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Phase-field modeling with the TAF-ID of incipient melting and oxygen
transport in nuclear fuel during power transients

C. Introini, J. Sercombe, I. Ramiére?, R. Le Tellier”

ACEA, DES, IRESNE, DEC, Cadarache F-13108 Saint-Paul-Lez-Durance, France
b CEA, DES, IRESNE, DTN, Cadarache F-13108 Saint-Paul-Lez-Durance, France

Abstract

In this paper, a phase-field model is developed for a two phase compositional (multicomponent) system and
combined with the thermodynamic description provided by a CALPHAD database. The model is applied to a
uranium-oxygen binary system within a solid/liquid mixture to simulate incipient melting and oxygen transport
(oxygen-uranium inter-diffusion and Soret effect) in the fuel with thermodynamic properties coming from the
Thermodynamics for Advanced Fuels-International Database (TAF-ID). The interface with the TAF-ID required
the coupling of the phase-field model with the OpenCalphad thermochemical solver. This coupling led to the
development of a partitioned scheme that is solved at each time step with a fixed-point algorithm. To analyze the
response of and to parameterize the phase-field model, two 1D demonstration problems from the open literature
have been considered and solved using a finite-difference scheme. The first problem deals with oxygen transport
in UO2 go5 fuel under an imposed parabolic temperature profile below liquidus. The second one describes the
incipient melting and oxygen transport in oxidized fuel under an increasing temperature profile. Oxygen thermal
diffusion is considered both in the solid and liquid phases. All the results presented in this paper are in good
agreement with those already published but are here performed considering a direct coupling with the TAF-ID
database. They demonstrate the thermodynamic consistency of the phase-field model as well as its capability to
simulate incipient melting and oxygen transport in the fuel with advanced thermodynamics databases.

Keywords: phase-field, oxygen transport, incipient fuel melting, CALPHAD, TAF-ID, PLEIADES, OPENCALPHAD

1. Introduction

In nuclear reactors, the fuel experiences high temperatures and large temperature gradients. During extreme
power transients, partial fuel core melting might occur. Modeling the phase change is complex due to the Fission
Products (FPs) generated in the fuel material that modifies the local equilibria. In case of defective fuels, transport
mechanisms such as oxygen thermal diffusion in the solid phase might also be involved [1]. Since the fuel phase
change depends on the local oxygen-to-uranium ratio [2], a strong coupling between the heat flux, the oxygen
redistribution process and the local chemical equilibria in the fuel must be considered. In the last decade, the
thermochemical state of the FPs and their migration in the fuel have received greater attention in conditions far
from fuel melting [3}/4} 5]. Thermochemical solvers capable of handling large and complex chemical systems have
been developed [6, 7, [8,9]. Thanks to modern interface softwares, they have been incorporated in fuel perfor-
mance codes [4} 5,10} 11} 12} [13]. To our knowledge, there is no fuel performance code that is nowadays capable
of handling simultaneously fuel melting, oxygen thermal diffusion and local chemical equilibria in the fuel.

The coupling between thermal diffusion, oxygen thermal diffusion and local chemical equilibria is already
available in the PLEIADES/ALCYONE 2.1 fuel performance code [4} 5} [13] but limited to temperatures below the
liquidus and to the constant power plateau of power ramps. Indeed, it relies on the thermodynamic properties of
the TBASE database [14] that does not contain any description of the liquid phase diagram. The thermal diffusion
problem is furthermore formulated as a function of the fuel stoichiometry deviation. Recently, Simunovic & al.
[11] have developed a model for oxygen transport in LIWR fuel that has been performed in the BISON fuel perfor-
mance code [15,[16]. The model is formulated such that it can be combined with CALPHAD databases [2}[17,[18].
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In this approach, the driving force for the oxygen thermal diffusion mechanism is the oxygen chemical poten-
tial gradient and not the stoichiometry deviation gradient in the fuel. This formulation facilitates the handling of
multi-component systems such as those encountered in irradiated fuels. Moreover, the Soret effect is formally ne-
glected assuming that the gradient of the oxygen chemical potential accounts for the effects of both composition
and temperature gradients.

The modeling actually provided by the BISON or PLEIADES/ALCYONE fuel performance codes is however
limited to temperatures below the liquidus. To overcome this limit, phase-field modeling appears as an inter-
esting method since it is an efficient numerical approach for mesoscopic modeling of complex micro-structures
[19]. As shown in the open literature, phase-field methods are particularly suitable for physical systems with com-
plex topology changes such as, multiphase multicomponent flows [20} 21} 22} 23] and brittle fracture [24]. More
interesting for nuclear fuel applications, solute diffusion in a binary alloy [25], liquid phase segregation in the
U-0 binary system [26], solidification in binary alloys [27, 28], sub-oxidized corium plane front solidification [29],
constituent redistribution in U-Zr fuels [30, 31] and incipient melting in defective fuel [32} 33} 34] have all been
successfully treated with a phase-field modeling approach. Contrary to sharp interfaces models in which the in-
terfaces are viewed as discontinuous surfaces with excess physical properties, phase-field modeling considers the
interfaces as thin regions of finite thickness across which variables vary continuously and smoothly. This is why
phase-field methods belong to the family of diffuse interface methods. With such a diffuse description of the inter-
faces, phase-field modeling enables an implicit tracking of the interfaces thanks to intensive phase-field variables,
also called order parameters, that are constant in each bulk phase and vary smoothly across the interfaces.

Another great interest of phase-field modeling is the possible and natural coupling with a thermodynamic
CALPHAD database from which thermodynamic fluxes involved in the governing equations and diffusion ki-
netics parameters such as mobilities or self-diffusion coefficients can be directly calculated [35} [36]. As previ-
ously mentioned, most of the studies conducted in the PLEIADES platform about nuclear fuel thermochemistry
rely on a TBASE database. Recently, the Thermodynamics for Advanced Fuels-International Database (TAF-ID)
12,137,138, 139] has been incorporated in the PLEIADES platform [12}[40]. Based on the CALPHAD method and the
Compound Energy Formalism (CEF) [41], the TAF-ID thermodynamic models take crystal and defect structure
of the phases into account, such as, for example, sub-lattices, interstitials or vacancies. Moreover, compared to
the TBASE, the TAF-ID provides a more complex description of irradiated fuel and enables to describe the liquid
solution phase using an ionic model [42].

In the open literature, different approaches are used to couple a phase-field model with a CALPHAD database.
When the variables of the CALPHAD phase Gibbs energy function are the same than those of the phase-field
model, a straightforward approach is to use directly an analytical expression of the Gibbs energy function (see
130, 31} 132} 33} [34]). However, in complex thermodynamic systems with advanced thermodynamic representa-
tions, this is no longer possible as the homogeneous energy function of the phase-field model cannot be directly
identified with a CALPHAD phase Gibbs energy function. Additional modeling hypotheses are needed. In most
cases, a «local» energy minimization is involved (e.g. local equilibrium of redox mechanisms in [26]) and the
interfacing of a CALPHAD thermodynamic description with a phase-field becomes a computational issue to be
handled with care [43]. The use of a thermodynamic solver (Gibbs energy minimizer) provides in fact an exact and
continuous representation of the composition dependence of the CALPHAD Gibbs energies. The difficulties that
can be encountered are an extra computational cost and the management of non convergence problems when
coupled to the phase-field model. In the present work, the experience acquired from the implementation of a
thermochemical solver in the fuel performance code ALCYONE led to choose this type of direct coupling with a
thermodynamic solver.

In this work, the coupling between thermal diffusion, oxygen thermal diffusion and local chemical equilibria
available in the PLEIADES platform is expanded to temperatures above the liquidus. A new phase-field model
for a two-phase compositional (multicomponent) system is proposed. The general formulation of the governing
equations is first derived in the frame of the Thermodynamics of Irreversible Processes (TIP) [44] by using suitable
thermodynamic closures. More particularly, the description of the liquid-solid interface is based on the Kim-Kim-
Suzuki model [28]. A reduction of this general model to a uranium-oxygen binary system in a solid/liquid mixture
is then detailed. Its implementation is explained with a focus on the numerical scheme that efficiently couples
the phase-field model with the OpenCalphad thermo-chemical solver [9][13]. Finally, to assess the efficiency of
the coupling, two demonstration problems dealing with oxygen thermal diffusion and incipient fuel melting are
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presented. For this purpose, the OpenCalphad calculations are performed with the thermodynamic data coming
from the TAF-ID [2].

2. Thermodynamically consistent derivation of a phase-field model for a two-phase compositional system

This section is devoted to the derivation of a phase-field model for a two-phase compositional system. We start
with the thermodynamic description of the targeted physical system and, more particularly, with the definition of
the thermodynamic closures. Then, we derive the governing equations in the frame of the TIP [44].

Before describing the thermodynamic system, it is noteworthy mentioning that the hydrodynamics and struc-
tural mechanics effects such as, respectively, convection and fuel cracking, are fully neglected in this work.

