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Abstract

In elastically inhomogeneous solid materials, the presence of strains causes
changes in both morphology and phase equilibria, thereby changing the
mechanical and chemical properties. For any given initial phase- and grain-
structure, it is difficult to determine experimentally or analytically these changes
in properties. Phase-field models coupled with micro elasticity theory can
be used to predict the morphological and chemical evolution of such strained
systems, but their accuracy with respect to interfacial excess contributions has
not been tested extensively. In this study, we analyse three existing phase-
field schemes for coherent two-phase model systems and a CugSns—Bct-Sn
system. We compare the chemical composition and stress state obtained in
the simulations with analytical values calculated from Johnson’s (Johnson
1987 Metall. Trans. A 18 233—47) model. All schemes reproduce the shift
in chemical composition, but not the strains. This deviation is due to excess
interfacial energy, stresses, and strains not present in the analytical results,
since all three schemes are based on assumptions different from the stress and
strain relations at equilibrium. Based on this analysis, we introduce a new
scheme which is consistent with the analytical calculations. We validate for the
model system that this new scheme quantitatively predicts the morphological
and chemical evolution, without any interfacial excess contributions and
independent of the diffuse interface width.

(Some figures may appear in colour only in the online journal)

1. Introduction

In the field of materials science, analysis of microstructural evolution in solid-state systems is an
important problem, as it has applications in different fields like ferrous metallurgy, superalloys
and solders. A significant feature of studying phenomena in the solid state, compared to
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fluids, is the presence of elastic strains and stresses in the material, which can greatly alter the
chemical behaviour, morphology, growth kinetics and mechanical behaviour of the system.

In the presence of elastic strains, the chemical equilibrium of the system shifts [1]
due to a shift in the Gibbs energy curves. In previous studies, Cahn and Larché [1] have
developed a method to calculate the phase diagram for a binary two-phase coherent system with
equal stiffnesses and Pfeifer and Voorhees [2] for inhomogeneous binary two-phase systems.
Johnson [3] has further developed a model to compute the change in equilibrium composition
for an inhomogeneous system with a second-phase precipitate in an infinite supersaturated
matrix in the presence of external and internal strains. However, in general, the change
in chemical composition and the elastic strain generated due to misfit cannot be calculated
analytically for complex, finite, realistic systems.

Phase-field modelling combined with micro-elasticity theory can be used as a tool to
study the elastic effects on solid-state phase transformations and grain growth for any arbitrary
morphology [4-6]. The elastic energy density is formulated in the small-strain limit as

fo = %ee! Ciju e,‘j}, where C;j, is the stiffness, a fourth-order tensor, and the elastic strain e,f}, a

t

second-order tensor, is the difference between total strain €' and eigenstrain ¢;, (Einstein
summation notation is used for all tensorial relations including the above). The elastic
stresses and strains have been defined in the diffuse interface by interpolating their values
in the bulk phases using a number of schemes, three of which we discuss below. The bulk
elastic and chemical properties predicted by these phase-field simulations are influenced by
interfacial excess contributions, if any. Even though phase-field models coupled with micro-
elasticity theory have been applied to many realistic systems, it still remains a challenge to
formulate the elastic energy in such a way that it creates no excess interfacial energy [11]. This
excess interfacial energy scales with the diffuse interface width and, therefore, the phase-field
simulations are no longer quantitative. Analysing this effect, which has not yet been studied
extensively, and finding an interpolation scheme that avoids this, is the main concern of this
article.

The most widely applied interpolation scheme is Khachaturyan’s (KHS) [7], wherein the
stiffness C;j and eigenstrain ], are interpolated as Cji = ), o Cjjj and €3 = 3, buri”
respectively, where ¢; (i = «, B, ...) are the interpolation functions and «, 8, ... the different
phases. This scheme has been implemented in phase-field models to study a wide variety of
problems such as spinodal decomposition in elastically inhomogeneous thin films [8], growth
of solid-state dendrites [9] and grain boundary migration in Cu bicrystals [10].

Another scheme is Steinbach—Apel’s (SAS) [11], wherein the elastic strains are
interpolated as e,i} =Y, Pu e,f}’a. For the interpolation of stiffnesses, elastic stress is assumed
to be equal in all the phases (Reuss—Sachs’ condition) at every point in the interface. This gives
rise to an interpolation of the compliances, the inverse of the stiffnesses, as S = Za Do Sf; -
This scheme has been used to study different problems like pearlite formation in Fe—-C [12],
growth of NiyTis particles in Ni-Ti shape memory alloys [13] and grain growth and texture
evolution in Cu [14].

Ammar et al [15] have implemented KHS and two other alternative schemes, one based
on Voigt-Taylor’s assumptions [16] and the other on Reuss—Sachs’ assumptions, but different
from that proposed by Steinbach and Apel [11]. In the Voigt—Taylor scheme (VTS) [15, 16], the
total strain is assumed to be equal in all the phases at every point in the interface. Furthermore,
the elastic stress oy, is interpolated as oy = ), ¢o0f. They found that, for elastically
homogeneous systems, the VTS and KHS show the correct change in chemical composition,
whereas their Reuss—Sachs’ scheme does not.

KHS and SAS were implemented in previous simulations by some of the authors [17] for
CueSn;s precipitate evolution in Bet-Sn matrix of a Cu—Sn binary alloy. The stresses, strains and
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Figure 1. Illustration of the binary 2-phase 2D system considered in this study. (a) Configuration.
(b) Strain and stress profiles as calculated from Johnson’s model (only non-zero quantities
displayed).

morphology predicted by the two schemes were different, whereas the compositions predicted
were equal.

In this paper, a 2D binary two-phase inhomogeneous system with a specific geometry
is considered, for which the elastic strains and the change in equilibrium composition are
calculated analytically using Johnson’s [3] approach. KHS, SAS and a slightly modified VTS
are implemented and analysed for this system. The CugSns—Bct-Sn system is further studied
in this paper using KHS, SAS and VTS. The main aim of our work is to find an interpolation
scheme that gives results consistent with the analytical model independent of the value of the
diffuse interface width, so that it can be applied to more complex, realistic morphologies for
which analytical calculations are not possible.

