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Anisotropic solid-liquid interface kinetics in silicon:
An atomistically informed phase-field model
Sibylle Bergmann, Daniel A. Barragan-Yani, Elke Flegel,
Karsten Albe, Barbara Wagner
Abstract
We present an atomistically informed parametrization of a phase-field model for describing the
anisotropic mobility of liquid-solid interfaces in silicon. The model is derived from a consistent set
of atomistic data and thus allows to directly link molecular dynamics and phase field simulations.
Expressions for the free energy density, the interfacial energy and the temperature and orientation
dependent interface mobility are systematically fitted to data from molecular dynamics simulations
based on the Stillinger-Weber interatomic potential. The temperature-dependent interface velocity
follows a Vogel-Fulcher type behavior and allows to properly account for the dynamics in the
undercooled melt.

1

Introduction

The growth of silicon is relevant for a wide range of technological processes in semiconductor industry, including the production of polycrystalline silicon for photovoltaics by electromagnetic casting
(EMC), edge−defined film feed (EFG) methods, ingot directional solidification techniques, and also
liquid phase crystallization. Currently, over 90% of the commercial solar cells are made from single- or
multi-crystalline silicon. The production volume of solar cells using the multi-crystalline silicon is higher
than that of single-crystalline silicon. In order to obtain a detailed understanding of the interplay of
process parameters and the resulting microstructure, computer simulations have become an increasingly important tool. However, modeling of nucleation processes and growth morphologies requires
a quantitatively correct description of anisotropic interface energies and mobilities of the crystal-melt
interface.
Simulations of the solidification of multi-crystalline Si including the evolution of grains can be divided
in macroscopic, microscopic and atomistic methods. On the macroscopic scale, cellular automata and
geometric models were proposed, which are most efficient, but lack some physical details. Atomistic
molecular dynamics simulations have been successfully applied to simulate solidification of silicon
and thus offer a route for revealing details of the growth kinetics [7, 8, 35]. Because of the enormous
computational effort, however, these models are restricted to relatively small system sizes of typically
not more than a couple of million atoms. This is why for modeling phenomena on the microscopic
scale, phase field models (PFM) have emerged as a promising and powerful tool for simulating free
boundary problems with complex morphological evolution Since the transport equations for heat and
mass and the phase field are solved simultaneously, the effects of surface tension, nonequilibrium,
and anisotropy can be directly included. PF models are based on physical parameters and can take
into account anisotropies of interface energies and mobilities.
In the context of silicon grain growth phase field models face, however, several challenges. The large
anisotropy of interface energies and directional dependent mobilities determine in a delicate way the
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combination of occurring facets. Moreover, the solidification process is in general much slower than
for metallic systems and thus there is smaller thermal gradients. A technical drawback of PFM lies in
the fact that the minimum mesh size has to be smaller than the interface thickness, while a realistic
interface thickness is only on the order of the capillary length approximately several Ångstrom. The

large body of literature on phase-field models for transitions between liquid and solid phases has been
reviewed, for example in Boettinger et al. [4], Wheeler et al. [44] and more recently in Moelans et al.
[31] and in the context of solidification and dendritic growth by Steinbach [39]. Especially, for the
problem of excimer laser annealing of a Si layer on an amorphous substrate Magna et al. [29] and Shih
et al. [38] developed specific phase-field models based on coupled equations describing the thermal,
phase and impurity redistribution during the annealing process. A recent review on liquid thermal
annealing was published by Fisicaro et al. [14]. However, in the PFM existing studies dealing with
silicon mostly qualitative assumptions on free energy densities, anisotropic interface energies and
mobilities were used. On the other hand, detailed information on melting points, interface velocity
and formation of defects during crystal growth are in principle available from molecular dynamics
simulations and can directly be used. Therefore, it seems natural to ask if both modeling approaches
can be combined to yield quantitative accurate models, that are amenable to large scale simulations.
This has been the concern of a number of studies in recent years, where it has been shown how
atomistic molecular dynamics computations can be used to obtain quantitative information for kinetic
and thermodynamic properties to correctly predict the dynamics of the corresponding multi-phase
systems using phase-field models. In the context of dendritic solidification, for example, Hoyt et
al. [20] developed a method for extracting anisotropic interface energies from atomistic molecular
dynamics simulations and used them in in a phase-field description with weak anisotropy of the
solid-liquid interface. Similarly, Bragard et al. [5], derived PF-parameters for predicting the dendrite
growth velocity as a function of undercooling in pure Ni. A more detailed overview on these problems
can be found in Hoyt et al. [21]. For the solidification of the alloy systems of NiZr, Danilov et
al. [9] and Guerdane et al. [19] addressed the more fundamental question if molecular dynamics
simulations and the phase-field approach can give quantitative equivalent results. At least for these
specific alloy systems they found good agreement in quantities such as the melting rates by comparing
their numerical results.
Interestingly, there is no published study in which the thermodynamic parameters of a phase-field
model for solidification of silicon are extracted from atomistic simulations, although some relevant
data are available [6, 12, 3, 18]. Thus, the focus of this study is to establish a phase-field model, where
the complete set of necessary parameters is derived from molecular dynamics simulations based on
the Stillinger-Weber interatomic potential for Si. In particular, we incorporate a consistent description
of the Vogel-Fulcher-type temperature dependence of the interface velocity of Si. In order to establish
the necessary phase-field parameters we investigate three distinct planar interface orientations.

2

From an atomistic to a phase-field description

In the diffuse interface description the transition between a liquid and crystalline phase is introduced
by a phase-field variable p(x, t). It is a function in space and time that varies from p(x, t) = 0 in
the liquid state to p(x, t) = 1 in the crystalline state. In the simplest setting for a pure melt in the
isothermal case a free energy functional

Z
Φ(p, T ) =

F (p, T ) +
V
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can be derived from thermodynamic considerations [4]. The bulk free energy density F (p, T ) is a
function of the phase-field variable and temperature. The gradient energy coefficient σ is related to
the steepness or width of the transition from the liquid to the solid phase. For anisotropic interfacial
energies, this also depends on the orientation angle normal to the contours of constant p as shown
in Refs. [25, 30]. Since we consider a one-dimensional model, different σ parameters are chosen
depending on the given interface orientation {hkl}, denoted by σ{hkl} . Upon minimization of the
decreasing free energy functional Φ(p, T ) the evolution equation for p(x, t) is obtained as

∂p
PF
= −M{hkl}
∂t




∂F
2
(p, T ) − σ{hkl} ∆ p ,
∂p

(2)

PF
denotes the interfacial mobility parameter of the phase field describing the relaxation
where M{hkl}
PF
dynamics of the interface. The mobility parameter M{hkl}
depends on temperature and also on interface orientation.

