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Abstract

The one-dimensional transient solidification of a binary alloy undergoing shrinkage is well-known as an invaluable
benchmark for the testing of numerical codes that model macrosegregation. Here, recent work that considered the
small-time behaviour of this problem is extended until complete solidification, thereby determining the solute pro-
file across the entire solidified domain. The small-time solution is used as the initial condition for the numerical
integration of a problem having three moving boundaries. Of particular significance is the so-called inverse seg-
regation that is observed at the start of solidification, and the extreme segregation that is observed at the end; in
the case of the example presented, which is for the often-cited AlI-Cu system, the macrosegregation is found to be
positive or negative, depending on whether Scheil’s equation or the lever rule is assumed at the microscale, respec-
tively. The relevance of these results for the modelling of steady-state continuous casting processes — in particular,
the phenomenon of centreline segregation — is also discussed.

1. Introduction

The one-dimensional problem for the solidification of a cooling binary alloy melt which simultaneously
undergoes solidification shrinkage is the simplest configuration in which to examine the role of convec-
tion in a binary system; as such, it can be used as a benchmark for testing higher-dimensional numerical
codes. Furthermore, the fact that there is relative motion between solid and liquid phases in the so-called
mushy zone, where the two phases coexist, leads to the possibility of severe macrosegregation [10, 13,
14, 25, 26], i.e. variations in composition that occur in alloy castings or ingots and range in scale from
several millimetres to centimetres or even metres; this is a central problem in industry, since it strongly
influences the further workability of the cast products and their mechanical properties.

The mathematical problem to be solved was recently formulated in [6]; however, only similarity solu-
tions available for short times were computed, although it was suggested that these solutions could be
used as initial conditions for solving the problem for all time, when the problem no longer has a similar-
ity solution. Thus, the purpose of this paper is to tackle the remainder of the problem, and thereby solve
it up to complete solidification; doing so would then yield the macrosegregation profile over the entire
domain. The novelty of the work is that, in so doing, we are able to shed light on earlier experimental
and theoretical results that have been obtained for close variants of this problem [10, 21, 22, 25, 29,
31, 34], in particular as regards the possibility of severe macrosegregation as complete solidification
is approached. Also, the solution to this problem, which is time-dependent in nature, turns out to be
of some relevance to the phenomenon of centreline segregation in steady-state continuous casting pro-
cesses. We will carry out our study using a moving mesh formulation, rather than the more commonly
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Figure 1. Solidification with shrinkage: (a) initial configuration at. t =0; (b) after time t > 0.

used enthalpy method, which employs a fixed mesh. As a consequence, this avoids the need to use arbi-
trary artificial parameters to ensure numerical convergence [2, 5]. Moreover, by tracking the solidus and
liquidus interfaces explicitly, it is hoped to be able to avoid the usual issues of numerical dispersion and
diffusion that are present in the numerically simulated macrosegregation profiles reported in the litera-
ture [15]. In fact, to the best of our knowledge, a moving mesh formulation for this type of problem has
been used only once [29]; however, the mathematical details given were comparatively sparse and there
is considerable doubt about the accuracy of the results exactly in the region of complete solidification.

The layout of the paper is as follows. In Section 2, we re-cap the nondimensionalized governing
equations from [6]. In Section 3, we discuss the numerical implementation of these equations; the results
are presented in Section 4. In Section 5, the results are discussed in the context of earlier attempts to
solve similar problems and their relevance to the modelling of macrosegregation in continuous casting
processes; conclusions are then drawn in Section 6.

2. Mathematical formulation

We consider a transient one-dimensional problem, as shown in Figure 1, in which a region of binary
alloy melt of initial extent /, temperature T,y and composition C, is cooled by a boundary at y = 0 that
is held at temperature T,,. To fix ideas more precisely, we suppose that the alloy in question has a phase
diagram with a eutectic point, with eutectic temperature and concentration 7., and C,,, respectively, as
indeed is the case for many alloys of technological interest. Figure 2 shows the phase diagram for the Al-
Cu system, which was the one implicitly considered by [31] and the one that we will consider here, and
we will also assume that T, < T, which ensures that complete solidification occurs for any choice of
Cy, such that 0 < Cy < C,,,. As indicated in Figure 1, at some time ¢ > 0, the region that initially occupied
0 <y <[ will shrink to occupy 0 <y <y, (), which consists of a solid region occupying 0 <y < y(¢),
a mushy zone occupying y,(f) <y < y,(f) and the melt region occupying y,(f) <y < y,.(¢); the shrinkage
occurs as a result of phase change, as molten melt begins to solidify, with the density of the solid being
greater than that of the molten phase. In addition, it is assumed that the solid is stationary, corresponding
to the case of columnar or consolidated equiaxed dendritic solidification.

We re-cap the model equations briefly here; more complete details, including a discussion of how
the less obvious ones are motivated, are given in [6]. We have

in the solid, the conservation of energy is given by

oT 9T
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Figure 2. Al-rich side of the linearised phase diagram for the Al-Cu system. L denotes liquid phase,
and o and 6 denote two solid phases. The eutectic point in this figure, (Cey, Tow), is at (33.2 Wt% Cu,
821 K).

where T denotes the temperature, and p,, ¢,s and K; the density, specific heat capacity at constant
pressure and thermal conductivity, respectively, of the solid phase, all of which are assumed to be
constant;

in the mush, the total mass balance over solid and liquid phases in the mush, derived from summing
the phase conservation equations as in [8], is given by

a U
(1—R) S5+ 2 =0, 2.2)
dy
with R = p,/p; and U = xv, where p, is the density of the liquid phase, y is the liquid fraction and
v is the liquid phase velocity. The conservation of energy is given by

ad a a
gy (=) (T = Twer)) + Cpl{ — (ox (T = Twer)) + y (0 U(T — Tref))}

0 oT
=—<K > AHf YR 23)
ay ay

where ¢, and K, denote the specific heat capacity at constant pressure and thermal conductivity,
respectively, of the liquid phase, AH; is the latent heat of fusion and K is the mixture thermal
conductivity, given by