2.1. Statement of the problem and thermodynamic closures

We begin by introducing a non-conserved phase-field variable ¢ to simulate the two-phase transformation
[19]. In this context, ¢ is often called order parameter as in [45], to cite among others. But here, the phase-field
variable rather plays the role of an indicator function. That is why, in the following, ¢ is referred to as phase-
indicator. It is equal to one in the solid phase, zero in the liquid phase and varies continuously and smoothly
between zero and one across the liquid-solid interface:

¢ = 1 (solid phase) (1a)
¢ = 0 (liquid phase) (1b)
¢ € 10,1[ (liquid-solid interface) (1c)

Then, to describe the compositional system, we define a set of conserved variables which must fulfill the following
constraint:

n
Y xi=1 )
i=1

where 7 is an arbitrary finite number of components. Here-above, the x; variable refers to the molar fraction of
the ith componentﬂ As the gaseous phase is not described, we assume that each component is incompressible.
The thermal expansion and the volume change upon phase transition are also neglected. In these conditions, the
molar density (mol.m™3) of the liquid-solid mixture p or, equivalently, the molar volume V;, = 1/p only depends
on the composition of the system but, here, it is assumed to be constant for simplicity.

At this stage, for the sake of clarity, let us define some notations that will be used in this section: the subscript
-; denotes a quantity related to the ith component; the superscripts -/ and -* refer to the liquid and solid phases,
respectively; and the curly bracket {-} defines a set of variables indexed by the number of components.

In this work, we consider that a thermodynamic description of the two-phase compositional system by the
molar Gibbs energy g (J.mol™}) is valid. In the case of a diffuse interface modeling, g depends not only on the
pressure p, the temperature T, the phase-field variable ¢ and the molar fractions {x;} but also on the gradients V¢
and {Vx;}. Under these circumstances, the proposed closure for the Gibbs energy density function reads:

= Ai 2, K 2
pg(p, T, {xi},9,{Vxi}, V) = pgo(p, T, 1xi}, @) + W(p) + ) | ?IinI + EIWpI 3)
i=1

where A; and « are gradient energy coefficients (J.m™1), here assumed to be constant. In Eq.@), go(p, T, {x;},¢) is
a molar homogeneous free energy (J.mol ™) and W (¢) corresponds to the well-known double-well potential. The
latter is given by:

W(p) = wg? (1-¢)* @

where w is the height of the double-well (J.m~%). This parameter will be defined later. A schematic representation
of W (¢) is given in Fig[ljwhere the link to the smooth variation of the phase-field variable ¢ across the interface is

1Using the terminology considered in [8], it is important to keep in mind that the derivation of the model is based on the mole fractions of
components, not on the mole fractions of species nor on the sites fractions as in [46]
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shown. These graphs show that the double-well potential has two local minima in ¢ = 0 and ¢ = 1 that correspond
to the pure phases. It acts to separate the two phases contrary to gradient energy terms that can be viewed as a
regularization of the interfaces. It is the competition between these two terms that contributes to have a diffuse
interface.

1+ 14

0.5 | 0.5 1
0+ 1 > 0+ ‘ *
0 0.5 1 0 0.5 1
z ¢
(a) Phase-indicator profile (b) Interpolation function
3¢ 0.3 5
— N (@) =30W (p)/w
2+ 0.2
1y 0.1 f
0 ; . . 0 : ; !
0 0.5 1 0 0.5 1
@ @
(c) Double-well potential (d) Derivative of the interpolation function

Figure 1: Schematic representation of the smooth variation of the phase-indicator ¢ across the interface, the double-well potential W (¢), the
interpolation function h(¢) and its derivative 174 ()

At this stage, it remains to express gy in Eq.(3). Here, we assume that the molar homogeneous free energy
is defined by the weighting of pure molar Gibbs energies g° and g/ associated to the solid and liquid phases,
respectively. This reads:

go(p, T, {xi}, ) = h(p)g* (p, T,x) + [1- h(g)] g' (p, T, x1) ®)
where h(¢) is an interpolation function. Here, according to [19], we consider the following expression:
h(gp) = ¢* (6¢* — 15¢ + 10) 6)
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whose first derivative with respect to ¢ is proportional to the double-well potential. We will see later that h'(¢p)
appears in the phase-field model. The function h(¢) and its derivative i’ (¢) are schematically presented in Fig

Another important thermodynamic closure is the description of the interfacial region. Following [29} 30} 32],
we consider the well-known Kim-Kim-Suzuki model [28] to describe the interface as a mixture of solid and liquid
phases, with different composition but with the same chemical potentials.

Xi = h@x+][1-h@)]x! (7a)
ag* og'
ﬁ(xf) = @(xi) (7b)

l i

Note that 0g/0x; differs from the standard definition of the chemical potential but is used here since the change
in the total density p induced by the components’ diffusion is neglected. For more details about the strength of
such a model compared to other approaches [27], we refer the interested reader to [19}[28][46] and the references
therein. The thermodynamic closures given by Eq.(3) to Egs.(7) are similar to those proposed in [46]. They will be
used in the next section to derive the governing equations.

2.2. Governing equations

In this section, we derive the governing equations used to describe a two-phase compositional system. This is
done from the thermodynamic closures proposed in §2.1]in the frame of the TIP [44].

To begin, let us consider the following set of governing equations:

%9

or = o
WX~ W i=en (8b)
% - Vg (8c)
B = Vg (8d)

where s is the molar entropy , .# the entropy source, q; the entropy flux, e, the molar total energy, qe, the total
energy flux, j; the compositional flux associated to the ith component and J, a flow related to the phase change.
In this work, as done in [33], the momentum balance equation is ignored since neither structural mechanics nor
hydrodynamics effects are considered. Therefore, the molar total energy e; corresponds to the molar internal
energy of the system e.
In Eqs.(@), Jy, ji, ge, and q; are thermodynamics flow and fluxes that must be specified such that the second
law of the thermodynamic holds, namely:
F =0 9)

For this purpose, the governing equations Egs.(8) must be combined under the constraint Eq.(2) to express the
entropy source . as a linear combination of thermodynamics forces and fluxes.

As already mentioned, the molar Gibbs energy depends on the pressure p, the temperature 7T, the phase-field
variable ¢, the molar fractions {x;} but also on the gradients V¢ and {Vx;}. Therefore, its differential reads:

n n
dg=-sdT+Vydp+) pidxi+) w;-dVx;+0dep+{-dVe (10)
i=1 i=1



where the molar volume V;,, the molar entropy s and the potentials y;, ¥;, 0, { are defined by:

0
v, = (_g) (11a)
0P ) 1.9V, ix1, (V)
s - _(O_g) (11b)
0T ) p oV, xi}, (Vi)
0
;s (_g) (11c)
0x; POV, {xj} i, {Vxi}
0g )
o (11d)
Vi (Oin P T Axi}AVx}jzi
0
0 - (_g) (11e)
op p. TV, {x;},{Vx;}
0
.- ( g) (11f)
Ve P T, X3V}

Now, we define the molar internal energy e as a function of the molar Gibbs energy g by applying the Legendre
transformation. This yields to:

0 0

ot
oT ) P, V,ix;},{Vx;} 6]9 T,V ix;iLiVxi}

In the following, the subscripts referring to the constant quantities in the partial derivatives will be omitted in
order to simplify the notations. The use of Egs.(T1) together with Eq.(I2) leads to:

e=g+Ts—pVp (13)

Now, as the evolution of the two phase compositional system is driven by the minimization of the molar Gibbs
energy g, the Lagrange multiplier 8 is introduced to ensure the constraint Eq.(2), yielding:

n
e=g+Ts—pVm+p)_ (x;i—1) (14)
i=1
or, equivalently, the following differential form (where the constant molar volume assumption is applied):
n
de=dg+Tds+sdT - Vy,dp+p)_dx; (15)
i=1

Then, substituting Eq. in Eq. and after performing some straightforward calculations under local thermo-
dynamic equilibrium conditions [44], it yields to:

de 0s &, ox; & dx,-) Op (6(,0)
—=T= i+ ) — Vely, == |+n—=—+V-|[(— 16
TR AP MLl ri Y (% ot ) o PV o (16)
where fi; and 7 are two generalized potentials defined by:
g = pi-V-y; i=1,..,n (17a)
n = 60-V-( (17b)
By using Eq.(3) and Eqgs.(I1), they can be written as:
~ _ A 2 .
o = pi—;V x; i=1,...,n (18a)
08 K_,
dp p

6



Finally, the governing equations Egs.(8) are used to simplify Eq.(16), yielding:

ops 1 ,) 1, 1&_ . |
e v |-=q VT-= Y V(@ +h) i+ = 19
ot (Tq T2q Tizzl (.Ul ,6) Ji Tpn]q) (19)

where ¢’ is a heat flux given by:

d(pxi)

ot

a n
d = p(2-y

3 (@i +B)ii +v; +Qe, (20)
|

From the comparison of Eq.(T9) to the entropy balance Eq.(8d), one can write:

!

qd = 21

n
S = Z (Bi+B)ji+= pn](p 2q’-VT (22)

)ﬂ
Hl"'f

As expected, the entropy source given by Eq.(22) is now expressed as a linear combination of the thermody-
namic forces ([V (fi; + B)] /T, VT/T? pn/T) and of the thermodynamic fluxes (=j;, —q’, J,,) responsible for the ir-
reversible processes [44].