The rest of the paper is organized as follows. In section 2, the heterogeneous strain
generated due to misfit and change in composition due to elastic strains are calculated
analytically for the model 2D system. In section 3, the formulation of the phase-field model for
the three schemes, along with the method used to solve the elasticity equations, is described.
Simulation results obtained for a realistic CugSns—Bct-Sn alloy system and several model
systems for which the stiffnesses and eigenstrains are of different forms are presented in
section 4. Bulk properties and interfacial excess quantities are computed and compared with the
analytical results. In section 5, an alternative scheme with interfacial conditions in agreement
with those in the analytical model is proposed and validated for the model 2D system, followed
by the main conclusions from this work in section 6.

2. Analytical sharp interface models

Johnson [3] gave a sharp interface description to calculate the mechanical and chemical
equilibrium analytically for an elastically inhomogeneous solid-state system with a second-
phase spherical precipitate in an infinite supersaturated matrix. We apply a similar procedure
here, considering a 2D binary two-phase («¢—8) rectangular system with equal areas of the two
phases (A, = Ap), as shown in figure 1(a).

The interface between the two phases is assumed to be coherent. Undeformed « phase is
chosen as the reference state (¢;;* = 0) and non-zero eigenstrains are present in the 8 phase
only (e,f,’ A # 0). The elastic moduli for the two phases are chosen such that the components
Ci112 and Cyy); are zero, which is valid for most crystal structures. The applied strains and
eigenstrains are assumed to have zero shear components.
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2.1. Mechanical equilibrium

In the small-strain limit, elastic stress is given by Hooke’s law:
1
0ij = Ciju€y- (1)

The elastic strain for each phase is defined as the difference between the total strain and the
eigenstrain or stress—free strain ¢;;:

el tot *
€kl = €~ €xl- 2)

Here, we consider only eigenstrain arising from the difference in lattice parameters of the two
phases. Moreover, following Khachaturyan’s approach [7], the total strain is considered as the
sum of the homogeneous or applied strain €;, and local heterogeneous strain dey;:

€ = & + 8ep, 3)
with the homogeneous strain defined such that

/ Seijd’r =0 4)
|4

and the heterogeneous strain related to the local displacement vectors as:

1 [0ur(7)  ou(7

Sey = ug( )+ u (77) ’ )
2 3}’[ 8Vk

where u; (7) is the ith component of the displacement vector.
When both phases are in equilibrium, the following conditions should be satisfied [3]:

ul = ulﬂ (continuity at the interface + no slip), (6)

90 . S

% = 0 (mechanical equilibrium everywhere), @)

Ty
oi‘j-n‘}‘ + al.’j n’j = 0 (continuity of tractions at the interface), ®)

where n‘]’ and nf are the outward unit normals from « and B, respectively, at the interface.
Because of the system geometry and with zero shear components of homogeneous and
eigenstrains, eflz’“ = 0. Since Ci112 = Cxni2 = 0, it follows from equation (1) that o, = 0.
Moreover, from the no-slip condition (6), u = ug = 0. Therefore, d¢3, = (Sefz = 0.
Equation (7) fori = 1 becomes do/dr; = 0 or 3(CY},,8€}, + C{,,8€5, + CF,,8€7,)/0r =
0. From (5), 3*u%/dr] = 0. Therefore, 8%, is a constant and u varies linearly with position
in the o phase. Similarly, (Sef | is a constant and u‘f varies linearly with position in the § phase.
Evaluation of equation (4) for i = j = 1 then gives

f seiy &r + / sl dr =0, ©)
A Ag

ded = —5el (10)
since the areas of @ and $ are equal. Furthermore, since n{ = —nf , equation (8) gives

oy = olﬂl. Therefore, using (1)—(3), we get
Cigm(a - Efiﬁ) + Cﬂzz(@ - e;ﬁﬁ) —Chnén — Clipén
Clin + Cf111(Aa/A/3)

Displacements, strain and stress profiles calculated using this sharp interface description
are illustrated in figure 1(b). Only the quantities that are non-zero are shown.

o
deyy =

(11)
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2.2. Chemical equilibrium

In the presence of elastic stresses, the new equilibrium chemical compositions, cg, and ¢, can
be obtained using the derivation of Johnson [3] assuming infinite interface curvature:

B _el.B el,a el,a tot, B
+ (O€” — o€ )2+ (6" — €47 )og

¢ =c¢ , 12
o el A%(cg0 — Ca,0) (12)
B el.p a ela el,a tot,B\ _«
0,6, — o€ 2+ (e, — € o
cf; = cpo+ (o€ W€k )2+ (e W) K (13)

AP(cp0 — Ca)
Here, A% and A? are the second derivatives of the chemical energy densities £ and f/g’h of the

two phases respectively and c,,9 and cg o are the equilibrium compositions of the two phases
in the absence of strains.

3. Phase-field model description

We take up a binary (A-B) two-phase (a¢—8) solid-state coherent system, in the same
configuration as figure 1(a), for performing phase-field simulations. The driving forces from
chemical and elastic strain energies are considered. The system can be described by one
independent composition variable, c, taken as the molar fraction of element B, and one phase-
field variable ¢, which takes the value 1 in the bulk of o phase, O in the bulk of 8 phase and
varies smoothly across the interface between the two phases. The total free energy functional
for the system is formulated as:

F :/ (fint+fch+fel) dV, (14)
Vv

where fi is the interfacial energy density, f! the chemical free energy density and £ the
elastic energy density. The interfacial and chemical energies are formulated as per the Kim
et al [18] model and three different schemes are considered for the elastic energy formulation
as described below.

3.1. Interfacial energy density

The interfacial energy density is of the form [18]:

fm=§(?@2+Wﬂ@, (15)
giving

8 int

g; =« Vp+ W (@), (16)

where « is the gradient energy coefficient, g(¢) = ¢2(1 — ¢)? the double-well function and W
the depth of the double-well. ¥ and W are parameters related to the interfacial energy oi, and
the interfacial width ;y; as oin = %m and Iy = a/2x/ W, respectively. With o = 2.2,
the interfacial width is defined as the length across which ¢ changes from 0.1 to 0.9 when the
system is at equilibrium.

