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Abstract: The integrity of the final printed components is mostly dictated by the adhesion between
the particles and phases that form upon solidification, which is a major problem in printing metallic
parts using available In-Space Manufacturing (ISM) technologies based on the Fused Deposition
Modeling (FDM) methodology. Understanding the melting/solidification process helps increase
particle adherence and allows to produce components with greater mechanical integrity. We devel-
oped a phase-field model of solidification for binary alloys. The phase-field approach is unique in
capturing the microstructure with computationally tractable costs. The developed phase-field model
of solidification of binary alloys satisfies the stability conditions at all temperatures. The suggested
model is tuned for Ni-Cu alloy feedstocks. We derived the Ginzburg-Landau equations governing
the phase transformation kinetics and solved them analytically for the dilute solution. We calculated
the concentration profile as a function of interface velocity for a one-dimensional steady-state diffuse
interface neglecting elasticity and obtained the partition coefficient, k, as a function of interface
velocity. Numerical simulations for the diluted solution are used to study the interface velocity as
a function of undercooling for the classic sharp interface model, partitionless solidification, and
thin interface.

Keywords: additive manufacturing; phase transformation; diffuse interphase; partitionless solidification

1. Introduction

The further away from Earth, the more difficult it will be to transport all the supplies
and redundant parts the astronauts may require. As a result, a strong ISM capability for
sophisticated and lightweight materials is a must for such missions. NASA has successfully
printed polymer parts on the International Space Station (ISS) using the Fused Deposition
Modeling (FDM) technology. However, metallic component printing techniques for ISM
are still in development [1]. Microgravity ISM cannot be made using typical powder-based
additive manufacturing processes. The FDM process is the most promising technology
for ISM printing of metallic parts. Printing objects with high integrity, which is directly
related to the creation of surface melt for loosely packed metallic powders, is a significant
technological difficulty associated with FDM.

The requirement for new high-fidelity analytical and computational tools to predict the
process-microstructure-property correlation is one of the critical challenges in the reliable
manufacturing of metallic parts utilizing additive manufacturing techniques. The phase-
field approach is a powerful and versatile tool for simulating microstructure evolution
at the mesoscale, and it has recently become a popular method for studying various
microstructure evolutions. Internal variables called order parameters are used to describe
the form and distribution of grains in microstructure. These order parameters remain
constant within the grains. The narrow region, where the order parameters change among
adjacent grains, is known as the interface. The change in order parameters gives the
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time-dependent evolution of the microstructure. Reduction in bulk free energy, interfacial
energy, and elastic energy are some of the driving forces for microstructure evolution.

In the phase-field method framework, generally, two continuum equations, known
as the Cahn-Hilliard nonlinear diffusion equation [2,3] and the Allen-Cahn equation [4],
describe the microstructure evolution. The WBM (Wheeler, Boettinger, and McFadden)
phase-field model has also been introduced, which deals with the isothermal solidification
of a binary alloy. In this model, free energy functional and field equations were developed
for the two types of order parameters, i.e., conserved and nonconserved [5]. The WBM
model considered both local and gradient free energy and was used to study the impact of
solute trapping during rapid solidification [6]. A phase-field model for rapid solidification
of the binary alloys that recovers sharp interface solution has also been developed exhibiting
solute trapping by asymptotic analysis [7], which later was expanded to non-isothermal
solidification of binary alloys [8,9]. Phase-field simulations for dendrite growth coupled
with heat and solute diffusion have been presented for a thin interface [10,11], which is
valid for unequal solutal diffusivities in the solid and liquid.

Hyperspherical phase-field models for rapid solidification neglecting the surface
energy inhomogeneities have recently been developed for diffusionless processes neglecting
elasticity [12], with elasticity [13-15], and with elasticity and surface tension [16] that
satisfy all stability conditions for a three-phase system. Multiphase-field models have been
developed and utilized to study the microstructure of printed Inconel 718 alloy [17] and
solute trapping behavior during rapid solidification [18].

Coupled non-equilibrium phase-field and finite element thermal models are used
to investigate the microstructure evolution during laser powder bed fusion of Ni-Nb
alloy [19]. To predict the solidification structure during the rapid solidification processes,
both interface kinetics and thermal diffusion need to be considered [20]. Finite- [21] and
thin-interface [22] phase-field models have been developed to study highly non-equilibrium
solidification processes and solute trapping during additive manufacturing. A dilute binary
alloy phase-field model [23] has also been developed that maps onto the sharp interface
continuous growth model [24] for various kinetic effects like solute trapping and solute
drag to study the microstructure maps of rapid solidification. The phase-field model was
combined with thermal and solutal diffusion as well as solute trapping effect to predict
the microstructure for rapid solidification of dilute binary alloy. Phase-field models can
also be used to investigate the sensitivity of the final manufactured parts to the variation
in manufacturing conditions [25,26]. Recent progress in the development of phase-field
models capturing the microstructure of printed parts is reviewed in Refs. [27-32].

In this study, we develop a phase-field potential for binary alloys that satisfies the
stability conditions at all temperatures by capitalizing on our models for diffusionless
melting/solidification [12,15,33] and materials growth [34,35]. We analytically solved the
governing equations for dilute solution approximation and calculated interface velocity as
a function of undercooling. We also derived the phase-field model for the thin interface
limit and investigated the solute trapping for different interface velocities. Furthermore, we
studied the effect of diffusivity and nonlocal energy on the equilibrium composition and
the interface velocity. The proposed model, although limited to binary alloys and processes
involving near-equilibrium thermodynamics, such as the fused deposition modeling, pro-
vide the basis for the development of more advanced models taking into account complex
alloys and additive manufacturing processes involving far from equilibrium processes.

