change at small mixing enthalpies
and reach asymptotic values at large mixing enthalpies (Figure 7.20). Such a linear
dependence was predicted by us in the case of compound nanoshells with a very
narrow homogeneity range [8] (see also Section 7.2)

kT D D* kT 1l D
30Ap + cs A f ((1 _ CB) D_f 4 CB) (7.146)

follpse ¥ 15 Q" T DiDy 1272 D A
Here rr is the final particle radius after collapse.
In our case
Dy
— =k exp((ap — o) Cp)
Dy

Thus, in the case of a narrow compound phase (meaning large mixing enthalpy),
one can expect that

m 1—c¢
5= 5 exp ((ap — ara) cg) (7.147)
CB

One can see that the asymptotic values of this ratio in the present case of solid
solution are indeed close to the mentioned analytical prediction (Table 7.2).
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Table 7.2 Asymptotic ratio (at large values of A) of linear
fit coefficients for the dependence of collapse time on the
diffusivity ratio. The analytical prediction ((m/b)pred) via
Equation 7.147 is compared with the phenomenological
model ((m/b)model)-

oA ap (m/b)pred (M/b)model

-6 -2 7.07 7.39
-3 =2 1.54 1.65
2 3 1.49 1.65

In Figure 7.21, one can see that the validity of the steady state approximation
for the main components improves with increasing absolute value of the mixing
enthalpy. To demonstrate this, we compare the value of the reduced shrinkage rate

RSR — %7‘2 1/7‘1—1/1’6

de 2yQ 2yQ
P kTr, P kTr.

(7.148)
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obtained in our present model, and the value obtained in the steady state approxi-
mation for the compounds in Ref. [8]
D3 D

(ca Dy + cg D})

with tracer diffusivities calculated for the initial nanoshell composition before
shrinkage. One can see that the larger the absolute value of the mixing enthalpy
(the larger are the chemical forces), the better the steady state approximation works.
This is an answer to the problem stated by the group of Murch [21].

RSR) = (7.149)
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Figure 7.22 Time evolution of an initially
tiny void: first, a fast formation of a hol-
low nanoshell and then its collapse (slow
and then faster and faster). The inserts (a),
(b), and (c) show the concentration profiles
of the faster component at the formation,

The inserts (d), (e), and (f) show the va-
cancy concentration profiles in the same
stages. Parameters: c\e,q =107%, cg“it = 0.075,
Mt =149, it = 7a, Mt = 17a, L = 0.75 x
107°m, k =10, 1 =0, aa = —4.5, g = -2,
dt=10"*s.

crossover, and collapse stages respectively.

In Figure 7.22, we demonstrate (for the first time, as far as we know) the
formation and shrinkage in one run. During the formation stage, the chemical
forces in the sharply inhomogeneous system are stronger than the curvature-driven
vacancy gradient. After formation of a partially homogeneous hollow nanoshell, the
chemical forces become weaker, and the curvature-driven Gibbs—Thomson effect
wins, leading to a collapse due to the outward vacancy flux. Profiles of B species
in Figure 7.22 demonstrate that the full homogenization is not reached during
nanoshell formation — even at maximal void radius, the concentration gradient is
not zero, and later it grows back due to the inverse Kirkendall effect. The vacancy
profile shows the formation of supersaturation just under the initial B/A interface at
the initial stage. Later, this nonmonotonic profile transforms into a monotonic one.

7.4.5
Monte Carlo Simulation of the Vacancy Subsystem Evolution in the Structure
“Core-Shell”

Alternatively to the offered phenomenological models, we developed a 3D MC
model of nanoshell formation and collapse for the fcc structure (lattice parameter
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a) of a binary alloy with vacancies. To be sure that the proposed model is valid
and the chosen parameters are reasonable, we should check, at first, if the hollow
nanoshell is indeed formed from the initial core—shell structure.

The difference in diffusivities of A and B species (even in the case of an ideal
alloy with zero mixing enthalpy) is provided by the probability to choose the atom of
the given kind in the Metropolis algorithm, determined by the ratio of frequencies
K = vg/va (va < vg). Actually, the difference in mobilities is stipulated not only
by different frequencies K but also by thermodynamics and structures of the
sublattices: in the ordered phase A;Bj3, the component B has a higher mobility even
in the case of equal frequencies. The temperature is, typically for MC simulations,
regulated by varying the dimensionless ratio ¢ of average interaction energy E and
kT (larger ¢ means lower temperature).

& = Cipan + Ch¢BB + 2CACBPAR (7.150)

In the following, we model the nonideal (with tendency to ordering) as well as ideal
solutions, combining the sets of nondimensional pair interaction energies or/and
concentrations to satisfy Equation 7.150 at fixed values of ¢ (fixed temperature).

In Section 7.4.5.1, we simulate the formation of a nanoshell for the case of a
nonideal solution. In Section 7.4.5.2, we study the crossover from formation to
collapse, as well for nonideal solutions but for another average concentration, to
obtain formation and collapse in one run at a reasonable computation time. In
Section 7.4.5.3, we investigate mainly the segregation caused (kinetic origin) by
the inverse Kirkendall effect; for this reason, we treat an ideal solution in this
subsection.

7.45.1 Formation of a NanoShell in a MC simulation

To investigate the kinetics of nanoshell formation, a nanoparticle of pure B
component (radius rga = 15.7a) was initially enveloped by a pure A component
(external radius r. = 17a) (the total number of atoms is 82421), the chosen ratio
of internal rgp and external r. concentric radii providing the necessary volume
fractions for the A;Bj-phase. According to Equation 7.150, pair energies for the
A;Bs-phase are chosen as epp = epp = 0.7¢5p at low temperatures ekA =elp =
—1.32, ek = —1.89 with an average energy e* = —1.535 [20]; at high temperatures,
8§A =&l = —0.86, SXIB = —1.23 with an average energy e = —0.98.

As a result of the simulation, the widening of the A/B diffusion zone is observed
and small voids start forming at the pure B/alloy interface. In the process of a
computer experiment, the voids expand, leaving between themselves the “bridges”
of pure B. At high temperature, we observed the subsequent coalescence of voids
into a single spherical void in the center of the nanoparticle (Figure 7.23). These
simulation results correlate with experiments on the formation of cobalt selenides
and sulfides [4, 5, 30].

7.4.5.2 Crossover from Formation to Collapse
In the above-mentioned simulations, the process practically stopped after formation
of a hollow nanoshell. The reason for this seems to be quite clear since the formation
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Figure 7.23 Void formation in a nanopar- attained at 8400 MCS; (b) evolution of CoSe
ticle: (a) results of MC simulation with hollow nanocrystals with time by injection of
Tg = 0.75, K =10 at high temperature (¢™)  a suspension of selenium in dichlorobenzene
at times 167, 1000, 2000, and 10000 MCS into a cobalt nanocrystal solution at 455 K:
(sample cross section, light dots — B, dark 10 s, 1 min, 2 min, and 30 min [4].

ones — A), the maximal size of the void

is driven by chemical forces, and collapse by capillary ones. The latter are usually
significantly less than chemical forces. Therefore, shrinkage of a nanovoid is
typically a much slower process and can be observed at temperatures higher than
those for the process of formation.

In order to describe formation and collapse in one simulation, one needs higher
temperatures. We took 8EA, S}I;IB, SEB and an initial interrelation of the components’
radii rga = 7a, re = 17a, corresponding to an average concentration cg = 0.075
(5745 B atoms, 76676 A atoms) and to ¢ = 0.9. The process of void formation
proceeded very quickly (during 1238 MCS). At that, the void formed in the center
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Figure 7.24 Nanoshell formation and col- small fraction of a more mobile B compo-
lapse in one run: atomistic simulation and nent (light dots, cg = 0.075): (a) formation
phenomenology. MC (solid line) and phe- stage and (b) crossover. Phenomenological
nomenological (dashed line) plots are su- plot calculated at ¢! = 107#, ¢t = 0.075,
perimposed with respective time rescaling, Mt =149, it = 7a, riMt = 17a, L = 0.75 x
1 MCS = 62 ms. MC-modeling at a high 107° m, k =10, =0, ap = —4.5, ag = —2,
temperature (5h, et efb), K= 10, and a dt =10"*s.

of the nanoparticle and appeared to be unstable: just after having reached the
maximal size (3314 sites), it collapsed (Figure 7.24). To correlate the simulation
results with the phenomenological model, we recalculated the number of empty
sites into an effective void radius r;.

7.4.5.3 Shrinkage and Segregation Kinetics in an MC Simulation

Now we come back to the synergy of curvature-driven effects and inverse Kirkendall
effect at the shrinkage stage. The above-described MC-model was used to simulate
the collapse of the nanoshell with r; = 7a, r. = 17a (the total number of atoms
is 76676 and the number of empty sites in the void is 5745) for an ideal alloy at
Tp = 0.75 and K = 10. At high temperatures (¢'), after 7000 MCS, the void has
shrunk by 9.58 % (Figure 7.25).

To investigate segregation effects, we have used the nanoshells of an ideal alloy
with r; = 4a and r. = 8a at low temperature (¢*) with different ratios of frequencies
K (10, 50, 100) and concentrations cg (0.25, 0.50, 0.75, 1.00). We may conclude that
the larger the K and/or cg, the more intensive is the segregation of the more mobile
component near the internal surface (Figure 7.26) and the slower is the process of
the nanoshell collapse (Figure 7.27).

7.4.6
Summary

The formation of hollow nanoshells and their collapse are presented as two stages of
one process with crossover between regimes being determined by the competition
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Figure 7.25 MC-time dependence of (a) internal radius and
of (b) concentration near moving boundaries at the initial
stage of the shrinkage of the A1B; nanoshell (n =7a, re =
17a, dr ~ 1.7a, K = 10, &"): segregation of B species near
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between the Kirkendall-driven Frenkel effect, curvature-driven Gibbs—Thomson
effect, and the inverse Kirkendall effect. Such a unified approach appears to be
reasonable both in the phenomenological analysis and in MC simulations. The
presented analysis is applied (in this chapter) only to the case of solid solutions.
One can formulate the following main features and predictions of the mentioned
approach:

1)

Formation of a hollow shell is driven by the inward vacancy flux, which contains
two competing inputs: (a — assisting formation) chemical driving force that is
proportional to the main component’s gradient and the difference of partial
diffusivities (if the faster component is situated inside), (b — suppressing
formation) vacancy gradient created by the difference in equilibrium vacancy
concentrations at the internal and external boundaries (Gibbs—Thomson effect)
after formation of at least the first void inside. This void should appear due
to the first driving force (superposition of chemical potential gradient and
difference in diffusivities).

Conventionally, the critical void size is determined only by vacancy supersat-
uration and temperature. In our case, the concept of a critical size should
be reconsidered. Void behavior, besides local vacancy concentration, is also
determined by the gradients of vacancies and the main component, so that a
thermodynamically stable void might be kinetically unstable. The approximate
criterion of central void growth is given by Equation 7.145.
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Figure 7.26 Radial concentration profile for a nanoparticle
just after collapse (a) at different ratios of the frequencies
of components (average concentration ¢g = 0.25); (b) at
different average concentrations (at K = 100).

3)

In the process of internal void growth, the initial reserves of the chemical
driving force (concentration and chemical potential gradients) run out, so that
at some moment (at some void radius) the chemical driving force becomes
less than the capillary forces (and the corresponding vacancy drop between
internal and external boundaries). Thus, one has a crossover from formation
to shrinkage.

In the general case, reaching the maximum void radius (end of formation and
crossover to shrinkage) does not mean full homogenization, so that shrinkage
starts at once from the inhomogeneous shell. Therefore, a separate treatment of
shrinkage starting from the homogeneous initial hollow nanoshell is somewhat
artificial and may lead to simulation artifacts, like retardation after some period
of segregation. Of course, if formation and shrinkage proceed at different
temperatures, some initial “‘adjustment” of the concentration profile at the
beginning of shrinkage might have taken place indeed.

The formation stage starts from a vacancy supersaturation just under the
interface and formation of multiple tiny nanovoids in this region, with bridges
in-between providing mass transfer to the remaining metallic core. This feature
was established only by MC simulations, since our phenomenological model is
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Figure 7.27 Collapse rate influenced by (a) ratio of frequen-
cies and (b) volume fractions of components.

spherically symmetric so far, and cannot describe multiple voids and bridges.
This feature fully corresponds to experimental data.

The shrinkage stage is characterized by the inverse Kirkendall effect: an outward
vacancy flux generates segregation of the faster component near the internal
surface, the corresponding concentration gradient decreases the vacancy flux
and, respectively, the shrinkage rate. Thus, at the shrinkage stage, one also
has a competition of capillary forces, assisting shrinkage, and chemical forces,
opposing shrinkage. The peculiarity here is that the chemical force is not
“external”, it is created by the vacancy flux, generated by capillary forces. This
result for solid solutions was obtained both by phenomenological modeling and
MC simulation and coincides with results obtained by us earlier [8] for almost
stoichiometric compounds with a narrow homogeneity range. The coincidence
becomes almost perfect for the case of large absolute values of mixing enthalpy
in a solid solution.

For the case of large mixing enthalpies, the steady state approximation for the
main components (not only for vacancies) appears to be valid. For small and
zero mixing enthalpies (ideal solution), the steady state approximation for the
main components works worse.

In this work, we did not consider the reaction between solid nanoparticles and
gases, the respective models be presented elsewhere.
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7.5
Void Migration in Metallic Interconnects

Nucleation and growth of voids induced by electromigration in Al lines has
been found to be one of the key reliability failure modes in microelectronics
[25]. According to the Huntington—Fiks mechanism of electromigration, the elec-
tron wind force generates a vacancy flux toward the cathode, where a sufficient
supersaturation of vacancies can be reached, resulting in void nucleation, growth,
and eventually failure of a microcircuit [31, 32]. This simple picture appears
to be invalid at least for void formation in copper interconnects covered by a
dielectric as shown in Ref. [33]. Owing to this reason, a more detailed analysis is
required.

7.5.1
Hypotheses and Experiments

Migration and coalescence of voids as well as their interactions with grain bound-
aries (GBs) in the presence of the electric wind force is crucial for understanding the
failure mechanism. The first fundamental theory of void migration was developed
by Krivoglaz [34] for an isolated spherical void and was later modified by Ho [35]
for voids in the vicinity of an external surface. At that, the theory of electron wind
force [36, 37] was used to demonstrate a (1/R)-size dependence of void velocity.
However, the interaction of a void with GBs during electromigration (EM) was not
considered.

In [12], in situ scanning electron microscopy (SEM) observations of high current
density induced nucleation, migration, and coalescence of voids on the surface
of Cu interconnects or at the Cu/dielectric overlayer interface (Figure 7.28) have
been modeled by means of analytical treatments and computer simulations. Let us
briefly describe the mentioned experiments: A conductive thin parallelepiped film
up to 1 um wide and 0.5 pm thick is treated in a nonconducting medium imposed
to a direct current with the density of about 101°~10™ A/m?. The so-called M1 and
M2 structures (Figure 7.29) were singled out, indicating transitions from the lower
level to the upper one and, conversely, through a “via”. The void behavior in these
two structures is different. In the M-2 line, the voids first reach the Cu/dielectric
interface at some distance from the corner of the via and continue growing and

Void

Copper

Figure 7.28 Void coarsening at the thin-ilm copper/dielectric interface (in situ).
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(b)

Figure 7.29 Scheme for void migration for (a) the lower
M-1 and (b) the upper layer M-2 of the structure [12].

moving along the Cu/dielectric interface toward the via and cathode end of the
line; eventually, the void extends and via fails. In the M-1 line, the voids also
first nucleate at the Cu/dielectric interface at a certain distance from the via and
move along the interface; the ultimate location of voids is indicated by a dotted
line.

In order to correctly simulate electromigration, one must constantly recalculate
the current distribution at the movement of the void and change of its shape
since this is the current redistribution that determines the electron wind act,
which in turn influences the shape and location of the void. So, at the least
for configuration changes, one must recalculate the distribution of potentials
that can alter the result of the next step. As far as we are concerned, only two-
dimensional models of such evolution have been developed [38]. One can apply
them to real three-dimensional geometries of the microcircuits only qualitatively.
We present a three-dimensional atomic simulation for an fcc metal with copper
parameters, taking into account grain boundaries. The model had the following
basic features:

1) Voids are formed at surface defects and are bounded by the metal (from one
side) and dielectric overlayer (from the other side).

2) These surface voids migrate under the electron wind force (Figure 7.29).

3) Migration velocity depends on the void size and on the presence of defects (in
particular, GBs).

4)  Surface voids can migrate from one GB to another, as well as along GBs. In
the latter case, the velocity depends on the type of boundary and on the angle
between the field and the GB/surface intersection:

5) Voids can be trapped by GBs and/or GB junctions.
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6) Void velocity depends on size as well as trapping at GBs and leads to collisions
and coalescence of voids (typically, the larger the path traversed, the larger the
void).

7) Detrapping of voids from GBs or vertices is possible only after reaching a
critical size.

8) Voids tend to stop at the corners above (or below) the via, then grow, thus
resulting in a critical decrease in the effective interconnect cross section leading
to eventual failure.

An initially hemispherical shaped void, under the influence of an electric current,
at the surface of a thin-film confined dielectric is considered. Its planar boundary
is a dielectric and the spherical surface is copper. The evolution of the void in the
absence of bulk diffusion is governed by two forces: (a) the electron wind force
that pushes and eventually redistributes the surface atoms, trying simultaneously
to shift the void and change its shape and (b) the surface tension of the void that
tries to minimize the void surface energy. Thus, the atomic flux density along the
moving surface of the void consists of two terms [39]

caDa ok

= ——ZreEs — 2Qy — 151
Jat KBT ef€LS )’as (7 )

where c, is the atomic concentration of mobile surface atoms (adatoms), Dy is the
corresponding diffusivity, Zr is the effective charge of jumping ions (in general,
differing from the effective charge of ions in the bulk), e is the elementary charge,
Eg is the tangential component of the electric field, € is the atomic volume, y is
the surface tension, k is the local surface curvature equal to half of the sum of the
inverse radii of curvature, dk, and 9S is the directional derivative along the void
surface.

Equation 7.151 has a very simple form, but represents a challenging formulation
for calculation, since, to find the local current density (and, thus, the electron
wind force), one has to solve the Laplace equation for the electric potential in
the whole sample at each new time moment (as the void moves and changes the
shape). At that, as shown in Figure 7.30a, the ratio of maximum and minimum
current densities near the void can reach 2 orders of magnitude. A schematic
representation of shape evolution is shown in Figure 7.30b. Since the current

Figure 7.30 Current density distribution around the void
surface: (a) calculated in MC-model, brightness being pro-
portional to the current density; (b) evolution of the initially
hemispherical void under the current divergence at the void
surface.
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density and corresponding atomic surface flux from A to B are less than the current
density and flux from B to C, the material is “eroded” and the void extends in
location B. On the other hand, since the current and the flux from B to C is
larger than that from C to D, a material accumulation is observed at location C.
Thus, a change in current density causes the motion of the void and also a change
in the shape of the void. This in turn leads to a current redistribution in the
new configuration. Thus, we have a self-consistent problem that does not have an
analytical solution. Furthermore, numerical modeling is meaningful only for a 3D
case, since even for a hemispherical void, a 2D projection (semicircle) does not
provide the real picture of current and flux distribution.

7.5.2
The Model

The model employed has the following essential features:

1) The metallic film material is modeled at an atomic level, in an fcc lattice (lattice
parameter a = 3.615 A). Bulk diffusion is negligible as the temperature is low
(T =500 K).

2) The energy of an atom consists of the effective energy of an ion in the
field of the electron wind force ZereU (Zes = 38), U is the electric potential;
actually, we are interested only in the change in this “energy” (that equals the
work of the electron wind force during atomic displacement) plus the sum
of pair interactions zE (z is number of nearest neighbors for a surface atom,
0 <z <12, E is the pair interaction energy estimated from the sublimation
energy of copper, E = —0.587 eV).

3) The interaction energy between copper atoms and dielectric is unknown and is
chosen to preserve the void’s shape at the boundary (at the absence of currents),
corresponding to direct experimental observations.

4)  GBs are chosen energetically, i.e. neighboring atoms that belong to different
grains are taken to have a different pair interaction energy.

5) Electric potential distribution is found numerically by solving the Laplace
equation

1
V(—VU) =0
P

6) Atomicjumps are realized by a modified MC method (for a detailed discussion
see Ref. [13]).

7) Void behavior is simulated for different cases (see Figure 7.31): (a) migration
along the Cu/dielectric interface far from GBs; (b) interaction with a GB
(transverse to current direction and at non-right angle to it), possibility of
trapping at and release from the boundary; (c) migration along GBs with varied
orientations with respect to the current; (d) possibility of trapping at triple
junctions.



7.5 Void Migration in Metallic Interconnects
-~
@ b / Jo
C
\V0|d‘ ( )~
N / N
- 1 Void !
N —
(d)
RS

Figure 7.31 Possible locations of the void at the
metal—dielectric interface of a thin film with bamboo-

like structure (view from the interface): (a) far from GBs;
(b) at the GB; (c) migration along GB; (d) at the GB junc-
tion (vertices of thin-film bamboolike grains).

() (d
Figure 7.32 Relaxation of an initially interface; (b) at metal-dielectric interface;
spherical void in the bulk grain far from (c) at the GB; and (d) at the grain triple
the GBs and the dielectric: (a) equatorial junction (the different shades correspond to
cross section and relaxation of an initially surface atoms of different grains).

hemispherical void at the copper—dielectric

7.5.3
Results

In accordance with the proposed hypothesis of void movement along the
metal/dielectric interface and metal’s GBs, we investigate the motion of voids
along the metal/dielectric interface with and without GBs and GB junctions. To
obtain some analytical estimations, we also simulated the motion of initially
spherical voids in the bulk. Faceting of the voids along the most dense plane (111)
(Figure 7.32)) was observed in all simulations. The shape of the void at different
interfaces (metal, dielectric, vacuum) and grains with different orientation was
determined by model coefficients of surface energy.

7.5.3.1 Migration of Voids in Bulk Cu and Determination of the Calibration Factor
between MCS and Real Time

In our MC scheme, each single MCS does not correspond to elementary atomic
jump and may include a combination of different surface diffusion mechanisms.
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Figure 7.33 Evolution of void delay at the GB transverse
to current direction: (a) 0 MCS; (b) 466 MCS; (c) 701 MCS;
(d) 944 MCS

To find the relationship between MC steps and real time, we have taken up the
motion of spherical voids in bulk metal without GBs. According to [35, 36], the
velocity of the void (provided the spherical shape is preserved during migration),
in the absence of volume diffusion, is determined by

v = dctliil = ?BfeTijcAsz% (7.152)
Having used the model for void electromigration at the copper/dielectric interface,
we simulated the voids with radii 44, 64, and 8a (a standing for the lattice
parameter). Despite the observed faceting, we find that the velocity is inversely
proportional to the void radius, which conforms to analytical predictions

~ —21 1 ~ —14 -1
U= = 6.181036 x 107" - == 9.865871 x 10" “*m s
dimcs R
with an error up to 2.5%.
The constant in this equation is about 3.5% of the linear term for a radius of 6a.
So, we have neglected it for calibration. Using the above-mentioned parameters
and neglecting the free term, we can rewrite the latter equation in the form, similar

to Equation 7.152

dx Zere] 1
= 0.594 Q— 7.153
dimcs x KgT R ( )

Comparing Equations 7.152 and 7.153, we obtain the relation between real time
and MCS time (in our simulations) in terms of surface diffusivity

0.198
X tMmcs
A

U=

real =

7.5.3.2 Void Migration Along the Metal/Dielectric Interface

We simulated an initially hemispherical void containing 2505 empty sites at the
interface between Cu and the dielectric layer. After minimization of the surface
energy, the void became faceted and more shallow. After having imposed electric
current, it started moving and became nonequiaxial and elongated by about
10-30%. In this case, Equation 7.152 for time renormalization is inapplicable. The
variation of void velocity with radius (cubic root of volume) was observed to be
monotonically increasing, but was far from being linear. Note that the nonlinear
dependence was also reported for 2D voids of atomic thicknesses [38]. Owing to
the minimization of surface energy, the surface voids prefer to be situated at the
GB/capping layer interface or grain interfaces and their contacts with dielectric.
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Figure 7.34 Evolution of a void trapped at the GB for
0 = 60° with the current direction: (a) 0 MCS; (b) 463 MCS;
() 684 MCS; (d) 980 MCS; () 1227 MCS; (f) 1277 MCS.

When void migration took place along a GB that was parallel to the current
direction, the void velocity was found to be 33% larger than in the case when the
void was far from the GB. One of the possible contributors may be the larger
tangential component of the electric field Eg for the shallow elongated (boatlike)
voids.

The interaction of surface voids with GBs perpendicular to the current direction
demonstrates the following mechanism of trapping and detachment. After reaching
the GB, the void changes its shape (Figure 7.33a), holding on to the GB and
simultaneously elongating toward the cathode and forming a “fishlike” shape
(Figure 7.33b) with an elongated “tail-like” structure. The void eventually detaches
from the GB, leaving its “tail” at the GB (Figure 7.33c¢). Since the major part of a
void is “pulled” by the field “the fish has to go with the stream,” leaving its “tail”
at the GB (Figure 7.33d), thus reducing the surface energy of the GBs. In this
simulation, the tail (residual void) consists of 43 sites, whereas the detached void
consists of 944 sites. According to the simplified estimates (see analytical models
below), such a void is overcritical and should indeed detach from the GB. Note that
“void tails” can accumulate vacancies or other minor voids, reach the overcritical
size, and produce new voids. Thus, such process can be constant, and undercritical
voids at the GBs can be considered to be the nuclei of new voids like a Franc—Reed
dislocation source.

As the GB makes up an arbitrary angle with the current direction (0° < 6 < 90°),
the void moving along the GB experiences two competing factors: on the one hand,
the projection of current on the normal to the GB pushes the void along the GB
and, on the other hand, the projection of current on the normal to the GB tries
to detach the void from the GB. The outcome of this competition depends on the
angle between the GB and the current. The critical angle depends on the current
density and the surface tension.

The void velocity along the GB decreases with increasing angle. For example, for
6 = 60°, the velocity is 40% of the velocity for 6 = 0°. Similar to the case when the
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t us

Figure 7.35 Kinetics of void motion in the vicinity of triple
junction: (a) moment of approaching the junction; (b) shape
relaxation at the junction; (c) transition to a sail-like shape
under the current effect; (d) choice of either GB; and

(e) motion along the boundary after leaving the junction.

GB is perpendicular to the current, at an arbitrary angle, the detachment of the
void is realized by the change of shape (Figure 7.34e) resulting in the leaving of
the “tail” at the GB (Figure 7.34f). The void shape appears to be nonsymmetrical
before the detachment (Figure 7.34d). In this case, the tail consists of 157 sites,
whereas the original void consisted of 1746 sites (such a size is also overcritical
according to theoretical estimations).

We also treated the behavior of voids at triple junctions of GBs and the dielectric
surface. We considered a marginal case, angles between grain boundaries being
equal to 120°. The void, migrating, reaches the triple junction along the interface,
which is parallel to the current direction # = 0° (Figure 7.35a). Having reached the
GB junction, the void undergoes the following stages:

 The void becomes deeper along the junction line and its velocity decreases
(Figure 7.35b).

+ The current tries to push the void but the void reduces the GB energy at the

junction; therefore, it is unfavorable for the system to let the void out of the

junction line both toward the dielectric interface without GBs and toward the GB

itself; being trapped, the void acquires a more or less symmetrical shape of an

isosceles triangular pyramid (Figure 7.35c);

Despite the favorability of being at the junction, under electric current due to

violation of spontaneous symmetry, the void chooses either one of the GBs for

propagation, and begins to move along the chosen GB (Figure 7.35d); obviously,

in the case of nonsymmetrical GB location, the GB that makes a lesser angle

with current direction is preferable.

 Subsequently, the void leaves the GB joint and migrates along the GB with an
elongation along the current direction (Figure 7.35e).

The time dependence of the distance between the center of the void and the
GB junction, L, demonstrates that the velocity of the void increases as the void
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approaches the GB junction (Figure 7.35a-b). Upon reaching the GB junction,
the void virtually stops, deepens, before assuming a pyramidal symmetrical shape
(Figure 7.35b, plateau region).

7.5.4
Simplified Analytical Models of Trapping at the GBs and at the GB Junctions

The simulation results described here were found to be in favorable agreement
with experimental results [12]. To better understand this phenomenon, we propose
herein two simplified models of void trapping at GBs and at GB junctions.

To describe the void trapping at the GB, we consider a hemispherical void, of
radius R, situated initially symmetrically around the GB, at the surface making an
angle 0 with the direction of the current (Figure 7.36). Under the electron wind
force, this void tries to simultaneously move along the GB (increasing J) and to
detach from the GB (increasing §). Energetically, this process is determined by
the competition between the two factors. Firstly, a motion at some sharp angle
to the current direction leads to a decrease in electric energy (work of the electric
field). Secondly, increasing § means the increase in the grain boundary surface area
given by

(Stotal — TR* /2) — (Storal — 1% /2) = 8% /2
If under the influence of the electron wind force, the void shifts by a distance of
X. =1lcos @ +8sin 0

along the electric field without change in shape, the energy change of the system
can be expressed as
2

2 8
We] = — efep]3—QR3xc + 77)/? (7154)

Figure 7.36 Schematic analytical model of a hemispher-
ical void at the GB making the angle 6 with the current
direction.
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A substitution of x. makes it possible to represent the energy change as the sum
of two additive terms, indicating that the shift along the GB and the detachment
from the GB are independent events. The minimum of this dependence,
oW
A
a4
determines the optimal (equilibrium) shift
2Z.epJR3 sin @
3yQ
If §*/R > 1, the void detaches from the GB and migrates further. By using this
expression and rearranging the terms in Equation 7.155, one can express the critical
radius as

& = (7.155)

3yQ 1
X
2Zep]  sin 6

R, = (7.156)
Thus, the void trapped at a GB loses its stability if it becomes larger than R*.
This may happen due to coalescence with other migrating voids or due to the
consumption of vacancies. The lesser  and/or current density, the larger is the
critical size for detachment.

It should be noted that this is a simplified model since the inevitable shape
changes of the void have not been accounted for.

From Equation 7.156, we have estimated the number of empty sites in the void
(through the atomic volume) for the cases of the GB orientations of § = 90° and
6 = 60°, and obtained respectively 311 and 387 sites. The results of computer
simulations confirm such a behavior from below: the voids with 944 (6 = 90°) and
1589 (6 = 60°) sites were overcritical and would detach from the grain boundaries.

To describe the void trapping at the GB junction, we consider a hemispherical
void, of radius R, situated initially symmetrically around the GB junction, at the
surface making an angle 6 with the direction of the current (Figure 7.37). When
the void leaves the GB joint along one of the two GBs (GBj3), the surface and excess

Figure 7.37 Schematic analytical model for a hemispheri-
cal void at the triple junction, oriented at an angle 6 to the
current.
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energy of the two remaining GBs (GB; and GB;) increase (trapping factor), but the
surface and surface energy of GB; decrease. Assuming that the GBs forming the
junction have the same surface tension, mechanical equilibrium implies that all
angles between the GBs are 120°. Let the current I be directed under some angle
0 to GB; (in the MC simulations, this angle was chosen to be equal to zero). Let §
be the distance between the center of the hemispherical void and GBj;, and I be the
distance between the projection of this center on GB3 and the joint position. Using
polar coordinates 7, &, one can find x, y, /, and é.

As discussed in the previous section, the critical void size for detrapping depends
upon the work of the electric current and the surface energy changes. In the present
case, the surface term includes three terms:

SCB =SB — (S1+ S, + S3)

Here SP is the total surface area of all the three grain boundaries in the absence of
the void. Sy, S;, and S3 are the areas of intersections of the void with the respective
GBs. Interaction with the electric field is as described in the previous case if the void
center shifts from the junction position (xo, yo) to a new position (x, yc) without
a change in void shape; the system energy change due to the work of the electric
field may be expressed as

We = —Zep] X R -0 7.157
= —Zerep] 35 R x ncos (¢ —0) (7.157)

and the critical radius of the void can be estimated as

3yQ
ZZefepJ

where k (6) depends on the angle between the direction of the current and GB;.

Rigint = k (©) (7.158)

7.5.5
Summary

The explicit scheme of the MC simulation of void migration gives us a quite realistic
description of the process both for the case of migration in the bulk metal far from
GBs and the dielectric interface and for migration along the GBs.

While simulating the migration of a void far from the interface, one finds that
its velocity is inversely proportional to its radius. The dependence of the velocity
on the size for surface voids increases monotonically, but is no longer linear. This
may be considered to be the manifestation of the complex shape evolution and the
corresponding changes in current distribution around the void. Therefore, we are
not able to extrapolate the observed size dependence of velocity to dimensions in
the range of 100 nm and larger.

Small (undercritical) surface voids can be trapped at GBs. A rough criterion
of trapping is given by Equation 7.155. Detachment of overcritical voids from
GBs proceeds with the formation of “fishlike” voids with an elongated “tail-like”
structure. This is where the part of the void detaches. The “tail” part of the void
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remains at the GB, reducing the surface energy of the neighboring grains contact
and serving as a nucleus of the new voids’ growth and detachment.

Undercritical voids can either move along the GBs or grow consuming the
vacancies and other voids. Having reached the overcritical size, they detach from
the traps (GBs and GB junctions). After detachment, they leave residual voids that
can grow further due to vacancy flux and other voids. In other words, the voids at
the GB junctions can be treated as Franc—Reed sources.

The detachment from the GB junction is also possible (Equation 7.157). This
mechanism does not lead to the formation of residual voids, and the whole volume
of the emptiness moves toward either of the boundaries (with the smaller angle to
the current direction).

Voids migrate faster along the GB/interface line and along the metal/dielectric
interface than along the bulk/interface regions.
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8
Phase Formation via Electromigration
Semen V. Kornienko and Andriy M. Gusak

8.1
Introduction

In recent years the interest in phase formation at high current densities has
been renewed. This interest is mainly related to flip-chip technology usage in
electronics. In this technology, a spatial matrix of solder small balls for joining
the microchips with their substrate is applied [1-5]. This technology meets the
requirements of modern microelectronics development: miniaturizing integrated
circuits, increasing their power, and strengthening their junction solidity. For
good wetting between solder balls and the substrate, the formation of IMCs is of
great importance. It can also influence the electric and stress—strain properties of
compounds. Therefore, at the present time, an intensive research of Cu-solder and
Ni-solder reactions at a current density of 108 A m~2 and higher is carried out [6,
7]. While carrying out such investigations, many equations obtained by Gurov and
Gusak [8] were ‘““discovered anew.”

Diffusion processes taking place in such systems have to be regarded as processes
that take place in thin films, and not in bulk samples. Reactive diffusion in thin
films differs from that in the bulk case: IMCs are formed in sequence (“one by
one”), so that the phase spectrum of the diffusion zone differs from the full list
of stable intermediate phases. Besides, the growth of new phase layers very often
demonstrates a linear time dependence rather than a parabolic one. The best
known theory providing an explanation for this fact was offered by Gésele and
Tu [9]. However, it was shown that the linear stage of intermetallic layer growth
may also be caused by a finite relaxation rate of nonequilibrium vacancies at these
interfaces [10].

Quite long ago it was experimentally proved that imposing a direct current
through the reaction zone in the processes of diffusion may affect not only the
kinetics of the phase growth but the phase composition of a zone as well [11]. The
first model (to the best of our knowledge) of phase formation and intermetallic
phase competition under current stressing was offered by Gurov and Gusak [8], and
in the course of time it was extended to include the initial stages of phase formation
[12] (Section 8.2). In these papers, the finite rate of overcoming the interface barrier

Diffusion-Controlled Solid State Reactions. Andriy M. Gusak
Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
ISBN: 978-3-527-40884-9
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was not taken into consideration. Since in thin film systems the initial stages of
phase formation are extremely important, and the finite rate of interface reactions
are essential, logically it would be appropriate to combine the Gurov—Gusak model
and Gosele—Tu theories. This task was recently performed by Orchard and Greer
[13] (Section 8.3).

To analyze phase formation at direct currents (DC) imposed on a binary system
(Section 8.4), we consider nonequilibrium vacancies and electric current effects
simultaneously. Such an approach was first applied to interdiffusion processes in
an electric field in solid solutions by Gurov and Gusak [14].

8.2
Theory of Phase Formation and Growth in the Diffusion Zone at interdiffusion in an
External Electric Field

Phase formation and growth in the system Au—Al in an external electric field was
studied in [15, 16]. The magnitude and direction of the current were proved to
have a strong influence on the phase composition of the diffusion zone, and on
the growth kinetics of phase layers. The influence of an electric field on phase
formation in the diffusion zone was also found in the CaO-Al, 03 system [17].

While studying the influence of an external electric field on phase formation,
one should distinguish three stages:

1) kinetic stage of nuclei formation;

2) diffusion interaction of critical nuclei between themselves and with already-
growing phase layers;

3) growth of the phase layers (purely diffusion stage of the process).

The effect of an external field at the nucleation stage could cause a change in
the size of the critical nuclei, as during new phase formation the density of the
electric field energy, entering into the expression for the total free energy of a
phase, is changed. However, simple estimates prove the contribution of the electric
field to the free energy to be quite insignificant, when speaking about metallic
systems. Besides, the mentioned effect cannot depend on the field direction and
therefore fails to explain the dependence of phase composition and growth kinetics
on polarity. We study the influence of external fields at the two last stages. We start
from the third one, which is purely planar diffusion and describes the case when
thermodynamically allowed phases have already appeared and continue growing
in the diffusion zone.

8.2.1
External Field Effects on Intermetallic Compounds Growth at Interdiffusion

The external electric field makes a certain direction preferable for atomic random
walk, which is formally expressed by the additional “drift” component in the
interdiffusion equation. Let us write down the equations for fluxes in IMC for two
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components and vacancies in the lattice reference frame taking the effect of the
electric field into account. For simplicity, the components are assumed to have
(approximately) the same atomic volumes,

) dc; Dy )
Qj; = —D;,— lEi =12
J ax+ kT ¢ @ )
Qjy = (Dy — Dy 24 E( Die; + ¢, Dje,) 8.1
= — — — — (c1Dje; + ¢ DYe .
2% 1 2 O kT 1161 21576 (8.1)

where E is the projection of the electric field intensity over axis OX; e; and e, are
the effective ionic charges of the components, which tends to be negative due to
“electron wind” at electromigration; ¢; and ¢, are the concentrations (averaged
values) in IMC (homogeneous alloy of a given composition) of atoms; Dy, D, are
the intrinsic diffusion coefficients of atoms in IMC; D}, Dj are the tracer diffusion
coefficients of atoms in IMC, respectively.

Let us write down the equation for the fluxes of the components in the laboratory
reference frame as

QL = jS +cv=Q (ji + Cijv) (i=1,2)

where v is the velocity of lattice flow (Kirkendall effect under the influence of
the electric field). According to conservation laws, the divergence of the sum of the
two fluxes should be equal to zero. It means, in the one-dimensional case, that
I + I, = const holds along the diffusion couple. If at least one of the margins of
this couple is fixed, and is far from the diffusion zone, then this constant should
be equal to zero. From this equation and bearing the expressions for j; and jy
(Equation 8.1) in mind we arrive at

_ 3
QL = —QL = —D2 4 ¢(1—0¢)B
0x .

E
B= — (aDj — D)) = kJ—T p (1 D% — e,3) (8.2)
where [; and I, are the volume flux densities of the components, Dthe interdiffusion
coefficient, p the resistance, and j the current density. Note that the sign of B
depends not only on the field direction E but also on the sign of the difference,
e1D} — e, Dj, and, thus, it can change from one phase to another. Further, we have

ac a9 ) ac ol 1 B 83
5—5( @>——[C(—C)] (8.3)
(Equation 8.3) is derived from the general continuity equation, into which the
densities of components fluxes at interdiffusion (Equation 8.2) are substituted.
First, let us consider the case of one phase growth, the phase having a nar-
row concentration range Ac = cg — ¢ < 1, at annealing a couple of mutually
insoluble metals in the presence of an electric field. We neglect the change of
the molar volume during IMC formation, and thereby from the very beginning
disregard the effects connected with stresses arising at interfaces. Besides, we
consider the condition of steady state diffusion flux over the phase thickness to
be satisfied. This assumption will allow us to escape the necessity of solving
the nonlinear equation (Equation 8.2) concerning diffusion inside the IMC layer.
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Then, flux balance conditions at interfaces yield the following two differential

equations:
1o &% 2 D2 B e 8.4
R~ T Ax R R (8.4)
dx Ac
ch—tL =D +Ba(1-a) (8.5)

The system of equations (Equations 8.4 and 8.5) turned out to be rather simple,
since due to components’ insolubility the fluxes are equal to zero outside the
growing phase dc/dx =0, ¢(1 —¢) =0 at ¢ =0 and ¢ = 1. From Equations 8.4
and 8.5 one can easily derive the differential equation for the phase thickness
Ax(t)

dAx_ a

_ b 8.6
At Ax(Y) (8.6)
where
1-A DA
a= ——"% DAcw ¢ (8.7)
(1 —cr)cL c(l—c¢)
and
b=B(1+Ac)~B (8.8)
The solution of Equation 8.6 is
b b b?
——Ax—In|1—-Ax|= —t (8.9)
a a a

At small times t and corresponding small thickness (Ax < a/b), Equation 8.9 is
reduced to a parabolic dependence

(Ax)* ~ 2at (8.10)

In order to prove this statement, it is sufficient to expand the logarithm into a
Taylor series, having preserved the square in Ax terms.

When t becomes higher, the behavior of the function Ax(t) strongly depends on
the sign of b, that is on the field direction (Figure 8.1). If b < 0, later the parabolic
growth gradually turns into a linear one at a constant growth rate

dAx L p— "
T=—b=|b’%|B|=ﬁ|elD1—ezD2| (8.11)

If b > 0, then the growth of the phase slows down with time and eventually stops,
so that at t — oo the phase thickness becomes

a 1 DAc
Ax = -~ —_— (8.12)
b ¢l1-¢) B

So, whether the phase succeeds in growth or stops growing at all depends on the
field direction.

From a physical viewpoint, the mechanism of suppression of phase growth by
an electric field is quite clear. As the phase thickness increases, the concentration
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Bl

?f

Figure 8.1 Phase thickness dependence on time for differ-
ent directions of the current: b <0 («); b>0 (B); b=0

(v)-

gradient in it is reduced, the interdiffusion process slows down, and, at ¢ >> a/b?,
it becomes compensated by electromigration (at a direction of electromigration
being opposite to that of purely diffusional flux, of course). Compensation occurs
due to the drift flux, which, unlike the diffusion flux, is independent of the phase
thickness Ax.

Next, let us consider the case of two intermetallic phases 1 and 2 growing between
mutually insoluble metals. Equations 8.1 and 8.2 with diffusion coefficients DY),
D@ and drift components B, B? remain correct for these intermetallic phases.
Again, we employ the assumption of steady state fluxes over the thickness of each
phase

" DA . DAARG

Idif = A x dif = Ay (8'13)

where I((ili)f and I((fi)f are the fluxes of the components per one particle. The balance
equations for the number of particles at interfaces have the following form:

dx? AP¢
(1= S 2% g )

di(tz) A(ZA)(QZ)C
(C(Lz) _ CS)) d_t — _p@ e I B(Z)C(LZ) (1 _ C(Lz))
DUATE B0 (1)
o dﬂ;(L:) _ )% + B (1 _ C<L1>) (8.14)

From Equation 8.14, one can easily obtain the system of differential equations for
the phase thicknesses:

dalx DA DPAP o1
a T Ay T 6 Ay 1 (8.15)
dA@x DA, DA,

= 021 a2 — D3
AQx

dt Ay
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In the accepted approximation (Equation 8.13) and taking into account the small-
ness of Allc and A®P)¢, the coefficients in Equation 8.15 are defined as

2
% -1 1
Gix = c 1 -
: _q =Y | —cm
1—c®
1 1 2 2
by ZC(Z)B()(1_6())_3()(1_C())
c@ — 0
B2 _ g
—(1—cW
b, = (1—c") o (8.16)

It is impossible to solve the system of nonlinear differential equations
(Equation 8.15) analytically. Therefore, we will restrict ourselves to studying the
asymptote of the solutions at t — co. The behavior of AMc and A@¢ strongly de-
pends on the signs of B and B®, and on their ratio. Let us look at all possible cases:

1) B® >0,B% > 0.
In such a case the growth of both phases stops with time as they reach their
maximal thickness.

detaj 1 DWAM
(1) — i =
AW X ( o ) B (8.17)
det
by ax
deta 1 DAA@
AP ey = l e @) BO
(an bl) ¥l —c%) B
det
ay b

2) BY <0,B% <o0.

This case is obtained by changing the direction of current. Still, fixed “minus”
signs and B® and B® magnitudes do not provide an unambiguous solution.
The ratio between them also appears to be significant. Indeed, the terms by
and b, that enter into Equation 8.15 may have different signs, depending on
the value of the ratio B()/B?.

(@)

R VC R C(l))

by <0 b, <0 (ﬁ<m<—l—c(2)

Here both phases grow infinitely, and the growth becomes linear att — oo.

dAMx

@) (1 =M @2 1-c@
— b= |B<1)|M _B1-¢
&t | 0@ — o B 1— o
@) 2 (1 =M 1) 1)
dAdt" :_bzzysﬂ)y%[ —%%]>o (8.18)
t—00 v —=c (%
The velocities of boundaries movement also approach constant values
Ay’ ) 1 1
o = =—|BY| (1)
(1) 1| 1 2)| A2 2
Gy [BUe (1) — |B0] e (1 )
dt R L c) — ¢
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d 2| 2
TR = [B®| (@
Obviously,
(1) (1) (2) (2)
(v —;VR)7£0 (vi —;VR);EO

that is, phases, while extending, simultaneously perform translational
motion.

bl > O, b2 < 0.

Att — oo, phase 2 continues growing while the growth of phase 1 stops.
The system of equations (Equation 8.15) is then reduced to the following
two equations:

dA(l)x —0= ai _
T RN U
dA(Z)X |a21|
5 =t |b| (8.19)

From Equation 8.19, we obtain the maximal thickness of the first phase

(D(l)A(l)(;)
a1 O

(O] — At _
A e = b [BA[(1—c®)—[BU|(1-c) (8:20)
and the growth rate of the second phase att — oo as
dA@x laa |
= |by| — by— = |B? 8.21
|, = bl -h =B 8.21)

Note that phase 1, having reached the maximal thickness, continues moving
as a whole at the following velocity:

o = B (1 — ¢ (8.22)

The growing phase 2 in some way “repels” the layer of phase 1, which,
moving at constant velocity, just lets through itself the material required
for growth of phase layer 2, and its own thickness remains unchanged. The
notion of such a phase “repulsion” effect was introduced by Gurov et al.
[18, 19]. The total thickness of the phases, Allx + APy, must increase.
Here, the negative sign of both coefficients B)) and B® proves to be
important.

In the absence of phase 2, at BY) < 0, phase 1 would constantly grow. So,
the presence of another phase, for which

B® 1—cM

(@)
BY <0 B0 > 1— 0

has the following effect on the first phase: the latter stops growing att — oo
despite B being negative, but due to interaction with the other phase it
moves as a whole.
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(C) bl < 0, bz > 0.
At t — oo, phase 1 continues growing, and phase 2 reaches a maximal
thickness
(D(Z)A(Z)C)

—2
@ _ (1 ¢ )
A s = 1T 5] o (8.23)

but continues moving at constant velocity

v =y =2 = || D (8.24)

3) BM>0,B% <o0.
In this case,

@

by = T [BY (1 —¢) 4+ |B?| (1-c?)] >0
1—c@
b, = S [|B?|c® + [BD|cM] <0

Thus, the form of the asymptote is the same as in 2b: phase 2 grows at a
velocity equal to (at t — 00)

da®
dtx :|b2|_b1|a21| _

phase 1 reaches maximal thickness

P |B@)| (8.25)
t—00

(D(l)A(l)C)
i) _ M
AWy = b~ B0 (1= ) + B0 (1= o) (8.26)

and then moves as a whole at a velocity

o) =l =) = [B?|(1—c?) (8:27)

4) BY <0, B® > 0.
This case can be obtained if the direction of current in the system is changed
into the opposite one compared to case 3. Phase 1 grows, phase 2 reaches
maximal thickness, and then moves as a whole.

The obtained results are convenient to present in the form of a diagram
(Figure 8.2). The axes correspond to B{Y) and B®), expressed as products of current
density j in the sample and the value 8, whose sign depends on the values of the
parameters of the system, that is,

(U N
pi= 1= ("D - ') (8.28)
A similar analysis can be performed for a system containing three intermediate
phases 1, 2, and 3. In this case, the system of kinetic equations for phase thicknesses
is written down in the following way:

dAly 2 DM Abe
= [aik
k=1

dt AR x

- yikB""] (8.29)
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Baj
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DM AN
AMx - A <oo
c®(1-c)  pyj
Ax 5 o0 // / 28
[ D@ A@¢
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Y B1J
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Figure 8.2 The behavior of the intermediate phases in the
A-1-2-B system at t — oo, depending on the current direc-
tion and on the difference of components’ mobilities in the
phases.
2 1 0
o) c2) (M) @ (1)
1 B) ) !
aik = @ 1) (9(3) _6(2)>(c(2) _c(l)) B —c) (8.30)
0 1 1—c2
B -2 (1 - 5(3)>(c(3) - 5(2))
17(;(1) c(z) c(z) 175(2)
i) o )(1) _7@() (1)) 0
4 —C Cc —C
5(1)(175(1)) @ (1752))< 3)751)) 5(3)(175(3))
MRS TR )@ ) D (8.31)
@ (1- ) 3 (1_5(2))
0 — B
8.2.2

Criteria for Phase Suppression and Growth in an External Field

In the previous sections, we analyzed the growth of phases that have already
passed the nucleation stage. Now, let us consider the preceding, second phase
of the process when the imposed electric field changes the diffusion interaction
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both between critical nuclei and between a nucleus and a growing phase. As a
consequence, criteria for phase suppression and growth must change.

Let two intermediate phases with narrow homogeneity ranges AlV¢, A@¢ « 1
exist between insoluble metals A and B on the phase diagram. Taking into account
the results obtained in Chapter 3, the rates for phase growth from critical nuclei
are equal to

dAa®x 1 c@ b .32
& |, " @ ) ®32)
da@x| 1 1—c b 833
ey, S\t aa®) (8:33)
respectively, where
DO AM
Gi=—07— (8.34)
Ly
B (1 — cM) — BA (1 — c@)
2)
1=¢ O (8.35)
B2 _ g1
— (1=
by = (1—cM) I (8.36)
. gE(i) ; (i) L () el .
BY = — <z(1) D; —2Y D;> -~ é [0 (21 D} =2, D3)]" (8.37)

It is convenient to present Equation 8.32 in the following form:

dAMy 1)

C(

1 , .
dr |y, @ —am) {(ql o)~ g (- “ZJ)}
daPx| 1 N , -
& |, = | )t () (8:38)
where
C(i) 1— C(i) . C(i) 1— C(i) ;
o = G| - ) go _ V(=) - ) [0 (er D} —e, D3)]" (8.39)

In order to define the criteria of phase suppression and growth, one should, as in
Section 3.2, study all possible combinations of signs for the quantities (dA("x/dt) et
and (dAP)x/dt), . A positive sign of (dA¥/dt) , means the growth of phase layer

starting from thlce critical nuclei size, and the negative one yields suppression of
phase growth.