As schematically sketched in Figure 1, the free energy density F is convenientally chosen as doublewell potential with minima at p = 0 for the liquid and p = 1 for the crystalline phase and with a
maximum in between. We choose a fourth order polynomial in p with temperature dependent coefficients. The temperature dependent minima correspond to the free energies of the liquid and solid
phase and can be calculated from atomistic simulations by thermodynamic integration (see Section
3.2).
By measuring the normal velocity

v = MF

(3)

of a moving flat interface in a molecular dynamics simulation (see Section 3.4) one can directly
determine the orientation dependent mobility M of a solid-liquid interface. The driving force F is
determined by the free energy difference of the liquid and solid phase at a given temperature and can
be independently calculated. However, the thermodynamic mobility M obtained in such a manner,
cannot be used as parameter in a phase-field model. The reason is that in a phase-field simulation the
system has to overcome the barrier Bkin dividing the two potential wells as sketched in Figure 1. This
contributes to the mobility and, thus, the mobility parameter M P F cannot be identical to M . This is
a fact, which is often disregarded in parametrizations for recrystallization phenomena.

Figure 1: Example of the bulk free energy density F and its kinetic barrier Bkin at temperature 400K
(less than Tm ). Bkin is the kinetic barrier, that has to be overcomed to pass from one phase into the
other.
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The second term of the integrand in equation (1) describes the crystal-melt interfacial energy, which
scales with the coefficient σ{hkl} . For a given interfacial energy γ{hkl} , which can again be obtained
from molecular dynamics simulations, and a fixed interface width ε{hkl} , one can adjust Bkin and σ .
The relations between Bkin , σ{hkl} , γ{hkl} and ε{hkl} are

Bkin (Tm ) =

γ{hkl}
,
ε{hkl}

σ{hkl} =

p
2γ{hkl} ε{hkl} ,

(4)

as given in Ref. [1].
Again, it should be noted that the parameter σ is often considered as freely adjustable. Thus, for
a given interface energy, rescaling the σ parameter for numerical reasons is equivalent to rescaling
of the interface width, which in turn means that the parameter Bkin needs to be readjusted, if the
interface energy shall remain unaffected.
In this paper, we choose ε{111} = 1nm as a physical parameter describing the width of the interface
for the {111} growth plane and use interface velocities, interfacial energies and free energy densities
obtained from molecular dynamics simulations.
The velocity versus temperature relationship is fitted to an equation describing the competition between kinetics and thermodynamics of the crystallization process. In Section 4.3, the remaining parameter of the phase-field model, the mobility M P F , is then obtained by a shooting method applied
to (2) in one dimension, such that the crystallization velocity of the phase-field simulation agrees
with the growth velocity calculated by means of molecular dynamics, which we prove numerically in
Section 4.4.

3
3.1

Atomistic model and parameter calculation
Method

Molecular dynamic calculations are performed using the Stillinger-Weber (SW) interatomic potential
for silicon [41], which describes the structure of the molten phase realistically, and reproduces the
experimental melting point [27, 28, 24, 37]. We calculate thermal properties and interfacial velocities
with the widely used LAMMPS code [34] and obtain free energy densities via using the MD++ code
[36]. In Table 1 we present a summary of the thermal properties obtained using the SW potential
along with results form previous simulations and experiments.
We initialize a simulation box containing 4096 atoms in the diamond structure and heat it up. For
doing so, we apply a Nosé-Hoover thermostat with a rate of 1013 K s−1 . After melting occurs, we
cool it down with the same rate and calculated the specific heat and latent heat from the average
total energy. Clearly, the specific heat and melting point are in good agreement with the experimental
finding. The latent heat, in contrast, is low compared to experimental measurements. The reason
is that we describe the solid phase and the liquid phase by a single empirical model despite their
MD
different bonding mechanisms [36]. The melting point Tm
calculated from a simulation cell with
solid-liquid phases co-existence is almost exact compared to the experimental value of 1683 K and in
good agreement with earlier simulations [13, 16]. If the intersect of free energies calculated by the
adiabatic switching method at constant volume is used (see Section 3.2) the calculated melting point
TmV = 1697.12K is slightly higher. In order to be consistent with the free energy data, we use TmV as
melting temperature for the phase-field model.

DOI 10.20347/WIAS.PREPRINT.2386

Berlin 2017

Solid-liquid interface kinetics in silicon

cp,solid
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exp.
data
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cp,liquid
−1

K

]

−1

[J mol

−1

K

∆Hm [kJ mol−1 ]

TmM D [K]

TmV [K]
1697.12

]

26.9

28.7

31.7
30.9 [6]

1683
1682 [16]

26-29 [11]
(900-1687 K)

27.2 ± 1.5 [11]

50.25 ± 0.6[11]

1683[41]

MD
Table 1: Heat capacity, latent heat, and melting point of silicon. Tm
is the melting point obtained from
V
moving interface simulations, Tm is the melting point obtained at constant volume from the adiabatic
switching method (see Section 3.2)

3.2

Free Energy Densities

For calculating the free energy density, we use a supercell with 512 atoms and periodic boundary
conditions in all three directions. The actual calculation of the free energy is performed using both
adiabatic switching and reverse scaling [43, 10] as implemented in the MD++ software package by
Ryu and Cai [36]. In order to be consistent with our phase-field model, we modify the code such
that an NVT ensemble is used, the initial volume for both phases - solid and liquid - is equal to the
equilibrium volume of the crystalline silicon supercell at 0 K. The free energy density is calculated
then by dividing the obtained free energies by that same volume. Furthermore, in our approach we

Figure 2: Minimum values for the free energy density for liquid/amorphous (f0 (T )) and crystalline
(f1 (T )) equilibrium to the SW potential for a temperature range of 200 −2000 K. The free energy
equilibrium values are calculated with the codes provided by Ruy and Cai [36]. For the liquid branch,
Tg points out the glass transition. The free energies for the amorphous phase were calculated by
Broughton and Li [6].

include the free energies of the amorphous state calculated by Broughton and Li [6]. The results are
presented in Figure 2. The melting point used in the phase-field model is the one obtained from this
V
free energy calculation, Tm
= 1697.12 K, which is the temperature at which the amorphous/liquid
and solid free energies intersect. We point out that this value does not correspond to the experimental
value or to the values obtained from direct interface calculations (see Table 1). The reasons for this
discrepancy are the NVT ensemble we used for the free energy calculation and a numerical error in
the adiabatic switching and reverse scaling methods, used for a large temperature intervals like the
one we analyze.
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Interfacial free energies
Orientation

{100}

{110}

{111}

γ(Tm ) in eV/Å2

0.026

0.0218

0.0212

Table 2: The crystal-melt interface free energies γ at the melting point Tm for the orientations {100},
{110} and {111} calculated by Apte and Zeng in [2].

