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The capacity loss and cycling aging of lithium-ion batteries at high (dis)charging rate (C-rate) hinders the
development of emerging technologies. To improve the performance of Li-ion batteries, it is important to
understand the coupling effect of the mechanical behaviors and the electrochemical response of elec-
trodes, as the capacity loss and cycling aging are related to the mechanics of electrodes during (dis)charg-
ing. Many studies have formulated the distribution of stress, strain and lithium-ion fraction of electrodes
during lithiation/delithiation. However, few of them reported a self-consistent formulation that contains
mechanical-diffusional-electrochemical coupling effects, solid viscosity, and diffusion-induced creep for
an electrode with large deformation under non-equilibrium process. This paper considers the electrode of
a Li-ion battery as a solid solution system. Based on continuum mechanics, non-equilibrium thermody-
namics and variational theory, we develop a generalized theory to describe the variations of stress distri-
bution, electrode material deformation and lithium-ion fractions of the solid solution system over a non-
equilibrium process. The finite deformation, mass transfer, phase transformation, chemical reaction and
electrical potential of the system are coupled with each other in a fully self-consistent formulation. We
apply the developed theory to numerically simulate a Sn anode particle using the finite difference
method. Our results compare the influences of different C-rates on the non-equilibrium process of the
anode particle. Higher C-rate corresponds to stronger dissipation effects including faster plastic deforma-
tion, larger viscous stress, more polarization in the electrical potential, longer relaxation time and less
electrical energy. With the formulation and simulation of the non-equilibrium process, this study refines
our understanding of the mechanical-diffusional-electrochemical coupling effect in Li-ion batteries with
high C-rate.
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1. Introduction

The performance and life of Li-ion batteries are related to
mechanical effects of electrodes during (dis)charging (Vetter
et al., 2005). For example, Wang et al. (2005) presented the
crack-induced capacity fade of LiFePO, during cycling. Piper et al.
(2013) reported that compressive stress may decrease the effective
specific capacity of Si anodes. Cycling-induced crack propagation of
a single crystal Si anode was observed and simulated by Shi et al.
(2016). For decreasing the capacity loss and improving the lifetime
of Li-ion batteries, it is important to understand the relation
between the mechanical behaviors and the electrochemical
responses of Li-ion batteries.
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The mechanical behaviors of electrodes include the stress and
deformation induced by the diffusion of Li. Based on the assump-
tions of infinitesimal deformation and diffusion of Li governed by
Fick’s law, the diffusion-induced stress of a spherical electrode par-
ticle was analytically solved by Cheng and Verbrugge (2009). Due
to the simplicity of Fick’s law, the diffusion-induced stress may
be simulated conveniently for more complicated geometry of elec-
trodes (Kim and Huang, 2016; Kim et al., 2018, 2019). However,
Fick’s law neglects the influence of the mechanical behaviors on
the diffusion of Li. This influence may be reflected by the
mechanical-chemical potential of Li which can be considered as
part of the driving force of Li diffusion. To fully present the
mechanical-diffusional coupling effect, some studies introduced
the stress of electrode into their chemical potential models of Li
(Christensen and Newman, 2006; Bower et al., 2011; Di Leo
et al., 2014; Bucci et al., 2017). The stress-induced chemical poten-
tial of solid was initiated by Larché and Cahn (1973) (Eq. (1.1)):
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where p, is stress-induced chemical potential, Vpy is partial molar
volume, Tr is trace operator, and & is stress tensor. The Larche-Cahn
model is derived from the linear theory of elasticity and thus should
be used based on the assumption of infinitesimal deformation.
However, many alloy anodes of Li-ion batteries have large volume
expansion and contraction during lithiation and delithiation,
respectively (Huggins, 2008; Qi et al., 2014). In studies of modeling
the finite deformation of electrodes, the mechanical-chemical
potentials were formulated based on the Larche-Cahn model, even
though the assumption of infinitesimal deformation is not possible
(Bower et al., 2011a, 2015b, 2015c; Di Leo et al., 2014, 2015; Wen
et al., 2018; Dal and Miehe, 2015; Bucci et al., 2016). A formulation
for the mechanical-diffusional coupling effect of the electrodes with
finite deformation is still unclear.