3.2. Chemical energy density

The chemical energy density is interpolated between the energy densities of the two phases [18]
using a function p(¢) = ¢ (69> — 15¢ + 10) [19]:

= p@) M+ 11— p@1fs" (17)
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In this study, £ and fgh are taken as parabolic functions of the composition:
o

ch __ A _ 2. ch __ Aﬁ _ 2
fo = =5 (Ca = Ca0) fp = ) (18)
o 2 o4 a,0) > B = B Cp C€g.0)"

where A%, Af, €40, and cg o are constants. Phase compositions ¢, and cg are introduced,
which relate the overall composition c to the phase-field variable ¢ as

c=p(@)cy +[1 — p(@)lcp. (19)
It is postulated by Kim er al [18] that, at every point in the system, there is equal diffusion
potential, i.e.
9 fCh
ac
The derivative of the chemical energy density with respect to ¢ is given by (see
appendix A):
9 fch
99

= A%(cy — Ca0) = AP(cp — cp0)- (20)

Mo = Jp = =

=P @D — [+ talcpo — Ca0)]: 1)

3.3. Elastic energy density

Elastic energy can be incorporated in the framework of phase-field modelling using an
appropriate interpolation scheme for defining the elastic strain, stress, stiffness or energy
at the interface using their values in the bulk of the two phases. In this work, KHS, SAS and
a VTS are considered for analysis. All elastic properties are assumed to be functions of the
phase-field ¢ and independent of the composition.

3.3.1. Khachaturyan’s scheme (KHS). In KHS [7, 15], the stiffness is interpolated using the
interpolation function p(¢) as:

Ciji = p(P)Ciy + 1 — P((P)]C,]k,, (22)
where Cj7; and Ci - are constants. The eigenstrain is also interpolated as €;;, = P +

[1— p((ﬁ)]e,fl"‘3 . The elastic energy density and its derivative with respect to ¢ are given by

fel = 2 ljlcljklekls (23)
L @ — et + | (€] (Clia — Clueil (24)
¢ p ij ij Wijki€q + 3P ikt — Cijk) €
3.3.2. Steinbach—Apel’s scheme (SAS). In SAS [11], the elastic energy is interpolated as
[ =p@ [ +11— p@1fs (25)
with the elastic energy densities of the two phases defined as f = el"‘Cl"; L€ and
o = l el # ij klek} , respectively, where C7* kl and Cl kl are the stlffness tensors of the two

phases and elastic strains of the two phases, ek, * and e,d , are introduced, similar to the phase
compositions in the Kim et al model (see appendix B):

el = p(p)e™ + 11— p)ley”. (26)

The eigenstrain is interpolated as €;; = p(¢)e;;” +[1 — p(qﬁ)]e,fl’ﬂ . Moreover, the elastic stress
is assumed to be equal in both phases at every point in the system (Reuss—Sachs’ assumption):

0jj =05 = ai?’ 27)
el elaoa el.p Cﬂ 28
= €ulijn = €y Ciju = € Ciju- (28)
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From (26)—(28), we get
Cijiu = [p(@) S5y +{1 — p(¢)}51,k1 . (29)

where $%, = [C&,17" and S}, = [C/,;17". With this choice of interpolation scheme,
equations (23) and (25) are equivalent. The derivative of the elastic energy density with
respect to ¢ is given by (see appendix C):

9 el
/ =-p (¢)0kl[(6k1 _le )+ (EZ}Q

— M. (30)

a9
3.3.3. Voigt-Taylor’s scheme (VIS). Ina VTS scheme, the total strain is assumed to be equal
in the two phases at every point in the interface (€' = e,[:l’t = e,tj‘ ) and the elastic stress
tensor is interpolated as:
ou = p(@)ofy +[1 = p(@lof. (31)
The elastic strains of the two phases are then given by:
e’ =€ — & (32a)
el,p tot _ _*kpB 2
€ =€ T € - (32b)
Furthermore, it is assumed that the elastic energy is interpolated as:
= p@) f5+11 = p@)f5". (33)
Then, the derivative of the elastic energy density with respect to ¢ has the following form:
9 fel , ' fel f
=P @[ — f§) + @) +[1 = p@d)]—- (34)
a9 a9 d¢
=P @ = f5) (35)

which is different from the formulation of Ammar ef al [15]. In their formulation, it is assumed
that the stiffness tensor isinterpolated as Cjji; = p(¢)C}: : kl +[1—p(d)]C 5 « and elastic energy
is given as f° = 3 S8 Cijues) = p(@) [+ [1 — p(¢)]f5. However, the latter equality is not

valid. Therefore, in this study, we have formulated the elastic energy as given in (33).

3.4. Solution of elastic strain field at mechanical equilibrium

The time scale of local displacements caused by elastic inhomogeneity in the system is much
smaller than that of chemical diffusion. Therefore, the system is assumed to be at mechanical
equilibrium at every time step:
a0;;
%ij _ 0. (36)
Brj
The elastic stress can be written as
4 ’ 8Mk (?) 8”[ (?)
0ij = [Cfiyy — Cli (7] [le > <

Brz 8rk

) —p@)e* — (1 — p(qs))e;:;ﬂ} ,
37)

where C;jy is rewritten as Ciju = Cfy; — Cj;1 (), with Cj;;, being different for SAS and
KHS, as given by (29) and (22), respectively. For VTS, elastic stress as given by (31) can be
used directly. For all schemes, the elastic strain fields are solved at every time step using the
spectral iterative perturbation method of Hu and Chen [20] (see appendix D). Iterations are
carried out until the displacement field converges. Heterogeneous strain is calculated from the
displacement field using (5) and elastic strain field is then calculated using (2).
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3.5. Phase-field equations

Microstructural evolution is given by the variation of the phase-field variables with time.
The temporal evolution of the non-conserved phase-field variable ¢ (7, t) is given by the
Ginzburg-Landau equation:

int ch el
3_¢=_L5_F=_L(i+i+%>,
ot 3¢ ¢ a¢p ¢
where L is a kinetic coefficient, ™™ /3¢ is given by (16), 3f"/d¢ by (21), and 3f¢'/d¢ by
equations (24), (30), and (35) for the three schemes, respectively.
The temporal evolution of the conserved molar fraction field ¢(7, t) is given by the
diffusion equation:

% _v. (zﬁ‘;_f) — V.MV ) (39)

for parabolic Gibbs free energies. p is given by (20) and M, the chemical mobility, is assumed
to be a constant and equal in the two phases in the current work.

(38)

4. Simulation results

The phase-field model as described in section 3 is implemented for SAS, KHS and VTS for
the model binary two-phase system in the configuration presented in figure 1(a). For the three
schemes, it is validated to what extent they reproduce the findings obtained with Johnson’s
model (sections 2.1 and 2.2). It is first verified whether the bulk compositions, strains and
stresses from the simulations agree with the analytical model. Moreover, it is analysed for the
three schemes if the interpolation at the diffuse interface gives rise to excess interfacial energy
or stresses, which are not present in the analytical sharp interface model.