K=xK +(1-x) K. (2.4)
Also, T is a reference temperature, to which thermal energies in all phases must refer consistently;

a convenient choice for T, is T;,, the melting point of the solvent element. The equation for the
conservation of solute, taken over solid and liquid phases, is given by

(/JC) 35 (01C1U) 2.5

where the form for the mixture concentration, C , depends on the assumption made regarding solute
transport at the microscale. To take into account all possibilities, we write

1—x
pCsz1C1+ps/ < s
0

with C, and C; as the concentrations of the solute in the liquid and solid phases, respectively, which
are related by

dC, ,
: ) dy’, 2.6)
dy’

Cs = kocl, (27)
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where ky is the partition coefficient. The parameter 8, where 0 < 8 < 1, determines the extent of
solute back diffusion at the microscale; thus, 8 = 1 corresponds to the lever rule, i.e. complete back
diffusion, whereas 8 = 0 corresponds to the Scheil equation, i.e. no back diffusion. Consequently,
equation (2.5) becomes

0 ax d0C,
,015 X C) — kopsC— 97 + pB(1 — X)k0_+ (P1C1U) (2.8)

this is demonstrated in Appendix A. We also have local thermodynamlc equilibrium in the mushy
region, so that, from the liquidus line in the phase diagram,

T=T,—mC, forO<y<l, (2.9)

where m > 0; note here that, in view of the minus sign in equation (2.9). Note also that we have not
mentioned any equation for the conservation of momentum; this was discussed in appendix A in [6]
and reflects the fact that, in this one-dimensional flow, the velocity can be determined ahead of the
pressure.

in the melt, here, the mass balance can be written as just

oU
— =0, (2.10)
dy

which can be thought of as the result of setting x = 1 in equation (2.2). The conservation of energy

is given by

2
"ay 9y?’
also derived considering x =1 in equation (2.3), while neglecting changes in material properties
inside the melt region, whereas the conservation of solute, as in [17], is given by

ad a
P1Cpl (E (T - Tref) + a_y (U(T Trel))) (21 1)

(,Olcl) + (plcl U)= (2.12)

For simplicity, we henceforth set ¢,s = ¢,y and K, = Kl. This is a convenient reduction, since all four
quantities vary with temperature, as well as alloy composition: for example, for Al-3.4 wt% Cu, ther-
mal conductivity decreases by around 30% and specific heat capacity increases by around 60% as the
temperature increases from 300 K to 1073 K [29]. Note also that this will imply that the mixture ther-
mal conductivity is independent of y; however, this is not expected to impact the qualitative features of
the resulting macrosegregation profile at leading order and is indeed a common enough assumption in
models of this type [30—33]. More importantly from the point of view of macrosegregation, however,
we keep p, # p throughout.

2.1. Boundary and interface conditions

2.1.1. Mass
The boundary conditions for U are, at y = y,(?),
U= —R) xys (1) (2.13)
and, at y = y(?)
U=y, (). (2.14)
2.1.2. Heat and solute
Aty =0, we have
T=T,. (2.15)
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On the other hand, at the upper surface of the melt, which would typically be in contact with air [29],
it is reasonable to expect the continuity of heat flux, which will consist of both diffusive and convective
components. Since the temperature and the product of normal component of velocity and material den-
sity will both be continuous across this interface, and since the specific heat capacity of air is similar
to that of the melt, we will have that the convective flux will be continuous to a good approximation;
hence, the diffusive flux is continuous. However, since the thermal conductivity of air is many orders of
magnitude smaller than that of the melt, we will obtain just

oT
— =0 aty=y,(). (2.16)
dy
Note that there is actually no need for a boundary condition on C; at y =1y, (¢), as it is governed by a
first-order hyperbolic partial differential equation (PDE). However, we show in Section 4 that it turns
out that
aC
dy
when there is melt at y = y,(¢); on the other hand, when there is mush, then we also arrive at (2.17), via
(2.9) and (2.16).
Aty =y,(t), we have

=0 (2.17)

[TIT=0 aty=y(), (2.18)
aT 7"t dy,
K— =—pAHix — aty=y/1), (2.19)
ay |_ dt

with [ ]* denoting the difference in the value of that function above and below y = y,(#), noting that the
value of K on the minus side in (2.19) is implicitly taken to be K, and

X = O, T= Tm — mCl, if C] < Ceut ( ) (2 20)
aty=y.(?). .
T = Teut» lf C] == Ceut
Furthermore, we shall henceforth write x; = x |,
Aty =y(f), we have

[T1F =0, (2.21)

T 7"
K—| =0, (2.22)

dy |-

where the value of K on the plus side in (2.22) is implicitly taken to be K, and, analogous to the first
alternative in (2.20),

x=1, T=T,—mC(C. (2.23)
2.2. Initial conditions

Fory > 0,
T =T, (2.24)
C =0, (2.25)

as well as
»(0) =0, (2.26)
¥:(0) =0, (2.27)
Yoo (0) = 1. (2.28)
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Furthermore, these yield a further condition that describes the conservation of solute over the whole
system:

Yoo (1)
/ pCdy = p,Cyl. (2.29)
0

2.3. Nondimensionalized governing equations

In order to nondimensionalize the equations, we set

y t T-T, A U
Y=, 1=—, 6= , U=——,
l [t] Tcast Tw l/ [t]
p C] CS ys )’1 yoo
= —, C:—’ CS:—, YSZ—, Y:-, Yoc:_a 230
@ L1 ] CO C() l ] [ l ( )
where [7] is a time scale, which we shall take as being given by [f] = pic,l*/K). In the solid, where
0<Y=<Y(r),
00 3%0
— = 2.31
ot dY? ( )
In the mush, where Y,(t) <Y < Yi(7),
aU
—(X+(1—X)R)+—=0, (2.32)

Y

30 .00 3% Ry
l— R =+ U~ =—~ - — 2~ 2.33
[x +1—x)R] T+ 37 372 Stac (2.33)

0 ox aC,
— (xC) — koRC,— R(1 — k— — (GU 2.34
T (XC) — kR 4 PR~ ) koo 4 (G) =0, (2.34)
6 =6, —mC, (2.35)
where St = ¢, (T — Ty)/ AH; and
Tm — Tw ~ mC()
Op=——""—"7, Mm=——.
Tcas( - Tw Tcast - Tw
In the melt, where Y(7) <Y < Y (1),
1
— =0, (2.36)
Y

90 L 90 9%
at ay ar¥’

2 (et)

Note, incidentally, that there is no trace of any terms involving the reference temperature in equations
(2.33) and (2.37), as these vanish as a consequence of (2.32) and (2.36) and the fact that we have taken
Cps = Cpl-

The boundary and interfacial conditions are then, at Y =0,

0 =0; (2.39)

(2.37)
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at Y =Y (1),
X :0, 9:9m—r7lcl lfCl <Ceut
s (2.40)
0 = Qeut lf Cl = Ceut
307" Xs
— | ==Z2Y.(v), 2.41
[8Y]_ TR (2.41)
U=(1-R) x.Y(1), (2.42)
where
Teu - Tw Ceu
Oeut = t—a Ceut = : s
Tcasl - Tw CO
with eeul = Gm - ﬂ/lceul; aty = Yl(t)7
0 =06, —mC, (2.43)
207"
— | =0, 2.44
[ay} (244)
x=1 (2.45)
atY =Y. (1),
00 =0 (2.46)
Yy '
As for the initial conditions, we have, for0 < Y <1,
6=1, (2.47)
C=1, (2.48)
as well as
Y1 (0) =0, (2.49)
Y,(0) =0, (2.50)
Y, (0)=1. (2.51)
Also, we have
Yoo(T)
/ oCdY =1. (2.52)
0

2.4. Dimensionless parameters

Before proceeding further, it is worth noting that there are now seven dimensionless parameters left:
ko, m, R, St, B, 0,, and 6,,.. Note also that none of the remaining dimensionless parameters depend on the
initial domain size, /, meaning that the results will not depend on it either. Moreover, using the data in
Table 1 for the same binary alloy as in [6], i.e. Al-5 wt% Cu, we have

m~0.05 R~1.06, St~091, 6,~097, 0.,~0.63.
Since most of these parameters, as well as k, and 8, are all of O(1), there appear to be no meaningful

simplifications to be made; for example, m = 0 is merely the case of pure solvent. We can note, however,

https://doi.org/10.1017/50956792523000050 Published online by Cambridge University Press


https://doi.org/10.1017/S0956792523000050

European Journal of Applied Mathematics 47

Table 1. Parameters for computations for Al-5 wt% Cu

Value Unit
Cpl 1107 Jkg™' K™!
Cn 1107 Tkg' K
Co 5 wt%
Ceut 332 wt%
g 9.81 ms 2
K, 100 Wm!' K!
K, 100 Wm™! K!
ko 0.17 -
l 0.15 m
m 3.37 K/wt%
Tt 943 K
Tt 821 K
T 933 K
T, 621 K
O 2400 kg m~3
Os 2550 kg m~?
AH; 392,000 Tkg™!

that R is typically no greater than around 1.1 even for other alloys, meaning that one might think to treat
(R — 1) as a small parameter and consider a regular perturbation expansion in this parameter. This was
indeed done in [40] for a problem similar to that described in Section 5.2 for the particular case of =1,
albeit with rather minimal advantage, as the algebra soon became rather lengthy; in fact, although it was
not pursued, it would have become even lengthier still for 8 < 1. Observe also that the equations do
become much simpler when R = 1; however, there will be no macrosegregation in this case. Moreover,
once a particular binary alloy with a particular initial composition has been chosen, then T;,, Ty, m, Cy
and k, are prescribed; in addition, if T,, and T, are also given, then 0, 0., m, k, and St will all be
known, leaving just 8 and R as parameters that can be varied. Thus, in what follows, we will focus
primarily on varying these two parameters.

3. Numerical considerations and implementation

A principal difficulty with solving these equations is that there is initially only molten phase; however,
in view of the isothermal boundary condition (2.39), the fully solid and mush regions begin to grow
instantaneously. To account for this, Assunc¢do et al. [6] introduced a triple Landau transformation, and
considered the resulting PDEs in the limit as ¢ — 0. This gave ordinary differential equations (ODEs),
the solution of which yielded initial conditions for the Landau-transformed system of PDEs. A feature
of this system was the presence of a boundary layer of width 7!/? in temperature on the liquid side of
the mush-liquid region for R # 1 in the Landau coordinates, which is precisely the case of interest for
macrosegregation; in addition, note that since it was also found that Y;, ¥, ~ t'/? in the limit as T — 0,
this implies that the aforementioned layer is of width t in physical coordinates.

