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Abstract In this work, we proposed a homogenization model to treat the coupled
mechanical-diffusion moving interface problem. The Eshelbian homogenization method
is applied to find the effective mechanical properties and diffusivity. On the one hand,
the diffusion of solute elements would induce the formation of inclusion phases, affecting
the mechanical equilibrium, properties and diffusivity. On the other hand, the stress con-
dition will also have effects on the chemical potential and diffusion process. The coupling
of the mechanical and diffusion processes were simulated using the present model, i.e.,
normal diffusion process and that with previous diffusion treatment. In the former case,
thicknesses of outer and inner diffusion parts both increased with time. In the latter
case, decomposition of the outer diffusion part might take place to maintain the growth
of the inner part.

Keywords Homogenization; micromechanics; diffusion; mechanics; interface.

1. Introduction

It is well known that bilayer structure would be formed during thermal oxida-
tion of titanium, zirconium and their alloys [Dong and Bell, 2000; Giilerytiz and
Cimenoglu, 2004; Zumpicchiat et al., 2015; Rosa, 1970; Zhang et al., 2016]. Figure 1
shows the cross-sectional microstructure of Ti-6Al-4V alloy thermally oxidized at
873K and protected by nickel coating [Zhang et al., 2016]. The original Ti-6Al-4V
alloy consisted of epitaxial primary alpha grains and lamellar beta grains. As seen in
Fig. 1, the oxidized alloy has been obviously divided into two parts by the interface.
Resulted from the absorption of oxygen, some fractions of alpha titanium (a-Ti)
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Fig. 1. Cross-sectional microstructure of thermal oxidized Ti-6Al-4V alloy protected by nickel
coating [Zhang et al., 2016]. The microstructure is divided into two parts by the interface. The
inner part was composed of alpha titanium, beta titanium and the solid solution of alpha titanium
and oxygen, i.e., Ti[O], whereas the outer part was the composite of rutile, alumina and Ti[O].
Within the inner part, the white phase was identified as the beta titanium. The alpha titanium
and Ti[O] were hard to distinguish from each other by optical method, since their colors are all

gray.

and beta titanium (/3-Ti) would be transformed to the solid solution of alpha tita-
nium and oxygen, i.e., Ti[O]. Meanwhile, another distinct layer related to oxygen
diffusion would be generated beyond the alloy, which was composed of rutile, alu-
mina and Ti[O]. If the phases of a-Ti and Ti[O] were respectively regarded as the
matrices of the inner and outer parts, other phases could be identified as inclusions
added into the composites. For example, in the inner region, we may regard §-Ti
as the inclusion phase, whose diffusion coefficient of oxygen could be expressed as
Dg = 330 x exp(—58,800/RT) cm?s ™! for the range between 1205K and 1415K, in
comparison with that of a-Ti as D, = 0.778-exp(—48,600/RT) cm?s~! in the same
temperature range. R and T are the gas constant and Kelvin temperature. For the
outer region, one may regard rutile as the inclusion phase. Of course, still regard-
ing a-Ti and Ti[O] as the matrices for the inner and outer regions, the inclusion
phases may also be identified as Ti[O] and alumina, respectively. Generally speak-
ing, this type of problems can be modeled as the diffusion problem with a moving
interface between two composites. In fact, there have been long-standing interests
in the diffusion problem with a moving interface, owing to its broad applications,
such as thermal oxidation, diffusive alloying, transient liquid phase bonding, and
some other diffusion-controlled heat or mass transfer processes. In order to solve this
problem, differential equations subjected to discontinuity at the interface have been
proposed, accompanied with the development of various numerical methods based
on phase field method, finite-difference or finite-element methods. Among them,
the spatial discretization method by Crank [1957] has shown good accuracy and
simplicity, where Lagrange’s interpolation formula was employed to evaluate the
concentration near moving interface. To achieve even higher accuracy, this method
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has been further modified by Lazaridis [1970] and Zhou and North [1993] and
Schuh [2000].

Recent research works in the literature [Haftbaradaran et al., 2011; Anand,
2012; Larche, 1978; Wu, 2001; Villani et al., 2014; Yang, 2005] indicated that the
atomic diffusion process was coupled with mechanical stress condition. Modeling
approaches on the interaction between diffusion and stress can be mainly divided
into two categories. The first category of studies was to investigate the strain and
stress generation during the diffusion process. The mechanical stress was proven
to be dependent on the concentration of solute elements, since the absorption of
interstitial atoms will cause considerable expansion of crystal lattice [Haftbaradaran
et al., 2011; Yang, 2005; Bhandakkar and Johnson, 2012]. Meanwhile, the diffusion
of solute elements would also lead to phase transformation and induce large strain
and stress [Zhang et al., 2014; Maharjan et al., 2012; Zhang et al., 2015]. The sec-
ond category of studies was to investigate the influence of stress on the diffusion
process. For instance, the application of compressive stress will increase the internal
energy density and then affect the chemical potential [Anand, 2012; Larche, 1978;
Wu, 2001; Villani et al., 2014], which in turn will affect the diffusivity. Based on
the Maxwell-type relationship, one can show that the change of chemical poten-
tial is linearly dependent on stress, which is the same as the linear dependence of
expansion strain on concentration.

