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Abstract

A diffuse interface model combined with the minimax technique is implemented to predict the morphology of critical nuclei during
solid to solid phase transformations in both two and three dimensions. It takes into account the anisotropic interfacial energy as well as
the anisotropic long-range elastic interactions. It is demonstrated that the morphology of critical nuclei in cubically anisotropic solids can
be efficiently predicted by the computational model without a priori assumptions. A particular example of cubic to cubic transformation
within the homogeneous modulus approximation is considered. The effect of elastic energy contribution on the size and shape of a critical
nucleus is studied. It is shown that strong elastic energy interactions may lead to critical nuclei with a wide variety of shapes, including

plates, needles and cuboids with non-convex interfaces.
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1. Introduction

Nucleation takes place when a material becomes ther-
modynamically metastable with respect to its transforma-
tion to a new state (solid, liquid and gas) or new crystal
structure. Some common nucleation phenomena include
formation of liquid droplets in a saturated vapor, appear-
ance of ordered domains in a disordered solid and nucle-
ation of tetragonal variants in a cubic matrix. Very often,
it is the nucleation process that dictates the microstructure
of a material.

In the classical theory of nucleation, the thermodynamic
properties of a nucleus are assumed to be uniform and the
same as in the corresponding bulk phase at equilibrium.
The interface between a nucleus and the parent phase is
considered to be sharp. The calculation of a critical nucleus

* Corresponding author. Address: Department of Mathematics, Penn-
sylvania State University, University Park, PA 16802, USA.
E-mail addresses: zhang l@math.psu.edu (L. Zhang), lqc3@psu.edu
(L.-Q. Chen), qdu@math.psu.edu (Q. Du).

size is then determined by the competition between the bulk
free energy reduction and the interfacial energy increase.
For instance, the total free energy change accompanying
the formation of a new particle is given by

AE o1 = Volume - Af, + Area -y

where Af, is the bulk free energy driving force per unit vol-
ume and y is the interfacial energy per unit area between a
nucleus and the parent matrix. For a spherical particle of
radius r,

4
M‘total = gTU"gJAﬁr + 47'EI”2V

with Af, < 0and y > 0 for a given phase transformation. A
nucleation event takes place by overcoming the minimum
energy barrier which leads to the critical size r* = —
2y/Af, of the nucleus obtained as a stationary point of
AE 1. The associated critical free energy of the formation
of a critical nucleus, AE} , is then given by AE} , =

16my°/3(Af,)*. Hence, the nucleation rate of the critical
nucleus per unit volume and unit time has the form
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I = Iyexp|—AE;,,,/ker] with the pre-exponential factor /,
calculated from the fundamental statistical approaches,
kg the Boltzmann’s constant and 7 the absolute
temperature.

While it is reasonable to assume spherical shapes for
nuclei during fluid to fluid phase transitions, the morphol-
ogy of critical nuclei in solids is expected to be strongly
influenced by anisotropic interfacial energy and anisotropic
elastic interactions. For example, nuclei for )" precipitates
in Ni-alloys can be cuboidal or spherical depending the lat-
tice mismatch between the precipitate and matrix, 6 pre-
cipitates in A1-Cu are plates and the f' precipitates in
Al-Mg-Si alloys are needle-shaped. The morphology of a
critical nucleus in the presence of interfacial energy anisot-
ropy alone can be deduced from the well-known Wulff con-
struction. However, predicting the shape of a critical
nucleus in the presence of both elastic energy and surface
energy anisotropy is particularly challenging since elastic
energy contribution depends on the morphology of a
nucleus and lattice mismatch between the nucleus and the
matrix. As a result, prior applications of the classical nucle-
ation theory to solid state transformations typically make
assumptions on the shape of a nucleus as an a priori, and
the elastic energy contribution to nucleation is included
as an extra barrier for nucleation, which is proportional
to volume, i.e. a* ~ —f"y/(Af, + Eq) where a* represents
the critical size of a nucleus, Af, is the bulk driving force
for nucleation, f* is a numerical factor depending on the
shape of the nucleus and Ey is the elastic strain energy con-
tribution to nucleation on the order of Ce} where C is the
elastic modulus and ¢ is the lattice mismatch strain (trans-
formation strain, eigenstrain, stress-free strain) between the
nucleus and the matrix.