To continue the computation for T > 0, there are two possibilities, each with its own advantages and
drawbacks. One can continue the integration in the Landau space; however, this means that it would not
be possible to extend the method to two or three dimensions, which is the ultimate goal. The alternative,
and the one we adopt here, is to use the small-time solution obtained from the Landau-based approach
to set an initial condition at T = 7, > 0, where 1, is taken to be arbitrarily small, and to integrate the
equations in the physical space, using a deformed-mesh approach. What we have in mind is the Arbitrary
Lagrangian-Eulerian (ALE) formulation within the finite-element software Comsol Multiphysics, which
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Figure 3. The curves in (B, Cy)-space which determine whether, initially, x,=0 or x,> 0 when
R=1,3 for: (a) AT =1K; (b) AT = 101K. Results obtained using the numerical method in [6].

was used in [37, 38] to solve the problem of solidification of a pure material in the presence of natural
convection in a two-dimensional cavity; although that problem involved only one moving boundary, it
was still demanding in its own right, since the full Navier Stokes equations had to be solved in the liquid
region.

Even so, the situation is, in some ways, more complicated than that in [37, 38]. Here, there are initially
three domains: solid, mush and melt. After some time, only solid and mush is left; after that, only solid is
left. Thus, although we start by solving equations (2.31)—(2.38), subject to (2.39)—(2.52), we transition
to solving (2.31)—(2.35), subject to (2.39)—(2.42) and (2.46), which is when only solid and mush are left.
Once the mush disappears, the macrosegregation profile is determined and there is little point in solving
any further.

One might question why, if one is going to integrate in the physical space, it was necessary to perform
the small-time analysis in the Landau space at all; after all, 7, has to be chosen arbitrarily anyway. The
subtle reason for this is that, for a given set of parameters (8, Cy, R), it is not in general obvious a priori
which of the two choices in (2.40) is the appropriate one at T = 0. When R = 1, however, it is possible
to delineate analytically in (8, Cy)-space which is the appropriate condition; this was given in Figure 4
in [6]. By way of example, Figure 3 shows the curves in (8, Cy)-space which determine whether x, =0
or x,> 0 for R=1 and 3, for two different values of AT: =Ty — Tyq, which is often termed as the
superheat; here, as in earlier work [31], one of the values of R is chosen to be unrealistically high in
order to demonstrate the trend for R > 1. In addition, note that the location of this curve can also be
affected by the other dimensionless parameters in the problem, i.e. m, St, 8,,; however, once a particular
binary alloy has been chosen, this can only mean a dependency on the dimensional parameters T,y and
T,. We also remark that, if R = 1, none of the other parameters can affect the curves in Figure 3, which
are given for this case by

Co = Con (o) T . G.1)

From another point of view, Figure 4 shows x, as a function of 8 for three values of Cy, R=1,3 and
AT =101 K; when R = 1, we have, from [6],

1-Bkg
B 1 Cy \ T
Xs = max (O, —Ts {(Cm> — ,Bko}> . 3.2)

Moreover, it is perfectly possible that, as the integration in T proceeds, the appropriate condition at
Y = Y(7) changes from the first option in (2.40) to the second, i.e. from non-eutectic solidification to
eutectic solidification, although never the other way around.

https://doi.org/10.1017/50956792523000050 Published online by Cambridge University Press


https://doi.org/10.1017/S0956792523000050

European Journal of Applied Mathematics 49
(a) (b)
1 T 1 T
—Cy=5 wt% —Co=5 wt%
—-=-Cop=15 wt% --=-Co=15 wt%
0.8r - Co=25 wt%| T 0.8r ——-Cp=25 wt%| T
0.6 0.6
Xs Xs
0.4 0.4F
0.2 0.2+
N e S L
0 0.2 0.4 0.6 0.8 0 0.2 0.4 0.6 0.8
B B

Figure 4. x, at t =0 as a function of B for three values of Cy: (a) R=1; (b) R = 3. Results obtained

using the numerical method in [6].
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Figure 5. Y,, Y, and Y., as functions of T for R=1 and: (a) B =0, (b) = 1.

Details of the numerical implementation, as well as code verification tests, are documented in
Appendix B. Here, instead, we proceed to the results concerning solidification and macrosegregation
profiles.

4. Results

Here, we focus on results obtained using the data in Table 1. Figure 5 shows Y, Y} and Y, as functions of
T for R=1and B8 =0, 1; this gives upper and lower bounds, with respect to 8, on Y, and Y for the case
when there is no solidification shrinkage. Figure 6 shows the corresponding solutions when R =1.3; this
was the unrealistically high value chosen in earlier work [6, 31], with a view to highlighting the effect
of solidification shrinkage. In both cases, the computation is stopped when complete solidification is
reached, at which point ¥; = Y, = 1/R. From these, we can note that our numerical method is adequately
able to capture the fact that, first, the melt-only region disappears, i.e when Y; = Y, and also when the
mush region disappears, i.e. when Y, =Y.

Of primary metallurgical interest is the final solute profile after complete solidification, which we
will denote by C,,i; using (2.6), this is extracted from the computations by calculating C,,;4, Where

- dc,
RcsolidZXsCl|Y=YS +R/ (Cb"f‘ﬂ)(/dx,) dX,’ (41)
0
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Figure 7. Cgq as a function of Y for R=1,1.1,1.2,1.3 and: (a) $ =0, (b) B = 1.