In the frame of the TIP, the thermodynamic fluxes may be linked to thermodynamic forces thanks to linear
phenomenological relationships [44} [47]. Before expressing these relationships, let us discuss about the formula-
tion of the entropy source term. Indeed, it is noteworthy to mention that the conjugate pairs (—j;, [V (@ + )] / T)
and (-q/,VT/T?) depend directly on how the heat flux is defined in Eq.(20). Another definition of the heat flux will
result in a different formulation of the entropy source term with different conjugate pairs. For example, following
(1144} 48, 49] to cite among others, . can be formulated as:

= —iv(ﬂi—”ﬁ) i+~ pnJ,——q-VT (23)
= = T JitPe— 124
where q is another heat flux related to q;s (cf. Eq.(21)) according to:
n
q = Z fii + B)ji (24)

Compared to Eq.(22), the diffusion flux —j; in Eq.(23) is conjugate to V [(@; + B)/T] instead of [V (@; + )] /T
From Eq.(24), another heat flux q can be defined. It reads:

_ n (0h .
q = q—Z(—,—wi)n 25)
[ 1

where h = g— Ts is the molar enthalpy (J.mol ™). In Eq.(25), q can be viewed as a « reduced » heat flux that includes
the pure heat conduction but excludes the heat transfer by diffusion [48]. Such a definition of the heat flux leads
to the following entropy source term:

n
1_
S = Z (i +B) i+ = pnlq) 724 VT (26)

= I

In Eq.(26), the conjugate pairs are different from those obtained in Eq.(22) or in Eq.(23). Here, the diffusion flux
—ji is conjugate to [V, (@; + B)] /T where V, is the gradient taken at constant temperature. It means that the
thermodynamic force [V, (f1; + )] /T does not contain any temperature gradient contribution, contrary to the
thermodynamic force [V (f; + )] / T that results from the heat flux q' defined by Eq.([20). Such conjugate pairs are
similar to those considered in [34].

The definition of the heat flux could appear to be somewhat arbitrary since it does not change the physical
results [44]. However, as it leads to different conjugate pairs, this choice determines in some extent the meaning
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of the physical effects that are described by the linear phenomenological relationships. Keeping that in mind, we
assume in this work that the heat flux defined by Eq.(20) and its associated entropy source term given by Eq.(22)
are suitable (or at least as suitable as any other) for describing the system of interest.

Now, assuming that the physical system is isotropic, the Curie principle applies [44] and we can propose the
following relations:

Jo = LW% (27a)
VT & V(gi+p
a4 = anq'?+Zchi¥ 27b)
i=1
V@i + vT
)i = iiM+LLq'F i=1..,n (27¢)

The coefficient Ly g is related to the thermal conductivity k so that with no mass flow, the heat flux q' is given by
the well-known Fourier law. This leads to:

Lyq =kT? 28)
The coefficients Ly , and L; ; correspond to mobility terms M, T and pM; T associated with the phase-field vari-
able ¢ and the ith component, respectively. Onsager’s theory [47] states that the cross coefficients Ly ; and L; o
are equal. The former is related to the Dufour effect i.e. the presence of a heat flux caused by composition gra-
dients. The latter is associated to the Soret effect i.e. the components diffusion under the temperature gradient.
They can be expressed as follows:

Lig=LiiQ; (29)
where Q; is the heat of transport coefficient associated with the ith component. Using the « reduced » heat flux
given by Eq.(25), Eq.(29) may be written as:

Lig =LiiQf (30)
Here-above, Q7 is the « reduced » heat of transport [48] that includes a kinetic contribution and a thermodynamic
contribution [49}, 50, 51]. Similarly to Eq.([25), it can be expressed as:
oh
ox; V/i)
From Eq.(31I), it appears that the heat of transport Q; used in Eq.({29) corresponds to the kinetic contribution of
QF whereas its thermodynamic contribution is rather contained in the thermodynamic force [V (f; + )] /T that
is used in Eqgs.(27B) and (27¢).

As done by Welland & al. [34] in similar conditions, we assume that temperature gradients are sufficiently
large compared to composition gradients so that the Dufour effect may be neglected. The Soret effect is taken into
account in our model.

In these conditions, the phenomenological relations Egs. [27) read:

Qf = Q —( (€3]

-q = kVT (32a)
. N vT

—ji = PMiv(l«li"‘ﬁ)"'PMiQiT i=1,...,n (32b)

Jo = Mypn (32¢)

Now, we shall define the Lagrange multiplier § to express the fluxes j;. To this end, we use the mass balance
constraint Eq.(@) together with Eq.(8D), yielding:

n
Y V-ji=0 (33)
Then, to satisfy Eq.(33), we propose the following sufficient condition:
n
2 ji=0 (34)
i=1

8
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which, combined with Eq.(325), gives:

vT
(Mivﬂi"'MiQiT)] (35)

Now, after some calculations, one can write j; in the following form:

0 n
—ji = { Y MMy
Z k=1,k#i

Finally, by substituting the phenomenological relations Eq.(324d), Eq.(32¢) and Eq.(36) in Egs.(8) and by using
Egs.(I8), we are able to write the governing equations in the following form:

o VT )
V(Hi_ﬂk)"'(Qi—Qk)T} i=1,..,n (36)

% _ _y (37a)
ot - ¢P77
0g 2
= p=-«V 37b
en Pop <V (387b)
0x; 1 vT
— =V Z MiMp |V (@i =) + Qi =Qu) —| ¢ i=1...,n (37¢)
ot ZM k=T ki r
j=1
- 0g Ai_, .
;o= = -2V i=1,...,
i o p X; i n (37d)
aps n o
T2 = VT = YV (i + B) i - pn 2L (37€)
ot = ot

Here-above, Eq.(37d) and Eq.(370) correspond to the Allen-Cahn equation whereas Eq.(37¢) and Eq.(7d) can be
viewed as Cahn-Hilliard equations where the diffusive driving force is extended to account for the Soret effect.
Following [28] and by using the thermodynamic closures given in one can explicitly express the potentials 1
(multiplied by the molar density p) and i; as:
0g* Ai_,
i, = —>-—V 38
Hi axl P (38a)

S

Z (')

We refer the interested reader to for more details about the derivation of Egs.(38). More particularly,
we show in that the potentials n (multiplied by the molar density p) and fi; can be written in the
following equivalent form:

on = —-ph'p) |g'-g + W (@) —xV2¢p (38b)

gl A
g = a_gl p’v2 (39a)
X.

1

on = —ph'p) |g' - + W (@) -«kVigp (39b)

l
_l_il‘;_i'll (xl_l_xis)

Regarding Eq.(37¢), in practice, it is more appropriate to perform numerical simulations as a function of tem-
perature instead of entropy. The entropy balance is therefore re-written as:
oT oh A;i_, 0px;

1 K
Cp— = V-(kVD)-)Y |—-Zv2y | L2 _p[=-Zv
Peray WVD=2 5~ " % o p(

(40)
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and we refer the reader to[Appendix B|for more details about the derivation of this heat equation.
Finally, from Egs.(37) together with Egs.(38) and Eq.({40), one can write:

0
ot
—_ A1 I o5 _ < 6_s d_ s U _ 2
on = -ph'p)|g —g Zaxs xi' = x| | + W (@) —xV (41b)
i=19%;
0x; 1 1 I vT .
- = V4 Z MM |V (i — i) + (Qi — Q) — i=1,...,n (41c)
ot 3" M, kTR r
=1
0gs A;
g = a_is_?lvzx" i=1,...n @1d)
i
oT " Toh A, ]6,0)6,- (6h K )O(p
A N7 & Tl AR v 0 el Y (sl vE ) it 41
PCry (VD) ; x; 175 Plag "o ¥ ar (41e)

These equations stand for the general expression of our two-phase compositional phase-field model.

3. Reduction to the uranium-oxygen binary system in a solid/liquid mixture

Here, the phase-field model derived in §2]is applied to a system of interest for nuclear reactors. So, rather than
considering a general multi-component system to describe, for instance, a set of volatile fission products, we focus
on the uranium-oxygen binary system. In addition, to simplify the problem, we assume that there is no miscibility
gap in the solid and liquid phases and consider that the gradient energy coefficients 1, and 1, are null. Such an
assumption is commonly used in solidification applications [19].

However, as shown by the U-O phase diagram of Fig[2] the binary system can exhibit miscibility gaps (see
« LIQUID-1+LIQUID-2 » in the hypostoichiometric region in Fig[2). Simulation of the associated phase segregation
effects would require to keep these gradient coefficient terms in the system, as shown by Cardon & al. [26] in his
treatment of liquid phase segregation in the U-O binary system.

For a uranium-oxygen binary system in a solid/liquid mixture, the phase-field model given by Eqgs.(@I) boils
down into the following form:

0
a—(f = —Mq,{—ph’((p) [gl—gs— (x(l,—xf,) (o — i) +W/((p)—KV2(,0} (42a)
0xo MM, [ . vT }
—2 = V{2 V(- —Qu) — 42b
ot {Mu + M, (.Uo Nu) +(Qo — Qu) T ( )
- og' adg’ :
fo—fy = Oif, - Ofﬁ’ with x;, + x, =1 (42¢)
oT 0h 0h ) 0px, (Gh K_o )6(1)
Ch— = V-(kVD)—|—- —p|=—-=V?p|=— 42d
PEr sy (V) (axo axu) ar Plag 0" % ar (“42d)
without forgetting the interfacial region defined by:
Xo = h@x5+[1-hi)]x) (43a)
ags s 6gs s agl 1 agl 1
= (x%) - = (xh-= 43b
a3 (x,) o (x) oxl (x4) ol (x,) (43b)

where the subscripts -, and -, refer to uranium and oxygen, respectively. Here-above, it is noteworthy to mention
that the relationship Eq.({@3D) ensures that the chemical potentials are the same in the interfacial region because
we focus on a binary system and x, + x,, = 1.
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Figure 2: U-O phase diagram calculated by the OpenCalphad thermochemical solver [9] at 5Mpa (pressure representative of the reactor con-
ditions of interest) with the TAF-ID database [2}[39]: visualization in a range of U-O of interest for nuclear reactors.

