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Summary. Our objective is to describe solidification phenomena in alloy systems. In the
classical approach, balance equations in the phases are coupled to conditions on the phase
boundaries which are modelled as moving hypersurfaces. The Gibbs-Thomson condition
ensures that the evolution is consistent with thermodynamics. We present a derivation
of that condition by defining the motion via a localized gradient flow of the entropy.
Another general framework for modelling solidification of alloys with multiple phases and
components is based on the phase field approach. The phase boundary motion is then given
by a system of Allen-Cahn type equations for order parameters. In the sharp interface limit,
i.e., if the smallest length scale § related to the thickness of the diffuse phase boundaries
converges to zero, a model with moving boundaries is recovered. In the case of two phases
it can even be shown that the approximation of the sharp interface model by the phase field
model is of second order in §. Nowadays it is not possible to simulate the microstructure
evolution in a whole workpiece. We present a two-scale model derived by homogenization
methods including a mathematical justification by an estimate of the model error.

1 Introduction

Solidification of alloys based on iron, aluminum, copper, zinc, nickel, and other ma-
terials which are of importance in industrial applications involves the occurrence of
structures on an intermediate length scale of some um between the atomic scale of
the crystal lattice and the typical size of the workpiece. This so-called microstruc-
ture consists of regions (in the following labelled phases) differing in the crystalline
structure, in the composition or only in the orientation of the crystal lattice, and
it is responsible for a broad range of material properties and, hence, for the quality
and durability of the material.

Being a result of the solidification process the microstructure is not in thermody-
namic equilibrium. Its formation is classically modelled using moving hypersurfaces
for the phase boundaries. The Gibbs-Thomson condition couples the form and the
motion of the interface to its surface energy and to the local thermodynamic poten-
tials of the adjacent phases. In addition, balance equations for the internal energy
and the concentrations of the components have to be taken into account. This
leads to diffusion equations in the phases and jump conditions on the moving phase
boundaries.

In the last years, the phase field approach has emerged as a powerful tool to
simulate microstructure formation. Phase field variables are introduced standing
for the presence of related phases. Instead of jumping across the phase boundaries,
the phase field variables and all the thermodynamic quantities change smoothly but
rapidly within a narrow transition layer. It scales with a new length scale § smaller
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than the typical scale of the microstructure to be described. This leads to the notion
of a diffuse interface in contrast to the sharp interface model with the moving phase
boundaries. The Gibbs-Thomson condition is replaced by a diffuse version which
can be viewed as a gradient flow of an appropriate Ginzburg-Landau energy. The
balance equations for the conserved quantities are reformulated in terms of the new
variables where the jump conditions enter in a natural way. As a main advantage,
numerically simulating microstructure formation is restricted to solving a system
of parabolic differential equations, and explicit tracking of the phase boundaries in
the sharp interface model is avoided.

The limit of vanishing diffuse interface thickness, i.e., the limit as § \, 0, is of
particular interest. The first question is whether a related sharp interface model is
obtained in the following sense: given solutions to the diffuse interface model for
every 4, is there a limit of the solutions, and which equations do the limiting fields
fulfill? This question is related to the calibrations problem when quantitatively in-
vestigating a certain alloy. Usually, material parameters such as latent heats, surface
tensions, and several mobility and diffusion coefficients entering the sharp interface
model are measured in experiments, and the question is how they should enter the
diffuse interface model.

Problems involving multiple length scales not only result from the modelling
approach but are also inherent in the physical problems itself. Diffusion of the tem-
perature is much faster than mass diffusion. Because of the boundary conditions —
solidifying workpieces are usually cooled from outside — and the release of latent
heat the temperature field is expected to suffer changes over a scale proportional
to the size of the the workpiece. On the other hand, the concentrations of the
components should exhibit strong gradients only near the solidification front. The
available numerical techniques and computational power only allow for the simu-
lation of small domains in acceptable computation time, the direct computation
of the microstructure of a whole workpiece is not feasible. For the latter purpose,
macroscopic models involving heuristic assumptions on the distribution of the so-
lidified parts and the released latent heat have been in use. Newer mathematical
methods are based on a two-scale approach and allow for effective, homogenized
equations for the temperature distribution but also for taking the microstructure
evolution into account.

The structure of the present article is as follows. The first section is dedicated
to models for alloy solidification. First, the governing equations from the classical
approach for modelling alloy solidification are presented. In particular, the Gibbs-
Thomson condition is derived by locally varying the entropy. After, the phase field
approach is presented. In the second section, the relation between the sharp and the
diffuse approaches is elucidated. Comments on the calibration problem are given
including appropriate potentials for the phase field model with good calibration
properties. Exemplary, a model for a binary alloy is derived. In the third section,
a mathematically rigorous approach to the derivation of homogenized models for
phase transitions with equiaxed dendritic microstructure is given. Asymptotic ex-
pansions are used to derive a macroscopic heat equation coupled to microscopic cell
problems for the dendritic growth. A mathematical justification is carried out, i.e.,
an estimate is established comparing the solution to the two-scale model with that
to the original model.
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dation (DFG) through the Priority Program 1095 “Analysis, Modeling and Simu-
lation of Multiscale Problems”. We thank Britta Nestler and Frank Wendler for
the inspiring discussions, mainly emerging from numerical simulations based on the
presented phase field model.
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2 Models for alloy solidification

The production of certain microstructural morphologies is often achieved by im-
posing appropriate conditions before and during the solidification process. In order
to get a deeper understanding of the process, the scientific challenge is to describe
the microstructure formation with a mathematical model where the imposed con-
ditions enter the equations governing the evolution as initial and boundary values
or as additional forces and parameters.

A framework for continuum modelling of alloy solidification can be derived from
thermodynamic principles for irreversible processes (cf. [Mu01]). Balancing the con-
served quantities energy and mass respectively concentrations of the components
yields diffusion equations in the bulk phases as well as continuity and jump condi-
tions on the moving phase boundaries. A coupling of the phase boundary motion
to the thermodynamic quantities of the adjacent phases, the Gibbs-Thomson con-
dition, is derived by localizing an appropriate gradient flow of the entropy. The
balance equations and the Gibbs-Thomson condition, together with certain angle
conditions in junctions where several phases meet and which are due to local force
balance, enable to show that the local entropy production is non-negative and to
prove an entropy inequality.

An entropy functional involving bulk and surface contributions plays a cen-
tral role also in non-equilibrium thermodynamics. In the phase field approach, the
interfacial entropy (or energy) is modelled with the help of a Ginzburg-Landau
type functional. Evolution equations for the phase fields can then be derived as
gradient flows (see [FP90]) or within the theory of rational thermodynamics (see
[AP96, Ha06]). A small length scale is involved which is related to the thickness of
the interfacial layers.

We proceed as follows. First, the classical approach to model alloy solidification,
namely with moving phase boundaries, is presented. In the second subsection, the
Gibbs-Thomson condition is derived. After, the phase field variables are defined, and
the phase field approach is presented. As an example, a model for non-isothermal
solidification of a binary alloy involving two phases is derived. Finally we briefly
comment on the solvability of the differential equations of the phase field model.

For general informations on the theory and models of phase transitions we refer
to the books [BS96, Vi96]. In this section, partial derivatives sometimes are denoted
by subscripts after a comma. For example, s . is the partial derivative of the function
s = s(e, ¢) with respect to the variable e.

2.1 Classical approach with moving hypersurfaces

An alloy of N € N components occupying an open domain 2 € R? d = 1,2,3,
during some time interval I = (0,7) is considered. Changes in volume or pressure
are neglected (cf. [Ha94], Section 5.1). Moreover, the mass density is assumed to be
constant (only concentrations will be considered). The only transport mechanism
is diffusion, and there are no forces present leading to flows or deformations. Such
effects can strongly influence the growing structures (cf. [Da01]). The applicability
of the model presented in the following is therefore restricted to cases where such
effects can be neglected.

Let M € N be the number of possible phases. The domain {2 is decomposed
into sub-domains 4(¢),..., 2y (t), t € Iy, which are called phases. The phase
boundaries I'hg(t) := 2,(t) N 2(t), 1 < o # B < M, are supposed to be piecewise
smooth evolving points, curves, or hypersurfaces, depending on the dimension (cf.
Def. A.1 in the Appendix). The unit normal on I,g pointing into phase 23 is
denoted by v,g. If d > 2 the intersections of the curves or hypersurfaces are denoted

by Tags(t) := 2(t) N 2a(t) N 25(t) for pairwise different o, 5,5 € {1,..., M}, and
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the points where the phase boundaries hits the external boundary by Thg,eqt(t) :=
02,,() N N2(t) N0S2. If d = 2 then Tops5 is a set of triple junctions, i.e., piecewise
smooth evolving points. If d = 3 triple lines can appear which are piecewise smooth
evolving curves.

During evolution, it may happen that one of the phases vanishes, namely if
the adjoining phase boundaries coalesce. It is also possible that a piece of a phase
boundary vanishes so that one of the sets T, 3¢5 includes a quadruple point or line.
Typically, the latter configuration is not in mechanical equilibrium and will in-
stantaneously split up forming new phase boundaries (see [GNS99, BGNO0G)). It is
supposed that such singularities only occur at finitely many times ¢ € I7 during
the evolution. This is why only piecewise smooth evolution is assumed. The evo-
lution equations stated in the following are only valid for times at which no such
singularity occurs.

Before proceeding let us introduce some notation. For K € N define the sets

K
HYK = {ueRK Y = 1}, oK = {UGHZ‘K 0 >0 w}. (2.1)
1=1

The tangent space on HYX can be naturally identified in every point v € HXX
with the subspace

K
T,HEK = ToK — {w eRN Y wi = o}. (2.2)

i=1

The map P¥ : RX — TXX is the orthogonal projection given by

X 1 . \K 1
P w(wk?;wl)k_l(IdK?IK(@lK)w

where 15 = (1,...,1) € RE and Idg is the identity on R¥.
The following bulk fields are considered in the phases 2,, 1 < a < M:

e

=+ concentration of component 7, 1 <4 < N,

cy = e” : internal energy density,
f%: (Helmholtz) free energy density,
s+ chemical potential of component ¢, 1 <4i < N,
T : temperature,
s : entropy density,

ug = 75 : inverse negative temperature,

u® = ZL . veduced chemical potential difference of component i, 1 <i < N.
On the interfaces Ihg, 1 < a # § < M, there are the following surface fields:

Vg © unit normal pointing into (23,
0a8(Vag) : surface tension,
Va3 (Vap) : capillarity coefficient,
Mas(Vag) : mobility coefficient,

Uag : normal velocity towards v,g,

Kag : curvature.
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The concentrations fulfill the constraint é* = (c¢,...,c%) € V. Following
[Mu01], Section 11.2, the evolution in the phases is governed by balance equations
for the conserved quantities, i.e.,

N
Oy ==V - Jr=V- | LEVug |, 0<i<N. (2.3)
j=0

Let us briefly comment on the fluxes J*. In thermodynamics of irreversible processes
the relations between the fields are based on the principle of local thermodynamic
equilibrium. In the present situation the entropy density s is a function of the
conserved quantities. Its derivatives are the inverse temperature and the chemical
potential difference reduced by the temperature, i.e.,

1 _ o
s =s%e*,¢*) and ds® = ﬁdeo‘ + T'L; ~de® = —u® - .
In the above equation the identity 7® = P~ u® was used, where u® = (ug, ..., u%)7.