2. Phase-Field Model

The phase-field approach can predict the microstructure evolution using a set of
internal conserved and nonconserved field variables, continuous along with the interface.
These variables control the total free energy of the inhomogeneous microstructure system.
To minimize the system’s total energy, following the second law of thermodynamics
and assuming a linear relationship between the rate of change of order parameters and
thermodynamic driving forces, we derive the Ginzburg-Landau (GL) kinetic equations
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governing the evolution of microstructure. The Helmholtz free energy of the system can be
defined as,

A e M)
Here, ¢/ is the local free energy and ¢V is the gradient energy. The local free energy
is expressed as the sum of thermal energy ¢° and the chemical double-well potential

energy 9%,
¥(0,¢,Y) = G+ AGY(0,¢)q(Y, a), )

§9(0,¢,Y) = A%(6,0)4(Y). €)

Here G§, AGY,(6,c) and A%°(6, ¢) are functions of temperature 6 and concentration
¢, the order parameter, Y changed from 0 to 1 from liquid to solid side, G§ is the free
energy of the liquid phase, fX(c.), and AGY(6,c) = f5(cs) — fX(cy) is the free energy
difference between solid and liquid. f(cr)and f°(cs) are the free energy densities of
liquid and solid as functions of composition, and A%0(6, c) is the height of the double-well
potential. (Y, a) and §(Y) are connecting functions,

q(Y,a) =aY? —2(a—2)Y* 4 (a —3)Y*, 4)
q(Y) = Y2(1-Y)", (5)
Here, a is a material free parameter. The mole fraction c is expressed as,

e (e~ )Y, +f, ©

where, c8 and c¢? are the compositions of bulk solid and liquid phases, respectively. From
Equations (2) and (3), local free energy is

¢ =97 +9" = f(c,Y,8) = Gf + AGg (6, ¢)q (Y, a) + A (6, c)i(Y). @)

We consider the first derivative of solid and liquid free energies with respect to their
concentration to be equal, i.e.,

feles(x, 8)] = f&; ler (x, 1)]. ®)

Here, subscripts indicate derivatives. So, fCSS [cs(x,t)] = dfS/dcs and fller(x,1)] =
df" /dcy . Differentiating Equation (8) with respect to cs and rearranging,

e\ flcs)
(acs> = FLic)’ ©

where we used the notations of f&(c) = d*f/dc? and f5,(c) = d?f5/dc2. Differentiating
Equation (6) with respect to cr,, composition of liquid at the interface,

ac dcg
3¢, —a0va) (acL — 1) +1 (10)
Putting values from Equation (9),
ac fE(cr)
— = (Y,a)( £« -1)+1. (11)
ac. T\ fales)

Rearranging Equation (11),

dor fa(cs)
de [1—q(Y,a)lfe(cs) +q(Y,a)fllcr)

(12)
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Similarly, for the solid side,

acs _ feelew)
e 1= g0, a)lfS(cs) + (Y ) fh(er) (1

Here, cg is the composition of solid at the interface. Differentiating Equation (6) with
respectto Y,

aa—; = (cg —cL)q (Y,a). (14)

Now applying chain rule and Putting value from Equations (12) and (14),

dcr _ (c8 —cP)q (Y, a)f(cs)

Y [1—q(Y,a)lfa(ecs) +q(Y,a)fl(cr)’
Similarly, for the solid side,

aﬁ _ (Cs — CL) (Y a)fcc(cL) )

oY [1 - (Yfa)]fcc(CS) + q(Y/a)fcc(CL)

The local free energy is

(15)

(16)

¢ = G + AGE (8, 0)g(Y, a) + A% (6, ) (Y). (17)
Differentiating with respect to Y,

S0
Py = 2 (G8) + (v, @)AGH (0,0) + (Y, a) 0 [8CL (6,6)] + 4%(6, 7 () +4() AL g

Substituting from Equations (15) and (16),

%{AG%O(Q,C)} :%{fs@s)_fL(CL)} :%[ s(CS)] _%{fL(CL)} _ (afs(cs))gr;f (afL( )>%C;

aCS aCL

(0,0 S (8 — o) [k (o) — fi(es)].

_ 9 =
AGgy(6, C)} [1—q(Y,a)]fa(cs) +q(Y,a)fL(cL)

d 0 oft(cr) oc
v (Gben)) = 5y (1) = (G5 ) 5
afL(CL) (CS — CL) (Y a)fcc(CS) .
der [1—q(Y,a)]f&(cs) +q(Y,a)fk(cr)

Now putting the values of -3, [AGY(8,¢)] and % (G§) in Equation (18),

I 9 4 ) (B—cB)g' (va)f2(cs)
¥y =4 (Y a)AGg(0 ) + =t = q(YSanﬁ%(cs>+q<Y,u>fc%(cL)

7 () 2oer) (cL)( cB—cB)[f5(cs)—fLcr)]
+q(Y’”>[ = g(v,a)] 2 (cs)+4(Y.0) Fa(er)

+AS0(9, ) (Y > () 2450 ac
= yly = q'(Y,a) [Acgow 0) + 23l (B — cB)| + 4%0(0,0) (¥)
(V)4 “(c —cf)q'(Y,a)

(19)
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Assuming a second-degree gradient energy term, which is the lowest degree potential
function granting a linear relation between the thermodynamic driving force and VY, we
have [36],

pV =05 (ﬁsovyz) (20)

Here, p*0 is the gradient energy coefficient. Now, differentiating Equation (20) with
respectto Y,

yVy = V. [ﬁSOVY}. (21)
Substituting the value of free energy and gradient energy in Equation (1),
¥ = G§ + G (6,0)(Y,a) + A% (6,)3(Y) +05 (BFVY?), (22)

and differentiating with respect to Y,

L c
Py = q'(Y,a) [AGgO(G,c) o (e (c&- cf)} + AS0(9,0)7 (1)