The system of equations (Equation 8.38) for (dA"/dt)lCr differs from the cor-
responding system when an external field is absent, by the substitution of g; by
q1() = 1 — a1j and g, by q2(j) = g2 — azj. In the absence of the field, diffusion

phase competition is defined by the relation

@ DWANC l};’

¢ DRAMC @
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yet, an external field being present, the result of the competition depends not only
on diffusion constants but also on the magnitude and the direction of the current

Q) _ @ —ay
@) 42— af
Thus, changing the magnitude and/or the direction of the current, one can turn
from the suppression of one phase to another, or to the growth of both. Note that
we still consider the stage of diffusion interaction between two nuclei.
In the next section, we investigate the changes that occur in the later stages, as
some phases already grow and suppress the nuclei of other phases. We do not

provide all possible cases here, rather we analyze some characteristic situations:

1) In the absence of the field, simultaneous suppression of both phases turned
out to be impossible. An imposed field makes the situation different. The
condition for simultaneous suppression of both phases is as follows:

dAMy N
a |, = oo 01() < Tya20)
kp
dA@x . o (8.40)
dt | = = 0() > 920
kp
Since
) (1 —c)
ﬁ <1< 7(1 —C(Z))

the set of inequalities (Equation 8.40) can be consistent for negative g (j) and
q2(j) only, when [j| > g1/le1l, [j| > g2/let2]. So, the condition of simultaneous
suppression can be rewritten in the following form:

m P 1—c0
[ - o] q1 - c

o) ayy—q 1—c®

(8.41)

From Equation 8.41, we realize that simultaneous suppression of phases can
take place provided the current is rather intensive and the parameters ¢y and
o, have the same signs (that is, the component which is more mobile in one
phase retains its higher mobility in the other phase).

2) Let both phases grow simultaneously when there is no field, that is,

C(l) T 1— C(l)

@ g T 10

(8.42)

and suppose a1, oy > 0.

j (1) ; 1-c0
Atﬁﬂ.ql_wﬁk%,mﬁq_z.@l_w%ww
C

ar ) @ ) (1—c@)
In such a way, having imposed currents of different intensity, we are able to
attain the total inhibition of phase 2 growth, in one case, and the growth of
phase 1, in another. A similar effect was observed when the current had been
imposed onto a diffusion couple Au—Al[15, 16]. To visualize this, the diagram
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Figure 8.3 Suppression/growth criteria for the phases in the presence of an electric field.

of the q1(j)/q2(j) dependence on the current density j is sketched (Figure 8.3)
for the cases of

1— ¢ g 1—c
il > a1 >0 a; >0 At
@ 11— @ Ty 1—c@

From the figure it is seen that phase composition of the diffusion zone at the
initial stage will be different, depending on the magnitude and direction of the
field.

8.23
Effect of an External Field on the Incubation Time of a Suppressed Phase

Now, let us find out the time dependence of suppression and growth effects in the
presence of a field. In the case of two phases growing from the very beginning, the
kinetics of their growth, depending on the magnitude and direction of the field, is
discussed in Section 8.2.1. In case of simultaneous suppression of both phases they
remain suppressed during the whole process of annealing. Thus, there is one case
left that describes the situation when at the initial stage one phase (say, phase 1)
grows, and the other (phase 2) is suppressed. As it is shown in Section 3.3, when
the field is absent, after a certain period 7 (the incubation time), the suppression
conditions for phase 2 do not affect the evolution, and the growth of phase 2 begins
as a result of diffusion. It is caused by phase 1 having reached a certain thickness,
at which the value (dA®)x/dt), turns from negative into positive. In the presence
of an electric field, the conditions for not to suppress the growth of phase 2 will
slightly change (Figure 8.4)

dA@x| 1 DM AN ,
dt |, c@—cd | Tanx %
Cr
1—c) TDAAR, )
+ 10 [7l(2 — ayi“ =0 (8.43)
cr
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Figure 8.4 Dependence of the incubation time for the sup-
pressed phase on the current density.
that is,
DM AM,

1—c) DAA@. 1—cM )
1—c@d 2 + (al C1-¢ 062)]
cr

AWx, = (8.44)

As it is evident from the latter relation, the condition of suppression fails, and
therefore, the incubation time depends on the density of the current imposed (both
on its magnitude and direction). In particular, if

, DAAO,
17 % G
li:r) (aZ - i:z(l) al)
then Alx, in Equation 8.44 tends to infinity, and, therefore, ¥ — oco. Thus,
the presence of an electric field can increase the incubation time for some

phases so that they will not be observed in the diffusion zone at any time of
annealing.

(8.45)

8.2.4
Conclusions

It has been shown that the kinetics of growth and interaction between the phases
strongly depends on the external field Equation 8.1. An imposed external field
changes the suppression/growth criteria. The incubation time for the suppressed
phases is influenced by the magnitude and direction of the current, and, in
some cases, may appear to be infinite. The theory introduced here explains the
results of investigations concerning the effects the current regime has upon phase
composition of the diffusion zone and the kinetics of phase layers growth in the
Au-Al system. However, it disregards heat release at the imposed current in
an explicit form, as the current was considered to have an influence only on the
temperature of the diffusion zone. Cross-effects between heat transfer and diffusion
were not taken into account either. Such effects, basically, can influence the kinetics
of phase growth , but fail to explain the dependence of phase composition and
growth kinetics on the direction of the current.
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83
Effects of Electromigration on Compound Growth at the Interfaces

The theory proposed by Orchard and Greer [13] is briefly sketched in this section.
In a binary system, containing A and B atoms, let us consider the growth
of one phase at a planar interface between the initial phases « (based on A)
and y (based on B) (Figure 8.5a). Suppose the phases « and y, which can be
boundary solid solutions of A and B, are saturated, that is, of constant composition
without A/B interdiffusion inside them. The growth of a B layer takes place
due to the attachment of A atoms passing through it from « to y and B atoms
moving into the opposite direction. Interdiffusion is considered in the laboratory
reference frame where the fluxes of A and B particles are equal in magnitude and
directed opposite. For simplicity, A and B are taken to have equal atomic volumes.
Interdiffusion is driven by the difference between boundary concentrations cgy
and cg, (Figure 8.5b). In the framework of the Gosele and Tu approach [9], one
should take into account the finite reaction rates at the interfaces. It means that
boundary concentrations are shifted when compared to their equilibrium values
c;qa and c;?/

The flux of A atoms j/";‘ for each reaction, which must be equal to the diffusion
flux through the phase, is described by the following equation:

J5 = kpa (C;%t - Cﬁa) = kg, <Cﬂy - C,esqy> (8.46)

where kg, and kg, stand for reaction constants (Gosele and Tu terms) [9]. The
diffusion flux through the phase is proportional to the concentration gradient

Without interface

<
5 eq reaction barriers
c Cfj o N /
L2 With interface
8 c A reaction barriers
c Ba N c
§ N | By
[} eq
(@] -« CﬁV
Xs
(b) Distance

Figure 8.5 a) The B phase appears in the form of a contin-
uous layer at the o and y interface. b) Concentration profile
of A component in the B phase.
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A
()
- (cpa — ) ( / kgt

s =D =D 8.4
Jp B x5 B x5 (8.47)

(which is taken to be constant)

o

-1
where Ac;q =4 _ c;?,, xp is the thickness of the 8 phase, and (kf}ff) is the
effective interface resistance, which is given as

() = o)™ ()™ (8.48

The effective interdiffusion coefficient in the g phase, Dg, may have contributions
from different transport paths including grain and dislocation boundaries in
addition to bulk diffusion. The critical phase thickness, below which the reaction
barrier at the interface becomes significant, is determined by
D

£ 2B
%= (8.49)
B
Orchard and Greer combined the above-mentioned approach taking into account
the components’ drift under electron wind in interdiffusion, which has been

considered in [8]. They derived the following expression for the total intermixing

flux:
(s (3) 9
A ) 0
Jg = . (8.50)
(5
“p

Here,

Z = ﬁ (ZADA —_ ZBDB) (8.51)

where z} stands for effective charge of an atom and ¢ is the electron charge. The A
atoms mobility is D} /kT, where Dy is the tracer diffusivity and ¢} is the concentra-
tion (m~>) of A atoms in the f phase (it is the value averaged for cg, and cg, whose
difference will be very small for the phases with a narrow homogeneity range).

Without electromigration (Z = 0), we get the expression obtained by Gosele
and Tu [9]. The rate of phase growth (extent of thickness) is proportional to the
flux

d 1+8)°
(%) = [ -+ -1 8:52)

where the phase composition is described by the relations A, B, AgB, and A, B [9].
If (xﬂ / x;';) « 1, the value of flux reaches a maximum because of reaction barrier
at the interface

5 — Ak (8.53)
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while at (x,g /x/’g) > 1 the maximum value depends on the imposed current

as
AcD o
&= ("—'3) + (M> z (8.54)
Xg Co

It would be useful to transform Equation 8.50 using dimensionless variables.
Having defined the dimensionless flux, J, thickness, X, and electromigration flux,

Jem, as
) x
J=j/Acket X = x—ﬁ Jem = (chek/co) Z/ AcgkST
B
we obtain Equation 8.50 in the following form:
XJem +1
== 8.55
J X+1 ( )
and its solutions are presented in Figure 8.6 for a certain range of Jpm
values.

At Jgm =0, the curve has the form predicted by Gésele and Tu [9]. At a
small phase thickness the flux is limited by the reaction at the interface, and
at large thickness, by diffusion. When Jgy is positive (that is, when A and B
atoms displacements, caused by electromigration, have the same direction as at
interdiffusion), there is an increase in the resulting flux J. Deviations of cg, and
cp, from their equilibrium values Equation 8.46 decrease and interdiffusion flux
increases, since, as a result of this, the difference (cﬁa - cﬁy) is reduced, which is
compensated by the electromigration flux. When Jgy = 1, (cﬂa — cﬁy) = 0 and the
interdiffusion flux is equal to zero, and in this case the resulting flux | does not

sl Jem=3
2
> 2F
E] 1
"é 1
<o 0
S of
g -1
E -1f
[a) -2
2+ 3
_3 I I I I I I
0 1 2 3 4 5 6
Dimensionless thickness, X
Figure 8.6 Dependence of resulting flux dimensionless. The flux Jem is proportional
J (in the laboratory reference frame) in to the electric current density. Jgm is positive
the B phase on the phase thickness, X, (negative) when electromigration stimulates
for selected values of the electromigration (reduces) interdiffusion. (Reproduced with

flux, Jem. The variables J, X and Jem are permission from [13].)
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depend on the thickness of the layer. When Jgy > 1, the resulting flux increases
as there is an increase in the thickness of the layer. This unusual result occurs,
since the expression (cgo — Cgy ) in this case is negative, causing the flux opposite
to the interdiffusion flux, which is less significant at larger phase thickness. When
Jem is negative, J, still being positive for small thicknesses, reduces to zero. The
condition Jgy = 0 determines the critical thickness Xj, of the S phase from
Equation 8.55, Xjim = —1/Jem. The growth of the phase layer at fixed Jgy must
stop, having reached the thickness of Xjiy, and if we increase Jgy, this thickness
will decrease. Also note that as large as the flux Jgy may be, it is unable to remove
(take away) the phase, and this has been proved by observations, where although
an electromigration effect on the reaction kinetics at the boundary was apparent,
there were no changes in the phase composition of the diffusion zone [7, 20].

8.4
Reactive Diffusion in a Binary System at an Imposed Electric Current at
Nonequilibrium Vacancies

8.4.1
Equation for the Growth of an Intermediate Phase taking into Account
Nonequilibrium Vacancies

We consider now a binary diffusion couple A|B as a model system. The components
A and B are mutually insoluble. The system has one intermediate phase, «. In
the process of isothermal annealing of such a diffusion couple, the growth of the
intermediate phase « starts in the form of a continuous layer at the interface A|B.
Let us consider this process in the presence of an electric field in the system. Let
the electric field E be directed toward X direction. Let us also assume that the
A component is more mobile than the B component (Dy > Dg), then the total
flux of substance flows along the X direction, and the total vacancy flux, in the
opposite direction (Figure 8.7). Since A and B are insoluble, substance and vacancy
fluxes exist only in the o phase. We will start considering the growth process of
intermediate « phase when its thickness equals the critical nucleus width Ax,,
(nucleation and nucleus growth stages are not considered here).

Let us write down the equations for the fluxes in the o phase for A and B
components in the lattice reference frame taking into account the nonequilibrium
vacancy distribution and the effects of electric field [1]. For simplicity, A and B
are assumed to have (approximately) the same atomic volumes. If one neglects
correlation effects (leading, in the case of random alloys, to Manning’s corrections
[21]), then

. dca . caDy caDy doy
Qjp = —Dpy— + —2E, — 8.56
JA Aox + kT Zae + oy 0x (8:56)
ac cg D} cg D}, dc
Qjp = —Dp— + 2B zge + -2 (8.57)

0x kT cy  0x
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X, Xg X

Figure 8.7 At the A|B interface, the phase o appears in the
form of a continuous layer. The concentration profile of the
component A in the o phase is shown.

The vacancy flux in the lattice reference frame is expressed by the following
equation:

. . , ac,
Qjy = —2 (ja +js) = (Da — Dp) a—;

k k
—% (CADZZA + CBDEZB) — @%
where E, is the OX projection of the electric field intensity; za and zp are
the effective charges of A and B atoms, respectively; ca, cg, and oy are the
concentrations (averaged values) in the o phase of A and B atoms and vacancies;
Da, Dg are the partial diffusion coefficients of A and B components in the « phase;
Dj and Dj are the isotope diffusion coefficients of A and B components in the «
phase.
Let the @ phase have a narrow range of concentration homogeneity. In that case,
we can assume the following approximation:

(8.58)

dea  Ac dcg B aca . Ac dey  OvR — CVR

9x  Ax  9x  ox  Ax ax  Ax
where Ax is the thickness of the o phase; Ac is the concentration interval of «
phase homogeneity in the A component (Ac = cag — car and ca = (car + car)/2,
car and cap are the A component concentration at the left and right boundary in
the « phase, cf Figure 8.7); cyr, cvi. are the vacancy concentrations in the « phase
at the left and right boundary, respectively.

Taking into consideration Equation 8.59, we rewrite the equations for the fluxes

as

(8.59)

. Ac  caDjy caDy (cyr — cvi)
Qjp = —Da— + —=E, _ 8.60
JA AAx + kT Ze + oy Ax ( )
Ac  cgDj cgD§ (cyr — ©
Qi = Dyl 4 B8 o B8 (evr — ovi) (8.61)

Ax kT oy Ax



8.4 Reactive Diffusion in a Binary System

Qjy = (D Dg) Ac  Eye
v = EA B Ax T kT
3 (caDi + c8D}) (cvr — ovr)

cy Ax

(CADZzA +cp D’gzg)

(8.62)

Equations 8.60—-8.62 include the difference of concentrations of nonequilibrium
vacancies at the left and right boundaries in the « phase, that is, (cyr — cvr). To
express this value by involving other parameters of the system, we write down
the law of vacancy balance for narrow zones of the « phase at its left and right
boundaries. At that we consider vacancy sinks/sources to be nonideal. We get

dCV _ % _ (Cs,q — CVL)

L: —
dt ) TV
d _ eq Q.
dov _ (R —&) _ Qv (8.63)
dt TV 1)

where ty is the vacancy relaxation time; § is the interface thickness; qe,q is the
vacancy concentration at equilibrium (average value in the « phase); jy is the
vacancy flux in the « phase; (cs,q - CVL) /ty describes the number of vacancies,
disappearing at the A|« interface in a unit of time; (CVR - cf,q) /v are the vacandies,
appearing at «|B interface in a unit of time.

Using quasi-steady state conditions at the interface, that is, dey/dt = 0, we get

Qv _ (& -en) v _ (w—&))
W W SV _ VT (8.64)
1) v 1) v
The sum of the two equations gives
2ty Qj
(eyr — o) = VTJV (8.65)
If we substitute the expression for Qjy in Equation 8.62 in Equation 8.65, we obtain
Di— D Ac Exe( D 2+ D*)
1y (Da — Dg) e T \aDaza+csDpzp
(evr — ovr) = 5 i (8.66)
(1 Hax)
where
2tyD
Ly = —‘; v

is a characteristic length.
Let us write down now the equation for the flux of the A component in the
laboratory reference frame (Ja = —Js)

Ja =ja + cajv (8.67)

From Equation 8.67 and bearing the expressions for (cyr — cyr) Equation 8.59, ja
(Equation 8.60), and jy (Equation 8.62) in mind, we arrive at the following result:

- (14 Lo/Ax) D (Ly— Ly Ee
= —DA — —_ D* D%
I ax+ly)  (bx+Iy) (Dr—Dy) kT \ADAZA+csDizs)
cacgEce

T (Drza — Dizg) (8.68)
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where Ly = (DNG / b) Ly is the characteristic length (as Dyg < D, then Ly < Ly);

D is the diffusion coefficient according to Darken (D = cpDp + cgDa); D is the
diffusion coefficient according to Nernst—Planck (or Nazarov—Gurov, who derived
it for the case of nonequilibrium vacancies [22]) given by the relation
_ DaDg

~ (caDa + cgDp)

The physical meaning of the characteristic lengths Ly and Ly becomes clear, if one

Dne (8.69)

considers phase growth without currents [10, 11]. From Equation 8.64, we arrive at
the following expression:

Ja = —DAc(1 4 Lo/ Ax)[(Ax + Ly) (8.70)

If Ax < Lo, then
Ac
Ja = —DNGE (8.71)
In this case, the nonequilibrium redistribution of vacancies effectively decreases
the flux by means of the inverse Kirkendall effect, leading to intermixing controlled

by the slow component. If Ly < Ax < Ly, then

~ Ac
Ja=-D= (8.72)
Ly
making the flux almost equal to zero.
To obtain the equation for the growth of the intermediate phase « at reactive
diffusion, we formulate the equation for flux balance of the A component at the

right and left boundaries of « (Figure 8.8)

PR T S 8.73
A @ & = Aoyt (8.73)
de de 1
— ) — =0 — — = 74
(0—cp) n 0—Ja= n cAJA (8.74)
Addition of Equations 8.73 and 8.74 yields
d(xR - XL) 1
= 8.75
dt RN (873)
Since xg — % = Ax, and (1 — cp) = cp, we get
dax) 1
= 8.76
dt cAcBJA (8:76)
A o E B
_—
—
X, Xg X

Figure 8.8 Schematic flux of the A component and the vector of electric field in « phase.
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Using Equations 8.68 and 8.76, we arrive at the following form:

d(Ax) DAc (1+ Lo/Ax)
At cacs (Ax 1 Ly)
D (L — Ly)  Ege
" (Ax+ Ly) (Da — Dg) cacskT
E.e

+ T (Drza — Dizs) (8.77)

Equation 8.77 gives the rate of change of thickness of the « phase in the case of
nonequilibrium vacancy distribution. If there are no nonequilibrium vacancies in
the system, the formula for the thickness rate change of the & phase becomes

(cAngzA +cp DEZB)

d(Ax) D Ac E.e
=—— 4 2 (Dizs — Dj 8.78
dt cacg Ax + kT ( AZA BZB) (8.78)

Note that in this and in the following section Ac is negative.

8.4.2
Analysis of the Equation for the Rate of Intermediate Phase Growth in Limiting Cases

Let us consider several different cases:

1) Ax> Ly.
The thickness Ax of the a-phase is much greater than the characteristic length
Ly (for example, at advanced stages of the reaction—diffusion process). In
this case, Equation 8.77 is transformed into Equation 8.78. Therefore, we may
neglect the nonequilibrium vacancy distribution. Let us consider two extreme
cases:
(a) For
D Ac

cacg Ax

Ece
> ﬁ (Diza — Djzs)

(low current density in the system), the expression for the phase growth
rate is as follows:

d(A D A
(&%) DA e VRt A (8.79)
dt caCB Ax

where

CACB

and +/A; is the initial o phase thickness. In this case, the growth of a new «
phase obeys a parabolic dependence, since diffusion processes dominate.
(b) If
D Ac

cacg Ax

Ee

kT (DZZA — DEZB)
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(high current density in the system or rather large phase thickness Ax),
the expression for the phase growth rate is as follows:

d(Ax E.e
o S P
where
Exe sk *
k2 = k_T (DAZA — DBZB)

and A, is the initial o phase thickness. In this case, the growth of a new «
phase exhibits a linear dependence, since electromigration prevails.
2) Ly>» Ax (and then Ly > Ax).
The thickness Ax of the a-phase is much less than the characteristic length L.
Now Equation 8.81 becomes governing the behavior

d(Ax) D Ac L
At~ cacs Ax Ly
_ L (1 — &> Exe (CAD*ZA + CBD*ZB)
(DA — Dg) Ly ) cacgkT A B
4 Ee (Drza — Dizs) (8.81)
kT A<A B<B

Let us analyze the obtained expression for limiting cases:

(@) If Ly & Ly (so then Dyg ~ D), then from Equation 8.81 we get the same
equations and correspondingly the results as from the case 1. The condition
Ly =~ L, is satisfied when the components’ mobilities are equal (Ds = Dg),
or when the concentration of one of the components is rather low (cx > cp
or cp K Cg).

(b) If Ly > Lo (so then Dyg < D), then from Equation 8.81 we get the follow-
ing expression:

d(A Dy Ly A
(A0 _ DalboAc o et A (8.82)
dt ca Ly Ax
where
ZDAAC L()
ky =— —
CA LV

and /Aj is the initial o phase thickness. In this case, the growth of the new
« phase will take place via a parabolic dependence. The condition Ly > Ly
is satisfied when the difference between the mobilities of the components
is significant (Ds > Dy or Dy < Dg).
3) Dj =~ 0 (the mobility of the B component is low).
As it appears from the above condition, Dy¢ ~ 0, D~ cgDa, and Ly ~ 0. Let
us rewrite the equation for A component flux in this case. It reads

_ (Ax + Lg) cacg D} Exeza
T (Ax+ Ly) kT

Ia (8.83)
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where
L Dacg(—Ac)kT  ¢(—=Ac)kT

cacg D} Exeza caEvezp

Let us now analyze the obtained expression.
As in asymptotic approximation of large times, Ax > Ly and Ax > Lg; hence,

asympt CACB DX Ex €ZA

.]A g JA kT
(a) If the electric field intensity E, = ES™t, where
Ecrit — (p(_AC)kT
x caezaly

then Lg = Ly, and the expression for the flux equation (Equation 8.77)

reads

CACB D;:ExBZA

kT
This result means that the substance flux must be constant at any phase
thickness.

(b) If the electric field intensity E, < ES then Ly > Ly, and hence at the
beginning of the process Ja > ]:Sympt, and further as the « phase thickens
(Ax) the value of the flux decreases.

(c) If the electric field intensity E, > ES™ then Ly < Ly. Therefore, at the

beginning of the process Ja < ]:Sympt, and further as the « phase thickens
(Ax) the value of the flux grows.
This behavior of the substance flux appears to be unusual. In general, as the
phase thickens, a decrease in the substance flux is observed. Orchard and
Greer managed to obtain the same results for the value of the substance flux
(depending on the phase thickness) [13]. However, they used the Gosele
and Tu theory for the description of the reaction—diffusion process [9].

A= (8.84)

4) Lh < Ax < Ly.
The above condition is satisfied when there is a considerable difference of
the components’ mobilities. Let, for instance, Dy > Dg. After appropriate
simplifications from Equation 8.81, we obtain the following relation:
d(Ax Da Ac
(Ax) =227 — const (8.85)
dt CA LV
In this case, the growth of a new « phase proceeds with a linear dependence.
843

Numerical Solution of the Equation for the Intermediate Phase Rate of Growth

A comparison of the numerical solutions of Equations 8.77 and 8.78 was carried
out. For the diffusion parameters of the system, the value and direction of the
current density (electric intensity Ey) varied.

Let us first consider the situation that the electric field stimulates the growth

of the o phase (it is directed just as the total substance flux). If we take
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Figure 8.9 (1) Graph for the system with carried out under the following conditions:
equilibrium vacancies; (2) graph for the sys- j=4 x 108 A m~2, Dyg/D = 0.209, L, =
tem with nonequilibrium vacancies. The 1.6 x 107* m (Ax, phase width; Ly, charac-
presence of an electric field stimulates the teristic length).

growth of the phase. The experiments were
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Figure 8.10 (1) Graph for the system with  carried out under the following conditions:
equilibrium vacancies; (2) graph for the sys- j =4 x 108A m~2, Dyg/D = 0.209, Ly =
tem with nonequilibrium vacancies. The 4x107° m (n, index entering the equation
presence of an electric field supports the for the thickness of growing phase; x = kt").
growth of the phase. The experiments were

the system with a nonequilibrium vacancy distribution into consideration, the
a-phase growth takes place at a lower rate than that in the system with equi-
librium vacancies (Figures 8.9-8.11). The larger the vacancy relaxation time 7y
is, the more graphs 1 and 2 (Figure 8.9) differ from each other. If y = 0, then
graph 2 coincides with graph 1, as Ly — 0 and Equation 8.77 is transferred into
Equation 8.78. When the current density increases, the rate of the phase growth
also increases.
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Figure 8.11 (1) Graph for the system were carried out under the following con-
with equilibrium vacancies; (2) graph for ditions: j = 9 x 10°A m~2, Dng/D = 0.209,
the system with nonequilibrium vacancies. Ly =4 x107° m (n, time exponent enter-
The presence of an electric field supports ing the equation for the thickness of growing

the growth of the phase. The experiments phase; x = kt"; n= (dInx/dInt).

Let us now consider the case that the electric field inhibits the growth of the «
phase. When the current density is low, the results are similar to those of case
1 (Figures 8.9-8.11); here, the growth of the o phase proceeds at a higher rate
when nonequilibrium vacancies are absent. Still this growth is slower than that in
case 1. It means that the terms in Equations 8.77 and 8.78 (that are connected with
electromigration) are smaller in value than those connected with interdiffusion.

At higher current density (above the “critical” value), the phase keeps growing
only up to a certain thickness, Axmqy. Then, the total flux through it becomes equal
to zero (Figures 8.12—8.14). The higher the current density, the smaller the Axp,,y.
At a certain current density, no growth of « phase is observed. But, if there are

0.23
0.21
0.19
0.17
0.15
0.13
0.11
0.09
0.07
0.05 |-

0.03 | | | |
500 1000 1500 2000 2500

t/dt

AX/L1

Figure 8.12 (1) Graph for the system with  carried out under the following conditions:
equilibrium vacancies; (2) graph for the sys- j =4 x 108A m~2, Dyg/D = 0.209, Ly =
tem with nonequilibrium vacancies. The 1.6 x 107* m (Ax, phase width; Ly, charac-
presence of an electric field inhibits the teristic length).

growth of the phase. The experiments were
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Figure 8.13 (1) Graph for the system with  out under the following conditions: j = 4 x
equilibrium vacancies; (2) graph for the sys- 108 A m~2, Dyg/D = 0.209, Ly = 4 x 107°
tem with nonequilibrium vacancies. The pres- m (n, index entering the equation for the
ence of an electric field inhibits the growth  thickness of the growing phase; x = kt").
of the phase. The experiments were carried

4 5 (x10')

Figure 8.14 (1) Graph for the system with  carried out under the following conditions:
equilibrium vacancies; (2) graph for the sys- Dng/D = 0.278, Ly =4 x 107° m (AXmax,
tem with nonequilibrium vacancies. The maximal phase thickness (for a certain cur-
presence of an electric field inhibits the rent density); Ly, characteristic length; j,
growth of the phase. The experiments were  current density).

nonequilibrium vacancies, the growth of « phase takes place up to larger values of
AXmax.

The dependence of the substance flux on the phase thickness was analyzed for
the case of stimulation of @-phase growth and D} ~ 0 (Figure 8.10). The result was
obtained by the numerical solution of Equation 8.81. For the case of equilibrium
vacancies being present in the system, the dependence appears to be monotonically
decreasing, as shown by graph 1 in Figure 8.10. If there are nonequilibrium
vacancies, the substance flux depends on the phase thickness nonmonotonically;
that is, in the form as described by graph 2 in Figure 8.10. This kind of behavior
corresponds to results obtained from the analysis of Equation 8.81. From graph
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2, it can be seen that the substance flux increase is preceded by its sharp decrease.
Moreover, the flux increase takes place up to the value at which there is a decrease
in the case of equilibrium vacancies (i.e., when the phase thickness we may neglect
the influence of nonequilibrium vacancies).

From the viewpoint of physics, this fact may be explained as follows: At the
beginning of the growth process, when the phase thickness is small as compared
to the characteristic length Ly, there is a quick increase in the vacancy gradient,
which has the same direction as that of the A component (fast supersaturation with
vacancies at the left boundary and depletion at the right boundary, see Figure 8.15).

Ln(//ly)

-3

1 1 1 1 1 1 1

10 15 20 25 30 35 40
Ax/L,

Figure 8.15 (1) Graph for the system with j=9%x10° A m2, Dng/D =0.046, Ly =
equilibrium vacancies; (2) graph for the sys- 4 x10~° m (I, substance flux (A compo-

tem with nonequilibrium vacancies. The nent); lo, initial value of substance flux (A
presence of an electric field supports the component) for the system with equilib-
growth of the phase. The experiments were  rium vacancies; Ly, characteristic length, Ax,
carried out under the following conditions: phase thickness).
0

-1
)
X
S —2r\1

-3t 5

I I I I I I

Ax/Ly

Figure 8.16 (1) Graph for the system with A m=2 Dyg/D =0.046, L; =4 x 10~° m

equilibrium vacancies; (2) graph for the sys- (I, substance flux (A component); Iy, initial
tem with nonequilibrium vacancies. The pres- value of substance flux (A component) for
ence of an electric field supports the growth  the system with equilibrium vacancies; Ly,

of the phase. The experiments were carried  characteristic length, Ax, phase thickness).
under the following conditions: j = 9 x 10°
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Figure 8.17 (1) Graph for the system with

equilibrium vacancies; (2) graph for the sys-
tem with nonequilibrium vacancies. The
presence of an electric field supports the
growth of phase. The experiments were car-

j=45x10°A m~2, Dno/D =0.046, Ly =
4x107° m (I, substance flux (A compo-
nent); lo, initial value of substance flux (A
component) for the system with equilib-
rium vacancies; Ly, characteristic length, Ax,

ried out under the following conditions: phase thickness).

This kind of behavior implies a decrease of the total flux of substance. This stage in
conformance with the part of graph 2 (Figures 8.15-8.17), where there is a sharp
decrease in the substance flux. Further as the phase grows (the growth, although
slowly, continues, since the total flux has diminished considerably, yet has not
become equal to zero) the saturation with vacancies decreases, so the vacancy flux
(and hence the substance flux) increases.

8.4.4
Conclusion

On the basis of the results obtained by the numerical solution of Equations 8.77
and 8.78, we may conclude that the system may compensate (or, to be more exact,
reduce or “damp”) the outer action on it (in our case, electromigration) with the
help of a nonequilibrium vacancy distribution. The latter may slow down the phase
growth if the electric field in the diffusion system supports it. And, conversely, it
can stimulate the phase growth if the electric field opposes it.
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9
Diffusion Phase Competition in Ternary Systems
Semen V. Kornienko, Yuriy A. Lyashenko, and Andriy M. Gusak

9.1
Introduction

Phase competition in ternary systems appears to be much more sophisticated than
in binary systems if we consider the number of possible regimes. In particular, for
binary and ternary systems, it is possible to obtain phase growth or suppression
criteria when some phases are either absent in the diffusion zone or their growth
can be considerably slowed down by adding the third component to a binary
system (Section 9.2). Besides, in the case of binary systems at the asymptotic
stage of large annealing times, all intermediate phases (allowed by the phase
diagram) must appear and grow parabolically but in the case of ternary systems,
the reaction regime turns out to be determined ambiguously even at advanced
stages (Section 9.3). The problem of regime choice must be solved at the initial
stage during the “natural selection” of phases. The criteria of such selection at the
nucleation stage are analyzed in Section 9.4.

9.2
Phase Competition in the Diffusion Zone of a Ternary System

Peculiarities of solid-state reactions at interfaces between a metal film and a
substrate (Si, for example) lead to a certain succession of phase formation and
growth. Moreover, some phases, which must appear according to the equilibrium
phase diagram, can be absent in the diffusion zone. On the other hand, some
metastable phases absent at the phase diagram, sometimes are formed instead of
the stable (“legal”) phases [1-8]. In the majority of cases, the initial stage of the
solid-state reaction results in the formation of an intermediate phase in the form
of a thin layer. This phase may either grow parabolically (Ay = yg — yL = k+/%)
at certain rate constants kg, k; of the right and left boundaries (yr1 = kr1v/%),
or deviate from the parabolic law, the deviation being determined by the specific
manner in which the components are added to the transformation front and the
way they pass through the front, into neighboring phases.
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9 Diffusion Phase Competition in Ternary Systems

Processes of formation and growth of intermediate phases in the diffusion zone
of binary and multicomponent systems are controlled by the following multiscale
processes [2, 4, 6, 8]:

1) nucleation of an intermediate phase at the interface of initial components or
solid solutions;

2) diffusion through parent and intermediate growth phases;

3) transport of atoms through the transformation front (boundary kinetics).

Processes of the first type include formation of the new phase nuclei in the
contact zone as a result of heterophase fluctuations under chemical potential and
concentration gradient. The description of solid-state reactions of the second and
third types, namely those at the moving boundaries between phases that already
exist in the diffusion zone, is reduced to the following consecutive stages:

1) supply of atoms to the transformation boundary;

2) detachment of atoms from the lattice of the phase the transformation front
moves to;

3) transition of atoms through the transformation interphase boundary;

4) attachment of atoms to the lattice of the growing phase;

5) removal of atoms from the transformation boundary.

The boundary kinetics (stages 2—4) may result in changing the constant of solid-
state reaction rate and deviation from the parabolic law of phase growth controlled
by stages 1 and 5 [8].

Introducing the third component into the binary system may also lead to the
change of constant of the intermediate phase growth rate. This is possible when
the third component alters the diffusion mobility of the atoms in the phases and
when there is a solubility limit for this component in the reacting phases [8—10].

9.2.1
Phase Competition in the Diffusion Zone of a Ternary System with
Two Intermediate Phases

Let us consider the influence of alloying a binary system with a third component
on the formation of the diffusion zone in a ternary system [8, 9]. We analyze a
case for an Al-Cd—Mg-like phase diagram of a ternary system (Figure 9.1). In the
phase diagram there are two solid solutions: 5 (diluted solution of B and C in A)
and « (unlimited solubility of B and C in each other and the negligible solubility of
A in them). There are also two binary intermediate phases: § (the solubility limits
are ch and ¢f) and y (with ¢}, and cf;, respectively). The intermediate phases are
in equilibrium with the y-phase and the a-phase.

The sandwich-like sample Al-Cd—Mg was treated at 575 K by the method of
diffusion zones superposition [11]. Al and Mg interacted through the Cd layer
(0.2 pm). After isothermal annealing for ¢t = 10, 100, 200, 500, and 900 h and
measuring the concentration distributions, the diffusion paths were built and thus
the system’s phase diagram was constructed (Figure 9.1b). In that, the first phase,
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Figure 9.1 (a) Phase diagram of the model ternary
system with - and a- solid solutions and binary B- and
y-intermetallics and positions of boundary conodes.

(b) Isothermal cross section of the AlI-Mg—Cd phase
diagram at 575 K and obtained diffusion paths.

Al;Mg,,, formed only after 200 h of annealing (the Cd layer dissolved in 100 h).
After 500 h, besides the B-phase, the B’-phase appeared in the diffusion zone, and,
finally, after 900 h of annealing the layer of the y-phase appeared in the transition
zone (with a solubility of up to 7% Cd). The intermediate phases B and B’ are
practically binary. So, changing the boundary concentration of the a-solid solution,
we can get a diffusion zone with one to three intermetallides.

Let us ensure that by changing the initial concentration of the BC alloy, one can
control the phase composition of the diffusion zone. We proceed from the flux
balance equations at the interfacesn — 8, 8 — y,and y — o

B dYL _ DﬁAcl

‘BLg; T Aty ©-1)
(cpL — CQL)% = DilAYCl - DZZAYC,Z (9:2)
(c§ — cé)%Q D;Aycé — Jsl,, (9.3)
(1- C‘é)dde = Jil,p (9-4)

where Df Ac; and D” Ac) are the effective diffusivities of the - and y-phases; here,
Acy = ch, — cb, is the concentration width of the S-phase.

Note, at once, that the total concentration width Ac, of the y-phase does
not enter the equation, instead we have a part of it, Ac) =c} —ck;, deter-
mined by the degree of alloying (initial content of the C-component at the
BC-side of the diffusion couple; Figure 9.1a). Here, according to the lever
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rule,
Acy, g —ck?
= Tmax _ 12 (93)
Acy cg o —Cp

This is the change Ac, — Ac) that influences the composition of the diffusion
zone due to alloying.
The flux of the B component in the a-phase becomes

ex "ﬁ)
Do T ADe
Ji= e - - —— 7o
1—erf< R~>

DC{

The concentration distribution of B in the reaction zone between the moving
interfaces yy, y, and yg is schematically depicted in Figure 9.2.

Combining Equations 9.1 and 9.4, we get the expressions for the growth rates of
B- and y-phases:

(9.6)

day _ & dn [ 1 DAq 1 Dag
dt dt dt ch — CﬁL CﬁL Ary CQL - CgL Azy
dAy _dp &y -1 Dlag L 1| Pag
dt e dt o —ch Ay Ch—ch  1—cg| Aoy
(9.8)

Analyzing Equations 9.7 and 9.8, let us consider the possibility of growth suppres-
sion (for some time) of one, say, the y-phase [1, 8, 9].

cA

<Y

n y YR

Figure 9.2 Concentration profile of B species corresponding
to a diffusion path from composition ch to cg via a pseu-
dobinary B-phase and the intermetallic y-phase.
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In this case, the y-phase will not grow until the growth rate of its critical nuclei
becomes positive:

dAyy -1 DFAg 1—cp NCA
d

>0 (9.9)
Chr — CgL Ary (kL — CgL)(l — Cpy) ler

Here, we use the assumption that the thickness of the suppressed phase equals the
size of its critical nuclei .

To analyze the growth of the S-phase, we use the parabolic substitution A,y =
ki+/t in the equation for the growth of the first phase (Equation 9.7):

dAy 1 DPAC,
dy CSL(1 - CSL) Ary

(9.10)

The equation for the first phase growth includes not the whole concentration range
of the B-phase but its change

Ac (coz _ cmin)

/ B B 1\t B

Acy=cCp—Cpp = —5 (9.11)
g —Cp

Finally, for the growth constant of -phase we get

5 A o __ .min
k= /wﬂ . cl(;B = )mm (9.12)
gl — cgr)(cg” — ™)

Due to a variation of ¢, the influence on the intermediate phase growth is possible.
Note that ¢ and the boundary concentration of the a-solid solution are interrelated

& (00) /E exp(—k&/4D%) ke
’ T 1—erflky/2VD?) 2
o = (9.13)

| D _exp(—kg/4D)  kw
Ty erfkg/2v/ D7) 2

which arises from Equation 9.4 and the explicit form of the flux J § |YR (Equation 9.6).

as

In one of the marginal cases, when D¥ > k2 holds, the relation
exp(—ky/(4D%) .
1 — erf(kg/2v D?)

is fulfilled and we get a quick adjustment of the concentration to its boundary

(9.14)

magnitude c§ ~ cg(00) at the interphase boundary.

In this case, it is possible to effectively influence the kinetics of the S-phase
growth, since by changing the boundary composition of the a-phase we alter cj to
the same extent, and thus,

- Ac(cg(00) — Canin)
- ﬂ B 9.15
l \/ZD CgL(l - cﬁL)(c}; — ¢min) flen(00)) 0.15)
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As seen from Equation 9.15, if the boundary concentration cj of the BC alloy falls
within the range ¢?i® — cl2, only the B-phase grows in the diffusion zone. If ¢& — cl?
is sufficiently small and % falls within c? — cP*, we get the case of suppression
of the y-phase growth. So, the y-phase will be suppressed until the width of the

B-phase equals the following (see Equation 9.9):

Y
Ay= ——F = ler (9.16)

The time of diffusion suppression of the y-phase nuclei must equal the time of
B-phase growth, up to the thickness determined according to Equation 9.16.

Let us estimate the incubation time for the y-phase. The equation of S-phase
growth during this period is given by

dAy 1 DP Acy
d CQL(]' - CQL) Ary

(9.17)

Equation 9.17 differs from Equation 9.10 by the whole homogeneity range of the
B-phase entering the calculations.

Assuming the parabolic growth of the B-phase A1y = k;+/t, we get for the growth
constant

A
b= [2DF =0 (9.18)
cp(l —cgp)

From Equation 9.18, we find the incubation time

Dﬁ Acy 2

T=2c5(1—ch)=———M
BL( BL)(DJ,AC;)2 c

(9.19)
Thus, it becomes clear that the incubation time of the y-phase depends on the
boundary concentration of the «-phase. Further, it turns out that in case of
initial suppression of the y-phase the thickness of the g-phase, at which the
suppression stops, is inversely proportional to the difference between the boundary
concentration ¢% and the value of c?. The incubation time of the y-phase is
inversely proportional to the square of this difference.

Let us now consider a case when both phases are already growing in the
diffusion zone. We use the parabolic substitution for the growth rate Ay = kit
and A; = ky+/t. Dividing Equation 9.7 by Equation 9.8, we get a quadratic equation
for % and the solution is

k 1—ch 2k (1—ch
—=—"D | R—1% |14+ R2-2R - 2l o)
k2 2(1—cp) cpr(l — cpy)

where
Dﬂ Acy

R==——" (9.20)
Dr Ac,
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Figure 9.3 Dependence of the ratio of growth constants
for B- and y-phases on the boundary composition of the
a-phase.

Here, we employed the reasoning used in the introduction of the relation
Equation (9.5) with respect to Ac). The dependence of % on concentration of
the a-phase is given in Figure 9.3.

So, by changing the concentration of the a-solid solution within ¢§® — c§'", one
can obtain the layers of one or two intermetallics in the resulting diffusion zone.
In addition, the rate of phase growth also depends on the initial composition. So,
the change of ¢§ within the indicated interval leads to a considerable change in the
growth rate relation for - and y-phases (Figure 9.3). Therefore, alloying with the
third component allows one to control the relative growth rates for g- and y-phases
(up to complete suppression of one of them).

9.2.2
Influence of Pt on Phase Competition in the Diffusion Zone of the Ternary
(NiPt)—Si System

9.2.2.1 Basic Considerations

Let us consider a small alloying addition of Pt (about 5 at.%) to Ni and examine
its influence on the result of a solid-state reaction with Si, leading to the growth
of intermediate phases in the diffusion zone [10, 12—16]. Such silicides are widely
used in microelectronics while manufacturing interconnects. Silicides of different
stoichiometry are formed as a result of solid state-reactions at the interface of a
metallic film and silicon substrate.

Due to the tendency of microelectronic devices to reduce their sizes it is
necessary to take into account the peculiarities of solid-state reactions between Ni
nanofilms and silicon substrate. Industrial implementation of metallic silicides
requires the reduction of contact layers and resistance of source/sink transitions
while producing high-speed multielement integrated microcircuits. This is the
NiSi that is most frequently used in manufacture of CMOS (Complementary
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9 Diffusion Phase Competition in Ternary Systems

metal—oxide—semiconductor) transistors since it provides high electroconductivity
and the required mechanical properties [12—16]. However, the ways of suppressing
a NiSi solid-state transformation into, first of all, a low-conductive and fragile NiSi,
phase at relatively low temperatures must be worked out in the techniques of
manufacturing microchips.

Interphase equilibrium (Figure 9.4) and solid-state reactions in the binary thin
film Ni-Si system have been experimentally studied in detail [12, 17, 18]. It
has been established that in the case of solid-state reaction between the Ni
film and Si substrate, most often, the layers of silicides are formed in series:
at low (200-300 °C) temperatures, Ni;Si and NiSi grow one after another; at
temperatures higher than 750 °C, the NiSi,-phase starts growing at the interface
between the NiSi film and the silicon substrate [13—15]. The NiSi,-phase is
considered to start growing at rather high homologous temperatures (T/Tineit) due
to lowering of the nucleation barrier, which results from the relatively small change
of free energy at the NiSi+ Si — NiSi, solid-state reaction [12—15]. It has been
experimentally found that adding the third component, Pt [13-15], can lead to
suppression of nucleation and growth of the NiSi, phase by the stable NiSi phase.

When considering a phase composition of the diffusion zone in the process
of heating a binary Ni-Si couple, one can notice that Pt addition leads to the rise
of temperature for NiSi, phase formation. A possible explanation for this is the

Ni-Si .
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Figure 9.4 Ni-Si phase diagram [17].
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Figure 9.5 Schematic Gibbs potentials for the phases of Ni—Pt-Si system [16].

effect of the increase of critical temperature for NiSi, nuclei formation [16]. Here,
the enhanced stability of the NiSi phase is considered to be connected with the
decrease of the Gibbs potential for the NiSi phase due to addition of the third
component as compared to a case of Gibbs potential for a binary NiSi, phase
without the third component. The paper [16] demonstrated that the calculated
phase diagram for a model ternary system could be used for describing the change
in the nucleation driving force and thus, the temperature of NiSi, phase formation
(Figure 9.5). We demonstrate below that the effect of growth suppression of the
NiSi;-phase at the NiSi-Si interface can also be described on the basis of diffusion
kinetics of phase growth [10]. In particular, in the case of low (compared to that
of Ni) diffusivity of Pt in the ternary intermediate phase (NiPt)Si, it is possible to
influence the growth rate of the NiSi, phase by changing the concentration of Pt.

9.2.2.2 Effect of Pt on Phase Competition in the Diffusion Zone of Ni-Si
Let us analyze theoretically how alloying influences the morphology of the diffusion
zone in case of a ternary Si—Ni-Pt-like system [10] (Figure 9.6).

The diagram contains two solid solutions: 7 (dilute solution of B (Ni) and C (Pt) in
A (Si)) and & (unlimited solubility of B and C species in each other at low solubilities
of component A in them). There are also two intermediate phases: the binary §-
phase, corresponding to intermetallic Ni,Si (solubility limits are c&, and chp),
and the ternary y-phase with (Niy—Ptg5_x)—Si composition (0 < x < 0.5, solubility
limits are ¢}, and ¢}y on the binary side of Si—Ni). The intermediate binary B-phase
is in equilibrium both with the n- and y-phases. The conodes, linking the respective
boundary concentrations of 8- and y-phases, are calculated from the lever rule. The
concentration interval for B-phase existence, Ac; = chy — ch|, corresponds to that
of B species in the y-phase within ¢ and ¢F***, which determined the position of
the boundary conodes. Besides, for any other intermediate position of the conode,

the following relation is valid

B B Y min
°B —CBL _ CBL " Cp (9.21)
B B cmax _ Cmin .
CBR — CBL B B
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where ¢f and ¢}, are the respective concentrations in the - and y-phases, which
are in thermodynamic equilibrium with each other; that is, they belong to the same
conode.

Consider a possible system configuration: a homogeneous, fairly thick Ni film
with Pt addition (say, 5 at.%) is deposited onto a Si substrate. According to
experimental data [13-15], during diffusion annealing a continuous layer of the
ternary intermediate y-phase with (Niy—Ptys_x)—Si composition is formed from
the Ni-5% Pt solid solution as a result of a solid-state reaction with Si. Next, in
the treated system between pure Si and y-phase, a layer of the intermediate binary
B-phase Ni, Si starts growing, the solubility of Pt in it being low. During the growth
of the B-phase from the y-phase, Pt must either segregate at the growth front or
be pushed inside the y-phase by the moving front. If the diffusivity of Pt in the
ternary intermediate y-phase appears to be too small to accomplish such pushing,
this will lead to a slowing-down of the transformation front velocity and thus, the
growth rate of the 8-phase will be reduced.

Figure 9.6 gives the spatial arrangement of phases and corresponding concen-
tration profiles for the Si—(Nig4y5Pto.025) system. Consider Pt to be capable of
redistribution by diffusion only with Ni at one of the sublattices, and Si to be
located at the other sublattice and to not participate in the diffusion redistribution.
Here, the diffusion redistribution of low-mobility Pt is the dominant process at the
competitive phase growth. The point on the concentration triangle, corresponding
to a concentration c}; at the 8—y boundary with the y coordinate, may be shifted
along the line of phase equilibrium within the range of ¢ and ¢**. Then,
the corresponding concentration in the B-phase will determine the homogeneity

Ce

2/3 +
0.5 -
1/3+

0.025 +

Si CgLﬁCE/;R e Ni Gy N y
(a) (b)

Figure 9.6 (a) Model Si—Ni-Pt phase dia- circles, depicting the initial composition of
gram with binary intermediate 8- and ternary the samples. (b) Spatial configuration and
y-phase. One of boundary conodes is given  concentration profiles of the growing diffu-
by a dashed line. The diffusion path is given sion zone with demarcated boundaries of the
by a thick dotted line between two empty binary intermediate phase.
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interval Ac} = cg — ch, which will influence the diffusion flux through this phase.
The aforementioned influence fixes the flux balance at the interphase boundaries
of the B-phase, and thus its growth rate. Let us ensure that by changing the initial
concentration of the BC alloy we can control the phase composition of the diffusion
zone.

We will depend upon the equations of flux balance at interface boundaries, n — 8,

B—v:
(d—0) 2 Dt

‘B &t~ Achy
dy DI Act
Y ﬁ) ay _ Zint™* Y
()= Tty
dy
-0 L=l =-1l, 922)

where Ay is the thickness of the B-phase; Dﬁ1t is the integral diffusion coeffi-

cient (Wagner diffusivity) in the binary intermediate B-phase (i.e., the effective
diffusivity), determined from the relation [18]:

B
D, = fﬁCL Dde (9.23)
“BL
In Equations 9.22 it is important that we take into account only some part of the
total effective diffusivity of the B-phase, found from the ratio of the concentration
intervals
Aci _ oy — ™

b -
max min
Acy g™ —cg

and that is connected with the effect of alloying. The flux of the B component in the
y-phase is expressed in the approximation of concentration gradients (difference)
only for B and C species, and neglecting the mobility of the A component (in this
case in the laboratory reference frame Jg; = 0).

Having examined the interdiffusion only at the Ni + Pt sublattice, we obtain the
expression for fluxes as

Joly= el = (el — )| 5 ——7 v (9-24)
(2 DV)
where the Boltzmann substitution is used for the parabolic growth of the g — y
interphase boundary y = k+/t.
Taking into account the parabolic movement of the n—f interphase boundary,
yL = —ki/t, and combining Equation 9.22, we can write down the growth rate of

the B-phase as

day _dy dp_k+tk [ 1 1\ DiAg 9.25)
ACl (k + k]_)

dt ~ dt dt T 2 1/2_CQ+C§L
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The problem is generally reduced to determining two unknown parameters, k and
Ch1» from two equations obtained from Equations 9.22-9.25:

1 1 2D% s
= ( AT ) he = | (29
1/2 —¢ c c
B BL BL

- %
[ e ()

= — & (00)y| — ———~
4 Ty erf< j_y)
o = VP (9.27)

2
v [or eo(a)
2 T
1 —erf —k—
er (2 _DV)

The growth rate constant of the left n—p8 interphase boundary is given by the

relation:
2D s
ko= | —— (9.28)
CpL

The unknown parameters which enter Equations 9.26—9.27 are found as follows:

coL=1/2—cy (9.29)
Y min

p_ B p B\ SBL B

Cg = CpL. + (CBR — CBL) m (930)
B B

Analyzing Equations 9.26-9.30, let us examine now, the effect of the third compo-
nent (whose diffusivity in the ternary intermediate y-phase is different from that
of the main component) on the growth rate of the g phase.