4.1. Setup

Simulations are performed for different sets of elastic properties that are chosen to analyse the
origin of excess interfacial contributions. The details are listed in table 1.

For all simulations except case III, a model system is considered. Scaled-down values
of the stiffnesses of CugSns and Bcet-Sn phases [21, 22] and chemical energies are considered
so that equilibrium could be reached faster. The system size is taken as 128 x 4 gridpoints,
with grid size Ax = 0.001. The parameters W = 500 and ¥ = 0.01 give interfacial energy
(oine) = 0.527 and interfacial width (/i) = 0.0139 or 13.9 Ax. Chemical energy is given
by the parameters A% = A? = 10°, ¢, o = 0.2, and cp.0 = 0.8. The elastic properties used
are Cf,;, = 168570, C%,,, = 165390, C{,,, = 69110, C},;, = 45981, Cflll = 82740,
Cf}m = 57850, and C’IS212 = 28180. Eigenstrains in cases where they are non-zero are
taken as ETiﬂ = e;}ﬁ = 0.02 and there are no applied strains. Other parameters are taken as
L =10""7, M = 107'" and time step Az = 0.05.

In case I1II, simulations are performed for equilibrium between Bct-Sn and CugSns phases
from the Cu—Sn binary system at 423 K. The system size is taken as 128 x 4 gridpoints, with
grid size Ax = 10nm. The parameters W = 3.3 x 10’ Jm> and x = 1.363 x 1077 Jm™!
give oy = 0.5Jm™2 and [, = 20Ax. Chemical energy is given by the parameters
ACusSIs = ABet = 1010 m =3, (S = 0.455, and B = 0.999, which give the correct
equilibrium compositions at 423 K as computed using the COST 531 database [23]. The elastic
properties used are C'™™ = 168.57 GPa, Cy5y™ = 165.39GPa, CL55™ = 69.11 GPa,

8
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Table 1. List of elastic properties for different cases considered in this study in order to analyse
interfacial excess contributions.

Cases Ciin C,-ﬂjkl & e;:l’ﬁ €kl
B B B B
Case I Ciit Ciim 0 Ciin Chi 0 0 eTiﬂ
B B B B
(homogeneous, Ciiz Criin 0 Chim Chin 0 of e (
isotropic) 0 0 ct ;cf’] , 0 0 cf ;Cf’] . 0/ \o
B B ,

Case I Chi Cli O C};m C}SIZZ 0 0\ (e
(inhomogeneous, CYpy CShyy O Cliy Chyy O 0 egﬁ
anisotropic) 0 0 C%p» 0 0 szu 0 0

CugS CugS

Case I1I (Bet-Sn(a)— cih ¢k, o Clc o 1Sn5 CIC 1uzf’2sns 0 0 ETiCUGSHS
CugSns(B) Cl% Cih 2. Ciiny > Copy > 0 O e |0
system) 0 0 €5 0 0o ¢S] N0/ \o 0

Case IV (zero (ST 0 Clﬁl n 0 0 0 ETiﬂ 0
off- dmgondl terms, 0 C% 3 0 szzz 0 0 0 0
only e};” #0) 0 0 Chip 0 0l 0/ A0 0

Case V (zero CHy O 0 Chn 0 0 0\ (e 0
off-diagonal term% 0 C%y O 0 szzz 0 0 €
dilatational €}; ) 0 0 C%p 0 0 C{’Z]Z 0 0

Case VI (zero Chi 0 0 Chin 0 0 0 0
off-diagonal terms, 0 Chy 0 0 Chy O of (e
only ¢33 + 0) 0 0 Chn 0 0 Chyp 0/ A0

B

Case VII Ciiy Chm O C}gm C};IZZ 0 0 5?1
(1er11 klomoegle/;l com Cliy Cop O Ciim Copp O of1o
11 =€n 0 0 Chp 0 0 CfZlZ 0 0

C%‘{zsn" = 45981 GPa, CJ¢, = 82.74GPa, CE4, = 57.85GPa, and CE, = 28.18 GPa
[21,22]. Eigenstrains are assumed to be €;°**™ = €5;°**™ = 0.5% and applied strains are
zero. Other parameters are taken as L = 10 Om2skg™!, M = 1072 m®skg~! and time step
At =5x107%s.

Simulations are performed for KHS, SAS and VTS, starting with a sharp interface and
initial compositions cq,0 and cg o of & and B respectively. Iterations are carried out for solving
the elastic field (as given in section 3.4) at every time step until the displacement field converges
upto an order of 1072 (10~'° for case III). Plane strain condition is used to calculate the
compliances from the stiffnesses for 2D [24]. All simulations are performed for 10° time
steps (2.5 x 107 time steps for case III) to ensure that equilibrium is reached. Additional
simulations are also performed to test the sensitivity of the results with change in interfacial
width in the phase-field model by taking twice (27.8 Ax) and thrice (41.7 Ax) the initial value
of interfacial width, keeping the interfacial energy fixed. This is done by choosing k and W
appropriately.

4.2. Analysis of bulk properties

Equilibrium compositions ¢, and cg calculated using (12) and (13) and heterogeneous strains

def; and Sef , calculated using (10) and (11) from the sharp interface model compared with the
values obtained from the simulations for the three schemes are listed in table 2 for all cases.

9
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Table 2. Bulk properties obtained from the simulations for the different sets of elastic properties
are compared with analytical values for SAS, KHS and VTS. Compositions from simulations agree
with the analytical values, but heterogeneous strains do not agree in some cases (indicated in italics
and underlined) due to interfacial excess contributions.