The diffusion of Li in an electrode is coupled with not only the
mechanical behaviors but also the electrical potential of the elec-
trode since the electrochemical reaction is related to the
mechanical-chemical potential of Li. The electrode at a higher
(dis)charging rate (C-rate) has more capacity loss (Kang and
Ceder, 2009) and cycling aging (Xie et al., 2015), which may be
related to the viscous effect of the electrode via the mechanical-
chemical potential during faster deformation at the higher C-rate.
The dissipation effect could become significant with larger defor-
mation in electrodes because of their faster strain rates. However,
few studies formulated the mechanical-diffusional-electrochemi
cal coupling effect with solid viscosity. To this end, we adapt a
non-equilibrium process with finite deformation to fully describe
electrodes exhibiting different evolutions of strain and stress dur-
ing lithiation/delithiation at different C-rates.

In addition, the diffusion of Li atoms can form creep strain or
convection in an electrode continuum. On the scale of continuum,
different atoms are indistinguishable. The stress of an electrode
should be the statistical average of the atom interaction in the elec-
trode (Thompson et al., 2009). Hence Li atoms should share the
stress and be treated as a part of the electrode. The electrode mass
flow induced by Li diffusion corresponds to a partial deformation of
the electrode continuum. This deformation can be considered as
diffusion-induced creep strain (Jones, 1965). In the measurement
from Pharr et al. (2014), the variation of electrical potential of a
Si film electrode demonstrated transient trend reversal with each
change of C-rate. This phenomenon may be related to the diffusion
induced creep strain, as C-rate can directly influence the diffusion-
induced creep strain. Selecting the matrix of the electrode, such as
Si atoms of Si alloy anode, as the material configuration of defor-
mation may mathematically obviate the diffusion-induced creep
strain, meanwhile the convection induced by the mass flow must
be included in the formulation of electrodes. To close this knowl-
edge gap, we consider the diffusion-induced creep strain and/or
the convection effect of electrodes in the current study.

Furthermore, the diffusion of Li can generate phase separation
for some electrode materials, such as LiFePO,, graphite and Si
(Huggins, 2008; Whittingham, 2004). The diffusion-induced stress
may be influenced by the phase separation (Song et al., 2015).
Many studies that considered the phase separation and the
mechanical-diffusional coupling effect incorporate a sharp inter-
face between Li-rich phase and Li-poor phase (Bower et al., 2015;
ChiuHuang and Shadow Huang, 2013; Cui et al., 2013), but the
sharp interface can only be applied to special geometries such as
film or spherical electrodes. To address this current limitation,
our study includes continuous phase field in the formulation of
electrodes to present the phase separation for general geometries.

In this paper, the electrodes of Li-ion batteries are considered as
solid solution systems. Based on the continuum mechanics (Sedov,
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1997, 1965), non-equilibrium thermodynamics (de Groot and
Mazur, 2011) and variational theory (Gelfand and Fomin, 2000), a
formulation including convection effect is developed for the non-
equilibrium process of a solid solution system with finite deforma-
tion. Mechanics, diffusion, phase separation, chemical reaction and
electrical potential are fully coupled with each other in the formu-
lation. We start with basic axioms such as mass conservation and
the 1st law of thermodynamics to develop a general theory (Sec-
tion 2.1). The general theory is then applied to a simplified Li-Sn
system (Section 2.2). A system of equations is numerically solved
for a Sn anode particle with an initial spherical cap geometry (Sec-
tion 2.3). Our goal is to use a rigorous mathematical formulation to
develop a generalized method to describe evolutions of
electrochemical-mechanical behaviors of electrodes during (dis)
charging at various C-rates.

2. Method
2.1. General theory

The electrodes of Li-ion batteries can be considered as continu-
ous solid solution systems, in which every component has finite
deformation due to the volume change and mass transfer during
(dis)charging. In this paper, the finite deformation of an electrode
system is formulated based on metric tensor (Sedov, 1997) instead
of deformation gradient tensor. The deformed configurations of the
solution components in the electrode are considered as deformed
metric spaces with curvilinear coordinate frames, where the com-
ponents of tensors generally could be covariant or contravariant.
The concepts of metric tensor and covariant/contravariant compo-
nents of tensors are briefly introduced in Appendix Al. Some ter-
minologies and tensor indices are defined below: Reference space
is used to refer a metric space selected for describing the compo-
nents and basis of tensors. The operators and the tensor compo-
nents are for the reference space unless otherwise specified. Lab
space is used to refer an inertial Euclidean space with a static met-
ric. Moreover, lowercase English letters, uppercase English or
Greek letters are used with superscripts/subscripts in this paper,
and details are as follows:

a. Lowercase English letters. If there is no bracket, these items
are the tensors’ spatial indices, and they obey Einstein’s
summation convention. Superscripts indicate contravariant
components, and subscripts indicate covariant components.

