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We suggested the multi-phase phase-field model of Fe-Cr system with consideration of not only a-&’ but also o phase. In the prior phase-
field study, one assumes the specific mechanism of phase separation, i.e., spinodal decomposition or nucleation and growth. On the other hand,
our phase-field model can concurrently consider spinodal decomposition or nucleation/growth without any assumptions. With developed phase-
field model of Fe—Cr system, we modelled three types of two-phase structures: a-¢/, -0, o’-0 and single-phase o region at T = 700K and
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1. Introduction

In various industry fields, the Fe-Cr alloy is widely used
for structural materials due to its excellent corrosion
resistance and high-temperature strength.'™ However, the
phase separation can disrupt the integrity of structural
material since it leads the embrittlement in Fe—Cr sys-
tem.'™® Therefore, it is important to investigate the phase
separation caused by the spinodal decomposition and the
nucleation mechanisms in the Fe—Cr system.

In the Fe—Cr system, it coexists many different phases (c,
«', and o) depending on the initial temperature and the initial
Cr concentration.>'> Especially, the o’ phase is well-known
to cause the phenomenon that hardening/embrittlement in the
ferritic steel,'”~!? and the o phase make the steel susceptible
to localized corrosion.'>'® Also, the misfit between « and
o phases, which has body centered cubic (BCC) structure,
is not significant due to the small lattice mismatch between
Fe and Cr atoms, but the difference in crystal structure
between « and o phases affect the behavior of microstructural
evolution.” Therefore, the comprehensive model considering
both phase characteristics and crystal structure is necessary to
understand the overall Fe—Cr system.

The o phase precipitation causes the embrittlement at less
than 800K in the Fe—Cr system.>”') Also, in the range from
800K to 1100 K, the o phase precipitation causes embrittle-
ment.'"™!5 To investigate the embrittlement phenomena, prior
studies performed phase-field modeling assuming mecha-
nisms such as spinodal decomposition or nucleation.®!>-1%)
However, it is not enough to describe the phase separation
initiation for o phase, « and o' phases.

In this study, we developed the phase field model that
determines the phase separation of «, «', and o phases
without assuming specific phase decomposition mechanisms.
Unlike prior studies, our phase field model determines
whether the spinodal decomposition or the nucleation occurs
based on only initial Cr concentration and temperature.

To improve the computational efficiency and the numerical
stability, we apply the acceleration methods of graphics
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processing unit (GPU) parallelizationlf’:ZO) and the semi-
implicit Fourier spectral.2!=23)

2. CALPHAD Combined Phase-Field Method

2.1 Phase field model for multicomponent and multi-
phase system

To investigate the microstructural evolution in Fe-Cr

system, we conduct the calculation of phase diagram

(CALPHAD) based phase-field modeling. The governing

equations are Cahn-Hilliard equation?*?> and Allen-Cahn

equation:>®
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where ¢(r, t) is the Cr concentration, V), is the molar volume,
n(r,t) is the structural parameter, and L is the kinetic
coefficient of n(r,f). The ‘;—f and the ‘;—5 are functional
derivatives of the Cr concentration (c(7, 7)) and the structural
parameter (1(r,7)). The Mg, is the mobility given by

Darken’s equation:'®272%)

My = - [eMre + (1 = OMlel —¢) ()
m
where My, and M, are atomic mobility of the Fe and Cr
atoms, it can calculate through Einstein’s relation M, =
D4/RT. D, is the diffusion coefficient of A atom, R is the
gas constant and 7 is the absolute temperature, and Dy, and
D¢, given by'®

294 (kJ/mol
Dp.=1.0x 1074 exp(— %) 4)
Dey =2.0 x 1075 exp<— w> (5)

The total free energy of Fe—Cr system can be expressed

2516:29)
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where A(n) is a polynomial function A(n) = n°(6n Sn+ £(c) = yFeG%e +YCrG%r i Glgeci n Gf‘eCr (8)

10), W is the height of the double well potential, «. and «,
are the gradient energy coefficient of c(r,7) and n(r,1),
respectively. If the structural order parameter (1) becomes 0,
then the polynomial function for diffused interface (4(n))
becomes 0, so the contribution of the free energy for the
sigma phase to the bulk driving force becomes 0. On the
other hand, if the structural order parameter (1) becomes 1,
the free energy for sigma phase is dominant the bulk driving
force. We considered the regular solution model and the
two sublattice model to calculate the molar free energies
of BCC phase (f2““(c)) and sigma phase ((c)) in Fe-Cr
binary system.!%!7-30)

FECe) = (1 = 0)GY, + ¢G2. + Liecrc(1 —¢)

where yg, and yc, are the lattice fraction of Fe and Cr
component, Gy and GY7 are the free energies when only
one pure element is included, G%, and GY, are the molar free
energies for pure elemental Fe and Cr, respectively. The Lg.c,
is the interaction parameter between Fe and Cr atoms, G4/
and GEI¢5S are the free energies for ideal mixing and excess

terms, respectively.