The fluxes are postulated to be linear combinations of the thermodynamic forces
Vug, 0 < j < N, with coeflicients L7; which may depend on the thermodynamic
potentials u§ or on the conserved quantities ¢f*. This phenomenological theory was
already introduced in [On31]. It is assumed that the matrix L = (Lg;)}Y;_ is positive
semi-definite. To fulfill the constraint ¢ € X it is required that Zivzl LY =0,
1 <7 < N, which also means that vazl JE=0.

Onsager’s law of reciprocity states the symmetry of L and can be proven and
experimentally observed if the fluxes and forces are independent (cf. [KY87], Section
3.8). The above fluxes are not independent. But even in the present case Onsager’s
law can be shown to hold by a certain choice of the coefficients (see [K'Y87], Section
4.2, and the reference therein; there the calculation is performed for the isothermal
case, but another additional independent force can be taken into account without
any problem). We remark that, considering J; — Jy, the definition of the fluxes as
above is equivalent to the definition in [Mu01], Section 11.2.

On the phase boundaries I',3 the continuity conditions

[w]? =0, 0<i<N, (2.4)
have to be satisfied. Mass and energy balance imply furthermore the jump conditions
[cilvas = [Ji)o - vap, 0<i<N. (2.5)

Here, []? denotes the jump of the quantity in brackets across g, e.g., [e]® =
68 _ L«
e’ —e.

The matrix of surface tensions (0a3(V))a,s is symmetric for every unit vector
v (the diagonal entries are not of interest and may be set to zero). The relation
between surface tension and capillarity coefficient is given by

0a8(Vap)

'yaﬁ(l/aﬁ) = T f
re

with some reference temperature 7;..;. The surface tensions are one-homogeneous
in their argument while the mobility coefficients mqag(vag) are zero-homogeneous
in their argument.

The evolution of the phase boundaries is coupled to the thermodynamic fields
by the Gibbs-Thomson condition

N
B
mag(uaﬁ)vag =-Vr- Dyag(uaﬁ) + |:— UQf(T, é) + Zuici} (26)

i=1 @
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which is derived in the following subsection. By V- the surface divergence is de-
noted. In the case of an isotropic surface entropy, i.e., Yag(v) = 7,5/v| With some
constant 7,4 independent of the direction, there is the identity —Vp - Dryap(v) =
Vapliap Where Kqp is the mean curvature.

To avoid wetting effects (cf. [Ha94], Section 3.4, for a discussion and references)
the surface tensions are assumed to fulfill the constraints

OapB + 035 > Oas- (2.7)
Capillary forces acting on I, are related to the vectors (cf. [CH74, WM97])

§ap(Wap) == Doap(Vap) = 0ap(Vap)Vas + Dgi-1005(Vap) (2.8)

where Dga1 is the surface gradient on the sphere S%~1. The identity D = Dga—1 +
Vap(Vap - D) was used as well as the fact that o, is one-homogeneous implying
Doap(Vap) - Vap = 0ap(Vas)-

In points  belonging to T, 35 forces are in equilibrium. In the three-dimensional
case T,p5 consists of triple lines that can be oriented with a unit tangent vector
Taps(x). If the whole space is cut with the plane orthogonal to 7,gs(x) through =
then the picture in Fig. 2.1 is obtained. Due to the surface tension I',3 exerts a
force on = which is given by £,3(Vag(x)) X Tags(z), whence equilibrium of forces

means that
Z &ij (vij () X Taps () (2.9)
(i,5)€A

where A := {(«, 8), (8,0), (J, &) }. A short calculation shows that in the situation of
Fig. 2.1

§ap(Vap) X Taps = (V0as(WVap) - Tap)(—Vap) + 0ap(Vas)Tas-

Similarly, if € Tng st there is a unit tangent vector 7,g.est(x), and the force
acting on z is given by £,3(Vag(x)) X Tap,est(x). Force balance in z implies that
this force is not tangential to 0f2. Since it is already orthogonal to Tag.est(x) by
definition this is true if and only if

gaﬁ(l/aﬁ(iﬂ)) : Vezt(x) =0. (210)

In particular, angle conditions in T, g5 and Tyg, ¢4+ are due to the above force balance
conditions (2.9) and (2.10).

To obtain a well-posed problem the governing equations (2.3)—(2.6), (2.9), and
(2.10) must be provided with initial conditions for the fields and the moving bound-
aries and boundary conditions. If not otherwise stated, the isolated case

JE Vet =000 002, 0<i< N, 1<a<M, (2.11)

is considered.
The total entropy of the system being given by

Z/ dLt — Z / Yos(Vap) dHI™? (2.12)
2a a<f,a,Bf=1 Tap(t)

it can be shown that the evolution equations (2.3)—(2.11) imply non-negative en-
tropy production:

Theorem 2.1. The entropy (2.12) satisfies
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Fig. 2.1. On the left: triple junction z with orientations of the forming curves; such a
picture is also obtained in the 3D-case by cutting the space with the plane spanned by
Vo (), Tap(z). On the right: local situation around a point zo on a phase boundary for
the derivation of the Gibbs-Thomson condition; a local deformation is indicated by the
dashed line.

N
d
=5t = > /Q > V- LY Vus dL?

1<a<M ¥ Palt) ; j=0

+ Z / mag(vag)Q dHIL.
Fali‘(t)

1<a<pB<M

The proof can be found in the Appendix of [GNS04].

2.2 Derivation of the Gibbs-Thomson condition

In this section a physical motivation of the Gibbs-Thomson condition (2.6) based
on thermodynamic principles is given. The idea is to define the motion of the phase
boundaries as a gradient flow of the entropy. On the set of admissible surfaces the
tangent space of a surface is defined by the smooth real valued functions f on the
surface supplied with a weighted L2-product. A variation of the surface entropy
in the direction f is then the rate of change of the entropy when deforming the
surface towards its normal with a strength given by f. Such a deformation of a
phase boundary usually changes the volumes of the adjacent phases. Thanks to
this fact the bulk fields can enter the Gibbs-Thomson condition. But changes in
the conserved quantities must be counterbalanced. Since (2.6) is a local motion
law, only local deformations of an n-ball around a point xy on a phase boundary
are considered. Conservation of energy and mass is ensured by taking a non-local
Lagrange multiplier into account. In the limit as n — 0 all terms become local after
appropriate scaling so that the desired equation is obtained.

For keeping the presentation simple we do not consider the general situation as
in the previous subsection but the one depicted in Fig. 2.1. There, I" is a smooth
compactly embedded d — 1-dimensional hypersurface separating two phases 21 and
2~ with unit normal v pointing into £2%. Such a surface respectively configuration
is said to be admissible.

Definition 2.2. Let G be the set of the admissible surfaces. The tangent space is
defined by TrG := CY(I''R). A Riemannian structure on TrG is defined by the
weighted L? product

(v,€)r ::/m(u)vgdﬂd—l Vo,& € TrG
r

where m(v) is a non-negative mobility function.
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The bulk fields for energy density and concentrations, here denoted by c°, are
allowed to suffer jump discontinuities across I', but the potentials s . = —u are
supposed to be Lipschitz continuous. Within the phases 27 and 2~ all fields are
smooth.

Variations of the entropy are based on local deformations of the domain. Let
xo € I" and consider the family of open balls {U"},~0 centered in zo with radius 7.
Given arbitrary functions 7 € C}(U") it can be shown that that there are vector
fields

€ € CH(UMRY) with €7 = ¢ on I :=T'NU". (2.13)

The solution 6" : U" — U" to
07(0,y) =y, 0%(d,y) =E&"(0"(=0,y)) for & € [-dg,dg],

yields a local deformation of U". The restriction of § is such that ' := U" NI
remains a smooth surface imbedded into U™, i.e., the sets

Fg:{en(&x) : ng”}, S [758758]7
define an evolving (d — 1)-dimensional surface in U in the sense of Def. A.1.

A short calculation yields the identity

d% det 67,(6,2) = V - £7(6" (6, x)) det 67, (5, 7). (2.14)

The functional mapping L!-functions on U” onto their mean value is denoted by

M e,
1

M LNUT) S R™, M(f) = —
") (f) T o

(z)dx = f(x)dx
Un

where |U"| = £4(U") with the d-dimensional Lebesgue measure £%.

Definition 2.3. Under the local deformation 0" of U the densities of the conserved
quantities are

c(8,y) == c(0"(=d,y)) — M"(°(0"(=6,-)) — (), yeU (2.15)

The local entropy consists of the bulk part

SE(0) = /U s(c(0,y)) dy (2.16)

and the surface part

S%(0) = 7/Fﬂ(y(5))de*1. (2.17)

s

The Lagrange multiplier M" (c%(6"(—46,-)) —c°(-)) in (2.15) ensures that energy and
mass are conserved under the deformation.