At this stage, let us take a look at the mobility coefficients whose expressions have not been discussed yet. Fol-
lowing [21] and [52], we express these coefficients in such a way that the two-phase compositional model remains
valid in some limiting cases, namely when one of the two phases or one of the two components vanishes. For
example, when the solid phase has fully melted (i.e. ¢ = 0), the phase-field model degenerates in the following
form:

axo 1 ~ - 1 vT
5 =V Mc(xo,xu)V(,uo—,uu)+MT(xU,xu)T (44a)
dgl agl

Qo—fly = —>—-—- (44b)
Ho — Hu axl  oxl

oT 0h  0h )\ dpx,
Cp— = V-(kVT)—|=—— 44
PEr e (V) (Oxo axu) ar (440

where we have related the mobility coefficients M,, , and M, , to a mobility coefficient Mé (X0, x) of the uranium-
oxygen binary system in the liquid phase. We have also denoted by M; (X0, X,) the product of M!(x,, x,) with the
difference of the heat of transport coefficients Q) — Q/, evaluated in the liquid phase. Here-above, Eqs.({@4) corre-
spond to the oxygen thermal diffusion problem in the pure liquid phase. This limiting case is obtained whether
M, is constant or depends on ¢. So, as an initial approach, we assume M,, is constant for numerical reasons, i.e.
to ensure the convergence of the numerical method used to solve the discrete form of the Allen-Cahn equation
and to guaranty that the movement of the liquid-solid interface is controlled by the compositional diffusion gra-
dient. A similar approach has been followed by Welland [32]. However, in theory, this kinetic parameter should
be estimated on the basis of a rigorous dimensional analysis, as proposed by Tiwari [29]. Similarly, when ¢ =1,
we can link the mobility coefficients to the compositional M (x,, x,) and thermal M; (x0, x,,) mobility coefficients
for the uranium-oxygen binary system in the solid phase. In these conditions, we postulate the following general
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relationships:
() x MS(x0, %) + (1= h(p)) x ML (x,, x0) (45a)
h(g) x ME (X0, %) + (1= h()) x ML (x0, x) (45b)

Mc((P; xo; xu)

MT ((p) xo; xu)
where h(¢g) is the interpolation function given by Eq.(6). In the following, we assume that the generic mobility
coefficients in the oxygen thermal diffusion Eqgs.({425) are equal to M (¢, X, x,) and M, (¢, X,, x,,). In Egs.(@5), the
coefficients M3 (xo, Xu), Mé(xo, Xu), M; (x0,xy) and Mi (x0, x,) must be defined to prevent unphysical apparition
of a component not initially present, such that:

Xo(t=19)=0 = VYit>1y,x,()=0 (46a)
Xo(t=1)=1 = Vi>ty, x,()=1 (46b)

To fulfill these constraints, we follow [I9] and assume that Ms(x,, x,,) and M. (x,, x,,) are given in the following
form:

M (X0, Xy,)

Mé(xo,xu) = (Mftxo + M(l,xu) X Xo X Xy (47b)

(M xo + Mjxy) x Xo X Xy (47a)

where M), M}, M$ and M are the uranium and oxygen mobilities, respectively associated with the liquid and
solid phases. They will be detailed in §5] At this stage, it is interesting to remark that the governing Egs. {44) applied
to the solid phase can be viewed as an extension of the thermal diffusion equations proposed by Simunovic & al.
[11] where the diffusive driving force only depends on the oxygen chemical potential. Indeed, the diffusive driving
force in Eq.(44a) shows that, in our model, the oxygen transport is by oxygen-uranium inter-diffusion and by Soret
effect.

Now, we focus on Eq. where we must first define the height of the double-well w on which W’(¢) depends
and then the gradient energy term x. To do so, a standard way consists in conducting an one-dimensional analysis
of the phase-field model at the equilibrium state (see for instance [26}28}[29,32]). Here, it is noteworthy to mention
that such an analysis is only valid because the gradient energy coefficients 1, and 1, are null. Otherwise, the
analysis is broken by the inclusion of gradient energy terms (i.e. Vx, and Vx,) which produce implicit energy
contributions in interfacial energies. As shown in[Appendix C this analysis yields:

K= 3 ge (48a)
T2
w=122 (48b)
€

where € and o denote the liquid-solid interface thickness (m) and the surface tension (J.m~2) acting between these
two phases, respectively. They will be defined later for the demonstration problems presented in

In the heat equation Eq.(4d), the thermal conductivity k and the heat capacity C, depend on temperature
but also on the phase composition and the oxygen content. In fuel performance codes, the heat capacity is often
calculated according to empirical correlations or given by laws resulting from atomic-scale simulations [53}54} 55].
Itis interesting to keep in mind that C;, could be calculated at run-time with a thermochemical solver coupled with
a CALPHAD database such as, for instance, OpenCalphad with the TAF-ID.

Finally, one can write the phase-field model in the following form:

(610) _
3 —Mq){—ph’«p)[gl—gs—(xé—XZ)(uo—uu)
3
+ 24%(p(1—(p)(1—2(p)—ioevz(p} (49a)
0x, .
5 - v [Mc (@, X0, X))V (Lo — fiu) + M, (@, X, X,) VI (T)] (49b)
o ag* adg’
bo—f, = 6_x§_0x§' with x, +x, =1 (49¢)
oT 0h  0h\dpx, (ah 3 )aq;
Cp— = V-(kVD)—|z—- —p=——ZoeVip| = 49d
Pora:s (V1) (Oxo Oxu) oar  \Pap 27 %) %; (49d)
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where, for numerical convenience, we have reformulated the Soret term in Eq.({@9D) as a function of the gradient
of the logarithm of the temperature (i.e. 1/TVT = VIn (7).

At this stage, it is interesting to discuss the link between the phase-field model and a CALPHAD database. As
mentioned in the goal is to use the thermodynamic data from the TAF-ID [2,139]. This database provides a com-
plex description of the solid and liquid phases based on sub-lattices models that does not allow to make a direct
link to the homogeneous Gibbs energy function of the phase-field model. Indeed, to illustrate the complexity, the
variables of the Gibbs energy functions in the sub-lattices models provided by the TAF-ID are the mole fractions
of constituents in each sub-lattice (e.g. ion fractions in the liquid ionic model) whereas ours are expressed in mole
fraction of the U and O elements. So, among the different approaches available in the open literature to interface a
CALPHAD thermodynamic description with a phase-field model, our coupling method relies on thermodynamic

equilibrium calculations performed with the OpenCalphad thermochemical solver [9]. More particularly, all CAL-
og* og* o0h

PHAD contributions in Egs.({49), namely gl,gs, iy (: %), o (: %), xf,, x{t, x5, X3, a and o

by OpenCalphadE] «local» equilibrium calculations performed at each time step and at each node of the mesh.

The coupling is detailed in

will be given

4. Phase-field solver

The phase-field model given by Egs.({@9), has been implemented in a C++ program. It can be used as a stand-
alone program but also as a dedicated component in the PLEIADES/Fuel Performance Codes to simulate incipient
fuel melting and oxygen transport.

This phase-field solver is directly coupled with the OpenCalphad thermochemical solver recently integrated
in the PLEIADES platform [13] which relies on the TAF-ID database [2,39] for equilibrium calculations. The use of
a thermochemical solver forces us to perform a partitioned scheme at each time step (cf. §4.1). As a first straight-
forward implementation to well analyze and parameterize the phase-field model, we consider 1D problems, dis-
cretized by a Finite-Difference scheme (cf. §4.2).

In the following, the numerical treatment of the heat equation Eq.({94) is not discussed. Without loss of gen-
erality, the focus is on Eq.([@94), Eq.(495) and Eq.(@9¢) assuming the temperature T be known.