Bulk property  Scheme Case I Case II Case Il CaselV  Case V Case VI Case VII

Set KHS —0.0169 —0.0112 0.0048 —0.0066 —0.0066 0 —0.01
SAS —0.0169 —0.0111 0.0047 —0.0066 —0.0066 0 —0.01
VTS —0.0169 —0.0110 0.0048 —0.0065 —0.0065 O —0.01
Analytical —0.0170 —0.0112 0.0047 —0.0066 —0.0066 0 —0.01

86151 KHS 0.0170 0.0112  —0.0047 0.0065 0.0065 0O 0.01
SAS 0.0170 0.0113  —0.0047 0.0066 0.0066 0 0.01
VTS 0.0170 0.0115 —0.0047 0.0067 0.0068 0O 0.01
Analytical 0.0170 0.0112  —0.0047 0.0066 0.0066 0 0.01

s KHS 0.2009 0.2010 0.9981 0.2003 0.2006  0.2003 0.2006
SAS 0.2009 0.2010 0.9981 0.2003 0.2006  0.2003 0.2006
VTS 0.2009 0.2010 0.9981 0.2003 0.2006  0.2003 0.2006
Analytical 0.2009 0.2010 0.9981 0.2003 0.2006  0.2003 0.2006

c/% KHS 0.8009 0.8010 0.4541 0.8003 0.8006  0.8003 0.8006
SAS 0.8009 0.8010 0.4541 0.8003 0.8006  0.8003 0.8006
VTS 0.8009 0.8010 0.4541 0.8003 0.8006  0.8003 0.8006

Analytical 0.8009 0.8010 0.4541 0.8003 0.8006  0.8003 0.8006

The values obtained from the simulations that disagree with the analytically calculated values
are indicated in italics and underlined.

The equilibrium compositions ¢, and ¢ are consistent with the analytical results for all
schemes for all cases. Taking case I as an example, all three schemes give identical composition
profiles (figure 2(a)). This is true for other cases also. Different from our observation, Ammar
et al [15] have found that their Reuss—Sachs scheme does not give the correct equilibrium
composition in the bulk phases for an elastically homogeneous system similar to case I. This
is because the ¢-dependence of the phase strains GZ}’“ and e,f}’ﬂ is not considered in their
calculation of 86;} /0¢ (see table in section 4.5 of Ammar et al [15]).

The heterogeneous strains from all simulations are within 3% of the calculated values.
The deviation from analytical values is generally larger for larger inhomogeneity in stiffnesses,
absolute values of strains or change in composition. There are two main causes for deviation
from the analytical values. Firstly, the analytical approach assumes an infinite system size,
unlike the limited system size in the simulations. Therefore, there is interface movement
due to the change in composition in order to maintain mass balance. This leads to a change
in relative areas of the two phases, thereby causing a slight deviation in the heterogeneous
strains, as per equation (11). If we take a larger system size in the simulations, this effect
diminishes. This explains fully the deviation in case I and it is consistent with the sharp
interface model. Additionally, for elastically inhomogeneous systems, the deviation is also
due to excess interfacial contributions introduced by the elastic energy formulation, which will
be discussed in section 4.3. This is inconsistent with the sharp interface model.

The €} profiles are shown for case II in figure 2(b). Elastic strain for VTS is not shown
since it cannot be calculated directly from the formulation given in section 3.3.3. The elastic
energy and stress profiles for case III are given in figures 2(c) and (d), respectively. For some
cases, depending on the input values, there is a kink in the profiles near the diffuse interface,
which is not present in the analytical model. This is due to inappropriate interpolation at the
interface.
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Figure 2. Comparison of the bulk properties obtained from phase-field simulations for the three
schemes after 10° time steps: (a) Composition profiles are consistent with analytical results for
all cases (case I shown here). Kinks observed in the following profiles are due to inappropriate
interpolation at the interface: (b) Elastic strain efll profiles of case II. (¢) Elastic energy density
profiles of case III. (d) Elastic stress profiles of case III.

4.3. Analysis of interfacial excess properties

Due to diffuse interface description, the elastic energy may give rise to an excess interfacial

energy. Once the system is equilibrated, the excess elastic energy f°*, stress (0;}") and strain
(ef}’“) can be calculated numerically from the simulations (equivalent to the Cahn—Hilliard [25]
definition of interfacial energy) as:

+00
fel,xs _ / fel di — f(;él.ala . f(;:lﬁlﬁ (40)
—00
b [ (0 e sela T e pelp
=03 (f" = fo ) do — (f" = fyHdo|, (4D
. 0 0
(see appendix E)
o = /l oy dl — o°ly — ol (42)
ef}’xs = /l‘efjl dl — ef}’a’ola - ef}’ﬂ‘olﬂ, (43)

where /', 0;; and €fj are evaluated for the equilibrated system with diffuse interface, f$'7,
fﬂel’o, ai‘j.’o, iﬂ.’o, €0 and €% are the values obtained in the sharp interface model, and

i ij

lo and g, the lengths of the rectangular o and B phases respectively, with the position of the
interface taken at ¢ = 0.5. The excess stress and strain can be calculated in a similar manner,
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Figure 3. Variation of elastic energy with position: the two shaded areas between the diffuse
interface and sharp interface curves are equal in the absence of excess energy.

as shown by Miiller and Saul [26], under non-gliding condition of the system at mechanical
equilibrium.

If the elastic energy density in the diffuse interface model is plotted with respect to the
length of the system, then the two areas between the diffuse interface and sharp interface curves
as marked in figure 3 are equal in the absence of excess elastic energy. Therefore, ¢! evolves
linearly with p(¢), i.e. f& = p(¢) fg’l‘“ + [1 — p(¢)] foﬂ’ﬂ with the local phase quantities

5’1’“ and f; " constant throughout the system and equal to the analytically calculated phase
quantities. Excess elastic energy, if present, is proportional to the diffuse interface width, as
given by (41). Our aim is to find an interpolation scheme that reproduces the findings of the
sharp interface model with no excess interfacial quantities.

Excess elastic energy (f*%), excess o) (o), excess 02y (035), excess efll (e}}) and
excess e§12 (€35) are calculated according to (40)—(43) and listed in table 3 as percentages of
the corresponding bulk quantities. For VTS, €]} and €}3 are not listed since there is no direct

relation to calculate ef} The values oi‘_”.’o, al.‘j’o, f}'“’o, f’ }‘ﬂ 0 Oel"" and foel’ﬂ are evaluated as
the bulk properties in each phase obtained in the simulations.

For all the cases except case I11, in all the schemes, o} is negligible, since for the considered
geometry, oy is equal in the two phases. However, when the magnitude of stress becomes
larger, as in case III, then a larger excess value is observed. This is reflected in the stress
profiles in figure 2(d) at the interface.

Considering cases I, II and III, the excess elastic energy comes from ¢}, 02, and €5).
The excess energy increases with increase in interfacial width for all the schemes. For the
realistic case III with CugSns and Bcet-Sn phases, a large excess energy is observed for all
the schemes, which is inconsistent with the analytical results, in addition to inconsistent bulk
elastic properties as shown in table 2. This shows that none of the schemes agrees with the
analytical model for a general set of elastic properties.