Lemma 2.4. The derivative of the bulk entropy with respect to 6 in § =0 is
GSBO = [ ()4 M) )V €7 da,
d5 B Un
Proof. By definition (2.15), the bulk entropy (2.16) is
[ s(@@n-a) - Moo (-5.9) - ) ) dy
Un

_ /U $(&@) — MO (~6,)) — &) ) et (5, 2) da
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where the transformation y = 67(4, x) was used. The equation (2.14) yields together
with 0"(0,z) = 2 and det(6",(0 x)) det Id =1

d 0 d
— 0"(—(: d = — O(z) det 0".(6, ) d
5 ), OO =g [ S
= / A(2)V - &"(x) dz
Un
With s . = —u the desired identity can be shown as follows:

L53(0) = / ( ()~ MO (0,)) )V - €7(x) da
/ (2) d%ﬁ CO(en(—(-),z))dz‘ do
_/Un S( @)V - E7(x) do + —— |Un| u(m)d;z:-/m @)V - €(x) da
:/ (s(co) —I—M"(u)-cO)V-ﬁ”(ac) dz
Un

Lemma 2.5. The derivative of the surface entropy with respect to 6 in 6 =0 is

S"() — | Vr-Dy(v)&mdHi L.
d5 Im

Proof. Interpreting {I'y }s as evolving surface, the scalar normal velocity is £ and
the vectorial normal velocity is &7 = £"7v. The scalar curvature is denoted by xp.
Applying Th. A.4 from the Appendix yields (observe that the boundary integrals
over OI'" vanish since the velocity £" has a compact support in U")

S0 == [ (@ 10) 1) mr)an
do o
which is using (A.3), (A.2), (A.4), and the one-homogeneity of
= / (VA() - V" + Vy(v) - vir E")de_l.
fall

Applying Th. A.3 to ¢ = Vy(v)£" (again the boundary integral vanishes) and again
(A.2) on the last term it follows the desired identity:

o= / ( —Vr - Vyw)€&" —kp - VyW) "+ Vy(v) - & 5?7)de—1
rm

- _/m (V- VA(v) € dH .

As stated at the beginning of this section, the goal is to define the motion as a
localized version of a gradient flow. This is realized in the following definition. Let
|I) o= HAH().

Definition 2.6. The motion of the phase boundary I is defined as follows:
In each point xg € I' the identity

lim — (v, &M

lim 2 (55 + S1)(0) (2.18)

1
o 1] ds

holds for all families of functions " € Cg(U") where S}(8) and SE(8) are defined
by (2.16) and (2.17) respectively.
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Theorem 2.7. The localized gradient flow (2.18) yields the Gibbs-Thomson condi-
tion (2.6).

To prove the theorem the following lemma is useful:
Lemma 2.8. Let g € L>®(U") with g € CY(Q+NU") and g € C* (2~ NU"), and
let z € R be given. There is a family of functions {"},>0 C CH(UM) with £"(xo) = 2
for all n such that

L gV - €"dx = ,][ [g]J_rgn dHIY —
In

T Vg - &"dx
Un

("] Jum
= —lg@)]fz  asn—0
where the functions €7 are uniformly bounded and satisfy condition (2.13). By g™ the

limit of g in x € I when approzimated from the side 27 is denoted. Analogously g~
is defined when approzimating x € I from 2=, and [g]T = g7 — g~ is the difference.

Proof. The first identity follows from the divergence theorem applied to the two
parts UTN 2" and U N2~ of U using that &7 vanishes on the external boundary
oU". For the limiting behavior consider the functions

é” _ z on U”’”Q, .
0 on UN\U""".

Let ¢ be a smooth function with compact support on the unit ball U*(0) C R? such
that [, ( =1 and define £" by the convolution of £7 with n=3¢¢(-/n?), i.e.,

(@) = (1) * €7) (@).

Then for 7 small enough &7 = z on ' NUT=21" =: [,

Observe that thanks to the smoothness of I' the H* '-measure of I"\I" is
of order ¢ whence |[I""\I"|/|I"| = O(n) as n — 0. By assumption, the function
f = [g]T is Lipschitz continuous on I'. Thanks to the special choice of £7 it can
easily be derived that

FET AR = | fzdH T f(€ - 2)dH < f(ao)z
rm Im I
as 1 — 0. As moreover the £%measure of U" is of order n¢ but the H?~!-measure

of I' is of order n?~! and since |[Vg - £7| is bounded in U" the assertion follows.

Proof. (Th. 2.7) First, observe that M"(u) — u(zg) as n — 0 since u is Lipschitz
continuous. Choose some arbitrary z € R and a family of functions {£"},~¢ as in
Lemma 2.8 and let {£"},~0 be the corresponding vector fields. Then

1
| Jum

L
| Jun
= u(xo) - [*(x0)] Tz = [u- "1E (o).

The limit of the right hand side of (2.18) is, using the Lemmata 2.4, 2.5, and 2.8,

M (u) - P(2)V - £ (x) dv = M"(u) A(2)V - &"(x) dz

1 d
Wﬁ(sﬁ +59)(0)
1
= — (s(co) + M (u) - CO)V - dx — Vr - Vy(v)dHi!
] S rm
0 . 20
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For the last two lines the identities ¢® = (%, %), uo = — 7, (u1,...,un)” , and
the thermodynamic relation e = f + sT were applied. The left hand side of (2.18)
yields in the limit as n — 0

1

W(’U,f”)r = YLFT: m(v)vg" dH¥t — m(v(zo))v(xo)z.

Since z € R can be chosen arbitrarily the condition (2.6) follows in xg.

2.3 Phase field approach

In phase field models, the individual phases are distinguished by phase field vari-
ables. In different phases they attain different values, and interfaces are modelled
by a diffuse interface layer, i.e., the phase fields and all other thermodynamic quan-
tities change smoothly on a thin transition layer (the diffuse interface) instead of
suffering discontinuous transitions.

Let ¢ = (¢a)X, where each variable ¢, describes the local fraction of a cor-
responding phase a. The vector of these phase field variables is required to fulfill
the constraint ¢ € XM, The interfacial contribution in (2.12) is replaced by a
Ginzburg-Landau type functional (cf. [LG50]) of the form

,/Q <5a(¢, Vo) + %w(¢)> de. (2.19)

The function a : ¥ x (TXM)? — R is a gradient energy density which is assumed
to be smooth and to satisfy

a($, X) >0 and a(é,nX) = n?a(¢, X) V(é, X,n) € ZM x (TZM)? x RT,

The function w : XM — R is smooth and has exactly M global minima at the
points eg = (Jup)M 1, 1 < 3 < M, with w(eg) =0, i.e.,

w(¢p) >0, and w(p) =0« ¢ =eg for some f € {1,...,M}.

Possible choices for a and w will be given later.

The surface contribution to the entropy is described above. Let us now comment
on the bulk entropy contribution and its dependence on the phase field variables.
The (Helmholtz) free energy of the system can be defined as an appropriate inter-
polation of the free energies {f*(T, ¢)}, of the possible phases, i.e.,

F(T,6,6) =Y f(T,&)h(o) (2.20)

with an interpolation function A : [0,1] — [0, 1] satisfying h(0) = 0 and h(1) = 1.
By the thermodynamic relations s = —fr and e = f + T's the entropy and the
internal energy can be expressed in terms of (T, ¢, ¢). By appropriate assumptions
on f, inversely, the temperature can be expressed as a function in (e, é,¢) = (¢, @)
whence also the entropy, s(c,¢) = —f r(T(c, $), &, ¢). Short calculations taking the
change of variables into account yield

ch(cv (b) = 7“(07 (b), S@(C, (;5) = Mw

T(c

The total entropy of the system is now

5(c.0) = [ (st6.6) - (3a(6.90) + (@) ) a,
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The evolution of the system is determined by a gradient flow of the entropy for
the phase field variables coupled to balance equations for the conserved variables
such that the second law of thermodynamics is fulfilled. To allow for anisotropy in
the mobility of the phase boundaries, again a weighted L2-product is used. Given
a smooth field ¢ : 2 — M let

(W, V), 1= / Sw(p,Vo)w-vdr Yw,ve C®(2; TEM).
7

The function w is supposed to be smooth, positive, and homogeneous of degree zero
in the second variable, i.e.,

w(p, X) >0 and w(p,nX) =w(p, X) (¢, X,n) € M x R*M x RT.

The evolution of the system is defined by

0S5
(06 0)us = (55 (c0)v) Vo€ O¥(2,T2),
Taking the boundary condition
A, Vhe (D, V)  Vegt =0, 1< a<M, (2.21)
into account this means that for all « € {1,..., M}

50(6, V)60 = 05 -0.50, (6, V6)~00.0, (6, V)~ 50,6, (0) 5.5, ()N (2.22)

with the Lagrange factor (due to the constraint ) ¢o = 1)

1 1
A=) <5V 10,96, (6, V) = 00,6.(6,V6) — 5w, (8) +5.6.(c, ¢)) ,

a=1

It is also possible to consider multi-well potentials of obstacle type (cf. [BE91]).
Then the differential equation (2.22) becomes a variational inequality.
The balance equations for the conserved quantities read

Oe; = =V - Ji(c, 9, Vu(e,9)) =V - (ZLU(C, ®)Vu;(e, (b)) (2.23)
=0

The fact that the Onsager coefficients L;;(c, ¢) can differ in the different phases may
be modelled by interpolating the coefficients {L%}a of the pure phases analogously
as done for the free energy. The matrix L = (Lz-j)f\szo then remains symmetric
and positive semi-definite. Moreover, the condition Zil Lij(c,$)=0,1<j<N,
remains satisfied. In addition to initial conditions boundary conditions are imposed
which, in the isolated case, are of the form

Ji(e, 0, Vu(c,d)) - Vext =0, 0<1i<N. (2.24)
In [GNS04] the following entropy inequality is shown:

Theorem 2.9. If the system wunder consideration evolves following (2.22) and
(2.23) then it holds that

d N M
58(05 ¢) > =V (;(_ul)Jl - 5;a,V¢aat¢a) .

If the boundary conditions (2.21) and (2.24) hold then 4S(c,$) > 0.
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2.4 Example for calibration: binary alloy, two phases

The framework for phase field modelling of alloy solidification presented in the pre-
vious subsection generalizes earlier models that have successfully been applied to
describe phenomena like dendritic and eutectic growth. By postulating appropri-
ate free energies f, surface terms a and w, Onsager coefficients L;;, and a kinetic
mobility function w, for example, the models used in [Ca89, PF90, WMB92| can
be derived (see [GNS04, St05b]). In the following we will exemplify the choices to
model non-isothermal solidification of a binary alloy involving a solid and as liquid
phase. For more complex cases of multiple phases and components we refer to the
article of Nestler and Wendler.

Let M = 2 and N = 2. According to the model of an ideal solution, the free
energy density of the liquid phase is defined by

2

2
L, T-T, R T

® (T, = Lo+ 9T 1 N — e T1
f ¢) ;21 5 T, ¢+ o ZE:I cilog(ci) —¢p Og(Tref

),

and the free energy of the solid phase by

2 2
L, T-T; R,
feNT, ) = 5 G + —T g cilog(c;) — ¢, T log(
i=1 v i=1

)

Tref -

The quantities L4 and Lp are the latent heats of the pure substances A =
and B = 2, T4 and T are the melting temperatures, R, is the gas constant, v,
the molar volume (supposed to be constant), ¢, the specific heat, and T,y some
reference temperature, e.g., the mean value of the melting temperatures. In the
following, the entropy differences s4 and sp between the phases will appear. They
are defined by s; := L;/T;, i = A, B. Moreover let R := R,/v,,. For simplicity
assume that Lqy = s4T74 = Lg = sg1p =: 2L.