Considering the formation of inclusion phase, the ultimate product of diffusion
process is always regarded as inhomogeneous composites of a gradient structure.
Consequently, the chemical and mechanical properties were seriously affected by
the volume fraction of inclusion phase. From this perspective, the homogenization
approach may be employed to predict the effective mechanical properties of the
material. In mechanical homogenization theory, the Eshelby’s equivalent homog-
enization principle is widely recognized for its elegance and universality, where
the equivalency between an eigenstrain field and an inhomogeneity distribution
of a second phase is established, such that the distribution of inhomogeneities
could be replaced by the eigenstrain field with the equivalent mechanical effect
[Eshelby, 1957]. In particular, for spherical or ellipsoidal inclusions in an infinite
elastic medium, the Eshelby tensors have explicit closed-form expressions [Eshelby,
1957; Mura, 1987]. Mori and Tanaka proved that the average strain in the exterior
area of a spherical or ellipsoidal inclusion is identically zero [Tanaka and Mori, 1972,
1973]. Based on this theory, the effective mechanical properties may be accurately
predicated as the functions of inclusion volume fraction [Weng, 1990]. In recent
years, several research works were carried out for the treatment of inhomogeneity
problems of coupled problems, e.g., Kuhn et al. [2002] and Li and Dunn [1998].

In this work, interaction between diffusion process and mechanical responses of
the material is modeled by considering the dependences of diffusivity and elastic
tensor on concentration; and we studies the relationship between chemical poten-
tial and mechanical stress, and the effect of phase transformation on expansion
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strain. The effective diffusivity and mechanical properties are evaluated through
the homogenization approach. Based on the Eshelbian homogenization method, we
have calculated the variation of concentration, stress and scale thickness by using
a modified finite-difference method.

2. Theoretical Framework
2.1. Description of present model

Figure 2 schematically shows the diffusion of addition elements into the inhomoge-
neous material with a moving interface. Resulted from chemical potential gradient,
diffusing element will be transferred to the deep inside. Meanwhile, the absorption
of diffusing element will promote the transformation from matrix phase (gray) to
the inclusion phase (colorful balls). The concentration of elements in each phase is
assumed to remain constant. Thus, the dependence of average concentration, ¢, on
volume fraction, f,, can be expressed as

1 n
c = V ‘/Vc(w)dw = O;Ofacaa (1)

where V' is the volume of domain, ¢, is the concentration in phase o, and o« = 0
denotes the matrix. Given the inclusion volume fraction or the average concentra-
tion, diffusivity and elastic tensors are predicted through homogenization method.
The relationship between mechanical behavior and diffusion process is multi-fold.
On one side, the absorption of diffusing element will induce severe lattice expan-
sion and affect the mechanical stress distribution. On the other side, due to the
chemical potential dependence on mechanical stress, diffusion process is influenced
by the stress condition. The material is divided into two major parts by the inter-
face, where the average concentration drops dramatically to produce discontinuity.

QOuter part

r

Interface

Inner part

Fig. 2. Illustration of inhomogeneous composites with moving interface. Inclusion phases (colorful
balls) are formed due to the absorption of diffusing elements (Color online).
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It should be noted that the inclusions formed in the inner and outer parts could
be different. The average concentration at the interface remains constant and its
location will vary along with time. The interface moving rate is directly determined
by the flux difference between the two sides of interface.

2.2. Effective diffusivity and elastic tensors

In a steady state case, if there is a diffusion source at point y, the divergence of
diffusion flux, J at point & can be expressed as

Jii(x)+o(x—y)=0. (2)
The Fick’s law of diffusion is expressed as
Ji(z) = Dijg;(x) = Dijc (), (3)

where g is the concentration gradient and D is the diffusivity tensor. In the isotropic
case, the diffusivity tensor may be written as
Dij = Dy, (4)
where D is the diffusivity and d;; is the Kronecker delta. If the distribution of
concentration is the Green’s function G (x — y), Eq. (2) is rewritten as
Di;GTi(x —y) +d(x —y) = 0. (5)
Based on Fourier transformation, the Green’s function is obtained as [Li and Wang,
2008],
1
= 6
4D7|x — y| (6)

Following the definition of eigenstrain, we can define the eigen-gradient for the

G®(z —y)

diffusion process in a composite representative volume element (RVE) as:
{7 .
’ 0, xzeM,
which is satisfying
Ji(z) = {nggj(m)? e {D?}[gj(x) — g @), weq,
Doy (@), weM  \Dlg ) -