In order to analyse the origin of o35 further and, in turn, find suitable conditions such that
SAS does not give excess energy, cases IV and V are considered. We choose the stiffnesses
of the two phases as containing only non-zero diagonal terms (table 1). This enables us to
study the effect of o35 independent of ei’]l and ei’lz since, in general, 6;12 efll and ef12 contribute
to 0y. Similarly, oy is independent of €5 and €€} here. Furthermore, considering only

12
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Table 3. Excess interfacial properties (expressed as % of the bulk value; if bulk value = 0, expressed
as absolute value and underlined; if excess value is of the order of 1074% or less, indicated as 0)
obtained from simulations performed for different cases: o is zero or negligible for all cases
except III; Other properties are zero or negligible for SAS in case IV, for VTS in case VI and for
KHS in case VIL

Excess properties Case I Case II Case III Case IV Case V Case VI Case VII
e KHS —0.735 —0.531 —2.14 —0.617 —1.12 —1.34 0
febxs SAS —0.735 —0.333 —2.25 —0.0348 —1.18 —1.83 0.0092
fe2 VTS 3.08 3.15 1.79 4.39 1.61 —0.0919 4.42
o} KHS 0 0 0.0534 0 0 0 0

o} SAS 0 —0.0092 0.0367 —0.005 —0.0037 0 0

ol VTS 0 0 0.1964 0 0 0 0

o} KHS —0.0939 1.19 —1.30 0 2.27 2.39 0.0166
a5 SAS —0.0939 1.23 —1.59 0 1.54 1.64 —0.150
o) VTS —0.0939 0.413 —0.732 0 —0.193 —0.0919 —0.375
elell’xs KHS 0.219 0.0222 —0.962 —0.617 —0.662 0 0
elell’xs SAS 0.219 0.664 —0.567 —0.0349 —0.0656 0 0.0094
eglz’xs KHS —0.312 —0.342 —0.323 0 —0.195 —0.092 0
6;12,)(5 SAS —0.312 —0.341 —0.323 0 —0.194 —0.0919 0

eTiﬁ # 0 in case IV, there is only one non-zero component of stress, o1;. This ensures that
SAS condition is satisfied in the bulk phases in directions ‘1’ and ‘2’ (03, = 02@ = 0) in
the analytical calculations also. The elastic energy density as a function of the interpolation
function p(¢) is plotted in figure 4(a) for the three schemes for three different interface widths
(widthl (w1) = 13.9Ax, width2 (w2) = 27.8Ax, width3 (w3) = 41.7Ax) for case IV. For
SAS, as expected, a linear relation independent of the interface width is obtained, indicating
no excess energy. However, this is not the case for KHS and VTS. 0,5 and €]} are both
negligible for SAS (see table 3). This proves that SAS does not give excess interfacial energy
when the stiffness tensor and eigenstrain are of these specific forms. For KHS and VTS,
both the bulk and interfacial excess energies depend on the interface width, as shown in
figure 4(a).

In case V, where the stiffness tensors are the same as in case IV, but with €, also non-
zero and equal to 0.02, we observe that oy, is not zero. The effect of 035 can be analysed
independent of €} here. There is an excess contribution from the ‘22’ components for all the
schemes (table 3). In SAS, o, is assumed to be equal in both phases, which is not true in
the sharp interface model (figure 1(b)), when there is non-zero eigenstrain in direction ‘2’.
Therefore, this causes the excess interfacial energy for SAS.

In case VI, the same stiffnesses as in cases IV and V are considered, but with only
e;f # 0 in the eigenstrain tensor. Since efiﬁ = 0, there is no heterogeneous strain generated,
i.e. 8€; = 0. This ensures that the VTS assumption of equal total strain (=0 here) is also valid
in the bulk phases in the sharp interface model. There is no excess interfacial energy only for
VTS in this case, as shown by figure 4(b).

KHS can be derived in an alternative way by introducing phase strains €{;* and 6,3”3 which
are assumed to be equal, i.e.

el _ ella _ totx *, __ _tot,f *B _ elp
€l =€ =€ T € T €% T € =€y - (44)

Then, considering equations (22) and (23), the elastic energy density can be written in the
same form as (25) and (33). In case VII, C{,,, is taken equal to Cf 111 and only efiﬂ # 0 such
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Figure 4. Elastic energy density vs p(¢) obtained from phase-field simulations after 10° time
steps for the three schemes and thee different interface widths: No excess interfacial energy (linear
profile) for the following: (a) only SAS for case IV, (b) only VTS for case VI and (c¢) only KHS
for case VII ((d) is a zoomed-in version of (¢) showing only KHS and SAS).
1 . e . .
that e‘fll’“ = 6?1’5 (see table 1). This condition is derived from (10), (11) and (44). There is no

excess interfacial energy only for KHS for this case as shown by figures 4(c) and 4(d).

5. An alternative quantitative scheme

5.1. Basic idea

Based on the observations in the previous section, we propose a new scheme with strain and
stress conditions at the interface which are in agreement with the analytical calculations. For
the considered model 2D system, oy, and €5} are constant and equal in the two phases in the
analytical model (figure 1). This condition is satisfied in the new scheme by combining SAS
(equal stress) for direction ‘1°, perpendicular to the interface, and VTS (equal total strain) for
direction ‘2’°, tangential to the interface. For an arbitrary morphology in 2D with arbitrary
interface curvature, at every point on the interface, local equilibrium is maintained. The
relations of equal stress and equal total strain will then hold in the directions normal to the
interface and tangential to the interface respectively. Therefore, SAS and VTS can be applied

in a local reference frame with coordinate axes perpendicular and tangential to the interface.

5.2. Model formulation

For an arbitrary morphology in 2D, a local reference frame 1'-2’ can be defined with the 1’
and 2’ axes perpendicular and tangential to the interface respectively as shown in figure 5.
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1'

Figure 5. Representation of a local reference frame used in the new scheme, with 1 and 2’ axes
perpendicular and tangential to the interface respectively.