Another theoretical approach to nucleation is based on
the diffuse-interface description, also called the non-classi-
cal nucleation theory. In this approach, the properties
within a nucleus are inhomogeneous and the interface
between the nucleus and parent matrix is diffuse. Following
the seminal work of Cahn and Hilliard [1], the diffuse-inter-
face approach has been previously applied to nucleation in
solids. For example, Roitburd et al. [32] and Khachaturyan
et al. [20,22] described the nucleation of a new phase in
solid solutions and the general problem of extreme states
of solid solutions using the diffuse interface model. More
recently, Roy et al. [33] discussed the nucleation in the pres-
ence of a general long-range interaction. The focus is on the
critical order parameter profiles rather than predicting the
morphology of a nucleus. Wang and Khachaturyan [38]
examined the morphology of nuclei during a martensitic
transformation by switching on and off Langevin noise.
The particles obtained using this approach do not necessar-
ily correspond to saddle point configurations associated
with a critical nucleus. Poduri and Chen [29] studied the
nucleation of an ordered precipitate from a disordered
matrix by extending the diffuse-interface theory of Cahn
and Hilliard. Roitburd [31] and Chu et al. [S] were the first
to explore the nucleation of martensites using the non-clas-

sical approach. More recently, Gagne et al. [12] studied the
morphological evolution using Langevin simulations of
martensitic transformations in two dimensions. They con-
cluded that systems with long-range interactions quenched
into a metastable state near the pseudo-spinodal exhibit
nucleation that is qualitatively different from classical
nucleation near the coexistence curve. It is noted that all
existing diffuse interface theories for nucleation in solids
ignore the anisotropic interfacial energy and anisotropic
long-range elastic interactions. Within the phase-field
approach, nucleation during solidification has been studied
by Granasy et al. [14,15], and nucleation in solids in the
presence of elastic interactions by Hu and Chen [18], Zhang
et al. [41], Shen et al. [35] and Luo et al. [27]. Using a
microscopic model, LeGoues et al. [24] studied the influ-
ence of crystallography upon critical nucleus shapes and
kinetics of homogeneous nucleation by combining the dis-
crete lattice mean-field model with the microscopic theory
of strain energy. They considered both the influence of
anisotropic interfacial energy and anisotropic strain energy
on nucleation. However, they also assumed that the shapes
of the critical nuclei were either spherical or plates.

In a recent letter, we reported a computational approach
for predicting the morphology of a critical nucleus as an
extreme state in two dimensions by considering the pres-
ence of both interfacial energy anisotropy and elastic inter-
actions [39]. Some rigorous mathematical and numerical
analysis of the underlying framework are discussed in
Ref. [40]. The main purpose of this paper is to extend the
model and the numerical implementation to three dimen-
sions and discuss the influence of elastic energy on the mor-
phology of critical nucleus and shape bifurcations as strain
energy contribution increases. Though a particular exam-
ple of cubic to cubic transformation within the homoge-
neous modulus approximation is considered, our
approach can be generalized to other phase transforma-
tions. The key elements of such an approach involve the
diffuse-interface description of the nucleation problem [1]
and the minimax algorithm in the calculus of variation
[30]. A detailed description on the theoretical formulation
and numerical solutions is provided here. The effect of elas-
tic energy contribution on the size and shape of a critical
nucleus is studied. It is shown that strong elastic energy
interactions may lead to critical nuclei with a wide variety
of shapes, including plates, needles and cuboids with non-
convex interfaces. It should be emphasized that the prob-
lem under consideration is spatially inhomogeneous and
it is different from the saddle point search when a solid is
homogeneously transformed to a near phase throughout
the system, described by a homogeneous free energy as a
function of a homogeneous order parameter.