2.2 Governing equation applied semi-implicit Fourier
spectral method

To improve the numerical stability, we applied semi-

implicit Fourier spectral method to Cahn Hilliard equation in

eq. (1) and Allen Cahn equation in eq. (2), then rearranged

+ RT(clnc+ (1 —c¢)In(1 —¢) 7 eq. (1) and (2) as?'??
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The eq. (9) and eq. (10) are approximated using the semi-implicit Fourier spectral method as follows:
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where k = (kj,k;) is the reciprocal vector in the Fourier was Af*=0.001 and the simulation cell size was

space. The ¢"(k, r) and the 7"(k, t) are the Fourier transforms
of c¢(r,t) and n(r,7). The S. is the hypothetical mobility
parameter defined as S, = % [max(Mg.c,) + min(Mg.c,)]
where the max(Mp.c,) and the min(Mpg.,) are maximum
and minimum values of Mg.c,.2"

2.3 Computational details

We used dimensionless values to simulate the behavior
of precipitation in Fe-Cr system. The normalized values
are r* =r/l, V*=293/d(r/l), t* = tD/I>, M* = RT*Mp,c,/D,
F5CC () = fBCC(e)/RT*, () = f°(c)/RT*, and & =
k/(RT*I*) with D= D¢, T*=900K, and [=2.856A.
The kinetic coefficient L = 1, the height of the double well
potential W =1, the gradient energy coefficients are k. =
tPLpecy and k,=1. The initial fluctuation for Cr
concentration is range of —0.005~0.005. The time step

1024 Ax* x 1024Ay* (292.45nm x 292.45 nm), wherein the
Ax* = 1.0.

To improve the computational efficiency, we applied
parallelization technique using compute unified device
architecture (CUDA) to conduct the Fourier transform
process and calculation of free energies.'¢2%31)

In the Fig. 1 that phase diagram of Fe—Cr system using
FactSage thermochemical software,’? there are various
phases existing with «, &/, and o phases as the composition
and the temperature.

When conducting the phase-field simulation, we seeded
the structure parameter (1) in a spherical shape with a radius
of 5Ax*, and the number of seeds was 100. Especially, the
initial state of 5 is the same in all cases. It means that
we performed phase-field modeling by changing only the
temperature and the initial Cr concentration.
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Table 1 Five sets of simulation for various composition, existing phases,
and system temperature.

Case Temperature Composition Existing phases
Cl 700K Fe-40Cr a,a

C2 700K Fe-55Cr a,a

C3 1000K Fe-40Cr a,o

Cc4 1000K Fe-45Cr 4

Cs 1000K Fe-55Cr o,a

3. Simulation Results and Discussion

We observed the behavior of microstructural evolution for
a, o' and sigma phases at 700K and 1000 K. To investigate
the phase separation behavior of Fe—Cr system, we performed
five sets of simulations shown in Table 1.

3.1 The phase separation behaviors in Fe-Cr system at
700 K

As shown in Fig. 2, when average Cr concentration was
40 at%, the phase separation occurred through spinodal
decomposition mechanism. Also, during the phase separa-
tion, the average o precipitate size increased due to the
coarsening kinetics. Moreover, the Cr concentration of
precipitate phase and matrix phase were around 90 at% and
10 at%, which are almost same to equilibrium concentration
in phase diagram of Fe—Cr system at 700 K.

The maximum value for structural parameter () is 1 at
initial state. However, it is decreased over time and becomes
zero around £*=7.5 x 10° in Fig. 3. Therefore, only free
energy for BCC phases affects the total free energy in cases
(C1) and (C2), and only « and o' phases exist at 700 K due
to they are stable in Fig. 1.

When average Cr concentration is 55 at%, the average o’
precipitate size increase over time. It is same to when Cr
concentration is 40 at%. However, we observed that more

The phase diagram of Fe—-Cr system using FactSage thermochemical software where temperature range of 500K to 1500 K.

: (

(c) (d)

Fig. 2 When Cr concentration was 40 at%, the morphological variation
for precipitate over time at 700 K: (a) r* = 1.0 x 10%, (b) #* = 1.0 x 10°,
(c) " =5.0 x 10°, (d) r* = 1.0 x 10°.

interconnected microstructure for o precipitate when Cr
concentration is 55 at% in Fig. 4.