4.1. Partitioned scheme solved at each time step

As previously explained, the use of a thermochemical solver with a CALPHAD database leads us to develop a
partitioned scheme, here solved at each time step by a fixed-point algorithm. Fig[3|presents the solution proce-
dure performed at each iteration of the fixed-point algorithm. It consists in three main stages, starting with the
local equilibrium calculations (see « Stage 1» in Fig[3). These calculations are performed with the OpenCalphad
thermochemical solver recently integrated in the PLEIADES platform [13]. Here, the scope of the numerical strate-
gies proposed in [13] have been expanded for the needs of the current application. Thus, equilibrium calculations
are either done in a pure phase (liquid or solid) or in the interfacial region depending on the value of the phase-
indicator ¢. As done in [13] to deal with the trace fission products (§2.4.4 in reference [13]), a preliminary step
is added to classify the nodes of the mesh in three groups depending on whether they belong to the solid phase
(i.e. ¢ = 1), to the liquid phase (i.e. ¢ = 0) or to the interfacial region (i.e. ¢ €]0, 1[). The spatial strategy discussed
in §2.4.2 of reference [13] to initialize the thermochemical calculations is then used. There is no technical diffi-
culty in performing equilibrium calculations in the pure phases for the U-O binary system. However, regarding
the nodes of the mesh located at the interface, it is a little more tricky since we have to find the liquid and solid
compositions that are consistent with the average composition of the mixture and that ensure the equality of the
chemical potentials. In other words, we have to solve a non linear problem that can be written as follows. Let x,
and ¢ being known, we have to find x!, such that:

Fx))=0 (50)

2 For more details about the links between these thermodynamics quantities and the OpenCalphad thermochemical solver, the interested
reader may refer to the Eq.22 in reference [8] which defines the molar Gibbs energy. Their values are computed at run-time from the outputs
of the OpenCalphad thermochemical solver managed by an application software interface (see §2.2.3 in reference [13]).
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Figure 3: Partitioned scheme solved by a fixed-point algorithm at each time step Az.

where F is an univariate function defined by:

(61

s s 1 1
o - [ (o

ax5(xh)  axg(xl) axl  axl(xh
Here-above, the chemical potentials are consecutively calculated by the OpenCalphad thermochemical solver in
the liquid phase with x(l, and in the solid phase with x; = [xo -(1-h(e) xf,] / h(p) whereas the root of Eq.(50) is
found with TOMS Algorithm 748 [56]. The algorithm used to perform equilibrium calculations during the first
stage is schematically described in Figll] As mentioned in this figure, the outputs of interest are the chemical
potentials, the Gibbs energies and the oxygen molar fractions in pure phases. They are used to calculate the CAL-
PHAD source term in the Allen-Cahn equation Eq.({@94)), which is solved during the second stage of the partitioned
scheme. The thermodynamic outputs of the first stage are also used with the updated phase-indicator ¢ resulting
from the second to estimate the diffusive driving force of the oxygen thermal diffusion equation Eq.([@95) (with
Eq.(@9¢)). The latter equation is solved during the third stage of the partitioned scheme. At the end of this third
stage, the phase-field variable and the oxygen molar fraction are updated and their values can be used to start
a new iteration of the fixed-point algorithm. When the convergence of the fixed-point iterations is reached, the
phase-field problem can be solved at the next time step using the same procedure.
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Figure 4: Schematic representation of the proposed algorithm used to perform equilibrium calculations during the first stage of the partitioned
scheme

4.2. Finite-Difference solution of the two-phase compositional problem

As explained in after doing all the equilibrium calculations, the two-phase problem and the oxygen ther-
mal diffusion problem are solved sequentially. Even if the time discretization scheme is implicit within each equa-
tion, the problem splitting (partitioned resolution) involves a semi-implicit resolution of the global problem vari-
ables. Therefore, this may lead to a time step restriction depending for instance on the magnitude of the mobility
coefficients, the temperature, the chemical potentials and the space size. Regarding the space discretization, we
focus here on one-dimensional problem solved by centered Finite Differences. The interested reader may refer to

22s  [Appendix D|for more details about the derivation of this numerical scheme.

230

235

5. Demonstration problems

In this section, we present two demonstration problems based on applications to nuclear fuel already studied
in open literature. The range of U-O of interest for these two demonstration problems is shown in the phase di-
agram depicted in Fig[5} Following Simunovic & al. [I1], we begin by simulating the oxygen transport in UO2 gg5
under an imposed thermal gradient with a maximum temperature lower than the liquidus. This numerical exper-
iment aims at verifying the thermodynamic consistency of the phase-field model when one of the two phases is
initially absent and at assessing the impact of the formulation of the diffusive driving forces on the results. Then,
based on the work proposed by Welland & al. [33], we check the robustness and the capability of our phase-field
model to simulate incipient melting and oxygen transport in oxidized fuel under an increasing thermal gradient.
For this demonstration problem, we consider two oxidation levels with initial uniform oxygen-to-uranium ratios
O/U equal to 2.01 and 2.05.
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Figure 5: U-O phase diagram calculated by the OpenCalphad thermochemical solver [9] at 5Mpa (pressure representative of the reactor con-
ditions of interest and used for the demonstration problems) with the TAF-ID database [2}[39]: focus on the hyperstoichiometric region.

Before presenting the results, let us define the kinetics parameters of the models and the computational do-
main used for these two tests.

5.1. Kinetics parameters

As previously explained, the CALPHAD terms in our phase-field model result from OpenCalphad equilibrium
calculations done with the thermodynamic data of the TAF-ID. More particularly, the liquid phase is thermody-
namically described by a single ionic two-sublattice model [2} [42] while the solid phase of mixed oxides with a
fluorite structure is described by a three-sublattice model [2]. In case of a uranium-oxygen binary system, it re-
duces to the following description:

(U, U*,U%")1(0%7,Va),(0%,Va); (52)

where the first sublattice corresponds to the metallic cations, the second to the normal site for oxygen anions while
the third sublattice represents the interstitial oxygen anions in the fluorite phase [2} 39]. Moore & al. [35] have
related the concentration of defects in UO,.., (i.e. the site fractions of each component in each sublattice) to the
stoichiometric deviation and developed a model of oxygen and uranium diffusion in non-stoichiometric uranium
dioxide. For more details about the diffusion mechanisms associated to each component, we refer the interested
reader to reference [35]. According to their model, the uranium mobility M;, in Eq. can be expressed as:

- QU5+ + yU4+ yU5+ IU5+

RT 53)

QU3+ QU4+
M; = Yuys+ MU3+ exp (— W + Yus+ MU4+ exp|— W + Yus+ MU5+ exp

where R is the gas constant (J.mol ™! K1) and T the temperature. In Eq.(53), the quantities y are the site frac-
tions of cationic species (calculated by the OpenCalphad thermochemical solver) while the parameters M, Q and
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U3+ U4+ U5+

M [molm?J ts 1] | 1.55x10°8 | 55x1079 | 1.35x 1079
Q [KJ.mol™ 1] 540 580 440
I [kJ.mol™ 1] - - 345

Table 1: Pre-exponential factors and activation energies associated with the uranium mobility in the solid phase [35]

I denote pre-exponential factors, activation energies and a non-temperature dependent mixing term, respec-
tively. Their values are given in Table The diffusion model proposed in [35] describes the oxygen mobility M} in
Eq. in the following form:

- + 1- Ava—By,T
M, = yVa(l—yVa)MVanp( Qa yva( }J;;u)( Va_ ZVa ))
-Qr, + 1- A
+ yzo(l—yzo)MzDeXp( oty "’R(T i) I") (54)

where the subscripts -y, and -;, correspond to quantities associated with the oxygen vacancy in the second sub-
lattice and the interstitial oxygen anions in the third sublattice, respectively. The pre-exponential factors M, the
activation energies Q and the mixing terms A and B are given in Table[2] Regarding the liquid phase, the uranium

Va I,
M [mol.m?J T.s™1] | 438x10712 | 2.76x 10710
Q [KJ.mol 1] 53.498 95.411
A [kJ.mol™ 1] 2.234 -90.548
B [kJ.(mol.K) 1] 0.01991 -

Table 2: Pre-exponential factors and activation energies associated with the oxygen mobility in the solid phase [35] (here, Mj, has to be
multiplied by 100 in order to be consistent with the Fig.6 shown in [35])

and oxygen mobilities M, and M} should be defined similarly to M and M%. However, to our knowledge, there is
no diffusion model for the ionic two-sublattice model used to describe the liquid phase. Consequently, for these
demonstration problems, we consider that at each time step, M, and M! are equal to the maximum values of M3
and M; calculated at the hottest point in the solid phase.

As far as the oxygen heat of transport coefficient is concerned, we use as first approximation the correlation
recently proposed by Konarski & al. [5] for the solid phase. It reads:

X
2(—"—2)
)

in J.mol ™! 55
0.0508 J (55)

Q5=-2.04x10"" xexp|5.35 [4+

To the best of our knowledge, no reference data is available in the open literature for the uranium heat of transport.
Consequently, Q;, is null for these demonstration problems. Given the lack of data, Welland & al. [34] ignored
the Soret effect in the liquid phase in their numerical experiments. Here, similarly to [34], we consider that the
difference of the heat of transport coefficients Q,l, - QL is zero in the pure liquid phase.

At this stage, the interfacial energy o, the interface thickness ¢ and the mobility coefficient M, needs to be
defined. We consider o = 6.1072].m™2 according to [32] and we choose € = 3.107*m and M, = 107%. As men-
tioned in §3| this value is chosen for numerical convenience but it should be estimated on the basis of a rigorous
dimensional analysis [29].

5.2. Computational domain and solution algorithm
Fig[6]shows the computational domain Q with its boundaries I'y (center of the fuel pellet) and I'y (periphery
of the fuel pellet) that is used for both demonstration problems. It corresponds to a half fuel pellet with a radius
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R = 4.65mm. Regarding the discrete problem, Q is described by an uniform grid composed of 41 points (i.e grid
similar to those that are commonly used to perform one dimensional simulations with Fuel Performance Codes
[57]) and then, 5 grid points in the liquid-solid interface, sufficient to have a precise resolution without increasing
the computational cost too much.