To simplify the presentation further we now consider dimensionless equations.
Whenever thermodynamic quantities appear in the following, we will use the same
letters but they are thought to be appropriately rescaled. In particular we are able
to set ¢, = 1 and T}.y = 1. Interpolating the free energies of the pure phases with
the interpolation function h(¢) = ¢ in the sense of (2.20) yields

F(Te,0) = (a2 (Ta = 1) + ™ (T = T) ) (61 = 62)

2
+ RTZ cilog(e;) — Tlog(T).
i=1

Since ¢1 + ¢2 = 1 and ¢; + ¢co = 1 it is sufficient to consider & = ¢ — ¢ and
C = c¢; in order to distinguish the phases and to describe the alloy composition.
We then have @ = 1 in the liquid phase, ® = —1 in the solid phase, and C is the
concentration of component A. The free energy density can then be written in the
form

(Csa(Ta—T)+ (1-C)sp(Tp—T))®P
+ RT(Clog(C) + (1 — C)log(1 — C)) — Tlog(T) (2.25)

f(T,C,@):=f(T,C,1-C, %2 1-2)
1
2

resulting in the internal energy density

éT,C,8) =2(CLa+(1-C)Lp)P+T = LO +T.
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Setting Lg; = Lip := 0 for i = 1,2 and Ly := K(@)T2 the energy flux becomes
-1
—LooVug = —K(@)T2V? = —K(®)VT

whence the balance equation for the energy reads

8i& = 0T + LO® = V - (K(®)VT). (2.26)

Since = f701 - %(f,q + f702) = %(f,cl - f,Cz) = %f,c we have

g = = % - %?qw g(log(C) ~log(1 - C))
whence 1 sp— s

~Vuy = Vuy = 3 (Tw*) + RmVC’).
Choosing D(®)C(1 — C) =: Liy = —L1p = —Ly1 = Lay with some diffusivity

coefficient D(®) a short calculation gives

—dyca = Oyer = 0,C =V - (D()RVC)
+ V- (D(@)C’(l —C)B_ A S oA V@). (2:27)

Subtracting the equations for the two phase field variables ¢; and ¢9 yields

1)
§°wd® = 6*(V - (a,vg, — a,vg,) — (0,6, — ,,)) — (W6, — W,g,) — T(f,m — fip2)

The standard double-well potential w(¢) := 9y$3¢3 for some v > 0 related to the
surface tension (see below) gives

(W, — W) (52, 45%) = §70/(@)  where p(9) = 5(2* — 1)%

Moreover it holds that
2 (fipr = fign) = —22f 0 = =2 (Csa(Ta = T) + (1 = C)sp(Tp — T)).

The surface gradient term is set to a(¢, V) 1= v[¢1Vds — ¢2Va|* = |3 VP[%.
Short calculations give

g, — g, =0, ave, —ave, =27(01Ve — p2Vho)(p1 — ¢2) = YV .

Finally, let £ := %5, a = %, and replace the surface energy Ty =: ¢ by a
temperature independent constant (i.e., replace T in that term by some reference
temperature T,..¢ and assume that variations of ¢ in the temperature can be ne-
glected). Then the evolution of the phase field variable is governed by

2 (CsaA(Ta—T)+(1-C)sp(Ts—T)). (2.28)

Eadi = AP — /(@) - 22

The model consisting of equations (2.26)—(2.28) and some additional conditions
will be used in the following section to sketch the method of relating a phase field
model to a sharp interface model and in the last section to describe dendritic solid-
ification.
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2.5 Some remarks on the solvability of the phase field model

The reduced grand canonical potential is defined to be the Legendre transform of
the negative entropy with respect to the conserved quantities,

’l/)(uv (b) = (75)*(0(’“5 ¢)a ¢)

With its help it is possible to reformulate the differential equations using (u, ¢) as
variables (cf. [St05b]). The parabolic system then has the structure

N
j=0
w(¢a v¢)at¢a =V. G Vo (¢a v¢) — Q¢ (¢a v¢) — W, ¢, (¢) + w7¢a (ua ¢) - A

where 0 < i < N, 1 < a < M. When rigorously analyzing these equations the
main difficulties arise from the growth properties of 1 in u and the nonlinearities
involving V.

An ideal solution formulation of the free energy density has the structure

f(T,e) =Tlog(T) + TZCi log(e;) + ...

As a result, in ¢ a term — log(—ug) appears. In particular, when solving the differ-
ential equations it must be shown that uy < 0 almost everywhere. Moreover, v is
only of at most linear growth in the u;, 1 < i < N. A control of terms involving
1, obtained by standard estimates for parabolic equations do not provide much
information of u itself any more. These difficulties have been independently tackled
in [AP92] and [LV83] respectively.

Based on those results, the above system including the phase field variables is
analyzed in [St05b] by approximating ¢ with a perturbed potential of quadratic
growth in u. The main task is to derive suitable estimates and, based on the esti-
mates, to develop and apply appropriate compactness arguments in order to go to
the limit as the perturbation vanishes. It is assumed that the matrix of Onsager coef-
ficients L = (L;;);; is positive (on a certain subspace) uniformly in their arguments.
If a degenerating coefficient matrix is considered as in the previous subsection it
may be better to switch to (T',¢) or (e, ¢) as variables, e.g. cf. [Ec04a].

Managing the phase field variables is kept simple in [St05b] by appropriate
assumptions on a, w, and w. The interesting case of a involving the terms ¢, V@g —
¢3V oo (which give a good approximation of the direction of v,g) is still open.
Non-local models have been considered by multiple authors (for instance, we refer
to [BS96, SZ03, KRS05]). There, the energy is the only conserved quantity, and the
difficulties with the logarithmic term in ug are tackled by performing a Moser type
iteration to get L°°-bounds for ug and 1/ug.

3 Relation between the approaches and calibration

The relation between the phase field model and the free boundary problem presented
in the previous chapter can be established using the method of matched asymptotic
expansions. Generalizing methods developed in [CF88, Ca89, BGS98, GNS98] this
has been done in [GNS04]. The procedure is as follows: It is assumed that the
solution to the phase field model can be expanded in d-series in the bulk regions
occupied by the phases (outer expansions) and, using rescaled coordinates, in the
interfacial regions (inner expansion). Given suitable relations between the functions
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and parameters of the phase field model on the one hand and the parameters in
the free boundary problem on the other hand the functions to leading order of the
d-series solve the governing equations of the free boundary problem. It should be
remarked that this procedure is a formal method in the sense that it is not rigorously
shown that the assumed expansions in fact exist and converge. But in some cases
this ansatz could be verified (cf. [DS95, St96, CC98, Di04]).

If the phase field model is considered as an approximation of the free boundary
problem fast convergence with respect to J is desired. An improvement of the ap-
proximation was obtained in [KR98] in the context of thin interface asymptotics.
The analysis led to a positive correction term in the kinetic coefficient of the phase
field equation balancing undesired terms of order § in the Gibbs-Thomson condition
and raising the stability bound of explicit numerical methods. Besides, the better
approximation allows for larger values of § and, therefore, for coarser grids. In par-
ticular, it is possible to consider the limit of vanishing kinetic undercooling which
is important in applications. Numerical simulations of appropriate test problems
reveal an enormous gain in efficiency thanks to a better approximation.

In [A199] the analysis was extended to the case of different diffusivities in the
phases and both classical and thin interface asymptotics were discussed. By choosing
different interpolation functions for the free energy density and the internal energy
density (the function h in (2.20)) an approximation of second order could still be
achieved but the gradient structure of the model and thermodynamic consistency
were lost. Based on those ideas it was shown in [An02] that even an approxima-
tion of third order is possible by using high order polynomials for the interpolation.
In [MWAOQO] an approach based on an energy and an entropy functional was used
providing more degrees of freedom to tackle the difficulties with unequal diffusivi-
ties in the phases while avoiding the loss of the thermodynamic consistency. Both
classical and thin asymptotics are discussed in that article as well as the limit of
vanishing kinetic undercooling. In a more recent analysis in [RBKDO04], a binary
alloy also involving different diffusivities in the phases was considered and a better
approximation was obtained by adding a small additional term to the mass flux
(anti-trapping mass current, the ideas stem from [Ka01]).

We have shown in [GS06] that, for two-phase multi-component systems with
arbitrary phase diagrams, there is a correction term to the kinetic coefficient such
that the model with moving boundaries is approximated to second order in the
small parameter §. A new feature compared to the existing results is that, in general,
this correction term depends on temperature and chemical potentials. Indeed, up to
some numerical constants, the latent heat appears in the correction term obtained by
Karma and Rappel [KR98]. Analogously, the equilibrium jump in the concentrations
enters the correction term when investigating an isothermal binary alloy. But from
realistic phase diagrams it is obvious that this jump depends on the temperature
leading to a temperature dependent correction term in the non-isothermal case.

In this chapter, the procedure to get an second order approximation will be
sketched for a simple model describing solidification of a pure substance. The model
is based on the model in Subsection 2.4. There, the small quantity £ = %(5 was
introduced and will be used instead of §. In addition to the free boundary problem
which appears as problem to leading order a correction problem to the next order
is derived by continuing the asymptotic analysis. The goal is to obtain that fields
identically zero solve the correction problem. It turns out that the above mentioned
correction term to the kinetic coeflicient is necessary to allow for this solution.
The model equations including assumptions, asymptotic expansions, and matching
conditions are listed in the following subsection. After, the asymptotic analysis is
performed. Finally, the leading order problem and the correction problem are stated.
In [GS06], numerical tests have been performed to show that a better approximation
of the free boundary problem thanks to the kinetic correction term is really obtained.
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3.1 The simplified model and assumptions

In order to present the main ideas to obtain a second order approximation a simple
model for solidification of a pure substance is considered, namely, the model in
Subsection 2.4 where we set C' = 1. In the definition of the free energy density (2.25)
& is replaced by a term h(P) with an interpolation function h : [—1,1] — [0, 1] which
is symmetric, i.e., h(—®) = —h(P), and fulfills h’(+1) = 0. For s4 we simply write
s, and T4 is replaced by T,,. The kinetic coefficient splits into a main part and a
positive correction term of order &, i.e., @« = ag+ &aq. The correction term will later
be determined and turn out to be crucial to get a higher order approximation of the
related free boundary problem. The heat diffusivity K is assumed to be independent
of the phase field variable. The governing equations then have the form

€00 +E0)0d = AP~ (@) — 22 (s(T ~T)H(@), (1)

O,T + Loyh(®) = K AT. (3.2)

To obtain a well-posed problem initial and boundary conditions have to be im-
posed. Consider a domain 2 C R? and a time interval I := (0,7). For £ > 0 let
(T(t,z;€),P(t,x;€)), x € §2, t € I, denote smooth solutions to (3.1)-(3.2) given
the same initial and boundary conditions. We suppose that, for all times, there exist
two phases separated by a diffuse interfacial layer which is bounded away from the
boundary of the domain 2. Here, we do not carry out the asymptotic analysis for
the initial and boundary conditions but only give some remarks. That analysis is
carried out in [St05b], Section 3.2, and [GS06].