9A%(6, ) - >
i 9AT0,¢) (B By S0
+q(Y)T(cS —cf )7 (V) + V. [pOVY].
The GL equation becomes
19y oyl 50
Lfyg__WJrv.[ﬁ VY}. (24)

Here, Ly is the kinetic coefficient. For simplicity, we assume A%(9, ¢) to be indepen-
dent of ¢, i.e., ?A°%(6, ¢) /dc = 0. Using Equation (19), we have

IL?; _ —{q/(Y,a) {AGgO(G,C) + af;c(zL)(cg — C][f):| +ASO(6,c),7/<Y)}

+V. [ﬁSOVY]

(25)

Differentiating Equation (17) with respect to c,

¥ = q(Y,a) (;C [AG@O(G,C)D + %(Gg) + ﬁ(Y)%
= ar) [ [ es)] — i [He] | + [ e] +aon P80

(25 (2] (Al L

- () (3 -+ 3] i),

(26)

Substituting values from Equations (12) and (13),

_ ff(e)

oo = dAS(6,c)
aCL

dc

+4(Y) : (27)

L 2 <L
Differentiating Equation (26) with respect to c considering, % o (a) — 9o S {er)

dcr 9 oc?
Lo = fle(er)f& (cs) L d2AS9(9,0)
Ve = Tl es) Fa i) T T (28)
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On the other hand, differentiating i’ with respect to Y,

Lic S0(g
er = [ Mt b S )

(6,

dc

— dz{;(c’“) aCL + 9c) u/( ) (29)
) dASO(Q C) V,(Y).

_ (cs—cL) (Yﬂ)fcc(cs)fcc(CL
[1 Q(Y”)]fCC(CS)JFq(Y”)fCC(CL) dc

The Cahn-Hilliard equation, governing the evolution of conserved variables,

Ct =

v.l?l)(ly)vlplc. (30)

cc

Here, D(Y) is the diffusivity. Substituting the value of ¢ from Equation (26),

o [DY) [fdff(ct) | ., dAS(6,¢)
at_v{ o v{ chL +4(Y) T H (31)

Equations (25) and (31) are the basic equations governing the transformation of binary
alloys. We will consider simplified cases of technological importance in the next four
subsections, i.e., Sections 2.1-2.5, which are included for completeness and can be omitted
if numerical simulations of the model are of interest.

2.1. Dilute Solution Approximation

The dilute solution limit is frequently applicable to engineering problems and to study
the fundamental physical mechanisms governing the phase transformation. Considering a
binary alloy of A and B, the chemical potential of A and B can be approximated as [37],

VA = F‘A + R6In(1 - c); VA = ﬂA + RbIn(1—c);

32
VB = Uy +R61n('y ¢); yB = VB —i—RBZn('y c). (32)

Here, R is the gas constant, and 6 is the temperature of the isothermal system.
95 and ¢! are the activity coefficients of solid and liquid phases, respectively. They are
a measure of how much the thermodynamic characteristics of that mixture deviate from
those of the ideal mixture. At equilibrium conditions, uf; = 5 and pk = u3. Assuming
liquid phase as a standard state,

uok =o0;ugk =0, (33)

and applying this relation of the thermochemical potential at equilibrium concentration,
we can rewrite Equation (32) as,

Ma = MA = W+ ROIn(1 = cf) = % + Roln(1 - c§)
= uos —Rﬂln(l it

5
uk —VB = uyk +R61n(’y ) —yB +R91n(’y %)
= g = Roln (5 )—i—RGln(z)

(34)

Here, c¢f and cg, are the equilibrium concentration of the liquid side and solid side,
respectively. We can set 4L = 75 = 1 as these values do not affect the equilibrium state
and the driving force for the transformation. These relations are used to derive the free
energy density of solid and liquid. We use the following form of the free energy density for
the liquid phase [37],

fL(CL) _ [(17CL)}4%L+CL‘M%L+R9{C‘§li’l(CL)+(17CL)ITZ(17CL)}] ’ (35)
= fL(CL) = %{S[CLZTZCL + (1 — '(’TL)li’l(l — CL)].
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Here, V;, is the molar volume. Differentiating Equation (35) with respect to cy,,

chL(CL):§917’l< L ) (36)

1—c L
Again, differentiating Equation (36) with respect to cy,

R6 1

L
=\ 7
fcc(cL) Vin (1 — CL)CL (37)
The free energy density of the solid phase is [37],
fS(CS) _ [(1—05)}1‘1’45+cS‘u%5+R€{‘c/r5"lncS+(1—cs)ln(1—cs)}]/ (38)
1—c e
= f5(cs) = R—j [(l - cs)ln(%) + CSZ”(%) + cglneg + (1 —cg)In(1 — cs)}.
Differentiating Equation (38) with respect to cg,
R6 c 1—c5 ¢
S S L ‘L
= 71 — .
files) = g2 =t &) )
Again differentiating Equation (40) with respect to cg,
RO 1 1—c§ cf
s L ‘L
= — l - . 4
feeles) Vin (1 —cs)cs n( 1—c§ cg> (40)
Putting the value from Equations (36) and (39) in Equation (8) and reorganizing,
cgeL _ (1—c§)(1—cp) @)

cies  (1—c8)(1—cs)

Now,

L
Gl(cs, cr) = AGgO(Q,c) + dde(LcL)(cls3 — cf) = fLer) — fo(cs) — (cp — cs)fCLL(cL). (42)

Substituting the value from Equations (35), (36) and (38),

_Re, (1—c5)(1—c)
G(cs, cr) = V—mln A=) (i= Cg). (43)