N
pellet i=0 i=N  pellet
center Tp | I I % % I I I I | Tn periphery
r=0 Q r=R

Figure 6: Schematic representation of the computational domain Q = [0, R] with its boundaries I'g and Iy

In this work, we consider it is sufficient to perform only one iteration of the fixed-point algorithm described
in §4.1]to solve accurately these 1D demonstration problems. In that case, the partitioned scheme solved at each
time step reduces to a one way coupling scheme. The time step used for the first problem is equal to 10~!'s. The
harsh conditions associated to melting in the second problem require smaller time steps. Therefore, we have used
At=2x10"?s and At =2 x 1035 for the lowest and highest fuel oxidation levels, respectively.

5.3. Simulation of oxygen transport in UO, oo5 under an imposed radial temperature gradient below the liquidus

In this section, we simulate the oxygen transport in hyperstoichiometric fuel under an imposed temperature
gradient below the liquidus. In this case, ¢ = 1 and the phase-field model reduces to the oxygen thermal diffusion
equation in the solid phase. This demonstration problem aims at checking the consistency of the model but
also assessing the impact of the Soret effect in the solid phase on the oxygen redistribution along the fuel pellet
radius. To do so, we have performed two simulations without and with accounting for the temperature gradient
in the diffusive driving force. In the following, these simulations are referred to as « diffusion case» and « thermal
diffusion case », respectively.

Regarding temperature, we consider a parabolic profile similar to the one proposed in [58]. It reads:

R2 _ r2

T(r) = T(R)+Pyx (m) (56)
where k = 2W.m™!.K™! is the thermal conductivity and T(R) = 835K the temperature imposed on I'y (r = R) and
Py the linear heat rate calculated to have 1873K imposed on T’y (i.e. Py = 26kW.m™1). The radial distribution of
temperature obtained with Eq.(56) is depicted in Fig[7} It is representative of temperature profiles induced by
linear heat rates encountered during power ramps.

Figs[8]show the initial state of the simulations in terms of oxygen-to-uranium ratio O/ U, chemical potential
difference fi, — fi, and oxygen chemical potential fi,. In Fig[8a} we can see that the O/U ratio of the fuel is uniform
along the pellet radius and equal to 2.005. The graphs of Fig[8b] and Fig[8c| show that the chemical potentials
o — fiy and fi, decrease from the periphery to the center of the pellet while temperature increases. The radial
profile of the oxygen chemical potential shown in Fig[8c]is in good agreement with the one obtained by Simunovic
& al. (see Fig.5 in the reference [L1]).

Figs[9] present the simulation results at steady state. In the graphs, the blue curves refer to the diffusion case
whereas the green curves refer to the thermal diffusion case. The radial profiles of the O/ U ratio clearly show that
the oxygen moved from the periphery (coldest region) to the center of the pellet (hottest region). Moreover, as
suggested in [I1], we observe that oxygen transport is hardly affected by the Soret effect in the conditions consid-
ered for this demonstration problem. This result can be viewed as a direct consequence of the definition of the
heat flux in Eq.(20) because the compositional part of the diffusive driving forces is a function of the gradient of
the chemical potentials which depend on the temperature implicitly. As discussed in the thermodynamic
contribution of the heat of transport is in some ways included in the gradient of the chemical potentials and only

18



2000

T
temperature - - - -

1800 - ..
1600 - R

1400 - A

T(r) [K]

1200 T

1000 - S

800 ‘ ‘
0 0.002 0.004  r[m]

Figure 7: Parabolic temperature profile prescribed along the fuel pellet radius

the kinetic part is associated to the thermal diffusion contribution, here called Soret effect. However, this trend ob-
served under an imposed temperature gradient cannot be generalized to harsher conditions, with higher degree
of oxidation and temperature gradients.

Now, let us focus on the radial distribution of the chemical potentials presented in the two last graphs of Fig[9]
As expected from Eq.(@9), at the steady state, the difference between the oxygen and the uranium chemical poten-
tials becomes uniform for the diffusion case and proportional to the logarithm of the temperature for the thermal
diffusion case.

Contrary to the results obtained by Simunovic & al. (Fig.5 in reference [11]), the oxygen potential remains
non uniform along the fuel pellet radius, even for the pure compositional diffusion case. This difference in results
is explained simply by the definition of the compositional part of the oxygen equation which describes oxygen-
uranium inter-diffusion in our model and only oxygen diffusion in the model proposed by Simunovic & al. [11].
Our results point out that the contribution of uranium cannot be ignored from the diffusion process in order to
be thermodynamically consistent with the equilibrium calculations done for the uranium-oxygen binary system.
Consequently, to simulate oxygen diffusion in a multicomponent system [I1], it seems more thermodynamically
consistent to express the compositional part of the diffusive driving forces as a function of the chemical potentials
of all the components involved in the system. Such a formulation is provided by the general form of our phase-
field model Egs.(@I). That being said, it should be kept in mind that there is very few experimental measurements
of the oxygen chemical potential under these high temperature conditions. The validity of the considered diffusive
driving force cannot therefore be assessed for sure. Note furthermore that the proposed formulation of U-O inter-
diffusion assumes that each O atom is replaced by an U atom. At moderate to high temperatures, this assumption
leads to an overestimation of U migration in the fuel which is usually not mobile compared to O. As illustrated in
the next part, the proposed phase-field formulation aims at describing incipient melting where one might expect
a much higher U mobility more consistent with the proposed formulation of O-U inter-diffusion.
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Figure 8: Radial distribution of O/U, fi, — fiy, and fi, along the pellet radius r calculated at the initial state for the simulations done with
(diffusion case) and without the Soret effect (thermal diffusion case). The temperature profile is also indicated.
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(diffusion case) and without the Soret effect (thermal diffusion case). The temperature profile is also indicated.
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5.4. Simulation of incipient melting and oxygen transport in oxidized fuel under an increasing thermal gradient

In this section, following [34], we apply our phase-field model to simulate incipient melting together with
oxygen transport in oxidized fuel under an increasing thermal gradient. In order to demonstrate the capability of
the phase-field model, we perform two simulations with initial oxygen-to-uranium ratios O/U equal to 2.01 and
2.05.

As done in we simulate the heat transfer across the oxidized fuel pellet by prescribing a parabolic tem-
perature profile that changes as a function of time ¢ according to:

(67

R2 _ r2
AT R%k )

T(r,f) = TR +[Pp+min(txP,P, J]x (

At the initial state, Eq.(57) corresponds exactly to Eq.(56). Here-above, P = 900W.m™~!.s~! is the linear power ramp
rate allowing us to increase the linear power during more than forty seconds till P, . = 65kW.m™!. At the end of
this power ramp, the temperature near the center of the pellet reaches 3420K. The initial and final temperature
profiles along the pellet radius are plotted in Fig[10] In this figure, we also present the liquidus in order to show

3500 - b

0/U=2.01: liquidus 3086.95K (34s)

3000 [

0/U=2.05: liquidus 2929.39K (29s)

2500 -

final temperature
initial temperature

T(r) [K]

2000

1500

1000

|
0 0.002 0.004  r[m]

Figure 10: Initial and final temperature profiles prescribed along the fuel pellet radius

the beginning of the melting for both oxidized fuels. This thermodynamic property is automatically calculated
at run-time by the OpenCalphad thermochemical solver with the TAF-ID. Phase-field modeling of nucleation (in
the present case, the onset of melting) is a complex computational issue out of scope of the present paper. For
these simulations, given the high temperatures, we propose to simplify the nucleation problem by assuming that
the liquid phase suddenly appears and immediately initiates the fuel melting. From a numerical point of view,
this consists in prescribing a Dirichlet-like condition when the liquidus is calculated by OpenCalphad. Here, as
expected for one-dimensional simulations performed with the parabolic temperature profile given by Eq.(57), the
liquid phase appears first at the hottest grid point of the mesh on I'y (r = 0). In practice, we prescribe ¢(r =0) =0.1
when the liquidus is calculated by OpenCalphad. Further parametric studies regarding this arbitrary choice will
be considered in a thorough analysis of the model properties. In the case O/U = 2.01, the fuel melting starts after
34s and the liquidus is equal to 3086.95K. This temperature is lower than the liquidus obtained for stoichiometric
fuel, i.e. 3123.50K, and higher than the liquidus 2929.39K calculated for the O/U = 2.05 fuel that is reached after
29s. These results confirm the trend observed in [34]: the more the fuel is oxidized, the lower the liquidus is and
the earlier incipient melting occurs.