In a quasi-static state, the divergence is identically vanishing, i.e.,

Jii(z) = Dijcji(x) — Dijg; ;(z) = 0. 9)
Thus, the Fourier’s inverse transformation of Eq. (9) is
| IDugstte) + Dy (€)) exnlie - w1 = . (10)
The solution of Eq. (10) in the Fourier space can be expressed as
zDz]fzg; (5) 1,0—2
&) =——F—F— =-"iDy&D ¢ 7g;(§). 11
© = e ; i (1)
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From Eq. (6), the Fourier transformation of the derivative of G* is
G (&) =i&D ™1 (2m) ¢ = i&LG(8). (12)

Then the inverse transformation of Eq. (11) can be obtained by the inverse Fourier
transform,

c(x) = —(2m)° D”G (£)g; (&) exp(i€ - x)dg

/ Dijg; (y)GT (xz — y)dy. (13)

Assuming that g* is constant, the Eshelby tensor can then be obtained as

@)= [ D@ yay={ T 2T (14)
Q T v Sk, meM,
which provides the solution for the induced gradient of the concentration field,
gm(x) = cm(x) = Simjg;- (15)
Denoting
1
o(x —y) = / —d€,, 16
@-v)= | G (16)
we can express the Eshelby tensor for diffusion as
1 1
Smj=—— | ————
Ar Jq 0xm0z; |2 — 1y
1 02 1
=—— dQ, m 17
A7 Oz 0 / |z — y| (b 7 (17)

Actually, for a spherical inclusion, one may find the potential function in explicit
form

2

—?(|£L'|2 —3a?), x €,
o@) =93, s (18)
M, x e M.
Then Eshelby tensor can then be written as
%&j, x €,
Smy = a? a’ (19)
W mi — P |5xmxj, x € M.

For the exterior area, Eshelby tensor is a function of location . However, from
Eq. (19), one may find that the integral of S,,; in the exterior is

/ Sk i(@)de = 0. (20)
M
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Thus, the average value of g in any exterior area of the inclusion can be proven to
be zero.
SE

mj (m)

[ @iz =g, [ 7 w0 (21)

M
Actually, the same observation has been made for mechanical properties in a com-
posite material according to Tanaka—Mori lemma [Tanaka and Mori, 1972]. If there
are three spheres satisfying {21 C Qo C Q3, the integration of gradient in the region

Qg - QQ is
/ gm(x)dx :/ g;Sflj(m)dw
93792 Q3792

~ [ g -DiGT(@-wiyde.  (2)
Q3—Qo o ’
Changing the order of integration in Eq. (22), it is obtained as

/ goml@)dx = / gy [ —DiG (@ — y)dudy
93792 Ql QB '
- / g [ —DyG(x — y)dady
o} Qs ’

- /Q [0S0 (95) — g5 ST ()] dy. (23)

Since the Eshelby tensor only depends on the material properties, we found that
the average gradient in any exterior area of the inclusion vanishes,

/9291 gi(z)dx = /9392 gi(x)dz = 0. (24)

When the matrix is the dominated phase, we donate the mean gradient in matrix
phase as the mean field of the entire volume

(g)m = (g)v. (25)
Then average gradient in the inclusion is
(9)o=(g)u + 8" -g". (26)
According to the Elshelby’s homogenization theory,
(J)a = D% (g)a = D" - ((g)a — (g))- (27)

Then the relationship between (g)q and (g)y is
(gla= (D" -D*)"-D" - (D" - D)™ - D"~ 87" (g)y.  (28)
The average gradient and diffusion flux are respectively
(Nv =0~ f)(I)ar + [(T)a = (1= fa)D™ - (g)m + [D? - (g)a,  (29)
(v = (1= fa)l@m + falg)a: (30)
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Considering that

(J)yv =D -(g)v. (31)
Thus, the effective diffusivity tensor is
D _ {(1 _ fa)Dm _ faDoz . (Dm _ Da)fl .D™. [(Dm _ Da)fl .D™— Sl]fl}

x{(1 = f)I® — fo(D™ = D)~ - D™ - [(D™ ~ D*)~ - D™ — 8171}

(32)
In general, for composite with n inclusion phases, Eq. (27) changes to
P {<1_Zf“> D" 3 f.D*- (D"~ D)
a=1 a=1
Dm . [(Dm o Da)—l . Dm o SI]—l}
" {<l 3 fa) 1= (D" - D)
a=1 a=1
-1
-D™.[(D™ - D*"'. D™ — 51]1} : (33)

If there is a concentrated mechanical load at point y, direction of which is mth
direction, the divergence of stress can be expressed as

0ij.j (.’1}) + 5(33 — y)éml =0. (34)

The linear relationship among concentration, gradient and flux is

1
0ij = CijmnEmn = §Cijmn(ui,j + ;). (35)

If the distribution of deformation is the Green’s function G, (z — y), Eq. (36) is
obtained
CijriGogj(x —y) +6(z — Y)omi = 0. (36)
For the isotropic case, the Green’s function is
A + A +3 Ty — Y )T — Y5
G (2 — ) = A+ n) u5ij+( yi)( i Y5)
J S8muz(A+2p) | A+ p |z — y|
where A and p are Lame constants. The equilibrium equation is an equivalent form
of zero divergence of Cauchy stress tensor, i.e.,

0ij,5 = 0. (38)

: (37)

The elastic relationship between stress and strain is

oij = Cijriciy = Cijhitn,1. (39)
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Define the eigen strain as

ey = {0 e (o)
e (x) =
. 0, €M,
satisfying
i) = ijklazl(ac), x e B Ciiri er(x) — ey (x)], e, 1)
z Chncn(x), ©eM Copen (), xeM.