9.2.2.3 Calculations and Discussion

Let us accomplish the calculations for the model Si—-Ni-Pt system (for de-
tailed experimental investigations, see [13-15]). For a successful analysis we
must fix the diffusivities in the intermediate phases Dﬁlt and D?, the bound-
ary equilibrium concentrations ¢i , chy, c™, M on the phase diagram, and the
initial concentration of Pt in the ternary intermediate phase c}; (00). The in-
tegral diffusivity for the B-phase (see Equation 9.23) will be taken from [18],
where diffusion processes in intermediate phases and solid solutions of the
Si—Ni system have been experimentally studied. For our calculations we must
use the concentration interval where the intermediate binary g-phase exists, and
we have taken it as 1 at.%. As far as we know, the Si—Ni-Pt phase diagram
has not been studied in detail, so the limits of equilibrium coexistence of S-
and y-phases are unknown. For the sake of clarity, we make the calculations
at an arbitrary concentration ¢ and analyze its influence on the obtained
results.
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Table 9.1  Calculated parameters for the growth of a binary
intermediate phase, depending on the interrelation between

diffusion characteristics of intermediate phases at Diﬁl,It =7x

1076 m?2 s~ [18].

D’ m2s™1 k. x 108 kx 108 (k+k)x108 o ch )
ms-12  ms-1/2 ms-1/2

1.0E—12 6.36 5.33 11.69 0.473  0.3549  0.997

1.0E-13 6.34 5.31 11.65 0.471  0.3548  0.989

1.0E—14 6.25 5.23 11.48 0.461  0.3546  0.964

1.0E—15 5.89 4.90 10.79 0.421  0.3535 0.856

1.0E—-16 4.38 3.57 7.95 0.277  0.3497  0.474

5.0E—-17 3.62 2.93 6.55 0.221  0.3482  0.323

4.0E—17 3.36 2.71 6.08 0.204  0.3477 0.279

3.5E-17 3.21 2.59 5.80 0.195  0.3475 0.254

It should be noted once again that in our analysis, the diffusion characteristics of
the intermediate ternary y-phase are described using the interdiffusion coefficient
D for Ni and Pt species at their own sublattices in the y phase, while the diffusion
characteristics of the g phase are expressed through the effective diffusivity Dﬁlt
when the real diffusion coefficient is normalized to the concentration interval of
B-phase existence.

Thus, solving Equations 9.26—9.30, we get the constants for the moving S-phase
boundaries k and ki, the concentrations ¢}, and cf at 8 — y interphase boundary in
both phases, the respective concentration ¢, , and the coefficient §, which describes
the change of diffusivity for the B-phase due to alloying. The results of the
calculations depending on the interrelation between diffusivities of intermediate
phases are presented in Table 9.1. Here, the following set of main parameters have
been used.

From Table 9.1, it is seen that at a reduction of the interdiffusion coefficient
in the ternary y phase, the growth rate constant of the binary 8 phase decreases,

the concentration cg in the B phase at the B—y interphase boundary approaches

the boundary concentration ch, the concentration cf; in the y phase at the same
interphase boundary becomes more and more different from c}; (00), and the
coefficient §, which characterizes the diffusivity of the 8 phase, decreases. Thus, as
the interdiffusion coefficient in the ternary y phase diminishes (which is achieved
due to introduced Pt or other additions), the possibility of growth suppression
of the binary intermediate 8 phase becomes evident. At that, the magnitudes of
the boundary concentrations at the f—y interphase boundary correspond to the
conode, which shifts along the phase diagram toward c§", and the respective
value ¢} determines the concentration interval of the B phase, which allows one
to find that the effective diffusivity of the B phase is less than the maximal one
Diﬂnt by 1/8. The concentration distributions and locations of phase boundaries y;.
and y obtained from the calculations for the model Si—-Ni-Pt system are given in

Figure 9.7.
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Figure 9.7 Concentration distributions in the diffusion
zone and positions of phase boundaries, y_ and y at Dﬁ]t =
7-107%m?s" and (a) DY =3-10"2m?s7, (b) DV =
351077 m?s71.

So, as the interdiffusion coefficient in the ternary y phase diminishes, it
becomes possible to observe the growth suppression of the binary intermediate
phase. Further, the magnitudes of boundary concentrations at the S—y interphase
boundary correspond to the conode, which shifts along the phase diagram toward
cminand the respective value of ¢i determines the concentration interval of the 8
phase, which allows one to find that the effective diffusivity of the 8 phase is less
than the maximal one Dﬁlt by 1/8, where
N
Acy g™ — g™
Here, the important physical factor is the effect of the slow pushing out of the
third component by the moving phase boundary because of its low solubility in
the neighboring phase and with respect to the low diffusivity in the parent ternary

phase.

9.3
Ambiguity and the Problem of Selection of the Diffusion Path

9.3.1
General Remarks

The phase composition of the diffusion zone for reactive diffusion in multicom-
ponent systems is rather difficult to predict [19-21]. The reason is that some of
the phases which are present in the equilibrium phase diagram do not appear
even after a long period of annealing [22, 23]. This effect depends on the initial
composition of the samples and on the “regime” of diffusion interaction. Note
that in an unlimited binary system, all intermediate phases will sooner or later
definitely appear. The increase of the number of components participating in
diffusion results in an increase in the number of the “possible” regimes for
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Figure 9.8 Isothermal cross section of the phase diagram
for the ternary system chosen as a model of investigation.

diffusion paths for the system. We will try to understand this situation with
the example of a ternary system with a simple phase diagram by considering,
whenever possible, the most complete spectrum of possible regimes of diffusion
(morphologies of the diffusion zone), and we will analyze the possibility of their
realization.

The system with an isothermal section of the phase diagram shown in Figure 9.8
is chosen as the model. The components B and C may form a binary solid solution
(B) of any composition. The intermediate phase 1 is practically a binary A-B
phase, [c11, c1r] is the homogeneity range for the component B in phase 1. The
intermediate phase 2 is practically the binary A—C phase with a homogeneity range
[car, €2r] of component C. The simplified diagram of a triple system considered
here is similar to the diagram Mo—Fe—Co at t ~ 1200 °C (Figure 9.9).

The following systems can be in thermodynamic equilibrium:

1) (a) a pure component A (strictly speaking, a very dilute solution of B and C in
A) and the intermediate phase 1;
(b) a pure component A and an intermediate phase 2;

2) intermediate phases 1 and 2 (in concentration intervals for the phase 1 on the
component B [c11, ¢;] and for the phase 2 on the component C [cyr, ¢5]), due to
the inevitable (but low) solubility of C in AB and of B in AC;

3) (a) intermediate phase 1 (in an interval of concentrations [c}, cir]) with the solid

solution B (in an interval of concentrations on the component B [cj;, 1]);

Co

=1250°C

Mo Fe

Figure 9.9 Isothermal cross section of the Mo—Co—Fe phase diagram.
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(b) an intermediate phase 2 (in an interval of concentrations [c;, c;r]) with
a solid solution B (in an interval of concentrations on the component
B [0, cg]).
The simplest form of the equations for the conode is chosen.
For equilibrium of intermediate phases 1 and 2 (case 2)

/ 7
C) — 0L B Cp — L

C; — 0L CT — C1L

where ¢ is the concentration of component C in the phase 2 on the boundary
with phase 1; ¢ is the concentration of component B in phase 1 on the boundary
with phase 2; and ¢} and ¢] lie on the same conode. As the equilibrium of phases
requires equality of chemical potentials of each component in these phases, from
the equilibrium between intermediate phases 1 and 2, it follows that phase 1 must
contain the component C even if it is a very small amount, and phase 2, the
component B.
For phase 1 and S-solution (case 3a), we have

/ % / *
-6 _tg—¢Cp

C1R — CT 1-— CE
where cj is the concentration of B in the solution 8 on the boundary with phase 1;
c1 is the concentration of B in phase 1 on the boundary with the solution 8; and cj,
c; lie on the same conode.
For phase 2 and S-solution (case 3b), we have

/ £3 / £3
O—6 ¢t

or—¢  1—c¢
where ¢} is the concentration of C in phase 2 on the boundary with a solution B. cc
is the concentration of C in the solution g on the boundary with phase 2:

* *
cc=1-c

where ¢, and c(, lie on the same conode.

The diffusion couple “pure A—solid solution g (with a concentration of compo-
nent B equal to ¢§° and zero concentration of A)” is considered. At the annealing
of such a (diffusion) pair, theoretically, there can be several alternative choices for
the diffusion path; for example, A-1-8, A-2-8, A-1-2-8, and A-2-1-B. The formation
of the two-phase zone as a result of diffusion is also possible. Our aim is to find
out the following:

1) Which diffusion path does the system choose?
2) How does the possibility of realization of that or another diffusion path depend
on the parameters of the system?

9.3.2
Analytical Solution of the Simplified Symmetric Model

Let us start the analysis by finding the analytical solution for the simplified
symmetric problem ¢; = ¢, = 1/2 (¢; is the mean concentration of a component
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Figure 9.10 Possible modes of phase formation at

the reaction A + (BC): (a) possible diffusion paths;

(b) formation of layer of phase 1; (c) formation of layer of
phase 2; (d) formation of a two-phase zone with parallel
connection.

B in the intermediate phase 1 and ¢, is the mean concentration of a component
C in the intermediate phase 2; Figure 9.10a). Consider at first two possibilities for
reactive diffusion without formation of a two-phase zone for such system: A-1-8 (1)
and A-2-8 (I1).

For the regime A-1-8 (Figure 9.10b) let us write three flux balance equations (in
the laboratory coordinate system): one of them for component B on the interphase
A-1 and two equations for B and C on the interface 1- 8. Consider the problem for
a stage of parabolic growth (i.e., atlong periods of annealing). Then, these equations
determine three parameters, the constants of growth rate ki, kir (xa1 = ki t'/?2,
%15 = kirt"/?), and the concentration of component B in the B-solution cj on the
moving interphase 1-f. Let the coefficients of interdiffusion in the f solution, D,
and in phase 1, Dy, be constant. Then, the equations of balance and expressions
for fluxes will be as follows:

(o — 0% _ _Dida (9.31)
! dt - AX] '
de D1A61 B)
L) — = I 9.32
(=) G5 = a1 (9.32)
-9
1 =1 = _pis
3% |xq 10
d
(e —0) SR =04 [P (9.33)
dt
Equations 9.32 and 9.33 yield
d DA
(1—c) =2 = 124 (9.34)

dt Axq

305



306
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Here I](f ) is the flux of component B in B-solution; I(Cﬂ ) is the flux of component C
in B-solution; dxg/dt is the rate of motion of a boundary between the phase 1 and
B solution; dx; /dt is the rate of motion of the boundary between phase 1 and A.

The solution of the system of Equations 9.31-9.34, together with the diffusion
equation in the B solution gives the following results:

| 2D1Ac
Axy = = | — :
x = kit i 61)t (9.35)

2 Dl AC] 261
=2 DiAc (9.36)

w=kd k=g 1—c)

Let us now compute the boundary concentration cj. For that, let us determine the
flow of B in the 8 phase near the moving boundary xg in terms of cy:

b| d4-a @
P =1 -2"% o (——‘3) (9.37)
™t ; ( k ) 4D
erfc
2V/D
Let us consider the case when k%{ « 2D (D1Ag < ZD). Then
D,
1 =— — (=) (9.38)

In order that Equations 9.32 and 9.33 be consistent, it is necessary that
G — DlAcl/Axl + 18
. —0 —15

and accounting for Equations 9.37 and 9.35, it can be reduced to the form

0 TC DlAcl
CB - - . . - ~
21-a) D

g = <y (9.39)

1 T Cy DlACl
2(1-a) D

Equation 9.39 is obtained for the case
DiAc 1-c¢
180 1

a
It means that the atoms C can not penetrate almost into the growing phase 1 and
consequently, they are accumulated in the $ solution near the interphase. Thus
ce > ¢ (e < cg).
It is obvious that the aforementioned solution is possible only if ¢ > c¢f. If this
condition is not fulfilled, then ¢} falls in a region of concentrations of the 8 solution
which is in equilibrium with a phase 2, and the phase 1 is not formed. Therefore,

o TC, DiAc; . TC DiAc;
g — = >cp|l— /=
2(1—=c¢) D 2(1=c¢1) D
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that is,

T Cy DlACl
2(1-a) D

Thus, the choice of the diffusion path I (A-1-8) made by the system is possible only
at the realization of condition 9.40. By analogy, the choice of a diffusion path II,
A-2-B (Figure 9.10D) is possible only under the condition

b 2%) DzACz
R =1—-cF <cy—ch | ———— 9.41
B C B B 2(1_02) D ( )

Thus, there exists an interval of initial concentrations for the B solution, in which
both considered conditions are prohibited:

TTC D, Ac e D Ac
G- e <+ (1= ) | o
2(1-c¢) D 2(1—=c) D

This interval is rather narrow, as DiAc; < D (according to our assumption), but
also it is not necessarily too narrow (<0.1).

If the initial composition of the p solution falls in this interval, then we as-
sume that the two-phase zone will arise and will grow; this is the diffusion
regime III (Figure 9.10d). The diffusion path in this case will pass along the
side BC of a concentration triangle up to a point ¢ and will “jump” on the
conode between phases 1 and 2, which is one of the sides of a three-phase
triangle (Figure 9.10a). We will assume morphology of parallel connection for
the two-phase region. The equations of balance for the average fluxes of com-
ponents at the left and right boundaries of a two-phase region will be the
following:

g >+ (1—c3)

(9.40)

(9.42)

BL:
dx. piL+ pir D1Ac
(per=0) = =0-——F——— (9.43)
CL:
dxy paL + par D2Acy
(parc2 — 0) 5 = 0-— T (9.44)
BR:
dxg  piL+pir DiAc ®)
o DEACLNN T Sl N 9.45
(CB CIPIR) dat 2 Ax + Iy (9-45)
CR:
dxr _ pa +par D2AG
(1 — CE — CszR) F = fv + Iéﬂ) (946)
where
D
19— 1~ [ 2 (o) (9.47)

Tt
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pi. and pyp are the volume fractions of phases 1 and 2, respectively, in the
two-phase region on its left boundary; pr and pyr are the volume fractions of
phases 1 and 2, respectively, in the two-phase region on its right boundary.

Equation 9.47 implies that to conserve the quasi-equilibrium on the two-phase
zone—f phase boundary, a diffusion path should go through cf, and then the
system will not choose a concentration in phases 1, 2, but their fractions on the
interphase (p1, p2): pir (p2r = 1-pi1r) and pyp are the places where the diffusion
path comes into a two-phase region and leaves it.

We will consider a particular symmetrical case

DlAclzDzACZZDAC, 61:C2:1/2, c§:1/2
Then, from Equations 9.43 and 9.44 it follows that

b paL + PR

piL piL+ pir

SO p1L = P21, PIrR = par (the fraction of phases does not change along the axis X).
From this, it is easy to obtain that

1

k = |2DAc
(1_P1+P2)p1+pz
2 2
1o (1~ 2 D
P2=5727% )\ Dacx

1 (1 _\[| 2D
p1_§_<E_CB> DAcw

This result has a physical sense (0 < p1, p, < 1) if

= V8DAc (9.48)

w DAc
<., z—=

8 D

which is the condition of diffusion regime III.
Note, that according to Equation 9.42 the diffusion paths I, IT are not possible if

1 o m DAc
- —cp —
2 8 D
1 L1
DlAcl = DzACz, L =0 = E, g = E

Thus, the side (BC) is divided into three intervals:
Interval I:
1 DA
O<cg’ <= — i
2 8 D

Here, only Regime I is possible (formation and growth of an intermediate
phase 1 (Figure 9.10D)).
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Interval II:

1 m DAc o 1 m DAc
—— <<+ )
2 8 D 2 8 D
Here only Regime III is possible (formation and growth of a two-phase zone
(Figure 9.10d)).
Interval II1I:
o 1 + m DAc
o> = - —=
L) 8 D
Here only Regime II is possible (formation and growth of an intermediate
phase 2 (Figure 9.10c)).

The analytical solution obtained has allowed us to trace the possibility of various
choices for diffusion paths (modes) and to also find the requirements which the
system should satisfy for these modes to be realized. But for this purpose, it was
necessary to simplify the model and to use a series of approximations. As the
interval of concentrations for ¢§°, within which the formation of a two-phase region
is possible is too narrow, it may seem that the existence of diffusion Mode III
also grows out of crude approximations (Equation 9.38) for the diffusion fluxes.
Therefore, we also offer the more rigorous approach which requires numerical
calculations.

9.3.3
Numerical Calculations for a Complex Model

Let us model the isothermal diffusion interaction in a three-component system
which corresponds to the state diagram in Figure 9.8. Let the diffusion path at an
annealing of the diffusion pair AS pass through an intermediate phase 1 as shown
in Figure 9.11.

Let us write down the equations of the balance of fluxes of components on the
interfaces in the laboratory frame of reference and the equation of the conode for
phase 1 and the g solution:

dx
(c11 — 0) d—“ =P -0 (9.49)
t
dxg ) (B)
(C;—C;;) dt =JB —JB
dxﬂl (
1—¢c,) =L — B _ g
( B) dt C
i N
C1R — CT - 1-— CE

where ]g ) is the flux of the component B in phase 1; ]gs) is the flux of a component

B in the B solution; ](Cﬂ ) is the flux of a component C in the g solution; dxg;/dt is
the rate of motion of the interphase 1-8; and dxa;/dt is the rate of motion of the
interphase 1-A.

309



310

9 Diffusion Phase Competition in Ternary Systems

Figure 9.11 Schematic diagram of diffusion, Mode I.

Consider the problem in an approximation of parabolic growth (i.e., at long
periods of annealing). Then xa; = ka1t'/?, xg1 = kg1#"/2 and the width of phase 1
Axy = (kg1 — ka1)t"/?. Let the diffusion coefficients D and D; be constant. Then
the expressions for fluxes take the following form:

/ /
1) Cp — L Cp — 0L
~ —D =—-D 9.50
b ! Axy ' (kﬁl - kAl) NG ( )
- dc L (e = 1 k2
gg) = —Da— =-D ( B kB) —— exp <—i~1
X gy 1—erf( =£L ) V Dmt 4D
z«/TD
B (B)
]cﬁ = _.]B'B

where D is the interdiffusion coefficient in phase 1; D is the interdiffusion
coefficient in the 8 solution.
In view of these expressions, the set of equations becomes

kA] C; — C1L
- =—Dig———= 9.51
C1L 2 1 (kﬂl — kAl) ( )
r_ @_ E (8 — cp) _@ _ ¢y — L
(1 — cp) = —— 7 €Xp = Dy ———7—
1 BJ 9 T |:1—erf<kﬁ;)i| 4D (kﬂl—kAl)
2v/b
(1-c) =\/§Mexp K
2 T [1—erf<ﬂ)i| 4D
2v/b
L6 | wi—e)
b=

1

(r=ci)  (ar—c)
The obtained set of equations allows us to find concentrations lying on conode ¢},
¢ (i.e., the concentrations of component B on the interphase 1- 8 in phase 1 and
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Figure 9.12 Schematic diagram of diffusion, Mode II.

in the B solution respectively), and also the constants of motion of the boundaries
kg1 and ka;. By substituting the concrete parameters of a diffusion pair into the
given equations, we will obtain the values for the magnitudes mentioned above. If
at given parameters the system has solutions, and these solutions correspond to the
phase diagram and physical sense (the growth rate of a phase is positive, and the
concentrations belong to regions of homogeneity of the phases), then we consider
the realization of such a diffusion path to be possible. An investigation of the set
of equations (by varying the parameters of a diffusion couple) has been carried out
by numerical methods. As the choice of diffusion path depends obviously only on
the ratio of diffusion coefficients, we set the diffusion coefficients as dimensionless
numbers.

One more possibility is the diffusion path which passes through the interme-
diate phase 2 (Figure 9.12). The flux balance equations on the phase boundaries
and equation of conode for phase 2 and B solution have a form similar to
the previous case. The parameter which can influence the result of a diffu-
sion process in the simplest way is the initial composition of a diffusion pair
(in our model it is ¢§°). Thus, we have investigated the possibility of Modes I
(Figure 9.11) and II (Figure 9.12) depending on c¢3°. The decrease of the inter-
diffusion coefficient in the initial solid solution f, as is seen from Figure 9.13,
results in the narrowing of the region of single-phase modes. That is, the slow
diffusion in the solution (in comparison to diffusion in intermediate phases)
does not allow the system to arrange the distribution of concentration with
the growth of phases in such a way as to accept the conditions mentioned
above.

The calculations have also shown that the width of the region of realization of
Modes I and IT depends also on other parameters of the system. The interval for
cy’, in which the realization of Mode I is possible, depends on the ratio

Dy (¢f —cn)
D (g —ch)
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1.00
] Region for Mode |
§o ]
0.47 4§  Region prohibited for Modes I, Il
] Region for Mode Il
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Figure 9.13 Regions of realization of diffusion, Modes |
and I, depending on the initial compositions of the
solution and its interdiffusion coefficient (here ¢} = 0.47,
aL = 0.48, CT = 0.52, CiIR = 0.53, L = 0.38, C; = 0.48,
C)R = 0.49, D] = 0.7, Dz = 00])

and of Mode II on the ratio

D, (¢ — 1)
D (5" —c3)

The larger these values, the narrower is the region of realization of Mode I or
I1, respectively. Thus, there exists an interval of concentrations for ¢g°, in which
neither Mode I nor Mode II can be realized. And therefore, we assume that the
diffusion path in the system will be different if the initial composition of the
diffusion pair falls into regions “forbidden” for Modes I and II.

The following possible modes for our model are the “consecutive connection
modes” with intermediate phases 1 and 2 (A-1-2-8, A-2-1-B) sequentially distributed
in a diffusion zone, when the diffusion path jumps from one side of a concentration
triangle to another. Consider the case A-2-1-8 (Figure 9.14). The natural question
is how does component C penetrate from the B phase through phase 1 into
phase 2? C comes into phase 2 due to the flux of this component in phase 1.
In the introduction, the reason due to which the phase 1 nevertheless contains
the component C, although in a very small amount, has been discussed and
this ensures the flux of this component in it. This flux provides the small but
finite concentration of component C on the interface 1-2 in phase 1, and due
to the condition of quasi-equilibrium the significantly larger concentration of this
component on the other side of the interface in phase 2. This concentration is
larger than the concentration on the interface A-2, which ensures the necessary
direction of a flux of C in phase 2 and consequently, the possibility of growth of this
phase. Thus, the chemical quasi-equilibrium on the interface 1-2 serves as such a
“pump”’ which draws out atoms C from the g solution through a phase 1 (despite
this phase itself may have small concentration of component C).
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Figure 9.14 Schematic diagram of diffusion, Mode V.

In view of these considerations, the flux balance equations for components B
and C on the phase boundaries for diffusion, Mode V, will be as follows:

dXAZ )
_g &R _ o
(e —0) ar ¢

a _ dxy _ @ v (2 dy _ Ay @
) 4~ ¢ C G 1) 7q TJB B

dxis _ 9 ) a\ s
(C/_/)T:B_B (1—C§—02)T:c—fc

(9.52)

B G

where ](C2 ) is the flux of component C in phase 2; ]g ) is the flux of component C in
phase 1; ]g ) is the flux of component B in phase 1; ]g ) is the flux of component
B in phase 2; ]g“z ) is the flux of component B in 8 solution; ](Cﬂ ) is the flux of
component C in 8 solution; cf) is the concentration of component B in phase

2 on the interphase 2-1; cgl) is the concentration of component C in phase 1

on the interphase 2-1; cgl)/ is the concentration of component C in phase 1 on
the interphase 1-8. As cf) <, c(zl) <L, cg)/ < cg, then ](Cl) < ](Cz), ]g) < ]}31),
]g '« ]gg ) (but for this purpose, the existence of a particular relationship is also
necessary between diffusion parameters of phases 1 and 2, the nature of which will
be further determined from the results for Modes V and VI). That is why the fluxes
of components C in phase 1 and B in phase 2 can be neglected in the equations of
balance at the calculation of the rates of motion of the phase boundaries. This has

allowed us to simplify the flux balance equations on the phase boundaries:

dxaz 2) dxa

(e —0) = =] -0, (O—CQ)T:0— @ (9.53)
/ dx21 1 ’ ’ dxlﬂ 1
(51/—0)F= 5 =0, (%‘%)F: L -1
(1—c;3)dxm— ® _ Gg—CG _ 6 —¢

=J¢ ,
dt 1—¢ C1R — €}
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€3 J * /!
O—06 -0

c; — oL c; —cin
where ]g ) is the flux of a component C in phase 2; ]S ) is the flux of a component
B in phase 1; j](f ) is the flux of component B in the S solution; ](Cﬁ ) is the flux
of a component C in 8 solution; dx;4/dt is the velocity of the boundary between
phase 1 and B solution; dx;; /dt is the velocity of the boundary between phases 2—1;
dxa,/dt is the velocity of the boundary between phases 2—A.
Let us consider the problem in the approximation of parabolic growth:

X2 = kast'/?, X1 = kat'/?, x1p = kypt'’?
and the width of phase 1

Axy = (kg — ko)t
and of phase 2

Axy = (ka1 — kag)t"/?

Let the diffusion coefficients D, D;, and D, be constant. Then the expressions for
the fluxes will be as follows:

/ /! / v
-9 -9

(1)
~ —Dq =-—-D; 9.54
B Axy (klﬂ - k21) «/E ( )
/ 4 / /!
@ G~ 6L -0
o —D2 = _Dl
¢ Ax, (k21 - kAZ) N
- dc - (= 1 k?
gg) = —Da— =-D ( B kB) —— exp <—Lf3
X gy 1—erf( 212 ) V Dmt 4D
z«/TD
® _ P
c = 7JB

where D; is the inter-diffusion coefficient in phase 1; D, is the interdiffusion
coefficient in phase 2; D is the interdiffusion coefficient in the f solution.

From the first two equations of the set, the relation between the constants of
the rate of motion of the right and left boundaries of a phase 2 is as follows:
kaz = (¢} /car)ka1. Both constants have an identical (negative) sign and thus are close
in value, because ¢ differs only a little from c¢,;. This means that phase 2 moves
as a whole to the left, and is “repelled” by the growing phase 1. Thus, the rate of
growth of the thickness of phase 2 is small (if this condition is generally possible).
A similar reasoning can be applied for case A-1-2-8 (Figure 9.15) of the Mode VI,
and we will obtain a set of equations similar to the set for the Mode V.

The investigations of Modes V and VI have shown that they can be realized
only at particular relationships between the parameters of the system. First of all,
it concerns the interdiffusion coefficients of intermediate phases D; and D,. So
the realization of condition V is possible when D; is significantly larger than D,,
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Figure 9.15 Schematic diagram of diffusion, Mode VI.
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Figure 9.16 The region of realization of diffusion, Mode V
(A-2-1-B), depending on the initial composition of the
solution and the interdiffusion coefficient in the intermediate
phase.

and the realization of condition VI, when D, is significantly larger than D;. As
in the previous cases, the initial composition of the 8 solution ¢f° is considered a
parameter, with the help of which it is possible to influence the diffusion path and
its choice by the system. Figure 9.16 presents the dependence of the interval for
cg®, within which the Mode V is realized on D;.

The width of intervals for ¢g° also depends on [ci1, ¢j] in the case of a Mode V
(Figure 9.17). Figure 9.18 shows how the interval of realization of a mode depends
on the interdiffusion coefficient D in g solution. Similar graphs have been obtained
for Mode VI.

Calculations for the Modes V and VI have been carried out with the following
parameters of the system: D =1, ¢ = 0.48, ¢y = 0.38, c1p = 0.53, cr = 0.49,
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Figure 9.17 Region of realization of diffusion, Mode V (A-2-
1-B), depending on the initial composition of the B solution
and region of equilibrium between phase 1 and phase 2.
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Figure 9.18 Region of realization of diffusion, Mode V (A-2-
1-B), depending on the initial composition of the B solution
and interdiffusion coefficient in the B solution.

cf =0.52, ¢; =048, and ¢}, = 0.47. For condition V D; = 0.5, D, = 0.01; for
condition VI D, = 0.5, D; = 0.01. Consequently, there exist regions of parameters,
within which the diffusion conditions mentioned above are impossible with growth
of the phase layers. In this case, it is natural to assume that the system can choose a
condition with formation of the two-phase region. The model of a two-phase zone
which we accept for our study is presented in Figure 9.19.

This zone represents the “parallel” connection of the layers of intermediate
phases 1 and 2 of varying thickness. In the description of this model we use a series
of approximations for its simplification:

1) The boundaries between the two-phase region and pure A, two-phase region
and solid solution B are rectilinear.
2) The diffusion coefficients D, Dy, and D, are constant.
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Figure 9.19 Initial model of a two-phase zone.

3) As for Modes I and II, we consider a model with parabolic growth approxima-
tion.

4) The condition of quasi-equilibrium is considered to be satisfied in each thin
layer. It means that for each x inside the two-phase zone, the concentrations
in both phases 1and 2, ¢;(x) and ¢;(x), lie on the same conode; that is, they
correspond to a condition of equality of chemical potentials for each component.
Hence, these concentrations are notindependent and can be expressed through
a certain general parameter k(x) which we call the parameter of the conode
[24]. For example, the concentration of the component B in a phase 1 can be
chosen as such a parameter.

Let us write down the equations of flows on the left and right boundaries of a
two-phase zone for components B and C:

dcy 9k

(PchlL ) 7 = PlL] —p1iLDy dkl o (9.55)

k (2) dCz 3k
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where p; and pir are the volume fractions of the first phase on the left and
right boundaries of the two-phase region, respectively; p,; and p,g are the volume
fractions of the second phase on the left and right boundaries of a two-phase region
respectively, with

pir +pu =1, pir+pr=1

where k; and kg are the constants of motion of the left and right boundaries
of a two-phase region; k is the parameter of the conode; Dy, D,, and D are the
interdiffusion coefficients of phases 1, 2 and of the 8 solution. Analyzing the first
two equations of the set, it is easy to see that they are simultaneously fulfilled at
the following conditions: (i) if the condition (c1r/c;r = Di1de1/D,dc;) is satisfied
(if the phase equilibrium 1-2 corresponds to the linear connection between ¢;
and ¢, then ¢;/c; = Acy/(Acy)), which would be an explicit exception (extremely
impossible case); (i) if p1. = 0 or por = 0.

Let us consider in greater detail the case, when p,;. = 0 and p;1. = 1 (Mode III).
Then our model of the two-phase region will look a little different (Figure 9.20).
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Figure 9.20 Schematic diagram of diffusion, Mode III.

The equations of balance read
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where Acy = ¢ — ¢11, Ac; = ¢ — ¢1. The solution of this set of equations will also
allow us to find intervals of concentrations for ¢i°, at which the formation of a
two-phase region of such a form is possible. If we take p;. = 1 and p;. = 0 (Mode
IV), then the two-phase region is passed (Figure 9.21) and the diffusion path will
be different, while the equations of balance will be analogous.

It has been established that the values of interdiffusion coefficients for the first
and second phases influence the width of intervals of initial concentrations within
which the conditions III and IV can be realized (see Figure 9.22, the graph of the
dependence of regions of realization of a condition III on the initial composition
of the diffusion pair and D). The value of the interdiffusion coefficient influences
to the largest extent, the width of intervals of concentrations ¢f° for diffusion by
Modes 111 and IV. The larger D, the narrower are these intervals.

So we have considered several conditions for diffusion paths for a ternary system
(Figure 9.8), have studied the possibilities of their realization depending on various
diffusion parameters, have shown that the initial composition of a diffusion pair
can influence not only the diffusion path within the framework of a given condition,
but also the choice of such a condition. This permits us to control the result of the
diffusion process.

(9.56)
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Figure 9.21 Schematic diagram of diffusion, Mode IV.
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Figure 9.22 The region of realization of diffusion, Mode I,
depending on the initial composition of the g solution and
its interdiffusion coefficient.

Now we apply the results obtained for the analysis of development of the diffusion
process in a system with given diffusion parameters (0.01 < D<5, D;=0.7,
D, = 0.01, ¢11. = 0.48, c51. = 0.38, cir = 0.53, c5r = 0.49, ¢f = 0.52, ¢ = 0.47, and
c; = 0.48). We have investigated this system on the possibility of realization of
the diffusion conditions considered above. As a result, the following diagram
(Figure 9.23) was obtained. It is possible to demarcate some regions in it: (1) the
realization of Modes V, IV, and III is possible; (2) the realization of Modes V, IV, 1
is possible; (3) the realization of Modes V and I is possible; (4) only the Mode IV can
be realized; (5) the realization of Modes IV and III is possible; (6) the realization
of Modes V and 1V is possible; (7) none of the considered modes is realized; and
(8) only the Mode II can be realized.

The existence of a range of parameters leading to item (7) indicates that in the
given system diffusion modes besides those considered above are possible. For
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Figure 9.23 Regions of realization of diffusion Modes I, I,
[, IV, and V depending on the initial composition of the
solution and its interdiffusion coefficient.

several regions on the graph (1, 2, 3, 5, and 6) ambiguous results are obtained.
In these regions (according to our solutions) several conditions can be realized
simultaneously. The ambiguity of diffusion conditions for interdiffusion in ternary
systems with a two-phase zone has been obtained earlier in [25]. Therefore, there is
a “problem” of the choice of a diffusion path out of several possible modes. Hence,
in such a form, this approach does not allow us to determine unambiguously the
diffusion path of the system. For the solution of the problem, this approach should
be supported by some criterion of choice, or it is necessary to search for another
approach. As the criterion of choice from several possible diffusion modes, the
rate of change of Gibbs potential of a system may be used: the most favorable
diffusion mode corresponds to the largest (minimum by absolute value) magnitude
of (dG/dt).

For the first time, a similar hypothesis for the description of the criterion of
solid-phase amorphization of binary systems has been offered in [26]. Another
approach to the problem of searching for the diffusion path in a ternary system
can be the consideration of the initial stages of diffusion; in particular, of the
competition between the critical nuclei of different phases [1, 27].

9.3.4
Conclusions

1) The choice of the diffusion path at reactive diffusion in a diffusion pair A—(BC)
is determined by diffusion parameters of the solution (BC), intermediate
phases, and the initial concentration of the solution (BC). Thus, diffusion
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modes involving formation of one or both intermediate phases are basically
possible (in the form of a two-phase zone as well as a sequential connection).

2) The increase of the diffusion coefficient in the B solution expands the range of
initial compositions of a solution at which the modes with growth of only one
intermediate phase can be realized.

3) The region of initial compositions of the B solution, at which the growth of
sequential phases A-2-1-8 is possible, is narrowed down with a decrease of the
interdiffusion coefficient in B solution and with increase of the interdiffusion
coefficient in the intermediate phase 1.

4) A decrease of the interdiffusion coefficient in the f solution results in an
expansion of the region of initial compositions of a solution at which the
realization of the modes with formation of a two-phase zone is possible.

5) There are regions of initial compositions of the solution g, at which the
simultaneous realization of several diffusion modes is possible. The solution
of this problem needs additional research.

9.4
Nucleation in the Diffusion Zone of a Ternary System

At reaction—diffusion processes in ternary systems, the phase spectrum of the
diffusion zone, even for small annealing times, depends on the initial composition
of the diffusion couple and on the set of diffusion parameters [28—33]. Furthermore,
the choice of the diffusion path may appear to be ambiguous [34, 35]. In such a
case, the stage of nucleation becomes a decisive one.

Here we shall treat only such initial alloys of the diffusion couple that the
transition between them is possible via a region of solid solutions (stable or
metastable). In the literature [36—38], the theory of intermediate phase nucleation
in a concentration gradient field at interdiffusion in a binary system was developed
by a polymorphic transformation. In that, the formation of a nucleus occurs in
the concentration-prepared region of a metastable solid solution without change
in concentration. This model cannot be applied to the general case of a ternary
system, since the diffusion path in a metastable solid solution may not proceed
via that region of the concentration triangle where the intermediate phase exists.
And formation of a nucleus of such a phase by heterophase fluctuation must be
connected not only with the lattice reconstruction but also with a concentration
change. This kind of nucleation for a case of binary alloys was analyzed in [39-41].
This approach is peculiar for the local composition of a nucleus being determined
by a parallel tangent rule.

9.4.1
Model Description

To investigate the process of nucleation in a ternary system, we have derived the
dependence of Gibbs potential change AG at formation of a new phase nucleus
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on its volume, shape, concentration composition, and on the gradients of the
components’ concentrations in a parent phase. The general expression for the
change of the Gibbs potential at formation of a nucleus with some center x, having
the longitudinal dimension 2R; is the following:

x0+R
AG = n/ o s(x)Ag (¢ (%), c5(x) — cf'(x),c5(x)) dx + oS (9.57)
xo—Rq

where s(x) is the cross-sectional area of a nucleus with the plane X, perpendicular
to the direction of diffusion fluxes; S is the surface area of the nucleus; n is
the number of atoms per unit volume; o is the interface energy per unit area
of the nucleus’ surface; and Ag is thermodynamic driving force (per one atom)
of transformation of the old phase layer with concentrations ¢, ¢j into the new
phase with concentrations cf, cj, determined by the rule of parallel tangent planes
(Figure 9.24) and obtained due to unlimited transversal diffusion in each narrow
layer dx.

To get the expression for AG from Equation 9.57, where the concentration com-
position of the parent phase and nucleus size enter explicitly, some approximations
such as those given below, have been made.

1) The surfaces g(c1, ¢;) of the old and new phases are taken to be paraboloids:

1 32g° 2 1 azg" 2
g =g+ 2022 (cf =) + 20732 (63 —¢t)
82 o
qu (cf —cby) (c5 —¢5y) (9.58)

o[ ==

gp |--mmmmemmeme et

o (s / / n /n
(Cot> Co2) (Co1s Co2) .
(G, C) (C1, C2)

Figure 9.24 Schematic dependence of Gibbs potential per
atom, g, of a ternary system on composition for solid solu-
tion (parent phase) - line 1 and intermediate (new) phase -
line 2.
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where g° is Gibbs potential per atom of the old phase; g" is Gibbs potential
per atom of the new phase; gj, g are the minimal Gibbs potentials per
atom for the old and the new phases, respectively; cf;, cf, are the concen-
trations of components 1, 2 in the old phase, when g° = gf; cf;, ¢j, are the
concentrations of components 1, 2 in the new phase, when g" = gf; ¢{, ¢§ are
the concentrations of components 1, 2 in the old (parent) phase; and cf, ¢} are
the concentrations of components 1, 2 in the new phase (nucleus).

2) A nucleus has a shape of spheroid (ellipsoid having two axes of equal length,
making it a surface of revolution).

3) The concentration profiles in the region of formation of the new phase nucleus
are approximated by the linear functions

X = XO)

The concentrations of the components in the new phase nucleus were found
using the parallel tangent rule (Figure 9.24):
ag° _ ag" ag° B ag"
e, 0o 9, 0y

()+x 1 ac;
ci(x) = ¢ (x -, - = —
i(¥) = 6 (%o L L~ ax

The expression for the change of Ag (Gibbs potential per atom of the nucleus),
after applying the parallel tangent rule, will be as follows:

Ag=g"(c1,6) — g°(e1, &) + (&1 — €7)0g°/der + (63 — 63)98°/9c (9:59)

Taking into account the aforementioned approximations, the formula for AG was
obtained as

1
~ayec® + o't aacc — kk

1
—alad® + 5

4
AG = nR§n<§R1 [Ago +3

+ (cg—c{)‘l—aa)ee—i—(c‘z’—cgz—cc)gg}—i-fs 1[2 "bb?

1
+ Eozgdalz + o't bbdd — 00 + (— — bb)ﬁf + (— - dd) hh]> (9.60)

Rz R,
4o —————arcsin, /1 — | — — <1
2. /R R2 R1 Ry

R? R, R R
tor | Ry BB, <_> R Ry
2, /R2 — R? R Ry




324

9 Diffusion Phase Competition in Ternary Systems

n o [ n.o n.o

o o o (02404 Olzot
bb=7+|:—2+—+—g— +i|

[ [ n n

o o o o

_ 1 o__ 0 + (0 _ 0 1 o_ o072
cc = —-(c) =) + = (6 — ) P [(“z oy n)

+ oy o

n
o
0 0 0 02
X(52_502)+(“+_°‘1a_n)(
0 [ n [ [ n.o n.o
i = af of [& a_+_a2a1_a2a+i|
- . n n 2
al L ol L ) _ yhoh
++1 ++2 (a+) ooy

[
ee =af(c]—ch)+al(—ch):f= (L_1 + L_z)
1 1
e = o (e - c:;l)z 508 (6 — <) o (6 — ) (65 — o)

00 = —+—+—
(2L2 212 L1L2)

acy acy
L =1 — |, I,=1 —=
dx dx

. azgn . aZgn N aZgn
aL = , 1 2= 73
aci10cy acy acy

o aZgo o aZg o aZgo
al = , o] = —, ) =—
361862 301 362

where R; is the radius of the nucleus along the direction of diffusion fluxes, R,
is the radius of the nucleus along the direction perpendicular to that of diffusion
fluxes, and ¢f and c§ are the concentrations of components 1, 2 in the parent phase,
in the point of formation of the new phase nucleus center.

As it is seen from these approximations, we used a model for the ternary system
forming a series of solid solutions of each of the three components and having
one intermediate phase (Figure 9.25). Old is the point on the diagram whose
composition corresponds to the minimum of g° (c{, ¢9) surface for solutions. New
is the point on the diagram which corresponds to the minimum of the g" (cf,
c) surface for the intermediate phase. Figure 9.25 shows the projections onto the
concentration triangle of the intersection of the surfaces g° and g" for the solutions
and the intermediate phase (line I), and the line intersecting the region where
parallel tangents to the surfaces g° and g" exist (line II).

When studying the process, the initial composition of the diffusion couple was
chosen and the corresponding diffusion path was constructed. Diffusion path
construction was carried out using the model of constant diffusivities [25, 41, 42]:

A1+ By erf + erf
cit,x) = fDl fDZ
A2 + B erf + C2 erf
Ca(t, %) = fDl fDZ
Ay = L+ C1R, A = G+ R (9.61)

2 2
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A B

Figure 9.25 Projections onto the concentration triangle of
the intersected lines of Gibbs potential for the solutions
and the intermediate phase (line 1), and of the line, bound-
ing the region where parallel tangents to both surfaces exist
(line 11).
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where Dy,, Dy; are the diffusivities describing the fluxes of elements 1(B) and 2(C)
which are driven by their own concentration gradients; D,;, Ds; are the diffusivities
for the fluxes of one element driven by the concentration gradient of the other one;
¢y, ¢5; characterize the initial composition of the diffusion couple for x < 0; and
c{r» C9r characterize the initial composition of the diffusion couple for x > 0.

9.4.2
Algorithm and Results for the Model System

Varying the initial composition of the diffusion couple at fixed diffusivities D,; =
1x 1072 m?s !, D;; =25 %x 1072 m?s7 !, D, =2.5%x 10722 m?s™ !, Dyy =1 x
102 m? 57!, we have obtained a set of diffusion paths (Figure 9.26).
The concentrations ¢j; = 0.1, ¢§; = 0.2 correspond to the point L, and ¢y, ¢S to
points M, N, O,P,Q,R, S, T, U,and V. Further, 0.15 < ¢fy <0.95andcfy =1 — cp.
The next step was to investigate them according to the following algorithm:

1) One possible diffusion path was chosen.
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A

Figure 9.26 Diffusion paths for samples of various initial
composition. Points 1-5 indicate the places of easiest possi-
ble nucleation of the intermediate phase in a solid solution
for different diffusion couples.

2)

For each point of the path, the dependence of AG(V) (advantage in Gibbs
potential at formation of the new phase nucleus) on its volume was built. Thus,
the possibility of formation of the intermediate phase nucleus was analyzed
at the given point. In order to do this, the shape optimization for each of the
nucleus’ volumes in AG(V) was carried out. So, a ratio of R,/R; for the given
volume V was chosen, such that for it AG was minimal [37, 38]. After this, for
each V the value of AG was calculated from Equation 9.60.

The maximum AG (AGpuay) of the obtained dependence AG(V) was found.
This maximum is the nucleation barrier for the intermediate phase in the
given point of the diffusion path (the point for which the function AG(V) was
built in step (2) of this algorithm). If the function AG(V) constantly increases,
or its maximum A Gy exceeds the critical nucleation barrier (taken as 60kT
[43]), the nucleation of the intermediate phase in this point of diffusion path
should be considered impossible.

Similarly, for all points, the whole diffusion path was examined. It was
considered that formation of the intermediate phase nucleus will most probably
occur in the region of the diffusion zone where the concentration composition
corresponds to the point with minimal nucleation barrier. If there are no points
with possible nucleation on the diffusion path, then the intermediate phase is
not supposed to form during the annealing of the diffusion couple with the set
initial composition (which the studied diffusion path corresponds to).

Parameters of the system under examination are ¢j; = 0.1, ¢§; = 0.2, 0.25 <

fr <0,95,¢5, =1 — ¢, Ago = —1 x 1072], 0 = 0.05]/m?, ¢}, = 0.4, ¢}, = 0.23,
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LR LS LT LU LV

Figure 9.27 Incubation times of intermediate phase forma-
tion for diffusion couples with compositions LR, LS, LT, LU,
and LV, corresponding to Figure 9.26.

=033 ¢,=033 n=1x10%, o} =3x107"%, af =6x 107", o) =6 x
1078, 0 =1x 107", o) =2 x 10718, and o = 2 x 107'8. Having applied the
described scheme, we obtained these results:

1) Formation of the intermediate phase (as should have been expected) is pos-
sible only for the systems with a diffusion path passing via the regions in
the concentration triangle, bounded by lines 1 and 2 (Figure 9.26). In this case,
the suitable diffusion couples are LR, LS, LT, LU, and LV. 1, 2, 3, 4, and 5
are the points with the minimal nucleation barrier A G,y of the intermediate
phase.

2) It has turned out that even if the aforementioned condition is fulfilled,
nucleation of the intermediate phase is possible only when the annealing
time (diffusion time) exceeds a certain “critical” value (incubation time of
nucleation) (Figure 9.27).

3) With time, the location of points with minimal nucleation barrier AGyax of
the intermediate phase on the diffusion path changes within some narrow
limits (Table 9.2 and Figure 9.28).

4) The shape of the intermediate phase nucleus at rather large concentration
gradients (dc1/dx), (dc,/0x), observed at small annealing times, has the
nonsphericity coefficient (aspect ratio) 1 (Ry/Ry), which is quite different from
1 (Table 9.3 and Figure 9.29).

943
Discussion

Similar to the case of a binary system, the theory for finding the incubation time
of the intermediate phase formation was proposed for ternary systems. This time
strongly depends not only on diffusion parameters of the system (diffusivities), but
also on the initial composition of the samples which undergo isothermal diffusion.
Unlike the binary system, the ternary initial composition influences not only the
incubation time, but the result of the whole diffusion process.
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Table 9.2  Data cited for diffusion couple with initial composition: ¢;, = 0.75, ¢z, = 0.25.

Number of points Annealing time Concentration composition
of the point (region) with minimal
nucleation barrier

Ll’l(t) Cy C
1 2 0.403 0.222
2 6.9 0.409 0.223
3 9.62 0.419 0.224
4 13.82 0.425 0.225

A

Figure 9.28 Time dependence of the point with minimal
nucleation barrier in the diffusion path. The parameters of
points 1, 2, 3, and 4 are given in Table 9.2. Calculations
were made for the diffusion couple with the following initial
composition: ¢1. = 0.1, ¢z = 0.2, c1g = 0.75, and ¢ = 0.25.

Changing the initial compositions, one can find the regions of the concentration
triangle where the formation of the intermediate phase is impossible. Even if the
new phase nuclei are formed, this will not necessarily lead to formation of the
continuous layer of the phase. For example, the particles of the new phase may
remain isolated, forming a two-phase zone.

If the system has several intermediate phases, then, by comparing their incuba-
tion times, we may find out which of the phases will appear first. This is essential
for prediction of diffusion paths in multicomponent systems since the attempt to
do so using balance equations for components written for interphase boundaries
sometimes leads to nonsphericity (Section 9.3). Thus, as it follows from the theory,
the system could simultaneously realize several diffusion paths. The analysis of
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Table 9.3  Data cited for diffusion couple with initial concentrations: ¢;, = 0.75, ¢, = 0.25.

Nucleus nonsphericity 5 Annealing time t(s) Ln(Acyi/Ax) Ln(Ac,/Ax)
6.093 6.15 21.106 18.97
3.097 6.73 21.061 18.93
2.597 7.3 21.021 18.88
2.098 7.88 20.97 18.85
1.598 9.04 20.91 18.78
1.099 17.7 20.57 18.44
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Figure 9.29 Nonsphericity coefficient dependence of the
intermediate phase nucleus 1 on the concentration gradient

of component 1 in the parent phase dc¢;/dx for the diffusion
path, given by Figure 9.28.

such a nonsphericity by comparing the incubation times for different possible
phases, must remove the difficulties arising in such a case. At quite large gradients
of the components’ concentrations, a considerable nonsphericity of the new phase
nuclei is observed.
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10
Interdiffusion with Formation and Growth of Two-Phase Zones
Yuriy A. Lyashenko and Andriy M. Gusak

10.1
Introduction

Up to now, we have been treating the processes of interreactive and reactive
diffusion with a diffusion zone consisting of sequential layers of solid solutions
and intermediate phases. In ternary and multicomponent systems, the diffusion
zone morphology may appear much more complicated. To be exact, diffusion
is often accompanied by formation of two-phase zones with various topologies
(isolated inclusions, percolation clusters, parallel phase connection, etc.). There
was a certain break in this branch of diffusion science after the works of Wagner,
Kirkaldy, and Morral; therefore, we attempt to continue these studies here. Further,
we suggest some new ideas within a phenomenological approach regarding the
concept of ambiguity and stochastization of the diffusion path.

To start with, we analyze here the general peculiarities of interdiffusion in
ternary metallic systems. Theoretical and experimental investigations of interdif-
fusion in multicomponent systems present a challenge regarding the possibility of
formation of two-phase regions as a result of diffusion interaction between alloys
whose isothermal phase diagram contains two-phase regions. The simulation of
interdiffusion in ternary systems with two-phase regions allows us to describe the
growth of such regions, to determine the diffusion path and to estimate its stability.
Using different simplifying approximations, we can present a theory and experi-
mental investigation of some issues, which are highly essential for technology. In
particular, we consider:

1) the influence of a third component added to a binary system in the diffusion-
controlled phase growth at high temperatures, for example, the effect of
suppression of technologically undesirable intermediate phases when produc-
ing semiconductors NbsSn by bronze technology, when copper is added to the
system Nb-Sn [1];

2) corrosion, thermal and mechanical stability of protective coatings, superalloys
and other multicomponent alloys obtained and used in the process of oxidation,
nitration, and so on;
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3) obtaining new materials of gradient type where, for instance, a metallic
matrix of a holder and the working body consisting of intermetallics with
high hardness have a contact zone not in the form of a planar interface but
instead, penetrate into each other via a spatially extended two-phase region
with a smoothly changing fraction of the second phase. At that, inside the
two-phase region the concentration gradient refers to the gradient of volume
fraction of phases rather than the gradient of chemical potential gradient and
thus the thermal stability of such materials is provided (if coarsening is not
essential).

One of the effective methods of affecting the kinetics and results of solid-
state reactions under diffusion in metals is the addition of a third component,
which can suppress certain phases and help the others to grow (see Chapter 9
and Sections 4.1-4.6 in Chapter 4). The influence of the third component can be
connected either with its limited solubility in intermetallics, or with the change
of the diffusion coefficient of the main component because of segregation of the
impurity on the grain boundaries. At that, flux balance conditions at the moving
interface may lead to the nonplanarity of diffusion transformation front. Thus,
the interface can become smeared and the formation of two-phase regions is
possible. Unlike binary systems (without external fields), the loss of diffusion front
stability in ternary systems is possible even at later stages when parabolic growth
dominates.

Today we have a well-developed theory of a particular case concerning the growth
of two-phase regions, the case of internal oxidation. In the general case, we face a
fundamental problem involving the self-consistent description of nucleation, phase
growth, and coarsening in open multicomponent systems.