The following procedure of matching asymptotic expansions is outlined with
great care in [FP95, DWO05]. Here, only the main ideas for the two-dimensional case
are sketched. The family

It;8)={ze: d(t,z;§) =0}, £>0,t€lr, (3.3)

is supposed to be a set of smooth curves in 2. They are demanded to be uniformly
bounded away from 92 and to depend smoothly on (£, ) such that, if £\, 0, some
limiting curve I'(t;0) is obtained. With 2!(t; &) and £2%(¢; ) we denote the regions
occupied by the liquid phase (where &(t,2;¢) > 0) and the solid phase (where
&(t,x; &) < 0) respectively.

Let ~(t, s;0) be a parameterization of I'(t;0) by arc-length s for every t € Ir.
The vector v(t, s;0) denotes the unit normal on I'(¢;0) pointing into £2!(¢;0), and
7(t,$;0) := 9s7(t,s;0) denotes the unit tangential vector. For & small enough
the curves I'(t;€) can be parametrized over I'(¢;0) using some distance function
d(t’ 5;€),

Y(t, 8:€) = (L, 5;0) +d(t, 5;§)v(t, 5;0).

Close to & = 0 we assume that there is the expansion d(t,s;&) = &'dy(t,s) +
E2dy(t, s) + O(€3). Also the curvature k(t, s;€) and the normal velocity v(t, s;€) of
I'(t;€) are smooth and can be expanded in £-series (cf. the Appendix of [GS06]):

r(t,5:€) = K(t, 5;0) + &E(r(t, 5;0)%da(t, 5) + Dssda (t, 5)) + O(€?), (3.4)
u(t, 5:8) = 0ry(t, 518) - v(t, 5:€) = v(t, 5,0) + £ °da(t, 5) + O(&7). (3:5)
Here, 0° denotes the normal time derivative, see (A.1) for a definition.

We suppose that in each domain £ C R? such that £ C £2\I'(t;0) the solution
can be expanded in a series close to £ = 0 (outer expansion):
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K

T(t,w:8) =Y it z) + O(€5H),
k;O

Dt 7;6) = > Fpr(t,z) + OEFT).

k=0

(3.6)

Let z be the %—scaled signed distance of = from I'(¢; 0). Hence, in a neighborhood
of I'(t; 0) we can write for z # 0

An essential assumption is now that T and & can be expanded in these new
variables (inner expansion),

K

T(t,s,2:8) = > ETu(t,s,2) + O(EF ), (3.7)
k[:(O

Bt 5,28 = > " Py(t,5,2) + O(EFH), (38)
k=0

and that these expansions are valid for z € R. The notion is that, since the interfacial
thickness scales with £, one can expect a meaningful convergence behavior when
rescaling the space with 1/£ in the normal direction.

Given x & I'(t;0) clearly z(t,z) = dist(z, I'(¢;0))/§ — foo as £ \, 0. On the
other hand, in that limit x is located in one of the two phases, and the closer it lies to
the interface I'(¢;0) the better the series of the functions 6y (t, x) approximates the
value of the temperature on the interface. These facts are reflected by the following
matching conditions relating the outer and inner expansions (see [St05b], Section
3.1, and [GSO06] for the derivation): As z — +oo

Ty(z) ~ 0o(0%), (3.9)
T1(2) ~ 01(0%) + (V6o (0F) - v)z, (3.10)
0. T1(2) ~ VO,(0%) - v, (3.11)
9:Ta(z) ~ V01 (0F) - v+ ((v- V) (v - V)0 (0)) 2 (3.12)

and analogously for @. Here, for a function g(¢t,z) = §(t, s,r) with the signed dis-
tance r = dist(z, I'(t; 0))

) .= lim §(¢ 7) = lim ¢g(¢ .
g(0™) Tl{i%g(,s,r), g(07) Tl%g(,sw)

3.2 Outer solutions

Away from I'(t;0), i.e., in domains £ C R? with E C 2\I'(t;0), the expansions
(3.6) are plugged into the differential equations. All terms are expanded in £-series.
To leading order £° equation (3.1) yields the identity 0 = —p’(p). The only
stable solutions are the minima of p, hence ¢y = £1. These values distinguish the
two phases because, since the result is independent of &, necessarily oo = 1 in 2!
and g = —1 in 2°.
To the next order ¢! the identity

2
0=—p"(¢o)e1 — 3—08(Tm — 00)h' (¢0)

follows. By h/(+£1) = 0 and p”(£1) = 4 we obtain ¢; = 0 as the only solution.
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The energy balance equation (3.2) yields the heat equation, to leading order for
0y and to the next order for 60;:

00, = KAO,, k=0,1.

Observe that it is possible to replace fy by the internal energies e (6y) = 6 + L
of the liquid phase or e(®) = @y — L of the solid phase.

The initial conditions and boundary conditions on 02 are independent of & and,
hence, only enter 0y and g respectively. The higher order corrections fulfill ho-
mogeneous initial and boundary conditions. Boundary conditions on I'(¢; 0) will be
obtained by matching the expansions with the expansions in the interfacial region.

3.3 Inner solutions

Derivatives with respect to (¢, z) transform into derivatives with respect to (¢, s, z)
as follows:

d 1 o o}
- = — gv0 +0° = (9°d1)D. + O(¢),

A, = E%a“ — %n@z
4 (05d1)0.. — 205d105> — (K2(2 4 dy) — Os5d1) D, + Dss + O(E).
The phase field equation first yields
0 = 0.y — ' (0). (3.13)

By (3.3) and the assumption that (3.8) holds true for £ = 0 we have $y(z = 0) = 0.
The matching conditions (3.9) imply

Do(t,s,2) — po(t,s;0%) = +1 as z — +oo.

Therefore the solution to (3.13) is Py (¢, s, z) = tanh(z) and only depends on z.

For the conserved variable we get 0 = K., Ty to order £~2. By the matching
conditions (3.9) Ty has to be bounded as z — o0, hence we see that Ty must be
constant with respect to z which means Ty = Ty (¢, s). The matching condition (3.9)
furthermore implies that Ty(t, s) is exactly the value of 6y in the point (¢, s;0) €
I'(t;0) from both sides of the interface. In particular,

0o is continuous across the interface I'(¢;0).

To order &' equation (3.1) yields
2
—agd, P = 0..P1 — KO Py — P (Po)P1 — 3—5(Tm = To)h' (2o). (3.14)
o

From the outer solutions we have ¢;(t,s,0%) = 0 and Vo(t,s,07) - v = 0. Due
to the matching condition (3.10) we conclude P4 (¢,s,2) — 0 as z — +oo. The
operator L(Pg) = 0, —w” (Do) is self-adjoint. Differentiating (3.13) with respect to
z we obtain that 9,Py lies in the kernel of L(P). Since Po(—2z) = —Py(z), 0,Py and
K (Py) are even, (3.14) allows for an even solution. In the following we will assume
that &1 indeed is even.

A solvability condition can be deduced by multiplying the equation with 9,9
and integrating over R with respect to z:

0= /R ((n — apv)(9.Po(2))* + %S(Tm — To)h/(qso(z))azqﬁo(z)) dz

4 4
= g(lﬁ — ao’l)) + gs(Tm - 90) (315)
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where we used that fR(azéo)de = %. Up to the factor % this is the Gibbs-Thomson
condition (2.6).
The system (3.2) becomes to the order {1
—v@Z(To + Lh(@o)) = K@zle.

Integrating two times with respect to z furnishes

1 z
T = ——(vL/ h(®o)dz" + (vTp — A)Z) +7 (3.16)
K 0
Nfi((v(TOjLL)—A)zvaH)JrT' as z — 00
K
1 _
~ 7?((1;(T0 —L) —A)zvaH) +Tasz— —00

where A and T are integration constants and

0

H o= / (1= b)) = / (1+ h(®o(2')))dz"

— 00

Here, we used the fact that @y converges to constants exponentially fast, so that
the integral [, has been replaced by [;° while the linear terms remain. By (3.10)

0,(0%) = 7+ —LH (3.17)
K
which means, in particular, that
61 is continuous across I'(¢;0). (3.18)
With (3.11) and Ty = 6p(0F) the following jump condition is obtained on I'(¢;0):
[~KVo). v = (v(To+L)—A) — (v(Tp — L) — A) = v[e(66(0))]%. (3.19)
Since @, only depends on z the phase field equation to order &2 gives

— aov@@l — a1v8Zd50 — ao(aodl)azéo
= 822432 - p”(¢0)¢’2 + (asd1)2azz¢0 - (H2 (Z + dl) + assdl)azq)o

1 2 2
— k0, D1 — =" (D) (D1)% + —8(Ty, — To)h" (Do) P, + — sT1 R (o).
k0,1 217(0)( 1)+305( O)h(0)1+305 1h' (Do)

To guarantee that @, exists there is again a solvability condition which is obtained
by multiplying with 0,% and integrating over R with respect to z. The terms
involving @7 vanish. For this purpose, equation (3.14) and the assumption that @,
is even is used. Let

J: :/0 8Z(hod50)(z)/0 (1 — (ho®)(2'))dz'dz
0 0
:[ 3Z(ho@0)(z)/ (14 (ho®y)(2))dZ dz.

Using (3.16) to replace T} and, after, (3.17) to replace 7 a short calculation shows
that the solvability condition becomes (remember that 2L = sT5,,)

0= O'(*Oéoao + ass + H2)d1 — 891

1
+ v( —oa; + (H + J)?Tm82). (3.20)
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We remark that 9°dy and (9ss + m2)d1 are the first order corrections of the normal
velocity and the curvature of I'(t,s;€) (see (3.5) and (3.4) respectively). Indeed,
when inserting the expansions for T' = 6y + €01 + ... and the interface distance
d = &d; + ... into the Gibbs-Thomson condition caw = ok + s(T,, — T') then, to
leading order, we get (3.15), and the first line of (3.20) is the equation to first order
in &.