Interfacial free energies calculated with the SW potential are available in literature from Apte and
Zeng [2], who used molecular dynamics to determine γ{100} , γ{110} and γ{111} at the melting point.
Their mean values are given in Table 2. The most densily packed (111) orientation has the lowest
interface energy, while the (110) direction exhibits nearly the same excess energy. This is obviously
at odds with the equilibrium shape of Si grains embedded in a melt, which show a Wulff shape with
(111) and (100) facets only. Thus, γ{110} is obviously underestimated by the SW-potential. Since the
purpose of this study is to devise model parameter, which allow to directly combine phase-field and
molecular dynamics simulations with consistent model parameters corresponding to the SW potential,
we adopt these values for our parametrization.

3.4

Interface velocities

We calculate interface velocities from molecular dynamics simulations of moving planar liquid-solid
interfaces with different crystallographic orientations at constant temperature T ∈ [800K, 2000K].
For this, we initialize a simulation box of about 43 x 43 x 130 Å which contains 12,000 - 13,000
atoms, depending on the crystal orientation, with periodic boundary conditions in all three directions.
The box sizes in x- and y -direction are adjusted in order to obtain a single crystal without lattice
defects near the boundaries of the box.
We start our simulation with an equilibration phase using a Nosé-Hoover thermo- and barostat for
10 ps at the desired temperature in order to consider thermal expansion of the box. One timestep
corresponds to 1 fs. The box dimensions are left free to vary independently of each other. For the case
of temperatures below the melting point, the crystalline part of the box (about 1/12) is equilibrated
at the desired temperature. The remaining atoms are melted at 1000 K above the melting point and
MD
. While melting, the box dimensions in x- and y -direction
then cooled to a temperature near Tm
are fixed, but in z -direction the box is allowed to shrink or expand. Finally, we run the crystallization
for some nanoseconds with a global thermostat at the desired temperature. The x- and y -dimensions
are fixed again, but not in the growth direction. For the case of temperatures above the melting point
the procedure is analogous. In this case, the lower part of the box (about 1/12) is heated up to the
desired temperature and, therefore, is melted, while the upper part of the box is kept crystalline with
MD
a temperature near Tm
. Then, for some nanoseconds, the complete simulation box is connected to
MD
global thermostat at the desired temperature above Tm
.
To extract the velocity of the interface, one first has to determine its position at each timestep. There
are numerous ways to do so (see Ref. [27]), for instance, by monitoring the particle density or the
atomic potential energy. The observed parameter only has to fulfill the condition that it is sufficiently
different in the solid and liquid phase. In this study, we choose the centrosymmetry parameter [23],
which can be calculated for each atom within LAMMPS. It is zero for an atom in a perfect lattice,
and gives a positive value for disturbed atomic environments. The average of the centrosymmetry
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parameter over one atomic layer perpendicular to the growth direction (corresponding to some hundreds atoms) results in a centrosymmetry of 8.5-11 for a liquid layer and 12-13.5 for a crystalline
layer. We find that the centrosymmetry of melt and crystal is dependent on temperature, as shown in
Figure 3. Therefore, we take the mean value of the centrosymmetry of crystal and liquid the critical

Figure 3: Dependence of the average centrosymmetry parameter of melt and solid on temperature.
The mean value CScrit (T ) is used to determine the position of the crystallization front.

value CScrit in order to distinguish liquid and solid atoms. Using the centrosymmetry method, the
isothermal interface velocities are finally determined for certain temperatures in the range 800 K to
2000 K for the Stillinger-Weber potential.
The latent heat and the heat capacity determine (together with heat conductivity) how much heat is
generated in a crystallizing sample at the moving interface and how fast it is conducted away. It was
shown by Monk et al. [32] that due to the release of latent heat, the actual interface temperature can
differ from the one which is set by the thermostat. Thus, Monk et al. proposed to use multiple thermostats, from which each one only sets the temperature for a volume element smaller than 20 Å in
thickness. They simulated the scenario for pure Ni. Our temperature calculations during crystallization show a flat temperature profile over the whole simulation box. This indicates that heat is taken
away fast enough by one global thermostat and did not influence the crystallization velocity.
Another important feature of silicon is the presence of an amorphous phase, if there is a significant
undercooling. This is captured by our isothermal conditions for the moving interface and results in a
Vogel-Fulcher type dependence of the interface velocity on temperature [40, 17, 42].
However, in order to feed the phase field model with these information, we need an analytical expression for the growth velocity. The growth velocity is described by the product of driving force P and
mobility M , which is formulated for an atomically flat solid-liquid interface by Jackson [22] as

v = M · P = f · A · ν · P,

(5)

where
f represents the percentage of favorable growth sites (i. e. steps) on the crystal surface, A =
√
3
Ω the cube root of the atomic volume, ν the attempt frequency of atom jumps over the interface
and P the driving force for crystallization. Within transition state theory [22] the interface velocity is
given by the difference between the velocities of crystallization and melting:


 


Q
∆G
v = v0 · exp −
· 1 − exp −
,
kT
kT
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where Q is activation energy associated with atomic mobility and ∆G is the Gibbs free energy difference between the two phases. The last term in brackets is the thermodynamic driving force for
crystallization F , and can be approximated by a series expansion, which we develop upto second
order to obtain




F =

1 − exp −

∆G
kT

≈

∆G
kT

(7)