The rest of the paper is organized as follows. The diffuse
interface formulation of nucleation is presented in Section
2. The numerical algorithm for finding the critical nucleus
and its computer implementation are described in Section
3. The spectral accuracy of the numerically computed solu-
tions is validated in Section 4, along with a number of two-
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dimensional and three-dimensional numerical simulations
of the effect of elastic energy on nucleus morphology. The
most probable nucleus morphology is identified for a given
relative elastic energy and chemical driving force contribu-
tions. To offer additional understanding on the competition
of interfacial and elastic energies, we also examine the vari-
ous energy contributions analytically in a sharp interface
limit. Some final conclusions are given in Section 5.

2. Diffuse interface model

Following Ref. [39], we consider the case of a structural
transition with no compositional changes. It is further
assumed that the structural difference between the parent
phase and the nucleating phase can be sufficiently described
by a single order parameter 1. Extensions to more general
cases, e.g. nucleation of a new phase in a solid solution, can
also be considered in a similar fashion, and will be pursued
in subsequent works.

For a given temperature, a double-well potential is cho-
sen to describe the free energy dependence on 1 : f(n) =
(n* — 1)*/4 — Jh(n) The two local energy wells are at 7 =
+1 and A(n) = (3n — #*)/2 respectively, so that 24 gives
the bulk driving force for the phase transformation from
the n = —1 state to the 5 = +1 state (as illustrated in
Fig. 1).

The total free energy of an inhomogeneous system
described by a spatial distribution of 5 could be written as

£~ [ () +51VaP)ax

where o is the gradient energy coefficient in Q for the isotro-
pic interfacial energy, and the domain Q = (—1, 1) is used
with d = 2 or 3 being the space dimension and a periodic
boundary condition is used for the order parameter #.

In the case that the interfacial energy is anisotropic, as is
usually the case for nucleation in solids, either the gradient
energy coefficient can be expressed as a second or higher
order derivative or, rather artificially but common in the
phase-field models, it is made directionally dependent. To
incorporate the effect of long-range elastic interactions on
the morphology of a critical nucleus and thus the nucle-
ation barrier, the computation of the elastic energy E
for an arbitrary microstructure is needed. Assuming that

4 (m)

T T

Fig. 1. A double well potential with wells at = +1 and the driving force
being 24.

the elastic modulus is anisotropic but homogeneous, the
microscopic elasticity theory of Khachaturyan [20] is often
used in phase field simulations. For example, the elasticity
effect is incorporated by expressing the elastic strain energy
as a function of field variables (see the discussions in e.g.
Refs. [4,37]). So the total energy is given by

E total — / (f

The elastic energy E is defined as

1
Ey = E /Cijkleijekldx (2)
Q

where e;; is the total strain and ¢, is the elastic stiffness
tensor for i,j,k,/=1,2,3. The summation convention
for the repeated indices is employed in the above equation
(2). For a cubic material with its three independent elastic
constants ¢y, ¢j; and ¢4 in the Voigt’s notation, the elastic
energy takes on the form [20]:

§|“vn‘2)dX+Eel (1)

1
E., = / {5011(@%1 + €3, +e33) + ci(enen + ees + eness)
Q

+%M%+%+éﬁ@

Here, the elastic strain e;; is the difference between the total
strain ¢; and stress-free strain ¢, since stress-free strain
does not contribute to the total elastlc energy, 1.e.

. .0
Gij = &ij — &

where the stress-free strain is

0

& = 8?,—(’7 — 1)

Here, ¢ is a constant tensor and n, is the average order
parameter of the system. The total strain ¢; may be repre-
sented as the sum of homogeneous and heterogeneous
strains:

S,‘j = é’] + 58,‘]

The homogeneous strain is defined in such a way so that

Q

The heterogeneous strain is related to the local displace-
ment field {u,} by the usual elasticity relation,

1 (Ou; Ou;
0 = = : /
& 2 <axj + ax,-)
It also satisfies the mechanical equilibrium condition given
by the equation

aO','j o 0

axj

with the stress components ¢;; = c;uewn

The elasticity equation with periodic boundary condi-
tions can be solved in the Fourier space which leads to a
more explicit form of E,. If there is a simply connected
coherent inclusion in an anisotropic solid with cubic sym-
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metry and the phase transformation involves only one type
of crystal lattice, the elasticity energy contribution can be
further simplified (see the details in Ref. [20,21]):
1 / . N 2