10.2
Peculiarities of the Diffusion Process in Ternary Systems

10.2.1
Notations

To exclude possible confusion, let us first fix the notations used in this chapter. The
spatial region (in real space) containing both phases is called two-phase zone. The
part of the concentration triangle between single-phase regions is called two-phase
region. The interface between two phases in real space is called interphase boundary
(planar or nonplanar). The line in the concentration triangle, which is the margin of
some single-phase composition region, is called phase boundary. Lines that connect
two-phase boundaries in two points with compositions, which are in equilibrium
with each other, are called conodes (or tie-lines). Conodes intersect the two-phase
regions.
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Figure 10.1 Isothermal section of Co-Ni-Si phase diagram
at 800 °C with corresponding diffusion path (black line) [2].

10.2.2
Thermodynamic Peculiarities

Phase diagrams of ternary systems usually contain two-phase regions in the solid
state (see e.g., [2] and Figure 10.1). The diffusion mass transfer in ternary and
multicomponent systems is essentially different from the case of a binary system
in quasiequilibrium as there exists the possibility of two-phase zone formation
in the diffusion process. Though two-phase formation is connected with the
thermodynamic disadvantage of interphase boundaries formation, there are cases
when any other diffusion mode is impossible. Formation of two-phase regions
may also proceed at high reaction rates at interfaces, that is, the assumption
of quasiequilibrium of the interdiffusion process is imposed. Subsequently, we
can apply the apparatus of linear thermodynamics for irreversible processes
[3-5].

The quasiequilibrium condition implies the fulfillment of Gibbs phase rule
when, at T and P = const, the number of the degrees of freedom of the system,
f, equals the number of components minus the number of phases. Applying
this rule to binary systems we find that a two-phase region is unable to grow
(under quasiequilibrium condition, f = 2 — 2 = 0) while its formation becomes
possible starting from ternary systems: f =3 —2 = 1. The condition of local
quasiequilibrium means that leveling of chemical potentials over each of three
components in the given “physically small volume” (both between the grains of
different phases and inside the grains) proceeds faster than the change of these
chemical potentials due to macroflux divergence (provided that the “physically
small volume” contains at least several grains of both phases). In this case, there is
one degree of freedom in the two-phase zone. It can be, for example, the chemical
potential of one of the species, or one of the concentrations in one of the two
phases. This parameter changes along the two-phase zone, and its gradient is
related to the driving force of interdiffusion and two-phase zone growth.
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10.2.3
Diffusion Peculiarities

Unlike binary systems, in ternary and multicomponent systems there exists the
problem of ambiguity of the diffusion path. The point is that the diffusion
path linking initial compositions in single-phase regions on the concentration
triangle is a curved line (S shaped) along which the composition change occurs
[3, 5]. The curvature of the diffusion path arises from the number of degrees
of freedom. At constant T and p within the single-phase region there are two
degrees of freedom, for example, two independent concentrations ¢; = ¢; (¢, %),
i=1,2. Formally speaking, the diffusion path may be a straight line, but this
case is degenerate and needs very special interrelations between diffusivities. In
general, the diffusion path is curved. Owing to conservation of matter, it cannot
be one-sided (concave or convex), deviation to one side should be compensated by
opposite deviation in the other part of the path. This yields the S-curved shape. In
a two-phase zone (under quasiequilibrium conditions) only one degree of freedom
remains. It means that the changes of two concentrations along the diffusion path
are no longer independent. In this case the path may be continuous, it can contain
straight intervals, zigzags and horns as well.

One of the peculiarities of the diffusion path [6-10] is that the concentration
of one component in the diffusion zone layer may exceed the corresponding
concentrations in the initial couple (uphill diffusion). Kirkaldy [3] argued about
such redistribution of components using the main principles of Onsager’s linear
nonequilibrium thermodynamics.

Note, that two-phase formation is unfavorable since additional interphase bound-
aries must appear and this leads to additional energy dissipation. Perhaps, this
point causes the biased attitude toward two-phase regions in metallic systems and
has not been investigated properly. Moreover, two-phase regions are difficult to
investigate experimentally as there are local resolution problems in EPMA (electron
probe X-ray microanalysis).

However, in some cases when the structure of the initial samples is already
defective (fine-grained structure or a large number of radiation defects), the
possibility for a two-phase zone to form in a ternary system increases. If, in
addition, the diffusion parameters of the initial alloys imply no other diffusion
modes (for example, interphase boundary movement with the concentration jump
on it (along tie-line) or growth of intermediate phases), then the system has to
relax to equilibrium through the inevitable formation of a two-phase zone.

Diffusion processes in ternary metallic systems with two-phase regions and
problems of their formation are discussed in [6—15]. Though there are no available
experimental data on diffusion characteristics inside the grains of two-phase zones,
it still cannot be doubted that two-phase zones are formed as a result of diffusion
processes in such systems as V-Nb-Cr [14], Fe-Ni-Al [15, 16]. The most profound
analysis regarding the regularities of diffusion formation of two-phase zones was
made for the case of internal oxidation (nitration, etc.) of binary metallic systems
[9, 17-29]. The work [9] treats possible variants of diffusion path as lines on the
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concentration triangle linking boundary compositions of phases. Having analyzed
the solutions obtained from balance equations for fluxes at interphase boundaries,
the authors made the following conclusions:

1) the number of phases in the diffusion zone of a ternary system depends
not only on the initial conditions but also on the ratio between the diffusion
coefficients in the phases;

2) there is a possibility of growth of internal phases whose concentrations exceed
that of a given element in the end members of diffusion couple.

The morphology of the internal oxidation zone and stability of transformation
front were studied in [29]. Solid-state reactions with formation of two-phase zones
were analyzed in [3, 30, 31].

10.2.4
Types of Diffusion Zone Morphology in Three-Component Systems

Let us analyze possible types of diffusion zone morphology using some model
systems. The simplest variant of diffusion interaction between three-component
alloys and two-phase zones (see Figure 10.2) is mode I with the movement of
a planar interphase boundary, which is stable with respect to perturbations. In
this case, the diffusion path approaches the interphase boundary in points S and
H. On the concentration triangle these points belong to the ends of one conode
linking the compositions in equilibrium at the boundaries of the two-phase region
(where the condition of equality of chemical potentials for each component in
both phases is fulfilled). In real space, in the coordinate system with the x axis
perpendicular to the interface, the two-phase zone is not formed (see spatially
superposed points S and H for the mode I in Figure 10.2) and thus the movement
of a planar interphase boundary is realized. At that, the conditions of flux balance
are fulfilled at interfaces and this allows one to determine, unambiguously, the
direction and rate of interphase boundary movement at given diffusion parameters
in both phases, given initial and boundary conditions.

A two-phase zone is formed if in some layer V,4 (see illustration for mode III
in Figure 10.2) the particles of both phases are in equilibrium. Here we should
introduce the notion of volume fraction of phases, which is the main parameter
when describing modes with formation of two-phase zones. However, to fully
describe the case, one needs to know both the volume fraction of phases and the
contact zone morphology, which cannot be predetermined. So far, there are no
criteria for choosing the morphology of the two-phase zone in the general case.

Consider possible types of the two-phase zone morphology. The simplest way
of the two-phase zone formation (provided the balance equations at interphase
boundaries are maintained) can be the instability of the interaction front with
respect to small perturbations of the latter resulting in its growing distortion (see
mode II in Figure. 10.2). Similar instabilities can be described using the ideas
proposed by Mullins and Sekerka [32, 33], further expanded for three-component
systems by Kirkaldy (Ref. 3 in Chapter 12).
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Figure 10.2 Typical patterns of the morphology of the two-
phase zone: | — mode with the interphase boundary move-
ment without crossing the conodes in the two-phase zone;
Il — mode of the two-phase zone formation with the loss of
interphase boundary stability; Il — mode with formation of
the precipitate zone PQ and interphase boundary movement.

Another example of the two-phase zone morphology can be realized at the
formation of the zone of isolated precipitates (see mode III in Figure 10.2). At that
the diffusion path between the initial compositions of alloys Y and Z first goes
through the two-phase zone with the jump along the conode (points R and L) (this
is what the planar interphase boundary corresponds to), and then after passing the
B-phase (between points L and Q) and intruding into the two-phase zone it crosses
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the conodes (between points Q and P), and this corresponds to the formation
of precipitates. Such morphology was experimentally obtained and described
by Kirkaldy [3, 6]. The model regarding the growth and interaction between
the precipitates in the mean-field approximation [34], based on Cahn-Hilliard
equations, assuming the diffusion in precipitates to be frozen, was outlined first
in [35].

The third morphology type [11] corresponds to mode IV in Figure 10.3 of the
interaction between the alloys with initial compositions, presented by points, say,
N and M. At that, the two-phase zone grows between L and P, and volume fractions
of phases “jump” (change step-wise) when crossing the boundary of the two-phase
zone. Another type of morphology results from mode V in Figure 10.3. Here,
some successive layers of intermediate phases and two-phase zones with different

morphologies may grow.
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Figure 10.3 Typical patterns of the diffusion zone mor-
phology: IV — mode with parallel phase connection in the
two-phase zone; V — complex mode with parallel phase con-
nection ST and precipitation zone QR.
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Figure 10.4 Typical patterns of the diffusion zone morphol-
ogy: VI — mode with successive periodic phase formation in
the two-phase zone, when the diffusion path demonstrates
multiple repeating jumps within the segment RQ between
points T and H of the phase diagram.

Systematic experimental investigations of such systems were carried out for the
case of successive layers growth in [20, 36], and involving aggregative particles in
the diffusion zone [20, 21]. In the model presentation of mode V (Figure 10.3),
between Q and R there is a zone of y-phase particles precipitation in the a-phase
matrix, and between S and T there is the two-phase zone with volume phase
fractions changing continuously. The description of the two-phase zone for mode
V, in the general case presents some challenges within the phenomenological
approach, since the volume fractions of the phases are considerable and one cannot
neglect diffusion processes in one of the phases (for more details see [37, 38]).

Mode VI as depicted in Figure 10.4, is the most mysterious and theoretically
unexamined one. It was first experimentally described in [39] and studied in
different systems in [40—44]. Diffusion processes in each layer of the formed
periodic structure with matching of boundary conditions are known [45], but
kinetic peculiarities for new layers formed in the two-phase zone and the details
of the formation of the two-phase zone periodic structures (sizes of layers and
the succession of phases in the diffusion zone) are not fully described yet. It is
important to note that the formation of such periodic structures is similar to the
Liesegang effect [46] but cannot be reduced to it [43].

10.3
Models of Diffusive Two-Phase Interaction

Because of the formation and growth of two-phase zones, the description of
diffusion interaction in ternary and multicomponent systems is more complicated
when compared to binary ones, in which the diffusion path in quasiequilibrium
conditions is unambiguous and the resulting diffusion zone does not contain
any two-phase regions. Diffusion processes in two-phase zones are difficult to
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describe. In order to successfully overcome these difficulties we must introduce
some simplifying assumptions. Looking at peculiarities of diffusion in ternary
systems with two-phase zones applied to different models, we analyze now, the
employed assumptions.

10.3.1
Model Systems

One of the first detailed formulations of the problem of the theoretical description
of the diffusion processes in ternary systems leading to the formation of two-phase
zones is given in [10]. It was pointed out that in order to describe the state of one
layer of the two-phase zone it is sufficient to know the volume fractions of both
phases, p, and pg (Figure 10.2), and the concentrations of the components in each
phase.

The volume fractions are specified by the simple expressions

Vy 7

ACH YB o —1—p, 10.1
v o PB=7 be p (10.1)

where V, and Vg are the volumes of the different phases. The layer under
investigation is characterized by the averaged concentrations

Pa =

G = pac + ppcl (10.2)

It is possible to describe the growth of the two-phase zone if one knows the spatial
and time change of the volume fractions of the phases and the concentrations of
the components.

A phenomenological theory of these processes was proposed in [10]. Its main
assumption is this: one of the averaged concentrations is taken as the independent
variable, corresponding to the existing single degree of freedom. The evolution
equation

361 J 361 362

— =—|Din—+Dnp— 10.3

at ax<“ax+ “ax> (103)
together with the two equations

a+co+c=1 (10.4)

(%) :f(Cl) (105)

fully describe the diffusion process between two-phase alloys. This approach is
complicated by the necessity to determine the function f (c1), which is an additional
separate problem. It is suggested to define the dependence ¢, = f(c1) after the
profiles that have been averaged over concentration layers are experimentally
obtained.

To solve the equations one needs to determine the initial and boundary condi-
tions. This involves some problems. If in a binary case of semi-infinite samples,
the boundary concentrations are constant at the interfaces, in the case of three-
component systems we cannot say for sure whether or not it is so. In [10] it
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is indicated that the boundary concentrations change with the evolution of the
diffusion path. For an adequate description of diffusion in the two-phase zone it is
necessary to know both the positions of the phase boundaries (in the concentration
triangle) and the conodes. In such a case, we may derive the self-contained system
of equations, which allows us to describe diffusion processes in two-phase zones.
Moreover, the problem of how the diffusion path approaches the two-phase region
remains unsolved. If at the beginning of annealing the diffusion couple consists of
pure phases, it is impossible to predict (at least from the phase diagram) the points
on the phase boundaries (in the concentration triangle) that the diffusion path will
reach. If they happen to be the ends of one conode, no two-phase zone will develop,
and the mode with planar interphase boundary movement will take place.

The problem of the diffusion path going through the two-phase region between
the single-phase alloys was discussed in [11] in terms of real, virtual, and complex
diffusion paths. The real diffusion path fails to completely reflect the structure
of the formed two-phase zone, since it does not cross it, but passes along the
boundaries of individual particles of different phases in real space. In this case,
only concentrations at the phase boundaries are indicated and the information
about volume fractions of phases is lost. Kirkaldy and Brown [6] treating the
diffusion couple in a pseudobinary approximation have introduced the notion of
a virtual diffusion path. So, it is assumed that the interphase boundary remains
planar and its movement is parabolic, though the diffusion path may virtually get
into the two-phase region.

When describing the intrusion of the virtual diffusion path into the two-phase
region it is necessary to put down the diffusion equations using interdiffusion
coefficients in pure phases. It is also predicted that the two-phase zone is not
formed, and diffusion takes place in supersaturated solid solutions. Generally,
virtual diffusion paths obtained experimentally and those using the pseudobinary
approximation, may vastly differ. They coincide when the diffusion path in the
studied system comes to the ends of the one conode, jumping over the two-phase
region, that is, the two-phase zone does not appear. If real experiment proves
that the two-phase zone is formed either due to the growth of precipitates or due
to the loss of the planar structure by the interphase boundary, the experimen-
tal diffusion path and the unstable virtual one do not coincide. It results from
the violation of the pseudobinary conditions (i.e., the existence of only planar
interphase boundaries) in the real system. Similar to virtual diffusion paths, com-
plex ones contain information both about concentrations on interphase boundaries
and phase fractions, and in addition reflect the real microstructure of the formed
two-phase zone. These paths were introduced by Roper and Whittle [11].

To distinguish between virtual and complex diffusion paths let us consider the
model system depicted in Figure 10.5. Diffusion occurs between « and 8 alloys with
initial compositions illustrated by points X and Y on the concentration triangle.
If we proceed from the approximation of a planar interphase boundary (Kirkaldy
and Brown), the diffusion zone morphology depends on where the diffusion path
comes after intrusion into the two-phase region. If it comes back to the same
single-phase region, this implies just a precipitation zone of isolated precipitates
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Figure 10.5 Model phase diagram: | — virtual diffusion path
between two single-phase alloys X and Y (pseudobinary ap-
proximation); Il — complex diffusion path. PQ — precipitate
zone; LR — jump along the conode; RS — nonplanar inter-
phase boundary.

(segment PQ) and does not violate the condition of planar boundary. If the diffusion
path after intrusion into the two-phase zone enters another single-phase region
(B-phase), then a nonplanar interphase boundary must appear (perhaps, together
with precipitates), that is, the two-phase zone must arise. Here the dotted line
corresponds to a planar interphase boundary, and the segment RS to its distortion
with the formation of the two-phase zone. This is the segment PS of the diffusion
zone that determines the unstable part, which is responsible for the path’s virtuality.
Therefore, from the pseudobinary approximation, when there is no concentration
gradient in the equilibrium two-phase zone, that is, there is a jump over the
conode, the boundaries remain planar and the two-phase zone does not form. If
the mentioned condition fails, the two-phase zone appears and is described by the
virtual diffusion path. If, from the very beginning, the diffusion couple consists of
single- and two-phase alloys, we cannot assume the diffusion path to be virtual in
any case. Indeed, the diffusion path must pass the two-phase region, that is, there
is a concentration gradient in it. Hereinafter, the term diffusion path will denote a
complex diffusion path.

References [12, 13] treat the problem of diffusion path in a multicomponent
diffusion couple. For the model of a three-component system [12], a zigzag diffusion
path in the diffusion zone was obtained (Figure 10.6). The matrix formalism applied
in [47] for the transformation of coordinates and kinetic coefficients in single-phase
regions leads to solutions with standard lacet-like diffusion paths. In case of a
two-phase zone, the diffusion path crosses the conodes along the principle value
vectors of the matrix of constant interdiffusion coefficients (segments XL and RY
in Figure 10.6) with the break along one conode (segment LR in Figure 10.6).
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1 2

Figure 10.6 Zigzag diffusion path in the two-phase zone: X
and Y are the initial compositions; LR is the jump over the
conode.

In the model calculations [13], the effective diffusion coefficients in the two-phase

zone were used. [t was established that diffusion coefficients were constant along the
conode in case of a phase diagram with parallel conodes. Experimentally obtained
zigzag diffusion paths in the two-phase zone of an Al-Cr-Ni system were also
presented. The most detailed development of the theoretical approach [12, 13] for
the investigation of diffusion interaction between the « phase of the solid solution
and the o — B two-phase alloy was performed in [48]. The authors have obtained
the dependencies of the contact zone microstructure on the initial conditions of
diffusion annealing. The model is based on the following assumptions:

In the model phase diagram, the phase boundaries have the form of segments
with conodes orthogonal to them.

In the single-phase region, the description of diffusion is typical for three-
component systems, that is, using Fick’s equations and the matrix of constant
interdiffusion coefficients.

In the two-phase zone, averaged concentrations are used, and the matrix of
diffusion coefficients and concentration gradients in the « phase (in the g phase
the diffusion is frozen) are taken into account in Fick’s equation. The diffusion
equations in the two-phase zone are then rewritten using the gradients of the
averaged concentrations and the matrix of effective diffusion coefficients, taking
into account the peculiarities of constructed phase diagrams.

The obtained simplified systems of equations are solved analytically, and then
balance equations for fluxes at the moving boundary of diffusion transformation
are written down using Boltzmann’s substitution.

The obtained set of equations allows one calculating the diffusion path, to define
the value and direction for the velocity of the transformation front depending on
the initial compositions of diffusion couples and the values of the interdiffusion
coefficient matrix.
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It is possible to make up microstructure maps, which separate the regions of
initial compositions leading to different final states (resulting single-phase alloy
or a two-phase zone) in the phase diagram.

Another development of the approaches [12, 13, 48] is given in [35], as it describes
diffusion interaction between two two-phase alloys with different volume fractions
of phases, grounding upon the phase field model, which employs generalized
Cahn-Hilliard equations [34]. The model treats different components’ mobilities
in different phases, and accounts for the surface energy between the particles of
phases, which is connected with gradient terms from Cahn-Hilliard equations.
This approach enables analysis of the Kirkendall effect in the contact zone. As a
result of 2D computer simulations, different types of diffusion zone microstructure
were obtained. The influence of Kirkendall effect on the behavior of the zigzag
diffusion path is treated, and the possible type of the resulting diffusion zone
between two-phase alloys without particles of the other phase is obtained. We
concluded that the change of the rotation angle of the principle value vector of
the effective diffusion coefficients matrix and the concentration dependence of
mass transfer coefficients lead to deviations of the averaged concentrations in the
two-phase zone from the directions of the principle value vector obtained in the
models developed earlier [12, 13, 48].

10.3.2
Phenomenological Approach to the Description of Interdiffusion in Two-Phase Zones

In [37, 38], a phenomenological scheme for interdiffusion in the two-phase zone ata
quasiequilibrium process, taking into account diffusion fluxes in both phases of the
diffusion zone, was proposed. The analysis was performed for a model pseudobinary
system (Figure 10.7), which, however, does not impose any limitations with regard
to the generality of the developed phenomenological method.

Tie line

1 2

Figure 10.7 Phase diagram for a pseudobinary ternary system.
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Local equilibrium between « and g phases in each physically small volume (cell)
is determined by three equations:

o (e, 8) = b (cf,cf), i=1,23 (10.6)
Here ¢, ¢§, ¢}, ¢ are the boundary phase concentrations, and
P =1 P P (10.7)

The conditions, (Equation 10.6) are imposed at these four values and only one
of them remains independent. More exactly speaking, all the four boundary
concentrations are defined with one parameter k: c§'(k), ¢§ (k), clﬂ (k), 62'3 (k).

We denote k as the “the number (parameter) of the conode” keeping in mind
that k is undergoing constant change from one conode to another. The meaning of
the conode is characterized by the following:

1) In the diagram, the conode links the phase points with equal chemical
potentials.

2) States of cells, located at the same conode (i.e., with equal chemical potentials)
differ only in «- and S-phase fractions.

3) If the diffusion path comes out from both sides onto the same conode,
then a two-phase region does not form (the movement of planar interphase
boundaries with concentration jumps along the conode takes place).

As the “conode parameter,” any boundary concentration on the ends of the conode
can be chosen.

Under the condition of local quasiequilibrium, the chemical potentials of the
components (which are equal for both phases in each cell) are determined only
by one conode parameter k; this conode contains the corresponding point of the
concentration triangle with the average concentrations c;,

G=cpo+lpp, =12 (10.8)

where p,, pg are the phase fractions, and p, + pg = 1 holds.

The chemical potentials of all the cells are equal if their compositions are on the
same conode. States of these cells differ only by the fractions of the phases p, (x) and
not by g (x). That is why all the cells with the concentrations on the same conode
are balanced and do not cause any interdiffusion. It means that the first Fick’s law
is not valid for diffusion in the two-phase zone: the concentration gradient does
not generate the diffusion flux. Instead, the true driving force is the gradient of the
chemical potential. The chemical potential does not change along the conodes but
changes across them. Thus, to form the two-phase zone, the diffusion path should
cross the conodes rather then “touch” them. In other words, a continuous path is
possible only across the conodes (with a changing conode parameter k), and along
the conodes the path can only jump.

According to the general phenomenological equations of nonequilibrium ther-
modynamics in the laboratory reference frame (in which J; + J, + J3 = 0), inde-
pendent fluxes of components 1 and 2 (the third is taken as the solvent) are
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being given by the expressions

~  O(n — u3)
m = Lmniy =12 10.9
== o m (10.9)

where Zmn are Onsager’s coefficients. Taking into account that all u; depend
eventually on the parameter k alone, we will get an equation, formally analogous to
the first Fick’s law

=M ok 10.10

Ji=Mio~ (10.10)
where

cow Al —ps) s dlw—ws) .

M; = L (Jdk )+L,j (Jdk ), Lj=1,2, i#] (10.11)
Let us now employ the mass conservation law written in an hydrodynamic scale:

d /., s\ i 9 [~ 0k .

9t <Ci Pa +6 Pﬁ) = T ox T ox (Mla ; i=1,2 (10.12)

Taking into account the quasiequililibrium conditions, one will have two equations
for two functions k(t, x) and p, (t, x)

acg acl\ ok AN e D [ - ok
et ) g () P 2 L (R (kpa) &), i=1,2
(p o +pf‘ax>at+<c' C') a1 ax( i p)8x> '
(10.13)

There are two ways of defining M; in the framework of the employed phe-
nomenological approach. The first one means expressing M; in terms of diffusion
parameters of pure phases. On the boundary between two- and one-phase regions,
such a relation is given by the equations:

x o o o dC?Yﬁ
M7 (k. pe = 1) = D’ ('31 (k). e (k)> ak

+ D (P (). 657 (0) = hi=12 i)
(10.14)
The general expression for the interdiffusion coefficients within the «—f region has
not been found yet. So far, different approaches [26] of introducing the transport
parameters in a locally inhomogeneous system are used. But in many cases

(if the diffusivity of @ and B phases does not differ that much), “the model of phase
parallel connection” is considered a reasonable approximation

Mi(k, pu) = pa M (k) + ps M’ (k) (10.15)

where the coefficients IT/I? # are given with the boundary conditions of conjugation
with pure phases, that is, via the relations (Equation 10.14).
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The second way is expressing M; in terms of tracer diffusivities Dj in a two-phase
alloy [38]. Assuming the Kirkendall effect is suppressed in the hydrodynamics
scale, we finally have

T kT dk 3
S (o pa+alps) D;
n=1

In general, the problem must be solved by numerical methods. However, from
the general thermodynamic considerations some peculiarities of solutions can be
predicted.

10.3.3
Choice of the Diffusion Interaction Mode

In [49, 50], the conditions under which the two-phase zone forms at interdiffusion
in ternary metallic systems, at constant temperature and pressure, are analyzed. In
the case of a three-component diffusion couple, when the quasiequilibrium con-
dition is being maintained, three fundamentally different situations are possible:
first is movement of the interphase boundary in the systems with limited solubility,
second is growth of one or several intermediate phases, and third is formation
of the two-phase zone as a result of the diffusion process. It is presupposed that
the two-phase zone is formed at quasiequilibrium diffusion only if the diffusion
mode is impossible without it; in other words, if the corresponding set of equations
for diffusion in two single phases with the flux balance boundary condition at
the moving interface has no physically reasonable solutions. The analysis is based
on the phenomenological theory of diffusion processes in a two-phase zone. It
is assumed that the boundary will move without formation of the two-phase
zone and without corresponding increase of surface energy while it is kinetically
possible.

The first possibility is considered in the quasibinary system A — (B;_xCx)
with limited solubility, but without intermediate phases. Analytical and numer-
ical methods were used to find the solutions, which correspond to the case
of a diffusion path going through the conode (at the interphase boundary, the
concentrations jump between two edge points of the conode). At that the inter-
diffusion in the couple A, solid solution (BC) was treated in the approximation of
parabolic movement of the boundary. On the basis of diffusion equations for «
and B phases and two equations for flux balance (for A and B components), one
has

o dy _ .
(ci —cf‘) 2=J-J i=AB (10.17)
The range of values for the parameters at which the system of differential equations

has no solutions (negative concentrations are obtained) and thus diffusion with-
out the two-phase zone is impossible, was found. Relying upon the results of
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1 cr=1/2-d cf=1/2+d 2

Figure 10.8 Model system with the stretched intermediate
phase (1, 2, and 3 correspond to components A, B, and C);
d — concentration width of the intermetallide.

the analysis, it was concluded that when the interdiffusion in solution (BC)
is too slow when compared to that in the « phase, the diffusion path in the
two-phase zone cannot go along the conode, and the two-phase zone must
appear.

Another alternative is connected with the possibility of the intermediate phase to
grow in the quasibinary system, which can be more favorable than the formation of
the two-phase zone. So, the growth of an intermediate y phase was also analyzed
at zero solubility of B and C in A, and A in alloy BC (Figure 10.8).

While carrying out the numerical solutions of the corresponding system of
nonlinear equations using Newton’s method and methods of minimization, the
constant of the growth rate for the intermediate phase was calculated. The growth
constant decreases with the initial concentration cf (00), and at cf (00) <1—4d
becomes negative. From the indicated calculations we may conclude that the slow-
diffusing component in the y phase may reduce or even prevent the growth of the
continuous layer of the intermetallide.

Atthat boundary, the composition of the alloy BC shifts along the BC side. Indeed,
if the intermetallide requires different quantities of B and C, the initial alloy BC
will become depleted of these components to a certain extent. This, in particular,
leads to homogeneity violation of the initial alloy of the BC couple, which in turn,
causes fluxes in this part of the diffusion couple, and this influences the kinetics of
the boundary movement. When there are several intermediate phases on the phase
diagram, the mentioned effect may cause competition between them. The failure
of the two indicated modes may lead to the formation of the two-phase zone in
the ternary system during the diffusion process; the boundary concentration may
appear to lie on different conodes and the diffusion path will not be able to bypass
them.
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10.4
Results of Modeling and Discussion

10.4.1
One-Dimensional Model of Interdiffusion between Two-Phase Alloys

Itis necessary to find, by numerical methods, the diffusion path and profiles ¢ (t, x),
ca(t, x), p(t, %), and k(t, x) if the phase diagram and the dependence IVI,v(k, Po) are
known [51]. Here we proceed as follows.

The diffusion couple is supposed to consist of two-phase alloys, L(ct, c}) and
R(cR, c}). In this simplified model we shall consider the diffusion of B and C
components to proceed independently in both « and B phases. The coefficients
D‘;ﬁ are given. We employ further the approximation Equations 10.14 and 10.15 to
describe the dependencies 1\71,' (k pa).

The form of the two-phase region in the concentration triangle and the exact
geometry of conodes are not that important for the investigation of basic regularities.
That is the reason why « and S phase boundaries in the concentration triangle are
chosen as straight lines parallel to the side 1-2 (Figure 10.9)

] + ¢ = eq, Clﬁ + 62'3 =1—ey > e (10.18)

We consider that all the conodes continue and meet each other in the apex 3 of
concentration triangle, so that for the equal phase boundaries points (lying on one
and the same conode) the following equations are valid.

B o B
cf c c c
=1  2_-_2 (10.19)
ey 1—eg ey 1—e
Let us choose Clﬁ as the conode parameter k
(10.20)

3 &, 1-6 1

Figure 10.9 Phase diagram of the model system.
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We use the finite-difference method for the determination of the profiles ¢, ¢; and
the diffusion path f(c1, c3):

G()=a0)+ o (64D (kG+1) ()

—M,-(j—l)(k(j)—k(j—l))], i=1,2 (10.21)

To check the correctness of the obtained solutions we used the semi-discrete
method of numerical solving of two differential equations in specific derivatives.
The point of the method lies in modeling the finite-difference scheme for the
space axis, the variable ¢ being considered as continuous. In this case, the 2N
ordinary differential equation system, which can be solved, for example, by the
Runge—Kutta—Felberg’s method with automatic choice of step along t, is obtained:
de; (j 1 - - - -
dgj) = s [ (Moo + W) (ko = ) = (Btijoa + 5) (k= o)
(10.22)

where i corresponds to the component’s number and j is the number of the spatial
point. In this case, N denotes the number of points on the axis x. This method
provides avoiding the accumulation of errors with time (such errors being difficult
to avoid while using the usual finite differences along ¢).

The initial conditions are being given by a step function. Under this condition,
the net approximations, if not modified, can give great errors. That is why instead
of the break point we have a narrow transition zone consisting of some net steps.
This boundary layer correction is searched from the stationary case of the system
of equations (Equation 10.12)

v (le) -0, Vv (szk) -0 (10.23)

—  M;Vk = const, M,Vk = const

Thus, in this case the boundary layer correction in the boundary layer refers to the
function connecting the points to the left and the right of the break.

The numerical solutions of diffusion paths and concentration profiles were
obtained for different matrices of the diffusion coefficients in the « and g phases.
All the parameters here are reduced to a dimensionless form. Typical examples of
choice of parameters are:

DY, =3, DY=-24 D =16 D=2 e=03
B s B B
Dy, =3, Dy, =04, Dy, =-1.2, Dj, =15, eg = 0.25,
o = x107%, cy=e, x 1.6, cf =(l_eg) x 0.6, c5=(1—¢e5)x10°
It was found out that the solution of the given system of equations depends strongly
on the initial conditions. The solution behavior is just the same with all testing
compositions of diffusion parameters and it differs only in the rate of the process.

Thus, if k; differs greatly from kg (Figure 10.10) of the initial diffusion couple, the
solution has a smooth character, at first. But in the course of time, the functions
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()

Figure 10.10 Diffusion path evolution between two-phase
alloys: (a) initial stage (S shape, t > 0); (b) oscillation mode;
(c) “stochastization” of diffusion path; (d) state of final
equilibrium along the conode (t — 00).

Figure 10.11 Calculation of the diffusion path at close
values of k. and kg but with different volume fractions:
(a) initial stage; (b) stratifications of the final path.

c1(x) and ¢, (x) and the diffusion path in the concentration triangle become broken
(scattered).

The second important case is observed when the initial value of k; is given close
to kg but with different phase fractions (Figure 10.11). In this case, the diffusion
path comes out onto one and the same conode just in different points.

10.4.2
The Problem of Indefiniteness of the Final State

Let the initial single-phase alloy consist of two regions of volumes V; and Vg with
concentrations ¢k, ¢t and ¢, c}. Tt can be predicted, definitely and independent
of the concrete solution of equations, that in the final state the homogeneous
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F-composed alloy is formed:

L R
Fo et R g, (10.24)
Vi 4+ Vr
The situation becomes more complicated with two-phase alloys.

Consider, the points ¢ and cg in the two-phase region of the concentration
triangle. In the final state, the average concentration ¢r = (c1,¢,) is determined
definably by Equation 10.24, but now the system in its final state cannot simply be
a homogeneous one. For example, it may consist of two regions 1 and 2, which
are in equilibrium, the average concentrations of which are on one and the same
conode with the point of average state and the volume fractions are bound by the
correlation

piFy = Vil Vep)
L+ Vr

Apparently, in the final state (if coarsening is excluded!) stratification is possible into
an arbitrary number of regions on one and the same conode, with the normalizing
condition maintained, that is, Equation 10.24.

When all the final states are balanced, they correspond to the identical average
over all volume concentrations and in this sense they are equal. The main difference
from the single-phase case is just this indefiniteness. Naturally we should expect
that the indefiniteness of the final balanced state would influence the specific
solutions of diffusion equations in the two-phase region, describing the system
relaxation to the equilibrium.

(10.25)

10.4.3
Diffusion Path Stochastization in the Two-Phase Region

The presence of the jump of p, [51], which is equivalent to diffusion path breaks
along one of the conodes can be described using the balance flux equation on the
ordinate y:

dy

Acg =AJ,  i=12 (10.26)
Employing Equation 10.10 we obtain
d -
(cg - cf) Apad—); = AJ; = —A (M;VK) (10.27)

Let M; and M; be constant (they do not change at the p jump). In this case for the
compatibility of Equation 10.27 the following conditions
dy ok
S A— —
dt dx
have to be fulfilled, otherwise dividing Equation 10.27 by Equation 10.26 we will
come to the equality

0, 0

o B
g — 0 M;

o B
&g —cy M

(10.28)
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which is hardly probable. Thus, a jump of p is possible and the derivative (3k/dx)
has no breaks. If M; and M, depend on p (for example, in the model of parallel
connection Equation 10.15), then fluxes are unbroken:

A (M;iVk) =0

and the derivative (9k/dx) occurs to be broken. The number of the diffusion path
breaks (and concentrational profiles) may be different. A situation is possible when
the solution is the function p(t, x) broken in every point and the function k(t, x) is
continuous but with the derivative (k/dx) broken in every point.

These results (the diffusion path “stochastization” in the concentration space)
are unusual and need some interpretation. It is similar to the break along the
zigzag diffusion path obtained in [12, 13], but in this model the breaks are possible
in every point of the diffusion path in the two-phase zone. As mentioned above,
it is connected with the ambiguity of the final equilibrium state of the two-phase
alloy.

Let us consider another interpretation: interdiffusion in a two-phase zone of a
ternary system can be formally defined with the help of ordinary Fick’s equation
system with a 2 x 2 matrix of diffusion coefficients Dj;. But here the coefficients
are not independent [37] (it means that there is only one thermodynamic degree
of freedom at fixed T and p). Here det Dy=0 or D =0, that is, the matrix of
interdiffusion coefficients is degenerated. It should be mentioned that the condition
det D;=0 (or D = 0 for the binary alloy) is inherent for the spinodal, which is also
characterized by the “stochastization” and the final state indefinability.

10.4.4
Invariant Interdiffusion Coefficients in the Two-Phase Zone

The above suggested scheme of interdiffusion in the two-phase zone can be
formulated also in terms of “invariant coefficients” [37, 38, 52] (see also [53-57]).
The explicit 2 x 2 matrix of interdiffusion coefficients in a ternary system depends
on the solvent chosen, but the matrix eigenvalues DV, D® remain invariant at
such transformation in the concentration space. These values are the elements
of the diagonalized matrix (D) = 555_1) and the diagonalizing matrix @ gives
linear combinations of concentrations

dur = an16cy + apdey, duy = ag16c1 + a26c;

which behave independently both at fluctuations and macro-nonequilibrium pro-
cesses (the behavior of u; is determined only by its “own” coefficient D) and
space distribution).

Formally, one can put down the usual expressions for fluxes in the two-phase
zone as well [10]:

:__p 08 0%
Ji= 1" 0x 12 0x
- acq acy
]2 = _D21_ - D22_ (1029)

ax ax
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But unlike the one-phase case, the coefficients Dy are no longer independent. The
point is that we may rewrite Equation 10.29 taking into account

o5 _ (e def '\ ok N ( . ﬁ) 9P« 10.30
ot \aePe T PP ) o TG TG ) By (10.30)
as follows:
_ | p (e, dc? oo (9, dcf ok
Ji= R TR ST 2P T P | ok
o 0pa
- [Di1 (cl - cf)] o (10.31)

In the two-phase zone at quasiequilibrium diffusion, the fluxes cannot depend on
dpy/0x. Therefore, the coefficients in Equation 10.31 at dp, /9x are equal to zero.
Hence we obtain the relations

B o B
cf —c ¢ —c¢
Dy = —Dny i L, Dy=-Dyp i ‘23 (10.32)
6O ~6 ‘4
D11D22 — D21D12 =0 (1033)
From the determinant of the matrix D being equal to zero one gets
DY 4+ D@ = Dy + Dy, DWDR =0
and then
DY =Dy, 4+ Dy, DY =0 (10.34)
B o B
g —c g —c¢y; D
8M1 = 5C1 -4 ;562, 5u2 = 2 '23 £5C1 + 5(32 (1035)
5 —cy ¢ — ¢ D

It is easy to make sure that §u; keeps close to zero while moving along the conode,
when

8¢ = (cj’ — cfg) 8pa

Thus, the invariant coefficient D" = Dy; + Dy, describes the diffusion “perpen-
dicular” to the conode. When the coefficient D?) equals to zero it means that the
corresponding value of u, does not evolve with time. The equality u, = 0 would
specify the diffusion path,

dCz Cg — Cf Dzz

dey @ — ¢ Dn

if we could consider the corresponding coefficients in Equation 10.31 as constant.
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10.4.5
Conclusions

The complexity of describing the diffusion interaction in ternary systems with two-
phase zones leads to the consideration of models based on different assumptions.
Many models involve diffusion equations in the two-phase zone at frozen diffusion
in one of the phases, which imposes limitations on the model’s applicability to
systems with considerable fractions of both phases. The problems of precipitation
and coarsening in the diffusion zone of ternary systems with two-phase zones, the
influence of Kirkendall effect on phase separation and movement of inclusions,
and description of periodic structures’ diffusion growth, are not completely solved.
The issues of diffusion mode choice, and, thus, the criterion of the two-phase zone
formation, and the final two-phase zone morphology, are still of high importance.
Additional use of thermodynamic data for the studied system allows self-consistent
describing the diffusion and thermodynamic properties of definite ternary systems
[58]. The offered phenomenological approach enables the description of two-
phase zones formation and evolution taking into account the diffusion fluxes
in both phases in terms of diffusion path peculiarities, in particular, stability or
instability with respect to breaks, indefiniteness of the path, and final state. To
build the closed system of equations for finding the parameters of formation
and growth of two-phase zones, it is possible to use additional thermodynamic
principles.
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The Problem of Choice of Reaction Path and Extremum
Principles

Andriy M. Gusak and Yuriy A. Lyashenko

11.1
Introduction

Thermodynamics of irreversible processes in diffusion interaction and phase
transformation models, based on the second law of thermodynamics and Onsager’s
correlations, enables one to describe the behavior of an isolated system near equi-
librium states. While analyzing the choice of the evolutionary path through which
an open nonequilibrium system comes to equilibrium, an additional thermo-
dynamic principle should be used. In the present chapter, the role of entropy
generation and its extreme rate is analyzed. We have also attempted to apply
it to an unambiguous description of both, isolated diffusion-interactive metal-
lic systems and systems that are in not uniform environments; that is, in the
fields of concentration gradients or chemical potentials. The bases of appli-
cation of maximum rate principles for Gibbs’s potential release are given. It
is performed for those systems for which the choice of the reaction path is
ambiguous.

1.2
Principle of Maximal Entropy Production at Choosing the Evolution Path of
Diffusion-Interactive Systems

Most systems used in material science are nonequilibrium ones: aging (supersat-
urated) alloys dissociate by initiation and coarsening of decay products. Grains
start growing in nano- and polycrystalline materials, amorphous alloys crystallize,
interdiffusion takes place in protective coatings and powder alloys, metals oxidize
in the atmosphere irreversibly, and so on. All materials listed above are considered
to be either metastable or absolutely unstable ones and it is just a matter of the
time period required for relaxation to equilibrium, or, more commonly, to a less
nonequilibrium state. The production of those materials following the chemical
reactions, thermal treatment or mechanical operation is accompanied thus, by
irreversible nonquasistatic processes.

Diffusion-Controlled Solid State Reactions. Andriy M. Gusak
Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
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As it is well known, the second law of thermodynamics alone is not sufficient
for forecasting the evolution of a nonequilibrium system. The law indicates only
the general direction of the evolution of the mentioned system, the tendency of a
closed system’s entropy to reach the maximum, the tendency of free energy to be
minimum at fixed volume and temperature, and the tendency of Gibbs'’s potential
to reach minimum at fixed temperature and pressure [1-5]. From these reasons,
there arise some fundamental questions that have important practical significance
and go beyond the second law of thermodynamics:

1) At what rate and according to what law does the relaxation to equilibrium
occur?

2) If more than one path to relaxation is possible, how is the choice made?

3) What does the evolution of an open system look like, if the system passes
through matter and energy fluxes?

Let us discuss some concrete examples in this respect.

1) At the deposition of a thin film of nickel onto silicon and further annealing at
high temperature, the process, basically, must end with total nickel dissolution
since each substance has at least a very small solubility in any other substance.
In fact, a total dissolution process is so long that the formation of nickel
disilicide NiSi, can be considered to be the result of the reaction [6, 7]. But
still, this product appears as a result of a solid-phase reaction succession, the
formation of Ni,Si occurs first. After pure nickel runs out, it will become a
product for a new growing phase NiSi. That one, in its turn, having used up
the previous phase Ni;Si, itself becomes a product for silicide growth . The
problem of succession and intermediate phase competition does not possess
any full, generally accepted answer.

2) Furthermore, in solid-phase reactions of diffusion amorphization (e.g., au-
rum and lanthanum [8], nickel and zirconium [9]), a metastable amorphous
phase, which is absent in an equilibrium state diagram, appears first. In mul-
ticomponent systems with two-phase zones, the problem of evolutionary path
choice becomes even more complicated [10-16]. Therefore, the formulation
of a heuristic principle of choice forecasting the evolutionary path based on a
general thermodynamic background would be very important.

3) The reaction zone of the copper-liquid solder (e.g., stannum-lead) system is
a typical example of an open system. The reaction between copper and solder
at temperatures about 200 °C will lead to an intermetallide CugSns formation
and growth. Its grains are shaped like teeth, with the copper base separated
by liquid solder with substrate. The reaction goes on due to the copper flux
which comes in the way of facilitated diffusion between the teeth and is used
for phase growth. In the course of time, the increase of the intermetallide
volume and grain growth are observed simultaneously: large grains “devour”
small ones. The rules of such growth in the external flux differ greatly from
the normal grain growth. In particular, the full area of grains (and interphase
energy) remains nearly constant [17-19].
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To develop generalizations of thermodynamics, for irreversible processes it is
convenient to use the second law of thermodynamics in Prigogine’s formulation
[1,2,4,5,10,20]. Namely, for any system, the full change of its entropy is presented
in the form of a sum

dS =d.S+d;S (11.1)

The first item presents the entropy change of the system at the expense of its flux
through the boundary and if the fluxes of substance through the boundary are
absent, it is given by the Clausius equation:

deszygd’TQ:ng%;iz

The second term corresponds to entropy production; that is, its change is not due to
aredistribution of the parts of the system but due to different dissipative processes of
chaotization (temperature equalizing, chemical potential equalizing, and chemical
reaction processes). Entropy generation (unlike its full change) is always positive
and approaches zero only at equilibrium. Usually, entropy generation is determined
per unit volume and unit time:

1d;S
TVva
Entropy generation is considered a key concept of nonequilibrium thermodynam-
ics. Let us view entropy generation for the following cases: isolated systems, systems
in a homogeneous thermostat, and systems in a nonhomogeneous environment
(in the temperature gradient field, in chemical potential field, etc.). At that, let
us divide systems into two types: weakly nonequilibrium (linear) and far from
equilibrium (nonlinear).

(11.2)

11.3
Nonequilibrium Thermodynamics: General Relations

11.3.1
Isolated Systems

Let us identify isolated systems or those that are in a homogeneous environment
(e.g., at constant volume and temperature or pressure and temperature) as closed.
Let us consider first, an isolated system. Its state can be described by a set of scalar
parameters ni, k = 1,2,..., M (e.g., parameters of a long-range order in an ordered
alloy). At equilibrium, the magnitude of these parameters are such that the entropy
reaches a maximum:

S = §M¥ = S (). mpg)

At small fluctuations, the entropy can be presented as a Taylor’s series, taking
into account those terms which are quadratic with respect to the fluctuation.
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Here linear terms disappear, as all first-order derivatives at the maximum are equal
to zero. Hence
eq

S(n,...nm) = S™ + = ZZ (a 3 ) e =) (i = ;%)
im1 k=1 OOk
1 M M
=™ -2 >0 Bumixi (11.3)
i=1 k=1

where

92s \™
ﬁik——(amank> = B

is the positively defined matrix of thermodynamic coefficients, and x; = n; — ;" i

the magnitude of the deviation of the respective parameter from equilibrium.

For each parameter (or its fluctuation), the derivative of entropy with respect to it
is denoted as the thermodynamic force. By analogy with Hooke’s law in mechanics,
it is a linear function of the deviation from equilibrium:

M
aS aS
X=—=—=— :
i 377;' axi ’?:1 ﬂthk

The rate of change of the scalar parameter is called scalar flux and given by
_dx
Ji=q
As long as the system is isolated, entropy production itself is the full change of
entropy in a unit of time:

ds 1o ¥ dx; dxy,
&= ;ﬁik (+ % +=%)
= —ZZﬂlkxk ZX], (11.4)
i=1 k=1

Thus, entropy production is the sum of thermodynamic forces multiplied by the
corresponding fluxes [5].

In weakly nonequilibrium systems, fluxes and forces are connected by Onsager’s
linear correlations [21-23]:

M
Ji=)_ LaX (11.5)

The matrix of Onsager’s coefficients Ly, is generally nondiagonal. Therefore, the
flux is determined not only by means of one thermodynamic force, but also by
taking into account the other forces. A classical example in this respect is the
thermoelectric effect. Thermoelectric effects will be discussed in greater detail
later, for the example of multicomponent diffusion. Onsager also proved that the
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matrix Ly is symmetrical, and this is a direct consequence of the microscopic
reversibility of motion.

As far as the relation between forces and order parameter fluctuation is linear,
one can express the fluxes directly through these fluctuations:

M
]i = - Z )\inxn
n=1

where
M
Aip = Z Lik:Bkn (116)
k=1

Note that the matrix of coefficients A;, (matrix product of kinetic and thermody-
namic coefficients) is generally nonsymmetrical, unlike the L;, and S, matrices.

11.3.2
System in a Thermostat

If a system C is located in a thermostat T, for example, at fixed temperature and
pressure, the maximum entropy principle can be applied only to the whole system
“C + thermostat”. It can be considered isolated. If the system C is macroscopic in
all directions, the entropy of the whole system can be considered to be additive:

Stotal — ST +S= ST <Utotal —U, Vtotal _ V) (]_]_7)

Here, (U™ — U) is the energy of the thermostat, equal to the difference of
energies of the whole system and C, (V' — V) is the corresponding difference of
volumes. The system C can be in any nonequilibrium state. At that, the thermostat
is supposed to be in quasi-equilibrium at the energy and volume the system C
reserved for it. In this case, the thermodynamic identity can be applied to the
thermostat. The entropy of the thermostat is preliminarily expanded with respect
to the small parameters U and V:

asT asT

ST (Utotal _ U, Vtotal — V) + S = qu (Utotaly thal) — Um - VW + S
U v G
:sggg_?—Fp+s:s;°1%§—? (11.8)

Here, G = U+ pV — TS is the Gibbs’ potential of the system C, and S is the
equilibrium value of the entropy of the whole system, C + T. Thus, if a system C
is located in a thermostat T at fixed temperature and pressure, then the entropy
production in the whole system C + T is equal to the rate of release of Gibbs’

potential of the system C divided by temperature:

dsros! 1dG

&~ Tdr

A similar Taylor’s series expansion may be applied to Gibbs’ potential of the system

C (here for the vicinity of the minimal equilibrium value G,;,) as a quadratic form
of the deviations of the state parameters from equilibrium.

(11.9)
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If the system C has not only thermal and mechanical but also diffusional contact
with the thermostat (with fixed chemical potential u; of each component), we may
prove similarly that

d(G -3y wN
dstotal 1 ( ;M )
a T dt (11.10)

It is evident that at the equilibrium state, all time derivatives are equal to zero and

moreover,
n
— €q
Geq = E MiNi
i=1

11.3.3
Inhomogeneous Systems: Postulate of Quasi-Equilibrium for Physically Small
Volumes

In most cases, nonequilibrium systems are spatially inhomogeneous. For the
entropy of such systems to be determined, the approximation of local quasi-
equilibrium [2, 4] should be realized as the basic one. To be exact, divide the
inhomogeneous system into physically small volumes (sites) having the following
properties:

1) The size of the site Ax is less than the characteristic inhomogeneity length
over the considered property (for example, Ax < T/ |gradT|).

2) The relaxation time of the site to equilibrium at external parameters being fixed
is less than the characteristic time for a nonequilibrium process (for example,
T < T/|9T/dt]).

3) The site contains many more bulk atoms when compared to the number of
surface atoms; this separates it from other sites (which provides additivity of
energy and entropy).

These three requirements (properties) can be met simultaneously if the system’s
degree of inhomogeneity is not very high. If so, each physically small volume can
be considered to be in quasi-equilibrium and its entropy can be determined from
the relations of equilibrium thermodynamics.

The whole system’s entropy is defined here as simply the sum of entropies
of all sites. If the characteristic inhomogeneity of the system is of the order of
several nanometers, other methods should be applied. This refers, for example,
to spinodal decomposition of supersaturated solid solutions, to nucleation of new
phases, and to nano-crystalline alloy behavior. The simplest modification of local
quasi-equilibrium approximation for strongly inhomogeneous systems implies
adding the squared order parameter gradient into the set of local thermodynamic
parameters (van der Waals [24, 25], Ginzburg—Landau [26, 27], Hillert [28, 29],
Cahn-Hilliard [30, 31], Khachaturyan [32]).