Using Taylor’s expansion and neglecting the higher-order terms,

Gles, er) = wol(cf —c§) — (er —cs)] (44)

m

At limit where all compositions go to zero Equation (41) can be approximated as

c o
L (45)
Cr, Cr
where k¢ is the equilibrium partition coefficient. Substituting cs = k°c; and c¢ = k°c{ in
Equation (44) we can derive,

R6

a Ll
Vin

Vi me®

Glcs, cr) = cf —kbci) — (cp —k°cp)] = (m°ci —m®cy), (46)
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Here, m° is the liquids slope in the phase diagram. For the dilute solution [38],

(K —k) +kin( K e
9—9m—m€cL<1+ () _ i am v, (47)

1—ke ROT—Fke ™

Here, V), is the interface velocity, and k = cg/c;. For equilibrium condition, k¢ = k,
and interface velocity, V;, = 0. 0), is the melting temperature of the pure solvent. So,
Equation (47) reduces to,

0 = 0,, — m°cf. (48)
From Equation (46),
RO1—k°
Now from Equation (25),
19y / 50 o 1 0A%0(6,0) 50
7% —{q' (Y a)Gles, 1) +A%(0,0)7 (Y) } + (V) = + V. [OVY]. (50)

Substituting the value from Equation (49),

1ay__{ v, ROL=K

Lar = N (8 — 8 — mcp) + ASO(G,c)q’(Y)} + V. [[ﬁovy}. (51)

For a dilute solution, the height of double-well potential is constant. Putting the value
of Equations (37) and (40), in Equation (28),

Pe=10 : 52)
T Vi (1—4q(Y,a))(1 —cr)er +q(Y,a)(1 —cs)cs”
So,
RO
H(Y,cs,c1) = Vol =(1—-9q(Y,a))(1—cp)er +4(Y,a)(1 —cs)cs. (53)
Now putting the value of Equations (36) and (53) in Equation (31),
dc L
5% = \Y D(Y)H(Y,CS,CL)Vln<1 — CL)]. (54)

In summary, we derived the kinetic GL equations for the dilute solution approximation,
i.e., Equations (51) and (54), respectively.

2.2. Analytical Solution of Ginzburg-Landau Equation
From Equations (4), (5) and (7) the local free energy is,

¢! = G§+ AGY(6,¢) [aYZ —2(a—2)Y3 + (a— 3)Y4] + AS0(9, ¢) [YZ(l - Y)Z]. (55)

Reorganizing Equation (55), assuming a = 0 and G§ = 0, we have

(56)

e [ —4P>Y2}

where,
12AGY, (6, ¢)

P(6.€) = 5006,

(57)
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Differentiating Equation (56) with respect to Y,

1
%iy = A%(0,0)Y(1 - Y)[2— (4—P)Y]. (58)

Now we calculate the maxima,

TEE = 4%0(6,0); TEN = 24%(6,0)(2 - P);
Yy = (2l = 2E08) _ 442026-P) (59)
4—p’ 73 Y2 3 @4-p® 7

where, ¢ is maximum at Y3. The 1D time-dependent GL equation is,

C) - oy 509%Y
at__)‘ay__A<aY_2ﬁ o | (60)

Here, A > 0 is the kinetic coefficient. Now we rewrite Equation (60) in dimensionless
form. The dimensionless potentials and order parameters are,

g=myp =B - B+ E=ky, (61)

where,

9(4-P) , _3(4-P) 81(4—P)° KB
46-—P) "  46-P) " AS0@9,c)(6—P)t  AS(6,c)

(62)

Here, k can be determined using the condition g—g = 0. Now we define ¢ and ¢p,

g§=C(—1)(E )
& =05(1—+/1—4B), (63)
& =05(1++1—4B).

Introducing new spatial and time variables,

= x = AMO0,c), 2 [AN(O) 6P X, z= /\—kzt (64)
y= /5som - ,BSOB ) ﬁso /4_p ' T~ m
We obtain the dimensionless form of the GL equation,
6 _ (g 0%

We only consider time-independent solution so, % = 0. The resulting equation is
g 0%¢
= =2-—.
o¢ 2 (66)

Equation (66) is the equation of motion of material point with a mass equal to 2 in the
potential field. An energy integral read,

@ = V& 8o, (67)

dy

where, go is an integral constant. At points Z—g = 0, at the center of nucleus g = . So,

. dz\?
8GL=8GL— 8 =88+ dy =2(g— 80)- (68)
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Equation (66) has a periodic solution with n diffuse interfaces. The total energy per
unit area of n diffuse interface is given by,

1 1
e:= /flg’éLdy:Zn/il\/g—godC. (69)

Here, | := A;OSE)%C) L, 2L is the length of a parallelepiped in the x-direction. The
energy e is finite even for an infinite slab. Imposing the boundary conditions at the end of
the slab,

a(-1) _ ) _ 70
dy dy
(=) =g(l) = g- (71)

Using Equations (61) and (67),

g

= . (72)

ne / V(B2 =3+ - g0)
Now we consider g(c0) = g(—o0) = 0, wefindP =0, B =1 ¢ =& =1

g= <§ — %)2 The solution of Equation (15) is [39],
o1

ay) = 2+ (1+e2%)] (73)

-1

- Asos(glc) (x—x0)

Y(x)= [1+e p ] . (74)

The solution is symmetric around x = x,. The interface energy is given by [39],

E= (i) \/ BOyL; (75)

The interface thickness is defined as [39],

A= p\/BO/gL; 2411 < p < 2667, 76)

The relationships for the interface energy and width obtained here are vital for de-
termining the free parameters of the model reproducing these experimentally measurable
quantities.