Eq=—— [ dkB(n)|7(k) — 7o(k 3

=200 Ja (n)[7(K) — 770 (k)] (3)
The integration in (3) is over the reciprocal space Q of the
reciprocal lattice vector k, n = k/|k| = (n,n,,n3) is the
normalized unit vector, and in three dimensions the term
B(n) is given by

B(ll) = 3(011 + 2012)68

B (11 + 2¢12)°E(1 4 2Ls(n) + 3n2n2nd)
cn + Llen + en)sm) + C(en + 2¢1n 4 cag)ninin’
(4)
where ¢, is the lattice mismatch between the nucleating
new cubic phase and the parent cubic phase, (=
(c11 — ¢12 — 2¢44)/caq s the elastic anisotropic factor, and
s(n) = n?n3 + min3 + nind.

Incorporating the long-range elastic interactions and a
simple form of the surface energy anisotropy, the total free
energy increase arising from the order parameter fluctua-
tion in an initially homogeneous state with 7, is given by

AE o = /Q (5f(17) +%nf + %nﬁ)dx
+2(2—i)d [ kB - (o s)

where 61 (n) = f(n) — f(n,). Instead of changing the mag-
nitudes of lattice mismatch and elastic constants, a factor
p is introduced which effectively characterizes the relative
elastic energy contribution to the free energy driving force
in determining the critical nucleus morphology.

3. Numerical algorithm

As nucleation can be achieved by overcoming the mini-
mum energy barrier, a critical nucleus may be defined as
the spatial order parameter fluctuation which allows the
minimum free energy increase among all fluctuations which
lead to nucleation. Such a scenario is consistent with the
large derivation theory, which states that the most proba-
ble path (that minimizes the action [23]) passes through
the saddle point in the large time limit. In the study here,
our primary interest is to examine the effect of elastic
energy contributions on the critical nucleus profiles, which
can be found by computing the saddle point of the energy
functional, of the order parameter 5, that has the highest
energy along the minimum action path.

By the usual calculus of variation, a saddle point is nec-
essarily a solution of the Euler—Lagrange equation corre-
sponding to the energy AE o

0N, 4,210 p [ B0 - in(0)eak

b TRV B P
“aa T 0% On )+ 2n) Ja

(6)

subject to the periodic boundary condition. Eq. (6) can be
viewed as a nonlocal perturbation, due to the elastic contri-
bution, to some well studied semi-linear elliptic equation
[30]. We recall that there have been various approaches pro-
posed for solving variational problems numerically which
include, in particular, methods for the computation of sad-
dle points and minimum energy paths [9,11,16,17,19,26].
While a couple of different approaches have been success-
fully implemented for the problem under consideration,
the results reported here are based on the use of the mini-
max technique that has been studied extensively in calculus
of variation and optimization [28,30]. Similar computa-
tional results have also been obtained via other approaches,
further validating the computational findings presented in
the later examples.

In less technical terms, the main idea of the minimax
algorithm is to first define a solution submanifold .# such
that a local minimum point of AE, on .# yields a saddle
point of the energy. Thus, the saddle point computation is
effectively transformed into a minimization of AE,, on the
submanifold, and a saddle point becomes stable on the sub-
manifold .#. To ensure stability and monotonicity in the
numerical procedure, a steepest descent search is applied
to approximate a local minimizer of AE\y, on the subman-
ifold .#. Meanwhile, a return rule is used to prevent the
descent search from leaving the submanifold so as to guar-
antee the convergence of the algorithm. While different ver-
sions of the minimax algorithm can be considered, we
follow the approach studied by Li and Zhou [26], which
is outlined below:

1. For k =0, take a direction vy at a local minimum #,,
define

Ao = {ny + span{vo}}

and search for a local maximum of AEy, in .#,, i.e.
solve

wh = p(vy) := argmax AE e ().
uc M

2. For k = 0, compute the variational gradient g* of AE o
at wh. If ||g¥|| is less than some tolerance, stop and out-
put w¥ as a critical nucleus, else goto Step 3.