The goal is to obtain that §; = 0 and d; = 0 are solutions to the equations
they have to fulfill. For this purpose, the second line of (3.20) must vanish. But by
suitable choice of the additional correction term «; in the kinetic coefficient, namely

ap = (H+J)%Tm52, (3.21)

this in indeed ensured.

Analogously to the above correction to the Gibbs-Thomson condition we are
interested in deriving a first order correction to the jump condition (3.19). The
equation (3.2) yields to order £°

— 00, (T1 + th(éo)él) + (6" - (6°d1)6z)(TO + Lh(@o))
=K ((’LZTQ — Iiale + 8SST0) .

Integrating once with respect to z leads to

- K@ZTQ = ’U(Tl + Lh/(dso)@l) — B
(@)
+ / (—0° 4 (8°d1)D.)(To + Lh(Py))dz' — kK Ty +K0ssToz
0 N——"
(i37)

(@)

where B is an integration constant. We need to collect the terms contributing to
V0, - v. In view of (3.12) this means that the terms linear in z are not of interest.
Applying (3.10) to &1, T and by the assumption h'(0) = A/(1) = 0 it holds that

(i) ~vbh — B+ (...)z as z — *o0.
Furthermore, since 9°®y = 0,

(ii) = —0°(To + L)z + (0°dy) L(h(%0))|,
~ —0%® + (0°dy)L as z — 00,
~ —8%W — (8°d))L as z — —00.

By (3.10) and (3.18) we get (iii) = kK61 + (...)z as z — Foo. Finally, the first
order correction of the jump condition (3.19) at the interface is

[~KV0,]. v =v6, +2L(0°d,).

3.4 Summary of assumptions and stated problems

Let us now collect the equations. First, the problem to leading order is stated:

(LOP) Find a function 6y : I7 x 2 — R and a family of curves {I'(¢; 0) }ier,
separating (2 into two domains 2'(¢;0) and £2%(¢;0) such that

8te(p)(90) = KAfy, in 2P(t;0),t € Ir,p=s,l,
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Behavior of the interface position in §

—— without correction term 0.6
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Fig. 3.1. Numerical test of the correction term. On the left: the position of the interface
depicted over £. On the right: profiles of the concentration ¢ during evolution.

and such that on I'(¢;0) there holds for all ¢t € I'r:

0y is continuous,
[~ K V6o - v = vle(00)]s,
oagv = ok + s(Tpn, — bo).

If we define a; as in (3.21) then the correction problem reads as follows:

(CP) Let (0o, {I'(t;0)}:) be a solution to (LOP). Let I(¢) be the length of
I'(t;0) and set Sr, = {(t,s) : t € Ir,s € [0,I(¢))}. Then find functions
01 : I x £2— R and d;y : S;, — R such that

0:01 = KA#,, in Qp(t;O),tGIT,p:s’l’
and such that on I'(¢;0) there holds for all t € I7:

01 is continuous,
[7KV91]2 V= 1)91 =+ (8Od1) [6(90)]2
(oxe?h) 8°d1 = U(ass + H2)d1 — 891.

Obviously, (61,d1) = 0 is a solution to the correction problem (as previously re-
marked, the boundary conditions on 9f2 are homogeneous). If this solution is unique
then the leading order problem is approximated to second order in ¢ by the phase
field model. Problem (CP) is in fact the linearization of (LOP), i.e., the prob-
lem resulting from (LOP) when inserting the expansions T' = 6y + £61 + ... and
d = &dy + .... We point out again that the choice (3.21) is crucial in order to
guarantee that the undesired terms in (3.20) vanish.

3.5 Numerical example

In [GS06] several numerical tests have been performed revealing that the free bound-
ary problem can indeed be better approximated by the phase field model with the
correction term. Fig. 3.1 shows the results for an undercooled binary alloy (the
potentials, physical parameters, and initial values are precisely stated in [GS06],
Subsection 4.3). A planar solid-liquid front moves into the liquid phase. On the
right the figure shows the profiles of the concentration of one component during the
solidification. The position of the interface, i.e, the point where &(t, ;&) = 0, is
depicted on the left for several values of &, the other parameters being fixed.
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Simulating with the correction term (3.21) in the phase field equation and vary-
ing ¢ the changes in the interface position turned out to be of about 10~3 which is
smaller than the grid spacing Az = 0.02. In contrast, if the correction term was not
taken into account changes of several grid points were observed. This behavior in &
indicates that the approximation of the sharp interface solution is improved thanks
to the correction term.

3.6 Remarks on the multi-phase case

When multiple phases are present the asymptotic analysis leads to a leading or-
der problem consisting of the equations (2.3)—(2.6), (2.9), and (2.10) (cf. [GNS98,
GNS04]). Indeed, the procedure presented in the previous subsections yields the
equations (2.3)—(2.6). To obtain the force balance (2.9) (and, analogously, (2.10))
it is assumed that, away from the triple junction on a diffuse phase boundary, the
situation is just as in the case of two phases.

Aiming for a second order approximation of the force balance we observed that,
in general, in the interfacial regions not only the phase field variables of the adjacent
phases are present but also phase fields corresponding to other phases appear. It
turned out that these artificial third phase contributions do not trouble the first
order asymptotic analysis but a second order analysis. As a first step we there-
fore developed and analyzed suitable multi-well potentials w that avoid the third
phase contributions (cf. [St05a, GHS06]), smooth potentials as well as potentials of
obstacle type.

As an additional feature, the calibration of the phase field model with respect
to given surface energies 0,3(r) and mobility coefficients mq3(v) becomes much
simpler. It is shown in [BBRO5] that the I'-limit of (2.19) as § — 0 has the form of
the surface contribution in (2.12), and a relation between the 0,3 and the functions
a and w is derived. Using matched asymptotic expansions, [St91] for the isotropic
case and [GNS98] for the general case proposed the simpler relation

7o) = inf { [ \Julo)alys &)y,
p e C¥N (1,1 2M), p(=1) = ca p(1) = €5} (3:22)

Using numerical simulations they got evidence that this formula seems to hold true
for a large class of anisotropies.

The new potentials w are such that solutions to (3.22) exist with p; # 0 only if
i = «, . Moreover, it is possible to adapt coefficients in w and calibration functions
in a such that the integral in (3.22) becomes a given surface energy. Similarly, the
relation between the mqs(v) and w(¢, V¢) becomes much simpler thanks to the
new potentials.

4 A homogenized two-scale model for a binary mixture

In this section we apply the theory of homogenization to a simplified physical situa-
tion with periodic equiaxed dendritic microstructure which is described by a phase
field model for a binary alloy. The resulting model will be a two-scale model that
consists of a macroscopic heat equation and of microscopic cell problems that de-
scribe the evolution of the phases and the microscopic solute transport at each point
of the macroscopic domain. In order to justify the formal asymptotic expansion, an
estimate is established that compares the solution of the two-scale model to that of
the original model.
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The phase transition problem to be considered is given by equations (2.26)—
(2.28), i.e.,

T + LO;® — V- (K(®)VT) =0, (4.1)
0;C —V - (D1(®)VC) — V - (D2(C,P)VP) = 0,
20,0 — E2AD + p/ (D) + ¢(T, C, ) = 0,

to be solved in the time-space cylinder Q7 := I+ x {2 with time interval I7 :=
[0,7] and domain 2 C R? The diffusion tensors are assumed to be Lipschitz-
functions of the phase field @, they shall be symmetric, K;; = Kj;, D145 = D1,j;
fori,j=1,...,d, as well as elliptic and bounded,

k0|Z|2 S Kijzizj S l€1|Z|27 d0|Z|2 S Dl,ijzizj S d1|2|2 (44)

for all z € R? with positive constants ky < k1 and dy < d; independent of &. Here
and in the sequel, the sum convention is used. The function Dy : R? — R%? ig
Lipschitz and bounded. The function p represents the double-well potential p(®) =
1(9% - 1)2, and ¢ : R3 — R is a Lipschitz function. The differential equations
are supplemented by Dirichlet conditions for the temperature and homogeneous
Neumann conditions for concentration and phase field,

T = Tipe, (Dl(@)VC + Ds(C, @)V@) Vegt =0, VP Veyy =0 (4.5)
on St := Ir x 0f2, and by initial conditions
7(0,) = Tipe, C(0,:)=Cic and PY(0,:) = Dy, (4.6)

on (2. For simplicity of the notation the Dirichlet condition and the initial condition
of the temperature are given by the same function T3, that is defined on Q7.
Let us introduce some notation for function spaces. Spaces of functions with
continuous derivatives of order 3 are denoted by C?(Q), L.(Q) is the Lebesgue
space of functions whose r-th power has an integral, W*(Q) is the Sobolev space of
functions with derivatives of order k whose 7-th power is integrable, and H?(Q) =
WQH(Q) In anisotropic spaces of the type C**(I x Q) or W (I x Q) with time
interval I, the index k refers to the time variable and ¢ to the space variables.

4.1 Asymptotic expansion and the two-scale model

In order to construct a model that is suitable for a very small scale of the evolving
dendritic structures, we consider a sequence of problems of varying scale ¢ > 0,
study the limit ¢ — 0 of their solutions, and construct a limit problem that is valid
for the limit of these solutions. This limit problem may be used as an approximation
for situations with small but non-vanishing scale €.