The description of the case of inhomogeneous systems directly results from the
general scheme developed above. Indeed, consider an alloy with an inhomogeneous
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distribution of temperature T (7) and chemical potentials 1; (F) for each of the
n components. Let us divide the whole volume of an alloy into a number (M)
of physically small volumes, such that each of them can be considered to be in
equilibrium at any time, and have an internal energy U(m) and number of atoms
Nj(m) pertaining to the i-th component. We will treat the local parameters U(m)
and Nj(m) as independent scalar parameters 7); to describe the system’s state within
Onsager’s scheme. Also remember that, at sources/sinks of heat and when the
substance is absent, the chosen parameters fit local conservation laws

dS N dS(m) < { 9S(m) dU(m) <~ 3S(m) dNi(m)
dt dt _mz_:1<8U(m) dt +;8Ni(m) dt (11.11)

m=1

Further, we employ the following considerations:

1) the approximation of local equilibrium, and hence, thermodynamic identity
for each volume so that

aSm) 1 as(m) _ wi(m)
aUum)  T(m)’ ONy(m) ~ T(m)
2) thermal energy conservation law (in cases of local sources of energy being
absent),
dU(m)

5 = AV divjq

the rate of internal energy change in a nonmoving site of AV(m) volume is
equal to the difference between inside- and outside-directed heat fluxes, and
thus, proportional to the divergence of heat flux Jo density;
3) law of conservation of matter for each component (in the absence of chemical
and nuclear reactions),
dN;i(m)
dt
where j,' is the flux density of i-th component;
4) arelation well known from vector analysis:

p(dIVA(R) = div (¢ @A) ) - A - gradg )

Then, we get (in coarse-grained spatial roughening over physically small
volumes):

= —AV(m) - div];(m)

// dv[ d1v<JQ ZJ"”“>+]Qgrad +Zjl( grad )}
// dv|[-div(js) + o] (11.12)

So, the density of total entropy change contains, as was expected, two summands:
the divergence of density of entropy flux (describing the redistribution of already
available entropy between the sites), and the density of entropy production including
the sum of products of “fluxes” and corresponding “forces”. Apparently, for the
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order parameters obeying the conservation law in the inhomogeneous system, it
is more convenient to use vector quantities as pairs of fluxes and forces, heat
flux density and reverse temperature gradient, component flux density and minus
gradient of its chemical potential, divided by temperature.

In the more generalized case, taking into account the convective motion at a
certain velocity V and the corresponding viscosity, external forces F; acting on each
component (for example, electric field, chemical reactions), the density of entropy
flux, and the density of entropy production become [1]:

2 no gdif .
]S=JTQ—Z]"—T“’+s-V (11.13)
i=1

o =Jo- radl—l—zn:j'- - rad&—i-5 +M8Va +zn:Wp—Ap

QBT T LI\ TR T ) T G, T T
Here, the chemical affinity A, for the reactions of p type is defined as the change of
the Gibbs potential per structural unit (A, = Y v,iui), w,, is the rate of this reaction
(in moles per unit time in a unit of volume), p,g is the dissipative component of the
pressure tensor (minus stress tensor). If the deviation of a system from equilibrium
is minor, vector fluxes and forces must be connected by linear relations, like in the
case of the scalar forces and fluxes examined above.

11.3.4
Extremum Principles

Any system that does not pass the directional fluxes of substance and energy
through itself tends to equilibrium. For isolated systems, the equilibrium (that is,
the stable state the system is unable to leave by itself if one neglects fluctuations,)
corresponds to the maximum entropy, S. For systems in a thermostat at fixed
temperature T and pressure p (the most common case for diffusion processes
in alloys), the equilibrium corresponds to a minimum of Gibbs thermodynamic
potential, G = U — TS + pV. The change to equilibrium is often accompanied by
the formation of steady (metastable) states for some time (quite long in some
cases). At these points, local minimums of F or G, being the functions of the
system’s parameters, correspond to these states. If the duration of the stay of the
system in a metastable state is by far larger than the time of the experiment, this
state can be regarded as stable and thus, equilibrium thermodynamic laws may be
applied to it.

If the system is regarded to be under nonhomogeneous external conditions
(e.g., different temperatures or chemical potentials at different places of the external
boundary), then it lets energy and substance fluxes pass through itself and thus,
it cannot pass on to equilibrium. On the other hand, external nonhomogeneous
conditions remaining unchangeable, the system must transfer to equilibrium. It
is often said that at the transition to such a state, the entropy production in the
system tends to a minimum. This statement is referred to as Prigogine’s principle, the
principle of minimum entropy production [1, 2, 4, 5, 10, 20]. It should be taken into
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consideration that the principle formulated in such a form is correct within a fairly
limited interval of parameters. In particular, for the principle to not fail, Onsager’s
coefficients must be constants but this is never realized, especially for interdiffusion
and heat transfer processes. More precisely, Onsager’s coefficients practically do
not depend on thermodynamic forces (such as temperature gradients), and in
this sense, the linearity is realized but at the same time, they always depend on
local parameters of state (temperature and components concentration). Since local
parameters of state change from one place to another and from one moment of
time to another, in all real cases, Progigine’s principle appears to fail.

However, Prigogine’s group also established a more general statement which
does not require Onsager’s coefficients to be constant; that is, it is correct even in
nonlinear thermodynamics [2]. To be precise, we can always present the derivative
of entropy production with respect to time, in the form of two summands:

do d dx; dJi dxo djo

= ==Y'xJi = ; X2 = 22 T 11.14

dt dtz J Zdt]+ TR T (1114
Ithas been proven that the first summand (that part of the rate of entropy production
change connected with the change of forces) is nonpositive: dxo /dt < 0. In other
words, thermodynamic force change always aims at decreasing entropy production.
We may say that at constant (and symmetric) Onsager’s coefficients, we have

do _dwo _1do _
dt dt 2dt —
so the minimum entropy production principle presents a particular case of a more
general evolution criterion.
Onsager principle is the one of the least energy dissipation [1, 5, 21, 22]: if we
treat the difference (0 — ®) between entropy productiono = >_ J;X; and a so-called
dissipation potential

o= 3 YL

as a function of local fluxes, with thermodynamic forces being fixed, the evolution
path of the weak nonequilibrium (linear) system has chosen to correspond to
the maximum of the indicated value. Gyarmati proposed an alternative principle
[5]: if we consider the difference between entropy production o = ) [;X; and
1/23° 3" Ly X; X as a function of local values of thermodynamic forces, at fixed
fluxes, the evolution path for a weak nonequilibrium (linear) system corresponds to
a maximum of the indicated difference. There are also the so-called Biot principle
[33, 34] (minimum dissipation) and Ziegler principle [35] (maximal rate of entropy
production or maximal rate of work dissipation).

All principles, cited above, are equivalent to one another and to Onsager’s
equations, connecting forces and fluxes by a symmetrical matrix of kinetic coeffi-
cients. They differ in the parameters chosen as variable and fixed. In this sense, ex-
tremum principles do not present any peculiarly new results. However, there exists

0

at least one extremum principle, which, though not proven strictly so far, long ago
became a powerful heuristic means of forecasting the system’s evolution in material
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science. This is the principle of maximal rate of Gibbs potential release for the sys-
tems in which the evolution path cannot be chosen in a unique way [36—45, Ivanov,
M.A. personal communication, 2003]. Namely, it is assumed that among all possible
ways to reaching equilibrium (under homogeneous external conditions) or at a sta-
tionary state (under nonhomogeneous conditions), nature is likely to choose a path
at which the value of —dG/dt is maximal (if temperature and pressure are fixed).

In order to emphasize the physical meaning of the difference between this
principle and variational principles established by Onsager, Gyarmati, Biot,
Ziegler, and others, we use the following analogy. Each evolutionary path of the
system can be presented as a groove leading to, for example, a minimum of Gibbs
potential. Onsager’s equations determine the definite trajectory inside the groove.
Minor force or flux variations slightly (in the second order of smallness) deflect
the indicated trajectory, keeping it inside the groove. But nature often suggests a
more interesting development; when starting from the same state, it is possible
to go down via different grooves, separated by quite high walls which are easy
to jump over only at the initial stage, but become increasingly difficult with time.
Arrival at each groove needs, as a rule, overcoming a certain barrier (the nucleation
one, for instance). After having overcome different barriers, initially identical
system samples find themselves in different states, at different groove bottoms,
with different sets of kinetic coefficients (therein lies the nonlinearity; that is, the
dependence of kinetic coefficients on state parameters).

The principle of maximum for —dG/dt shows a better groove for descent
without analyzing the complex problem concerning competitive overcoming of
different barriers during the selection stage. To this problem class, we can refer
competitive phase transformations, diffusion paths choosing at interdiffusion
in three- and multicomponent systems with limited solubility, formation, and
evolution of two-phase zones, defining the lamellar structure period at cellular
precipitation and spinodal decomposition.

For the time being, as far as we are concerned, the principle of maximal
Gibbs free energy release (in the aforementioned sense) is not rigorously proven.
Moreover, we cannot assert it to be always valid. However, being a heuristic
principle, it is employed successfully in many problems. One can suppose that in
the transformation zone in nanoparticle and nanograin ensembles, with barriers
between grooves being low, and at Gibbs potential surface, some split of paths will
be observed rather than a single determined unique evolutionary path.

1.4
Application of the Principles of Thermodynamics of Irreversible Processes: Examples

11.4.1
Criterion of First Phase Choice at Reaction—Diffusion Processes

Formation and phase-growth processes observed in the diffusion zone at interdif-
fusion in a binary metal system often turn out to be different from the ideal case.
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The latter implies that all phases, existing on the phase diagram at the given tem-
perature, appear in the diffusion zone and grow according to a parabolic law. There
are different theories that aim at explaining these peculiarities (limited reaction
rates at interfaces, nucleation in the concentration gradient field, and diffusion
phase competition at the nucleation stage) [16, 46—52]. All these theories are based
on certain model assumptions. Let us check whether it is possible or not to explain
these peculiarities using general thermodynamic arguments, without introducing
additional presuppositions regarding the nucleation mechanisms or the kind of
interface transition experienced by atoms.

Let us consider a solid-state reaction between two almost mutually insoluble
materials A and B, at which we get two or more intermediate phases to form
and grow. If for some reason, at a certain stage of a process, the layer of only
one intermediate phase “i” starts growing with an average concentration (molar
fraction) of the B component ¢y = ¢;, the growth rate of the thickness AX; is defined
as the product of the average interdiffusion coefficient D; in this phase and the
homogeneity interval width of the phase, Ac;:

dAXi B 1 BiACi
dt (1 —c) AX; + A

(11.15)

Here ; is characteristic length, connected with the finite reaction rate at interfaces,
and

— 1
D

;= — D(c)de
ACi Ac;

At that, the product D;Ac;, defined as the integral of interdiffusion coefficient over
the homogeneity interval, | AC,D(c)dc, is called Wagner’s integral coefficient [53]. If the
phase thickness is quite larée, AX; > A; (such that the time required for atoms
to diffuse through the layer is much larger than the time of their delay at the
boundary), the phase layer growth becomes parabolic:

dAX; 1 DiAg | 2DiAg
= ) AX = [ (11.16)
dt c(l —c) AX; ci(l —c)

There exists a widespread erroneous interpretation of solid-phase reactions. It is

connected with the idea that intermediate chemical compounds with a very small
(or, to be more exact, unobserved during the direct experiment) concentration
zone of existence (Ac — 0) can grow just by generating and transferring nonequi-
librium defects or even via some nondiffusion way. Such ideas are wrong and
present, in particular, the inconvenience when the concentration ¢ is used as a state
parameter for the intermediate phases. Many things become clear when instead
of concentration, the chemical potential is used. To be more exact, we use the
difference of chemical potentials, which is equal to the derivative of Gibbs free
energy (per atom) with respect to atomic concentration; that is,

(ag) -
CB\ 7 ) = HUB — MHA = UB
3CB

369



370 | 11 The Problem of Choice of Reaction Path and Extremum Principles

g B
9% A \,4/ \ 9

92

« CiL[|C1R CaL||C2R CaL| [C3R Cp

“B—HA
=

dg/dc

Figure 11.1 Phase diagram, phase equilibriums, and con-
centration profile in a binary multiphase system: « and B
are solid solutions; 1, 2, 3 are stable; and 4 is a metastable

intermediate phase.

the reduced chemical potential. In this scale, the interval of existence of chemical
compounds, the compounds being considered as intermediate phases between A
and B, is not at all short and cannot be reduced to a point.

Figure 11.1 shows the curves of the dependence of the Gibbs potential on
concentration for two solid solutions «, 8, and three stable (1, 2, 3) and one
metastable (4) intermediate phases. The boundaries of the stable existence zone
for each compound are established by the points of common tangents for the
curves of neighboring phases. We denote the minimum of the g(c) curve for the
i-th phase as g;. The value of the flux through the phase layer is directly determined
by the chemical potential difference u between the boundaries. As is seen from
Figure 11.1, this difference is mainly influenced by the difference between slopes
of common tangents rather than by the small concentration width of curves g(c).
The aforementioned slopes of common tangents, in their turn, are determined by
the difference between “well” depths:

a . — o
B xEn”S (11.17)
ac Pil Ciy1 — G
where ¢; is the concentration corresponding to the minimum of i-th phase Gibbs
energy. This concentration, as a rule, is close to a certain stoichiometric one.
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Thus, the difference between chemical potentials is determined by a simple
approximate equation which is nominally similar to a finite-difference form of the
second derivative in the concentration space:

g

A(up — pa) = 2%

g
dac

~ 8i+1 — 8 & &1

i1, Gl — G GG

1,i4+1

(11.18)

This difference is not small at all if compared, for example, with kT, and it can cause
significant diffusion fluxes, —i%}fn, without the assistance of nonequilibrium
defects. Usually, nonequilibrium defects appear at interfaces, for example, but then
the phase growth will differ from the parabolic one which is actually observed in
many cases. At not too small times, it is the parabolic phase growth that becomes
an evidence of the act of equilibrium difference between chemical potentials in the
growing layers of chemical compounds.

The given description, in terms of chemical potentials and Onsager’s coefficients,
completely agrees with the description within Fick’s first law. Indeed, Wagner’s
integral coefficient, introduced above, can be transformed after applying Darken’s
relation, expressing the interdiffusion coefficient in a binary system through
diffusion coefficients of components’ marked atoms and the second derivative of
Gibbs potential (per atom) with respect to concentration:

c(1—c) d’g

—° 11.1
kT 9c? (11.19)

Having substituted this expression into Wagner’s integral coefficient and taking

D= (cDj + (1 —¢)Dy)

into account the small width of the homogeneity zone in a phase, we get

~ —ci(l—c¢) (0g og
D(c)de = Df ———— | == liir1 — - li-vi
‘/;Ci (c)de — <BC|,+1 3C| 1,

~ 5l ; ci) (gi+1 -8 &i— gi—l)

Ck

— Ci(1 = ¢)(Ciy1 — ci1) . . .
= D; Agii+1,i—1—1 11.20
kT (ciz1 — ci)(ci — ci-1) &l ) ( )

Ci+1 — G Ci —Ci

Here D; is the diffusion coefficient of marked atoms averaged over the phase
D; =Dy + (1 —ci)Dy

and Agi(i+1,i — 1 — i) is the thermodynamic driving force (per atom) for phase
“i”-formation from neighboring “i — 1" and “i + 1” phases.
If, during the reaction, there grows a layer consisting of one phase only

(i-e., phase “i —1” is almost pure A, and phase “i+ 1" is almost pure B), the
expressions become very simple and physically clear:
/’5 —.Agi(A+ B — i)
A

(¢)dec = D

11.21
. — (11.21)

Thus, the growth rate of a single intermediate phase is determined just by its
atoms’ mobility and the thermodynamic driving force for the phase formation.
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At that, the rate of Gibbs free energy release per unit of the layer’s area is
defined as

. A2 Di(Ag)}
dG_d<AX’Ai>—1M—1 Di(Ag) (11.22)

A e\ Q@ T Qa(l-c)AX,  QV 2t —c)

The given expression presents the basis for understanding the thermodynamic
reasons for solid-phase amorphization, and of solving “the first phase problem” at
reaction—diffusion in general. The first phase, to be formed in the diffusion zone,
must have a maximal product of mobility and free formation energy cubed. In case
of amorphous layer formation, it means that the increased mobility of atoms in the
disordered phase compensates for the low transformation driving force.

The principle of maximal Gibbs potential release allows one an understanding
(from the viewpoint of thermodynamics) of why only one phase grows in the
majority of cases at the initial stage of reaction—diffusion. Consider, for clarity,
the case of two intermediate phases on the phase diagram. If the concentration
homogeneity ranges for both phases are narrow and close to stoichiometric
concentrations ¢y, ¢;, the rate of their growth is defined from the following system
of equations [46]:

dAX, K DA
-=)

11.23
dt AXy ( )

k=1

where

a1 012 1 % -1
”W:(@lan):c—c o1-g
2 1 1-— (%)
As discussed previously, Wagner’s integral coefficients for both phases can be
expressed through the mobilities of marked atoms and the formation driving
forces of each phase. It is important that in the case of two phases growing, the
driving forces for each of them are lower than in the case of one phase growth, the
phase being formed from pure initial components. For example, the driving force
of formation for nickel monosilicide between Si and Ni,Si is considerably less than
that between Si and Ni (see Figure 11.2) [6, 7, 53]:

Consider, for the sake of concreteness, the case where it is possible to form
two phases in a binary system. The phases have average concentrations such as
c1 =1/3, ¢ = 2/3 which are equal to the formation driving forces from pure
A and B,

Agi(A,B— 1) = Ag (A B — 2) = Ag

At that, the driving forces of phase 1 formation from A and phase 2, and phase 2
formation from phase 1 and B, are also equal, and as can be easily checked, amount
to a half of the formation driving force from pure components (Figure 11.3):

Agi(A2 > 1) = Ag(l,B— 2) = Agy/2 = Ag
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Ni Ni,Si NiSi NiSi, Si
Cy Co! I

Agqo

O oo e e N e

(b) NiSi

Figure 11.2 (a) Phase formation scheme and driving forces
for reaction between Ni and Si; (b) contact zone morphol-
ogy for the system Ni-Si.

0 1/3 2/3 1 cg =0 1
Aglt Ey rAgo3
. - A
l o }Tg Agor g
Ago + 2
]’Agm g1
(a) yAG, arbitrary unit (b)

Figure 11.3 (a) Scheme of phase formation and reac-
tion driving forces with and without formation of phase 2.
(b) Scheme of phase formation with different driving forces
for the formation of two intermediate phases.
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We get
;0-3)(G-0 2D, Ag
DiAc; =D 3 3/13 Ag = 2150 11.24
SR T R T R .
2D2 2o
Diba =377

As the next step, we analyze two cases for different relations between diffusion

characteristics of the phases involved. In the first case, we take D; = D,. In the
second D; > D,.

1)

2)

In the first case (D, = D,), the situation is absolutely symmetrical, the growth
rates are equal for both phases and one can easily define them from the
aforementioned system of equations (Equation 11.23):

dAX, dAx2 -
= \/ZD Ag — _\/D go (11.25)

At that point, the general expression for the rate of Gibbs potential release per
unit of area at simultaneous growth of both phases equals

dGi+2 4 7/ AX 2Agy | DiAg
_ — —(2Z===A =% |15 11.26
dt dt ( Q go) Q \ ¢ (11.26)

If there is only phase 1 that grows, then, according to the above formula,

dGg d [ AX (3) Ago | DiAg
Tdt dt( Q Ag0> T t (11.27)

As observed, according to the maximum principle —dG/dt in case of similar
thermodynamic and diffusion properties, two phases are most likely to grow
simultaneously (2 > 3/2).
Let, now, D; > D,. Here, phase 2 grows far more slowly than phase 1 (in a
quasi-stationary way), so the solution of the system can be simplified using the
quasi-stationary condition

dAX,
dt

dAX =
L= /3D, Ag f go—

that is, the growth rate for phase 1 is still less than in the case of absolute
absence of phase 2. Consequently, the rate of Gibbs potential release is less
as well (/372 < 3/2), since the driving force of the A 42 — 1 reaction is
less than that of A+ B — 1 reaction. Thus, in case 2 it is more favorable
when phase 2 does not simply grow slowly but is completely absent. In this
manner, the suppression of slow-growing phases by fast-growing ones is
thermodynamically favorable.

~0

Then,
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It is clear that the proposed analysis is correct only if applied to the initial stage.
With time, when the first phase while extending lessens its growth rate, at a certain
point of time it becomes favorable that phase 2 appears and the suppression no
longer takes place. The conclusions cited above are matched to the results of a
more complicated and detailed theory of phase competition, based on nucleation
analysis in the field of fluxes and concentration gradients [52].

Next, we calculate and compare the criteria for the beginning of the growth of
phase 1, suppressed by phase 2, on the basis of a kinetic approach [46, 47, 50],
and using the criterion of maximal entropy production. In order to complete this,
consider the binary system described above, with the driving forces of formation
of the two intermediate phases being different. We will use the following relations
between Gibbs potentials of the phases (Figure 11.3b, where i is the phase number):

g =0, g1 = —Ago, o = —Agys, 2 =0,
81— & =—Agn, A3 = Agn — Agiy = Agn(1—A) (11.28)
where
_Bgn
-~ Agn
and in case of A = 0, the relation Agy = Agy; is fulfilled.

For the given diffusion problem, the equations for the growth rates of phases 1
and 2 are the following [46]:

(dAX1>* _ 1 (c_z DiAc; BZAC§> (1129

A

dt ) — (0 C1 AXl AXZ

dax\* 1 DiAck N 1—¢; DyAG
dt - c)—C1 AX; 1—0c AX,
Keeping to the results of [46], we get the growth condition for phase 1 and
suppression condition of phase 2

dAX; dAX,
>0, ——
dt |, dt
l standing for the critical size of phase nuclei. In accordance with [46, 47, 50],

phase 2 is suppressed by the growing phase 1, and phase 2 will be able to start
growing only when phase 1 reaches the thickness

1-— (%) ElAcll

<0 (11.30)

lCl’

AX|%¢ = = \ 11.31
ll 1- 1 DzACz ¢ ( )
Further, we transform Equation 11.31 using Equation 11.20:
5*61(1—01) O_gl _gl—O
GG 1—(32 1 kT 1—(31 61—0
AX| = lcr
1—615*02(1—@) O—gz_gz—()
2 kT 1-— (%) C) — 0
1-¢ D, |
=2 (11.32)

a 1—aD,(1-2)
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which allows us to determine the critical thickness of phase 1. After this thickness
is reached, the growth of phase 2 becomes possible from the viewpoint of kinetics.
In terms of the given description, the continuous layer of phase 2 nuclei must
exist in the diffusion zone between phase 1 and pure B. In particular, when the
condition

Agu:Agz; (A=0,61=1/3,62=2/3)

(symmetrical case) is fulfilled, we obtain the critical thickness of phase 1:
AX | = o=l (11.33)

In the second case, let us consider whether the suppression condition for the
growth of phase 2 is fulfilled or not. For that, we use the criterion of maximal rate
of free energy release. Let us write down the expression for the rate of free energy
release at phase 1 growing and the nuclei of phase 2 being present in the diffusion
zone:

_ d_G * — A dAXl * + A dAXZ * _ Ag01
dt = f8n dt £ dt a c)—C
(%) BlACT Bl AC; BlACT 1-— C1 Bzch
2 — 1—0 (=
x |:<cl AX; L) T N TA Yo,

(11.34)

Similarly, the expression for the rate of free energy release during the growth
process of the intermediate phase 1, without the nuclei of phase 2 in the diffusion
zone, is as follows:

dG BlACI 1
(&) pg 2 - 11.35
( dt ) 1A% o d—a) (11.35)

Suppose that phase 2 starts increasing when the growing nuclei lead to the
fulfillment of relation:

dG *> dG 1136
‘(E) —‘(ﬂ (11.36)

Then, from Equation 11.36, taking into account Equations 11.34 and 11.35, one
obtains

[ 1 Al-a) ] DyAcs
1-c) (@—c)(l—rcy) ler
[ Ao _a-(0-Ma ci‘i| Do (11.3)
c1 (1—c1) (g —c1)a AXy

where Acj corresponds to the concentration width of phase 1 in the diffusion zone
in the presence of competitive nuclei of phase 2, and Ac; denotes the concentration
width of phase 1, when the nuclei of phase 2 are absent in the diffusion zone.
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To interrelate Ac} and Acy, consider the following relation:

B*61(1 —c1) (gz -5 &0

(BIACI)*_ kT 0 —c 01—0>_52_(1_)\)Cl(1_6)
DiAcy =l —a) (0 & &~ 0) (c2 — 1) '

D
1 kT 1—(31 61—0

(11.38)

Here, we neglect the fact that at abrupt dependence of D(c), the values D for
different Ac can vary. Thus,
o—0-Ma
Adf=——— " (1—-¢)A 11.39
a (2 =) (=) da ( )
which allows us to rewrite Equation 11.37 as
DyAc _ DiAc 1= ((c2— 1) — (L —c)* (ca — (L= 1) &1)?)
e 7 AX a(l-—c)(a—a)le—a—(1-c)d)

(11.40)

When the critical thickness of phase 1 is reached, the growth of phase 2 becomes
favorable. This thickness is defined from the relation

axy E Dz (e-ar-a-ar@-a —» @)?)

cac(l—c)(—a—(10=c)ir)

le  (11.41)
2

Equation 11.41 in the model approximations
Aglz = Ag23 ()x = 0, L = 1/3, C) = 2/3)

and Equation 11.28 are reduced to

dc Y
AX | dt = EE—}JQ (11.42)
4D,
which is 2.5 times larger than that calculated from Equation 11.33.

The obtained result implies that at phase thickness increase up to the value
indicated by Equation 11.33, first comes the kinetic possibility of the growth of
phase 2 though it becomes thermodynamically favorable only when the thickness
of phase 1, defined from Equation 11.41, is reached. It can be explained in the
following way. Though the growth of phase 2 becomes possible when the condition
Equation 11.32 is fulfilled, the relaxation rate of the system falls abruptly for phase
2 and cannot grow fast enough; the rate of free energy release by the first phase
noticeably drops due to the driving force decrease. Only after phase 1 has reached
the thickness given by Equation 11.41, both growing phases can reduce free energy
of the system more efficiently than in case of phase 1 growth in the presence of the
nuclei of phase 2. Thus, one more conclusion becomes apparent: until the critical
thickness of phase 1 (defined from Equation 11.41) is reached, the nuclei of phase
2, forming a continuous layer, are not favorable in the diffusion zone from the
viewpoint of maximal rate of decrease of the system’s free energy.

In Figure 11.4, one gets a calculated dependence of critical thickness of phase 2
on the ratio of the thermodynamic driving forces for the growth of intermediate
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Figure 11.4 Dependence of critical thickness of phase 1
(from which the growth of phase 2 begins) on the
parameter A: 1—according to Equation 11.32; 2—according
to Equation 11.41.

phases 2 in the range of their stable coexistence, when

Agys/(1—c) > Agn /(1 — 1), Agoi/cr > Agi/c

which in the given case corresponds to the range —1 < A < 0.5. As observed in any
relation between thermodynamic driving forces of the growth of the two phases, the
kinetic stage of suppression of phase 2 and beginning of its growth, in accordance
with Equation 11.32 occurs earlier (especially at A — 0.5), which is determined by
the principle of maximal rate of free energy release according to Equation 11.41.

11.5
Conclusions

As the revisionist Bernstein once said, “Goal is nothing, movement is everything.”
Actually, we are interested not in the final result of the process (minimum of Gibbs
potential in case of isothermal and isobaric external conditions), but in the way of
evolution of how this result is achieved. There are a number of problems where
more than one way is possible and therefore, a problem of choice arises. When
analyzing the choice of the evolutionary path for a nonequilibrium system reaching
the equilibrium state, one must use an additional thermodynamic principle. The
chapter presents arguments for the principle of maximal rate of Gibbs potential
release.

In the chapter, the peculiarities of phase formation in binary metal systems with
competitive formation of intermediate phases resulting from diffusion interaction
are analyzed. The previous kinetic analysis of diffusion phase interaction [46, 47]
has shown that only after a suppressing phase reaches a certain critical thickness,
the growth rate of the suppressed phase nucleus becomes positive. Thus, the kinetic
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criterion for the beginning of the suppressed phase growth was provided. However,
as shown above, such kinetic permission still does not guarantee the beginning of
growth, as it can conflict with the maximal rate of free energy release. The reason is
as follows: the formation of the second phase leads to essential lessening of the first
phase growth rate (because of the decrease in the transformation driving force), and
the second phase is unable to perform a sufficiently fast growth. It is shown that
some additional time is required (and additional growth of the suppressing phase)
to reach thermodynamic profitability of the growth of two phases as compared
to the growth of one phase. During this intervening period, the growth of the
second phase is both possible and favorable (from the viewpoint of equilibrium
thermodynamics) but is not the most favorable one. Such a process can be referred
to as a metastable regime. Transition from “metastable” to the “stable regime”
(when the rate of free energy release is maximal), can be called the thermodynamic
criterion of the regime’s stability. After the old regime suffers “thermodynamic loss
of stability,” the system becomes able to reduce its Gibbs potential, that is to move
to an equilibrium state, at an even higher rate than previously.
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Choice of Optimal Regimes in Cellular Decomposition,
Diffusion-Induced Grain Boundary Migration, and the
Inverse Diffusion Problem

Yuriy A. Lyashenko

12.1
Introduction

In the previous chapter, we considered the problem of selection of the path
for the reactive diffusion when the choice is made among a finite number of
phase formation modes. Let us now treat the problems allowing for an infinite
set of solutions, all of which are compatible with the matter balance equations.
These are mainly the problems of morphology choice when different modes are
possible, and the task is to find the optimal one to be realized in practice. In
the first two sections of the chapter, we consider the issue of low-temperature
phase diffusion transformations, namely discontinuous precipitation and DIGM.
At that, the evolution equations based on matter conservation laws allow an infinite
number of solutions corresponding to different thicknesses of the phase formed
and different velocities of phase transformation front movement.

First, we treat a model of discontinuous precipitation of binary polycrystalline
supercooled alloys at low temperatures as a result of DIGM. In the proposed ap-
proach, we independently determine the main parameters: interlamellar distance,
maximum velocity of the phase transformation front, and residual supersaturation
at the front. This is achieved by using a set of equations for

1) diffusion mass transfer in the moving interphase boundary (coinciding with
the transformation front) including a triple product of interdiffusion coefficient
in the interphase boundary, segregation coefficient, and interphase boundary
thickness;

2) Dbalance of entropy fluxes at the phase transformation front;

3) maximum rate of free energy release.

We will determine the concentration profile in the precipitation lamella and
compare it with experimental results for Ni—In and Pb—Sn systems at different
supersaturations.

We also describe the model of alloying in the three-layer thin film system
at low temperatures. In such cases, solid solution formation takes place as a

Diffusion-Controlled Solid State Reactions. Andriy M. Gusak
Copyright © 2010 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim
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result of the DIGM. The unknown parameters are determined from the set of
equations for:

1) grain boundary diffusion along the moving planar phase boundary;

2) the entropy balance in the region of the phase transformation moving at
constant velocity;

3) the maximum rate of the free energy release.

We consider a model system with complete solubility of the components. The
main parameters are self-consistently determined using a thermodynamic and
kinetic description in the frame of the regular solution model. The model allows
one to determine the concentration distribution along the planar moving phase
boundary, its velocity, the thickness of the forming solid solution layer, and the
limiting average concentration in this layer.

The third section of the chapter features the use of the principle of minimum
entropy production at solving the inverse diffusion problem. Generally, the inter-
diffusion coefficients are found by experimental methods, for example, by the
Matano—Boltzmann method. This method is convenient for the determination of
the interdiffusion coefficient in binary systems provided the Boltzmann substitution
can be used; however, it is difficult to adapt it to other boundary conditions or
multicomponent systems. There exists an alternative approach, in which diffusion
coefficients are chosen because of coincidence of the calculated and experimentally
obtained concentration profiles. Such ill-posed problems can be solved by the
Tikhonov regularization methods when a specially built discrepancy functional
is minimized. The task is complicated by the necessity to solve the inverse
diffusion problem using experimental concentration profiles measured with rather
considerable errors. This makes the minimization problem (already unstable with
respect to perturbations) diverge and not give the correct results. By the example
of the solution of the inverse diffusion problem in the model binary system,
we demonstrate that including the entropy production into the procedure of
discrepancy functional minimization makes the solution stable even at noticeable
distortions of the concentration profile. The choice of the entropy production as a
smoothing part of the discrepancy functional is physically well founded and can be
used while solving arbitrary inverse problems concerning heat and mass transfer.

12.2
Model of Self-Consistent Calculation of Discontinuous Precipitation Parameters
in the Pb—Sn System

The problems of the choice of the diffusion evolution path for nonequilibrium
metallic systems at phase transformations when different energetically favorable
modes of mass transfer at the same initial and boundary conditions are possible
have been intensively investigated both theoretically and experimentally. An actual
topic of material science is the problem of the choice of diffusion evolution path for
nonequilibrium metallic systems at phase transformations under the conditions
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of ambiguity when different modes are possible at the same initial and boundary
conditions and these modes described by, say, mass transfer equations. One of
these problems, which is formulated in terms of the invariant that is equal to the
product of the squared structure period and the growth velocity, is the problem of
discontinuous precipitation of a supersaturated binary alloy. The most thorough
theoretical and experimental reviews of discontinuous precipitation peculiarities
are given in [1-4].

The process is peculiar because of the necessity to treat the substance fluxes
in two dimensions; here, the diffusion grain boundary fluxes, which leads to the
removal of the initial supersaturation of the binary alloy and the formation of the
lamellae and go in the direction perpendicular to the transformation front. It is
a generally accepted point of view that at low temperatures the complete removal
of the supersaturation is not achieved; that is, behind a moving transformation
front the system does not reach an equilibrium state. Therefore, the second
and even the third coarsening stage of a cellular structure follow consecutively
and a much smaller growth rate is possible. The saturation reached because
of discontinuous precipitation reaction can be arbitrary. At low rates of phase
transformation (thus, large sizes of the interlamellar distance), a high degree of
component redistribution and supersaturation removal is reached. Here, the system
reaches almost equilibrium; thus, the decaying phase concentration approaches
the composition determined by the tangent at the binary phase diagram.

Cahn [5] found a solution of the problem of the diffusive redistribution of
components in the moving grain boundary, which depends on the combination of
two parameters: interlamellar distance and growth rate. Moreover, Cahn used the
following assumptions: (i) linear relation between growth rate and driving force
introducing one more kinetic parameter, the boundary mobility; (ii) the maximum
free energy release principle. This set of equations allowed the determination
of the interlamellar distance, the rate of transformation boundary movement,
and concentration profile along the lamellae at the known triple product of
grain boundary diffusion coefficient, segregation coefficient, and grain boundary
thickness.

In [6, 7], another set of equations and the algorithm for solving the problem
of discontinuous precipitation in the case of the most mobile grain boundary
are analyzed. There, the principle of entropy balance and principle of maximum
entropy production are additionally used. In this approach, we neglect the energy
dissipation by resistance to the boundary motion (the grain boundary mobility
tends to infinity), so that the total energy dissipation is caused by the grain
boundary diffusion. Both in Cahn’s approach and in the model [6] for hypothetical
systems, coincidence was obtained of interlamellar distance with the experimentally
determined one within a reasonable error interval; the calculated magnitude of
transformation front velocity was by 2—3 orders larger than the experimental one.
Therefore, we face with a question as to whether it is appropriate to use the principle
of maximum entropy production for unambiguous and reliable determination of
discontinuous precipitation parameters.
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The approach [6] employs a simplified expression for the concentration de-
pendence of the Gibbs potential, namely, a quadratic concentration dependence
without logarithmic terms connected with mixing entropy. Reference [8] provides
the solution of the discontinuous precipitation problem in a binary Pb—Sn system
using a thermodynamic description based on the regular solution model taking
into account the energy dissipation as a result of grain boundary diffusion only.
However, the estimated transformation rate calculated by both approaches remains
too high, especially at small supersaturations, which necessitates the search for
other mechanisms of energy dissipation. There, accounting for additional ways of
energy dissipation results in the reduction of the calculated rate of transformation
front motion and, thus, in a higher degree of component redistribution.

In the model considered below, the role of both grain boundary and bulk
diffusion in the transformation front and close to it, respectively, is analyzed within
the problem of unambiguous determination of the discontinuous precipitation
parameters in the binary Pb—Sn system at room temperature [9]. In order to
complete this, we use the principle of maximum rate of free energy release
and balance of entropy fluxes for the description of discontinuous precipitation
kinetics for binary polycrystalline alloys and independent determination of three
basic parameters: interlamellar distance, rate of phase transformation front, and
concentration profile close to the transformation front. While solving the problem,
we also find the optimal concentration distribution of components both along the
precipitation lamella behind the transformation front and close to it, as well as the
degree of the components’ separation.

12.2.1
General Description of the Model Systems

We analyze now the formation of cells in the grains of an alloy « supersaturated
at the aging temperature with a concentration ¢. The configuration of the system
at the formation of a single cell, with depleted phase « and phase B being in
equilibrium with it, is depicted in Figures 12.1b and c. We introduce here the
following notations: ¢*/# is the equilibrium concentration at the junction of «
and B phases in the « phase; ¢? is the equilibrium concentration in the 8 phase
lamella; and ¢ is the maximum concentration in the « phase, reached inside
the o lamella (along the z axis). The transformation region R coincides with the
interphase boundary between « and « phases, and is of the following sizes: b is
the height, h is the width, and Az is the length.

The thermodynamic driving force of the discontinuous precipitation, as for any
process at constant temperature and pressure, is the decrease of the system’s
Gibbs potential, which is schematically illustrated in the model phase diagram
(Figure 12.2).

The dependence of the concentration in the & phase on the coordinate z along the
transformation boundary is described by a steady-state grain boundary diffusion
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Figure 12.1 (a) Image of the discontinuous precipitation
front in the Co32W alloy [10] (for model illustration). Model
system: (b) configuration in the x—z-plane; (c) concentration
distribution in and behind the transformation front at the
supersaturated solution’s concentration being equal to cp
close to the transformation front.

cf e ¢ c? c(z)

Figure 12.2 Model phase diagram and phase equilibria in the Pb—Sn system.

equation for a moving boundary with the constant velocity of the boundary v [5]:

_d*c(z) o —c(2)
s dz? h

v=0 (12.1)

where s is the segregation coefficient, D is the interdiffusion coefficient in the
boundary R, ¢(z) is the local concentration in the boundary R, and h is the boundary
width. The Cahn solution of this equation is as follows:

cosh (z/L)

c(z) = co — (co — ¢*/P) wh(Az/D

(12.2)
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where the coordinate z varies from zero (in the middle of the ¢-phase lamella) to Az
at the - interface. Accordingly, ¢(z) changes from ¢ to ¢*/# over a half-length
of the cell, depending on the combination of parameters Az/L. The interlamellar

distance Az, the kinetic coefficient L = ,/sDh/uv, and the triple product sDh are
related in the models of

1) Turnbull [11] via

shD = “

2’u (12.3)
Co—C1

where A ~ 4, = 2Az and ¢, is the average concentration in the « phase;
2) Cahn [5]via
- 1
shD = EAZZU (12.4)

where Cahn’s parameter C is found from the expression

Co—C1 2 \/E
W=—""—-=—th| — 12.5
co—c/B  JC ( 2 ) ( )

3) Petermann and Hornbogen [12] via

shD = Az*v (12.6)

—8AG

where AG is the change of Gibbs free energy due to reaction (AG < 0);
4) Bogel and Gust [13] via

- RT [cf —c\°
hD = —— AZv. 12.7
* CAG (cf‘ - cl) v (12.7)

In all the models presented, the product Az%v enters the solution as a single
parameter (invariant) which is indivisible. This makes it impossible to solve the
inverse problem of prediction of the morphology parameters in a two-phase system
at discontinuous precipitation.

Each kinetically possible solution for an arbitrary transformation rate and the
corresponding value of the parameter L gives a certain interlamellar distance Az.
For Az/L — 0, the maximum concentration ¢"** in the « phase (at the center of the
a-phase lamella and along the lamella) tends to the equilibrium value ¢*/#. As the
Az/L ratio increases, the degree of redistribution of the components decreases,
the interphase boundary velocity increases, and the system remains substantially
in nonequilibrium. Thus, a single equation, (Equation 12.1) with the solution
Equation 12.2 cannot unambiguously describe the kinetics of the discontinuous
precipitation and does not provide an independent determination of Az and L.
In order to eliminate this uncertainty, Cahn employed the principle of maximum
free energy release rate AF during the discontinuous precipitation reaction. This
was achieved by considering a linear relationship between AF and the boundary
velocity [5] and by introducing the second kinetic coefficient representing the
boundary mobility. However, this linear relationship is not always confirmed in
experiment [14].
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The main idea of our approach is in properly taking into account the sources
of energy appearance and degradation in the transformation boundary moving at
constant velocity. We consider that the total free energy reduction must balance
with all ways of energy degradation both at the expense of diffusion along the
transformation region and because of the kinetics of atomic interphase jumps
oo—«, determining the mobility of the boundary. To independently find the basic
kinetic transformation parameters, we use the principle of maximum rate of free
energy release, balance equations for entropy fluxes, and Cahn’s solution for the
equation of mass transfer (Equation 12.2).

12.2.2
Model Based on the Balance and Maximum Production of Entropy

While analyzing the above-presented models, one realizes that the problem of
mode choice cannot be unambiguously solved within the solution of mass transfer
equation. This makes it necessary to consider thermodynamic or kinetic approaches
to the analysis of transformation front stability and to choose a certain contact zone
morphology. From the point of view of kinetics, the interphase boundary instability
may be caused either by instability with respect to fluctuations of the boundary
shape [15-17] or by the failure of balance equations for fluxes at the moving
boundaries [16]. From a thermodynamic viewpoint, the problem of choice of
one kinetically allowed mode can be solved using the variation principles of
nonequilibrium thermodynamics [18-29].

In [6-9], we presented an analysis of the balance of the free energy release
and dissipation in the transformation boundary at a constant velocity: namely,
the moving reaction front (grain boundary) is an open system in a steady-state
regime. Its entropy should be constant. It means that the entropy production inside
this boundary due to diffusion should be compensated by in and out entropy
fluxes. The difference of these fluxes is just the free energy release rate due to the
decomposition. We calculate the entropy production rate according to the Onsager
scheme. On the other hand, we calculate the free energy release rate in the reaction
using the explicit form of free energy of a regular solid solution and velocity of
front propagation.

Both the entropy production and the divergence of entropy fluxes are functions
of two variables (say, interlamellar distance and L). Each of these functions
independently has no maximum. Yet, at the subset of variables corresponding
to the constraint of steady-state balance of entropy, the maximum of entropy
production does exist and should correspond to the most probable evolution
path.

We described the model for independent determination of the main parameters
Az and L at known thermodynamic parameters of the system, triple product sDh
for the interphase boundary, and initial concentration ¢y of the supersaturated
solution. The employed approach allows us to find the concentration distribu-
tion ¢(z) along the a-phase lamella and, therefore, the averaged concentration
inside the a-phase lamella. The main approximation is that we assume diffusion
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redistribution to take place only in the planar interphase boundary moving at
constant velocity (Figure 12.1).

Let us assume that a change in the entropy d.S during the elementary time
interval dt due to the phase transformation in the region R shifting by its width
is equal to the change in the entropy d;S due to the diffusive redistribution of
components in the same region R. We consider a steady-state process obeying the
condition [18]

ds &S  d.S

[ I
which means that the total entropy change in the moving open system is zero (this
condition is valid at a constant transformation front velocity v). In order to pass
from the rate of entropy change to the rate of free energy release, we can use the
relation (valid at a constant temperature and pressure)

(12.8)

ds;e  1dG,
& T dt
In this case, the rate of the free energy release is [18, 19]
_T—_T/ dv dG d:uG>o (12.9)

12.2.2.1 Phase Transformations and Law of Conservation of Matter

Let us determine the change in the Gibbs potential due to the transformation of
the o phase in an element dz 4 dz’ at the point z of the interphase boundary. For
this element, transformed into a section of the « phase of length dz and a section
of the B8 phase of length dz’, conservation of matter yields (Figure 12.3)

co(dz + d2) = c(z)dz + P d2’ (12.10)

The change in the Gibbs potential can be written as

AG(z) = g(c(z))dz + g#d2’ — g(co)(dz + d2) (12.11)
XA dz dz’
/ Olo,CO
nl? /”\ a0,y (2)
777
R c(2) NGb
/1 .z
0 0<dz<Az Az97  pgvt

Figure 12.3 Model scheme of concentration redistribution
accounting for mass conservation in the reaction front R.
NGb indicates the newly formed grain boundary between
the & and B phases.
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where g(c(z))dz is the Gibbs potential of the «-phase band of length dz at the point
z with the concentration ¢(z) in the region R, g# is the Gibbs potential of the g
phase, and g(co) is the Gibbs potential in the supersaturated « phase in front of
the transformation boundary.

12.2.2.2 Calculation of the Driving Force
The rate of the free energy release due to the phase transformation in the region R
can be written as

d,G vb
Wielease = ? = _E

Az
/ AG(c(2))dz — g*/Pbu (12.12)
0
Here, the first term in the right-hand side is the energy gained per unit volume and
the second term corresponds to the formation of a new boundary region of length
h between «p and f phases,

—o) - c(z)] o

AG(2) = [g(c(z)) *gﬁcﬁﬂﬁ — 8(c0)—5— o (12.13)

Integration of Equation 12.12 is performed only for the part of the boundary that is
located between « and o phases. The second item in Equation 12.12 corresponds
to the loss in the change of total free energy and to the formation of the new part
of the boundary between « and B phases, which is of length h. Therefore, for a
unit volume we get g*/# = %, where y is the free energy per unit area of the «—f
boundary.

12.2.2.3 Calculation of Energy Dissipation in the Transformation Front along the
Precipitation Lamella

The entropy production as a result of the diffusive redistribution of components in
the region R can be written as [16, 18, 19]

Az Az o
Upy, = b IXdz = @/ _p2E) (—M> dz (12.14)
Az A 0

0 z 0z 0z

where I is the generalized flux along the z axis and correspondingly along the
transformation front R, X is the driving force causing the flux along the z axis,
Az is half the size of the «a-phase cell along the region R, and [i(z) is the gener-
alized chemical potential at the point z of region R, constant along the boundary
thickness, h.

Model 1: Quadratic Dependence of Gibbs Potential and Relatively High Mobility of
the Boundary Consider the case of diffusion-controlled reaction at decomposition
in the approximation of rather high mobility of the boundary. Expanding Gibbs
potential into a Taylor series in o and «, phases with respect to g(c*/#) up to
the second order inclusive, which is acceptable for regular solutions with high
intermixing energy, we obtain

AG == |:(c(z) - Ca/ﬂ)2 _ %

2 (co — C“/ﬁ)z} g'larp =fle@)k (12.15)
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where f(c(z)) <0 and k=g"| /s > 0 is the Gibbs potential curvature in the
a-phase in the point ¢*/#. For the driving force one has

x = O _ _9cla),
0z 0z
where
. JAG Y (co — /)’
Q= S — |:(c(z) — /Py — ) k (12.16)

Here [ is a reduced chemical potential per unit volume.
Using Equations 12.2, 12.4, 12.5, and 12.12-12.16 and integrating with respect
to z, we get

W — d,.G _ kLv o _ calby?
2= g T T 1gaz @ )
A A b — ¢y —2c%/P 2
W B2 (B2) 30— 20y Ay - 2PV
L L (c? — o) Az
d;G B kLv

5 = 7a (- c/8)? {th(Az/L) - %schz (%)} (12.17)

which enables us to determine the first relation between Az and L:
A A 28 —cy—cf Az
KL(co— c*/P) =8y | SZson? (=2 ) - 0%y (22 (12.18)
L L ch — o L
Having established the relation between Az and L, we use the principle of maximum
rate of free energy release to find the optimal Az from the condition
dw
d(Az)

=0 (12.19)

Let us apply now numerical methods to find the maximum of the expression
12.19 with respect to Az provided Equation 12.18 is fulfilled. Ultimately, we find
the solution of the set of equations 12.18 and 12.19, determining the parameters
Az = Az%°" and L at a given triple product sh D and equilibrium concentration ¢*/#
(Figure 12.4).

To compare the results with experiment, we use the data for the system Ni-1.4 at.%
Inat703 K[1, 13] at the following parameters: k = 1.075 x 10''Jm™3,y = 0.5]m~2,
co = l.4at.%, /P = 0.43at.%, ¢ = 25at.%, and sDh = 2.12 x 107%*m3s™'. As a
result of calculations, we get the decomposition parameters which coincide with
experimental ones: averaged concentration inside the cell ¢; = 0.82 at.%, inter-
lamellar distance Az5°" = 0.134 x 10~° m, and Cahn’s parameter C = 9.2. The rate
of the transformation boundary is derived from v = sDh/L[* = 2.7 x 10" m s~
Also calculated is the change of the Gibbs free energy at the given parameters
AG = —14.6J mol ™", by integrating Equation 12.15 and taking into account the
surface energy (according to Equation 12.12). The obtained value of the total change
of free energy at discontinuous decomposition confirms the experimentally found
one [1, 13].
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Figure 12.4 Dependences for (i) the discrepancy of
Equation 12.18 from the half-period of cellular structure;

(i) the free energy release rate in the transformation region.
The optimal solution corresponds to Az%C°t.

Thus, using the balance equation for entropy fluxes allows us to obtain a new
scheme of determining the main parameters of discontinuous precipitation without
Cahn’s assumption about linear dependence of the driving force and the velocity
of transformation boundary (the form of the dependence can be established in the
process of calculation). The scheme may take into account some additional ways
of energy dissipation in the transformation region, which result in the reduction
of the boundary’s mobility. Also, the system of problem solving may contain a
more detailed description of the thermodynamic parameters and take into account
additional kinds of driving forces.

Model 2: Peculiarities of Discontinuous Precipitation in the Pb—Sn System Below
we describe the solution of the discontinuous precipitation problem for the binary
system Pb—Sn using a thermodynamic description based on the regular solution
model [8], since the approach [6] employed a simplified expression for the con-
centration dependence of the Gibbs potential (quadratic concentration dependence
without taking into account logarithmic terms connected with the mixing entropy).
Here, we apply the principle of maximum rate of free energy change and balance
of entropy fluxes to the description of the kinetics of discontinuous precipitation
for binary polycrystalline supersaturated alloys and independent determination of
two chief parameters: the interlamellar distance, velocity of phase transformation
boundary, and their interrelation with the triple product. In the process of solving,
we find the supersaturation close to the transformation front and the degree of
the components’ separation. A comparison with the experimental results for the
system Pb—Sn will be made.

The main approximation employed here is the assumption of diffusion redis-
tribution of components both inside the planar interphase boundary moving at
constant velocity (Figure 12.1b and c) and close to the transformation front because
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of bulk diffusion. We demonstrate that, despite that the distance over which the
concentration profile undergoes changes close to the transformation front due to
bulk diffusion can be small, the corresponding contribution to energy dissipation
may turn out to be significant.

The Gibbs potentials in the « and oy phases and in the grain boundary phase
(per unit volume) are calculated within the regular solution model:

, RT
Gle(2)) = go + g16(2) — ga6(2)” + v [c(2) In(c(2)) + (1 — ¢(2)) In(1 = ¢(2))]
(12.20)
where

¢, Gl — Gy + G G
g = - gl—V—m, gz—v—m

and GY, and G, are the Gibbs free energy for the pure components, G* is the
mixing energy, and V,, = 1.92 x 10> m?> mol " is the molar volume of the alloy
Pb-Sn.