The thermodynamic system obtained at the end of the power ramp thus consists of a liquid-solid mixture. At
this stage, the highest temperature gradient is maintained during more than 100s in order to study the melting
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front propagation together with the oxygen redistribution process in the two-phase system. Fig[I1]and Fig[12]
show the results obtained for the fuels with O/U ratios of 2.01 and 2.05, respectively. The radial profiles given
in these figures show that the oxygen transport is consistent with the melting front propagation. When the fuel
starts to melt, the liquid phase is characterized by a peak of the O/U ratio. Then, the central melted zone extends
towards the periphery with a decrease of the O/U ratio in the liquid phase. The fuel oxidation observed in the
liquid phase is compensated by a reduction of the oxygen content in the solid phase. Consequently, the local
melting temperature raises and the formation of the liquid phase is thus limited. The graphs of Fig[11]and Fig[12]
indicate that the melting front reaches a steady state after one hundred seconds. The trends observed in these
graphs are in good agreement with those published in [34]. It is however noteworthy that the radial profiles of
oxygen in the liquid phase at the end of the calculation and, more particularly, with O/ U = 2.01 slightly differ from
those presented in [34]. Indeed, the graphs of Fig[I1|suggest that the composition gradient has changed sign in
the liquid phase after 50s. A convergence study in time has confirmed these results. This profile can be explained
by the small part of the solid phase near the interface where the fuel is hypostoichiometric at 45s and 50s. In that
specific case, the oxygen thermal diffusion process is from the center (hottest region) to the periphery (coldest
region) [5]. This trend is not seen with O/U = 2.05 because the fuel remains hyperstoichiometric until the end of
the simulation. In that case, the shape of the oxygen distribution obtained in the liquid phase also differs from the
one presented in [34] which was uniform (Fig.5 in reference [34]). Here, as shown in Fig[12} the oxygen quantity
increases from the liquid-solid interface to the center of the pellet (r = 0). This trend seems consistent with the
prescribed parabolic temperature profile. To confirm these results, a sensitivity study on the interface thickness
and the mobility M, remains to be done.

As awhole, these and the previous results presented in this paper show the capability of our phase-field model
to simulate incipient melting and oxygen transport in the fuel with thermodynamics data coming from the TAF-ID.
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Figure 11: Radial distributions of O/U and ¢ along the pellet radius r calculated at several times after detecting incipient melting in the fuel
with an initial O/U =2.01
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with an initial O/U = 2.05
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6. Conclusion

The purpose of this work was to improve the modeling included in the PLEIADES platform in order to perform
simulations of incipient melting and oxygen transport in the fuel using the thermodynamic properties of the TAF-
ID. To this end, a phase-field model for a two phase compositional (multicomponent) system has been developed
and combined with the CALPHAD thermodynamic description of the fuel available in the TAF-ID. The governing
equations were first derived within a consistent thermodynamic framework and considering rigorous thermo-
dynamic closures, namely the Gibbs energy of the system and the description of the interfacial region based on
the Kim-Kim-Suzuki model. The model was then reduced to a uranium-oxygen binary system in a solid/liquid
mixture, of interest in nuclear applications.

In this limiting case, the liquid-solid phase change is described by the Allen-Cahn equation and the oxy-
gen transport by a thermal diffusion equation whose diffusive driving forces include the compositional (oxygen-
uranium inter-diffusion) and the thermal gradients (Soret effect). The mobility coefficients of the phase-field
model were defined to satisfy some consistency properties in the sense that the model had to remain valid when
one of the two phases or one of the two components vanishes. The interface with the thermodynamic description
of the TAF-ID is performed by coupling the phase-field model with the OpenCalphad thermochemical solver.

Two 1D demonstration problems have been proposed to demonstrate the performance of the numerical scheme.
First, oxygen transport in a UO> 95 fuel under an imposed parabolic radial temperature profile below the liquidus
temperature has been analyzed. The gradient of the difference between the oxygen and the uranium chemical po-
tentials is used as the main driving force for oxygen diffusion together with the temperature gradient. The radial
oxygen redistribution expected for hyperstoichiometric fuel in these thermal conditions is satisfactorily repro-
duced by the phase-field model. The simulation results clearly show that oxygen redistribution is hardly affected
by the Soret effect, as suggested by Simunovic & al. [11]. However, the contribution of the uranium chemical
potential appears non negligible and raises the question of its consideration in oxygen diffusion equations.

The second problem describes incipient melting and oxygen transport in oxidized fuel under an increasing
radial thermal gradient. For this demonstration problem, two simulations were performed with initial uniform
oxygen-to-uranium ratios equal to 2.01 and 2.05. The simulation results clearly show that the melting front prop-
agation is strongly coupled with oxygen transport in the liquid-solid mixture. As already explained by Welland
[34], oxygen redistribution leads to a self-regulating process. Indeed, the oxidation occurring in the liquid phase
is compensated by a decrease of the oxygen content in the solid phase, which, in turn, increases the liquidus and
stops the fuel melting.

These results demonstrate the consistency of the phase-field model and its capability to simulate incipient
melting and oxygen transport with a thermodynamic description of the fuel based on the TAF-ID.

Future work will concern the application of the phase-field model to more complex problems such as power
ramps. The numerical scheme could also be adapted in 2D and 3D. The extension of this approach to the uranium-
plutonium-oxygen ternary system at hand in Mixed OXide fuels is planned. In that case, the formulation of the
phase-field problem may have to be written on the basis of a grand-potential functional [29} 59, 60} 61].

For systems with much larger number of components, the interfacing of an advanced thermodynamic database
with a phase-field solver may become a computational issue and thus, the use of an approximate albeit accurate
thermodynamic representation derived from CALPHAD databases (see [43]) might be considered.
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Appendix A. Explicit form of the generalized chemical potential

In this appendix, we present the developments leading to the potentials Egs.(38). Following [28], the first step
is to calculate the partial derivative of Egs.(7) with respect to x;. It reads:

080 g’ 0x; ag’ ox!
=2 = Lyf1- —L Al
%, ((,0) X o [1-h( )] Xi ox; (A.la)
h 0x; 1-h xf 1 A.1b
— 4+ —_ —_— = .
(¢) o%; [ (@] o%; (A.1b)
Then, by substituting the relationships Eq.(7) and Eq.(A.15) in Eq.(A-Ia), one obtains:
980 og* _og'
B = Bt - I A2
0x; ax;? 6xl% a.2)
which enables to re-write Eq.(37d) as:
0g* A
.= ix AL v (A.3)
ox; p
or, by using Eq.(4.2), in the following equivalent form:
- og ! Ai o
; = ———Vx; (A.4)
Hi 6xf P i

Now, we focus on the potential n) (multiplied by the molar density p) given by Eq.(370). The derivative of relation-
ships Eq.(5) and Eq.(7) with respect to ¢ gives:

x!

980
- = h +h +[1-h(p - A5
0y s -¢) ("’)Zasa | ()]Zalaq) o
§ ox!
g+ 1-hpl 5t = Hig) (xf- %) (A.5b)
Next, by using Eq.({A.55), one can simplify Eq.(A.54) as follows:
6g0 / l ¢ 0 1
- = hwlg'-g W (@) | x; - x; (A.6)
% (&)~ L gt i)
which enables to express the potential 7 (multiplied by the molar density p) as:
l 1 s - 0g° 1 s ! 2
on = -ph'p) |g g —Zﬁ(x,- —xl-) + W' (@) -xVe (A7)
i=1 0X;
Here again, by using Eq.(A.2), Eq.(A.7) can be written in the following equivalent form
/ l s =0 : l s ! 2
pn = o) |8 =g = X % (il i) [+ W) -x Vg (A8)
i=1 xi

At this stage, as the pure molar Gibbs energies g* and g! are homogeneous functions, it is interesting to note that
the CALPHAD contributions in Eq.(A.7) and Eq.(A.8) can be calculated according to:

g (px ) gn: % (p;c ) (px, pxis) (A.9)

l

1
_I_Xn‘ig_ill (xil_xis)
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Appendix B. Derivation of the heat equation from the entropy balance equation

In this appendix, we detail the derivation of the heat equation Eq.({0) from the entropy balance equation

Eq.(374).
To begin, we recall the reader that the molar entropy is defined from the molar Gibbs energy g according to
Eq.(115) and g depends on p, T, {x;}, {Vx;}, ¢ and V. In these conditions, according to Eq.(TI), one can write:

o’g o’g o’g ) o’g o’g
ds = —| 28 4 dT d -dVx; d -dv
¥ aTap p+6T2 +Z aTax; T aTavx 4V T 109 Y T aTove VY
Vi ap, ow, ) 6 o
- - T i Vx| + ——dg + —-dV B.1
57 4P d +Z T dxi+ = AV |+ = dg+ - dVg (B.1)

In this work, the molar volume V), is constant and we also assume that the coefficients y;, { do not depend on the
temperature. In these conditions, by assuming local thermodynamic equilibrium conditions [44], Eq.(B.I) reads:

0s CpoT & (0u; ax,-) 06 op
— = |-y (22| == B.2
ot T ot Zi(GT ot ) 0T ot (8.2
where C,, is the heat capacity at constant pressure defined by:
0s
C, = T|l—= B.3
P ( oT ) P ®-3)
Now, by multiplying Eq. by p T, we obtain:
o0ps oT o (Ou; 6px,-) 00 0¢
T— = pCh—-TY |om—t|-pT—=— B.4
a1 PErat l._Zl(aT or ) PP ar o B4
Then, we can introduce the potential term fi; + § in Eq.(B.4), yielding:
ops ,ul +ﬁ o0px; 00 o¢p
T— = -T L _oT——= B.5
ot ”at l:ZI ar ot oror (B-5)
Now, in order to simplify the heat equation, we introduce the molar enthalpy / defined by:
og
h=g- T( ) (B.6)
OT ) pp.Vep,xih (Vxi}

Then, by using Egs.(I1) together with Eq.(38) and after some calculations, we can write the derivative of Eq.(B.6)
with respect to x; in the following form:

oh Ai o(@i+B) .
6—xi:(pi+ﬁ)+?lvzxi—T% i=1,...,n (B.7)

Similarly, for the phase-field variable ¢, we have:

%—n+EV2(,0—T% (B.8)
op p '

According to Eq.(B.7) and Eq.(B.8), Eq.(B.5) reads:

-— (B.9)

ops oT Ai_o ] 0px; (6h K_o )0([1
T— = - —Vx; - \Y
ot pat-’_zz‘i 0 x — (@i +p) 0 Xi @
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At this stage, we substitute Eq.(37¢) and Eq.(88) in Eq.(B.9) to obtain the heat equation in the following form:

0

T oh A
pCros = V-V -} | == -v?