Considering the free energy of liquid and solid as,

) =y =5(x—7)*+30, (77)

Fes) =y =2(x—3)*+10, (78)

Figure 1 shows the free energy curves of solid and liquid by dotted black and solid red
curves, respectively. TL is the common tangent line. Now let us consider x; = ¢ and xp = cg.
Within the interface region, the composition of free energy density is represented as,

g = f5(es) + [fH(er) = F(es)|ax) + A8, ) (¥). 79

Here,
g(Y) = 4Y3 —3Y44(Y) = Y2(1 - Y)%; ¥ = 7; - CCS . (80)
L —t§
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Total energy, i is represented by the curve TE in Figure 1. The height of the double-
well potential, A50(6, ) is assumed to be constant. As the height goes to zero, the curve
passes through the intersecting point of Equations (77) and (78).

150 T T T
Free energy of liquid
=======+ Free energy of solid
= = Common tangent line (TL)
— -8-= Total energy (TE)
100 - m
=
@
c
)
o
>
2
o)
c
)
[0
o
L
50 - -
-
............ S
- - -
0 | - I I I I | | I
0 1 2 3 4 5 6 7 8 9 10

Concentration
Figure 1. Free energy densities of solid and liquid vs. composition.

2.3. Thin Interface Limit

Equations (25) and (31) for the steady-state 1D problem, neglecting diffusivity in solid
and assuming A%°(6,c) to be constant, for the thin interface limit, where the interface
thickness is small compared to the diffusive boundary layer, become

v aY df-
ST )| acke,0 + L (cr o) |+ a0 ()

Ly dx dCL (81)

+ﬁ50d27Y.

dx?’

L
% _ A [DO) d dfi(e)] )
ox dx| ¢l dx dcp
where, V is the interface velocity. Integrating Equation (82),
L

Ve(r) + 2 4 dflen) _ (83)

Pl dx  dcg,
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A is an integration constant. On the liquid side, Equation (83) gives,

L
D(IY)idf (cp) —A-Ve,
Ylee dx dcp,

[l)p(zcc) Yoo r” d“ = A Vg, (84)

dCL

=A-V
dx ‘L

Similarly, for the solid side, we can derive that,

dCS

Ds(Y) =~

=A-— VCS (85)
Assuming Ds(Y) to be negligible,
A= Ves, (86)

Putting the value of A in Equation (83) and integrating, we get the chemical potential
profile [38],

x 1
fel) = fE(es) =V | By lete) — eslex, )

Here, f2(cs) is the integration constant, representing the chemical potential of the solid
phase. To calculate the chemical potential of liquid, we assume that the thermodynamic
partitioning of concentration at the interface occurs sufficiently over the width of —A <
x < A. Thus, the chemical potential of liquid is

! ,
fhten) = £e9) - [ L et — ] 9)

where c’ls is the composition at the solid side (x = —A). The chemical potential’s profile
across the interface is given by,

e = () v [ ;fé;;) [e(x) — ] dx, (89)

For equilibrium condition,
AG(6,¢) + fE(er) (cf = cF) = AGE (6, ¢%) — (cf — 5L (ev), (90)
Plee = (91)

Now multiplying Equation (81) with % and integrating from —A to A gives,

A 2
f— ( ) dx = IBSO —A ixgﬁzdx
LAY, [8CE 0, ¢) — (ef —cf) fE (e)]) fax O
LA AS0(0,0)f (Y)9X dx.
The first term of the right side of Equation (92),

A d?y dY dy
_gso [ a7Y _ S0
/_/\ dx? dx =F Jo (dx) 0 ©3)



Materials 2023, 16, 383 13 of 25
The middle term of the right side of Equation (92),
A
JEA (0 (0, 0) [5G (6, — (e — ) £ (e0)]) G
= Ji [AG& (0, c) — (cf —c§) fe (cs)]q' (Y, a)dY (94)
O )\' cc ]
— J; (¢§ —¢) [Vf ll’ [c(x) — cg}dx} g (Y,a)dy.
= [0 (Y,) [8GE (6, ) — (cf — e§) £L (c1)]) el
= AGgo(Q c) = (cf - Cls)fc (c5)
= (e ) [V I s [e) — chldx] g (v, a)ay,
The third term of the right side of Equatlon (92),
A dY 0
/ A0, (V) Todx = A%(6,¢) / i (Y)dY = 0. (95)
- 1
Putting these values from Equations (93)—(95) in (92),
% ay j
= (d) = 8G(6,¢5) — (¢ — &) f (<b)
_/O(ce —c&) |V " Ve {c(x) —ci}dx "(Y,a)dY *
1 L S _a D(Y) S q iy, ’
From Equation (14) for equilibrium condition,
dC _ ! Y ~ e e !/ Y 97
gy = (es—cn)q (Y,a) = —(cL —c5)q (Y, a). 97)
So, Equation (96) can be rewritten as,
% ay ;
T (B = sty - o) — e - 05 (4)
(98)
-l-/CLV /)\ Y e [c(x)—ci}dx dc
Cs —A D Y) 5 !
From Equation (96) we can show that,
AG(6,¢%) = (¢ —§)f () =av, (99)
where,
x= i/ dx —i—/ /A Ve {c(x) — ci}dx "(Y,a)dY (100)
Ly A DY) ] e K
From common tangent relation in equilibrium,
fL(Ce) _fS(Ce) AGP (9,0‘3)
fh(ch) = £o.(c§) = Ei — s/ — C{’O_ e (101)
From Equation (99),
(¢ — o) [ £5(c8) = £ (k)| =av. (102)
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From dilute solution approximation,

fE(e5) = £5(c5) = if( - Zi) (103)

From Equations (102) and (103),

(c§ —cf) {59 (1— %)] =aV

= (c§ —c§) (1 - CS) = Vg

:>CL—CS——.CL+cé:V%a
:>cL(1—k")——( —k°) = V%a
o =Y
= 0y —0— mCS—VX’gl"‘mkg
= 0= 0 — mg — V5%
Ci
ezem—mekg—v,a, (104)

where 8 = K’g f‘mke Equation (104) is the relationship in the classical sharp interface model

between the temperature and composition, proving thermodynamic consistency of the
proposed phase-field model.