The parameters of the regular solution model for the system Pb—Sn [30] for an
fcc phase of solid solution Sn in Pb (in ] mol~!) are the following:

GY, = —7650.085 + 101.715188T — 24.5242231T In(T)
—0.00365895T2 — 2.4395 x 10~/ T°

G2 = 4150 — 5.2T + GSER
where

GSER = —5855.135 4 65.427891T — 15.961T In(T)

—0.0188702T% — 3.121167 x 107°T* — 61.96/T

G* =5132.4154 + 1.5631T (12.21)

For the B phase, the value GIER is taken. As a result of the phase equilibria

calculation (Figure 12.5), we obtain the equilibrium concentration ¢*/# = 2.043
at. %, which coincides with the experimentally determined value [31]. So,

iz ¢ 28:(2) + L 1 <) 12.22
= = — = — clz — In .
n 302) HB — Ha = g1 — 28:¢(2) Vo M) ( )
Finally, for the driving force we have
aji RT 1 dc(z)
Xx=-2 g4 XL (12.23)
0z Vi c(2)(1 —¢c(2)) | 0z

Now, for the free energy release rate (Equation 12.14), using Equation 12.2, one
may write down

v cli_G_hbsf)/Az 2o, + KT 1 <Bc(z)>2d
PZET0 T Az BTy i —c2y oz ) “

L A Az\ A
= A—l; [—ng (sh ({) ch (Tz) - Tz> (12.24)

RT ( £z + 2Bath(arg;) + 2C ath(arg2)>]

Vo \ L
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Figure 12.5 Pb—Sn phase diagram and phase equilibria
calculated from Equations 12.20 and 12.21.

where

A (60— c/?)" A A A +A
= -, = Co — , = C
ch? (Az/L) P 2T

A 1—A A A
B = —1, C= 1, arg, = Zth il
Ay 1-A A 2L
1—A2 Az
= |—2th (=
TE T\ T A <2L>

12.2.2.4 Calculation of Energy Dissipation Close to the Transformation Front
To calculate the energy dissipation close to the phase transformation front due to

bulk diffusion, we search for the concentration profile close to the front [9]. In order
to do this, let us put down a steady-state equation of flux balance in the element
of region R (Figure 12.6a) moving at constant velocity of the boundary v, in the
reference frame of the transformation boundary:

a
a—i =[I; (x,2) — I} (x + dx,z)|dz - b+ [I (x,2) — I} (x,z+ dz)]dx - b =0
(12.25)
which, on transition from the discrete scheme to the continuous one, changes into
ar: oI
=0 (12.26)
ax 0z

where I and I are fluxes in the reference frame of the boundary along the axes x
and z, respectively.

Let us establish the interrelation of fluxes in the boundary and laboratory
reference frames, all the equations of energy dissipation being written in the latter:

~ 0c(x,z
=TI —cx2)v, I = —SDM

12.27
: : o (12.27)
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Figure 12.6 (a) Element of the transformation region R and
its parameters. (b) Lines I-IIl illustrate the possible con-
centration distributions close to the transformation front;
mode | — without taking into account bulk diffusion; Il and
Il - taking into account bulk diffusion.

where I? is the flux in the laboratory reference frame. Here, we consider the
concentration ¢(z) to be set at the left side of the chosen element R of the boundary,
and a certain unknown concentration c{' at the right side. The latter generally can
differ from the concentration of the supersaturated alloy ¢, (Figure 12.6b).

The balance equation for the fluxes in the volume V = dz - b - hthrough diffusion
fluxes in the laboratory reference frame is

h *

o,  dc oI

dz~b-/ 2 v Z 1% dx=0 (12.28)
o L dx 0x 0z

where we use the following approximation while integrating the flux divergence
(01%/9z) over the boundary thickness:

h o7 2 h 2
al ~ 0 ~ 0
/ £dx = —sD— | ¢(x,z)dz = —sDh ‘) (12.29)
0o 0z 0z% Jo 922
Thus, Equation 12.28 transforms into
Fp
—hsD, dc(zz) — (@ — c(2) + L(hz) = 0 (12.30)
z

where we neglect the flux through the left boundary of the volume element in the
laboratory reference frame, which corresponds to the frozen bulk diffusion behind
the transformation front.

Now, let us write down the balance equation of diffusion fluxes at the right
boundary of the chosen volume element in the region R in the laboratory reference
frame:

dc

L(h,2) = =Dy < )

(12.31)

To find the concentration profile close to the transformation front, we use both
Equation 12.31 and the solution of Fick’s equation for bulk diffusion close to the



12.2 Calculation of Discontinuous Precipitation Parameters in the Pb—Sn System

transformation front taking into account the steady-state mode of the transforma-
tion boundary movement:

d’c(x) de(x)

Dy Hu—g = =0 (12.32)
which brings to interrelation at the boundary x = h:
L(h,
% . = —% = aexp(—kx) (12.33)

where a is the integration constant and k = v/D,,.
To find the integration constant a, we use the matter conservation law for the
concentration profile close to the transformation front (Figure 12.6b):

—veg + Le(h, z) = —v(cq ¢(2)) (12.34)
which gives
6= @ ~exp(kh) (12.35)

v
Now, let us find the concentration distribution close to the transformation front at
x > h from the solution of Equation 12.32 and taking into account the boundary
condition Equation 12.33:

o) =) — (cgy) explklh — %) — 1) = G5 (e ) exp(k(h — ) (12.36)

which meets boundary conditions at x = h and ¢(x) = ¢y at x — oo.

To determine the free energy release rate due to diffusion redistribution of
components close the moving front of discontinuous precipitation reaction, we can
put down similar to Equation 12.14:

Az poo Az poo ~
Wy = 1 / IxXxdde=i/ / (_Dv)ac(x, z) (_ Bu(x,z)> deds
Az Jo Jn Az Jo Jn 0x ax
(12.37)

where I, is the generalized diffusion flux along the x axis close to the reaction
front, X, is the corresponding driving force, and ji(x, z) is the generalized chemical
potential in the point (x, z) close to the transformation front.

For the driving force of diffusion redistribution close to the front R, we put down
the expression

R _[ RT 1 j| ac(x, 2) (12.38)

XX = —— = -2 e
% &ty el —cma) | ox

Assuming that just close the transformation front the concentration along the cell is
c(z,x = h) = ¢, the free energy release rate Equation 12.37, using Equation 12.2,
we may obtain

o° RT 1
Wy = Dyk?(co — c™ 2/ 2k(h—x) [ _o S I
I AT e
RT 1-—
=v [gz(co 7 ((1 —¢o)In ::l +cln c_:; )j| (12.39)
Vin 1—¢; Co

395



396

12 Optimal Regimes in Cellular Decomposition

From Equation 12.39, one can see that the free energy release rate close to the
reaction front is independent of the interdiffusion coefficient. It depends only on
the front velocity and the concentration difference between the supersaturated alloy
co (far from the front) and ¢f' (close to the front) (Figure 12.6b). The concentration
distribution close to the front (Equation 12.36) depends on both the deviation of
¢yt from ¢y and the coefficient k = v/D,. Therefore, in calculating such a kind of
energy dissipation, the concentration cf’ deviation at the front can be arbitrary, it
can be determined from the optimization procedure, and the concentration profile
close to the transformation front must self-consistently adjust to this arbitrary
value ¢’ at the distance given by the coefficient k = v/D, (see Equation 12.36).
In the marginal case, when D, — 0 and the velocity v does not tend to infinity,
from Equation 12.36 we get the relation c(x) |x:h = co, which implies insignificantly
small energy dissipation due to bulk diffusion. At the increase of D,, the profile
may develop at the distance which is commensurate with the interatomic one,
which will require the necessity to take into account the energy dissipation due to
bulk diffusion without the developed profile of concentration distribution close to
the front. On further increase of D,, caused by, say, a temperature rise, we can
obtain a developed profile close to the transformation front.

Calculation of Optimal Parameters To determine the optimal parameters Az, ¢,
and L, we use the principle of maximum rate of free energy release (analogously,

maximum entropy production). In order to do this, we find the extremum over the
d\I’DF

parameters Az and ¢’ from the solution of the variation problem dan 0 and
v4
% = 0 taking into account Equation 12.9. Therefore, the total rate of energy
C,
0

dissipation is written as Wpr = Wpyx + Wpz. For determination of the optimal value
L, let us use Equations 12.2, 12.12, 12.14, 12.20, 12.24, and 12.39. Having found
L, one can calculate the growth rate of a cell, using the triple product sDh (equal
to the product of segregation coefficient, grain boundary diffusion coefficient, and
boundary thickness).

Calculation Results To analyze the solutions of the model worked out, we use the
following parameters for the system Pb—Sn: y = 0.1437 Jm~2 [32], ¢*/# = 2.043
at.9%, cf = 100 at.%, sDh = 2.1 x 102 exp(—4760/RT)m3 s~ [17], and T = 293K.

To find the optimal values for Az, L, and ¢, a special numerical procedure
was applied. The peculiarity of the problem is the absence of global maxima on
the surfaces Wpp(Az, L, ¢f"), Wpz(Az, L, cf'), and Wpx(Az, L, ). It can be visually
illustrated by solving the problem without optimization over c'. In such a case,
one has to maximize the free energy release rate Wpz(Az, L) (which is similar to
maximization of Wpp(Az, L)) taking into account the balance of entropy production:
Wpr(Az, L) = Wpz(Az, L). The behavior of production rate and free energy release
isolines in the vicinity of the solution found by the numerical procedure with
Az =1.02 x 1077m and %' = 7.81 x 10~®m is given in Figure 12.7a—b. From
Figure 12.7a, it is seen that at the increase of both Az and L (the latter is analogous
to the reduction of the transformation rate) the rate of free energy production due to
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(a) production and (b) release of free energy optimal solution search). (d) presents the
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corresponds to the scale of the x axis of (d). and solid line — dependence on L. Calcula-
(c) shows isolines of the differences between tions are performed for co = 10 at.%.

the rates of the free energy production and

phase transformation just increases and does not have a global maximum. The rate
of free energy release due to diffusion redistribution along the precipitation lamella
(Figure 12.7b) has approximately one and the same maximum value along the line
Az/L = const, which also corresponds to the absence of a global maximum. And,
only taking into account the entropy balance Wpr(Az, L) = Wpz(Az, L) allows one
unambiguously to solve the problem of optimum (the solution must be searched for
along the line with zero level in Figure 12.7c). The dependence Wpz(Az, L) along
the indicated line is presented in Figure 12.7d, where both interlamellar distance
and the parameter L are depicted along the x axis. As can be seen, the maxima exist
along the line of entropy production balance at Az = Az* and L = [*°!,

After the calculations were carried out for different supersaturations, it was
established that within the range of ¢y < 20 at.% the maximum rate of free
energy release corresponds to the profile close to the front with ¢’ = ¢y, and
for supersaturations of ¢y =25 and ¢y = 30 at.% to that with ¢’ =22.5 at.%.



398

12 Optimal Regimes in Cellular Decomposition

207 -

206 -

205 -

204 -

Rate of free energy release

203 -

202 L | L | L | L | L
0.18 0.20 0.22 0.24

Concentration, cg'

Figure 12.8 Dependence of free energy release rate
on the concentration ¢’ at decomposition of alloy with
co = 25 at.%.

In Figure 12.8, the dependence of free energy release rate on the concentration
¢y’ is plotted for decomposition of the supersaturated alloy with concentration
co =25 at.%. Thus, one may conclude that energy dissipation due to bulk
diffusion close to the front of discontinuous precipitation at small supersatu-
rations is insignificant (within the approximations accepted at the introduction
of Equation 12.33), which conforms to the generally accepted idea that only dis-
continuous precipitation takes place in the Pb—Sn system [32, 33]. In this case,
the parameters of discontinuous precipitation depend on the shape of Gibbs
potential surface energy and of phase boundaries and grain boundary diffu-
sion parameters. At large supersaturations, the mentioned parameters depend
on energy dissipation caused by the bulk diffusion close to the transformation
front.

Let us also compare the parameters of discontinuous precipitation in the Pb—Sn
system at 293 K, obtained in [34] and determined from the model calculation.
In [34], an X-ray study of aging of Pb—Sn alloys at high (up to 29 at.%) Sn
concentrations was realized. This work was significant in providing the depen-
dence of the tin fraction W (Equation 12.5), which precipitates at the first stage of
aging, on the tin concentration ¢ in the supersaturated o phase (Figure 12.9a).
At average supersaturations, the experiments reported W ~60-65% (for example
[17, 32]) at discontinuous precipitation. Here, we face an issue on the physical
reason for the increase of the tin fraction W at low and high supersaturations of
the initial alloys c.

From the model calculations, it is clear that, by taking into account the energy
dissipation induced by grain boundary diffusion in the transformation front and
bulk diffusion close to it, the value of the tin fraction W is close to the experimental
ones at average and large supersaturations. The obtained concentration profile
along the a-phase cell is presented in Figure 12.9b. Let us compare concentra-
tion dependencies for experimental and model values of interlamellar distance
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Figure 12.9 (a) experimental (dotted line) phases at o = 15 at.%; (c—d) experimental

and model (solid line) concentration de- (dashed line) and model (solid and dotted
pendences of the precipitation coefficient (taking into account interdiffusion) lines)
W (Equation 12.5) in the Pb—Sn system; dependences of interlamellar distance and
(b) calculated concentration change along boundary velocity on the concentration of
the lamella between the middle of the «- the supersaturated alloy co.

phase lamella and the joint of & and B

(Figure 12.9¢) and transformation front rate (Figure 12.9d). On analyzing the given
dependence, we conclude that model values of interlamellar distance have the
same functional dependence on the concentration at different initial supersatura-
tions as experimentally obtained values, though they are slightly underestimated.
Taking into account the energy dissipation due to grain boundary diffusion close
to the transformation front leads to minor corrections, which confirms the hypo-
thesis on the chief role of grain boundary diffusion and only discontinuous
precipitation occurring in the Pb—Sn system at low temperatures. The devia-
tions of experimental and model values of the rate of discontinuous precipitation
front may be used while determining the concentration dependence of the grain
boundary diffusion parameters on the concentration of moving transformation
boundary.

So, the difference between experimental and model values can be explained either
by the concentration dependence of the diffusivity in the grain boundary or by some

0.05 0.10 0.15 020 0.25 0.30
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additional mechanism of energy dissipation close to the phase transformation front
not connected with the ordinary idea of bulk diffusion mechanism, or by kinetics of
solid-state reactions at the transformation boundaries, when the rate of the process
is influenced by both the rate of atomic transitions through the boundary and by
the rate of new phase formation, which tends to infinity in our approach.

12.2.3
Calculation of Entropy Production Taking into Account Grain Boundary Diffusion and
Atomic Jumps through the Grain Boundary

Entropy production due to diffusion redistribution of components in the region
R can be written in the form of Equation 12.14. The driving force in this case
can be obtained as the sum of the bulk chemical potential gradient Xj and the
interphase boundary energy gradient X,. The first form of the driving force
corresponds to the components’ fluxes along the moving grain boundary, and in
our assumptions it is taken to be equal to the gradient of the generalized chemical
potential (Equation 12.23). Here, the rate of the grain boundary diffusion-induced
free energy dissipation can be put down as in Equation 12.24.

Another kind of driving force, X;, is connected with the change of grain boundary
energy along the reaction front. Here, it is presupposed that the interphase
boundary energy depends on the concentration jump through the transformation
boundary. First, let us calculate the grain boundary energy between two grains of
the same phase but with different concentrations, that is, at the oo/« interface,
according to the approach outlined in [35]:

o (c(z)) = oo(c(z) — co)* + const (12.40)
where
\%
oy = nszsg2 i
ZNA

ns stands for the number of atoms per unit area of the interface, z; = 3 is the coordi-
nation number of atoms in the grain boundary, z = 12 is the coordination number
in the grain bulk, and N4 is the Avogadro number. To estimate the parameter
ns, we may use either the expression n, = ﬁ,
fee structure of grain boundary, or the expression n, =

taken in the approximation of

ﬁ, derived from the
approach [36], where a stands for the interatomic distance. Here n,z; is considered
as the number of split interatomic bonds in the grain boundary as compared to the

bond structure in the bulk. A certain mixing energy gf;,//:” per one atom corresponds

to each bond, where v, = XI—FZ is the atomic volume and the volume g, is taken in

[] m‘3]. Then, the additional driving force is

190 1 90 dc(z) 200 ac(z)

%= T3z T hace) oz p B, (24
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The additional part of the free energy dissipation rate due to atomic jumps through
the transformation boundary at the interface between « and « phases is as follows:

> Az 2 2
Wp, = bsD20, / (¢(2) — ¢o) (—8C(z)> dz = Lvg BB sinh’ (E)
Az Jo 0z 8Az L
(12.42)

Dissipation processes at the other side of the moving interface, that is, between
oo and B phases, can be significant and must be taken into account in the
general balance of free energy release. In this case, it is possible to introduce two
additional terms into the expression of the general rate of free energy dissipation.
These terms arise from the grain boundary energy between oy and S phases
with different structures and compositions of neighboring grains. Let us take into
account the energy of grain boundaries between o and B phases in accordance
with [35]:

nsz (1 = co) [GEST — 2(1 — co)gs ] VA (12.43)

Oup =

The first term in the brackets describes the differences between the grain structure
and Sn grain boundary. The second one is similar to that in Equation 12.18.
Physically, the two mentioned terms mean that formation of the § phase implies
both the appearance of a new composition (the second term) and transformation
of the lattice structure (the first term).

While determining the corresponding terms of free energy dissipation, one must
also bear in mind that each elementary volume starts transforming in the «q
phase and finishes in the B phase. During the transformation time t,, = h/v, each
energy change begins from zero and ends in the maximum value (calculated from
Equations 12.40 and 12.43). The simplest averaged estimation gives one-half of the
maximum value. Thus, the terms W described in Equations 12.40 and 12.43 will be
taken as v - 1/2 - ¢-1/h. Then, the two additional terms entering the expression for
the general free energy release will be written in the following form:

v Y1 L_gVn A2 12.44

wp = — (1 — co)* ——= .

Dap Zh( 0) azﬁ NA Aztot ( )
v 1 GV, AZF

Woner = (1~ a0) =T (12.45)

where Az = Az + AZz? is the total interlamellar distance. It should be noted that
the coefficient 1/2 in equations 12.44 and 12.45 correlates with the results from
[13], where we read the rate of free energy release amounts to half the energy used
at formation of a grain boundary.

12.2.3.1 Optimization Procedure and Calculation Results
Thus, the entropy balance is

v = \I"DF(AZ; L) = Wrclease
= Wpy(Az, L) + Wpy (Az, L) + Wpes(Az, L) + Upper(Az, L) (12.46)
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This condition relates Az and L, and turns the dependence Equation 12.46 into a
function of one argument Az.

Since one connection between Az and L is established, let us use the principle
of maximum free energy release to find the optimum of Az from the condition

dw

e (12.47)

The process of solving the variation problem (Equations 12.46 and 12.47) will be
performed according to the algorithm given in Equation 12.2. For the calculations,
we use a set of parameters presented in Equation 12.2. To calculate the triple
product sDh, we apply the expression for interdiffusion coefficient in Darken’s
approximations:

sDh =5 h - (cay Dy + (1 — Cav) D) (1 Few(l— cav)%) (12.48)

where c,y is the averaged Sn concentration in the grain boundary,

0.41 x 1.6 x 10*19> _—
— m- s

hDj, = 7.3 x 1077 -exp( T

(12.49)

0.46 x 1.6 x 1071
hDj, = 6.1 x 1077 - exp (— * oo ) m’s~!

kT

are the tracer diffusivities of both components in pure Pb, found experimentally
in [37]. These diffusion parameters were determined during experimental research
on Pb and Sn isotope redistribution in polycrystalline Pb with moving grain
boundaries.

Further, we can find ¢,y (Az, L) in Equation 12.48 after solving the optimization
problem (Equations 12.46 and 12.47). The triple product is used for the determi-
nation of the transformation front velocity also after the optimization parameters
AZ5L and 59! are found. Therefore, the velocity of the transformation front is

derived from the expression for L°' = ,/sDh/v. Here, the triple product shD itself
is not directly utilized in the optimization procedure. Our model requires only
steadiness of shD for the whole transformation boundary. The actual value of shD
may depend on the averaged concentration behind the transformation front.

First, we analyze the dependence of interlamellar distance and transformation
rate on the change of concentration of the supersaturated solution ¢y and using
the approximation Equation 12.48. Figure 12.10a presents the calculated values
of interlamellar distance taking into account different mechanisms of energy
dissipation as compared to the experimental one (line 5). Taking into account
energy dissipation along the boundary between « and « phases (taking into ac-
count only the term Wp(Az5°F, L59) — line 1, the sum of Wpz(A250%, [50V) and
Wp, (AZ5CL, [59) —line 2 indicates a noticeable deviation of the calculated inter-
lamellar distance from the experimentally determined one while treating the alloys
with small initial supersaturation cy. Taking into account the energy dissipation
at the ap/p interface (the term Wpys(Az5°, [59%) — line 3 and additionally the
term Wppcr(AzSOL, [59%) — line 4 results in too high values of the interlamellar
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Figure 12.10 Experimental (line 5) and calculated (lines
1-4) concentration dependencies: (a) interlamellar distance;
(b) free energy release rate; (c, d) transformation front ve-
locity in dependence on supersaturation ¢o in the Pb—Sn
system at 293 K.

distance. This is explained by the fact that total energy dissipation, when tak-
ing into account additional terms, increases considerably in case of alloys with
small supersaturation, which leads to high interlamellar distances (Figure 12.10b).
One can also use concentration-dependent tracer diffusivities in the following

form:
sn,pb = Dsn,pp(0) €Xp(arcay) (12.50)
where Dg ;,(0) are given in the form of Equation 12.49. Such approximation

can be concerned with the concentration dependence of the liquidus line on the
Pb—Sn phase diagram [33].

First, we examine the behavior of the velocity of the front moving from ¢
using the approximation (Equation 12.48) for shD. Lines 1 and 2 in Figure 12.10c
show the dependence of the transformation front velocity taking into account the
energy dissipation at the ap/a interface (only the term Wpz(AzSOL, [SOL) — line
1, the sum of the terms Wpy(Az5°L, [59%) and Wp, (AZ5CL, LSO — line 2). Here,
the values of the velocity determined from the optimization procedure (i) are
overestimated by an order for alloys with small supersaturation, (ii) coincide
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at average supersaturations, or (iii) are underestimated by an order at large
supersaturations. Taking into account dissipation processes at the oo/ interface
(the term Wpg,e(AZ5CF, 159 — line 3 and additional taking into account the term
Wpper(AZSOL, LSO — line 4 in Figure 12.10D) allows us to obtain the front velocities
close to the experimental ones for the alloys with small and average supersaturations
treated. Atlarge supersaturations, even in this case the transformation front velocity
is underestimated by an order of magnitude.

Now, we consider the influence of concentration dependences (Equation 12.50)
on the dependence of the transformation front velocity on the initial supersatu-
ration. Figure 12.10d presents the mentioned concentration dependences of the
transformation front velocity as compared to the experimental line 1. Line 2 de-
scribes the dependence of the velocity on ¢, taking into account all the energy
dissipation modes using the approximation Equation 12.48. In the case when the
approximation Equation 12.50 is employed, we obtain lines 3 and 4, getting closer

to the experimental values. Here, line 3 was obtained at ny = ﬁ, curve 4 at
_4
. y2e? e . .
grain boundary diffusion to increase with the growth of the averaged concentration,

we observe that the experimental values of the transformation boundary velocity
approach the calculated ones.

A special issue is presented by the precipitation coefficient Equation 12.5, since
its calculation must be done depending on the concentration of the supersaturated
solid solution. From Figure 12.11, it is clear that taking into account only the diffu-

ns = As can be seen, if we take into account the tendency of the coefficient of

sion part of the energy dissipation along the part between oy and « phases results
in the increase of the precipitation coefficient W depending on the concentration
co in the range from 65% at ¢p = 5 at.% to 72% at ¢y = 30 at.%. And taking into
account the dissipation processes between « and 8 phases leads to the increase
of the precipitation coefficient up to 80 %, which coincides with the experimental
value for small and large co.
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Figure 12.11 Experimental (line 5) and calculated (lines
1-4) concentration dependences of the precipitation coef-
ficient W (Equation 12.5) on the supersaturation ¢y in the
Pb—Sn system at 293 K.
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Hence, the calculated parameters of discontinuous precipitation which are close
to the experimental ones can be obtained on the basis of the described problem
involving the extremum of free energy production rate provided the balance both
for matter and entropy production is kept. The results of the calculations carried out
taking into account additional energy dissipation modes are commensurate with
the experimentally determined parameters over a very wide concentration range
and reveal a similar concentration dependence at discontinuous precipitation in
the Pb—Sn system. Taking into account additional energy dissipation modes,
connected with surface energy along the transformation front, leads to obtaining
too low values of the boundary velocity and to a very high precipitation coefficient
W. This fact is confirmed by the conclusion [3, 14] on the description of the
discontinuous precipitation problem in Cahn’s model, which is more comparable
with experiment provided a very large surface energy between « and B phases is
used.

123
Model of Diffusion-Induced Grain Boundary Migration (DIGM) Based on the Extremal
Principle of Entropy Production by the Example of Cu—Ni Thin Films

The important problem of low-temperature diffusive interaction in binary poly-
crystalline thin films is a process of solid solution formation as a result of grain
boundary migration. The phenomenon of DIGM was experimentally and theoret-
ically investigated from different points of view [38—53]. In the DIGM process,
after some incubation period, the grain boundary starts to move inside one of
the grains, leaving the solid solution behind. In this process, the second element
penetrates along the moving grain boundary from vapor or the neighboring grain
of another composition. During DIGM, the free energy of the system decreases but
full thermodynamic equilibrium is not reached. Thus the extent of homogenization
of the system depends on the thermodynamic stimulus and on the efficiency of
possible kinetic mechanisms. The main kinetic parameters are the grain boundary
diffusion coefficients and the mobility of the boundary.

DIGM takes place at sufficiently low temperatures when bulk diffusion is frozen.
The mobility of the grain boundary depends on the mechanism of grain boundary
migration. At high DIGM velocities, the main driving force is the difference in
the Gibbs potential between the front and back parts of the migrating boundary
(chemical-induced boundary migration). At low velocities, when the concentration
step across the migration boundary is absent, the main driving force is the difference
in elastic energy in the penetration zone (in the case of a system with different
atomic volume of the components). The important part of the driving force can
be the energy difference linked with the curvature of the boundary (diffusion-
induced recrystallization). Each type of the effective driving force must correspond
to the conjugate characteristics, some boundary mobility. This structure-sensitive
characteristic depends on the mechanism of migration. The microscopic boundary
mobility depends on the mechanism of formation of shift pressure at the opposite
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sides of the moving boundary. It provides atom (or atomic groups) transition
from one grain to the other according to one of the following mechanisms: due
to lattice flow, or due to different mobilities of atoms in the grain boundary, or
as a result of dislocation climb, or because of the movement of steps and kinks
along the boundary. The mobility can be determined using two methods [36,
52-54). First, it is possible to use the Einstein relation M = D/kT, where D is the
diffusion coefficient of the solute atom across the grain boundary, which has some
intermediate value between the bulk and the grain boundary diffusion coefficients.
Second, the boundary mobility can be calculated from the dependence P(v), where
P is the solute drag force, and v is the boundary velocity.

Below, we shall try to independently determine (i) the concentration profile of
the solid solution formed by DIGM,; (ii) the thickness of the formed solid solution
layer; (iii) the velocity of the boundary in a steady-state regime in the example
of a Cu/Ni/Cu thin film. In our approach, we suppose that the thermodynamic
stimulus of the alloying process is determined by the differences in the Gibbs
potential before and behind the moving boundary. One part of this stimulus is
consumed by free energy release as a result of grain boundary diffusion. The other
part of this stimulus provides the boundary shift, that is, the atom transfer across
the boundary perpendicular to it. In this case, the dissipation of free energy occurs
as the result of friction to boundary migration and the main kinetic parameter
for this process is the boundary mobility. We demonstrate that the consideration
of the balance of entropy and the principle of maximal free energy release rate
unambiguously determine the DIGM parameters in the thin film system viewed
on the basis of a minimum of thermodynamic information about the system and
kinetic parameters.

12.3.1
Model Description

Let us consider the model of solid solution growth as a result DIGM in the thin
film system depicted in Figure 12.12a. In the initial configuration of the sample,
the grain boundary preexists in the thin film A with thickness 2Az, between B
layers of the moving film. We consider the process in the binary system with full
solubility of A and B components. This is illustrated by a model phase diagram in
Figure 12.12b. The driving force of the DIGM, as well as of any other process at a
constant temperature and pressure, is the decrease in the Gibbs potential. At low
temperatures, the homogenization by the usual bulk and grain boundary diffusion
would be too slow. Instead, the grain boundary A/A, providing the grain boundary
diffusion of the B component, is moved leaving behind the alloyed zone (AB solid
solution). In the case of small thickness of the A film (~0.5/10 um), the movement
of the planar boundary is possible.

For the determination of the concentration redistribution along the mov-
ing boundary, we use Cahn’s approach [5], which allows us to determine the
concentration interval in the formed solid solution, from some maximal value ¢c™#
atthe joint B/AB films to ¢™ at the middle of the AB film. In case of moving planar
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Figure 12.12 (a) Cross section of the sam-  boundary; (b) a model phase diagram; the
ple: 2Az, is the thickness of thin film A, initial compositions are co = 0 in thin film
2Az is the thickness of the formed solid so- A and ¢ =1 in thin film B, the resulting
lution AB; the transformation front R moves solid solution has a composition between
at a constant velocity and coincides with the ¢™® and ¢™".

boundary, the concentration dependence (in the alloyed zone) on the coordinate z
along the transformation boundary R, moving with constant velocity, is described
by a steady-state diffusion equation based on the balance of component fluxes
(without specification of the mechanism of atomic jumps) (for example, [5]):

2 —
de c(2) n Co c(z)v

=0 12.51
) A ( )
where
co=0 at 0<z< Az
cozcﬁzl at Azyg <z <Az

Here, s is the segregation coefficient, equal to 1 in our calculation, D is the
coefficient of mutual diffusion in the grain boundary, ¢(z) is the local concentration
in the boundary R, and h is the boundary width.

Then, the solution of Equation 12.51 can be obtained by joining continuously
the concentration profiles and their derivatives at the level of the initial contact
z= Az):

1— o™ = A-ch (AZ) + B-sh (A7) (12.52)
1—c(Azg) =A-ch (AZO/L) + B-sh (AZO/L)
ac' (2) _ w
92 |azg40 o 0z Azg—0

Then we obtain the next relation for the concentration profile inside the AB solid
solution:

d(z=1-A-ch (Z/L) —B-sh (Z/L) at Azy <z <Az (12.53)

ch(z/L) —E.ch (Z/L) at 0<z<Az (12.54)

II _
@ =clhn) o T T
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where
- %, B=—sh (AZO/L>
o= (370 (o (37 )
¢ = 1— A.ch(Az/L) — B-sh(Az/L) (12.55)
E = c(Azg) ————
ch (Az/L)

Hence, for the unambiguous determination of the solid solution growth parameters
in the thin films (with given initial thickness Azp), it is necessary to find the
thickness of the AB solid solution Az and the parameter L. The kinetic coefficient
L can be determined from the boundary velocity v and the triple product sDh,

Let us analyze the growth of a binary solid solution film with thickness 2Az which
is larger than the initial thickness 2Az, of the A film by the value 2Az*. This
thickening is linked with diffusion mixing of A and B components in the alloying
zone and must be proved by mass conservation.

12.3.1.1 Mass Conservation and Thermodynamic Description

Let us determine the relation between Az and Az, using the matter conservation
law at components’ redistribution in the transformation region R. Thus, at trans-
formation of the elements of the film A with the length dz, and concentration
co and the film B with the length dz* and concentration ¢ into a section of
solid solution of length dz and concentration ¢ (z), the law of mass conservation
yields:

c(z)dz = ¢(2)(dzo + dz*) = codzy + Pdz* (12.56)
If we take into consideration ¢y = 0 and ¢® = 1, we obtain the relation
. @ =0 c(2)
dz* = =
A —cz 1-c(2)
c? — ¢y 1
dz = —— =—dz 12.5
“ c? —c(2) %0 1—c(2) 0 (12:57)
Then
Az Az
Azy = / dzo = / (1—c(2)dz
’ Azo ’ Az
= / (1-c"(2)dz +/ (1-c'(2))dz (12.58)
0 Az

holds, which allows the determination of the dependencies ¢ (Azp), ¢™* and the
coefficients A, B, and E in Equation 12.55.
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To determine independently the main kinetic parameters Az and L, we use the
principle of maximum rate of the free energy release, the balance of the entropy
fluxes, and Cahn’s solution of the mass transfer equation. Let us assume that the
change in the entropy d.S during the elementary time interval dt as a result of the
alloying in the region R (coinciding with the interphase boundary) after shifting
by its width is equal to the change in the entropy d;S as a result of the dissipation
process in the same region R. We consider a quasi-stationary process obeying the
condition [18]

ds _dS | dS _
dt — dt dt

which means that the total entropy change in the moving open system is zero (this

0 (12.59)

condition is valid at a constant transformation front velocity v). In order to pass
from the rate of entropy change to the rate of free energy release, we can use the
relation (valid at a constant temperature and pressure):

ds;e  1dG. .
dt T dt (12.60)
In this case, the rate of the free energy release in the region R is [18, 19]
d;iS 4G dG
V=T—=T avVv=—-—= 0 12.61
dt ﬁ,d dt at ( )

12.3.1.2 Calculation of the Entropy Production Rate due to Grain Boundary Diffusion
For the rate of free energy release as a result of diffusion redistribution of
components along the region R, we can put down [16, 18, 19]

Az Az ~
Wep = @/ IXdz :@/ (—sb)% (—M> dz (12.62)
Az Jo Az Jy 0z 0z

where [ is the generalized flux along the z axis, X is the driving force causing the
flux along z axis, and
_ g

M(Z)=MA—I/«B=E

is the generalized chemical potential at a point z of the region R, which is constant
over the boundary thickness.
The change of the Gibbs potential can be written as

AG(d2) = g(c(2))dz — g(co)dzo — g(cP)dz* (12.63)

where g(c(z))dz is the Gibbs potential of the formed solution (of the o phase) band
of length dz at the point z with the concentration ¢(z) in the region R, gf is the
Gibbs potential of the B film, and g(co) is the Gibbs potential of the A film in
front of the transformation boundary. Expanding the Gibbs potential into a Taylor
series with respect to g(c*/# = 0.5) and retaining terms up to the second order, we
obtain

AG = - [(C(z) — c/P)’ — ool (0 — c"‘/ﬂ)z}g”l ap =f(e(2))g" (12.64)
2 b —co ‘
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//|

where f(c(z)) < 0 and g” = g"| /g > 0 is the curvature of the Gibbs potential at
the point with concentration ¢®. Then,

IAG (co — /)’
(0 = = —_ a/ﬁ _— 4 12.65
=5 [(c(z) /P 27— |® (12.65)
Finally, for the driving force of grain boundary diffusion we have:
x = OB _ 9, (12.66)
0z 0z

Now, for the rate of free energy release due to longitudinal grain boundary
diffusion (Equation 12.62), using Equations 12.53 and 12.54, we may put down

s Azg 1 2 Az I 2
0, = donG _ g'Dhb (/ (80 (z)) dz+/ (ac (z)) dZ)
dt Az 0 0z Azy \ 0z
0 ([ (220) cn (82) - 23]
20z L L L
2. g2 Az A2\ (2% Az
+ (A +B)|:sh(L)ch<L) sh<L>ch<L)i|
+ (B - A?) w + AB [ch (%) —ch (ZALZ")D (12.67)

12.3.1.3 Calculation of the Driving Force
Second, for the rate of free energy production due to the solution formation in the
volume R, we can formulate the expression

dG vb
¢~ dt ~ Az

( cH (z) — (z)] dz +/

Az

:T( — A2 Az — AZO+E h<ALzo>

2 oo (32) 2] Ao (3) 5 (2)]
ol (F) - ()] [0 (F) - (7))

—(A2+BZ)E [sh <TZ) ch(%) - h(Af())ch (%)D (12.68)

We presuppose that new grain boundaries do not form in the DIGM process.

The difference between the thermodynamic stimulus and the dissipation
energy as a result of grain boundary diffusion can provide the determination
of the effective driving force for the movement of the grain boundary. This
effective driving force is spent in overcoming the boundary friction with the
mobility M. The rate of energy release as a result of the diffusive redistribution

AG( (2))dz

Az

(@) - @) dz)
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of components through (perpendicular to) grain boundary can be written
as:

_ G _ 4G _dwG_ v (12.69)
TTode dt d M '
Equation 12.69 is written using the balance of entropy (or free energy release at T,
P = const). The considered dependences allow us to determine the corresponding
value of the parameter L for each value of Az.

Additional application of the principle of maximum rate of free energy release

(entropy production) in the form

d.G(Az L)
S N
dt
allows us to simultaneously determine both Az and L; that is, the rate of the
steady-state process. This principle means that an open dissipative system that is in
anonequilibrium state evolves to an equilibrium state with maximal possible speed
which corresponds the maximal rate of free energy release (entropy production).

max (12.70)

12.3.2
Results of Model Calculations for the Cu—Ni System

We apply now the model approach to the Cu/Ni/Cu system with a thickness of the
A film of several micrometers at a temperature 888 K. The DIGM in such system
for the case of the bulk sample was investigated in [47-49, 51]. We suppose that in
such a thin film system it is possible to investigate the movement of the flat grain
boundary by DIGM mechanism without the influence the boundary curvature.

12.3.2.1 Determination of the Curvature of the Gibbs Potential

For the determination of g” in the Cu—Ni system, it is possible to use the subregular
model [51, 55-58]:

g(cg) = caGy + s Gy + RT (calnca + cgIncg) + GF + GM° (12.71)

where G? (i = A, B) is the molar energy of each pure element, G is the mixing
energy, and GM° is the contribution of the magnetic ordering. The expression for
G™ has the form:

GE — CACB [OLA,B +1 LA,B (CA — CB)] (1272)

where Lpp = Loy = 8366.0 +2.802- T, and Lo,y = —4359.6 + 1.812- T
J mol~1. The contribution of the magnetic ordering is calculated according to

GM =RTIn(B+1)f (v) (12.73)
where
o T
N Tc (CB)

T.(cg), B and f (r) were described in [51]. Using the polynomial fitting of
second order and the method of least-squares, we determine the curvature
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of the Gibbs potential, which for the whole concentration interval is equal to
g’ = 7400 ] (mol m?)~1,

12.3.2.2 Diffusion Parameters of the System

In the case of the Cu—Ni system at 888 K, we use the bulk diffusion coefficient
before and behind the moving boundary equal to D,, = 3.8 x 1072° m? s~ [51]. The
grain boundary diffusion coefficient is evaluated from the empirical expression:

89-T;

Dgg =107 - exp (— ) =25x 10" m?s! (12.74)

where T is the simple average of the melting temperature of Cu and Ni.

12.3.2.3 Grain Boundary Mobility
The calculation of the DIGM parameters is performed using, firstly, the experimen-
tally determined mobility M = 2 x 10~ m* (Js)~! from the model [51] in the case
when the curvature of the grain boundary is absent; and secondly, by estimating
the value of the mobility using the diffusion coefficient D, across (perpendicular
to) the grain boundary and the Einstein expression

. D Lazé

M= = (12.75)

where a = 3.52 A is the interatomic distance, and £ is a geometrical factor equal
to 1 / 44/2 for the fcc lattice. For the determination of the diffusion coefficient D |,
we can use the model [59] (see also [60]), which links D, with the bulk diffusion
coefficient D, and the grain boundary energy (y = 0.87] m~2) for the Cu—Ni
system:

2
D, = Dy exp (%) —=2.5x 10716 m?s~! (12.76)

In this case, the free energy release rate due to transversal grain boundary diffusion
(“friction” boundary) has the form:
v? v DhkT

\I/ = — =1V — = _
"M UM T VD, 2

(12.77)
12.3.2.4 Results of the Model Calculation for the Cu/Ni/Cu-Like System

We solved the variation problem (Equations 12.69—12.70) numerically and found
the solutions Az = Az5°! and I5°L. Then we determined the value of v using
the given triple product shD from the value LS°'. A special numerical proce-
dure for finding the optimal values Az5°' and I5°" was constructed. To solve
this variation problem, it is necessary to maximize the rate of the free energy
release W,(Az, L) taking into consideration the balance of the entropy production
(Equation 12.59):

W,(Az, L) = Wep(Az, ) + W, (Az, L)

In this case, it is necessary to find the solution along the line of zero level
in Figure 12.13. The dependencies W(Az, L) along this line are presented in
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s s s s s P
0 1 2 3 4 5 6 7 8 9
Az/[ Az,

Figure 12.13 Line of entropy balance on the AB film
thickness (x axis) and parameter L (y axis).

Figure 12.14. Evidently, along the line of entropy balance the maximal entropy
production is reached at some point Az = Az**' and L = L%,

In Figure 12.14, the calculated dependencies of the free energy release rate are
shown. Additionally, Table 12.1 gives the calculated DIGM parameter dependencies
on mobility for the Cu/Ni/Cu system at the initial thickness of the A film equal to
Az = 107° m. Variant (a) corresponds to a low mobility compared with the experi-
mental determination [51], variant (b) corresponds to a mobility determined in [51]
in the case of the maximum value of effective driving force, variant (c) corresponds
the mobility calculated by Equation 12.75, and variant (d) corresponds to a high
mobility.

From Figure 12.14, we can see that, with an increase of the boundary mobility,
the free energy release rate is increased as a result of lateral diffusion along the
grain boundary and the free energy release rate is decreased as a result of the
transversal grain boundary diffusion (“friction” boundary). Here, the maximum
value of Wgp(Az, L) is shifted to the right, and the maximum of W, (Az, L) to

Table 12.1  Calculated DIGM parameters at an initial thick-
ness of the Ni film of 1 um for various mobilities.

N 1 2 3 4

Mm* (sl  1x1072°  2x107Y7  4.2x107¢ 1x107"

L (m) 1x10™*  2.6x107¢  7.7x1077  5.9x1077
Az (m) 4x107°  3.6x107%  2.6x107%  2.5x107°
T, (ms7Y) 1x10712  1.7x10™° 1.8x107%  3.2x107%
crmax 0.75 0.78 0.9 0.92
c(Azp) 0.75 0.67 0.53 0.51

cmin 0.75 0.62 0.27 0.18
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Figure 12.14 Rates of entropy produc- (d) M=1x10""m?* (Js)~". The rates of
tion dependence on thickening of the A entropy production: total — solid line, input
film with an initial thickness of 1 um un- of grain boundary diffusion — broken line;
der different mobilities: (a) M =1 x 107%; input of “friction” — dotted line.

by M=2x10""; (c) M=4.2x107"5;

the left from the resulting maximum W,(Az, L). This means that taking into
account W, (Az, L) leads to the reduction of the interlamellar distance in the
problems of periodic structures at decomposition or solution formation. From
Table 12.1, we can see that the increase of the boundary mobility causes the
increase of the boundary velocity in the DIGM process and the decrease of the
forming solid solution thickness. In this case, the maximal solubility of the B
component goes to 1 and the minimal solubility goes to 0 in the middle of AB
film.

Let us consider the influence of the initial thickness of the Ni film on the
DIGM parameters (Table 12.2). We also compare the values of velocity obtained
experimentally [15] for the high effective driving force v ~ 107 ms™!
shown in Table 12.2. The experimental value corresponds to the velocity in a thick

, which are

film with an initial thickness 10 um, which points to the correctness of our model
approach.
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Table 12.2  Calculated DIGM parameters at mobility M =
4.2 x 107" m*/() s) by varying the Ni thickness Azp.

N 1 2 3 4 5 6

Az (m) 05x107°  1x107° 2x107¢ 5% 107 7 % 107° 10 x 107¢

L (m) 72x1077  77x107  97x107 13x107® 14x107® 1.5x107°
Az (m) 1.5%x107°  2.6x107° 49x10°° 11x10 14x10° 1.8x107°
Az/ Az 3 2.6 2.45 2.2 2 1.8

Az/L 2.1 3.4 5.05 8.5 10 12

YT (ms™) 22x1072  1.8x107% 12x107® 67x107° 58x107° 48x107°
cmax 0.82 0.9 0.95 0.98 0.99 0.99
c(Azo) 0.6 0.53 0.51 0.5 0.5 0.5

cmin 0.48 0.27 0.13 0.02 0.001 0.001

From the model calculation, we can see that, on increase of the Ni film thick-
ness from 0.5 to 10 um, the boundary velocity strongly increases; the thickening
coefficient Az/Az, decreases; and the Az/L parameter, on which the kind of
concentration profile in the alloying zone depends, increases. Some concentration
profiles are shown in Figure 12.15.

We can see that at a small initial Ni film thickness the concentration profile
is developing into the whole thickness of the solid solution film. On increas-
ing the initial Ni film thickness, the solid solution inside this film cannot
be formed (see Figure 12.15b). In case the boundary mobility depends on the
chemical composition, it can cause the curvature to move the boundary dur-
ing the DIGM and it can be experimentally obtained in a bulk polycrystalline
samples [47, 49].

0.9 C 10k
s 0.8 C S 08
= 07F = 3
S 3 S 06
5 0°r 5 ol
g o5 g 04r
O 04 O 02F

0.3f ok

E ol . ! . ! . I S U B
0 1 2 3 0 5 10 15 20

(@ z (um) (b) Z (um)

Figure 12.15 Concentration dependences ¢(z) along the
moving grain boundary under the same mobility but differ-
ent initial thicknesses of Ni film: (a) 0.5 um — solid line,

1 um — dotted line; (b) 10 um.
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12.4
Entropy Production as a Regularization Factor in Solving the Inverse Diffusion
Problem

Ill-posed inverse diffusion problems [16, 61-63] can be solved by the Tikhonov
regularization methods [64]. In this case, an additional condition of smoothness is
imposed on the solution. In the general Tikhonov method, the main component
can be written as the difference of the solution of the corresponding system of
linear algebraic equations. The additional component is written on the basis
of the empirical information on the sought-after regularization condition. It
can be the squared discrepancy of the first or second derivative. The additional
component enters into the general functional with a certain weight « called
the regularization parameter. For « = 0, the inverse problem is solved without
regularization. When solving the inverse problem, the parameter « is chosen in
such a way that the deviation of the perturbed initial concentration profile from the
profile calculated with the diffusion coefficient determined by solving the inverse
problem is comparable with the error of experimental measurements of the initial
concentration profile.

We demonstrate that the squared entropy production can be a physically substan-
tiated regularization term for transport problems, for example, diffusion problems
[64]. It should be noted that the first and second derivatives of the concentration
are used to solve the inverse diffusion problems. They are the quantities that are
calculated from the experimental data with large errors and yield ill-posed results
(most often the calculated diffusivities are too high and strongly oscillate from one
concentration to another). Minimization of the entropy production significantly
decreases (up to absolute absence) local diffusion fluxes between neighboring
points. Moreover, the larger the weight of the entropy production term entering
into the discrepancy functional, the smoother the solution obtained. When «
is optimal, a solution of the direct diffusion problem with the diffusion coeffi-
cients obtained will yield the concentration profile best fitted to the experimental
one.

12.4.1
Description of the Procedure of the Inverse Diffusion Problem Solution for a Binary
System

The process of concentration redistribution in a binary system caused by diffusion
is described by the second Fick’s law [16, 61-63]

be_ 0 (g 12.78
- = c)— .

ot 0x ( )ax ( )
where c¢(x,t) is the concentration profile and D(c) is the concentration-
dependent diffusion coefficient. A solution of the boundary problem described by
Equation 12.78 is a concentration profile calculated at the given moment of time.

On the other hand, the concentration profile is determined by X-ray microanalysis
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of the diffusion zone. These two profiles differ because of errors in measuring
the experimental profile. These experimental errors considerably distort the result
of inverse problem solution when the concentration-dependent diffusivities are
calculated on the basis of the experimental concentration distribution. Using the
regularization algorithms in solving the ill-posed inverse problems by Tikhonov’s
method [65, 66] allows one to determine the concentration-dependent expression
for the interdiffusion coefficient with the corresponding limit imposed on
smoothness and oscillations; thus, it makes the solution stable with respect to
input data perturbations.

Let us consider the discrepancy functional to be minimized in the process of the
correct solution of the inverse diffusion problem in the form

© U N 2)ds
0={5 ~5205] *“’a
Here, the first term characterizes the discrepancy of solving the system of linear
algebraic equations for the examined diffusion problem. The second term describes
the regularization procedure and is set to be equal to the squared entropy produc-
tion. The degree of smoothing of the inverse problem solution depends on the
regularization parameter «. In our treatment, both the first and second terms are
involved in the regularization procedure proceeding from physical interrelations
for the described process rather than from the smoothness of the first or second
derivative in the finite-difference procedure.

We now express the entropy production during diffusion interaction using
standard notions of linear nonequilibrium thermodynamics [16]:

95— (<o) (<2 — e (L) ¢ 12.80
3 = X=(-Pag )\ =5 ) =POl5;) 80 (12.80)

Here I is the generalized diffusion flux in the binary diffusion pair, X is the driving
force of the diffusion flux,
f=p1— = %
c
is the generalized chemical potential, and g”(c) is the thermodynamic multiplier
(taken in units of kT) caused by the energy of mixing of the binary solid solution
(in our calculations, it is set equal to zero).
To obtain a linear system of algebraic equations from Equation 12.79, we
take advantage of a quadratic dependence of the diffusion coefficient on the
concentration:

2
— min (12.79)

Ny+1
D=aq + ayc+ asc® = Z a(Ly)ct1! (12.81)
L1=1

where N; = 2, and we also use the parabolic Boltzmann substitution & = x/+/t.
We now express the discrepancy functional (Equation 12.79) as

N N
(c) = Z ! ta Z @3, (12.82)
k=1 k=1
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where

Ni+1
Oy = § dc n Z o (L) {8 % L=1 (36) (L — 1)CL1 z} (12.83)

298 o2 €
N1+1
@, = % =Y a {(a?) c,fll} (12.84)
=1

where k is the serial number of the point on the concentration profile, and N is the
number of points on the profile.

The procedure of determining optimal values of the coefficients 4(L1) is the
following. For different values of the coefficient «, we find a minimum of
the discrepancy functional (Equations 12.82-12.84) first with the use of ran-
dom search for the genetic algorithm [67] and then refining a(L1) values by the
Newton—Raphson method of finding the roots for the corresponding system of
nonlinear equations or/and by the gradient descent method of minimization of
the discrepancy functional [68]. In this case, the system of independent equations
for the Newton—Raphson method is formed by differentiation of the discrepancy
functional (Equation 12.35) with respect to the parameters a(L1):

00(0) | [ 1 (da B
da(L1) ‘ZHasZ g +(as> (= De ]q’”‘

k=1

2
ta [(2—?) c,f”] <I>2_;{| =0 (12.85)

Thus, solving the system of Equations 12.85, we find a set of coefficients a(L1)
for the value of the regularization parameter & which minimizes the functional
(Equation 12.82).

For each set a(L1), the concentration profile ¢ is calculated by solving the
direct diffusion problem (Equation 12.78). The set of coefficients a(L1) that yields
the concentration profile best fitted to the experimental profile ¢ ", that is, whose
discrepancy

is minimum, is considered to be optimal.

12.4.2
Results of Model Calculations

In test examples, we calculated the experimental profile by solving direct diffusion
problems (Equation 12.78) with a diffusion coefficient (Equation 12.81) for preset
parameters a(1)°-a(3)°. In order to do so, we used the numerical procedure of
solving nonlinear parabolic equations described in [68]. After that, the calculated

profile was distorted by the addition of a random concentration proportional to
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the experimental error. The concentration profile ¢, * so obtained was used in the
procedure of determining optimal values of coefficients a(1)-a(3), which were then
compared with the preset parameters a(1)°—a(3)°. The parameters a(1)—a(3) were
also used to calculate the concentration profile ¢, which was compared with the
initial profile ¢, . In the calculations, we used the concentration dependence of the
diffusion coefficient (see Figure 12.16a) analogous to that for the Cu—Au, Ni-Pt,
or Ni—Pd system [61]. Results of test calculations for the indicated perturbations
amplitudes of the initial concentration profile are presented in Table 12.3 and
Figure 12.16.

From the table, it can be seen that the suggested procedure for solving the
inverse diffusion problem with the use of the regularization term expressed
as a squared entropy production is stable enough even when the perturbation
amplitude of the concentration reaches 10%. It should be noted that the procedure
without regularization yields unstable solutions already when the perturbation
amplitude of the initial concentration profile reaches 0.1%. Model calculations
demonstrated that the calculated parameters a(1)—a(3) were close in values to the
preset parameters a(1)°—a(3)° for perturbation amplitudes up to 1%. In this case,
the preset and calculated concentration profiles almost coincided (for example,
see Figure 12.16b). When the perturbations amplitude of the concentration profile
exceeded 1%, the parameters a(1)—a(3) determined by the inverse problem solution
were underestimated by several times in comparison with 4(1)°~a(3)°. Moreover,
less developed concentration profiles were obtained (see Figure 12.16c and d);
however, the solution procedure remained stable.