Fig. 4.1. Periodic microstructure

This procedure is done for an idealized equiaxed dendritic microstructure that
consists of equiaxed crystals growing at the nodes of a uniform grid with edge length
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given by the scale parameter ¢, see Fig. 4.1. This situation is generated by the initial
data
Tl () = Thl@), P (0) = €0 (2, ) and &0(2) = @) (0, 2) (A7)

ibc

with functions T € Ly($2), CV,&\”) € Ly(2;C4(Y)). The domain Y is a unit
cell, by definition this is a bounded, simply connected Lipschitz domain with the
property that R? can be represented as union of shifted copies of Y with no in-
tersection of their interiors. For simplicity of the presentation, the volume of the
unit cell is scaled to one. The standard example for Y is the unit cube Y = [0, 1]¢.
The set C4(Y) contains all periodic continuous functions in R? with periodicity cell
Y, the subscript # indicates periodic boundary conditions with respect to y € Y.
Condition (4.7) describes instantaneous nucleation at time ¢ = 0 of a periodic dis-
tribution of nuclei. In order to obtain a well-defined asymptotic limit for e — 0, it
is necessary to scale some given data in dependence of €. Here it is assumed

¢=c&, a=c2ag, and D, =D, 1=1,2. (4.8)

The scaling of £ is obvious: if the size of a solid crystal is proportional to e, and
if we model this crystal by a diffuse interface model, then the width of the diffuse
interface must be bounded by const - € with a constant that is small compared to
the size of the crystal. Hence & is a small phase field parameter that is fixed in
the asymptotic expansion. The relaxation parameter « is scaled such that the total
relaxation factor a¢? in the phase field equation remains constant. The scaling of
the solute diffusivity is motivated by the fact that dendritic structures are created
by a competition between a diffusional instability and surface energy. At least one
of the diffusivities K or Dy, Dy has to be scaled in dependence of . Since solute
diffusivity is usually smaller than heat conductivity, it is natural to scale D; and
Dy. The fact that D, and ¢ are both scaled proportional to €2 does not indicate
that they are of similar size: in fact we expect Déo) to be of the size 1 and &y to be

small compared to Déo), but the relation D,/¢ is kept fixed.
In order to study the limit € — 0, the existence of an asymptotic expansion

ue(t,x) = uo(t,x, f) +€u1(t,x, f) +€2uQ(t,x, f) +- foru=T,C,P (4.9)

is assumed. The existence of such an asymptotic expansion is not guaranteed. The
result of the calculation will be justified in the next section. The gradient of a
function = — wu(x, ) is given by Vu = V,u + %Vyu, where V, and V, denote
the gradients with respect to the first and second variables of u, respectively. The
asymptotic expansions (4.9) and the formal relation V = V, + %Vy are used in
the differential equations (4.1)—(4.3). Then the coefficients of different powers of €
are compared, starting from the lowest order. For the #-dependent conductivities
we use a Taylor expansion that is abbreviated by K, = Ko + eK; + e?Ky + -+
with Ko = K(Pp) and analogous expansions for DEO) (P), Déo)(C, @). The validity
of these expansions with a remainder of order £ requires K, DEO) € Ch (R;Rdvd)
and Déo) cCr (RQ; Rd’d).

The problem of 1st order consists of the terms of order €2 in the heat
equation (4.1); these are

- Vy (KovyTo) = 0 in QT_QY = IT x 2 % Y',
To is Y-periodic with respect to .

The solutions of this problem are constant with respect to y, hence Ty (¢, z,y) =
To(t, ) is independent of y.
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The problem of 2nd order is given by the terms of order e~! in the heat
equation,

—Vy - (Ko(VyT1 + V. Tp)) = 0in Qroy,
Ty is Y-periodic with respect to y.

This is a linear elliptic equation for 7} with right hand side defined in terms of Tj.
Its solution can be represented by

d
Tl(tvxvy) = ZHj(tv'rvy) anTo(t,SC)

j=1
with the solutions H; of the local cell problem
—Vy - (KoVyH;) =V, - (Koe;), HjisY-periodic,

where e; is the j-th unit vector of R?. Both K{ and H; depend on &y.
The problem of 3rd order consists of the terms of order " in the heat equa-
tion, the diffusion equation and the phase field equation,

0Ty + LOyPy — Vy - (KO(vyT2 +V,h) + K1(V, 11 + vaO)) (4.10)
—Va - (Ko(VyT1 + V. Tp)) =0, '

8:Co — V- (D @0)V,Co) =V, - (DSN(Co, B0)Vy®o) =0,  (4.11)

o€ 0:Py — 5 Ay®o + p' (Do) + q(To, Co, Bo) = 0 4.12)

on Q70y, supplemented by periodic boundary conditions on 9Y for Ty, Cy and Pg.
Equations (4.11) and (4.12) do not contain any derivatives with respect to x. Hence
they can be interpreted as a set of differential equations defined on Q7y := I7 XY
for every parameter x € 2. Equation (4.10) is transformed into a macroscopic
equation for Ty = Ty(t, ) by integration with respect to y € Y. Due to the periodic
boundary conditions the V,--term disappears and the homogenized heat equation
is obtained,
0Ty + L@@o -V (K*(éo)VTo) =0

with solid volume fraction @ (t,z) := [y @o(t,x,y) dy and the effective heat con-
ductivity

d
K5(®) = /Y <Kij(q50)+ka(¢o)0ykﬂj(¢o)> dy.
k=1
The effective heat conductivity K} is symmetric, elliptic and bounded with the
same constants ko and k; as the original matrix K, see e.g. [JKO94] or [Ho97].
Let us sum up the obtained two-scale model. It consists of

e The macroscopic heat equation
O (To + LPy) — V- (K*(P9)VTy) =0 in Qro = I x 2 (4.13)
with boundary conditions and initial conditions

To =T on Szq=1Ir x 902 and Tp(0,") =T\ in 0.

ibc ibc

e The definition of the averaged phase field ®y(t,z) = [, Po(t,z,y)dy and the
effective heat conductivity

Ki5(®o) = /YKm(%)(éjk + 8y, Hj(%0)) dy (4.14)
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with the Kronecker symbol §;; via the solutions H; = H,;(Pg) of the local cell
problems
—Vy - (K(P0)(VyHj+e;)) =0 inY (4.15)

with periodic boundary conditions.
e The microscopic problems

8;Co — V- (D @)V, Co) — V,, - (DNCo, B6) V&) = 0, (4.16)
a0&g 01Dy — 5 AyPo + p' (Do) + q(To, Co, Bo) = 0 (4.17)

in Qry = I7 X Y with periodic boundary conditions and initial data

Co(0,z,y) = C.((,)) (z,y), Po(0,2,y) = @E?(m,y) fory €Y.

c

These equations must be solved for every point x € {2 of the macroscopic domain.

4.2 Analysis of the two-scale model

The existence of weak solutions to the two-scale model is proved in [Ec04c|, The-
orem 3.3, by a fixed point approach. Uniqueness of the solution is also proved in
[Ec04c], Theorems 3.4 and 3.5. The results can be summed up as:

Theorem 4.1. Let 2 C R? be a C%-smooth domain of dimension d =2 ord =3,
Y C R? be a unit cell, let K,D; : R — R%? be Lipschitz, symmetric and satisfy
the condition (4.4), let Tipe € WH(Q1) N H' (Ir; W (R2)) with r > d, s > 1
ford =2 and s > 6/5 for d = 3, Cie,Pic € Loo(2; Wy /"(Y)) N WH(£2; La(Y))
with £ > 1+ d/2, 0 < Cie < 1, suppose Dy € COH(R%R%) with Do(C,®) = 0
for C ¢ 10,1], p(®) = %(@2 — 1)2, g : R® — R is Lipschitz and satisfies the
growth condition |q(T, C,®)| < const(1 + |T'|+ |C|+|P|), and let L, &, o be positive
constants. Then there exists a unique weak solution (T, C,®) of the two-scale model

(4.13)—(4.17).

An estimate for the model error is derived in [Ec04b] under appropriate assump-
tions concerning the regularity of the solutions for both the original model and the
two-scale model. Let (T;, Ce, ®.) denote the solutions of the original model (4.1)—
(4.3), (4.5), (4.7) with the scaling (4.8) of the parameters and (Tp, Cp, Pp) be the

solutions of the two-scale model (4.13)—(4.17) with initial data Ti(b(i), c 431(-2). The

ic )
error estimate is done in terms of macroscopic reconstructions of scale € for the
solutions of the two-scale model:

ug(t,x) :=uo(t,z,x/e) foru e {T,C,P}.
The required regularity for the solutions of the original model is

1Tell 20 (Qra) T 1 TellLa(irsra2) +EllCellmza@rg) (4.18)

+el@ellpirzn@ra) + 10l Lac(@ra) + 1PellL(@ra) < consty

with a constant const; independent of . The solution of the two-scale model is
supposed to satisfy

To € WH3(Qro) N HY*P(Ir; HY(2)),

4.19
Co,Po € Lo (12:C**(Q1y)),  VaCo, VDo € Lo (2 W) (Q1v)) (4.19)

with parameters r > d+ 2, s > d and 3 > 0.
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Fig. 4.2. Macroscopic domain of the numerical example

Theorem 4.2. Let 2 C R? be a bounded Lipschitz domain and Y be a unit cell,
let K, D§O) e C? (R; Rd*d) be bounded and elliptic as described in (4.4), Déo) €

Co’l(R2;Rd’d) be bounded, q : R? — R be globally Lipschitz and p(®) = %(@2 — 1)2.
The solutions of the original model and the two-scale model satisfy the regularity

properties (4.18) and (4.19). Let
T (t,x) :=To(t, @) + eH;(t, 2, %) 8y, To(t, x)
be the first order term in the asymptotic expansion for the temperature. Then

ITe - TOHLDO(IT;Lz(Q)) +lICe - CSHLDO(IT;LZ((Z)) + P — égHLw(IT;Lz(Q))
+ ||T5 - TfHLz(IT;Hl(Q)) S const 61/2
with const independent of €.

This theorem guarantees an order of approximation /2 for the two-scale model.
The exponent of € is limited to %, because the two-scale model does not approximate
the original model of scale € close to the boundary of the domain. It must be
expected that the domain of an equiaxed dendritic crystal growing close to the
boundary is not a full shifted copy of €Y, but a subdomain obtained by intersection
with 2. This generates an additional error of order /2.

4.3 Numerical example

In order to illustrate the two-scale model we present the results of numerical com-
putations for two space dimensions. The computations are done with constant heat
conductivity K = 1 — hence no elliptic cell problem must be solved, — constant so-
lute diffusivity D1(®) = 1, D2(C,P) = —0.05 and latent heat 2L = 1. The function
q in the phase field model is given by

¢(Vy@,T,c,®) = (1 - %) - 1.2 arctan (55055 (T + 10- C — 36 - 2)).

The quantity o here is correlated with the surface tension for the sharp interface
limit £ — 0. Its dependence on V@ is introduced in order to describe the depen-
dence of the surface tension on the orientation of the surface. The problem can be
reformulated in terms of the function p = 10-C — ééﬁ — 2 that plays the role of a
chemical potential; the diffusion equation then takes the form

at(,u + %@) — Ay =0,
and the constitutive function ¢ in the phase field equation is
q(Vy®, T\, ®) = (1= 8°) - 1.2 arctan (15505 (1 + T))-
The precise form of o(V®) is
o(V®) = oo(1 — (m* — 1)y cos(m(O(VP) — 6y))),

where oy describes the average value, o1 is the strength of the anisotropy, m de-
scribes the symmetry pattern of the dendrites, ©(V®) is the angle between V@
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Fig. 4.3. Evolution of left and right crystal for ©9 = 0

spec. volume spec. surface

. . 0 . . .
0 0.05 0.1 0.15 0.2 0 0.05 0.1 0.15 0.2

time time

Fig. 4.4. Evolution of specific data for @y =0

and the z;-axis and @ is an offset angle. The special choice of ¢ involving the
arctan function is chosen in order to ensure that the minima of the potential for
fixed T, 1, V, P are kept at ¢ = +1, even for large deviations from the equilibrium
melting point; following the proposition of Kobayashi [K093].