. Uppercase English or Greek letters. Normal superscripts/-
subscripts of a variable. They are not indices and do not obey
Einstein’s summation convention.

c. Within brackets. Indices that do not obey Einstein’s summa-

tion convention.

2.1.1. Mass conservation and kinematics of continuums for solution
systems

A solution system is composed of different matter components
k. Every component corresponds to an individual continuous met-
ric space, which can move and deform following the movement of
a corresponding component relative to a static space. In general,
due to the movement of the components, the coordinate frames
of the corresponding spaces are curvilinear. We may select the
metric space corresponding to any component as the reference
space, in which the Lagrangian coordinate is used for the selected
component and the Eulerian coordinate is used for all other com-
ponents. In this paper, the term “velocity” is the velocity relative
to the selected reference space unless otherwise specified. In addi-
tion, the lab space is necessary for describing the deformation of a
solution system.
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Based on mass conservation, the divergence theorem and the
chain rule yield equation (2.1.1) used for the density change in
component k. The derivation steps are shown in Appendix A2. As
shown in equation (2.1.1), the local change rate in the density for
component k is caused by the convective change rate of the density

V- (pm v(k)>, the deformation of the reference space V- », and

local chemical reactions Eji((’QJU).

P
ot

+V- (P(k)”(k)) +PpuV- V= Zf%’m (2.1.1)
j

where p,,, is the mass density of component k, o is the velocity of
component k in the solution system, V- is divergence operator, v is

the velocity of the reference space relative to the lab space, 533) is the

mass stoichiometric ratio of component k in chemical reaction j,
which is less than zero for the components on the left of the chem-

ical equation, and J¥ is the chemical reaction mass rate of reactionj.

To describe the diffusion of components in a solution system,
we introduce a mass center continuum for the solution system,
in which the density and velocity are defined as follows:

p= Zp(k)
k

(2.12)

PY=> Pun (2.1.3)
k

where p and » are the density and the velocity of the mass center
continuum, which are called the mass center density and the mass
center velocity, respectively (Sedov, 1997).

The diffusion flux and the mass fraction of component k are
defined as follows:

J p(k)(v(k) - )

(2.1.4)

Xt = Puy/ P (2.15)

where J ;) and X, are the flux and the mass fraction of component k,
respectively (Sedov, 1997).

With equations (2.1.2) and (2.1.3), summing (2.1.1) for all the k
components yields equation (2.1.6), which describes the density
change of the mass center continuum. Because all the components
satisfy the conditions for mass conservation, the mass center con-
tinuum is also mass-conserved. The chemical reactions are mass-
conserved, and hence are canceled by the summation, as shown
in equation (2.1.6):

a_p+v.

o (2.1.6)

(pv)+pV-v=0

Combining equations (2.1.6) and (2.1.1) yields equation (2.1.7)
with equation (2.1.8) below for the changing rate of the mass
fraction:

Pxuy +V Jgg =D Y (2.1.7)
J
dx
0 =g (2.1.8)

where - is the operator of rate, and 4 is the total derivative operator
over time of a tensor’s components for fixed mass center coordi-
nates. In the selected reference space, the total derivatives for func-
tions of coordinate z' and time t are calculated by the equation
(2.1.9) below,
d o 7]

=tV

dt— ot oz (219)
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where ¢/ is the contravariant component of the mass center velocity
and Z' is the contravariant coordinate of the selected reference
space.

The covariant component of the strain tensor for a continuum is
defined as half of the change in the covariant component of the
metric for the corresponding space (Sedov, 1997). Equation
(2.1.10) shows the strain of the mass center continuum:

2

where &; is the covariant component of the strain tensor for the
mass center continuum. * indicates that the component corre-
sponds to the mass center space, g; is the covariant component of
the metric tensor of the deformed mass center space, and g°; is
the covariant component of the metric tensor for the initial mass
center space. Above metric-based definition of strain for the finite
deformation can be applied to the strains in different categories
(Sedov, 1997): elastic strain, thermal strain, plastic strain, concen-
tration strain, etc. As proved in Appendix Al, the strain tensor
defined by equation (2.1.10) is equivalent to the Green strain tensor.