with Cygiq = CoCoonia- Figure 7 shows plots of Cyyq as a function of Y for =0 and 1, with R=
1,1.1,1.2, 1.3. These display a number of salient features. First of all, as expected, the profiles become
less uniform as R is increased. Moreover, the plots show the well-known phenomenon of inverse
macrosegregation, whereby the solute concentration is higher at the cooling surface at Y = 0. However,
it is perhaps surprising to see that the macrosegregation level remains fairly constant for a sizeable inter-
val in Y; moreover, this interval corresponds to the time during which there is still a melt-only region,
i.e. Y] < Y, as verified by cross-checking this figure against Figure 6. This is done in Figure 8, although
it is evident that the trend is much more distinct for the case when 8 = 0. A likely factor in this is that C,
in the melt-only region retains its initial value until this point in time, as is readily demonstrated using
the method of characteristics, as follows. From (2.36) and (2.38), we obtain, for ¥,(t) < Y < Y. (1),

3(:'1 A 3(31

Py +U8Y =0, 4.2)
with U = U(z). Thence, G, = C/(Y — fOT U(t)dr); applying equation (2.48) then gives C; = 1, and hence
C, = Cy, as claimed. In turn, this gives equation (2.17). This will mean that C, = C, on all characteristics
that enter the mush, which makes it more likely that the values of C; at Y = Y,(t) will coincide with
each other; this will mean that the values of C,;4 also coincide with each other. Of course, this is not
completely guaranteed, since the value of C, at ¥ =Y, (7) is determined by the solution to equation
(2.34), with x and U both varying on different characteristics. This line of argument is summarised in
Figure 9.
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Figure 9. Qualitative sketch of the characteristics (dashed curves) for equations (2.34) and (2.38).

Moreover, the more or less constant value for C;q suggests that the similarity solution given in [31]
would give an accurate value for the macrosegregation level until this point. However, we should note
that for 8 = 0 and for higher values of R, if anything, the value of C4 actually increases slightly from its
value at Y = 0. This is also seen in Figures B2 and B3; thereafter, C;,;;q decreases. However, what happens
after that depends on the value of 8: for 8 = 1, we have negative segregation as complete solidification
is approached, i.e. Cyq is locally less than the initial composition, Cy, but the profile for C,,;4 starts
to increase again for B =0, leading to positive segregation, i.e. Csq > Cy. The differing trends may
be considered reasonable on physical grounds. 8 =1 corresponds to the assumption of rapid solute
diffusion in the solid at the microscale, and this has resulted in solute depletion as full solidification is
reached; hence, C,,;q decreases to ensure global solute conservation. On other hand, 8 = 0 corresponds
to the assumption of zero solute diffusion in the solid at the microscale; this results in the build-up
of solute in the remaining mush, which manifests itself in the increase in Cy,;q as full solidification is
approached.

Finally, we comment that, although the Al-Cu system is often modelled with the Scheil equation at
the microscale, i.e. B =0, it is nevertheless instructive to produce results with the lever rule, i.e. 8 =1,
in order to see what effect this assumption has on the solution. Moreover, the parameter 8 is merely
a way to parametrise microsegregation, with 0 and 1 being the extreme values. Since the appropriate
value of B for any given binary alloy system is not actually known, results for the extreme values of

can serve to provide bounds on what may happen in reality; however, additional results for intermediate
values of B are given in Appendix C.

https://doi.org/10.1017/50956792523000050 Published online by Cambridge University Press


https://doi.org/10.1017/S0956792523000050

52 M. Assungdo and M. Vynnycky

4
g
2
=]
s *+ experiment
© 3r simulation .
- - -initial
2.5 * * * *
0 0.2 0.4 0.6 0.8 1
Y

Figure 10. Experimental points and simulated profile of copper concentration in an Al-3.4 wt % Cu
ingot, as measured and computed in [29], from which the figure has been adapted.

5. Discussion

We now discuss the above results in two contexts: earlier attempts to consider this problem; relevance
for the modelling of macrosegregation in continuous casting.

5.1. Earlier results on inverse segregation

Inverse segregation induced by solidification shrinkage has previously been considered both theoreti-
cally and experimentally on a number of occasions [10, 21, 22, 25, 29, 31, 34], although not always
resulting in a self-consistent macrosegregation profile over the entire solidified sample, in the sense of
solute conservation. One of the exceptions is [29], wherein the solidification of an Al-3.4 wt% Cu ingot,
for which R = 1.07 and 8 = 0, was considered theoretically and experimentally, although comparatively
few mathematical details were given; the results were recently re-capped by Dantzig and Rappaz [12, p.
582] and are, for convenience, shown in Figure 10. However, we have not attempted to reproduce these
results with our method, for a number of reasons. First of all, the effect of microporosity was consid-
ered simultaneously with solidification shrinkage, whereas we have only focused on the effect of the
latter. More significantly, however, the situation considered was not that for isothermal cooling, which
is in practice difficult to achieve experimentally anyway, but where the cooling boundary condition that
would replace (2.15) would be rather on the heat flux, —k07/dy. This change would lead to qualita-
tively different behaviour for y;, y, and y,,, as compared to that shown in Figure 6; the new behaviour is
depicted in Figure 11. This time, the mushy zone will not start to form instantaneously, but only after a
delay time, during which the temperature at y = 0 decreases to T,,, — mCy; prior to this time, there cannot
be any solidification shrinkage, meaning that Y, does not decrease from its original value, if the cooling
shrinkage is negligible. In fact, the numerical method presented here would not be able to capture this
short-time evolution, as it has been developed for the case when solid and mush form instantaneously,
and an alternative small-time asymptotic solution would be required. Next, after the temperature aty =0
has decreased to T, — mC,, there will be a mushy zone and a melt-only region, until the temperature at
y =0 is low enough for only solid to form there; at this stage, the temperature there may either be T,
or a higher temperature that lies on the solidus line in Figure 2. In view of these differences, note that a
plot corresponding to Figure 7 would be generated from results obtained only after solid starts to form
at y=0, and we now proceed to a detailed discussion of this.