Within the inclusion, if €* is independent of @, the Eshelby tensor can be determined
as

St ., xe,
Sikmn = — /Q Citmn G5 (T — y)dy = {Sﬁmn, zeM, (42)
satisfying
€ik = Wik = SikmnEmn.- (43)

For the interior area of inclusion, Eshelby tensor is given by [Li and Wang, 2008]

5’[)0 —1 4 — 57)0
Io=—" = 4.6 =20
Siiki 1501 —vg) 7 T T3 Z )

(0051 + 0%041), (44)
3 2
B a 3a
P — 0470
S’L]k?l 30(1—1}0)|.’1}|3 <|:]3|2 +10'U0 5) 705k
2 15(|z* — a?)

3a
+ <W — 10vg + 5) (5ik5jl + (Siltsj'k) + T(Sijxkxl

15(|z|? — 2vo|x|? — a?)
|z|*

15(vo|z|? — a?)
|z|*

5klxixj +

X (5ikxjxl + 5il$jf1/'k + 5jkxixl + 5jlxixk)

15(—5vo|z|* + Ta?)
_l’_
|z [*

xixjxkxl. (45)

The Mori-Tanaka model on effective mechanical properties can be applied directly
here, i.e.,

n n -1
C =) [faCa:An:(Aa—S")]: lz (faAa)] , (46a)
a=0 a=0
_ Ky Go
0=(Cy—C) 1 :Co=—""EV 4+ g 46h
Ae=(CoCo) s Co= g Bt g =g, B W)
BV - L1051 (46¢)
3 )
E® — _Lio o 1@ 4 pas (46d)
3 b
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where I?) and I*9) are respectively the second-order unit tensor and fourth-order
symmetric tensor. Subsequently, the effective volume elastic modulus and shear
modulus are respectively

no foKo
a=0 L (1+U0)Ka+2(172U0)K0

K= (47)

n fa ’
a=0 L (1+U0)KQ+2(1—2’U0)K0

n foGa ]
— a=0 —5v9)G g —5v0)G
G _ :2(4 5 0) +(7 5 0) 0 ] (48)

n fa
Za:O _2(4—5@0)Ga+(7—5vo)K0]

Accordingly, the effective Young’s modulus, E, and Poisson’s ratio, ©, can be
obtained according to the following equations,

_ IKG

E=_———7 4
3K +G’ (49)
3K —2G

b= o o 50

"TOBK 1 Q) (50)

2.3. Ezxpansion strain in micro and macroscales

The solution of oxygen atoms induces the phase transformation and lattice expan-
sion within the inclusion domain, which is expressed as

N Ae®, x €,
Ae®(x) = 0 v M (51)

However, due to the compression from the matrix, the actual expansion strain
related to solution, €°, is smaller than Ae. Considering the expansion induced by
solution, €* is replaced with the superposition of Ae® and £*. Consequently, the
disturbance stress within the inclusion domain can be expressed as

ol(x)=CM: [e(x) —e* — Ae®] = C* : [e%(x) — Ae®], x €. (52)
And the disturbance strain within the inclusion domain is given by
el =8T:(e" +Ae®), xc. (53)
Combining the above two equations, it can be obtained as
el@) =87 [CM: (I -8yt C:871:C: Ae®, Q. (54)
For simplicity, Eq. (44) is rewritten as

14+ Vo 2(4 — 5U0)
gl=—"2 M2 "V EE 55
3(1 — Uo) 15(1 — ’Uo) ( )
In the macroscale, the expansion strain related to solution is expressed as
€° = (€ — Cref) —— + €ler = (¢ — Cret) H + €1y, (56)

dc
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where €¢; is the reference strain corresponding to reference concentration, cyef. In
a particular isotropic case, H is generally written as

H=HI®, (57)

The average strain is

= [ e =35 (5 [ eonv) = 2 hlelaseie 69

Increasing the average concentration from c.o¢ to ¢, the expansion strain can be
predicted as

e —efer = (€)= ) (fale)a) = D (faleMa) = D (faleNa) + foleTo.  (59)

a=0 a=1 a=1
As mentioned above, the average disturbance strain in the exterior area of an inclu-

sion is zero. If the composite is composed of matrix and unique inclusion phase, the
average strain due to phase transformation is