The total strain may be composed of multiple strains with dif-
ferent categories, which can be elastic, plastic, creep, etc. For the
mass center continuum, within the mass center space, the covari-
ant component of the total strain is the summation of the covariant
components of the strains in all categories (Sedov, 1997), as shown
in equation (2.1.11):

P AU
b=k
1

where ég) is the component of the strain for the mass center space
with category [, and the category may be elastic, plastic, creep, etc.
Based on the metric-based definition of strain demonstrated by
equation (2.1.10), the additive decomposition of strain component
shown by equation (2.1.11) is valid for the finite deformation and
consistent with the multiplicative decomposition of deformation
gradient, which is proved in Appendix Al. Please note that only
the covariant components in Lagrangian coordinates satisfy the
additive decomposition of strain component (Sedov, 1997).

& =5 (& — &%) (2.1.10)

(2.1.11)

2.1.2. Momentum equation and energy equation

The Cauchy stress in a solution system represents the statistical
average of the atom interaction in the system (Thompson et al.,
2009). As the atoms of all the components are indistinguishable
on continuous scale, the Cauchy stress is related to the acceleration
of the mass center continuum using the momentum equation as
shown below (de Groot and Mazur, 2011);

pa-=V-p+> puF (2.1.12)
k

where a' is the acceleration of the mass center continuum relative

to the lab space, p is the Cauchy’s stress tensor of the solution sys-

tem, and F;, is the specific body force of component k in the lab

space.
In the reference space, a" is calculated using equation (2.1.13):
ali = 0{; e (2.1.13)

where a" is the contravariant component of at, 2 is the contravari-
ant component of #*, which is the velocity of the mass center con-
tinuum relative to the lab space, and V, is the operator of the
covariant derivative.

The evolution of the solution system obeys the 1st law of ther-
modynamics. The energy equation of the system is formulated
using the generalized D’Alembert principle below:
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s / updv = / sqpdV + / > puF, - oG, dV + oW,
v v vV %

+/p~n-5rLdA (2.1.14)
A

where u is the specific internal energy of the mass center contin-
uum, V is the volume of the solution system, q is the specific heat
of the mass center continuum, ér{;, is the variational of the radius
vector for component k in the lab space, éW, is the total virtual
work of inertia force in the system, n is the normal vector for the
surface of the solution system, 6r! is the variational of the radius
vector for the mass center continuum in the lab space, and A is
the surface area of the solution system.

On the continuous scale, we use the mass center continuum to
represent the entire solution system. The mass center density and
the mass center velocity are considered as the density and the
velocity of the system, respectively. Hence, we use the mass center
continuum to calculate the virtual work of the inertia force in
equation (2.1.14), as shown below:

oW, = / —pa- - sr-dv (2.1.15)
JV

2.1.3. Equation of the entropy production rate

The evolution of a solution system satisfies the 2nd law of ther-
modynamics. Under nonequilibrium thermodynamics, the entropy
production rate is composed of a series of generalized thermody-
namic flows and forces that describe the system at non-
equilibrium (de Groot and Mazur, 2011). The derivation of the
entropy production rate is based on the description of the internal
energy. The solution system is represented by its mass center con-
tinuum, of which the total internal energy is a functional of the
specific internal energy, which is shown in equation (2.1.16):

s X, Vixg )dm (2.1.16)

U:/u(s, ég), Akéfl)
m

where U is the total internal energy of the solution system, s is

specific entropy, V; is the operator of the covariant derivative in

the mass center space, and m is the mass of the solution system.
The intensive thermodynamic functions of the solution system

are defined as the functional derivatives of the total internal

energy. With the mathematical relation between the functional

derivatives and the partial derivatives, we define the homogeneous

functions and inhomogeneous functions as shown below:
Temperature T is defined as follows:

T= <§> = (6_11) (2.1.17)
ds &x 0Os &, Vex, Vx
Stress with category I, 6, is defined as follows:
1 i ou 1. i o 1.0k
-0 =—+ =—0poy — Vk—0 2.1.18
P 5@2,8-0 . 0 HOM k ) INH ( )
S8 X

With category |, the homogeneous stress ',

()
geneous stress oy,

and the inhomo-
are defined below, respectively:

1 i ou

Tomi _ ( A@) (2.1.19)
P BSU s.el'#) Ve x Vx

1 . wi ou

1 ;,lek( ¢ A({)) (2.1.20)
P avkeij 5,6, Vel'#) x Vx

The category | can be elastic, plastic, creep, etc. The chemical
potential of component k relative to component K is defined by
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_ ou
Haao = 5x(k) 58X

where the homogeneous relative chemical potential gy and
inhomogeneous relative chemical potential gy, are respectively
defined by:

= Heomi) — vi/:‘;NH(kK) (2.1.21)

(K =k)