2.4. Solute Trapping

Solute trapping is known as the dependence of jump in concentration through the
interface on the interface velocity. The chemical potential depends on the position across the
moving interface. The equality of the chemical potential implies that there is no composition
gradient across the interface. Solute trapping occurs when the chemical potential varies
across the moving interface. We considered a steady-state 1D, Equation (82), dilute solution
with constant diffusivity, D;, in both interfacial region and liquid phase and negligible
diffusivity in the solid. We have,

ac d [ D; ddfl(c)
— = . 1
Vax dx [llchc dx dcy, (105)
Here, V is the interface velocity. Integrating Equation (105),
D; d dfl(cy)
— = A.
Ve(x) + Pl dx des (106)
On the solid side of the interface from Equation (86),
A=Vck. (107)
Putting the value of A in Equation (106),
d df*(cr) v i\l
el = ——(c— . 1
dx dcy D, (C CS>1’U c (108)

Now,
d de(CL) dsz(CL) dCL o dCL
a dCL - ch Fm fCC( ) dx (109)
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Substituting the value from Equation (37),

L
ddf(e) RT 1 de (110)
dx dcy Vin (1 —cp)er dx

For dilute alloy, (1 —c;) — 1and (1 —cg) — 1. So, from Equation (110),

L
Adf(e) _ RT 1 deg (111)
dx dcp Vi oL dx
Additionally, from Equation (47),
e
6s(x) _ 6 e, (112)
cr(x)  cf
Substituting this relation in Equation (6),
c(x)=[1—(1—-k%q(Y,a)lcr. (113)
From Equations (27), (37) and (40),
RT 1 1
lPlCC _ (1_CL1)CL (1_CS)CS : , (114)
om [L=a(Y, )l a=ge; + 900 8) =y
which reduces to,
RT
I
Ve = o= - kaae (1)
Putting the values from Equations (111) and (115) in Equation (108),
RT 1dep V ; RT
el o GRtc) e ey w o e o (116)
Putting the value of ¢ from Equation (113) and simplifying Equation (116),
deg V 1% ck
— 4 = = — . 117
ix "D T D - (A= k)(Y,a)] (117
Equation (117) can be rewritten as,
ab (118)

"(x) +ay(x) = —————,
where,a = V/D;, b= ck, c = k* and q(Y,a) = f(x). The general solution of Equation (118)

ax’
abe dx'. (119)

¥ =k e [

Putting the values of 4, b, and c in Equation (119),

1S

x/

<

V i ,D;
cr(x) = ke B + o /1x . l()i'c_seke)q(xl)dx’. (120)
Under the boundary condition ¢, = 3 = ck/k? at x = —A, we have
Cs ~Fwr) Vi —Fx [T T )
cr(x) = e b + Ecge Di /_A = —kﬁ)q(x’)dx‘ (121)
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Substituting in Equation (113),
() = 1= (1 - E)q(v,a)] | Se BN 4 Lo [ ol
c(x) = q(Y,a k‘fe Dicse AT A= )7(0) x'|.

This equation expresses the equilibrium partition coefficient as a function of interface
velocity. Equilibrium partition coefficient k is defined as the ratio of composition of the
solid side to the liquid side of the interface or composition of the solid side of the interface
to the maximum composition across the interface [40]. Equation (122) can be rewritten in
dimensionless form as,

1 ~ =1 x el
&(x) = [1— (1 —k)q(Y,a)] | e P% + PeP(EHD) / dx'|,

e o5 T— (1—k)4(Y) (123)

wherex = x/2Aandc = ¢/ cg. Here, interface Péclet number, P =2AV /D, controls partition
coefficient k. We adopted a = 2.94 and k° = 0.8 with which ¢ changes from 0.05 to 0.95 at
—A<x <A

Figure 2 shows, for small P values, the value of ¢ = cmax/ cg is close to equilibrium.
With increasing P, the height of the concentration profile and thickness of the diffusive
boundary layer decrease around the interface.

11
Q408
1.06
1.04

1.02

Figure 2. Variation of concentration profile for different Péclet numbers P.

Figure 3 shows the variation of partition coefficient, k, as a function of interface Péclet
number P, indicating that the partition coefficient starts from 0.85 and gradually reaches 1
as P increases. From the definition, interface thickness can be defined as,

_ ke+~oP
~ 1+9P

K(P) , (124)

where,
_ 8(1-k)

T 6uc1n(%). (129
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Figure 3. Variation of partition coefficient as a function of P.

Partitionless solidification occurs with complete solute trapping. The interface temper-
ature 6 is below 6, temperature when f°(cs) and f’(c; ) become equal. For dilute solution

we have, ke
méln

1—ke’
where ¢, is the bulk composition. During partitionless solidification, the interface ve-
locity is expressed as (6, —0)/B [41]. For dilute solution 1D phase-field equation from
Equations (44), (46) and (81),

0 < 8y = O + Coo (126)

oY

S =TT ) (o)l AV (0} 4 p5S. 027)

~ I x
Additionally, for partitionless solidification, from Equation (113),

LA k)Y, a)] (128)

With approximation from Equation (112),

/ e(1 _ e\ _ Cw(l_ke) SO SOdY
{q (V) (1= K) (V0 =5 gy AT @I p +5755. (29)
Now,
41 _ (1K)
Ayl (=K = ~¢ (Y0 g~ (130)
Putting the value in Equation (129),
= Ly (1K) + o Tinll — (1 K)g(Y, )] + AT, o) (Y) ﬁSOdY (131)
q (Y, a)cy © 7y q dx2’
Multiplying with aY on both sides and integrate from x = —oco to x = +oco,
2
[T
— () dx
= — [T2q(Y,a)c; (1 — k) Pdx (132)