In [45], Wilson derives the term d · ν in equation (5) as 6D/d with the diffusion coefficient D.
Frenkel [15] refines this expression further by replacing the diffusion coefficient with the StokesEinstein relation

D=

kT
,
3πηr

(8)

wich describes the diffusion of a spherical particle with radius r in a liquid with viscosity η . As a
first approximation, the mobility of a particle in the liquid follows an Arrhenius function. However,
from the enthalpy as a function of temperature from the Section 3.1, we noted the occurrence of a
glass transition. Specifically, when approaching and crossing Tg the mobility of the atoms in the melt
is reduced and diffusion is slowed down drastically. The Arrhenius description does not describe this
behavior of glass-forming melts. To overcome this problem, Vogel [42] and Fulcher [17] introduced
an empirical relation allowing the increase in viscosity when approaching the glass transition


η = η0 · exp

A
T − TV F


,

(9)

where η0 and A are constants and the Vogel temperature, TV F , lies about 50 K below the glass transition temperature. By replacing the Arrhenius- with the Vogel-Fulcher-expression, we finally obtain



2f · ∆Hm
A
∆G 6D
·
=
· (Tm − T ) · exp −
v=f·
.
kT
d
3πη0 rd · Tm
T − TV F

(10)

The resulting velocity-temperature relationships are depicted in Figure 4, where we fit our measurements with the Vogel-Fulcher expression (10).

Figure 4: Crystallization velocity over temperature for silicon with the Stillinger-Weber potential, fitted
by a Vogel-Fulcher equation(10).

The small velocity of the {111} interface is related to its dense packed structure and low energy,
which does not provide favorable sites for the attachment of atoms. Therefore, a nucleation step has
to take place before a new {111} layer can grow.
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The growth of {110} and {100} interfaces is not nucleation limited, since there are always favorable
growth sites present. The {100} surface exhibits the fastest growth. As a rule of thumb, the relation
between the maximum velocities v{100} : v{110} : v{111} of the fitted curves is about 1:0.8:0.4 for this
potential. The difference in growth velocity of {100} and {110} is related to the factor f in equation
(5) since all other terms are bulk properties and not orientation dependent. To approach the factor f
theoretically, we calculated the density of favorable sites by the density of {111} planes ending at a
{100} surface. This is given by

ρ{100} =

sin α{100}
,
d

where d is the distance of {111} planes and α{100} the angle between the {111} and {100} plane. If
√
one compares ρ{100} and ρ{110} a relation of 1:1/ 2 or 1:0.7 is found, which is in rough agreement
with the relation derived from the simulation. Alternatively one can count the number of broken bonds
per area at the surface, which gives an identical result.
Compared to literature values for MD simulations, we find values of 18 m s−1 to 20 m s−1 for Stillinger {100} and 9 m s−1 to 14 m s−1 for {111} [27, 28, 24], which is in good agreement with the
above measured values. From experiments, velocities of 1.6 m s−1 are reported by Kuo [26] and
14 m s−1 by Ohdaira [33], so that we conclude that the results for the Stillinger-Weber potential are a
good representation of the anisotropic growth velocity of silicon crystals.

4

Atomistically informed phase field parameters

In this Section, we derive the parameters for the phase-field model



∂ 2 p ∂F
∂p
PF
= M{hkl} (T ) σ{hkl} 2 −
(p, T ) ,
∂t
∂x
∂p

(11)

where the one dimensional phase-field variable p : R × (0, τ ) → [0, 1] varies between 0 and 1 to
describe the two bulk states: liquid (p = 0) and solid (p = 1) and the interface region between the
bulk states (0 < p < 1), as already mentioned in Section 2.
Our main focus is that (11) reproduces the interface velocities calculated in Section 3.4, while all
parameters are carefully chosen, such that they are consistent with molecular dynamics with the
Stillinger-Weber potential. Since we have from molecular dynamics information about the three crystallographic orientations {100}, {110} and {111}, we also derive the model parameters for this orientations, which are indicated with the indices hkl in (11).
At first step we derive the bulk free energy density F with the help of our molecular dynamical results
described in Section 3.2. In Section 4.2, we incorporate interface energies from literature, which are
also calculated via molecular dynamics with the Stillinger-Weber potential. Finally, in Section 4.3, we
adapt the mobility parameter M P F , such that the model reproduces interface velocities from Section
3.4, which we prove numerically in Section 4.4.

4.1

Polynomial describing the bulk free energy density

A free energy density F (p, T ), which has the form of a double-well potential in p, can be established
as a polynomial of fourth degree, which is one of the common forms for F . Here, the coefficients
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Figure 5: The double-well potential at different temperatures. At the melting point Tm , the two minima
of the bulk free energy density have the same value.

may depend on the temperature and we assume the expression

F (p, T ) = a0 (T ) + a1 (T )p + a2 (T )p2 + a3 (T )p3 + a4 (T )p4 .
Since the equilibrium states for the bulk free energy density are represented by the two minima
of the double-well polynomial, we choose the coefficients a0 , . . . , a4 , such that (0, F (0, T )) and
(1, F (1, T )) are the minima points of F . Then, we equip the free energy density F of the phase-field
model with the equilibrium values of the atomistic free energy and via polynomial interpolation, such
that we obtain two polynomials, f1 (T ) for the crystalline values in Figure 2 at p = 1 and f0 (T )
for the amorphous/liquid values at p = 0. With respect to the condition, that f1 and f0 represent the
minima of F , the free energy density has the form

F (p, T ) = f0 (T ) + a(T )p2 − 2(a(T ) + 2H(T ))p3
+(a(T ) + 3H(T ))p4 ,

(12)

where H(T ) = f0 (T ) − f1 (T ). Note here, that H(T < Tm ) > 0. For the remaining degree of
freedom a(T ) in (12) yields:


a(T ) >

0
T ∈ [0, Tm ]
−6H(T ) T > Tm .

(13)

This expression for F fulfills F (0, T ) = f0 (T ) and F (1, T ) = f1 (T ) for the minima. Details of the
derivation of (12) and (13) are given in the A.1.
Furthermore, the maximum point of F is (µ(T ), F (µ(T ), T )) with

µ(T ) =

a(T )
∈ (0, 1).
2a(T ) + 6H(T )

(14)

The calculation of (14) is described in A.2. Hence, as we indicated in Section 2, for the line g(p)
which is tangent to both of the minima of F , the energy barrier Bkin , that has to be exceeded to get
from one equilibrium phase to the other, is the difference of the function values of the maximum
F (µ) and g(µ). At the melting point Tm , the two minima of F have the same function value and thus
Bkin (Tm ) is the difference of the function value of the maximum of F and the function value of the
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minima. Since the function values of the minima are then f0 (Tm ) = f1 (Tm ), with equation (14) the
maximum point at Tm has the simple expression

(µ(Tm ), F (µ(Tm ))) = (1/2, f0 (Tm ) + a(Tm )/16).
Hence, the kinetic barrier at the melting point has the form

Bkin (Tm ) =

a(Tm )
.
16

(15)

The kinetic barrier closely relates to the interface energy γ , which we discuss in Section 4.2, where
we also determine Bkin and hence with (15) the remaining degree of freedom for the bulk energy.