3K,
3K, +4Gy

6Ga(K0 + 2G0)
Go (9K + 8Gy) + 6Go (Ko + 2Gy)

e — e = fo |: EM

E(2)] : Ae”. (60)
In an isotropic case, Ae® is simplified to
Ae® = Ae“I. (61)
It is found that the product of E-base and Ae® is
1
EW . Ag® = <§5ij§klei Rej Qe el) D (OmnAe“e, ® ey,)
= 5ijAaaei ® ey, (62)
@ Ao 1 1 1
E¥ : Ae” = —§5ij5kz+§5ik5jl+§5u5jl e;Re;Rer Qe
D (OmnAc“e, ®e,) =0. (63)

Thus, the disturbance strain can be rewritten as

3(c—cm)Kay
(ca —cm)(BK o +4Gh)

c c SfOtKOt « «
Eij — (Eret)ij = m%ﬁﬁ = 0i; Ae™. (64)

Then the expansion strain in the macroscale is proportional to the lattice expansion
strain in the microscale. And then H is obtained as

o 8(5 — eref) _ 3K"‘A€a (2)
H= T e BR. 7 4Gy (65)
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2.4. Stress in micro and macroscales

In a macroscale, the mechanical boundary condition is given by
o(x)=0c'-n, xcdiV, (66)

where 9V is boundary, n is the normal vector, o is the stress in macroscale. And
the elastic strain related to o is,

el =11:q" (67)

where M is the effective compliance tensor. In a plane-stress state, the stress equi-
librium can be expressed as

/ o'dS = A/ oldrs =0, (68)
OV h

where A is the perimeter plane normal to x3, h is the material thickness. In a
macroscale, the total strain is regarded as the superposition of €' and €¢. Then the
macro-stress can be expressed as

ol(zz) = Mt :ol=C(x3) : €'(x3) = C(x3) : [e(w3) — (¢ — Crot) H — €ref(23)]

(69)
In a biaxial plane-stress state, the components of stress satisfies
0'{1 = ‘7527 (70)
‘7§3 —‘752—013—053—0 (71)
Combining Egs. (67)—(71), the normal strain in 7 and xo directions are
fh %[(C - Cref)H + Eref]dx?)
E11 = €22 = E(mg) . (72)
I 1717(a:3)dx3
The normal strain in z3 direction is
2[1 + v(x3)] 20(x3)
= 0 - N — Cre H ref| — T —,_ ~ . 73
633(2) 1 —@(333) [(C c f) +¢€ f] 1 —U(xg)gll ( )
The normal stresses in 1 and z» directions are
E(x
ol (@) = oh(ws) = (@) — (=) H— i (T4)
1—o(x3)
Then the total stress at location x is the superposition of o and o¢
o(x) = (o) + o’ (). (75)

Based on Gaussian divergence theorem, (o) is proven to be equal to a!. Subse-
quently, 0% can be obtained according to the Eshelby’s homogenization theory.

1640011-12
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2.5. Coupled mechanical-diffusion problem

In a stress-free state, the free energy, ¥, can be expressed in the following standard
form,

E RT
P(e) = —fc—i— —Jelne+ (1 —¢)In(1 —¢)], (76)
n n
where Ey is the formation enthalpy, c is the dimensionless concentration, 7 is the
molar volume of the matrix lattice. For dilute solution, pg is the derivative of ¢

with respect to ¢, i.e.,

oy RT ¢ By
_ W _ bl 77
Holc) Oc 7 [n(l—c)—i_RT} (77)
The linear variation of y along with o is
p=po—o':H, (78)

where pg is the reference chemical potential independent of stress. Thus, the equi-
librium concentration is dependent on stress state, i.e.,

Ceq Ho?) Ef n ¢
= —_— = — —H : .
1-— Ceq <P (RT RT) exp (RT 7 > (79)

Defining ¢ = exp( 4 — %), when exp(z5H : o) approaches to 1,

Coq R C+ %H ot (80)
Then the total strain is expressed as
e=e"+e°=M: 0"+ (coq — ) H+(c — crot) H + €5y, (81)
or
e = [M+ %H@H} Lot (¢ — cot) H + €5, (82)

Thus, M is modified to M if the effect of stress on equilibrium concentration is
considered,

= v cn 3K Ae” 2 1
Miju(e) = -2+ o 5y + ——= (§uds1 + 66 ,0)-
jki(c) { 7t mr [(CQ—CM)(3KQ+4G0)} } j kl+2G( k01 + 6udk)

(83)

From Eq. (83), the following equations are obtained:

_ o 2 —1
E(e) :E{l—k% [(C 3Kale )] } : (84)

RT |(ca — car)(3Ka + 4Go
5(0) = - EBne 3K, Ac” ?
UITNYY T RT [(ca — enr)(3Ka + 4Go)
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Ene 3K Ae™ 2) !
{1+ RT {( —0A4)(3Ka+4c:0)] } ) (85)

G(e) = G. (86)

In a general approach, the diffusion flux can be expressed as
d¢

= 87
OV (87)
_ Dn(:(l c) 7@ .
=~ (Vi@ V). (88)
In the isotropic case, the flux is written as
_ DK A&
J=—DVe+t i ° (1 - )Vitr(at). (89)

RT(CQ — Co)(3KQ + 4G0)