Earlier work by Flemings and Nereo [18, Figure 6, p. 1455] suggested that the profile for C;,;; would
consist of a central plateau at which Cy,;,q = Cy, surrounded by a region of inverse segregation near
Y =0, where C,,;,s > Cy, and a region of negative segregation where Cy,;q < Cy, corresponding to the
last part of the sample to solidify. Dantzig and Rappaz [12, p. 582] comment that the plateau obtained,
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Figure 11. Qualitative schematic for Y\, Y, and Y, as functions of t when a heat flux condition is
applied at the cooling boundary.

both experimentally and theoretically, by Rousset et al. [29] is slightly higher than that of the nominal
composition, as seen in Figure 10; note, however, that the curve for initial composition was plotted in
[12, 29] as being much higher than the actual value of 3.4 wt% Cu, and we have therefore corrected
this in Figure 10. Of relevance to this discussion are also the results of Voller [31], mentioned earlier,
which were for a semi-infinite sample, but which qualitatively agree better with our own findings, at
least as far as the region near Y =0 is concerned, in that the plateau is considerably higher than the
nominal composition, Cy. Moreover, as regards the last part to solidify, Rousset et al. [29] find that
the theoretically obtained profile for Ci,;; decreases rapidly, whereas the experimental results show a
decrease, followed by an increase; this resembles the results that we have obtained for a variety of values
of R for 8 =1, but not for B = 0, although we should once again emphasise that our computations were
for a different cooling boundary condition at ¥ = 0. Moreover, we point out that we have been very
thorough in verifying our numerical method, as seen in Appendix B.

To summarise the discussion, we show in Figure 12, in as far as it is possible, a qualitative schematic
of how we expect the profiles for Cy;4 to differ when fixed-temperature and fixed-flux conditions are
used; plot (a) is for when 8 is close to zero, where plot (b) is for when g is close to 1. Needless to say,
these plots would vary depending on the numerical values of the model parameters, but it is nevertheless
possible to make some quite definitive qualitative predictions and observations:

1. In both cases, Ciq > Cy at Y =0, since inverse segregation occurs regardless of the thermal
boundary condition.

2. In the region immediately adjacent to ¥ =0, C,,;q Will be more or less constant for the fixed-
temperature condition, but will decrease from its value at ¥ = O for the fixed-flux case.

3. AsY increases further, C,,;q Will decrease from its more or less constant value in the case of the fixed-
temperature condition. For the fixed-flux condition, C,,;q may either plateau out or still continue to
decrease.

4. Thereafter, it becomes harder to draw conclusions. In both cases, solute must be conserved. For
the fixed-temperature condition, Cj,;q has hitherto had a value greater than C,, which means that it
has to decrease below this value; this is seen in both plots in Figure 7, although the values of Cq
become so low for 8 = 0 that the profile has to compensate so that C,,;,y > Cy near ¥ = 1/R in order
to achieve solute conservation, all the more so for higher values of R. For the fixed-flux condition,
one would not expect as dramatic a difference in the behaviour of C,;y near Y = 1/R for different
values of B, since Cyyq has not strayed from C, for as large an interval in Y as was the case for
the fixed-temperature condition. Note, for example, that there is negative segregation near ¥ = 1/R
even for 8 =0 in Figure 10, which is a fixed-flux case, whereas we obtained this kind of negative
segregation for a fixed-temperature case for 8 = 1.
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Figure 12. Qualitative schematic for Cyyq as a function of Y when fixed-temperature and fixed-flux
boundary conditions are used, with: (a) B = 0; (b) B = 1. Note that C,,;; at Y = 0 is intentionally greater
in (b). Moreover, C,,;;; at Y = 0 need not in practice be the same for the two types of cooling conditions.

5.2. Relevance to continuous casting

An important question is whether this model can be used to predict what happens as regards centreline
segregation in steady-state continuous casting processes, in particular those for steel [20, 28]; this is
a severe form of positive segregation near the axis of symmetry of the solidified casting. A simplified
schematic for the continuous casting process is given in Figure 13. Typically, molten steel enters a cool-
ing mould region of width 2W at z =0, solidifies and is withdrawn with a constant casting speed V.
Whereas W is of order of tens of centimetres, the distance from the top of the cooling mould to the end of
solidification at the centreline can be as great as 20 m; consequently, the geometry for continuous cast-
ing can be considered as slender. One reason to suppose that the two situations might be related is that,
because the geometry for continuous casting is slender, the governing equations for a two-dimensional
(2D) steady-state model for the process have a great number of similarities with those analysed in this
paper [39, 40]; in particular, the coordinate in the casting direction, z, acts as a time-like variable via the
relation z = V. Furthermore, the fact that y = W is an axis of symmetry means that only the left-half
of the geometry need be considered and that the boundary conditions there for 7" and C; will be the same
as those given in (2.16) and (2.17), respectively. Moreover, the region near the centreline in continuous
casting is always the last to solidify and, as seen from Figure 7, the region that solidifies last tends to
undergo the greatest changes in solute concentration. Indeed, the analogy between the two situations is
appropriate, but only as regards the equation for the conservation of heat, (2.3), and when R = 1. On the
other hand, there are significant differences:

« the extent of the spatial domain in y is fixed in the 2D model for continuous casting;

« in the latter, there are two components of velocity, i.e. in the y- and z-directions, whereas there is
only one component in the one-dimensional (1D) model;

» Darcy’s law for flow in the mushy zone is a key part of the 2D continuous casting problem, and the
pressure cannot be solved for a posteriori. In particular, this means that the expression used for the
mush permeability will affect the solution, and hence the macrosegregation, which was not the case
for the time-dependent 1D model.
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Figure 13. A schematic of a continuous casting process for an alloy.