4.2

Interfacial free energy and width

We derive the gradient energy coefficient σ and the degree of freedom a in the free energy density (12)
consistent with the interfacial energies obtained in Apte and Zeng [2], who used molecular dynamic
simulations. We note that for the calculation of σ and a, we presently use only the values for the
equilibrium state and hence make a independent on the temperature, since there is no literature with
values of temperature dependent interface free energy calculated by means of molecular dynamics
with Stillinger-Weber potential for Si. But after all, the mobility parameter M P F will compensate
the missing temperature dependence at this point.
Since Allen and Cahn [1], we know the relations between the interfacial energy coefficient σ in the
phase field model, the modeled interface thickness ε, the interfacial free energy γ and the modeled
kinetic barrier Bkin .
At the melting point T = Tm the relations are

r
γ{hkl} (Tm ) ≈ σ{hkl}

1
Bkin (Tm ),
2

σ{hkl}
l{hkl} ≈ p
.
2Bkin (Tm )

For convenience we set

γ{111} (Tm )
a
= Bkin (Tm ) =
,
16
l{111}

σ{hkl}

q
= 2γ{hkl} (Tm ) l{hkl} .

(16)

For the crystal orientations {100}, {110} and {111}, Apte and Zeng [2] obtained as the crystal-melt
interfacial free energy γ , see Table 3. We assume for orientation {111} an interface thickness of
ε{111} = 1 nm and find a kinetic barrier of Bkin ≈ 0.002 eV/Å3 . Hence, the interface thickness
of orientation {100} results in ε{100} ≈ 12.35 Å and of {110} in ε{110} ≈ 10.29 Å. In Table 3, the
values γ , ε, and the resulting model parameters σ and a are given for all three considered orientations.
Figure 5 shows the resulting double-well potential at different temperatures.

4.3

Realization of interface velocity in the phase-field model via the mobility
parameter

In the previous subsections, we derived the bulk energy and the gradient energy of the phase-field
model (11) by explicit use of the results from molecular dynamics. In this Section, we calculate the
PF
mobility parameter M{hkl}
(T ) of the phase-field model (11), such that the model reproduces the
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Orientation

{100}

{110}

{111}

γ{hkl} (Tm ) in eV/Å2

0.0262

0.0218

0.0212

ε{hkl} in Å

12.35

10.29

10

2

2

2
σ{hkl}

in eV/Å

0.804

a in eV/Å3

0.6512

0.670

0.0339

Table 3: The crystal-melt interface free energies γ at the melting point Tm for the orientations {100},
{110} and {111} calculated by Apte and Zeng in [2]. With the help of γ and (16), we calculate the model
constants a and σ for the three orientations. For that we choose an interface thickness of ε = 1 nm
for orientation {111}.

MD
atomistic velocities v{hkl}
(T ) from Section 3.4. But in the phase field, the interface velocity is not
a parameter which can be directly incorporated as the interface energy γ{hkl} in σ{hkl} or the free
PF
energy minima in F . Hence, we implement a shooting method, where we vary M{hkl}
(T ) until all
required conditions are fulfilled for a fixed temperature and orientation. This procedure is repeated
for all three considered directions (100), (110) and (111), where we make measurements for the
temperatures T = 800K, 850K, 900K, ..., 1950K, 2000K.

For the shooting method, we first define boundary values for (11), such that we simulate crystal
material on the left boundary, and liquid material on the right:
2

∂ p
PF
2
PF
(T ) σ{hkl}
0 = M{hkl}
− M{hkl}
(T )
∂x2
p(−∞, t) = 1,
p(+∞, t) = 0,

∂F
∂p

∂p
∂t

−

(17)

We now fix the temperature and the orientation arbitrarily. Hence, M P F , σ and also the velocity v
are constants. That means, the phase-field variable p in x varies proportional to the time, such that

p(x, t) = φ(x − vt) =: φ(ξ).
Substitution of φ in (17) leads to the ordinary differential equation with boundary conditions:

0 = M P F σ 2 φ00 − M P F F 0 + vφ0 ,
φ(−∞) = 1,
φ(∞) = 0,
where φ0 =

dφ
dξ

and F 0 =

(18)

∂F
.
∂φ

To receive an initial-value problem, we integrate the ordinary differential equation in (18) with the
left boundary φ(−∞) = 1, which holds as our first initial condition, and the right boundary s,
which represents the new space-dependence variable for the shooting method. Furthermore, we define F̃ 0 (ξ) := F 0 (φ(ξ)), thereby we are able to integrate the derivative of the potential F in ξ . For the
calculation of the integral we use the second initial conditions φ0 (−∞) = 0. The both initial conditions guarantee, that we have crystal material at the left boundary. Applying all described conditions,
we receive

c = M

PF

σ

2

Z

s
00

φ dξ − M
−∞
0

PF

Z

s
0

Z

s

F̃ (ξ) dξ + v
−∞

φ0 dξ

c = M P F σ 2 (φ (s) − 0) − M P F (F̃ (s) − F̃ (−∞)) + v(φ(s) − 1).
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By choosing c = M P F F̃ (−∞), our initial value problem has the form:



F̃ 0 (s)
φ0 (s)




=


F 0 (φ(s))
,
v
(1 − φ(s)) + σ12 F̃ (s)
M P F σ2
φ(−∞) = 1,
φ0 (−∞) = 0.