3. For /%" = {v; +span{vi}} with b in (0,b;) and v
being the unit vector in the direction of v* — bg*, solve

p(vy) = arg max AE o (u).

ue.sf !
Then, solve

b* :=arg min AE o (p(vh)),

0<b<by
set Vel = vk Wkt = p(v¥*+1), update k by k + 1 and goto
step 2.

Earlier applications of the above algorithm often focus
on well-known semi-linear elliptic equations in the calculus
of variation. We refer to Ref. [26] for additional discussions
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and the convergence properties. We hereby give some com-
ments on the implementation of the above algorithm. First,
with the periodic boundary condition, the non-locality due
to the elastic contributions can be efficiently treated in the
Fourier space, thus a Fourier spectral method becomes
appropriate when the minimax algorithms are implemented
in the numerical computation [2,40]. Secondly, to enhance
the computational efficiency, we find that it works well to
choose a tanh profile as the initial search direction in the
first step. The argument of such a tanh function is a scaled
distance to some prescribed level set. Thirdly, in Step 2, the
number b is used to control the step-size of the steepest
descent search, which is important for the stability of the
algorithm.

Furthermore, the Fourier spectral method has been pro-
ven to be highly accurate and efficient. More theoretical
analysis and numerical tests of the discretization can be
found in [40]. Moreover, in the second step, in order to
accelerate the convergence, we adopt the so-called A inner
product for the definition of the variational gradient g*.
Such an inner product of any two functions is given by
the integral of the sum of their product and the product
of their gradients. This effectively defines the variational
gradient of the energy functional in the so-called H~' sense
which is a dual space of H' and is often used in energy min-
imizations [7,8,36]. In our case, the computation of the var-
iational gradient is particularly convenient as it can be
computed again via FFT in the Fourier spectral
discretization.

In addition, we also note that, depending on the choice
of the initial profiles, several different saddle points may be
found. As is often the case for solving nonlinear equations,
we take a parameter continuation approach (with respect
to the parameter f3, in particular) to compute the various

v

solution branches for the saddle points. The critical nuclei
may be identified, for a particular parameter value, by
comparing the energy of the saddle points on the different
branches. While it may not be possible to exhaustively
search for all possible saddle points, efforts are made to
use many different initial profiles to ensure that those with
lower energy values are successfully found in the numerical
computation.

4. Computer simulations

A number of computer simulations are carried out in
order to make predictions on the critical nucleus morphol-
ogies based on the developed model and the numerical
algorithm. Here, results of both two-dimensional and
three-dimensional simulations are reported for the particu-
lar example of of cubic to cubic transformation within the
homogeneous modulus approximation.

For the case of the interfacial energy anisotropy, we find
that the predicted critical profile displays the ellipsoidal
direction-dependence as one would expect from the interfa-
cial energy anisotropy (see the details in [39]). To examine
the effect of the elastic contributions, we plot the predicted
critical profiles in the presence of the long-range elastic
interactions in Fig. 2. The parameter values used in the
simulations are given by n, = —1, o, = o, = 2.44 x 1074,
A =0.0469 and Ccl1 = 250, Clp = 150, Cy4 = 100, €) = 0.01.
The critical order parameter profiles are plotted for ff =
0.16,0.63) and 0.78 respectively. As shown in Fig. 2,
long-range elastic interactions can dramatically change
the critical nucleus morphology. A strong elastic interac-
tion may lead to critical nuclei with cuboidal, plate-like,
or even possibly of non-convex shapes, which are sig-
nature properties due to the anisotropic elastic energy

N /N

/N /

Fig. 2. Plots of the order parameter profiles corresponding to the two-dimensional critical nuclei shapes in a cubically anisotropic system with

p =0.16,0.63, and 0.78, respectively.

2 2NYE SNy BN
< AN 7 K %

Fig. 3. Plots of the order parameter profiles corresponding to two-dimensional critical nuclei shapes with the diffuse interface width taken to be 0.06,0.1

and 0.15, respectively.
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contribution. Similar findings and more discussions on the
two-dimensional computation are given in Ref. [39]. Fur-
thermore, some evidence on the convergence and spectral
accuracy of the numerical solution could be found in
Ref. [40].