Both the global heat equation and the microscopic problems are discretized by
bilinear finite elements on uniform rectangular grids. The equations are decoupled
by the time discretization in the following way: first a partially linearized version
of the phase field equation is solved with temperature, concentration and V,®
taken from the previous time step, then the diffusion equation is solved. This is
done for every grid point of the macroscopic grid, then the global heat equation
is solved. The decoupled linear equations are discretized with respect to time by
the Crank-Nicolson scheme. This gives a semi-implicit time-discretization of the
two-scale model, with an implicit discretization of the main parts of the differential
operators.

The examples to be presented are computed for og = 0.0002, m = 4, £ = 0.005,
a =5 and o1 = 0.05. The initial conditions are T = —0.1 and u(T,¢,d) = —0.1,
this adds up to a total initial undercooling of —0.2. The unit cell for the microscopic
problem is Y = [0, 1]2, the initial solid nucleus is a sphere of radius 7 = 0.05 located
at the midpoint (0.5,0.5) of Y. The boundary conditions are periodic boundary
conditions for the microscopic problems and given heat fluxes for the macroscopic
equations. The macroscopic domain is {2 = [0, 2] x [0, 0.5]; we prescribe homogeneous
heat fluxes VT - veye = 0 on [0,2] x {0}, {2} x [0,0.5] and [0,2] x {0.5}, on the
remaining part {0} x [0,0.5] of the boundary we prescribe the heat flux VT - ve,s =
—1. The macroscopic equation is discretized by a uniform rectangular grid with
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Fig. 4.5. Evolution of left and right crystal for ©¢ = 0.4

spec. volume spec. surface

. . 0 . . .
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time time

Fig. 4.6. Evolution of specific data for ©¢g = 0.4

19 x 1 elements; it is essentially one-dimensional, the crystals evolving at the same
x1-position are equal. The microscopic problems are solved with uniform rectangular
grids of 300 x 300 elements. The time step is At = 2 - 1075, the final time of all
computations is ¢t = 0.2.

The figures show the results for three different orientations ©y9 = 0, Oy = 0.4
and ©p = 7 /4 for the anisotropy of the surface tension. Figures 4.3, 4.5 and 4.7
show the evolution of the left and right crystals from the initial time ¢t = 0 to
t = 0.2 in twenty steps. The left crystal is that growing at x; = 0, the right that
at x1 = 2. Due to the boundary cooling at 1 = 0 the left crystal grows quickly,
whereas the right one evolves rather slowly; its driving force is limited to the initial
undercooling. For the left crystal, the offset angle ©y = 0 leads to shorter dendrites
than the other angles, here the interaction of neighboring crystals happens earlier
than in the cases Oy = 0.4 and ©y = 7/4. This effect is not visible for the right
crystals which are in an early stage of their evolution. In Figures 4.4, 4.6 and 4.8 the
evolution of the specific data (specific volume and specific surface) is depicted for
selected crystals in a row in xi-direction, the number corresponds to the position
of the crystal, starting with position 1 at x; = 0. Further examples are presented
in [Ec04a] and [Ec04b].

4.4 Some remarks on the numerical analysis

Error estimates for simple finite element discretizations of both the original model
for scale € and the two-scale model are derived and compared in [Ec02]. For linear or
bilinear finite elements on a grid with mesh size h and a discretization with respect
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Fig. 4.7. Evolution of left and right crystal for ©g = /4

spec. volume spec. surface

. . 0 . . .
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time time

Fig. 4.8. Evolution of specific data for ©g = 7 /4

to time by an implicit Euler scheme with time step At, the error for the original

model of scale ¢ is
B 2
consty ((E) + At) .

This estimate reveals the typical convergence properties of the chosen discretiza-
tion for parabolic equations: convergence of second order with respect to the space
variables and of first order with respect to time. The factor 1/e of the mesh size h
accounts for the obvious fact that the microstructure starts to be properly resolved
for h < ¢ only. The discretization of the two-scale model uses a global grid for the
macroscopic heat equation defined on {2, at each node of this global grid the local
cell problem defined on Y is solved with a local grid for Y. The mesh size of both
grids is related to hg, the time step is again At. Then the error estimate for the
two-scale model is
consto (h% + At) )

Obviously no dependence on ¢ is present here. In order to have comparable compu-
tational complexity, the mesh sizes hg for the two-scale model and h for the original
model should scale according to hg ~ vh. Respecting also the model error of order
€'/2 for the two-scale model we conclude that the two-scale model is superior, if the
mesh size used for the original model is larger than the threshold h. = constge?/4
with a suitable constg.
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4.5 Conclusion

The presented two-scale model is an approximate model for a problem with scale
¢ of the microstructure, with increasing accuracy for decreasing . Numerical com-
putations with this model are valid for a whole range of microscale parameters
e € (0,&0] with the appropriate diffusivities. The model is suitable for material with
fast heat diffusion and slow solute diffusion, where the temperature is assumed to be
essentially constant on the microscopic scale, while the solute transport is neglected
on the macroscopic scale.

Extensions of the presented two-scale model may be possible for more complex
physical phenomena, for example phase transitions with convection, and physically
more realistic situations, in particular for non-periodic microstructures. The exten-
sion to models with convection is probably possible by the application of techniques
similar to those presented here to available phase field models that include convec-
tion, see e.g. [AMWO00], [BDSKT99], [NWRS00]. For phase transitions with density
differences between solid and liquid — where convection cannot be avoided — it
may be necessary to use a unit cell that is fixed in Lagrangian coordinates but moves
and deforms with the flow in an Eulerian description. Non-periodic microstructures
can be described by a probabilistic description of the initial conditions, then it is
possible to apply techniques of random homogenization of the type described in
[JKO94]. A corresponding stochastic version of the two-scale model can be found
in [Ec04a).

A Facts on evolving surfaces and transport identities

Let I7 = (0,7) C R be a time interval and let m,d € N with m < d.
Definition A.1. (X})ier, s an evolving m-dimensional surface in R if

1. for each t € I, the surface Xy can be parameterized over a fized smooth ori-
entable submanifold U C R™*1,

2. the set X' := {2’ = (t,z) : t € I7,x € ¥} C R xR is a smooth m + 1-
dimensional surface,

3. the tangent space T, X' is nowhere purely spatial, i.e., Tp X' # {0} x V with
V2 R™.

The spatial tangent space of dimension m in x € 3, is denoted by T, Y, the spatial
normal space of dimension d —m by N, %; := (T,X;)*. There is a unique vector
field vy : X’ — Rt such that (1,ve(t,z)) € T, X and v (t,z) € N, X4; vs(t, z)
is the vectorial normal velocity of the evolving surface. It can be verified that

Ty X ={(s,sve(2") + (0,7): s € R,7 € T, X},
Np X' = {(—vx(@) v,v): v e NI}

Let ¢ be a smooth scalar field on X’. The derivative
°p(") == 01 vy @ne(a) inz’ = (t,x) € ', (A1)

is the normal time derivative of ¢ in 2’ and describes the variation of ¢ when
following the curve 6 — ¢(§) € Y45 defined by ¢(0) = z and 9sc(d) = v (t+9, ¢(d)),
§ € (t — do,t + o) with some small 55 > 0.

Let (7% (t,x))7~; be an orthonormal basis of T, X,. By 0,,¢(z) the differential
of ¢ into direction (0,7x) € T,/ X" is denoted. The surface gradient of ¢ in z’ is
defined by Vxo(2') := >"1-, O p(2’) T € Ty ;. Let ¢ be a smooth vector field on
X’ The surface divergence of ¢ in 2’ is defined by Vx - (') := 3" | 0-. (') - 7.
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If m = d—1 the normal space N, X; has dimension one, and X" is orientable. Then
there is a smooth vector field vy of unit normals, vx(z') € N, Xy, |vs(2’)]2 = 1.
The (scalar) curvature and the curvature vector then are defined by

Ky :=—Vx-vs, Ky = KxUs. (A.2)
Moreover, the (scalar) normal velocity then is defined by
Uy =V - U, (A.3)
and the following relation, derived in [Gu00], Chapter 15b, holds:
0°vy = —Vsvs. (A4)

Definition A.2. IV := (I}): is an evolving m-dimensional subsurface of X' if

1. the set I} is a relatively open connected subset of Xy for each t € I,

2. the boundary OI'" = (OI%): consists of a finite number of evolving m — 1-
dimensional surfaces such that, locally for each t € Iy, OIy is the graph of
a Lipschitz continuous map.

A vectorial normal velocity vgr can be assigned to the pieces of OI'" while I
obviously has the same vectorial normal velocity as X/, namely vy.

In some point x € 91} the tangent cone on [} is denoted by T, [3. If x is in
the interior of one of the pieces the cone is a half-space of T, Y;. Besides then the
boundary of T, I} in T, X; coincides with the tangent space of the boundary 013, i.e.,
0TIy = T,0I%. In such points z there is a unique unit vector 7 € T, X NN, 0l
with 7 - 7 < 0 for all 7 € T,I};. This vector 71 is said to be the external unit
normal of I} with respect to Y.

Let m = d—1 and d < 3. First, a divergence theorem is stated for a smooth
surface with piecewise smooth Lipschitz boundary like I; as in Definition A.2:

Theorem A.3. ([Be86], Corollary 4 ) In the above situation there is the following
identity:

(Vs p+EKEx @) de(z):/ @ - TrdH™ L.

Iy oIy

If ¢ is a tangent vector field then k5 - ¢p = 0 so that one gets the usual divergence
theorem on surfaces. It should be remarked that the proof in [Be86] is performed
for smooth I} but there is a brief note on the above case of a piecewise smooth
boundary at the end of Section II(2). Finally, a transport identity is stated:

Theorem A.4. ([Be86], Theorem 1) In the above situation it holds for everyt € It
that

d m
a (/pfd” )

Remark A.5.If vy = 0 and kx = 0 then I} is flat, 0° reduces to 9; and vy is
tangential. Altogether, the Reynold’s transport theorem is obtained.

:/ (8°<,07<va~;¢2) de+/ (@Vap~7‘p) de_l.
I

t ol
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