6. Conclusions

In this paper, we have extended our earlier work for the one-dimensional solidification of a binary alloy
undergoing shrinkage [6]. Whereas the earlier work considered the small-time similarity solution to
this problem, here we have used that solution as the initial condition for the full problem, which we
compute numerically until complete solidification. This starts as a triple moving-boundary problem,
which turns into a dual moving-boundary problem when the melt-only phase depletes. Of particular
interest is the final macrosegregation profile that is obtained. Near the cooled surface, there is an ele-
vated solute concentration, corresponding to the expected phenomenon of inverse macrosegregation.
Thereafter, this elevated level is maintained until the melt-only phase depletes; thereafter, the solute
concentration decreases appreciably, resulting in a region of negative segregation, i.e. where the local
concentration is lower than the starting concentration, C,. What happens after that depends on the value
of the microsegregation parameter, 8: greater values of 8, with 8 =1 corresponding to the lever rule,
result in continued negative segregation, whereas lower values of 8, with 8 =0 corresponding to the
Scheil equation, result in positive segregation, i.e. the local concentration is higher than C, as complete
solidification is approached, particularly for higher values of the shrinkage parameter, R.

The formulation presented in this paper can serve as a starting point for extension in several directions.
Perhaps the most obvious would be the implementation of a convective (Robin) boundary condition for
the temperature, instead of the Dirichlet condition used in equation (2.15), as this is more likely the case
in practice. Furthermore, our formulation can be useful in informing on the development of a model
for macrosegregation in continuous casting processes. Also of significance is that our approach gives
a framework for studying macrosegregation in ingot casting using a moving mesh formulation, rather
than the more commonly used enthalpy method. As a consequence, this avoids the need to use arbitrary
artificial parameters to ensure numerical convergence [2, 5]; indeed, the only arbitrary parameter that
we have had to introduce was 1, which is related to the time after the start of solidification.

Another direction for future work would be to use the current formulation to shed further light on
the formation of channel segregates in casting processes, i.e. freckles, A-segregates, V-segregates [41];
whereas the first two are believed to form as a consequence of the enrichment of the interdendritic melt
with light solute elements, leading to a decrease in the local melt density and the onset of thermosolutal
convection [7], a mechanism for the third has still to be determined. Although the formation of chan-
nel segregates is a comparatively old problem [3, 16, 19, 24, 43], there is still considerable doubt as to
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whether existing numerical simulations are able to compute them correctly [35, 36], as regards mesh
independence; this refers primarily to their width, their length and the spacing between them. In par-
ticular, the approach adopted here could elucidate when and exactly where in the mushy zone they are
initiated; a precursor to this is believed to be when remelting first occurs, i.e. where d x /9t > 0 locally.
Although solidification shrinkage is not responsible for this, it may nevertheless act to moderate it, by
delaying the onset of thermosolutal convection, if not preventing it completely [27].
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Appendix A: derivation of equation (2.8)

First, note that the two extremes for solute transport at the microscale are the lever rule and the Scheil
equation [30, 34], where

ps(1 — x) C,, lever rule

pC=xpC + (A1)

Ps OH( Cdy’, Scheil equation’

with C; and C; as the concentrations of the solute in the liquid and solid phases, respectively, which are
related by

C = ko G, (A2)

where k, is the partition coefficient; moreover, the lever rule assumes thermodynamic equilibrium
between the phases, whereas the Scheil equation assumes no solute diffusion in the solid and perfect mix-
ing in the liquid [1]. For the purposes of generalisation, it is possible to introduce a parameter 8, where
0 < B < 1,that allows for a back-diffusion treatment, i.e. partial solute diffusion into the solid, that lies
between the limits of zero back diffusion (8 =0, the Scheil assumption) and complete back diffusion
(B =1, the lever rule); as indicated in [30], this treatment of back diffusion is equivalent to using the
Clyne and Kurz correction [11] of the well-known back diffusion model of Brody and Flemings [9].
Following [30] in first setting

=3¢, G
dx' =B — x) kg—, A3
/0 a7 X B — x) ko ™ (A3)

wherein equation (A2) has been used to eliminate C;, equation (2.5) becomes (2.8); furthermore, we
note that (A1) can now be generalised for 0 < 8 < 1 to equation (2.6).
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Appendix B: code verification

Equations (2.31)—(2.38), subject to (2.39)—(2.52), were solved using the transient solver in the finite
element-based software, Comsol Multiphysics, which has the inbuilt infrastructure to cope with this
system of parabolic and hyperbolic PDEs. Quadratic Lagrangian elements were used to discretize the
domain, in combination with the software’s deformed mesh mode, whereby an arbitrary Lagrangian—
Eulerian (ALE) formulation is employed in order to solve free or moving boundary problems. As
explained in Section 3, different equations are solved at different times of the computation, and the
calculation is stopped when the mush disappears, as the final macrosegregation profile is known by that
stage. Numerically, this evolution means that mesh-folding occurs, as first the melt region disappears,
and then later so does the mush. Denoting the syntax of the software with typewriter font below, the
specification of these models requires the use of customised equations, available through three General
Form PDE interfaces, to solve the second-order PDEs (2.31), (2.33) and (2.37), and 5 Weak Form PDE
interfaces, to solve first-order PDEs and algebraic equations (2.32), (2.34)—(2.36) and (2.38). In addition,
two Global ODEs and DAEs interfaces, where DAE denotes differential-algebraic equation, are used to
determine the time-dependent position of interfaces ¥ = Y;(r) and Y = Y (7), by solving equations (2.41)
and (2.44). Note also that Y, (7) is determined indirectly from (2.14), which gives Y.o(7). The remaining
initial, boundary and interfacial conditions are passed directly through the three General Form PDE
interfaces. As regards the geometry deformation caused by the moving boundaries at Y = Y,(7), Yi(7)
and Y., (), this is handled using a Moving Mesh interface. For this, Comsol Multiphysics offers the
options of Laplace smoothing or Winslow smoothing [42]; however, it is well-established that the latter
is more effective [23], and that was our experience also, in the sense that solutions could be obtained
until the melt and mush regions were practically extinct, as seen from the results in Figures 5-7.
For all cases, the same convergence criterion at each time step was used, namely,