We observed the microstructure morphological variation
through the spinodal decomposition and subsequent coarsen-
ing, it is consistent with formal studies.'>!”

3.2 The phase separation behaviors in Fe-Cr system at
1000 K

According to Fig. 1, the Fe—Cr system has two phases at
1000 K, the phases in the area (C3) separated into the o phase
and « phase. Likewise, the phases in the area (C5) separated
into the o phase and o« phase. Our phase field modeling
results in Fig. 5 are consistent with phase diagram of Fe—Cr
system.

At 1000K, the sum of structural parameter increases as
shown in Fig. 6. Also, the n more interconnected over time,
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Fig. 3 The variation for structural parameter (1) over time when Cr
concentration was 40at% at 700K: (a) t*=0, (b) *=2.5 x 103,
(c) *=15.0 x 10%, (d) r* =7.5 x 10°.
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Fig. 4 When Cr concentration was 55at%, the morphological variation
for precipitate over time at 700 K: (a) r* = 1.0 x 10%, (b) £ = 1.0 x 10°,
(c) *=5.0 x 10°, (d) #* = 1.0 x 10°.

and the Cr concentration field follows the structural
parameter.

When average Cr concentration is 55at%, the Cr
concentration separate into 45at% and 70at% at t*=
1.0 x 10° as shown in Fig. 7. Also, the Cr concentration is
70at% when the structural parameter is zero, and the Cr
concentration is 45 at% when structural parameter is 1.

In Fig. 1, when the average Cr concentration is 45 at%,
there is a sigma single phase at 1000 K. Our modeling result
that the phase separation does not occur when the average
Cr concentration is 45 at% (C4), is consistent with the phase
diagram in the Fe—Cr system.

Our simulation results that equilibrium concentration (¢“?),
volume fraction using phase-field simulation (V{™),
theoretical volume fraction using equilibrium concentration
(V_;f"), and percentage error (|(V"™ — V;eq) / V]‘;cq |) are shown
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Fig. 5 When Cr concentration was 40 at%, the morphological variation for
precipitate over time: (a) *= 1.0 x 10% (b) *=1.0 x 10°, (¢) t*' =
5.0 x 103, (d) £ = 1.0 x 10°.

(c) (d)

Fig. 6 The variation for structural parameter () over time when Cr
concentration was 40at% at 1000K: (a) t*=1.0 x 10%, (b) r*=1.0 x
105, () £ =5.0 x 103, (d) r* = 1.0 x 10°.

in Table 2. Due to it reaching the equilibrium state, there
is a difference between V™ and V_;Eq, and the |(V/™™ —
ng"")/ Vfiﬂ'| is less than 5%.

As shown in Fig. 8, there is a range of Cr concentration
where the molar free energy of o phase is lower than the free
energy of o and o phases at 1000 K. Therefore, depending on
the initial Cr concentration, the precipitation for sigma phase
can occur, and our simulation results are consistent with these
thermodynamic results.

4. Conclusion and Future Work

In the Fe-Cr system, we conducted the phase-field
modeling that comprehensively considered spinodal decom-
position and nucleation without prior assumption for the
phase separation mechanism. We observed the four cases of
microstructure of @ and o’ phases, « and o phases, o single
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Fig. 7 When Cr concentration was 55 at%, the morphological variation for
precipitate over time: (a) *= 1.0 x 10% (b) *=1.0 x 10°, (¢) t* =
5.0 x 103, (d) = 1.0 x 10°.

Table 2 The equilibrium concentration (¢*?), volume fraction using phase-
field modeling (VF™), theoretical volume fraction using equilibrium
concentration (V}'M ), and percentage error (\(VfF M _ V;cq )/ Vjﬁeq |)at =
1.0 x 10°.

eq PFM
Case cea yPEM ye Vfc_—Vf
f f yeel
f
Cl 0.182,0.827 0.337 0.330 2.1%
C2 0.172,0.820 0.585 0.583 0.3%
C3 0.250,0.425 0.856 0.839 2.0%
C4 0.498,0.682 0.719 0.691 4.0%
C5 0.45 1.0 1.0 0
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Fig. 8 The molar free energies for BCC phase and Sigma phase at 1000 K.

phase, and o' and o phases based on thermodynamically
determined Cr composition and temperature. The micro-
structure characteristics were evaluated using our phase-field
model, and it was consistent with the phase diagram of Fe—
Cr. However, in this study, we didn’t consider the precipitates

J. Lee and K. Chang

size and the microstructural evolution kinetics for the sigma
phase. Also, elastic effect due to the lattice mismatch between
the three phases (o, o and o) cannot be ignored. So, the
thermodynamic properties of the sigma phase and the elastic
effect between the phases will be studied in the future.
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