Equation (89) is regarded as the modification of Fick’s second law. And the variation
of concentration with respect to time is

Jc
Lo v
5 \v (90)
Substituting Eq. (89) into (90), Eq. (90) can be rewritten in an explicit form,
Oc _ Hp - DnH
=VD- DV? 1—¢)VD- ———(1-2
o =VD-Ve+ DV-c Tc( c)VD - Vtr(o!) RT ( c)Ve - Vtr(ot)
H
nDc(l —o)V2tr(a?h). (91)

~ RT

2.6. Initial and boundary conditions
Denoting L; as the interface and Lo as the right boundary, the boundary conditions
are given by
(0,t) = ¢s1,
c(L1,t) = cref1,

(L1,t) = cs2, (92)
dc

dxg z3=Lo

C

c
=0.

In this paper, different initial conditions are used during simulation. The first kind
is so-called normal diffusion process, i.e., I;. This initial condition is given by

Cs1, xr3 = 07
Cref 0<z S L )

c(@s,0) =4 o (93)
Cs2 x3 = Ly,

Cret2, L1 < w3 < Lo.

1640011-14



An Eshelbian homogenization solution for a coupled stress-diffusion moving interface problem

The initial condition I; can be commonly used to predict the formation and growth
of diffusion parts with a bilayer structure. Another kind of condition is the diffusion
process with a previous diffusion treatment, i.e., I5. The depth-dependent initial
concentration is approximated to error function, i.e.,

c(xs3,0) = (94)

(cs1 — Crep1)[1 —erf(Arxs)], 0< a3 < Ly,
(cs2 — crefo)[1 —erf(Azx3)], L1 <3 < Lo.

3. Numerical Calculation

Figure 3 schematically shows the algorithm flowchart of the finite difference method
(FDM) used in the calculation. The average concentration is the main variable.
Within each time step, the volume fraction as well as effective diffusivity and
mechanical properties are estimated from average concentration. Based on these
values, the diffusion flux, concentration increment and interface movement are
predicted.

As shown in Fig. 4, the space domain is divided into (n — 1) equally-spaced
intervals of space step, Az. The interface lies between the rth and (r + 1)th nodes,
and the fraction, p, is determined as

a3 —(r—1)Ax
P= T (95)

Time increment, Ar f¢—

Volume fraction, f,

A 4

Diffusivity, D

|Mechanica] properties, Z, v |

h

Diffusion flux, J

J‘

v

IConcentratiun increment, dc / d.fI |[nterface movement, (L. / dr

Fig. 3. The flowchart of computational algorithm.
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1 2 3 e rointerface  r+1 wee wee n-1 n

Fig. 4. Space and time grids used in finite difference calculations.

The central difference method is used, i.e.,

df _ fsr1— fs1
drs |y, —ng N 20z (96)
2
s s—1 7 2 s
% _ f +1 +f 12 f , (97)
d.’E3 r3=sAx (AZ‘)

where s denotes arbitrary node. As noted by Crank [1957], the singularity arises as p
approaches to either limits, i.e., 0 or 1. In order to avoid this problem, Crank [1957]
and Zhou and North [1993] used Lagrange’s interpolation for approximation, i.e.,

3

n
xr3 — a;
flxs) = T =2 | flan], (98)
ap — aj
J=0
j#k
where a; denotes interpolating node, n is the amount of interpolating nodes. If n
is as large as 2, the first-order and second-order derivatives can be expressed as

d? f(x3) 5 f(ao) fla1) fla2)

dx3 o (ap —a1)(ap —az2) (a1 —ap)(ar —a2) (a2 — ap)(as — ay)

(99)

df(l‘g) _ (.233 - al) + (333 — CLQ)f(aO)

d$3 (ao — al)(ao — ag)

(x5 —ao) + (¥ —a1)
(az —ap)(az — a1)

(z3 — a2) + (x5 — ao)
(a1 —ag)(a1 — az)

flag). (100)

flaq) +

At the left-hand side of the interface, we let
ap=1r—2, ax=r—1, ax=7r+Dp. (101)
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Then the following equations can be obtained as:

d* f (x3) 2
— froo— fro1+ Jrps 102
dl’% r3=(r—1)Az P+ 2 ? p+ 1 ' (p =+ 1)(]7 + 2) ' ( )
df (z3) p+1 P 1
L =t fry, (103
drs |ome  pr2l N il Gy e (109
df (x3) p+1 p+2 3+2p
=—Ffr2———fra1t+ ———=frtp 104
dr3 |, (rip)an pr2ir T i (p+1)(p+2)f+’” (104)
P 2p 2
za=rAyx — ————Jfr—2o+ ——fr- 1+ ————Jr+p- 105
f(@3)|zg=ra p+2f 2 p+1f 1 (p+1)(p+2)f+p (105)
At the right-hand side of the interface, we take
ap=r+p, ar=r+2, ay=r-+3. (106)
Then the following equations can be obtained as:
&> f (x3) 2 2 2
= 7.}“7‘ - fT + fT bl 107
dx?’) z3=(r+2)Az (2 - p)(3 - p) o 2 - p i 3 - p 3 ( )
df (z) 1 1—p 2—p
&) _ Foip— —Lfa+ =—Lr 0 (108
dx z=(r+2)Azx (2 - p) (3 - p) P 2 - p 2 3 — p e ( )
df (x) 2p—5 3-p 2-p
= 7fr + fr - fr ) 109
dx z=(r+p)Azx (2 - p) (3 - p) o 2- p 2 3— p 2 ( )
2 2(1—p) l—p
z=(r T T 7o Na N Jr ——Jr — ——Jr+3- 110
(@) ]e=(r+1)a (2_p)(3_p)f+p+ = Jra2 3_pf+3 (110)