(21)
(22)
(23)

We calculate the mobility M P F via a bisection method. Therefore we vary M P F until the right
boundary condition φ(∞) = 0 is fulfilled. We apply this method for each of the three orientations
{100}, {110} and {111} and use the respective value of σ{hkl} listed in Table 3. Thereby we calculate
v for the respective temperature and orientation with the fits shown in Figure 4. Our results are shown
in Figure 6 and listed in A.3.

Figure 6: The extracted mobilities of the phase-field model as a function of temperature and orientation.
The concrete values are listed in Section A.3 in Table 4.

4.4

Numerical solution of the phase-field model and velocity reproduction
tests

We solve model (11) numerically at fixed temperatures T = 1050K, 1100K, ..., 1950K, 2000K for the
three crystallographic orientations. During the simulation, we measure the velocity of the interface
MD
region by interpolating the position of p = 0.5. In fact, the model reproduces the velocities v{hkl}
(T )
from molecular dynamics, see Figure 7.
As for the molecular dynamical simulations, we also have periodic boundary conditions for the phasefield model for p(x, t), which we solve numerically using a Fourier spectral method. Our equidistant
grid guarantees that enough grid points are located on the interface to secure an accurate solution. For
velocities close to zero, we lower the time step for a better result.
As initial condition we simply define a jump function J(x): For T < Tm we set J(x) equal to one
close to the boundaries and zero in between. For T > Tm we define J(x) the other way around.
In both cases, one has to take care, that the intervals where J(x) = 1 or J(x) = 0 are wider than
the interface thickness, else the system evolves to an equilibrium state before the traveling wave is
established.
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Our results of the numerical velocity measurement match accurately with the results from molecular
dynamics. On the left-hand side of Figure 7, the velocities from the phase-field simulation of model
(11) are located directly on the line of the Vogel-Fulcher fit of the molecular dynamical data. For a
better comparison, we calculate the relative error, which is

R{hkl} (T ) =

PF
MD
(T )
(T ) − v{hkl}
v{hkl}
MD
(T )
v{hkl}

.

(24)

The relative error is shown on the right-hand side of Figure 7. We observe, that the maximal relative
error is 0.0013, which is at T = 1650K for orientation {110}. 95% of the errors are even lower than
10−3 .

Figure 7: The points in the left figure are the mesured velocities from the numerical solution of equation
(11). The solid lines are the fitted velocities from molecular dynamics. Clearly, model (11) with the
atomistic informed parameters reproduces exactly the kinetic inteface-behavoir. As shown in the right
figure, only 5% of the relative errors of the velocities are greater than 10−3 . The highest error is about
0.0013 for the {110} orientatin at T = 1650K.

5

Conclusion and outlook

In this study we have extracted the necessary parameters to obtain a phase-field model that can accurately describe the solid-liquid interface kinetics. In particular, using molecular dynamics simulations
with the interatomic potential by Stillinger-Weber, we derived an expression for the bulk free energy,
the interfacial width of the liquid-crystal interface and the crystallization velocity and hence the corresponding anisotropic mobility parameter for three different orientations in silicon as a function of
temperature. To properly capture the behavior of the temperature-dependent viscosity near the glass
transition a Vogel-Fulcher fit is used for the Stillinger-Weber potential. We show that these results are
essential to obtain an accurate temperature dependence of the mobility parameter in the corresponding phase-field model for liquid-phase crystallization.
Our approach is presently being extended to two- and three-dimensional setting. Further extensions
include the amorphous and poly-crystalline structure as well as defects such as stacking faults, in the
free energy density and are expected to prove useful for validation against experimental results of Si
recrystallization in the future.
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Appendix
A.1

Determination of the bulk free energy density F

Our approach for the free energy density is a polynomial of fourth degree in p

F (p, T ) = a0 (T ) + a1 (T )p + a2 (T )p2 + a3 (T )p3 + a4 (T )p4 ,

(25)

which attains the values in Figure 2 at the equilibrium states p = 0 (liquid phase) and p = 1
(crystalline phase). So we need to consider the derivatives of F with respect to p:

∂F
(p, T ) = a1 (T ) + 2a2 (T )p + 3a3 (T )p2 + 4a4 (T )p3 ,
∂p
∂ 2F
(p, T )
= 2a2 (T ) + 6a3 (T )p + 12a4 (T )p2 .
∂p2
From the conditions for the existence of minima at p = 0 and p = 1 follows

a1 (T ) ≡ 0
a2 (T ) > 0
a3 (T ) = − 32 a2 (T ) − 34 a4 (T )
a2 (T ) < 2a4 (T ).

(26)
(27)
(28)
(29)

The polynomials f0 (T ) and f1 (T ) pass the equilibrium values in Figure 2 for liquid and crystalline
Si, respectively. For the minima, we need for (25) the equalities F (0, T ) = f0 (T ) and F (1, T ) =
f1 (T ) and hence

f0 (T ) = F (0, T ) = a0 (T ),
1
1
(26,28,30)
f1 (T ) = F (1, T ) = f0 (T ) + a2 (T ) − a4 (T ).
3
3
With (28) and (31) the two coefficients a3 and a4 have the form
a3 (T ) = −2 a2 (T ) − 4(f0 (T ) − f1 (T )) = −2 a2 (T ) − 4H(T ),
a4 (T ) =
a2 (T ) + 3(f0 (T ) − f1 (T )) =
a2 (T ) + 3H(T ).

(30)
(31)

(32)
(33)

Together with (33) we can verify the inequality (29):

a2 (T ) > −6H(T ),

(34)

where the right-hand side of (34) is negative if and only if T < Tm , as one can observe in Figure
2. Hence, for temperatures below the melting point, a2 has to fulfill (27). Finally, together with (32),
(33), the double-well potential (25) has the form

F (p, T ) = f0 (T ) + a2 (T )p2 − 2(a2 (T ) + 2H(T ))p3
+(a2 (T ) + 3H(T ))p4 ,
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where


a2 (T ) >

0
T ≤ Tm
−6H(T ) T > Tm .

(36)

The formulations (35) and (36) are equivalent to (12) and (13), respectively, by renaming a2 (T ) to
a(T ).