— [T e in[1 — (1 —k)q(Y, a)Pdez
— 1 A0, 00 (Y) §hdx + [T pOEY Frax.
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Similarly, from Equations (93) and (95),

+oo
/ A5°(9,c)o7'(Y)%dx:o, (133)
and,
oo o d2Y Y
S0 _
[ ax=o. (134)
Now,
oo !/ e aY 1 / e e e e
/ g (Y,a)cs (1 k)a—dx—/ (Y, a)c (1 — k)Y = ¢S (1— k). (135)
—00 O
Additionally,
/+°°c L — (1= k)q(y a)]a—ydx—/lc L = (1= K)q(Y, )]dY = coolnk® (136)
o dY P = ) “ay it = CoolllE

Putting the values,

V Vi aY e
Iy RT ) (E)x) dx = ¢} (1 —k°) + coolnk®, (137)
Therefore, the condition for partitionless solidification is,

¢ (1 —Kk°) + coolnk® > 0. (138)

2.5. Equilibrium and Stability Conditions for the Homogenous Phase
From Equation (19) we get,

L(c 50(p, ¢
Py =g/ [ace.e) + L (e )] + 400,00+ 900270 (o8

o — cf)q’(Y,a). (139)

S0
For simplicity, let us assume A%°(6, ) is constant. So oA age'c) =0.

L
¥y =g (0,0) aGh(6,0) + LD (- ob) |+ a%0.07(r), 0

Differentiating Equation (140) with respect to Y we have,
" a
lyy = q" (Y, a) [AG20(9 c)+ faC(CL> (B — cf)}

+q'(Y,0) 2 [AG" (0,c) + 2L A ew) (cB Cg)} (141)
ASO(G/C) i (Y)

Assuming a = 0, we have,

q(Y) = 4y® —3v4,
q(Y) =12Y? —12Y8, (142)
7' (Y) = 24Y — 36Y2.

We calculate the valuesat Y = 0and Y =1,

(143)
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We also have,
J0) =Y (1 -7,

§(Y) =2Y —6Y2 +4Y3, (144)
§'(Y) =2 —12Y + 12Y2.
We calculate the valuesat Y = 0and Y =1,

jY=0)=0 §(¥=0)=0 §(Y=0=2 (145)
jy=1)=0;, §(¥y=1)=0; J(Yy=1)=2.
From Equation (141),
azlpl
Eves =2A%0(9,¢); (146)
(Y=0)
P’y 50 0 off(c) (B
(Y=1)

Equations (146) and (147) give the value of %z—le atY = 0and Y = 1, respectively. At,
Y =0, for M — S phase transformation,

2.1

1Yy,

Y2 — (148)
AS0 <.

AtY =1, for S — M phase transformation,

2yl .
ar =0

9L (149)
A0 — 6[AGE (6,c) + U3EL (B~ cF)| <.

Now let AG%,(6,¢c) = —ASg (6 — 65°),here ASgy < 0 is the difference in entropy
between the solid and liquid phases. 65 is the thermodynamic equilibrium melting
temperature of the solid. A" = A%0 (6— GCSO), where 650 is the critical temperature where
liquid loses its stability.

2.6. Numerical Simulation

Let us consider a 1D isothermal system with uniform bulk modulus. The system
temperature with undercooling is given. When the system temperature is lower than the
solidus, the system can reach a steady state. The system can also reach a steady state when
a solute sink exists and sweep over all solute influx from its neighbors. The classical sharp
interface model with negligible diffusivity in solid can be described by [40],

Vo =Dio, (150)

V(1-k) = —DL@ (151)
dx’

T =T, —mc — BV, (152)

(&%) = Ceo- (153)
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Here, ¢* is denoted as the distance between the solute sink and the interface. c'is the
concentration at the interface. The exact solution of Equations (150)—(153) is,

Vx ver
(1—k°) (e_DL —e DL )

c(x) = Coo + Coo AN (154)
1—(1—k°) (1 - e_DL>
Then, the interface velocity is determined by,
mCeo
BV =T, —T— (155)

Ve
1(1k‘f)(1e DL)

In Equation (155) {* — oo implies that interface velocity is positive if solidus tempera-
ture Tg,; is greater than temperature T, here Ts, = T, — m°ceo /k® . Additionally, when ¢*
has a finite value, the interface velocity is positive if the liquidus temperature is greater
than the temperature T, here TLiq = T, — m°ce. Again, an exact solution for partitionless
solidification is available. In this case, the interface velocity is given by,

_To—-T

5

Tp is the temperature where the free energies of solid and liquid become equal. For
computational work, we considered a diluted solution. Equations (9), (25) and (31) are
used for our model with g(Y) = 4Y® — 3Y*. The model system was chosen to be Ni-Cu
(0.05 mole fraction alloy). The material parameters used for computation are as follows:
Ds = 1x107%m?/s, D = 1 x107°m?/s, T,y = 17280 K, k¢ = 0.7965, m* = 310.9,
Tso = 1708.5 K, Ty = 17125 K, ¢ = 0.37 J/m?, B = 10 Ks/m, the grid size was Inm
and between the interface the phase field vary from 0.05 to 0.95. From Equations (155),
(152), (104) and (156) putting the value of Ts,; and Equation (126), the relations of interface
velocity is expressed as,

Vv

(156)

BV =Tso — T, (157)
BV = Tey — T + me(ckij - ci), (158)
1 Ink
ﬁV = TSol — T—|— mecoo (ke -+ :like>, (159)
m° ;
BV = Tou — T+ 7 (e = k), (160)

Here, Equation (157) is for analytical solution for classical sharp interface mode.
Equation (158) is the sharp interface model with diffusion in liquid only. Equation (159)
is the analytical solution for partitionless solidification, and Equation (160) is for the thin
interface limit at low Péclet number conditions.