—Lv2x;
oxi p

opx; (%_Evz )

i-1 ot dp p

Zp,+ﬁ ] (B.10)

In this work, we assume that the latter term on the right-hand-side in Eq.(B.10) is of an order of magnitude lower
than the other contributions and thereby, it can be neglected. This estimate can be explained on the basis of a
rigorous dimensional analysis but it is out of scope of the present paper.

In these conditions, the heat equation reduces to:

oT Oh _Aip | 9pxi (Z_h_gvz )"_‘P B.11)

C,— = V- (kVT
PEr ey ()Zalpx’at 0 ar

Appendix C. One-dimensional analysis of the phase-field model at the equilibrium state

In this appendix, our purpose is to define the depth of the double-well potential w as a function of the interfa-
cial energy and the interface thickness. To do so, we follow an approach proposed in [28], to cite among others, to
conduct an one-dimensional analysis of the Allen-Cahn equation Eq.([@24) at the equilibrium state

In these conditions, Eq.([@2a) reduces to:

z,,

Kaz(l)eq(z)

322 + W (@eq(2) (C.D

eq

—ph'(@eq) |8 -

z (x_x)

where the subscript *.; denotes quantities evaluated at equilibrium. Now, by multiplying the equation Eq.(C.I)

by =+ weq and by integrating over +oo, one can find:

n
Z (x )| = (C2)
= eq
which allows us to simplify Eq.(C.I) in the following form:
0 peq(2)
K—ai‘; = W (@eq(2) =2004(2) (1 - Peq(2) (1 - 20¢4(2)) (C.3)

(peq

Here again, we multiply Eq.(C.3) by —_* and, afterwards, by integrating over +oo, one obtain:

a(ﬂ q(Z) 2w
;—Z = 9@ (1-9eq(2) (C.4)

where we used @, (+00) = 1 (solid) and ¢.4(—o0) = 0 (liquid). At this stage, for the sake of simplicity, we consider
the following variable change:

V(z) = 2@eq(2)—1 (C.5)

where v(+00) =1 and v(—oo) = 0. Then, the relationship Eq.(C.5) is substituted in Eq.(C.4), yieldings:

_ov _ 1l 2w, C.6)
1-v(?2 2V « ’

which gives after integrating over +oo:

argtan(v(z)) —\/—z+K (C.7)
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In Eq.(C.7), K is a constant of integration. We can easily show that it is zero by defining the interface location such
that ¢e4(z = 0) = 0.5. Finally, according to Eq.(C.5) and Eq.(C.7), the phase-field variable at equilibrium is defined

by:
1 /2
1+tanh(—\/ —wz)
2 K

At this stage, it remains to make links between «, w, the interfacial thickness € and the interfacial energy o. To
do so, we begin by defining o in one-dimension as follows:

oK a(noeq(z) 2
7 f;oo E( 0z )+W((Peq(z))dz ©9)

(C.8)

1
Peq(z) = >

Then, according to the relationships Eq.(C.3) (integrated over [0, 1]) and Eq.(C.4), Eq.(C.9) takes the form:

00 (0peq(2)\? 1 0geq 1 2w 1
o = ‘[_ K( 32 )dz:fo K?&peq:fo K ?%q(l—(peq)a(pengvzm (C.10)

o0

Furthermore, one can express the interface thickness as:

-1

max (C.11)

—00=Z=+00

( a‘Peq (2) )
0z

and, according to Eq.(C.4), one obtain:

€=

a(Peq (2) )

max
—00<z<+00 0z

o maX\/ZQ)[ (1-eq)] _1—4 = (C.12)
= | ozagy | x [Pealt T Peq V2w '

which enables to re-write Eq.(C.8) as follows:

(C.13)

2
1+ tanh(—z)
€

1
Peq (2) = E

At this stage, substituting Eq.(C.12) in Eq.(C.6) yields:

3
K= 506 (C.14)

and the use of Eq. together with Eq. gives the depth of the double-well potential in the following form:

w=122 (C.15)
€

Here, it is interesting to mention that all the relationships obtained in this appendix are equivalent to those given
by [34] and [28] by setting € = 46 in [34] and € = 21 with @ = 1 in [28].

Appendix D. Centered Finite Differences scheme

In this appendix, we present the centered Finite Differences scheme used to solve one-dimensional problem.
Before detailing the numerical scheme, let us define some practical notations: Q denotes the non-uniformly dis-
cretized one-dimensional domain and I its boundary; At refers to the time increment between two successive
time steps t" and "1 N is the maximum number of grid points, i the node index whereas Az;;; and Az; cor-
respond to the space sizes from i to i + 1 and from i to i — 1, respectively; and the curly brackets define a set of
variables indexed by i for i =0,..., N.

In the following, we assume that {7}, {T'}, {(x,)!} are known at the time step ". In these conditions, by
focusing on Eq.[@94), Eq.([495) and Eq.([@9¢), the time marching reads:
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1. Using {¢?}{T"}, {(x,)!}, perform all the equilibrium calculations and find an estimation of {(g )"“}
{1} {eepr ) {ah it {0} and {1}

2. Afterwards, calculate the discrete CALPHAD term {(gl);-”l —(gHm! - ((xll,);“rl - (xg)?“) (o)1 - (ﬁu)?“)}
and find {¢"*'} such that:

(anrl—(p(l n+1
lAt i — _M(p{ ph ((,0"+1) (gl);ﬁ—l_(gs);H—l_((xé);”l_(x;)?+l)((ﬂo)?+l (flu )n+1)l
o
v 20 (1=l x (1- 2]
3 2 I.’l+l 2 I.1+1 2 n+1
- Zoe Pinn S M— Vi (D.1)
2 Aziv1(Azj+Aziv1)  AziAziy Az (Azi+ AZHI)

Here-above, when the mesh is uniform (i.e. Az; = AzVi =0,..., N), the latter term of the right-hand-side of
Eq.(D:I) degenerates in the well-known 3-point stencil Laplacian:
§0_ (pln:ll 2(»01 n+1 + (pn+1 ]
2

v (D.2)

Finally, for this problem, by assuming that the right side (i = N) of the domain remains solid, the following
Neumann-Dirichlet boundary conditions are considered:

(Dirichlet) %' = 1 ¥n=0 (D.3a)
(Neumann) ¢"i' = ¢! vn=0 (D.3b)

where the subscript -_; denotes a virtual grid point located at a distance Azy = Az; from the zero grid point.
This non-linear problem is solved by using a standard Newton method.

3. At this stage, using the estimations of {¢!*'}, {T/"*1}, {(ﬁo)?ﬂ} and {(/Ju)?“ }, find {(x,)"*'} such that:

n+l R i+% . i_% i
(xo)?_H _ (xo);’L ~ MH'Z A’a;’l_:-ll A” A'Zl MC + AZ1+1ML' ] .\ Mé 2 A/.l"'H
At Azis) (Azi+Dzi1) AziAziy1 (Azi+Azjyq) Azi (Azi +Azjy1)
1 In(77"1) MM 4 Az M Vs 1
AR LYCr) B s By B P
Azi+1(AZi+AZt+1) AziAzis1 (Azi +Azjp1) Azi(Azi+Azl+1) ’

i+

i1 [ il
where Afi*! = [(,ao)”“ (fu) | for i =0,...,N whereas M, 2, M, 2, M, ? and M, ? are discrete mo-

bility coefficients given by:

((p?;rjl'(x")wj) (‘p:Hl’(xO)?)
2

Here-again, when the mesh is uniform (i.e. Az; = AzVi =0,..., N), the right-hand-side of Eq.(D.4) reduces
to:

MZ’+% fora=T,Cand j=+1 (D.5)

M I A - (Mé+2+Ml 2)Au"“+Ml N

i+1
Az?
M”Zl 70 (M2 4 M2 | In (T4 4+ ME2 In (1)
n(7/77) = (Mg + My * |In(T77) + My > In(T77))
+ D.6
A7 (D.6)
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Regarding to the boundary conditions associated to this discretization, we consider the following Neumann-
Neumann boundary conditions:

.1 i1
Mé+§ [Aﬂ”+1 —Aﬂ?“) +M;+7 [ln(T.nH) —ln(Tl.nH)]

i+1 i+1

o1
=5 ~ ~
M, ? (Apt - Aptt)

i

+

where we have defined two virtual grid points located at a distance Azy = Az; from the zero grid point and
Azyn = Azy-; from the point number N, respectively.
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