To see the effect of the diffuse interfacial width, in Fig. 3
we take ¢;; = 250 and ¢j» = c44 = 50, and plot, respectively
the critical nucleus profiles computed with different values
of interfacial width corresponding to 0.06 and 0.1 — 0.15. Tt
can be seen that the interfaces diffuse more with larger
interfacial width. Due to the elastic interactions, the shapes
of the critical nuclei are also no longer completely circular.

Finally, we present some simulations of the three-dimen-
sional critical nuclei and examine the effect of relative elas-
tic energy contribution. The simulation results were
obtained on a 64° three-dimensional computational grid.
The Figs. 4 and 5 contain computed isosurface plots of sad-
dle point profiles corresponding to different elastic energy
contributions. In Fig. 4, we take c¢;; =250,¢;p = 150,
cas = 100,69 = 0.01,5y = — 1,0, = o, = 9.7656 x 10~* and
A =0.1563. In Fig. 5, the same parameter values are used
except for A. In this case, A = 0.3125 is used to avoid mak-
ing the size of the critical nucleus too large to fit in the
domain Q.

Similar to the previous findings based on the two-dimen-
sional computational results, the critical nuclei could be
cuboidal, plate-like, and non-convex shapes. In addition,
we find that the long-range elastic interaction may also lead

to critical nuclei with needle shapes. To describe the three-
dimensional most probable nucleus morphology for a given
relative elastic energy and given chemical driving force con-
tributions, we plot in Fig. 6 (right) the formation energy of
the saddle point profiles for different values of f with the
same parameters as in Fig. 5. The circles, triangles and dia-
monds are data points based on the computed critical order
parameter profiles, while the solid and dash curves are the
least square fits of these data points by cubic polynomials.
For small f, the critical nuclei with lower energy possess
the symmetry of a cubic crystal, i.e. they are either nearly
spherical or take on shapes like a cube with rounded cor-
ners. As f§ increases to above 0.94, the nucleus becomes
non-convex. For even larger f§ (above 1.4), while one saddle
point curve maintains the cubic symmetry, there is a second
curve of saddle points with lower energy values correspond-
ing to nuclei having lower symmetry groups. Continuing
the latter curve for smaller § below the intersection point
shows that it leads to saddle points of higher energy than
that for the non-convex, cube-like and nearly circular
nuclei. For some intermediate values of 5, we again con-
firm, through our three-dimensional simulation, the sur-
prising result of critical nuclei with non-convex surfaces
being the most probable morphology as previously
observed in two dimensions [39]. It should be noted that this
conclusion is reached by ignoring the possible presence of
defects such as dislocations and interfaces, i.e. heteroge-
neous nucleation.

38 28
38

34 34 31
30

30 30

38

38 5 38 38
34 34 34 38
34 34 20 34
30 30 30 30 30

Fig. 4. Isosurface plots of the order parameter profiles corresponding to the three-dimensional saddle point for = 0,0.63, and 1.25, respectively.
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Fig. 5. Isosurface plots of the order parameter profiles corresponding to three-dimensional saddle points of the plate (top row) and needle (bottom row)

shapes for f = 0.31,0.94, and 1.56, respectively.
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Fig. 7. Surface plots of the elastic energy (left) and the surface energy (right) as a function of the length and width associated with for cuboidal shapes with

the unit volume.

Fig. 6 (left) plots the critical free energy of formation as
a function of bulk chemical driving forces 4 with a fixed
p =1.25. The blue circles represent the data points for
the computed non-convex-shape critical nuclei, and the
red dash curve is a least-squares fit by an exponential func-
tion. As expected, with the increase in the driving force, the
size of critical nuclei (of cubic symmetry) is reduced and the
critical free energy decreases. This dependence is similar to
that predicted from the classical nucleation theory for
spherical particles.