3. Results and Discussion

Figure 4 shows the variation of interface velocity as a function of undercooling Ts,; — T
ignoring the solute sink (¢* — o). The solid straight line shows the analytical solution
of Equation (155). The curved dashed line shows the analytical solution of partitionless
solidification V = (Ty — T)/B. The dotted line and the green line are calculated from the
thin interface limit and sharp interface limit. For a thin interface, limit the interface velocity
marge with an analytical solution as undercooling decreases. At large undercooling, the
sharp interface limit’s interface velocity is close to the analytical solution of partitionless
solidification.
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Figure 4. Variation of interface velocity, calculated at {* — oo as a function of Tgy — T.

Figure 5 shows the variation of interface velocity as a function of the distance between
interface and solute sink , * in liquid neglecting the kinetic coefficient. The system temper-
ature was 1709 K. The curved line shows the analytical solution of Equation (155). The
physical meaning of zero kinetic coefficients in thin interface alloy means a decrease of
solid composition by phase-field alloy or increase of the solid composition by interface
thickness, bringing the solute trapping effect increases the solid composition.

Interface velocity{m/s)

-2 . . . . . . . . .

0 10 20 30 40 50 60 70 80 90 100
£"{in unit of grid size)

Figure 5. Variation of interface velocity calculated neglecting kinetic effect as a function of ¢*.

Figure 6 shows the variation in solid composition along with the interface for Y < 0.5.
The vertical axis represents the relative difference between the measured solid composi-
tion at the interface c and the equilibrium composition ¢, scaled by the equilibrium
composition c¢. Figure 7a show the change in variation of solid composition with a coef-
ficient of phase-field gradient energy, 8°° along with the interface for D* = 1. Figure 7b
shows the change in Y with a coefficient of phase-field gradient energy along with the
interface for D* = 1. We did not detect any difference in Deviation of solid composition
and Y profile for different D* values. From the plot, we can see that as the coefficient
of gradient energy decreases, the phase-field model approaches the sharp interface limit.
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Figure 8a,b show the deviation of solid composition at the interface with diffusivity:
D* = 1,D* = 2and D* = 5 for ‘BSO = 1land [350 = 2, respectively. From the figure, we
can say that diffusivity has no effect on solid composition in the interface region.
—— %Deviation
1.0 7
0.8 \\
0.6 \
§ \
kS \
>
A 04+ \\
& \
A\,
0.2 \\
‘\ﬁ&‘
““‘*uu
0.0 4 ARk b kbbb Aok
0 20 40 60 80 100
Interface position x(nm)
Figure 6. Variation of solid composition along with the interface.
6 BSD=0_5 1.04
BSo=1
0.8+
5
= 0.6
' N
[s]
ES 0.4 4
024
0.0+
2 4 6 8 10 12 14 16 18 0 5 10 15 20
x(nm) x(nm)
Figure 7. Deviation of solid composition (a) and Y profile (b) along the interface for dimensionless
diffusivity D* = 1 for various B°° values.
(a) (b)
4
2.0+ — D=1
3+ o ——D*=2
——p"=
2+ 1.0 4
c
S 1 5 o0s-
i ®
2 &
= 0.0+
g o 5
E £ 054
—24 -1.01
-3 -1.5
- -20+
T v T T v 2 4 6 8 10 12 14 16 18
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x(nm)
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Figure 8. Deviation of solid composition along with the interface with dimensionless diffusivity
D* =1,D* =2, and D* = 5 for (a) 50 = 1; (b) B0 = 2.
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For the validation of our simulation with the analytical result, we use the analytical
solution of GL equation Equation (74) and simulation result of Y with the same material
properties. Figure 9 shows that the analytical solution coincides with the simulation result.
So, the simulation results are in excellent agreement with the analytical solution, indicating
the current implementation of the finite element code.

Analytical Solution
Simulation Result

1.0+

0.8

0.6 4

0.4 +

0.2+

0.0 1

x(nm)

Figure 9. Comparison of numerical result with the analytical result. Our finite element code repro-
duces matches with the analytical solution.

4. Conclusions

We developed a phase-field model for the solidification of binary alloys, which satisfies
the stability conditions at all temperatures. The proposed phase-field potential is composed
of local and gradient energy terms, and we derived the GL equations governing the
solidification kinetics using the second law of thermodynamics followed by the Onsager
assumption. The phase-field model was reformulated for the dilute approximation limit
and solved analytically for the 1D problem. We also demonstrate that the proposed phase-
field model reduced to the sharp-interface solution at the thin interface limit.

We developed the relationship between kinetic coefficient and mobility for thin-
interface limit, neglecting diffusivity in the solid phase. Our results indicate that the
solid composition increases with the effect of finite interface thickness and decreases with
finite phase-field mobility. With a zero kinetic coefficient, both these effects are canceled
out that results in equilibrium at the interface.

Using this model for 1D steady-state dilute solution with negligible diffusivity, we
observed the concentration profile as a function of Péclet number, which is a function of
interface velocity. From the analytical solution, it is concluded that with increasing interface
velocity, the concentration profile decreases. The distribution of the partition coefficient
was also obtained. From the relation between interface velocity and partition coefficient, we
can see that with high interface velocity, the value of partition coefficient goes close to unity
for sharp interface model. For 1D dilute solution, we performed numerical simulations.
From simulation results, we can conclude that the concentration profile’s height is inversely
proportional to the coefficient of gradient energy.
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