1

1 Naot |E,| 2\ 2
Z — <1, (B1)
Noot “= \A+RI|U||

where E; is the solver’s estimate of the absolute error in the latest approximation to the i component of

the scaled solution vector, U;, at each time step, A is the absolute tolerance, R is the relative tolerance and

Nyor is the number of degrees of freedom (DOF); for simplicity, we take /R = A, and denote this common

value by ¢. Note also that N is related to the number of elements, N, that are used to discretize the

computational domain for values of time when solid, mush and melt are all present; thus, in the course

of a computation, the values of N and Ny, decrease, as first the melt and then the mush disappear.
Before performing batch runs, there were a number of issues to resolve:

what values of 7, are permissible?
how many elements are required for mesh-independent results?

what values of & should be used?

Ll

how well is solute conserved in the final macrosegregation profile?

To some extent, the issues are interlinked, but as a starting point for numerical experiments, we began
with

7, =107, N=100, &=1072,

which is a combination that gives least accuracy, but also requires least computing time; this value of N
corresponds to Ny = 1511.

We start by considering the effect of 7,. Since Y, Y, ~ t'/? for small 7, it is clear that even if we
take 7, = 107 « 1, then of the order of 10%, or much more if R > 1, of the macrosegregation profile
will be poorly computed. Figure B1 shows Y, and Y as functions of t for different values of t,; these
results were obtained for 8 =0 and R = 1.3, with ¢ = 1072, Moreover, although Figure B1 may suggest
that the choice of 7, does not particularly affect the profiles of ¥} and Y, it is nevertheless advisable to
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Figure B1. Y, and Y, as functions of t for R=13,8=0,& =10"2, N =100 for 7, = 1074,1073,1072:
(a) Y (D) Y.
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Figure B2. C,,q as a function of Y for five different meshes, with R=1.3,8=0,1,=10"* ¢ =107,

use the lowest value possible of t,, in view of the need to compute Cy,;4 correctly; thus, all subsequent
computations were carried out with 7, = 107*.

Moving onto the issue of mesh independence, Figure B2 shows Cy,;4 as a function of Y for 8 =0
and R = 1.3, and five different meshes; for these runs, t, = 10™*, ¢ = 1073. At this lower value of ¢, the
profiles appear to be more or less on top of each other, indicating that N = 100 is large enough.

Figure B3 shows C;.;4 as a function of Y for § =0 and R = 1.3, and three different values of ¢; for
these runs, 7, = 10~* and N = 1600, which corresponds to Ny,; = 2401 1. Here also, the profiles are more
or less on top of each other, indicating that ¢ = 102 is small enough, albeit at such elevated values for
N; however, lower values N did not lead to such good agreement.

Lastly, we consider how well solute is conserved numerically by the end of the computation.
Defining

Y
Clotal(Y) = R_l / CsoliddY/a (BZ)
0
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Figure B4. C,, as a function of Y for 1y =10"*,N =100, =102, with R=1.3, 8 =0.

we note that we should expect from (2.52) that C,iy(R™") = C,. Figure B4 shows C,, for different values
of R, using 7o = 107, N = 100, ¢ = 107%; C,is has been calculated using (4.1). From Figure B4, we thus
find that solute is conserved adequately enough, even though the values of N and ¢ are relatively small
and large, respectively; we surmise that this is because C,y is a global quantity, and would therefore not
be as subject to local discrepancies as Cyjiq-

Lastly, we note that computations for which 7, = 107*, N = 100, ¢ = 1072 were found to require less
than 300 s on a laptop with an Intel Core i7-9750HQ CPU 2.60 GHz processor and 16 GB RAM. More
details are given in [4].
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Appendix C: results for intermediate values of 8

To complement the results of Figure 7, which were for 8 =0 and 1, Figure C1 shows Cj, as a function
of YforR=1, 1.1, 1.2, 1.3 for the intermediate value of 8 = 1/2. Over the two figures, it is evident how,
as the value of S is increases, the value of Cy;4 in the plateau region extending from Y = 0 decreases; in
addition, the profiles transition from displaying negative segregation in the interior and positive segre-
gation at far right towards just negative segregation at far right. These trends persist for all three values
of R > 1. Note, however, that the degree of positive segregation at far right is higher for g = 1/2 than for
B = 0; one might have expected it to have been lower in the transition towards negative segregation for
B = 1. The explanation for this seems to come from the fact that the negative segregation in the central
portion, in relation to the positive (inverse) segregation near Y = 0, is much greater for § = 1/2 than
for g = 0; thus, a greater positive segregation is necessary at far right in order to ensure global solute
conservation.

5-6 T T T | T
54 | .
N
S I A
E 5 ?'\\ [
FEER) T 4
z AR i
3 R Y 4
- 48 | A \ L e :
——R=10 A\ S S
——-R=1.1 "-.‘.-\h\_\‘, S
46 |- R=12 AN I
---------- R=13
4.4 1 1 1 1
0 0.2 0.4 0.6 0.8 1
Y

Figure C1. Cgq as a function of Y for R=1,1.1,1.2,1.3 and B =1/2.
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