The profiles computed are verified to indeed besaddle
points, as discussed in Ref. [39]. Thus, we observe that,
with a stronger elastic energy contribution, the formation
energy for a critical nucleus with a lower symmetry is lower
than that with cubic symmetry but with non-convex inter-
faces. Meanwhile, we notice that, in the example computed
here, the critical nucleation energy of the needle-shape
nucleus is always higher than that of plate-shape nuclei cor-
responding to the same parameters. To gain a better under-
standing on the competition of the elastic and interfacial

energies, we consider the three-dimensional analog of the
discussions for the two-dimensional case given in Ref.
[39] and compare the energies in Fig. 7 for cuboid nuclei
of dimensions a, b and 1/(ab) with changing aspect ratios.
To make the calculation analytically tractable, we carry out
the calculation of the various energies, albeit in the sharp
interface limit of the diffuse interface model. That is, we
let n be a Heaviside function with +1 inside and outside
the cuboid with its Fourier coefficients given by

.\ sin(mk.a) sin(nk,b) sin(nk,/(ab))
(k) = ok k

Substituting it into Eq. (5), we can get an estimation of the
elastic energy in Fig. 7 (right). The sharp surface energy,
meanwhile, is proportional to 2(ab + 1/a + 1/b) in Fig. 7
(left). These calculations indicate how the different energies
are affected by the aspect ratio in the sharp interface limit
and we may expect similar effects remain in the diffuse
interface formulation. It is clear that the surface energy is
the smallest for a = b = 1 (thus preferring the cubic sym-
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elastic and surface energies
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Fig. 8. Plots of the surface and elastic energies (top left) and the total energy with the coefficient 6 = 0.5, 1 and 2 respectively as a function of « for

cuboidal shapes of size a x a x 1/a.

metry), while the elastic energy is lower with high aspect ra-
tios corresponding to either plate or needle shapes.

The three-dimensional geometry leads to two possible
configurations with lower symmetry. To see which lower
symmetry is more probable, we further examine the surface
energy and the elastic energy for some artificially con-
structed plate-like and needle-like shapes. We take the
cuboid nuclei of dimension a,a and 1/a* and consider local
minimizers over this special class of possible shapes, with
a > 1 being close to a plate-like shape and a < 1 resembling
to a needle-like shape. We calculate the surface and elastic
energies and choose a linear combination of two energies
via a factor 0 as the total energy Eou = Fgurface + 0 - Eql.
In Fig. 8, the surface, elastic and total energies are plotted
with different values of 0. We notice that, as 0 is small, the
total energy has a minimizer around a = 1, so the cubic
symmetry is preferred. As 6 increases to above 1, the total
energy has two local minimizers at ¢ < 1 and a > 1. The
minimum energy at ¢ > 1 is lower than that at a < 1, which
means the plate-shaped nuclei are more probable than the

needle-shaped nuclei. Although this calculation is for the
sharp interface approximation of the a priori given shapes,
it does offer a hint on the relation between needle shapes
and plate shapes due to the competition between the inter-
facial and elastic energies. The diffuse-interface model cap-
tures this competition and effectively distinguishes the
parameter ranges where one energy dominates the other,
so that critical nuclei with the particular lower symmetry
are identified as the most probable profiles for larger elastic
energy contributions.

5. Conclusion

In this paper, a recently proposed diffuse interface
approach for the study of critical nuclei morphologies in
elastically anisotropic solids is discussed. The model and
numerical implementation are extended to the three-dimen-
sional cases and the influence of elastic energy on the mor-
phology of critical nucleus and shape bifurcations is
demonstrated as the strain energy contribution increases.
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Expanded discussions are provided on the background,
models and algorithms, numerical convergence tests and
numerical examples, along with sharp interface compari-
sons of the various energy contributions. Through the dif-
fuse interface calculations, some fascinating observations
are illustrated in three dimensions on the presence of nuclei
with non-convex shapes, and the formation of critical
nuclei whose symmetry is lower than both the new phase
and the original parent matrix. Additional insights into
these numerically observed phenomena are offered via
some simple analytical calculations in the sharp interface
limit. Although there have been extensive theoretical stud-
ies of particle morphologies during growth or coarsening
by minimizing the total interfacial and elastic strain energy
[3,6,10,13,25,34,37], our method provides a new approach
for the prediction of the morphologies of saddle-point crit-
ical nuclei without any a priori assumptions on the shapes.
This approach can also be applied to nucleation of new
phase particles in solid solutions, non-cubic systems, as
well as to systems with defects such as dislocations and
interfaces, i.e. heterogeneous nucleation.
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