A.2

Derivation of the maximum argument µ

In the following, the calculation of µ is described, where the notation of (12) and (13) is used. We
first note that with (13) we have

a(T ) + 3H(T ) > 0,

(37)

which can be seen easily by using the restrictions on a in (13):
First of all we note that for T > Tm
T >Tm

(13)

a(T ) + 3H(T ) > −6H(T ) + 3H(T ) = −3H(T ) > 0,
and for T ≤ Tm ,

a(T ) + 3H(T ) > 0 + 3H(T ) ≥ 0.
Besides that p = 0 and p = 1, the first derivative of F

∂F
(p, T ) = 2p(1 − p)[a(T ) − (2a(T ) + 6H(T ))p]
∂p
has a third root µ(T )

µ(T ) =

a(T )
.
2a(T ) + 6H(T )

Since (37) holds, the denominator of µ(T ) can not become zero. Hence, with (13) we have µ(T ) > 0.
Further, the condition

µ(T ) =

a(T )
<1
2a(T ) + 6H(T )

(38)

is equivalent to

a(T ) > −6H(T ),

(39)

and together with (13) we have µ(T ) ∈ (0, 1) for all T ≥ 0. In addition, for a maximum in µ(T ),
the second derivative of F in µ(T ) has to be less than zero, i.e.

a(T )(a(T ) + 6H(T )) !
∂ 2F
(µ(T
),
T
)
=
<0
∂p2
−a(T ) − 3H(T )

(40)

Since (37) holds, the denominator of (40) is negative and we get, since a(T ) > 0

a(T ) > −6H(T ).

(41)

With (13), the last condition is a always true. Hence, the second derivative of F in µ(T ) is less than
zero, so (µ(T ), F (µ(T ), T )) is a maximum point of F .
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Temperature

PF
Mobility M{100}

PF
Mobility M{110}

PF
Mobility M{111}

T in K
< 800

in Å3 /(eV ns)
0
8.8818e-14
9.7105e-08
5.8741e-03
2.2923e-01
1.425
3.3476
6.8805
11.4558
16.737
22.4071
28.2093
33.9597
39.5291
44.8397
49.7514
54.1681
58.1903
61.8892
63.6398
66.429
68.8907
70.7543
71.9325
72.9413
73.6987

in Å3 /(eV ns)
0
8.8818e-14
1.7795e-09
8.4051e-04
6.8938e-02
6.2816e-01
1.8627
4.4784
8.3461
13.2755
18.9898
25.213
31.7057
38.274
44.7766
51.0148
56.8348
62.2964
67.4445
70.4575
74.5941
78.3509
81.4046
83.6335
85.6235
87.2768

in Å3 /(eV ns)
0
2.93e-01
5.6933e-01
1.0082
1.658
2.5636
3.761
5.2861
7.1611
9.4112
12.0447
15.06
18.4506
22.2025
26.3002
30.6662
35.2213
39.9958
45.0044
48.9622
54.0443
59.2121
64.1717
68.749
73.3545
77.8687

800
850
900
950
1000
1050
1100
1150
1200
1250
1300
1350
1400
1450
1500
1550
1600
1650
1700
1750
1800
1850
1900
1950
2000

Table 4: The calculated mobilities via a shooting method for orientations {100} {110} and {111}. They
are shown in Figure 6.

A.3

Listed mobility values

In Section 4.3 we describe the calculation of the mobility parameters for the phase-field model (11).
The mobility values are shown in Figure 6 and listed in Table 4.

References
[1] S.M. Allen and J.W. Cahn. A microscopic theory for antiphase domain boundary motion and
its application to antiphase domain coarsening. Acta Metall. Mater., 27:1085–1095, 1979.
[2] P. A. Apte and X. C. Zeng. Anisotropy of crystal-melt interfacial free energy of silicon by
simulation. Appl. Phys. Lett., 92:221903, 2008.
[3] P. Beaucage and N. Mousseau. Nucleation and crystallization process of silicon using the
Stillinger-Weber potential. Physical Review B, 71(9), March 2005.

DOI 10.20347/WIAS.PREPRINT.2386

Berlin 2017

S. Bergmann, K. Albe, E. Flegel, D. A. Barragan-Yani, B. Wagner

18

[4] W.J. Boettinger, J.A. Warren, C. Beckermann, and A. Karma. Phase-field simulation of solidification. Annu. Rev. Mater. Res., 32(10.1146/annurev.matsci.32.101901.155803):163–94, 2002.
[5] J. Bragard, A. Karma, Y. H. Lee, and M. Plapp. Linking phase-field and atomistic simulations
to model dendritic solidification in highly undercooled melts. Interf. Sci., 10:121–136, 2002.
[6] J.Q. Broughton and X.P. Li. Phase diagram of silicon by molecular dynamics. Phys. Rev. B,
35:9120–9127, 1987.
[7] D. Buta, M. Asta, and J.J. Hoyt. Kinetic coefficient of steps at the si(111) crystal-melt interface
from molecular dynamics simulations. J. Chem. Phys., 127:074703, 2007.
[8] D. Buta, M. Asta, and J.J. Hoyt. Atomistic simulation study of the structure and dynamics of a
facet crystal-melt interface. Phys. Rev. E, 78:031605, 2008.
[9] D. Danilov, B. Nestler, M. Guerdane, and H. Teichler. Bridging the gap between molecular
dynamics simulations and phase-field modelling: Dynamics of a [Nix Zr1−x ]liquid -Zrcrystal
solidification front. J. Phys. D: Appl. Phys, 42:015310, 2009.
[10] M. de Koning, A. Antonelli, and S. Yip. Optimized free-energy evaluation using a single
reversible-scaling simulation. Phys. Rev. Lett., 83:3973–3977, Nov 1999.
[11] P.D. Desai. Thermodynamic properties of iron and silicon. Journal of Physical and Chemical
Reference Data, 15(3):967–983, 1986.
[12] R. Kojima Endo, Y. Fujihara, and M. Susa. Calculation of density and heat capacity of silicon
by molecular dynamics simulations. High Temp. - High Press, 35/36(5), 2003.
[13] P. Erhart and K. Albe. Analytical potential for atomistic simulations of silicon, carbon, and
silicon carbide. Physical Review B, 71(3), January 2005.
[14] G. Fisicaro and A. La Magna. Modeling of laser annealing. J. Comput. Electron., 13:70–94,
2014.
[15] J. Frenkel. Note on a relation between the speed of crystallization and viscosity. Physikalische
Zeitschrift der Sowjetunion, 1932.
[16] T. Frolov and M. Asta. Step free energies at faceted solid-liquid interfaces from equilibrium
molecular dynamics simulations. The Journal of Chemical Physics, 137(21):214108, 2012.
[17] G.S. Fulcher. Analysis of recent measurements of the viscosity of glasses. Journal of the
American Ceramic Society, 8(6):339–355, 1925.
[18] J. V. Goicochea, M. Madrid, and C. Amon. Thermal properties for bulk silicon based on the
determination of relaxation times unsing molecular dynamics. J. Heat Transfer, 132, 2010.
[19] M. Guerdane, F. Wendler, D. Danilov, H. Teichler, and B. Nestler. Crystal growth and melting
in nizr alloy: Linking phase-field modeling to molecular dynamics simulations. Phys. Rev. B,
81:224108, 2010.
[20] J.J. Hoyt, M. Asta, and A. Karma. Method for computing the anisotropy of the solid-liquid
interfacial free energy. Phys. Rev. Lett., 86:5530–5533, 2001.