Heomui) = < ou > 2122
8X(’<) $.&VEX 1y VX

- ou

HiNbgaey = i @129
8ViX(k)

s,s,Vs.x‘Vx(k/#kJ

Based on the definitions of the intensive functions above, we
find equations (2.1.24), (2.1.25), (2.1.26), (2.1.27), and (2.1.28) for
the entropy production rate by combining the conservation equa-
tion (2.1.7), the energy equation (2.1.14), and the divergence theo-
rem. The derivation steps are shown in Appendix A3. With
equation (2.1.24), we have the generalized thermodynamic flows

J., t0, J), and J¥, and generalized thermodynamic forces VT, e
V‘Pfk,(), and A? (de Groot and Mazur, 2011). The generalized ther-
modynamic flows can be expressed as functions of the generalized

thermodynamic forces. Their models for a simplified case are
shown in Section 2.2.2.

K-1

TO=—J;- VT + Z w06l — Z](k) ‘ vlpfkl() + Z]O)Ag) (2.1.24)
1 k J

™ =p-o¥ (2.1.25)
‘P(LkK) = Wy + ‘P%kK) (2.1.26)
Fluo = Fliy =~ Fixy = =V 0lu (2.1.27)
_ K-1 _
AD == o ) (2.1.28)
k

where 0 is entropy production rate, J, is entropy flux, ¢ is the dis-
sipation stress with category |, é" is the strain rate with category [
of the mass center continuum, J;, is the diffusion flux of component
k, ‘{’fk,() is the potential energy of component k relative to compo-

nent K in the lab space, Ag) is the specific chemical affinity of reac-
tion j, and (p(LkK) is the potential energy corresponding to the body
force in the lab space.

2.1.4. Constitutive relations of state functions

We selected T, &V, Ve, xy), and Vx, as the basic independent
parameters to determine the status of a solution system. The other
state functions of the solution system depend on these five param-
eters. To replace the specific entropy with the temperature as an
independent parameter of the state functions in Section 2.1.3,
specific free energy ar is introduced by equations (2.1.29) and
(2.1.30):

ar=u-—Ts (2.1.29)
and
1 i - 1 ik 3o -
dap = —sdT + Eaﬁ}’fmdsf;) +3° ;aﬁﬁﬂkdvksg’
7 7
K-1 K1 R
+ Z Mriomquc) Xk + Z Hinpigric @V iX k) (2.1.30)
k k
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We assume that the 2nd order partial derivatives of ar is contin-
uous. The homogeneous and inhomogeneous stresses are therefore
a continuous function of T, ¢¥, Ve®, x,,, and Vx, ®- It is assumed
that there is no crossed couplmg between different categories of

the (in)homogeneous stresses, ie., (%) =0,
Pu Ih
i ijk
m/P /p /p
(%) =0, <—( i )) —0, and <—EJV’NHA"’)> —0. The
m I#h I#h m I#h

homogeneous and inhomogeneous stresses with category [ satisfy
equations (2.1.31) and (2.1.32):

(hij
O Lom (I)Ijkl

a(A

A(lu

ursp
de s L+ Z K ) d
« (Dij (hij
(i o (i
+ Z Kwﬁ()dvq"(k) +7 YdT (2.1.31)
k
and
(Dijk
O-INH (hijklm N xjklmp 5 1]’<
| P ) — A A+ 5 ol
p k
(S ik
S v ~ (D
+ 3 O dVaxg + 7" dT (2.1.32)
k
~ (kL ~(Dijrsp - (ij  ~ (Dijq nij & ikim Oifkimp @ik~ ()ijkq
where Cp , va v Ky Kwkiyr V A AV KKy OO (ki)

and j(“>ijk are the components of the coefficient tensors.
Similarly, the relative chemical potentials are continuous func-

tions of T, &P, Ve, x4, and Vxy,. They satisfy equations (2.1.33)
and (2.1.34):
0s
dlyomu) = — (8_> dT + Z Kk
yk A <! (kh)
Z ki d ‘° )+ ZE : dX(h)
1 h
K-1 A
+ 5 T dVix (2.1.33)
h
and
i 0s dil
dji, =—|—=] dT+> & “’
Hink ki) < e ) | Z vk
Dr: ~(h
+ Z wv ;;? p€ (rs
K17, Pay
+ L A dV Xn 2.1.34
hz:; (kKh) (h) + V 8V q ( )

where = and [ (i) are the components of coefficient tensors.