Table 12.3  Calculated parameters versus discrepancy of the concentration profile
the degree of perturbation of the initial con-  reconstructed from the distorted profile, and
centration profile calculated from the de- a(1)—a(3) are the parameters of the diffusion

pendence D(c) with parameters a(1)® =1 x  coefficient calculated by solving the inverse
1074, a(2)° =6 x107%, a(3)° = —4 x 107*:  problem.
« is the regularization parameter, 7 is the

Error (%) 0 0.1 1

o 1.26 x 1073 7.94 x 107° 5.02 x 1073
n 1.49 x 10™* 3.39 x 107+ 3.54 x 1073
a(1) 9.48 x 1073 1.06 x 107* 1.25 x 107
a(2) 5.29 x 107* 539 x 1074 4.04 x 1074
a(3) —4.39x 107 —3.45x107* —3.66 x 107
Error (%) 3 5 10

o 7.94 x 1071 5.31x 1072 531x 1073
n 1.46 x 1072 8.11 x 1073 1.99 x 1072
a(1) 3.14 % 107° 5.25x 107° 2.25x 1077
a(2) 249 x 1074 433 x 107* 7.79 x 107
a(3) —2.73 x 107* —4.57 x 107* —1.11x 107*
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12.5 Conclusions

12.5
Conclusions

A model for self-consistent determination of the main parameters of discontin-
uous precipitation in binary systems at low temperatures is worked out. Here,
in addition to the equation of grain boundary diffusion in the moving bound-
ary (which coincides with the transformation region) and bulk diffusion close
to the transformation front, two other equations were used: for the balance of
entropy fluxes and maximum rate of free energy release. Applying thermody-
namic data about the system enables an unambiguous determination of the
interlamellar distance, the velocity of the planar transformation front, concentra-
tion profile close to the transformation front, residual supersaturation behind the
front, and other characteristics of discontinuous precipitation. The calculations
demonstrated that energy dissipation in the open system due to bulk diffusion
close to the transformation front should be taken into account at supersatu-
rations higher than 20 at.%, though this introduces minor corrections to the
results obtained without such a procedure. The found concentration dependences
of the discontinuous precipitation parameters are similar to the experimental
ones, which allows us to use the proposed formalism in solving the inverse
problem, when diffusion parameters at interphase boundaries at low tempera-
tures are determined on the basis of the analysis of discontinuous precipitation
parameters.

The model for self-consistent determination of DIGM parameters in a thin
film binary system with a planar front of solution formation at low homol-
ogous temperatures is developed. Simultaneously, in addition to the equation
of grain boundary diffusion in the moving interphase boundary, the following
equations were used: the equation for entropy balance and maximum rate of
entropy production (maximum rate of free energy release). The model presup-
poses different ways to estimate the mobility of the boundary. Thermodynamic
data provide a self-consistent calculation of thermodynamic stimulus and deter-
mination of the driving force of the diffusion process considered. The developed
model and subsequent calculations allowed us to find the thickness of the formed
solid solution, the velocity of the solution formation front, and the concentra-
tion profile in the formed solid solution depending on the initial thickness of
the average film. The model calculation for the DIGM process in Cu/Ni/Cu-
like thin films system is done at different values of the kinetic parameters and
initial conditions. We describe the thin film size effect on the grain boundary
velocity, thickening related to solid solution formation, and form of the concen-
tration profile in the forming solid solution. Then, we point at the size effect
as the possible reason of the curvature of the moving grain boundary in bulk
samples.

The method providing the stability increase for the solution of the inverse diffu-
sion problem in a binary system is presented. It is shown that entropy production
may serve as a physically adequate regularization term in the discrepancy functional
in the process of solving the inverse diffusion problem. Stabilization of the solution
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is achieved by the imposed additional condition of minimization of local entropy
production with the corresponding weight coefficient: that is, Tikhonov’s regu-
larization parameter. Choosing the optimal regularization parameter leads to the
solution closest to the experimental one, the initial concentration profiles being
considerably distorted.

Model calculations were carried out by the example of a parabolic depen-
dence of the interdiffusion coefficient for a binary system. The efficiency
of the method was demonstrated for significant perturbations of the model
experimental concentration profile up to 10% with respect to the exact values.
The additional smoothing component of the discrepancy functional expressed
as squared entropy production can be set to solve any inverse problems of
heat and mass transfer. The suggested method, unlike the Matano—Boltzmann
method, can be generalized to multicomponent systems with arbitrary sample
configurations.
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13
Nucleation and Phase Separation in Nanovolumes
Aram S. Shirinyan and Andriy M. Gusak

13.1
Introduction

Nanostructure design is a key aspect of nanotechnology. Nanotechnologies are
being considered as the driving force behind a new industrial revolution. Nan-
otechnology is directed to achieving the ability to build materials and products at
an atomic level of high precision and has been one of the most active areas of
scientific research in the last decade [1-6]. Metal nanoparticles and nanopowders
have a special significance among nanostructured materials, which is due to their
wide practical applications such as in transportation, aerospace, sports products,
cosmetics, medicine, chemical and food processing, and military applications.

At the same time, nanosystems and, in particular, nanoparticles are mainly
studied in the framework of solid state or technological works, such as vacuum
evaporation, heterogeneous catalysis, synthesis of very fine powders, nanostruc-
tures, nanoelectronics, and so on. Nanoparticles are also seen embedded in
structures such as the so-called composite materials or clusters of implanted ma-
terials irradiated by particles from nuclear reactors. They are also of interest in
other fields such as astrophysics since nanoparticles are present in the dust in
free space and in the atmosphere of earth generated by natural events such as
volcanic eruptions and forest fires. The toxic effects of nanomaterials that have been
brought to light recently show that some types of nanomaterials can be dangerous.
Nanotechnology risks in the long term have become a subject of concern insurance
companies [7].

In order to develop nanomaterials with the desired structure and properties, the
knowledge of basic principles and specific features of self-organization processes at
the atomic and/or molecular level is of fundamental importance. However, despite
the widely acknowledged importance of nanomaterials, the understanding of the
specific features of the evolution of first-order phase transitions in such systems is
far from complete. The earliest known use of nanoparticles dates back to the ninth
century and the reign of the Abbasid Dynasty. Arab potters used nanoparticles in
their glazes so that objects would change color depending on the viewing angle
(the so-called polychrome lustre) [8].
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One of the well-known physical properties of modern nanomaterials is the
variation of the melting temperature with the size of the samples [9—13]. Such kind
of behavior is known for a long time and has been verified by recent experimental,
theoretical, and computer investigations on melting and superheating of low-
dimensional materials [14]. As another example where size-induced phenomena
occur, one can mention the increase in solubility of chemical elements as their
size decreases. It is also known that a decrease of a system’s size can cause the
formation of unusual crystalline modifications, amorphization, change of melting
temperature, surface tension, difference between temperatures of melting and
crystallization, and high ability to form intermetallic compounds. Therefore, the
sizes of critical nuclei of the new phases in first-order phase transitions have the
same order of magnitude as the whole material. As we shall see in the following,
this fact substantially changes the physics and chemistry of the processes in
nanomaterials.

Nanomaterials are also called ultrafine particles or dispersed systems (DSs). The
notion “nanomaterials” is used for systems that contain at least one small (less than
100 nm) dispersed constituent part in one dimension [15, 16]. Those are thin films,
amorphous metals, powders, clusters, formations in porous glasses and materials,
small metallic particles, clusters, carbon nanotubes, fullerenes, quantum dots, and
so on. [15]. Many physical and chemical properties of such DSs depend on their
size and this size dependence is of general character. In this respect, it is worth
noting that systems with a size in the range of 1-100 nm are in an intermediate
state between the solid and the molecular one. When the number of atoms in
the system amounts to thousands or above, the properties evolve gradually from
molecular to solid ones. For such systems, the ratio of the number of surface to
volume atoms is not small. It is, then, obvious that surface effects on cohesive
properties of such a system cannot be neglected. When one extrapolates this simple
argument to compound materials, one concludes that their behavior and phase
diagrams might differ from those of the bulk material [12, 17].

In the present chapter, we analyze first-order phase transitions in nanosystems
both from the thermodynamic viewpoint and with respect to specific features
of phase diagrams of nanostructures and kinetics of such processes, specifically
targeting at metallic nanoalloys. First-order phase transformations are being spoken
of as transformations following the nucleation of new phase clusters. Progress in
differential scanning calorimetry allows a detailed tracing of the initial stages
of phase transformations in solids including formation and growth of new phase
nuclei [18, 19]. In the usual treatment of nucleation, it is assumed that the volume of
a system is much larger than the volume of the nucleus, so that there is no problem
of matter supply. In a DS, the total amount of one of the chemical components
may be too small for the synthesis of the critical nucleus or for phase formation
during the competition of two and more phases. We call it the depletion effect.
We shall see that depletion effects become crucial for binary and multicomponent
nucleation.

Most practical applications of nanomaterials will require large quantities of a
suitable powder product. One of the fundamental problems in nanoscience is the
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behavior of a nanopowder under changing external conditions such as temperature,
pressure, and chemical composition of the environment. These questions are
discussed in the last part of the present chapter.

Altogether, one can presume that, from the viewpoint of structural stability,
four fundamental problems should be addressed: (i) the effect of size on the
properties of nanosystems; (ii) the effect of defects in nanomaterials on their
internal structures; (iii) the evolution of nanomaterials at the beginning of their
synthesis, (iv) the stability of nanosystems under varying external conditions and
fields. All these problems have not been completely solved yet both from theoretical
and experimental points of view.

13.2
Physics of Small Particles and Dispersed Systems

There are two main types of unique properties associated with DSs: (i) novel
optical, electrical, and magnetic properties due to quantum confinement effects;
and (ii) changes in surface and physicochemical properties due to smaller physical
dimensions. In our analysis here, we will concentrate on the second type of
finite-size effects.

13.2.1
Nano-Thermodynamics

One generally considers that thermodynamics is valid when the number of atoms
is “large” [20]. However, what is “large”’? Are nanosystems “large” with respect to
the thermodynamics definition?

Especially important is this question with respect to phase transformations.
In a rigorous theoretical treatment, the phase transition (as a steplike change of
the first- or second-order derivatives of Gibbs potential) is defined only in the
“thermodynamic limit” Ny — oo, V — oco. Ny here is the number of atoms and
V is the volume of the system. Nevertheless, everybody is applying the notion of
phase transformations to rather small (even nano) systems. One should expect
that the behavior of various parameters during such “gradual” transformations is
smeared by fluctuations so that the transition point should become a transition
interval, the solubility line should become a “solubility band,” and so on.

We would like to emphasize here three main peculiarities of nanosystems with
respect to thermodynamics:

1) large fluctuations,

2) nonnegligible ratio of the number of surface atoms to bulk atoms,

3) considerable depletion of binary or multicomponent nanoparticles at the initial
nucleation stage of transformation.

The second issue is the most frequently discussed and used. The importance of
issue (3) is much less known and understood.
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13.2.2
Production of Dispersed Systems

The synthesis of nanoparticles is not a simple task; however, numerous techniques
have been developed for that purpose [14—16]. In all experimental studies, several
key aspects are crucial:

1) preparation of the DS,

2) detection of the corresponding phase transition points,

3) determination of DS sizes and their size and space distributions,

4) accurate measurement of temperature, pressure, and composition, and
5) methods to avoid oxidation of small particles.

About 35 years ago, the production of noble-gas clusters and metallic clusters
became available as a result of free beam sources [21, 22]. Let us estimate the
time scale of 1 nm size nanocluster production by these techniques [23]. There,
the typical metal vapor temperature, T, is about 1500 K and the pressure, p, is
nearly equal to 500 Pa, and the estimated size of the clusters is L = 1 nm. Then,
using the kinetic theory of gases, one obtains the incident atomic flux on the
cluster, F, which is the number of metal atoms hitting the nanocluster surface per
second:

p
F=I"——— 13.1
(mkT)1/2 (13-1)
where m is the mass of the atoms and k is the Boltzmann constant. Simple algebra
yields the value F = 107 s™! and the corresponding time scale t = F~' = 1077 s
= 100 ns. It means that, in order to create a 1000-atom cluster, one needs about

10 ms.

13.2.3
Anomalous Structures and Phases in DSs and Thermodynamic Estimates

Electronographic analyses of Ta, Nb, W, and Mo films has shown a face-centered
cubic (fcc) structure with average sizes of 5-10 nm instead of usual body-centered
cubic (bcc) structure [24—26]. Metastable structures of S-W type in Re, W, Mo,
and Cr thin films have been found [27]. Thin layers of W, Mo, and Ta form an
amorphous phase [24, 28, 29]. The amorphous phase is observed also in small
particles of Fe and Cr [15]. One can provide a thermodynamics-based explanation
of such behavior.

Our analysis performed here is grounded on the very simple idea of Bublik
and Pines [24, 30]. It is clear that the “anomalous” appearance of metastable
phases in small systems is related to the change of conditions of the phase
equilibrium. In bulk materials, the stable phase (say, phase 1) is the one that has
the lowest bulk Gibbs free energy (per unit volume of the system), g: g1 < g.
The subscripts 1 and 2 refer here to the phases 1 and 2, respectively. In the
description of nanosystems, one has to take into account, in addition to the



13.2 Physics of Small Particles and Dispersed Systems

Gy(L

~

Go(L)

Figure 13.1 Qualitative representation of the size effect
on the change of phase equilibrium conditions. L* is the
system'’s transition size at which the metastable phase 2
becomes stable.

bulk contributions, also surface (and/or interfacial) free energies (per unit area),
o1 and o0y. Then the Gibbs free energy G of the transforming system has the
form: Gy = L3g; + 0112 for phase 1 and G, = I*g, + 0,1? for phase 2. Here, the
DSs are assumed to be of average size L, and [* and I[? are the estimated
volume and surface area (Figure 13.1). Because of the different surface energy
contributions of the phases, the equilibrium conditions may be changed so that
the metastable (from the usual “bulk” point of view) phase 2 becomes the stable
one:

G1>G2 . g1+0'1/L>g2+0'2/L
For the typical sizes of a nanosystem,
L<L*=(o1—02)/(g2 — &) (13.2)

the metastable phase 2 will be thermodynamically more favorable. Here, the size
L* is the system’s transition size: that is, the size of the whole system transforming
from phase 1 to phase 2 and vice versa.

Such considerations show that the decrease of the system’s size L may lead to a
situation in which the phase with a smaller specific surface energy becomes more
probable and stable [29]. Thus, size constraints may present the main reason for
the formation of a metastable instead of a stable (from macroscopic point of view)
phase.

As examples of the influence of size-induced effects, one can mention the
films of refractory metals Mo and W, which in bulk have the bcc structure and
at small sizes of 50-100 A have the fcc phase [25]. Electronographic methods
show that the DS of rare-earth metals Y, Gd, Tb, Ho, and Tm have an fcc
lattice instead of the hexagonal close-packed lattice (as is the case for macroscopic
crystals [15]).
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13.2.4
Influence of DSs on the Temperature of the Phase Transformation

During thin film structure investigations, one often observes high-temperature
phases even at room temperature. For example, in beryllium films, a high-
temperature B-phase of Be was found, and similar results were also reported for
the B-phase of Co (fcc-structure) [15, 30].

The size-induced melting behavior of nanoparticles and thin films was studied
with the help of Vecshinskyy’s elegant differential technique [12, 31]. Binary thin
films were prepared by subsequent condensation of the components Bi and Sn on
amorphous glassy Pt substrates in vacuum so that the thickness of the condensate
changed step by step. The temperature gradient created along the substrate enables
one to determine the melting temperature and its dependence on sizes:

T = Tmeo — @i - 107°/(2L) (13.3)

where Ty is melting temperature of a bulk sample, the indices i (Bi, Sn)
correspond to the particular chemical element (material constants ag; = 4.73,
asn = 2.6), and L is measured in angstrom.

Beginning from Pawlow’s theoretical work [32], performed in 1909, various
models have been devised to describe the variation of the melting temperature
with the radius of the particle [33—35]. In the case of a nonspherical particle (such
as metals embedded in polymers or other materials), it has been argued that the
melting point depression might be, depending on its shape, smaller or larger than
for a spherical particle [36]. It has also been argued that this effect depends on the
chemical environment of the particle, via the surface tension [37].

In the following, we shall give more consideration to nanoparticles. They are
not always uniform. In many circumstances, they consist of one core phase,
surrounded by another phase, making the shell of the particle. This is the case for
elementary particles surrounded by their oxide [37], metal core in the other metal
shell [38], and so on. It is also observed that some otherwise metastable phases
are stable when they are surrounded by another shell [39]. In some circumstances,
core—shell structures seem to appear spontaneously [38], while alloying occurs for
other alloys [40]. The experimental data on tin and gold particles, distributed in a
wide range of sizes, gave the result similar to Equation 13.3, that is, the melting
temperatures decrease with the decrease of the sizes [41, 42]. Polymorphic phase
transitions in nanosized Fe particles have also been investigated and, again, a
size-induced decrease of the phase transformation temperature was found [43].

Most of the proposed direct experimental verifications and theoretical research
of size effects in DSs have been performed so far for pure metals and materials.
The situation remains unelucidated for the case of DS compounds and metal alloys
and many interesting topics are encountered in this field. Examples of unsolved
problems for multicomponent DSs are the problem of solubility of elements, effect
of the chemical environment, the influence of magnetic and electrical fields, and
state diagrams.
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13.2.5
State Diagrams of DSs

During the last decade, phase diagrams of binary nanoalloys were intensively
discussed. Phase diagrams are also used in the detailed analysis of nanocrystalline
structures on substrates [44—46]. These studies have shown that when the thick-
nesses of the films of Bi—Pb alloys are 32, 20, and 10 nm, the decrease of the
eutectic temperature may reach 5, 10, and 18 K, respectively. For thicknesses less
than 50 nm, one observes the lowering of the liquidus and solidus curves: that is,
the shift of the phase diagram to lower temperatures.

Alternative approaches for the analysis of state diagrams of DSs are simulation
methods. Among them the well-known ones are the following: (i) For investigation
of small clusters (up to 10-50 atoms), ab initio methods of quantum chemistry
(such as the Hartree—Fock method), density functional theory, quantum Monte
Carlo calculations, and quantum molecular dynamics; (ii) For big clusters (from 10
to 50 up to 10° atoms), methods based on parameters fitted to experimental material
properties: that is, methods of semiempirical pair potentials (as the Lennard—Jones
one), embedded atom methods and density functional theory, many-body potential
methods, second-moment methods and classical Monte Carlo calculations [47-51].
Melting of 38, 55, 57, 135, and 429-atom clusters were studied by calculation
of the caloric curve: that is the total energy of the cluster, E, as a function of
temperature, T [6, 51]. If a phase transition takes place, then the dependence E(T)
has a jump. The derivative of the function E(T) gives the heat capacity dependence
¢(T) = (0E(T)/9T) on T. The obtained dependence ¢(T) exhibits maxima shifted
with respect to the corresponding bulk crystalline sample values (nearly by two
times) to lower temperatures.

Similar results have been reported in recent theoretical analyses [17, 36], where
the authors analyzed a liquidus—solidus phase diagram for a binary system with
full mutual solubility of the components. The well-known lens-type shape of a
diagram on the temperature—composition surface is shifted to lower temperatures.
Thereby, the dependence of the melting temperature on the particle size has been
found to obey Equation 13.3:

T = Tneo(l — a/2I)

where the coefficient « varies in the range o = 0.4/3.3 nm. One may expect a
similar behavior in other first-order phase transformations as well. From the above-
mentioned results, one can conclude that the melting temperature of not very small
particles (larger than 100 nm) should not essentially depend on size.

13.2.6
Shift of the Solubility Limits in DSs

As an example of experimental work on size-induced solubility change, one can
mention the results for Ag—Cu DS [52]. There, thin films of Ag—Cu substitution
solution with fcc structures have been investigated (so that the polymorphic
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transitions are prevented). Ag and Cu were evaporated and condensed in vacuum
(1077-10~ Torr) onto a carbon substrate. Electronographic investigations of such
Ag—Cu films demonstrate the increase of solubility: for 27 nm thickness, the
solubility of Cuwas 6 at.%, and for films of 7 nm it was 15—17 at.%. For macroscopic
alloys, the solubility of Cu in Ag is 0.35 at.% [53]. The shift of solubility is also
reported for alloys such as Al-Cu, Ag—Ga, In—-Au, Fe—Cu, and Au—Sn [46,
53-55].

13.2.6.1 Depletion

In the following, we restrict the discussion to binary systems (containing A and B
components) and consider the formation of a two-phase system, where the new
phase has a nonzero driving force of transformation.

To study the depletion effect, let us consider the simple model of an isolated
binary nanoparticle. Let us also assume that there is no constraint on lattice
rearrangement. Then, the process of nucleation of the new phase in the initially
homogeneous system is related to the concentration fluctuations. Let Cy be the
molar fraction of species B in the particle before nucleation, C, is the molar fraction
of species B in the new phase (the new phase nucleus will have a concentration
different from the parent phase, and C, # Cy, Ny, and N, are the number of
atoms in the parent and new phases, respectively.

Let us first examine the consequences of matter conservation inside the nanopar-
ticle. The minimal size Njj of such a system in which the single new phase embryo
of critical size N;f can appear may be found from the condition of conservation of
matter: Cy - Nj = C, - N;.. If the embryo of the new phase appears, it will need the
supply from the region of the parent phase from which it may “draw” B atoms. In
the spherical case, the last condition gives the estimate for the number of atoms N
and radius R of a particle. The value Ny and size R should not be less than

Ny =N;-C,/Co
R* = (mCy/nCo)' 1oy (13.4)

Here n and n, are the atomic density (per unit volume) in the parent and new
phases, respectively, and r., is the radius of the critical nucleus of the new phase.
Nucleation and phase transition becomes impossible for particle sizes R < R*
and/or Ny < Nj. Therefore, the size R* does not coincide with the system’s critical
size L* discussed in Equation 13.2 and Figure 13.1. Thus the effect of depletion of
the parent phase on nucleation and growth in nanovolumes cannot be neglected. Of
course, the above-mentioned considerations are not rigorous since the dependence
of critical size on particle size was not taken into account.

13.2.7
Concluding Remarks

Thus, the problem of phase transformations and the behavior of DSs is urgent at
present and for future science and technology development. Many physicochemical
problems remain unsolved so far, especially for multicomponent DSs. Some of
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these unsolved problems will be discussed in this chapter. In particular, we shall
deal with the problem of first-order phase transition evolution in metal DSs. We
also show that, in the description of phase transformation in nanomaterials, one
must take into account the effective “matter supply region” [56—59].

133
Phase Transformations in Nanosystems

As follows from the previous analysis, when dealing with the thermodynamics of
nanoparticles it is necessary to specify the size range under discussion. Indeed, in
the literature the term nanoparticle is used for particles having sizes from 1 nm
(a few atoms) up to 500 nm. The behavior of nanoparticles at the margins of the
indicated size range is very different. Here we treat cases where the thermodynamic
description remains valid. This requirement implies the following:

1) The overall radius of the nanoparticle is relatively large (R > 2 nm) so that the
number of atoms is sufficient large allowing one to apply the thermodynamic
approach.

2) The radii of the core and the shell of a nanosystem are also relatively large.

3) The surface of the core is characterized by a single value of the surface tension.
This condition is met when the particle is either “rounded” or, conversely,
presents the shape of a regular polyhedron with the same kind of facets [60].
The difference between the surface tension and specific surface free energy is
neglected.

In the present section, we introduce a thermodynamic model of phase separation
in a nanoparticle and analyze how the depletion effects can be taken into account.
The last part is devoted to the analysis of the influence of size and depletion
on phase diagrams of regular solutions. In the Appendix, we present the rule of
parallel tangents construction (not to confuse with common tangent rule) for the
extreme points of the phase transition. In the following, the starting single phase
is called “old” or “parent” phase and the newly formed phase is called “new” one.

13.3.1
Solid—Solid First-Order Phase Transitions

In nanoparticles, the quantity of matter is finite. Hence, one also has to take
into account the fact that all stoichiometries are not available because of the
above-mentioned depletion of matter [59, 61].

13.3.1.1 Geometry of a Nanoparticle and Nucleation Modes

Let us assume that a small, isolated, initially supersaturated particle of a given alloy
is quenched into the two-phase region. Then a phase transition from the single
phase to a two-phase state takes place. A single nucleus of a new phase forms
inside or at the margin of the particle (Figure 13.2).
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Starting
single-phase
state

(a) (b)

Figure 13.2 Different modes of transfor-
mation: (a) initial particle of composition
Co; (b, ¢, d) the same particle after nucle-
ation in different configurations of “old” and
“new” phases, Cy(r) is the concentration of

the newly born phase, r is the nucleus size
(b) and radius of the parent phase (c), R
and R’ are the radii of a nanometer-sized
isolated particle before and after nucleation,
respectively.

the parent phase, C, is the concentration of

The phase separation might lead to either the formation of a core—shell structure
(as studied here) or to the disintegration into two new nanoparticles. The condition
to obtain the core—shell structure is that the two phases wet each other. Let us look
at the evolution of the surface energy when the core—shell structure appears. The
initial surface energy of the particle is equal to:

A, = 4w chrp

where R is the radius of the particle before nucleation, and o, is the surface tension
of the free parent phase (Figure 13.2a).

After nucleation, three different situations may be encountered. In the first case
(Figure 13.2b), the parent phase is located outside (shell) while the new-born phase
is inside (core of the particle). In this case, the total surface energy is given by

Ay = 47 (R?0y + r?0yp)

where R’ is the external radius of the particle, r is the radius of the core material
(r=0, r<R, r<R), and oy, is the specific Gibbs free energy per unit area
(interphase tension) of the parent phase—nucleus interface. R' may differ from R
when there is a difference in the atomic volumes of components in the parent and
new phases.

In the second case (Figure 13.2c), the parent phase is inside (core) while the new
phase is outside (shell). In this case, the total surface energy is given by

Ay = 47 (R)?0y + rPopp)

Here, o, is the surface tension of the new free phase, and r is the radius of the
parent phase.

In the third case of heterogeneous nucleation at the external interface boundary
(Figure 13.2d), the two phases do not show the core—shell structure. After the
nucleation, the corresponding value of the surface energy will be:

A3 = 0,5y + 03 Sy + 0upSup

Here, S, is the surface area between the nucleus and the parent phase, and S, and
Sy are the free surface areas of the new and parent phases, respectively.
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If the atomic densities are practically the same (so that R" = R) and o, ~ o),
the differences in surface energies between the initial single-phase state and the
separated two-phase states are given by:

AA R Gy - Snp (13.5)

where S, = 47 r? for the cases (b and ¢) in Figure 13.2. The “thermodynamic and
kinetic decoding” of these transformations: (a)—(c), (a)—(b), (a)—(d),
(@)= (d)—(c), and so on, will be more fully discussed in the following. Here, only
a general thermodynamic consideration of (a)— (b) transition is given.

13.3.1.2 Depletion Effect

When the stoichiometry of the new phase differs from that of the parent phase,
the change of composition will lead to the depletion in the parent phase. The mole
fractions C, and C, of species B in the new and parent phases, irrespective to
morphology, are interrelated by the matter conservation condition:

CoV=CiVi+ Cy(V — Vi) (13.6)

Here Vi = 47r3/3 is the volume of the nucleus, and the atomic densities are
assumed to be equal n = n;. In all models of the present chapter, at any moment
and atany size of the growing nucleus, the mole fraction distribution is supposed to
be steplike (without transient layers) so that the concentration is treated as uniform
within each phase.

13.3.1.3 Regular Solution

Let us choose first the thermodynamic models for new and parent phases. The
Gibbs energy (per atom) of the parent phase and of the new phase is assumed to
be described by the regular solution theory (Figure 13.3). In the case of a regular
solution, the Gibbs free energy (per atom) of formation of the new phase is given
by [62, 63]:

Ag(C) = 0.5Z{Cygp + (1 — C)pan — 2EnixC(1 — C)}
+KT(CInC+ (1 — O)ln(1 — C)} + p{(1 — C)wa + Cwp}  (13.7)

In this equation, gaa, wpg, and gap are the interatomic interaction (pair) energies,
Emix = {0.5(¢BB + @aa) — @ap} is the mixing energy, Z is the coordination number,
p is the pressure, and wa and wp are the atomic volumes of A and B atoms,
respectively. C is the atomic fraction of the B species.

In the following, for simplicity, we assume that gan = ¢pp. The parameters
used in the theoretical calculations are taken as those typical for metals and given
in Table 13.1. We shall not discuss the results and conclusions based on the
nonsymmetric approximation of the pair potentials and other values of parameters
of the system since they are basically similar. The total number of atoms in
the given particle is about R® - n & 10° where the classical nucleation theory is
appropriate.
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Figure 13.3 Dependence of Gibbs free
energy density (per atom) on composition
for different temperatures; Cy is the initial
composition. The mole fractions C, and C,
are linked by the parallel tangents rule; they
depend on the nuclear radius r and pro-
vide the minimization of AG (energy of the

every given r, R. For the case of full decom-
position in the bulk system, these mole frac-
tions Cy, C, tend to the values determined
by the common tangent rule correspond-
ing to stable equilibrium. Temperatures are
shown in the plot. Parameters are given in
Table 13.1.

system) with respect to concentrations for

Table 13.1  Parameters of the binary nanosystem.
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13.3.1.4 Change of Gibbs Free Energy

Now let us take into account all mentioned constraints, that is, depletion
Equation 13.6 and the model of regular solution Equation 13.7. Consider case
(b) in Figure 13.2 when the depleted parent phase forms the shell enveloping the
core, the new phase. Under these conditions, the Gibbs free energy AG for the
nucleation of the new phase of volume V; (radius r) and decomposition can be
written as:

AG(Vi, Cp) = m V1 Ag(Cy) + n(V' — Vi) Ag(Cy) — nVoAg(Co) + 4rr’c (13.8)
where o (0,,) is the interphase tension, and V' = V; 4 Vi(n — ny)/n is the volume
of the separated particle after the nucleation and/or separation. As pointed out

previously, the change of the surface energy may be written as AA = 0,,Sy,
(Swp = 4mr?). It is also assumed that the surface tension o, of the external surface
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does not change upon phase separation and n = ny. Equation 13.8 implies that
the Gibbs free energy change of the system is a function of two variables: C,
and r (if one takes into account the constraint Equation 13.6 relating C, to C,
and r).

13.3.1.5 Minimization Procedure

Let us now have a look at equilibrium phase transformation of the nanoparticle. It
is known from thermodynamics that the equilibrium is related to the concavity (or
convexity) of the thermodynamic potentials [63]. There are two equivalent ways to
investigate this.

The first one is the usual method of geometrical thermodynamics [62]. Accord-
ing to it, one plots the Gibbs free energy density as a function of composition
taking into account the additional surface energies related to the nucleus sur-
face and the particle surface. Then, one finds the conditions for minimal
Gibbs free energy of a given system. Unfortunately, this method is not always
correct for nanosystems because of the above-mentioned depletion effect (also
Section 13.4).

The second method (used here) is to consider the general thermodynamic
equilibrium conditions for the function AG(r, C,) and write the equations of the
first- and second-order derivatives of AG(r, C,) with respect to their variables [61].
To determine the extreme points of phase transition, one has to solve then the
following set of equations:

IAG(r, C,)/0C, =0 (13.9)
IAG(r, Cy)/0r =0 (13.10)

The solution of the second equation of this system gives the radii of the phases in
the equilibrium states, at constant T, Cy, and R. The solution of the first one leads
to the rule of parallel tangents for the extreme points of transformation, at constant
r, R, and T.

The driving force for the transformation is generally determined by assuming
that the concentration of the parent phase is constant. As shown in the Appendix,
this is far from being true for nanoparticles. In the case of limited volume, one
must take depletion effects into account. The general peculiarity of nucleation
is that the stoichiometry of the nucleus does not coincide either with the initial
stoichiometry of the parent phase or with the stoichiometry of the new phase after
the transformation, or with the stoichiometry of the parent phase after separation.
Sometimes, people wrongly use the rule of common tangent. To avoid confusion,
a theorem for extreme points of phase transformation is proven in the Appendix.
This theorem states that in the case of a nanosystem the boundaries of the phases
are determined by the points at which the slopes of the two free energy density
Ag(C) curves for new and old phases are equal: that is, have equal (not common)
tangents. This is also shown in Figure 13.3.

After some algebra, in the Appendix, Equation 13.A.3 is obtained for the optimal
concentration of the depleted parent phase and the optimal concentration of
the “new” phase for the chosen case of regular solution model. It reads as
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follows:
o (1 - CEP‘)

= (71 - c,‘ipt) (13.11)

4E i (CP' = ') = kT

Substituting Co** from Equation 13.A.5 into this expression and solving it with
respect to C3¥', one obtains the optimal mole fraction in the new phase C'
as a function of one “coordinate” r at fixed R and the other parameters of the
system (Epyix < 0). The corresponding optimal solution for the mole fraction in
the parent phase Czpt is determined from Equation 13.A.5. In the following, for
simplicity, we write C, and C, instead of C;** and C,*', having in mind the
equilibrium concentrations found by the parallel tangent rule Equation 13.A.5.
Note that a nanosystem is not “obliged” to choose optimal values, since the
fluctuation level for small systems is high. “Optimal” means just most probable
but the probability distribution is not that sharp when compared to macrosys-
tems.

After substituting C, and C, into Equation 13.8, one obtains the Gibbs free
energy AG = AG(r, Cy,) of the system as a function of one variable, the radius of
the new phase, at constant R and T. Equation 13.8 allows us to find the critical
size of the nucleus and other critical parameters of the system. The condition
(Equation 13.10) for Equation 13.8 may be rewritten as:

4 N3 IAg (C)| 0oC
4rrin{yAg(C) — Ag (G)} + 5n ((R)' =) =2 Cpa—r”+8nm=0

Here, o is taken independent of size r, y = ny/n.

The last equation and conservation of matter Equation 13.6 determine the radius
of the critical nucleus and the radius of equilibrium (metastable or stable) two-phase
configuration of the system:

20

roz—
3 Ag(C) YR
Ag(Cy) — Ag(Cy) — (C, — C )
n{yAg(Cy) — Ag(Cy) —( 0 e . B

(13.12)

In the general case, Equation 13.12 is of fourth order with respect to size r.
Depending on the parameters, the equation has two, one, or zero solutions (we
neglect the solution ry = 0).

In the first case, AG(r) presents one maximum (critical nucleus) and one
minimum (separated two-phase state: new phase plus depleted parent phase). In the
second one, the maximum and minimum coincide (IAG(r)/dr = 32AG(r)/dr* =0
for r > 0). In the last case, nucleation is impossible, and the A G(r) dependence on
r is a monotonically increasing function of r.

Strictly speaking, one cannot guarantee that the system kinetically has time to
optimize the compositions of both phases before further change of their sizes.
Instead, one should consider the surface of Gibbs free energy as a function of two
independent arguments and look for saddle points (if any) and local minima of this
surface.
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13.3.1.6 Probability Factor of the Phase Transformation
In experiment, one generally deals with a large number of particles, so that a
statistical approach is required. The nucleation process is also inherently statistical.
The crossover of the nucleation barrier is a stochastic process, which can be treated
by considering the fluctuations in the system. It is, therefore, mandatory to study
the phase separation of nanoparticles by statistical approaches.

Under equilibrium conditions, the probability of concentration fluctuation is
given by the theory of thermodynamic fluctuations. The probability factor f(r) is
given by the Boltzmann distribution [61]:

_ —AGM)\ _ 1 —AG(r)
f(r)=foexp ( oT ) = o T eXP< = ) (13.13)
; exp <7kT )

Here, f(r)/fo is the fluctuation probability function for particles made of nuclei
of size r, 1/fy is the statistical sum, and ry,y is the maximal possible size of the
nucleus when the parent phase is fully depleted by B species: C, = 0. Let us recall
that AG(r) and f(r) are functions of T, R, and Cy. In the following analysis, we
consider their influences on energy barriers, fluctuation probability, and phase
transformation: in particular, we study the effect of

1) changes of temperature T at fixed other parameters;
2) changes of sizes R at fixed other parameters;
3) changes of the initial composition Cj at fixed other parameters.

13.3.2
Phase Diagram Separation

13.3.2.1 Variation of Temperature T

Let us look at the variations of the dependencies f(r) and AG(r) with T at fixed Cy,
R, and other parameters (Table 13.1). Typical temperature-dependent equilibrium
fluctuation probabilities f (r) with sizes r and Gibbs free energy dependence AG(r)
on sizes r are shown in Figure 13.4 for given sets of the parameters (here, the rule
of parallel tangents is used).

Let us start from the single-phase state at high T (Figure 13.2a), and let T
decrease. During the decrease of T, the dependencies of AG(r) and f(r)/fy on r
change from the monotonic curves (curves 1 in Figure 13.4) to the nonmonotonic
curves with one minimum and one maximum for r > 0 (curves 35 in Figure 13.4).
One can visually compare AG(r) and f(r)/fo. The analysis shows that the minimum
of f(r)/fo corresponds to the maximum — nucleation barrier — of AG(r) (at the
so-called critical size of the nucleus). Also, the maximum of f(r)/f corresponds to
the minimum of AG(r). As a rule, the maximum of f(r)/fo (minimum of AG(r))
corresponds to a two-phase equilibrium state: that is, to the overcritical nucleus of
the new phase and ambient parent phase (Figure 13.2b). When T decreases, the
minimum of f(r) shifts down and to the left, while the maximum moves to the
right and up (Figure 13.4b).
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Fluctuation probability, f(r)/f,

Radius of nucleus, r b) 0 Radius of nucleus, r
Figure 13.4 Qualitative dependence of are fixed; (i) for different sizes R and fixed
Gibbs free energy AG(r) on size (a) and other parameters; (iii) for different initial
fluctuation probability f(r)/fo on the ra- compositions Cp at fixed other parameters.
dius r of the nucleus (b): (i) for different Explanation is given in the main text. Case 4

temperatures T, provided other parameters  represents the separation condition [61].

13.3.2.2 Transition Criterion, Separation Criterion

Of particular importance is the situation where f(r)/fo = 1 (case 4, Figure 13.4).
It corresponds to the separation limit at separation temperature T. At Ty,
f(1)/fo = 1, while 3f (r)/dr = 0, 3%f(r)/dr* < 0, r > 0. According to Equation 13.13,
the value of f(r) must be smaller than unity, but the ratio f(r)/fo, which is
equal to

s =ew (557)

may be larger than unity. This criterion will be called separation criterion further.
This criterion coincides with the transition condition

AG(r) =0, dAG(r)/dr=0, 8>°AG(r)/dr* >0

The value of T, depends on R of the particles at fixed other parameters. In principle,
depending on sizes and composition, the transition temperature may vary from a
few to hundreds of kelvins.

The analysis of the distribution profile, Equation 13.13 and Equation 13.8,
indicates the existence of three characteristic facts: single-phase states (curves 1 in
Figure 13.4); two-phase states of the nanoparticle (minimum point on curve 5 in
Figure 13.4a and/or maximum point on curve 5 in Figure 13.4b); and metastable
states (minimum point for r > 0 on curve 3 in Figure 13.4a and/or maximum point
on curve 3 in Figure 13.4b). One can obtain all possible states by changing not
only the temperature of the particle (at fixed other parameters) but also the sizes of
particle R (at fixed other parameters) as well as by changing the initial composition
Co (at fixed other parameters).
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13.3.2.3 Varying R

Let us now look at the influence of R on the solubility at fixed T, Cy, and
other parameters. As R increases, the maximum of the fluctuation probability
(Equation 13.13) appears and shifts right and up, and the minimum of f(r) shifts
down and to the left (Figure 13.4b). By means of the same reasoning as above,
one deduces the existence of a separation transition criterion at the size of the
nanosystem Ry. This value Ry is a function of the degree of supersaturation
(temperature and initial composition).

13.3.2.4 Varying Co
Let us again fix all parameters of the system and consider the changes of initial
composition Cy at fixed T and R. To investigate this, one should make the
above-mentioned thermodynamic analysis using the separation criterion for small
particles. As pointed out previously, it is qualitatively similar to the results of
temperature or size changes discussed earlier. As the supersaturation Cy becomes
larger, the fluctuation probability, f(r), reveals a maximum which displaces toward
large sizes (Figure 13.4b). Furthermore, one can find a very interesting peculiarity:
namely, the existence of “critical supersaturation” shown below.

Let us now compare the size-dependent phase diagram with that of the bulk
material.

13.3.2.5 Phase Diagram

As a first step, we will look at the equilibrium compositions in the parent phase
Cpoo = Cp(R — 00) and in the new phase C, o = C,(R — o0), corresponding to
the full separation in the infinite bulk material (at every fixed temperature T). The
conditions for optimal concentration C, o and C, and solubility limits can be
found according to the common tangent rule:

dAg (C)

A
2(C, ) + Ve

P00

(Cn,oo - Cp,oo) = Ag(cn,oo)
Cpoo

In the symmetric case (¢pg = @aa, @A = Wg):

IAg (C) IAg (C)
= =0, Ag(C,) = Ag(C, )
IC ) IC gm0 p.o o0
This leads to the transcendent equation:
C
ZEmix (2Cpoo — 1) + kTIn—L=— =0, Choo =1 - Cpoo
(1= Go)

For our set of parameters (Table 13.1), this transcendent equation has temperature-
dependent roots, Cp and C, . For regular solutions, the critical temperature,
T, at which the separation is impossible in a bulk material, corresponds to the
conditions:

9Ag(C)/dC = 3> Ag(C)/dC? =0, Cuoo = Cpoo = 0.5

In our case, T, = 580 K. The usual cupola-shaped separation diagram T—C for an
infinite matrix is given in Figure 13.5 and pointed by symbols “4”.
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Figure 13.5 Size-dependent state diagram:  experimental points is plotted for visualiza-
reduced temperature (T/T;) versus solubil-  tion of the cupola shape). Points “+” corre-
ity C5 in the interval from 0 to 0.5. Points spond to the second stable solution of the
“4” show the usual cupola-shaped diagram  system of equations (Equation 13.12) and
of a binary system for the case of separa- continue the size-dependent phase diagram
tion in an infinite system (when C} = C, ). into the high-temperature range. The param-
Points “e@” represent the first stable so- eters are given in Table 13.1. Compositions
lution of Equation 13.12 and indicate the C, and G, after the separation are not pre-
cupola-shaped diagram of a small particle sented in the figure.

at a fixed radius R (the line connecting the

Let us remind ourselves that the usual cupola-shaped equilibrium diagram
determines the solubility as well as the equilibrium compositions (Cp,o and C, o),
as a result of separation by one line. In fact, in bulk material, the solubility is
equal to the equilibrium composition Cp ... In the following, we will see that in
nanosystems the solubility does not coincide with the equilibrium composition
after separation (Sections 13.4-13.6). Moreover, one needs to reinterpret the size-
dependent separation diagram for nanosystems. Note that in our present analysis
we do not treat spinodal decomposition and how it is modified in nanoparticles.
This question was discussed, for example, in [64].

13.3.2.6 Size-Dependent Diagram and Solubilities in Multicomponent
Nanomaterials

Let us now study phase transitions in a binary nanosystem and plot the correspond-
ing state diagram. Let us fix Rand Cy, and let us vary T until T}, is reached. Then we
change only the initial composition Cy at fixed R and again find the new transition
temperature Ty, (here the rule of parallel tangents is used). The results are shown
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in Figure 13.5 by symbols “e” and “+”. The conclusion of such a procedure is as
follows.

According to the rule of parallel tangent construction and our separation criterion
for small particle (case 4 in Figure 13.4), one can find the optimal composition C,
(Cp = Cy(R, T)) of the parent phase corresponding to the two-phase state condition
f(r)/fo =1 (or stable AG(r) minimum). Thus, we have three limiting points for the
chosen criterion [65]:

1) initial composition as the limit solubility Cj(R, T) (further Cf) of one compo-
nent in another (B in A);

2) optimal composition of the depleted ambient parent phase C, after the separa-
tion;

3) optimal composition of the new-born phase C, as the result of separation.

Let us note that the separation criterion in the regular solution leads to
some unexpected result, namely, multiple values for the solubility C§ (and
respectively multiple equilibrium configurations of the system (Figure 13.2b)
at the same sets of initial parameters). So, for simplicity we restrict the com-
parison with the bulk case within the concentration limits 0 < Cp < 0.5 in
Figure 13.5.

Let us consider the influence of finite sizes R on the solubility Cj change
at fixed temperature T (say, T/T, = 0.817) and the cited above parameters
(Table 13.1). The solubility C§ in a bulk alloy is determined by the point
Cpoo = 6.4at.% in Figure 13.5. In the nanoparticle, we calculate C; = 35at.%
(Ch =C1 > Cpoo) and C, =483 at.% (Cy, = C; is the result of the second so-
lution of Equations 13.11-13.12, second critical solubility). This means that the
bulk alloy with Cy < Cp is thermodynamically stable with respect to phase
separation. For the chosen temperature T/T, = 0.817 in the C,o, < Cp < 0.5 in-
terval, the bulk alloy is unstable, and it will be separated into the new phase of
composition Cy oo =1 — Cpoo = 95.6 at.% and the parent phase of composition
Cpoo = 6.4 at.%. At the same time, the small particle with the same initial con-
centration Cy (Cy < C; and Cp > C;) will not be separated, but the particle with
composition C; < Cy < C, will be separated into the new phase and parent phase.
Hence, the decrease of the size of a system leads to the increase of the solubility
C; (Figure 13.5).

13.3.2.7 Critical Supersaturation

It appears from our analysis that the limit of solubility Cj in small particles does not
coincide with the equilibrium composition C, after the separation. This difference
between the limiting mean mole fraction of component B in an initially saturated
alloy (or solubility — concentration corresponding to the separation criterion) and
optimal (or equilibrium) concentration in the parent phase after the separation
was called critical supersaturation [65, 66]. Here, the difference AC* = Cj - C,
is the “critical supersaturation.” The effect of critical supersaturation is that the
separation is possible only (at some fixed temperature and size) if the supersatu-
ration AC = Cy — C, is larger than AC*. If the supersaturation AC < AC*, then
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nucleation and separation are impossible. It is also seen that the shape of phase
diagram is changed in nanosystems as well.

13.3.2.8 Concluding Remarks

The classical nucleation theory uses macroscopic arguments to estimate the Gibbs
free energy required to form a new phase. Owing to the competition between bulk
driving force and surface terms, the Gibbs free energy required to form a nucleus
of a new phase goes through a maximum, the so-called nucleation barrier. This
maximum is reached at a size called the critical nucleus size. As was pointed out
earlier, the modification of classical nucleation theory for the case of nucleation in
binary and multicomponent nanoparticles takes into account the depletion effect.
The depletion results in the existence of system’s phase transition temperature T,
and size Ry (which is not a critical nucleus size and not the system’s critical size
R*). For sizes of the system smaller than a size Ry, the Gibbs free energy of the
system is monotonically increasing. For sizes larger than this transition size, the
Gibbs free energy of the system presents the classical form with one maximum
defining the nucleation barrier and a minimum corresponding to decomposition
(two-phase state). Therefore, there exist intermediate situations with metastable
minimums of Gibbs energy higher than the one at the initial state. In fact, the
condition at which the Gibbs free energy dependence on size of a new phase
becomes nonmonotonic with maximum and zero second minimum is taken here
as the phase transition criterion. Theoretically speaking, the corresponding value
of the probability of transforming is expected to be equal to unity. It was found
also that the decrease of the nanosystem’s size would increase the nucleation
barrier.

13.4
Diagram Method of Phase Transition Analysis in Nanosystems

For a simple illustration of the presented results for binary DSs and visualization, let
us use the diagram method of phase transition analysis in nanosystems commonly
accepted by experimenters for the interpretation of phase transitions. By doing
this, we show that phase diagrams in nanosystems are not only shified but are
also split [61, 65, 66], implying the reconsideration of such basic concepts as phase
diagram, solubility curve, and so on. This is the topic of the present section, and
it is aimed at describing the fundamental differences between phase diagrams for
bulk and nanomaterials related to the non-negligible depletion of nanosystems.
Here, we restrict ourselves to the cases of melting and freezing of compound
systems, associated with the corresponding change of compositions. First, we
remind ourselves the usual reasoning about size effects, based on surface energy
input to effective Gibbs energy per atom of the nanoparticle. Then we demonstrate
the effect of splitting. Finally, we propose a possible way of reformulation of
some basic concepts of phase transformations in binary and multicomponent
nanosystems.
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13.4.1
Gibbs’s Method of Geometrical Thermodynamics

As discussed above, size effects in phase transformations are well known in physics
and chemistry first of all as effects of the shift of phase equilibrium in small particles
depending on their size. The corresponding explanation is generally related to the
additional energy of the external surface, shifting the Gibbs free energy per atom
(and hence, shifting the phase equilibrium) by a value inversely proportional to the
particle size. This is equivalent to treating the additional energy under a curved
surface due to Laplace tension.

Let us now briefly discuss the effect of depletion on such a shift from the
thermodynamic point of view [61, 67, 68]. Let us first look at the problem of a
liquid—solid transition in bulk materials. Figure 13.6 determines the “cigar”-type
solubility behavior (lens-type liquidus/solidus diagram like in Au-Ag, Cu-Ni,
Ge-Si, or Nb—W systems discussed qualitatively in Section 13.6). The driving force
of transformation and solubility limits are usually determined in the framework of
Gibbs geometrical thermodynamics [62, 63] by assuming a constant concentration
of the parent phase. That is, classical thermodynamics states that, at fixed tem-
perature T and average composition x between the points Cs(oc) and Cy(oco) of
common tangent, the material is a mixture of solid and liquid phases, each with
compositions Cs(oo) and Cp(oco) (Figure 13.6). It is worth noting that this theory
says nothing about the dimensions of the solid and liquid particles (if any) present

Liquid

Solid
nucleus

Liquid

Gibbs free energy density, G(C)

|
|
|
|
|
|
|
|
!
0 Cg Cs(=) C.C(=) 1

Composition, C
Figure 13.6 Effect of size on equilibrium nucleus shifted with respect to Gs . (C) due
state and solubility limits found by the com- to Laplace pressure. Cs and C_ are new solu-
mon tangent method. Curves Gs  (C) and bility boundaries. Explanation is given in the
Gl 00 (C) characterize the energy density de-  text. A schematic representation of configu-
pendence on composition for solid and ration of the system is shown at the top of
liquid phases in bulk form, respectively. the figure.

Gs,(C) is the Gibbs free energy of the solid
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in the material. In other words, according to Gibbs method, the common tangent
is being constructed for the two G(C)-curves for two coexisting phases, where G(C)
is the Gibbs potential per atom and C is the atomic concentration. The tie line or
the so-called conode (line segment between two tangency points of the common
tangent) connects equilibrium compositions of two phases, corresponding to sol-
ubilities. The necessary condition for such construction is that the formation of a
new phase inside an old phase does not change the G(C)-curves for both phases. It
is true only if both new and old phases have macroscopic sizes. If a nanoparticle
(nucleus) is formed inside the bulk old phase, one should shift the G(C)-curve for
the new phase by the product of Laplace pressure of newly formed interface and
atomic volume. However, if the old phase is also of nanometric size, the above-
mentioned construction becomes totally invalid. At least, just an additional shift
of the G(C)-curve for the old phase and the corresponding shift of the G(C)-curve
for the new phase due to Laplace pressure of the external surface are not enough
to describe solubility and even the phase equilibrium itself. As shown above, the
general peculiarity of nucleation in nanosystems is that the initial stoichiometry of
the parent phase does not coincide with the stoichiometry of the parent phase after
the phase transition [59, 61, 69]. So, we cannot use quantitatively the analysis based
on the usual method of geometrical thermodynamics.