Let 6 be the angle of rotation of the local reference frame with respect to the global
reference frame 1-2. Then, according to [5],

cosf = V""b, (45)
Vol

sinf = qus’ (46)
Vol

where V¢ and V,¢ are the x- and y- components of the gradient of ¢, respectively. The
mechanical equilibrium of the system is first solved separately using SAS and VTS in the
global reference frame, as described in sections 3.3.2 and 3.3.3, respectively. Let€3/*> and 05
denote the elastic strains and stresses obtained from SAS, and EVTS and O’VTS those obtalned
from VTS in the global reference frame. Then, the stress, strain, stlffness and compliance
tensors are transformed to the local reference frame as:

SAS, o/ SAS.a
o} = QinQjn0,,""", 47
VTS, o VTS, «
o = AjpQjn0,,," ", (48)
SAS, o/ SAS,«
€ = Qipajn€,,,”"", 49)
VTS, o' VTS, «
€ij = AimQjn€y, (50)
o o
ijkl = aimajnakoalpcmnop9 (51
o _ . a
Sijkl - almajnakoalpsmngp7 (52)
where a;,, is the rotation matrix with elements ay; =cosf, ay =cosb, ajp = —sinb and ay;
1
=sin 6. Similarly, o; J, .64 P Cl Tkl and Sl ik are also transformed to the local reference frame.

In this local reference frame, 011 and e“" are constant and equal in the two phases and the

shear components are zero as given by the analytical model (figures 5 and 1). According to
SAS, 0545 — GSASP and according to VTS, eV = VTSP Using these two facts,
in the new scheme, SAS in direction 1’ and VTS in direction 2’ are comblned as follows.

In the local reference frame, the elastic stress components 011 and 011 are both taken
SAS (= O.SAS o tot, o’ ot, 8’

equal to o; = O'SAS #) and the total phase strains €5’ and €, equal to
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;‘;*VTS' (= ;‘;‘*VTS’“' = XVIS) The elastic strains €55 and €5’ are then taken as
e;gs " and €5 N respectlvely Since shear strains are zero in the local reference frame,
o = C1122 € 4+ CLye S and € = SllllalslAs oy 51122022 Therefore, in the new
scheme, 022 and eflla are calculated in terms of GSAS ' and €75 as:

VTS, o SAS,o’
o — C2222€22 +C11225§X111‘711 (53)
2 - —Cc%. s ’
112291122
/ SAS,a’ / / VTS, o’
el _ Stinon -+ S1122Chmen (54)
i = :
- 122C1122
Similarly, 02@ and efll’ﬁ can also be obtained from ols ,As’ﬂ and EV $#"in the local reference
frame.
The elastic energy density is interpolated as:
el __ el 1— el 55
£ = p@) £ +11 = p@dIf; (55)
SAS,a’_el, VTS, SAS.B' el, VTS, 8
_p(¢) (G aezlela to 512 2 zx) +[1 P(¢)] (‘7 ﬁ671ﬂ + ;2622 ﬂ),
(56)
and its derivative with respect to ¢ is accordingly:
afe 1 1 SAS,o’ el VTS,
= PO~ e p@) [ e
1 SAS.B' el.f' B VIS ]
— et +o , 57
+ 50 = p@)] 8¢[ 1 tO0néy (57)

where aoSAS o /0¢ and do | SAS.f /0¢ are calculated according to SAS (see appendix F) and

e;gs “ and €55 VIS are constants with respect to ¢ as per VIS formulation.

Flnally, the stresses and strains can be obtained in the global reference by the following
transformation:

(58)

] el
efj = QiQpj€ (59)

Oij = Qpidnj O'mn s

mn-*

For 3D systems, a similar approach can be followed, using the appropriate rotation matrix a;,,
and expanding all the tensors with indices 1, 2 and 3. A local reference frame with 1’ axis
normal to the interface and 2" and 3’ axes in the plane tangential to the interface can be defined
such that the shear strains are zero. Then, o33 and €5} can be treated similar to 02, and €5}
respectively.

5.3. Application

Using this new scheme, simulations are performed for the general case II (as described
in table 1) with the 2D configuration of figure 1. For this configuration, the coordinate
transformations in the new scheme leave the tensors unchanged since the normal and the
tangent to the interface are parallel to the two coordinate axes of the global reference frame; in
other words, the local reference frame is the same as the global one. Simulations are performed
for three different interface widths using the same parameters as listed in section 4.1. The
compositions agree with the analytical results. The heterogeneous strains obtained in the two
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Figure 6. Elastic energy density versus p(¢) for the general case Il using the new scheme after 10
time steps for three different interface widths: a linear profile implies no excess interfacial energy.

phases using this scheme are de{; = —0.0111 and (Seﬁ = 0.0113. This slight deviation
from the analytically calculated values (—0.0112 and 0.0112) is, however, not due to excess
interfacial energy, since the plots of f° versus p(¢) given in figure 6 show that there is no
excess energy even with change in interface width for this scheme. The deviation is mainly
due to the limited system size.

6. Conclusions

Our analysis showed that depending on the choice of interpolation scheme, interfacial excess
contributions to the energy and elastic properties, varying with the diffuse interface width,
may arise in phase-field models coupled with micro elasticity theory. In this work, three
existing interpolation schemes of bulk elastic properties in phase-field models were analysed
with respect to the equilibrium bulk properties and interfacial excess contributions obtained
using them.

A 2D binary two-phase system with specific geometry is considered, for which the
change in equilibrium composition in the presence of strains and the heterogeneous strain
arising in the system are calculated analytically using Johnson’s model. For different sets of
elastic properties of the 2D system, including a realistic CugSns—Bct-Sn system, the change
in equilibrium composition obtained in the phase-field simulations is consistent with the
analytically calculated value for all schemes. The heterogeneous strains, however, deviate
in many cases because of excess interfacial contributions and finite system size. Moreover, for
some cases, including CugSns—Bct-Sn, a kink, which is not present in the analytical model, is
observed near the interface in the profiles of elastic properties, due to inappropriate interpolation
of the elastic properties in the diffuse interface.