Because of the symmetry of the 2nd order derivatives of a,

~ (hij (hijk — ~.(Drsi Drspi
WKy Dikieyr Kykky and a)V 1) appear in both expres-
i A Dk

sions of 6® and p . The coefficients Ky, @),

wg(r,j,‘?) are named coupling coefficients of the mechanical-

chemical coupling effect.

coefficients K

~ (hrsi

VK and

2.2. Simplification and application

The general theory in Section 2.1 may be applied to a simplified
solution system that represents the tin anode particle in Li-ion bat-
teries, based on the assumptions below: (1) This solution system is
a binary system with isotropic materials. (2) The temperature of
the system is constant and evenly distributed. (3) The body force
is neglected. (4) The materials of the system have no memory
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effect. (5) Only the interstitial diffusion of Li in the Sn anode is con-
sidered. (6) The electrochemical reaction of the Sn anode occurs
only on the surface of the solution system. (7) The electrical poten-
tial is evenly distributed on the particle.

In the tin anode, Li atoms diffuse through the sites around Sn
atoms. The solution system has two components, Li and Sn. We
define three continuums: the Li continuum, Sn continuum and
the mass center continuum. All three continuums have their corre-
sponding deformed spaces. Li is defined as component 1 and Sn is
defined as component 2. If there is no index of components marked
in a function, that function is for the mass center continuum.

2.2.1. Mass conservation and kinematics

The boundary of the anode is determined by the boundary of
the Sn continuum. For the convenience of setting the boundary
conditions, we select the space of the Sn (component 2) as the ref-
erence space, of which the independent variables for the functions
are (z',z%,2%,t), where 7' is the Eulerian coordinate of the mass
center continuum and the Lagrangian coordinate of the Sn
continuum.

Selecting the Sn space as the reference space means that

2 = 0. The solution system is assumed to be a binary system.

This system yields a simplified form of equation (2.1.4), as shown
in equation (2.2.1) below,

(2.2.1)

Substituting equation (2.2.1) into equation (2.1.7), with the
assumption that there is no chemical reaction inside the system,
yields the mass conservation equation:

PXay + V- <p(2>v> =0

For the binary system, the molar fraction and the mass fraction
are related by equation (2.2.3):

(2.2.2)

Mg xq)
= —— 223
Yay NsM1) Xo) ( )
where y{;, is the molar fraction of the occupied Li sites, My, is the

molar mass of Li, M) is the molar mass of Sn, and Nj is the average
number of Li per Sn when the anode is fully lithiated.

We define the current density of lithiation as positive. The total
current of the anode particle is as follows:

1
—F/— v -ndA
AMmp

= (2.2.4)
where n is the normal vector of the surface.

Since only the interstitial diffusion is considered, we assume
that the elastic strain and plastic strain rate of the anode particle
are contributed from the Sn atoms, as shown in equations (2.2.5)
and (2.2.6):

e =g (2.2.5)
and
e’ =éf) (2.2.6)

where &© is the elastic strain of the mass center continuum, sE”) is

the elastic strain of the Sn continuum, e” is the plastic strain rate of
the mass center continuum, and e(z) is the plastic strain rate of the
Sn continuum. In addition, we assume that the Sn continuum has
only the elastic deformation and the plastic deformation. Since
the reference space is the Lagrangian space of the Sn continuum,
the additive decomposition of strain component demonstrated by
equation (2.1.11) yields three kinematic relations for the Sn contin-
uum, as shown in equations (2.2.7), (2.2.8), and (2.2.9):
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e)jij = Sgg + 82'5;,7 (2.2.7)

: 1 ey 1 08y

ewjj = 3 <vi U%Z)j +V; V%z)i) = é;t)] =3 (9(t)l (2.2.8)
88(!’)”

5p) _ U@

i = ¢ (2.2.9)

where &g); is the covariant component for the total strain of the Sn

continuum, 8 i 1S the covariant component for the elastic strain of

the Sn contmuum £< . is the covariant component for the plastic
strain of the Sn continuum, é); is the covariant component for
the total strain rate of the Sn continuum, v}, is the covariant com-
ponent for the velocity of the Sn continuum relative to the lab
space, g,; is the metric of the Sn space, and e 2)1 is the covariant
component for the plastic strain rate of the Sn continuum. By sub-
stituting equations (2.2.5), (2.2.6), and (2.2.7) into equation (2.2.8),
we have the relations between the deformation of the mass center
continuum and the deformation of the Sn continuum as shown
below,
oz
o e

and

(2.2.10)

e
& a0 _ 1 980
ot voo2 ot

The constitutive equations for the finite deformation should be
formulated based on rate functions. For the mass center contin-
uum, the elastic strain rate is connected to its elastic strain by
equation (2.2.12) (Sedov, 1997):