Figure 5 schematically shows the movement of interface. Regions I and II indi-
cate the concentration increment at the nodes far away from interface. The shaded
area including regions III-V, denotes the concentration accumulation involved with
interface movement. Its value, AS, is expressed as

AS = (Jiy — Jin)At, (111)

where J;; and J;o are the flux at the left-hand and right-hand side of interface.
Then the moving rate of interface can be easily evaluated as
dLy AS 2(Jin — Ji2)
dt At Crent —Cs2 € — o1

(112)

where ¢;; and c¢;2 are the concentration at the left-hand and right-hand side of
interface. When the area of IIT is much larger than, IV and V, Eq. (112) can be
simplified to

dhoy Jin — J;

- , 113
dt Crefl — Cs2 ( )

which is widely used in previous modeling work. Compared with Eq. (113), Eq. (112)
has effectively avoided the appearance of singularity when the difference between
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— cattime?
L ¢ at time (+At
R I:l interface movement

Concentration

Depth

Fig. 5. The movement of interface and the concentration increment near it.

Cref1 and cgo approaches to zero. If the interface passes the ith node, the composition
change due to phase transformation can be evaluated by Lagrange’s interpolation.
If the interface moves to the substrate side,
i—r+1)(i—7—p i—r+2)(i—7—p
o i DG=i—p) L (i=r 27 =)
r—1—r—p

r—2—7T—1p Tt

(—r+2)i—r+1)
Gtp-—r+2)F+p—rt+1)
where 7 and p are the updated r and p after the time step. If the interface moves
to the oxide side, we have
(i—r—2)(i—r—3) (i—7—p)i—1r—23)

Grp—r—2F+p—r—38) """ ry2-7-p

(=7 p)i-r-2)
ris. 11
LI Y (115)

(114)

C; = —

4. Results and Discussions

The property parameters of two different composites, C1 and C2, are presented
in Table 1. For simplicity, each composite consists of matrix and unique inclusion
phase.

4.1. Effective diffusivity and mechanical properties

The variation of effective diffusivity along with inclusion volume fraction is shown
in Fig. 6. The composite C1 is chosen for calculation. When the diffusivity of inclu-
sion is larger than that of matrix, the effective diffusivity increases with increasing
the inclusion volume fraction. At the left and right end of the horizontal axis,
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Fig. 6.
fraction.

Table 1. Property parameters of composites C1 and C2
used in calculation.

Composite 1 (C1)

Composite 2 (C2)

Ko (GPa) 100 70
Go (GPa) 45 40
K. (GPa) 150 80
Ga (GPa) 70 48
Do (m~1s™1) 30e — 15 10e — 16
Dq (m~1s71) 10e — 15 30e — 16
cs (1) 0.8 0.10
Crof (.1) 0.2 0.01
H (1 0.0012 0.003
n (m3mol 1) le—5 le—5
T (K) 273.15 273.15
At (s) 1 1
Az (pm) le—6 le —6
35 T b 1 T T
—— Present model
L Linear model i
—---Harmonic mean St
25 2 /-

Effective diffusivity (x10™%)

5 1 " L L 1 "
0.0 0.2 0.4 0.6 0.8 1.0
Volume fraction of inclusion phase
200 T T T T
Young's
[ ====Linear model

= =« =Volume
-9 ISU'—---Shcar i
S i
E = =5
= P
E 100"
£
=
s e 4
e
B S0k e
=

0 L '} L 1

0.0 0.2 0.4 0.6 0.8 1.0

Volume fraction of inclusion phase

Variation of effective diffusivity and elastic properties along with inclusion volume
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the effective value equals to the diffusivity of matrix and inclusion. As compari-
son, the arithmetical and harmonic means are also presented in Fig. 6, which were
employed in previous prediction of effective diffusivity [Yang, 2005]. The homog-
enization result lies between the arithmetical and harmonic means. The variation
of effective modulus along with volume fraction of inclusion phase are also shown
in Fig. 6. Similar to the homogenization on diffusivity, the composite C1 is cho-
sen for the calculation. The effective Young’s modulus, volume and shear modulus
change monotonically with the volume fraction of the inclusion. When the vol-
ume fraction reaches 0 or 1, the effective modulus become equal to the values of
pure matrix or inclusion phase. If the matrix is the dominated phase, linear rela-
tionship between Young’s modulus and volume fraction was widely used to evalu-
ate the Young’s modulus of composites. As a reference, the arithmetical mean of
Young’s modulus is also presented in Fig. 6. The homogenization result is generally
smaller compared with the arithmetical mean, especially in the central region of the
horizontal axis.