13.4.2
Nucleation of an Intermediate Phase

The interrelation between the effects of size, nucleation, phase transition, and
depletion in first-order phase transitions has been studied elsewhere for the
cases of ideal and regular solutions and parabolic approximations [57, 59, 61]. To
generalize these results, let us consider other thermodynamic models for the new
and parent phases. We will consider the formation of a spherical nucleus of an
intermediate phase inside a spherical particle of the supersaturated solid solution
at an initial concentration Cy, when the composition of a new phase is assumed
fixed and known.

13.4.2.1 Phase Transition Criterion

The condition that the Gibbs free energy of the total system for a new (two-phase)
configuration (Figure 13.3b—d) is smaller than for the starting (single-phase) one
(Figure 13.3a) is taken as the phase transition criterion.

13.4.2.2 Model of Intermediate Phase

Without loss of generality, let us choose the model of the new phase as a “line”
(strictly stoichiometric) intermediate phase with composition C, = C; = 0.5, and
exclude the elastic contributions to the Gibbs energy. The parent phase in the
vicinity of the phase transition points will be described by the ideal solution law and
will be also denoted as the a-phase. In fact, the model of regular solution would
be more reasonable since the existence of intermediate phases usually correlates
with negative mixing energy. Yet, for simplicity, below we restrict ourselves to the
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case of negligible mixing energy. Hence, for the formation of a two-phase system,
where the new phase has a nonzero driving force of transformation, one can write:

Agi(T,C) = Agi +akT, (C=Cy) (13.14)
Ago(T, C) = Agy + kT{CInC + (1 — C)In(1 — C)} (13.15)

Here, Agy(T, C) is the Gibbs free energy (per atom) of the parent supersaturated
phase, Agi(T,C) is the Gibbs free energy of formation of the new phase 1,
and o > 0 is a dimensionless parameter determining the temperature-dependent
behavior of the driving force Ag; (T, C) for the new phase. One can say that the new
phase has infinitely a thin composition dependence. The linear approximation for
Agi(T) corresponds to experimental situation [70, 71] and is commonly used for
determining phase diagrams [17].

To guarantee the decrease of the driving force with increasing temperature, we
have used &, which leads to metastability at low temperatures and corresponds to
the case of common tangent at certain temperature T*:

IAg(T*, C)

Ago(T*, C
2o( )+ 2C .

(G — Go) = Agi(T", Gy)

13.4.2.3 Separation in a Macroscopic Sample: Equilibrium State Diagram
Let us take typical values for metallic materials:

n=7x10%m? o =0.15 ]m_z, Ag — Agy = -3 X 10720 ],
Ci1=05 «aoa=24

for the chosen set of parameters, T* ~ 710 K. Firstof all, we will find the equilibrium
composition in the parent phase C;° corresponding to the full separation in an
infinite matrix (at every fixed temperature T). The second equilibrium concentration
is equal to C; (which is known). The condition for optimal concentration Cj° and
solubility limits Cy can be found according to the common tangent rule for a
conode:

dAg (T, C)

Ago(T, GF) + —=55

(C1—C°)=Ag(T, C) (13.16)
COO
P

This is a transcendent equation, which for the case C; = 0.5 (which we will
consider below), after easy algebra this transcendent equation, may be rewritten as
a quadratic equation and it has the root:

00 Agl_AgO
Cp :Cl <1—\/1—46XP(Z(T+Q

The second root

00 Agl_AgO
Cp :Cl <1+\/1—4EXP(Z(T+O[

appears because of the symmetry of the problem with respect to C; = 0.5 and
corresponds to an initial concentrations Cy > 0.5; so we do not consider this one
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Figure 13.7 Size-dependent state diagram:  the experimental points “+” is plotted for
temperature—composition. Continuous line  visualization of cupola shape); the set of

AVHPNF: cupola-shaped diagram of a bi- points DQ'ENL determines the result of sep-
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particle at fixed radius R (line connecting C; =0.5, and o = 2.4.

further. The cupola-shaped separation diagram T—-C for an infinite matrix shifted
toward strong stoichiometric phase is presented in Figure 13.7 (case AVPBNF).

13.4.2.4 Separation in DSs: Size-Dependent Phase Diagram

Let us now specify the size of our binary system as R = 10~ m, and look at the
influence of the system’s size on the change of the T—C state diagram. Assume
that the radius R of the nanoparticle, pressure, and temperature remain constant
and the nucleus is formed inside the nanoparticle (Figure 13.2b). The expression
for the change of Gibbs free energy after nucleation of phase 1 nucleus is

AG = nVlAgl(Cl) +n(V— Vl)Ago(Cp) — nVAgo(Co) + Ao (13.17)

Here, again, V; = 47r3/3 is the volume of the nucleus, and n=n; and the
compositions obey the rule Equation 13.6.

We repeat the analysis of variation of C for the definition of the extremes of the
AG(r, R)-function in Equation 13.17 by direct calculation of AG for all reasonable
sizes of the nucleus (with small step). At that, the transition (separation) criterion
(case 4 in Figure 13.4) AG(r) =0, IAG(r)/dr = 0, and 32AG(r)/dr* > 0 (r # 0)
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hold. According to this procedure, one can find the optimal composition Czpt of
the parent phase corresponding to a stable AG(r) minimum. Thus, we have two
limiting points (the third one, C; = 0.5, is determined from the initial condition)
for the chosen criterion: initial composition as the limit solubility, C;, of one
component in another (B in A) and optimal composition of the depleted ambient
parent phase Czpt as the result of separation. The size-dependent separation
diagram is presented in Figure 13.7 (case MQZNL).

13.4.2.5 Influence of Size on Limiting Solubility

Consider the influence of sizes on the solubility C§ change at the fixed temperature
Ty (Ty = Tz in Figure 13.7) and cited above parameters. The solubility C; in a bulk
alloy is determined by the point Cy in Figure 13.7, and in small particles by the
point Cz (Cz > Cy). For example, at Ty = 680 K the solubility in the bulk alloy will
be Cy = 6.4 at.% and in a small particle it will be Cz = 43 at.%. In other words,
the bulk alloy in the concentration interval Cy < Cy will be thermodynamically
stable with respect to phase separation. Within the Cy < Cy < Cj-interval, the
bulk alloy is unstable, and will be separated into a new phase of composition C;
and the parent phase of composition Cy. A small particle with the same initial
concentration Cy < Cz will not be separated, but the particle with composition
Cz < Cp < C; will be separated into a new phase of composition C; and the parent
phase of a composition determined by the corresponding point of series DQ'E in
Figure 13.7. Hence, the decrease of the size of the particle yields the increase of the
solubility of the components.

Notice that, in contrast to the analysis for cupola-shaped separation diagram
of bulk alloys, one needs to interpret the size-dependent separation diagram for
small particle differently. This is clear from the following reasons. Indeed, the usual
cupola-shaped equilibrium diagram determines the solubility as well as equilibrium
compositions as a result of separation by one line AVPBNF. For a small particle,
the equilibrium diagram becomes doubled (and shifted and size dependent). So,
instead of one line, one needs to deal with two lines, namely, line MQZNL of
solubility Cjj and line DENL of separation results: C;Pt and Cj. It appears from
depletion effect (splitting, Cj # C;pt). We define the “critical supersaturation”
AC =Cj — C;Pt (QQ’ in Figure 13.7). The critical supersaturation AC* is the
difference between the limit of solubility (concentration corresponding to the
separation criterion) and optimal (or equilibrium) concentration in the parent
phase after the separation. At low temperatures, the curves MQZN and DEN shift
to low compositions and gradually fuse into one curve (MD < QQ’ < NE) as a
result of the large bulk driving force of transformation. Thus, the decrease of
temperature leads to the decrease of the critical supersaturation AC*.

13.4.2.6 Influence of Size of an Isolated Particle on the Phase Transition
Temperature

We consider the influence of sizes on the separation temperature. We start from
the single-phase particle at high T (PQ in Figure 13.4) and then decrease T at
fixed R and Cy. As compared with the bulk phase transition temperature Tp, in
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a nanoparticle it is attained at T < Tp for the above chosen set of parameters at
Co =0.33, Tq = 660 K, and Tp = 699 K. Thus, the decrease of size leads to the
decrease of temperature of the phase transition. Under separation temperature
Ty, we will again understand the temperature at which the Gibbs free energy
dependence on radius of a new phase becomes nonmonotonic with maximum
and zero second minimum: that is, which corresponds to the separation criterion
(Figure 13.8).

13.4.2.7 Concluding Remarks
When describing the separation of a supersaturated solution in a small Particle, one
must distinguish between the solubility limit (maximal concentration of impurity
before separation) and the equilibrium concentration of the depleted parent phase
after separation, the difference being called a critical supersaturation. Critical
supersaturation is the thermodynamic characteristic depending on temperature
and size. So, one can call it a size-dependent “critical supersaturation.” The
solubility in a small particles increases even without accounting for interactions
with the boundaries of the particle (if the density change is neglected).

The physical reason of such peculiarity consists of two factors. The first one
is the conservation law effect; the second one is that the separation in a small
particle may start only by nucleus formation, the volume of the nucleus being not
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Figure 13.8 Separation temperature Ty

dependence versus size of decomposing par-

ticle [65]. The horizontal broken line charac-
terizes the separation temperature in an infi-
nite matrix (To = 698 K). Points “‘e” show
the results of Gibbs free energy analysis

in a small particle at separation condition:
AG(r) =0, dAG(r)/dr =0, 3>AG(r)/dr> > 0

(r # 0). The solid line is the approxima-

tion function Ty = T - (A+ B/R), where

A =0.9656, and B =—2.894 x 107'% m.
Explanations and parameters are given in the
main text. For example, at R=7 x 107° m
(and the same set of parameters), it yields
Ty = 644 K.
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small compared to the total system’s volume. The model gives the decrease of
transformation temperature with the decrease in size.

Note that the equilibrium condition in a small particle means equal depths of
two pits (in Gibbs free energy dependence on radius r), which are separated by
a thermodynamic barrier. In the case of a small particle, this barrier is of the
order of the nucleation barrier and may be not high (<50kT). It means that the
phase equilibrium in an ensemble of small particles will correspond to a statistical
distribution (Figure 13.4) at which one fraction of particles will be in the single-
phase state and the other fraction in the two-phase state. The corresponding kinetic
analysis is discussed in Section 13.7.

13.5
Competitive Nucleation and Growth of Two Intermediate Phases: Binary Systems

As was shown in the previous section, confined volumes of the decomposing alloy
can change both the rate and the very result of decomposition. If two phases have
a driving force to nucleate, the competition between them is inevitable: first of all,
competition for the necessary constructing material. One can expect interesting
possibilities if phase 2 has both a smaller bulk driving force of transformation and
interface energy [58, 59]. One example of competitive formation of new phases in
nanovolumes is the precipitation of coherent precipitates of the metastable Al;Ni
ordered phase instead of the stable Al;Ni; in a supersaturated solid solution of
AINi [72, 73]. In the mentioned case, phase 1 is the Al;Ni; and phase 2 is Al3Ni.

The question of appearance of different crystalline modifications in precipitat-
ing supersaturated solutions or crystallization from the melts was formulated by
Ostwald at the end of the nineteenth century based on empirical research. Ac-
cording to Ostwald’s rule, instead of the thermodynamically most stable phase
modifications, the nearest possible metastable ones are initially formed [74-76].
In other words, the phase with the smallest free energy difference to the ambient
phase has the highest chance to be initially formed [76]. Stranski and Totomanov
introduced a theoretical concept for both the fulfillment and the exceptions of
Ostwalds’ rule when applied to problems of phase formation. According to Stran-
ski and Totomanov, under the competition in the formation of critical clusters of
different modifications, which is possible under the given thermodynamic con-
ditions, the maximal nucleation rate determines the dominant appearance of the
corresponding structure. As a consequence of this kinetic rule, the maximal value
of the nucleation barrier is considered as being responsible for the competition
between the different phases to be formed. Obviously, this rule does not work if
a system at the stable equilibrium state is under the action of an external force.
The latter case is described by the le Chatelier—Brown principle. In the simplest
case of polymorphic transformation, the description of phase competition can
be performed employing Bublik and Pines’s idea (Section 13.2). In the case of a
phase transition with composition redistribution, one must take into account the
depletion effect, which complicates the analysis (Sections 13.3-13.4).
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Figure 13.9 g(c): Gibbs free energy (per composition of the depleted parent phase
atom) as a function of composition for (in this diagram the components are implic-
“old” and “new’” phases; Agyp is the isother- itly supposed to have the same structure),
mal Gibbs free energy density of the w-alloy and C; and C; are the compositions of the
from pure solid components. Cp is the initial corresponding new phases.

composition of the parent phase, Cp is the

Here we consider the decomposition of a supersaturated binary alloy « (contain-
ing A and B components) leading to the formation (when it is not suppressed) of
a two-phase system o’ + 1 or «” + 2, where 1 and 2 are intermediate phases both
having a nonzero driving force of transformation (Figure 13.9).

The precipitation develops in nanometric volumes, which can be realized
either in nanometric isolated particles or in small spherical regions (of radius R)
around nucleation sites in case of simultaneous nucleation at many sites such
as in a highly imperfect supersaturated alloy or fast multiple homogeneous
nucleation in bulk metallic glasses. Even if we assume that the formation of
a new phase has a symmetric form, in principle, different possibilities must
be considered. They are represented in Figure 13.10: @« — o' + 1, « — " + 2,
o — o + 1+ 2. The detailed analysis of competitive nucleation is presented in
[58, 59, 66].

]
‘ ‘ ‘ ‘
(@) (b) (©) (d)

Figure 13.10 Possible modes of nucleation and growth of
new phases at the center of a small particle or a region of
supply: (a) nucleation of phase 1; (b) nucleation of phase 2;
(c), (d) competitive formation of phase 1 and phase 2.
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In this section, at every fixed C,, the Gibbs energy is minimized. Naturally, the
following question remains: is such quasi-equilibrium process kinetically possible?
The answer to this question can be given by solving the kinetic equations of the
Fokker—Planck type or by modeling the corresponding kinetics in an alternative
way (Section 13.7). But it must be recalled that in the present section the kinetic
aspect is not considered.

To catch the main idea, let the new intermediate phases be line compounds with
fixed compositions, C; for phase 1 and C, for phase 2. The conservation law (at
n = n = n,) leads to:

CoV=C1Vi+ GVat Co(V — Vi — Vi), (13.18)
The expression for the driving force is:

AG =nViAg +nVAg +n(V — Vi — V))Ago(Cp) — nVAgy(Co) + AGs
(13.19)
According to the configurations represented in Figure 13.10, it follows that
a)  Vi=4nr}/3, V,=0, AGs=4nrioy
by  Vi=0, V,=4nr/3, AGs=4nrioy
o) Vi=dnr/3, Vi=dn(; —1r)/3, AGs=4nrion +4rr05
d  Vi=4n(r —r1)/3, Vy=4nr/3, AGs=4nrioy + 4nrioy
(13.20)

P

In Equations 13.18-13.20, V; and V, are the nuclei volumes; V is the volume of
the nanoparticle; n is the number of atoms in unit volume; 19 (020) is the specific
surface energy between phase 1 (2) and parent phase; and o1, = 0,1 is the specific
surface energy between the new phases.

The parent supersaturated phase is supposed to behave like an ideal solution
(Equation 13.15):

Ago(T, C) = Ago + kT{CInC + (1 — C)In(1 — C)} (13.21)

Here, Agy, Agy, and Ag, are the isothermal Gibbs free energy densities of formation
of the corresponding alloys from the pure solid components:

Ago(C) = go(C) — Cgop — (1 — O)goa,  Agr = g1(C1) — Cigos — (1 — C1)goa,
Agy = 22(C2) — Cagos — (1 — C2)goa

Therefore, AG can be treated as a function of two independent parameters: the
size of the new phases and the composition Cp.

The numerical analysis shows that the minimization of AG at fixed Cp gives
rp =0 or r, = 0. It means that the three-phase configurations « — " +1+ 2
(cases (c) and (d) in Figure 13.10) appeared to be less favorable than two-
phase configurations o’ + 1 (Figure 13.10a) or «” + 2 (Figure 13.10b). There-
fore, dependencies of AG are presented only for the regimes described by
Equations 13.20a and 13.20b. The results can be gathered into the following
three cases:
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Case 1

When the interface energies are such that o019 < 059 with bulk driving force
for phase 1 being greater than for phase 2, phase 1 has a lower nucleation
barrier and its formation is more favorable in general. That is the usual case of
total suppression of the metastable phase 2 by stable phase 1. For example, for
C;, > C, with the set of parameters n =7 x 102 m~3, Cy = 0.03, kT =7 x 107%!
J, R=13x10" m, o9 =0.25 Jm2, Agi — Ago=—2.2x 1072 J, C; = 0.6,
00 =0.3Jm™2, Ag, — Agy = —1.8 x 1072° ], and C, = 0.5, the results are shown
in Figure 13.11. The system will stop in the absolute minimum state (decomposition
into o’ + 1 at point B).

Case 2
When 059 < o019 with bulk driving force for phase 1 being larger than for phase 2,
that is when

9 Ag (O)

-G =C
5C (&) 1l

|Agi — Ago (Co)| > |Agy — Ago (Co)| — '
Co

nucleation of phase 1 in the nanoparticle is more difficult. It appears that phase 2
will nucleate first (suppressing the formation of phase 1) and the system will stop
in a state corresponding to Figure 13.10b («” + 2). In this case, a small volume

(x10717)
1+

Phase 2

Gibbs energy, AG (J)

Direction of evolution

| | | | | |
0 5 10 15 20 25 30 (x1079)
Mole fraction, Cp

Figure 13.11 Gibbs free energy dependencies on the deple-
tion of the parent phase. Note that the evolution proceeds
with decreasing mole fraction C, in the parent phase (which
corresponds to the direction from the right to the left).
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helps phase 2 to suppress the precipitation of phase 1. Moreover, it is noteworthy
that the absolute minimum of Gibbs energy for phase 2 is reached during the
evolution of reaction coordinate before the corresponding value for phase 1.

With the following values of the parameters,

Ci<C, n=6x10%"m>>, Cy=0.02,
kT = 1072 J, and R= 1078 m
for phase 1:
010=2.02Jm %, Ag —Ag=-4x102], ¢ =03
and for phase 2, correspondingly,
020 =0.02Jm ™%, Ag —Ag=-3x102], C;=06 o0y =2Jm
are taken. The results are presented in Figure 13.12. All cases including the
impossibility of phase 1 formation (owing to too small volumes) even in the

absence of phase 2 must also be considered. Actually, they have been discussed in
Section 13.3 for the case of nucleation of a single phase.

Case 3 or Crossover Regime
When the conditions o9 < 019 with a driving force for phase 1 being larger than
for phase 2 are satisfied, that is,

dAgy (C)
|Agi — Ago (Co)| > |Ag — Ago (Co)| — 'f—c [o=yet
Co
(x10717)
5 —
4 -
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Figure 13.12 Gibbs free energy dependencies on the deple-
tion of the parent phase. The parameters are given in the
main text.
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the following other situation can be set up. Nucleation remains easier for phase 2
but with a minimum of Gibbs energy for phase 1 being deeper than for phase 2
(but this is for a greater depletion, smaller C,). Then, a crossover from regime (a)
to regime (b) becomes possible (Figure 13.10).

At the first stage of the evolution path of the system, phase 2 should nucleate
and grow since the nucleation barrier for phase 2 is smaller than for phase 1.
But beyond the crossover point, phase 1 becomes more favorable, so that further
depletion beyond this point favors transformation «” + 2 — o’ + 1. However, this
transformation (second stage of evolution) obviously means one more Gibbs energy
barrier AGy; due to the required formation of the interface between phase 1 and
phase 2. If this additional barrier AG; is small enough, so that the sum of
values AGy; and nucleation barrier for phase 2 will be less than nucleation barrier
for phase 1, then the evolution path of the formation of the phase 1 via phase 2
becomes more favorable and phase 2 helps to form the phase 1. On the contrary,
the sum of AGy; and the value of the nucleation barrier for phase 2 will be larger
than nucleation barrier for phase 1, AGy, becomes sufficiently high to hinder the
transformation. In this case, the system can reach the metastable state and is able
to remain there for a long time. The last case is similar to the case 2 discussed
previously.

Let us take, for example,

n=85x10®m>3, C;=004 kT=8x102"], and R=12x10%m
for the parent phase and

o=12Jm? Ag —Ag=-23x10%] and C; =04,
020=05Jm™2, Ag—Ag=-2x10%], C;=05

for both new phases. Here, 01 = 0.7 Jm™2, and, in addition, 0,1 + 059 = 010 holds.
As one can see in Figure 13.13, there exists the possibility when first a metastable
phase 2 is formed with a lower energy barrier KP < MN but at point S (before the
minimum is reached) phase 1 becomes more advantageous.

It is now of interest to study, through a practical example, whether or not
a metastable state, at the sample level, can be attained owing to a very high
nucleation frequency, and how such a metastable state may compete with the
formation of the stable phase.

13.5.1
Application to the Aluminum-Lithium system

The decomposition of a supersaturated solution of Li in Al usually leads to disper-
sion of coherent precipitates of the metastable phase Al3Ni within the disordered
matrix which hinders the subsequent transformation into the stable phase AINi [72,
73]. From a qualitative point of view, this behavior takes place mainly because of the
coherence between the metastable phase and the matrix yielding a small interface
energy. We studied this practical example of the Al-Li alloy using the data from
experiments [70-73, 77-79]. Experiments show that Al(Li) alloys with more than 5
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Figure 13.13 Gibbs energy dependence on the depletion of
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at.% of Li separate in the process of annealing [77—-79]. In the annealed state, they are
two-phase alloys and contain spherical Al;Li; phase particles with the average size of
2—4 nm. In most investigations, the authors report that the Al;Li; phase is coherent
to the matrix (the lattice mismatch is near 0.1%), and Al; Li; phase is a noncoherent
one. Thus, most probably the metastable phase Al;Li; appears homogeneously, and
phase Al; Li; heterogeneously. Experimentally, the Al;Li; phase is found in the inter-
val of temperatures 20—-400 °C, and the Al; Li; phase in the 230-570 °C interval [73].

For industrial applications, Al;Li; is an unwanted phase because of the deterio-
ration of mechanical and corrosion properties of the Al(Li) alloy. The characteristic
feature of Al;Li; phase formation is that around the Al;Li; phase regions there is
no metastable Al;Li; phase. It is also found experimentally that the elastic modulus
increase is well related to the presence of the intermediate metastable Al;Li; phase
[70, 77-79]. It would be interesting to define whether it is possible to stabilize the
metastable Al;Li; phase because of small particles or some other way. The basic
results of this section were published first in [58, 59, 66].

Our analysis leads to the main conclusion that there exists the possibility of
formation and total stabilization of the metastable Al;Li; phase instead of the
stable Al;Li; phase in small particles of Al —5/50 at.% Li alloys. This suggests
that too high an interface energy 0,1 (between Al;Li; and Al;Li;) may hinder the
subsequent transformation from the metastable phase Al;Li; to the stable phase
Al;Li; in particles of nanometric scale (R = 2 nm).
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13.5.2
Concluding Remarks

The competitive nucleation and growth of two intermediate phases in volumes
of nanometric size is investigated, taking into account the mole fraction depletion
of the parent phase. The problem has been solved in the framework of the
classical method by representation of the thermodynamic potential in the
mole fraction—size space. It is shown that, depending on the particle size and
thermodynamic parameters of parent and intermediate phases, there exist the
following possible situations: (i) total inhibition of separation, (ii) formation and
total stabilization of the metastable phase instead of a stable one, (iii) relative
stabilization of the metastable phase with the temporary delay of its transformation
into the stable phase, (iv) formation and growth of a stable phase when the
metastable phase does not appear at all, (v) formation and growth of the stable
phase via the metastable phase. This was applied to the coherent precipitation of
metastable Al;Li ordered phase in supersaturated solid solution Al(Li).

13.6
Phase Diagram Versus Diagram of Solubility: What is the Difference for
Nanosystems?

According to classical statistical physics, phase transitions can be rigorously de-
scribed only in the thermodynamic limit of an infinite system. Nevertheless,
“something”” happens with nanosystems with the change of temperature, concen-
tration, and size. People treat this “something” using the familiar word “phase
transformations.” Indeed, as we see below, the usual language of phase transition
theory becomes invalid in this case [61, 65, 80]. Thus, we need some new language,
and a version of such a language is presented below [81].

The previous thermodynamic analysis clearly showed that after the transition one
can find the optimal compositions corresponding to the phase transition. Actually,
we always have three characteristic points (corresponding to one conode):

1) initial composition Cy as the limit solubility of one component in another;
2) composition C, of the depleted ambient parent phase after the phase transition;
3) composition C, of the new-born phase as a result of the phase transition.

These compositions are different because of the above-mentioned depletion and
finite size of the system. When a nanoparticle separates into two different phases
or when the liquid nanoparticle solidifies or when the solid nanoparticle melts, the
equilibrium phase diagram appears to be shifted (which is familiar) and split (which
is new), as compared with that of the bulk material. It is also size dependent [80].
Under experimental conditions, one generally deals with a change of temperature,
T[12, 69]. It is therefore mandatory to discuss the phase transition in nanoparticles
and definitions from this point of view. Qualitatively, the shift of a phase diagram
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Temperature, T

Concentration, C

Figure 13.14 Freezing and melting as after the transition, and P; shows the opti-
examples of liquid—solid transition in bulk mal mole fraction in the new phase C,. The
material (Ry = 00). Representation of the conode links the points Py, P,, and P3 cor-

T-C diagram of a small particle at fixed di- responding to states with equal Gibbs free
mension R, < Ry (solubility curve is shown  energy value and to the lever rule for start-
for liquidus). Point Py indicates the initial ing phase and new two-phase (solid—liquid)
composition Cy before nucleation, point P, equilibrium.

characterizes equilibrium composition C,

of solid-liquid transition and depletion effect are shown (only for liquidus for
simplicity) in Figure 13.14.

Let us briefly discuss Figure 13.14 (case R, < R;). Here, we start from the liquid
particle at high temperature, T, and then decrease T at fixed R and C,. Since
the radius of the nanoparticle is small, the liquidus line is shifted as compared
to the bulk one. It is attained at the point P;(Cop, T). When going to lower T,
a solid embryo is assumed to be formed inside the nanoparticle. Thus, starting
from the point P;, the two-phase solid—liquid configuration of the nanoparticle
(Figure 13.2b—d) has a minimum of Gibbs free energy lower than that at the initial
single-phase liquid state. That is the transition criterion. This event indicates the
appearance of the solid part in a nanoparticle, that is, nucleation. In the usual phase
diagram methods, the compositions of liquid and solid phases are given by the
compositions, at fixed T, of the liquidus and solidus curves. However, the amount
of matter in the nanoparticle is limited. So, the corresponding stoichiometry of
the solid embryo cannot be attained. Gibbs free energy calculations show that the
stoichiometry of the new-born solid phase C, is determined by the corresponding
point Ps of the equilibrium curve (Figure 13.14). At the same time, the liquid part
of the same nanoparticle (i.e., depleted parent phase after phase transition) will
have the composition C, determined by corresponding point P, of the equilibrium
curve (Figure 13.14). In other words, the conode P, P; does not have the ends on the
liquidus and solidus lines (Figure 13.15). The values C,, Cy, and Cy are different
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Figure 13.15 Representation of the freez- show the evolution of the equilibrium com-
ing process for the liquid nanoparticle (a) positions C, and C, of the corresponding
and melting of the solid nanoparticle (b) solid and liquid parts in the transforming
at fixed size R and initial composition Cp. nanoparticle. The conodes link the points P,
Fragments of solidus and liquidus curves P}, and Pj corresponding to the lever rule

of the same particle (a, b). The melting and  for mass conservation.
freezing loops between solidus and liquidus

because of the depletion effect. When T decreases further, one obtains the loop-like
split path (called below just a loop) (Figure 13.15).

Consider now the melting of an initially solid nanoparticle [81]. Let us start from
the solid particle and go from low to high T (Figure 13.15b). Then melting will
be indicated by the appearance of a liquid (two-phase solid-liquid equilibrium).
This is the solidus temperature and solidus composition. If one continues with
the increase of T, then the value of T at which the same two-phase nanoparticle
transforms to complete liquid is taken as the liquidus temperature (end of loop at
the up curve, at liquidus in Figure 13.15b). The temperature interval between these
two events defines the range of T over which the solid and liquid parts in a given
nanoparticle coexist in equilibrium (Figure 13.2b—d). It is worth noting that this
loop is valid for a given dimension of the nanoparticle (in fact, a given total number
of atoms) and for a given overall composition, Cy. Furthermore, at different initial
compositions Cy, the melting and/or freezing loops are different. If one starts from
a pure liquid particle and decreases T, then freezing begins (Figure 13.15a). So,
the corresponding liquidus temperature (and composition in the starting phase)
indicates the presence of a solid part in a nanoparticle. The solidus temperature
shows the transition of the same two-phase particle to complete with the solid
particle (end of loop at the down curve, at solidus in Figure 13.15a). Also, the loops
of melting and freezing processes (Figure 13.15) at the same Cy and R may be
different due to possible differences of the nucleation mechanisms (Figure 13.2)
and different energy barrier dependencies on compositions and sizes. The melting
loop is symmetrical to the freezing one only if the configuration of the system is the
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same as during the cooling process. One can see that the solidus and liquidus lines
indicate only the start and the end of melting and freezing but not the intermediate
states of two-phase equilibrium. These intermediate states are shown by loops in
Figure 13.15 and characterize the evolution paths of compositions Cy, Cy, and C,
during the temperature variation. Finally, we have drawn the lines of coexistence
(tie lines) at some intermediate T between the solidus and liquidus temperatures
in order to show that the lever rule for mass conservation does not work for
the liquidus and solidus curves, but it does work for points on the loops: P, P,
and Pj.

While the theory presented here has a rather general character, one can report
some specific applications of experimental interest for the theoretical approach
developed. The origin of the presented results derives from the variation in
energy with size and composition. So, one might expect the confirmation of the
experimental results by the calculated ones in case of the size- and composition-
dependent material properties. In this respect, isolated nanoparticles of Pb-Bi
alloys have a loop-like split diagram and size-induced melting behavior, observed
by hot-stage transmission electron microscopy [69]. Loops similar to the presented
ones are obtained theoretically for separation of the solid nanoparticle [80]. Our
recent analysis for Cu—Ni and Au—Cu binary nanoparticles shows the quantitative
predictions [82].

From the previous reasoning, it turns out that some difficulties appear in
explanations of state diagrams of nanosystems as well as of such notions as “phase
diagram,” “solubility,” “solidus,” and “liquidus.” Hence one needs to review them.
So, first we should remember the basic well-known notions.

13.6.1
Some General Definitions

Before going further let us remember the general definitions of such notions as
“solubility,” “solidus,” and “liquidus.”

13.6.1.1 What are the “solidus” and “liquidus”?

The “liquidus” and “solidus” lines are defined from the phase diagram. The
liquidus curve is “in a temperature—concentration diagram, the line connecting
the temperatures at which fusion is just completed for various compositions” [83].
Similarly, the solidus curve is the “curve representing the equilibrium between
the solid phase and the liquid phase in a condensed system of two compo-
nents. The points on the solidus curve are obtained by plotting the temperature
at which the last of the liquid phase solidifies against the composition, usually in
terms of the percentage composition of one of the two components” [83].

13.6.1.2  What is the “Limit of Solubility”?

It is defined in terms of a solution which is a “homogeneous mixture of two or
more substances in relative amounts that can be varied continuously up to what is
called the limit of solubility” [84].
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Summarizing the definitions, one can say that, from the common point of view,
the solubility (or solubility limits) and equilibrium compositions after the transition
in bulk material coincide [63, 83, 84]. They are given by solidus and liquidus. In
nanosystems, this is far from being true. Thus, the notions solidus and liquidus have
to be reexamined when dealing with nanoparticles.

We want to outline here the definition of solubility diagram and separate it from
the definition of phase diagram which is now transformed into the nanophase
diagram. Strictly speaking, the phase diagram is split, so the definitions should be
split as well [81].

13.6.2
Nanosized Solubility Diagram

13.6.2.1  Solubility Limit

Under the solubility or solubility limits, we shall understand ““the limiting compo-
sitions at which the starting (single phase) state remains without transition into
another (two- or multiphase) state.” Varying Cy the solubilities, for different T, we
form the solubility curve (the liquidus and the solidus). This notion is applied to
melting, freezing, and phase separation as well as to any other first-order phase
transition. Let us now introduce the solubility curve notions, namely, the “liquidus”
notion related to initially liquid phase and the “solidus” notion with respect to a
starting solid phase.

13.6.2.2 Liquidus

Liquidus is the solubility curve for liquid particle. So in our Interpretation, the
liquidus curve is “in a temperature—concentration diagram, the line connecting
the temperatures at which freezing is just started for various compositions of a
starting liquid phase.”

13.6.2.3 Solidus

Solidus is the solubility curve for a solid particle. Hence the solidus curve is the
“curve representing in a temperature—concentration diagram, the line connecting
the temperatures at which fusion is just started for various compositions of a
starting solid phase.”

13.6.2.4 Nanosized Solubility Diagram

When one deals with the problem of solubility in a nanosystem, one must determine
the starting sizes of a given system as well as initial and final configurations
(Figure 13.16).

For example, if we want to find the liquidus, we must start only from the initial
fully liquid particle as a single phase state, and calculate or make an experiment on
the liquid—solid transition. The solubility limit in this case is the limit composition
of one of the components at which the liquid—solid transition starts. Then, plotting
the corresponding points at the T—C-diagram one obtains the curve which is the
“diagram of solubility in the liquid substance” (liquidus). The same reasoning is



13.6 Phase Diagram Versus Diagram of Solubility: What is the Difference for Nanosystems?

- e
Liquid phase i q“\du
~ ~
g g
2 2
o o
[0 [0
Q. Q.
IS IS
() ()
— —
Solid phase
(a) Concentration, C (b) Concentration, C

Figure 13.16 Qualitative T—C size-dependent diagrams:
(a) solubility diagram; (b) phase diagram. The effect of size
increase on the phase diagram of the transforming system
is indicated by vertical and horizontal arrows.

applicable to the solidus curve. Therefore, one can define the solubility diagram
as follows: the “solubility diagram is the temperature—composition diagram at a
fixed quantity of matter of a nanosystem obtained by plotting the solubility curves,”
Qualitatively, it may be presented as Figure 13.15 but only without the melting and
freezing loops. Solubility curves defined by such a procedure will not explain the
usual equilibrium conditions (Figure 13.16). The lines of solidus and liquidus may
even intersect each other depending on the mechanism of nucleation during the
processes of melting and freezing [82]. It is worth noting that the notion “solubility
diagram” may be applied both to R—C and T-R diagrams (see further).

13.6.3
Nanosized Phase Diagram

For any fixed T and initial composition Cp, the equilibrium compositions are
C, and C, after the transition. They do not correspond to the ones given by the
classical reasoning on the phase diagram because of the mentioned depletion. For
our melting (or freezing) example, when the starting Cy changes to Cj, at fixed size
R, a new composition loop appears. If one plots all of them on one size-dependent
T-C-diagram, one will obtain a large number of loops (connecting solidus and
liquidus). It is confusing. In Figure 13.15, we showed only two loops for the same
fixed Cy and R.

13.6.3.1 Three Types of Diagrams

In the case of a nanosystem, the size R becomes an external parameter such
as temperature or composition. So, in contrast to the bulk case, when analyzing
nanosystems one must use three-dimensional diagrams T—C-R, which may be
reduced to three types of two-dimensional ones: (a) T—C diagram at fixed R; (b) T-R
diagram at fixed Cy; (c) R—C diagram at fixed T (Figure 13.17). It is clear that only
the first one has a bulk analogy and may be compared with the T-C-diagram
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Figure 13.17 Three types of state diagrams of a nanosys-
tem: (a) T—C diagram at fixed R; (b) T—R diagram at fixed
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at infinite size R; = co. The other two diagrams represent the characteristic
feature of the nanosystems and have no bulk analogy. Note that one can use the
“solubility diagram” notion for R—C and T—R diagrams as well. The analysis of
T—Rand R-C-diagrams and their peculiarities have been discussed in the previous
work [57]. Here we discuss only the T—C diagram.

13.6.3.2 T-C Diagram at Fixed R

Despite the above-mentioned problems, from our point of view, it is conve-
nient to discuss the T—C “phase diagram” at fixed R (or ‘“nanophase diagram”)
as follows. Namely, under the notation of “phase diagram” we shall under-
stand the “diagram at which the temperature—composition boundaries of the
phases of the system found at fixed quantity of matter of the system by tran-
sition criterion and plotted as functions of composition on T-C coordinate
axes” [81]. From our point of view, the most essential (informative) values of
temperatures and compositions correspond to the solubilities and their (corre-
sponding to transition criterion) equilibrium compositions after the transition
(Figure 13.14). By varying Cp, one can find that the solubilities gather into a
solubility curve, and the corresponding equilibrium compositions after the tran-
sition gather into two equilibrium curves. Such defined T—C nanophase diagram
indicates the phase fields (single solid-phase state, single liquid phase state,
and two-phase states) separated by solubility curves for different initial composi-
tions [83]. May the lever rule of mass conservation be used in such nanophase
diagram? Yes, but only for splitting of solubility curve into two equilibrium
curves (in bulk case the solubility curve coincides with one of the equilibrium
curves). For example, the points Py, P,, and P; in Figures 13.14-13.15 corre-
spond to the lever rule: (N — N,) - |P1P;| = N, - |P3P1|, where N, is the number of
atoms in the new phase, the composition interval |P;P,| = AC = |Cy — C,|, and
[P3P1| = [Cy — Cpl.

It follows that, when one deals with the phase diagram, one must determine
and plot the solubility curves in one T—C nanophase diagram (in the authors’
definitions) as well as the final equilibrium compositions, the boundaries of
the phases of the already transformed system found by the transition criterion
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(Figure 13.16). The T—C nanophase diagram must combine all the mentioned plots
and, obviously, it becomes much more complicated in the case of a nanosystem.
For example, for solid—solid transition (separation) the T—C nanophase diagram
may consist of three curves [57, 81] instead of one; for our example of liquid—solid
transition, the T—C nanostate diagram may show six curves (liquidus plus its
two equilibrium curves and solidus plus corresponding two equilibrium curves,
Figures 13.7, 13.14, 13.16b, and 13.17a). On the other hand, one can define the
notion of phase diagram as follows: “the temperature—composition boundaries
of the phases of the system found at fixed R and Cy and plotted as functions
of composition.” If we fix R and C, then we can plot the diagram which will
be just a loop (Figure 13.15, but without liquidus and solidus). This loop will
give the equilibrium compositions C, and C, for all the temperatures (but not
for all different values Cy as well as R). Because of this, such definition looks
unreasonable.

13.6.3.3 Varying R

As the size of the particle increases, the solubility and equilibrium curves merge
into the usual bulk curves (Figure 13.16b). In the infinite case, one obtains the
usual state diagram in which the solubility limits coincide with the equilibrium
compositions. It means that the solubility diagram and the phase diagram coincide
in the bulk case.

13.6.3.4 Concluding Remarks

Thus, in the present section we used these theoretical and experimental results
to modify the notions of “solubility,” “solidus,” “liquidus,” and “vaporous” and
outline the new notions of “solubility diagram” and “nanophase diagram.” It
is worth noting that the introduction of these new notions does not modify the
classical thermodynamics and the transition criterion. If one extrapolates the same
arguments to boiling and to binary (or multicomponent) liquid and its vapor in a
container of fixed nanovolume, one concludes that the solubility and equilibrium
curves might be explained in a similar way. It will be the future aim to analyze the
liquid—vapor transition in nanovolumes in the framework of the phase diagram
approach and the solubility presented here.

I

13.7
Some Further Developments

13.7.1
Solubility Diagram of the Cu—Ni Nanosystem

We used the mentioned results and the notion of size-induced “solubility dia-
gram” to discuss the particular case of the Cu—Ni nanosystem [82]. Here, we
restricted ourselves to the thermodynamic study of melting and freezing. Our
additional analysis on the example of the Cu—Ni system demonstrated that for
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a nanosystem there may exist several lines of solidus (and liquidus), which
may be gathered into one curve. The following effects are predicted in [82]:
(i) The effective width of the diagram decreases: the two-phase field narrows and
even pinches off the solidus and liquidus branches to a line for compositions
about 0 and 1; (ii) There exists the possibility of the overlap and intersection
of solidus and liquidus at solubility diagram; (iii) The shapes of the solubil-
ity curves on the diagram change; (iv) The solubility diagram shifts down to
lower temperatures as compared to bulk state diagram (in other words, it is size
dependent).

13.7.2
Size-Induced Hysteresis in the Process of Temperature Cycling of a Nanopowder

While the previous sections are devoted to a thermodynamic analysis, here we deal
with a powder of nanosized particles subjected to temperature cycling and discuss
the kinetics of first-order phase transitions in such a system. When one extrapolates
the argument of the limited amount of atoms in a volume to nanomaterials under
various external conditions, one concludes that their kinetic behavior should differ
from that of the bulk material.

Experimental results on the effect of size on the kinetic behavior of phase
transitions in alloys have been obtained in several works [14, 23, 85]. As an example
of size-induced effects and, in particular, size-induced hysteresis phenomena in
kinetics, one can mention capillary condensation (phase transitions in pores or
capillaries; for some recent work in this direction, see [69, 86, 87]). Controllable,
continuous, and reversible coexistence of different crystalline and disordered
phases in gallium nanoparticles under electron beam excitation has also been
demonstrated [88]. Moreover, recent theoretical, experimental, and numerical
Monte Carlo results on first-order phase transitions in nanovolumes demonstrate
hysteresis phenomena [59, 65, 86, 89-92].

Having in mind Equation 13.3, such hysteresis cannot be explained by thermo-
dynamics alone but has to involve a description of the kinetics of first-order phase
transformation as well. In order to develop a theoretical description, we applied
the previous thermodynamic approach to the study of the kinetic “decoding” of
back and forth transitions during temperature cycling of nanopowders and pre-
sented a numerical analysis within the framework of the standard kinetic equation
approach [93-95]. As a continuation of our approximation in Section 13.4, we
arbitrarily assumed that the new thermodynamically advantageous phase has strict
stoichiometry C; = 0.5. The composition in each initially supersaturated solid
particle is equal to Cy (so that the new phase nucleus has a composition different
from that of the parent phase, C; # Cj).

We introduced finite rates of temperature changes and considered the tem-
perature cycling of a nanopowder. First, we start from the single-phase state at
high T and let T decrease (cooling). Then we stop the temperature change at
some point, when the alloy is quenched into the two-phase region, and make the
process direction opposite, that is increase T (heating) at the same rate. One cycle
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Figure 13.18 Nanopowder under tempera-  is described as isolated and consisting of No
ture cycling: that is, particles of initial com-  atoms, each nucleus as a new phase inside
position Co at high temperature (a) and the the particle and consisting of N atoms. C,
same particles after the phase transition at  is the concentration of the ambient parent
low temperature (b). Each nanosized particle phase after the nucleation.

refers to the complete forward and backward changes of T from some initial point
back to the same point, say from T = 1100 K to T = 800 K back to T = 1100 K.
In the case considered here, the temperature T changes with time as a linear
function at constant rate, |[dT/dt| = const, for cooling and heating. The Gibbs free
energy Equation 13.8 or 13.17 may be expressed as a function of time (via the
time-dependent temperature): AG (N, T) = AG (N, t). Here, N is the number of
atoms inside the newly born nucleus.

We considered the nonequilibrium size distribution function f (N, t), the number
of new phase droplets consisting of N structural units at time t. The evolution of
the ensemble of clusters formed by nucleation and growth processes is described
by the kinetic equation of the Fokker—Plank type [94, 95]. Here we present the case
of particles of equal size. The main task of such a kinetic model is to describe the
volume fraction p of the new phase 1 during the temperature cycling of the isolated
nanoparticle ensemble (Figure 13.18). The volume fraction of the new phase p is
obtained as a function of T and Ny. In this section, we report the obtained kinetic
result: size-induced hysteresis.

Our model shows that the width and shapes of hysteresis loops depend on the
finite (non-negligible) depletion of the parent phase in nanoparticles of the powder;
finite rates of change of the external parameters (temperature changes during
annealing and heating); the finite size of the system,; finite rates of the transfer of
atoms across the parent phase—nucleus interface; and bulk diffusion (existence of
free energy barrier for diffusion) [94, 95].

Let us examine the influence of different values of Ny (effect of different sizes
of nanoparticles). The corresponding result, at fixed rate of temperature change,
V, and other parameters fixed, is presented in Figure 13.19. We see that larger the
system size, the greater is the effective width of the hysteresis loop under the same
cycling conditions. The less the size of particles, the less is the effective width
of the hysteresis loop. In general, both thermodynamic and kinetic factors result
in the existence of hysteresis. Here, one needs to differentiate two cases: cases of
slow rates (when the rate of change of the external parameters is slower than the
rate of nucleation/growth processes) and cases of high rates [95].

One may expect that the “pure” hysteresis loop presented here will be different
from the real experimental one. This is due to the existence of irregularities, defects
of any kind, particle size distribution, and diffusion between the particles of a
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Figure 13.19 Effect of size on hysteresis: new phase
volume fraction loops for the fixed rate V =50 Ks~' of
temperature cycling between 1100 and 800 K and different
number of atoms in the particles: No = 1000, Ny = 3000.

powder in real experiments which will lead to a shift of the separation and/or
nucleation points, barriers, and so on. Furthermore, the previous reasoning is
based on the assumption that the nanopowder consists of particles of equal size.
Experimental studies usually show that the highly monodisperse particles in a
powder have a standard deviation of less than 5-10% [91, 96, 97]. The effect of
scatter in particle sizes has also been taken into account and did not lead to any
fundamental changes [95].

Recently, the structural transitions without diffusion redistribution (polymorphic
transitions) have been analyzed. We presented a general thermodynamic and kinetic
analysis for a polymorphic phase transitions in a nanopowder. The corresponding
model describes a size-induced change of critical temperatures of phase transitions
in small, isolated nanoparticles, and application to the y-Fe to a-Fe polymorphic
phase transformations gives the qualitative similar size-induced results [93, 98, 99].

13.7.2.1 Concluding Remarks

The kinetics of nucleation/growth and separation processes in an ensemble of
nanoparticles under time-dependent temperature is presented. Grounding upon
our numerical studies, we conclude that under temperature cycling one should
observe a hysteresis behavior. Such hysteresis is conditioned by the finite size and
depletion effects and is described on the basis of the kinetic equation approach.
The model shows that the width of hysteresis loop depends on (i) thermodynamic
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constraints at the fixed rate of temperature change and other parameters and
(i) kinetic constraints. In particular, as the (a) size of a system, (b) the rate of
temperature change, (c) the interphase tension, and (d) the energy barrier for
diffusion decrease, the hysteresis loop narrows showing the tendency to disappear.
The given approach allows us to differentiate the influence of thermodynamic
constraints on hysteresis (related to the Gibbs free energy dependence on size
and nucleation barrier) from the influence of kinetic constraints on hysteresis
(related to the activation energy for the diffusion across the parent phase—nucleus
interface). At high T the hysteresis is related to thermodynamic control of the
process, whereas at low T the hysteresis is related to kinetic control of the process.

Besides, so-called bulk metallic glasses often devitrify with a very high nucleation
rate, yielding a dispersion of nanocrystals in the amorphous matrix at the first
crystallization stage [100—102]. It means that precipitation develops in nanometric
volumes, which can be realized in nanometric spherical regions (of radius R)
around nucleation sites. One should expect a similar hysteresis behavior in bulk
metallic glasses as a result of the depletion and size effects shown in the present
paper. The corresponding analysis will be made elsewhere.

It is also worth noting that the shown hysteresis is very similar to magnetic (such
as paramagnetic—ferromagnetic) phase transitions under an imposed magnetic
field. Such behavior should allow one to use the size-induced hysteresis effect in
a way similar to that of magnetic materials for a variety of applications such as
high-tech DVD and CD technologies, coatings, shape memory systems, and many
other important applications.

13.A
Appendix: The Rule of Parallel Tangent Construction for Optimal Points of Phase
Transitions

Equation 13.8 implies that the Gibbs free energy change of the system is a function
of two variables: C, and r. In order to consider the general thermodynamic
equilibrium conditions for the function AG(r, Cy), one must write the equations
of the first and second derivatives of AG(r, C,) with respect to the variables. To
determine the extreme points of phase transition, one has to solve the following
equations:

dAG(r, C,)/0C, =0 (13.A.1)
IAG(r, Cy)/or=0 (13.A.2)
Theorem

The equilibrium concentrations C;** in the new phase and in the ambient parent
phase C;pt are determined by the rule of the parallel (not common) tangents
drawn from lines of concentration dependencies of Gibbs free energy densities on
concentrations for “new” and “old” phases [61].
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Proof

Let us find the equilibrium concentrations from the above set of equations at other
fixed parameters. Considering the possible set of concentrations C, in the nucleus,
let us find the optimal one from Equation 13.A.1.

According to Equation 13.6, one should find the concentration in the parent phase
C, as a function of concentration C, and the volume V,, (V,, = V1) at fixed other
parameters. Analyzing Equation 13.8, with regard to condition Equation 13.A.1,
one easily obtains the relation:

IAg (C) (V= V) IAg () 3C,

s s —r (13.A.3)
9C g, 0C |e_g, 9C,

nm Vn

Applying Equation 13.6, one obtains:

G mVe mV,

aC, nVo—mV, n(V — V)
Substituting latter equation into Equation 13.A.3, one obtains the rule of parallel
tangent construction for optimal concentrations in the ‘new’ phase and in the “old”

parent phase, which was to be proved:

IAg(O)]  3Ag(O)

aC a

13.A4
cOPt aC ( )
n

opt
S

Then the expressions obtained for the optimal mole fraction in the parent phase
will be:

ConV — Cf,ptnl V.

t

Gr = TR (13.A.5)

or
3
opt mr opt

G =G+ m (Co -Gy (7] R))
13.A.1
Resume

The rule of parallel tangents gives the optimal path of evolution of a system.
This rule is a consequence of thermodynamic approach when Gibbs energy
Equation 13.8 is minimized: that is, dAG/dC, = 0. Solving this variation prob-
lem, an optimal depletion for fixed nucleus size is obtained with the help
of the condition 82AG/8C3L > 0. Of course, the condition of fixed size can
be kinetically unattainable, and then one should switch to kinetic analysis of
transformation. This rule is valid for a critical nucleus as well as for an equi-
librium, two-phase state (supercritical nucleus of optimal concentration and
separated parent phase being in the state of minimum of Gibbs free energy)
because it is determined from the extremum condition for Gibbs free energy
change of the system. One can show that in the extreme case of separation
(not nucleation) in an infinite matrix, the equal tangents become common
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and the driving force will be determined by the well-known rule of common
tangents.

In the limiting case (R — o0), the rule of parallel tangents allows us to find
the concentrations in the critical nucleus and matrix correspondingly at once on
the phase diagram Ag(C) — C. Here, the composition of the parent phase stays
unchanged Cj. In the case of a composition-dependent surface energy, the contribu-
tion before drawing the tangents for critical nucleus and matrix or for equilibrium
two-phase state (“new” phase plus parent phase) on the diagram Ag(C) — C one
must solve Equation 13.A.2 first, and then solve the Equation 13.A.1. Here, the rule
Equation 13.A.4 of parallel tangents will be substituted by composition-dependent
surface energy contribution:

Mg 1
aC ot 3nr 9C

9Ag (C)
= — (13.A.6)
ot aC ot

In the general case of size-composition-dependent surface energy contribution for
equilibrium two-phase state, one must solve the above given system of equations
with complementary parameters and terms do/dr and do/dC. Furthermore, the
rule may be applied to a multicomponent system as well when a new phase is not
determined by strong stoichiometric composition: that is, there exists the solubility
interval on the diagram Gibbs free energy density—concentration (Ag(C) — C).
As was mentioned before in the presented case, Equation 13.A.4 is applied to
nucleation and separation of nanoparticles in which the composition of the new
phase is a function of size.
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