DOI 10.20347/WIAS.PREPRINT.2386

Berlin 2017

Solid-liquid interface kinetics in silicon

19

[21] J.J. Hoyt, M. Asta, and A. Karma. Atomistic and continuum model of dendritic solidification.
Mater. Sci. Eng., R, 41:121–163, 2003.
[22] K.A. Jackson. The interface kinetics of crystal growth processes. Interface Science, 10(23):159–169, 2002.
[23] C.L. Kelchner, S.J. Plimpton, and J.C. Hamilton. Dislocation nucleation and defect structure
during surface indentation. Physical Review B, 58(17):11085, 1998.
[24] M.D. Kluge and J.R. Ray. Velocity versus temperature relation for solidification and melting of
silicon: A molecular-dynamics study. Physical Review B, 39(3):1738, 1989.
[25] R. Kobayashi. Modeling and numerical simulation of dendritic crystal growth. Physica D,
63:410–423, 1993.
[26] C.-C. Kuo. Fabrication of large-grain polycrystalline silicon for solar cells. Laser Physics,
19(1):143–147, 2009.
[27] U. Landman, W.D. Luedtke, M.W. Ribarsky, R.N. Barnett, and C.L. Cleveland. Moleculardynamics simulations of epitaxial crystal growth from the melt. I. Si (100). Physical Review B,
37(9):4637–4646, 1988.
[28] W.K. Luedtke, U. Landman, M.W. Ribarsky, R.N. Barnett, and C.L. Cleveland. Moleculardynamics simulations of epitaxial crystal growth from the melt. II. Si (111). Physical Review
B, 37(9):4647, 1988.
[29] A. La Magna, P. Alippi, V. Privitera, Marco Camalleri G. Fortunato, and Bengt Svensson. A
phase-field approach to the simulation of the eximer laser annealing process in si. J. Appl. Phys.,
95:4806–4814, 2004.
[30] G. B. McFadden, A. A. Wheeler, R. J. Braun, S. R. Coriell, and R. F. Sekerka. Phase-field
models for anisotropic interfaces. Phys. Rev. E, 48:2016–2024, 1993.
[31] N. Moelans, B. Blanpain, and P. Wollants. An introduction to phase-field modeling of microstructure evolution. Comput. Coupling Phase Diagr. Thermochem., 2008.
[32] J. Monk, Y. Yang, M.I. Mendelev, M. Asta, J.J. Hoyt, and D.Y. Sun. Determination of the
crystal-melt interface kinetic coefficient from molecular dynamics simulations. Modelling and
Simulation in Materials Science and Engineering, 18(1):015004, January 2010.
[33] K. Ohdaira, N. Tomura, S. Ishii, and H. Matsumura. Lateral crystallization velocity in explosive
crystallization of amorphous silicon films induced by flash lamp annealing. Electrochemical and
Solid State Letters, 14(9):H372–H374, 2011.
[34] Steve Plimpton. Fast parallel algorithms for short-range molecular dynamics. Journal of Computational Physics, 117(1):1 – 19, 1995.
[35] J Pohl, M Müller, A Seidl, and K Albe. Formation of parallel (111) twin boundaries in silicon growth from the melt explained by molecular dynamics simulations. J. Cryst. Growth,
312:1411, 2010.
[36] S. Ryu and W. Cai. Computing melting point by free energy method. Software package available
at: http://micro.stanford.edu/ ∼caiwei/Forum/2004-12-12-MD++/.

DOI 10.20347/WIAS.PREPRINT.2386

Berlin 2017

S. Bergmann, K. Albe, E. Flegel, D. A. Barragan-Yani, B. Wagner

20

[37] S. Ryu and W. Cai. Comparison of thermal properties predicted by interatomic potential models.
Modelling Simul. Mater. Sci. Eng, 16:085005, 2008.
[38] C.J. Shih, C.H. Fang, C.C. Lu, M.H. Wang, M.H. Lee, and C.W. Lan. Phase field modeling
of excimer laser crystallization of thin silicon films on amorphous substrates. J. Appl. Phys.,
100:053504 1–9, 2006.
[39] I. Steinbach. Phase-field models in materials science. Modelling Simul. Mater. Sci. Eng,
17:073001, 2009.
[40] S.R. Stiffler, P.V. Evans, and A.L. Greer. Interfacial transport kinetics during the solidification
of silicon. Acta metall. mater, 40:1617–1622, 1992.
[41] F.H. Stillinger and T.A. Weber. Computer simulation of local order in condensed phases of
silicon. Phys. Rev. B, 31:5262–5271, 1985.
[42] H. Vogel. Das Temperaturabhängigkeitsgesetz der Viskosität von Flüssigkeiten. Phys. Z,
22:645–646, 1921.
[43] M. Watanabe and W. P. Reinhardt. Direct dynamical calculation of entropy and free energy by
adiabatic switching. Phys. Rev. Lett., 65:3301–3304, Dec 1990.
[44] A.A. Wheeler, W.J. Boettinger, and G.B. McFadden. Phase-field model for isothermal phase
transitions in binary alloys. Phys. Rev. A, 45:7424–7439, 1992.
[45] H.A. Wilson. XX. On the velocity of solidification and viscosity of super-cooled liquids. The
London, Edinburgh, and Dublin Philosophical Magazine and Journal of Science, 50(303):238–
250, 1900.

DOI 10.20347/WIAS.PREPRINT.2386

Berlin 2017