4.2. Normal diffusion process

Figure 7 shows the concentration variation along with the depth with respect to
different oxidation time. The maximum time for diffusion is set to be 100,000s. The
outer and inner parts are respectively composed of C1 and C2. Initial condition I3
is selected before calculation, where initial L; and Lo are given by 3 and 100. As
seen in Fig. 7, concentration decreases with the distance from the surface to form a
specific gradient structure within each part. The concentration at a specific location
point generally increases with time. At the left boundary and interface, the concen-
tration remains constant due to the boundary condition. At the right boundary, the
partial derivative of concentration with respect to depth is identically vanishing.
The simulation results also reveal the growth process of the outer part through
the phase transformation from C2 into C1. The diffusing element are consumed
through two ways, i.e., accumulating at the interface to move the interface forward
or diffusing into the inner part to raise the concentration up. At the very initial
stage, additional elements would prefer to diffuse within each part, changing the
piecewise-step function to a linear function. After that, the interface begins to move
rapidly and its movement will be decelerated with the passage of time. The detailed
concentration distribution along with depth with respect to different diffusion time
is also presented in Fig. 7. Figure 8 shows the stress variation along with the depth
with respect to different oxidation time. It is clear that the stress changes from
compressive to tensile at the position near the interface.

According to Eshelby’s theory, the total stress is the sum of disturbance stress
and average stress. The disturbance within the interior of inclusion domain is inde-
pendent of location. While that in the exterior part decreases with the distance from
inclusion domain and difficult to calculate. The relationship among average stress,
disturbance stress, and total stress within the inclusion domain is given by Fig. 9.
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Fig. 7. Concentration variations along with the depth with respect to different oxidation times.
The maximum time for diffusion is set to be 100,000 s. The initial condition I is selected before

calculation, where initial values of L1 and L are given as 3 and 100. Color contour is the dimen-
sionless concentration (Color online).
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Fig. 8. Stress variation along with the depth with respect to different oxidation time. The max-
imum time for diffusion is set to be 100,000s. Initial condition I is selected before calculation,
where initial L1 and Lo are given by 3 and 100. Color contour is the normal stress contour with
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unit MPa (Color online).
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Fig. 9. Variation of average stress, disturbance stress, and total stress along with depth after
diffusion for 100,000 s. Initial condition Iy is selected before calculation, where initial L1 and Lo
are given by 3 and 100. Color contour is the normal stress with unit MPa (Color online ).

Resulted from the lattice expansion, the inclusion phases are generally under com-
pressive stress. Since the concentration within the specific inclusion phase is given,
the disturbance stress remains constant within inner and outer parts of the mate-
rial. The average stress is determined by average concentration. Compressive and
tensile stress are respective obtained in the inner and outer parts. The compressive
stress decreases with decreasing average concentration. As the sum of the distur-
bance stress and average stress, the total stress of the inclusion phase is generally
compressive.
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Fig. 10. Concentration variation along with the depth with respect to different oxidation time.
The maximum time for diffusion is set to be 100,000s. Initial condition I is selected during
calculation, where initial L1 and Lo are given by 30 and 100. Color contour is the dimensionless
concentration (Color online).

4.3. Diffusion process with previous diffusion

Figure 10 shows the simulation results of diffusion process with previous diffusion
treatment. During the performance of simulation, the initial condition I5 is selected,
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where Ly and Lo are set to be 30 and 100. Other parameters remain unchanged. The
subsequent diffusion and interface movement are shown to be greatly affected by
the diffusivity. During the previous diffusion process, the concentration distribution
has reached a relatively stationary state, i.e., the flux difference between the two
sides of interface is very small. The abrupt change of diffusivity will break the
balance and induce the movement of interface. For the case Dy = le — 15, there
is no significant change of concentration distribution and interface position over
time. For the case Dy = 2e — 16, the decrease of the diffusivity in C2 will result
in the accumulation of diffusing element at the interface and the following phase
transformation. For the case Dy = 5e — 15, the thickness of outer part is increased
sharply with increasing the diffusivity in C2 and directly induce the decomposition
of C1 as well as the formation of C2.

5. Conclusions
The following conclusions may be drawn from the present study:

(1) A comprehensive model has been developed for coupled mechanical-diffusion
problem with moving interface. The diffusion process and stress condition are
shown to affect each other. The homogenization on mechanical properties and
diffusivity is considered during modeling.

(2) The simulation on the diffusion problem with moving boundary is performed.
A modified FDM is employed during simulation.

(3) Two situations are considered in the present model, i.e., normal diffusion pro-
cess and that with previous diffusion. In the latter case, the outer part could
decompose to maintain the further diffusion within the inner part.
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