In order to perform quantitative, realistic phase-field simulations which take into account
elastic effects, a new scheme is proposed based on the analysis of the existing schemes. In the
new scheme, a combination of equal total strain (VTS) in the direction parallel to the interface
and equal stress (SAS) in the direction normal to the interface is used based on the interfacial
conditions from the analytical model. For a general set of elastic properties, the new scheme
is validated for the model 2D system and found to be consistent with the analytical model of
Johnson. In the future, this approach will be extended to simulate multi-phase multi-component
systems.
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Appendix A. Derivative of chemical energy density with respect to ¢

From equation (20),

2r g [afs
92%¢c, _a dcg

_ 9% f5" deg
o 320,3 E
a pICs
= A= A"—
d0Cy
dcg A%
dc, AP
0Cy _ AB
deg AT

Differentiating (19) with respect to ¢,

ac, A e,
0= p(¢>£ +1— p(¢)]ﬁ£

dcy AP (cp — ca)P'(9)

+ P (@) (ca — cp)

T 99 T p@AF + 11— p(@)IA”

deg  A%(cp —ca)P' (@)

3¢ p(@AP +[1 - p(¢)]A
Differentiating (17) with respect to ¢,

afCh / Cl C
50 =P @S = £+ p(#)

Using (18), (20), (A.7) and (A.8)],
g fch 2 2
S p'(9) ( He ﬂ)

afch afs"
Y +[1 - P(‘P)]W-

g 2A  2AF

N PP 1tap' (@) AP (cp — co) +[1 = p(P)lugp () A% (cs — ca)
PP AP +[1 — p(p)]A*

2 2
=p'(®) [ Mo Fp +plcp — ca)}

2 2
- Mo _ Hp He _ He
=) |:2A“ YA +'u(Aﬂ +Ch0 = Ca,0>i|
= p' @S5 — f + nlcpo — ca0)]l-
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(using (A.4) and (A.7)).
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Appendix B. Calculation of phase strains for SAS

The phase strains are calculated as follows:

ol = o] (B.1)
i.e.,
oy _ 5 (B.2)
Bef}’“ Bef}’ﬂ
= Clpemnt = Clen” (B3)
= " = 1CH 17 Cl e (B.4)
= Mklmnemln . (B.5)

Using (26) and (B 5),
€1 = P& + [1 = p(@)] Mimesy (B.6)
ez} ** is obtained by solving (B.6).

Appendix C. Derivative of elastic energy density with respect to ¢ for SAS

afel o, o fel fel
o0 = PS5 — f5) + p(@) o0 +[1—p(¢)]w (C.D

) . ela de el o . aeel,ﬂ
= PO = )+ p@Chues™ = ¢ +[1 = p@IC] €5 "ﬁ (C.2)
e] o el B
= PO = £ +ou [p(qs) (1 P’ o } (C3)
/ el el aeel el,a 1.8
=Pp (¢)(fa - fﬂ ) + oy 06 (¢)(€kl - sz ) (C4)

el,a 1

= P/ () Goue™ — Loueg”) + oul—p' @) (€;" — ey — (@) (e —eiyP)1 (C.5)
afel
¢

—p @ oul(efi — ei”) + L™ — e, (C.6)

Appendix D. Hu—Chen’s numerical framework

Appendix D.1. Zeroth-order approximation

Following the method of Hu and Chen [20], as a zeroth-order approximation, the stiffness
tensor is taken as Cjj,,, a constant, ignoring C ! > Which is a function of position. Rewriting
equation (36), we get

1 FuY (7)) *u)(T d

1 lq-kl Mk( ) + ”l( ) — C;x-kl p(¢) (Ekl _ Eklﬂ) (Dl)
2 7 ar-arl arjark J 8 j

where u;, 9(7) is the displacement field in the zeroth-order approximation. It can be solved by
transformation into Fourier space:

Leeli%g vl (F) +i2g v (B)] = Cly el — eiiDlig;a (), (D.2)

where vy (?) and q(g) are the Fourier transforms of u 1 (?) and p(¢), respectlvely The
displacement field in the real space is obtained by taking the back-Fourier transform of v} °2).
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Appendix D.2. Higher-order approximation

Rewriting (36) with the same left hand side as that of (D.1), we get

1o (Pu(P) 2 (T)\ e pd) 5. 0C](T)
5 ijk[( 8Vjar[ " 8rj8rk ) _(ekl B )Cl]kla—+(€kl )—j
19 , dup N7 w7
* EW |:Cijkl(?) ( 3}’1 * Brk
— (&" ékz ) (C;]k1(7)p(¢)) (D.3)

The nth order solution for displacement field can be obtalned by substituting the (n — 1)th
order solution on the right hand side and solving it in Fourier space. Equation (D.3) when
transformed to Fourier space becomes

SCEulitggvp (8) +iPg gy} ()]
= (e5i" — e Clligiq (@)1 + @ — € Mlig; €l (7))
+%igj fft2[C{jk1(7’){ifft2(ig;v (?))+1fft2(zgkv” l(?))}]
—(e5i — eiMlig; (L (F)p@))], (D.4)

where fft2() and ifft2() denote forward and back-Fourier transforms, respectively.

Appendix E. Calculation of excess interfacial energy

el — [‘” Fdl— g, — fR, (E.1)
= f_ Zo[p(mf;l + (= p@)f5 = f5e1dl

- /O +oo[p(¢>>f;1+<1 — p@) S5 —fé"ﬁ]dl (E2)

/ e - e d¢ / L = £ 15509 E3)

[ / (7 = 5" do — / “)dﬂ E4)

using the definition of interfacial width /i, = 0.8 d//d¢.

Appendix F. New scheme—calculation of elastic energy

Expanding (57),

af 1 SAS, o _elo SAS.B el f . _o VTS B VIS B
0 p'(@loy €1 — Oy 671 T 006 22 €, 1
1 SAS.a’ elo’ | o’ VTS,
EP(¢)—¢[ “e” ey a]
1 y , ,
+ 0= p@)] ¢[ oSS PP zgegsﬂ]. (E.1)
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Since 86512/ /3¢ =0 as per VTS formulation, 3¢ /8¢ is calculated using the following:

aeel,u/ o aO_SAS,a’
8lqlb = . 0:,‘” - 13'¢ (from (54)), (F.2)
— o2t
o o oo SAS,a’
do3) CliSTi 90y

— 21111 (from (53)). (F3)
8¢ 1 - SIIXIZZCIIXIZZ a¢

Similar,expressions are obtained for 86,611’ﬂ / /0¢ and Bog /9¢. Then, BGIS,AS’“/ /0¢ and
Bals 1A S /3¢ are calculated according to SAS as

DSy BS | adST aese
B L YRR - veu ZCHIZT (E4)
STy 0y 0 gl
T = C1111W + anzw +2C1112W (E5)
with
9 SAS, o’
Tl [p(@) + (1 — p($) My, ]!
8(]5 =1Lp ¢ p ¢ klmn]
[P @) i — i) = P @) e > — e (E6)
and
BGSAS,/S' aGSAS,a’
g = Mlilmn b ’ (F7)
¢ ¢
where M, = [CL17'CE,,.
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