(2.2.11)

o O8] Lovk  govt 08
(e) k i
o = o o T g+ Y (2212)

where él@;) is the covariant component for the elastic strain rate of
the mass center continuum and ¢ is the contravariant component
of the mass center velocity. The total strain rate of the mass center
continuum depends on the mass center velocity relative to the lab
space, which is equal to the mass center velocity relative to the ref-
erence space plus the velocity of the reference space relative to the
lab space. It yields equation (2.2.13):

+5 Vo, + (va))q

where the first part } {Vv—s— (Vv)T] is the mass center strain rate

:% [Vo+ (Vo) (2.2.13)

induced by diffusion, called diffusion-induced creep rate, and the
second part is the mass center strain rate induced by the Sn
continuum.

2.2.2. Dissipation models of non-equilibrium process

Equation (2.1.24) for the entropy production rate reveals 4 parts
for the dissipation of the solution system: thermal, mechanical, dif-
fusional, and chemical reactions. For the system with an evenly
distributed temperature, thermal dissipation is canceled. The other
three dissipations are modeled in this section.

Because there is no memory effect, 6 = 0. The elastic stress is
marked as a. It yields as follows:

W _p—1 g (2.2.14)

and

) Substituting equation (2.2.14) into equation (2.1.24) yields as
follows:

The mechanical dissipation is assumed to be related to e”
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(é(e) + é(D) >

where 0, is the mechanical entropy production rate. For the term

o : ¢”, we describe the plastic strain rate with the classic form of
the plasticity flow as follows:

TOy =0 : €7 + 7 (2.2.15)

®) = 2,Ps® (2.2.16)

where /® is the coefficient of the plastic strain rate, which is called
the plasticity rate in this paper, and $ is the deviatoric tensor of o.

Substituting equation (2.2.16) into equation (2.2.15) yields as

follows:

TOy = 22y + 1 - (é<e) + é“”) (2.2.17)
with

y=06:59=59.50 (2.2.18)

Equation (2.2.17) reveals that  may be considered as a gener-
alized force of the generalized flow 2P, The function 2" = 2P (y) is
modeled by introducing the transition-state theory into the plas-
ticity. Atoms should pass the transition state for causing plastic
deformation. This mechanism is named kinetic plasticity and is
shown below:

2P P )= (2.2.19)
5 (P)+ (p)+ E/(Ap)i

10— crexp(Ea (2.2.20)
E,(qu =aPK,y + E% (2.2.21)
EP” = (@ + 1)K,y + ED) (22.22)
where 2P* is forward/backward plasticity rate, CP* are pre-

exponential factors of the forward/backward plasticity rate, a® is
a symmetry coefficient of the plasticity rate, K, is the stress-

activation energy coefficient, and E¥) is the reference activation
energy of the plasticity rate.

During the plastic deformation, when some atoms are passing
the transition state from the old state to the new one, that event
corresponds to the forward plasticity rate. Additionally, some
atoms may go back to the old state from the new one. This event
corresponds to the backward plasticity rate. The net plasticity rate
is the difference between the forward plasticity rate and the back-
ward plasticity rate. The probability of passing the transition state
obeys the Boltzmann distribution with forward/backward activa-
tion energy. The forward/backward activation energy is assumed
to be linear with the y.

The dissipation stress t(® in equation (2.2.17) is known as vis-
cous stress. We assume it as follows:

é(P)

70 — ¢ 4y (2.2.23)

where #© and n® are the coefficients of viscosity related to elastic
strain rate and plastic strain rate respectively. The existence of vis-
cosities makes the non-equilibrium process stable. Solving the
equations of the system may give divergent results if the coeffi-
cients of the viscosity are not carefully chosen.

The material is assumed to be isotropic. Hence, #© and #® have
simplified forms related to the metric as follows:

O = e g g6+ ”g)g’é)g](’m + 115 88 (2.2.24)
and
NP =y g 2) T g g 112) + ngj)g‘;’z)g{'ﬁ) (22.25)
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where g’gz) is the contravariant component of the metric tensor for

)
17(D9 , (p)

n®, and nPare material

the reference space, and 77,
parameters.
Substituting equation (2.2.16) into equation (2.2.23) yields a

simplified form of ©® by cancelling the 7

) g(€)

70 =@ . e 4+ 4yP)P's (2.2.26)

For isotropic materials, the parameters are zero for the 1st and
the 3rd order coefficient tensors (Sedov, 1997). Hence, for the dif-
fusional dissipation, there should be no coupling between J;,and
A?, or between J;, and é"
as follows:

T0q) = =Ja) - VU

where 63, is the diffusional entropy production rate of the simpli-
fied system. The relation between J;, and Vi, is expressed as

. The body force is neglected. It yields

(2.2.27)

follow:

]il) = 7%gij2)viﬂ(12) (2.2.28)
with

L = Lofy (X)) (2.2.29)

where J|;, is the contravariant component of Li flux, L is the thermo-
dynamic coefficient of diffusion, and Ly is the reference thermody-
namic coefficient of diffusion. Coefficient L depends on the mass
fraction of Li. According to equations (2.1.4) and (2.1.5), J 4, is zero
when x4 is zero. Hence, L should be zero whenx;) is zero. More-
over, we assume that L is zero when the anode is fully lithiated.

We set lithiation as the forward reaction. The chemical reaction
on the surface is as follows:

Li" +e < Li (2.2.30)

where Li* is the Li-ion from the electrolyte and e~ is the electron
from the anode. The surface region may not be considered as the
binary system since there are more than two components on the
surface. We define the Li-ion as component 3.

The molar electrochemical potential of the Li-ion in the elec-
trolyte is expressed as follows:

Hiaom = KayMa) +Fo

where [i 34, is the molar electrochemical potential of the Li-ion in
the electrolyte, F is the Faraday’s constant, and ¢ is the electrical
potential based on the location of Li-ion. If the diffusivity of the
Li-ion in the electrolyte is much higher than the diffusivity of Li
in the anode, we may consider the electrolyte to always be in equi-
librium relative to the anode. Hence, (i, should be constant and
evenly distributed in the electrolyte. Substituting equation (2.2.31)
into equation (2.1.28) yields as follows:

(2.2.31)

Acn = Uz — (F¢ + ﬂ(lZ)M(l)) (2.2.32)
where Acy is the molar chemical affinity.
We define the molar reaction rate J, with J,; = J/M. Based on

the transition-state theory, the function J,, = J,;(Acu) is modeled by
equations (2.2.33), (2.2.34), (2.2.35), and (2.2.36):

I =Iw—Iu (2.2.33)
E(R)i

Ji = C®*exp — (2.2.34)

EP Acv + Ej (2.2.35)
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EF™ = (@® +1)Aqu + ER (2.2.36)

where J7; is the forward/backward molar reaction rate, C®* is pre-
exponential factors of the forward/backward molar reaction rate,

a® is the symmetry coefficient of the molar reaction rate, and E{
is the reference activation energy of the molar reaction rate.

2.2.3. Models of state functions
~(Dij

. . . -~ jikl
For isotropic materials, C;J, and Ky, have simplified forms
related to the metric tensor. It yields as follows:

ikl Adj Akl

C, =28"8" +G,8"¢" +G,8"g" (2.2.37)
and

iy = K8 (2.2.38)
where Kk is related to the expansion ratio defined by

The chain rule

. &)
“ij = O(gij = W) ”HOM.
2HoM

Gl A ae(©)
d_ [ %hom _ (’) %Hom %%y
K\ P ) o % p X1y

3,(51 W X(1)

between k and o

) yields the connection

= —(34p +2G))u (2.2.39)
where o is related to the partial molar volume Vpy by
1 pVpy
== 2.2.40
3 Mux) ( )

Since for isotropic materials, the parameters are zero for the 3rd
and 5th order coefficient tensors (Sedov, 1997), we can cancel the

~ (Dij ~ (i ~ (hijkl . .
C;)vmp, O A @ey, and 7™ in equations (2.1.31) and

(2.1.32). There are 15 independent components for 6th order iso-
tropic tensors (Kearsley and Fong, 1975). With considering the

symmetries of stress tensor and strain tensor, the number of the
~Kp A

(hijk

1ndependent components for Av decreases to six: Ay g g g ,
Z)g gklgmp AV 3)g1kg11 mp 1kg}p , AV(S)g”g]m kp, arld
Aveg"g"g"™. For simplicity, /\Uklm and w%qlz) are expressed in only

one component of them. Hence, we assume

jki
AL Agglggm (2.2.41)
%, = g8 (2.2.42)

By substituting equations (2.2.41) and (2.2.42) into equations
(2.1.31) and (2.1.32), equation (2.1.18) yields the model of the
objective elastic stress rate € as shown below,

. U e . . 2 . Lt .
Q" = Clpey) — alel + ighy pxa) +2p (V2 ux)f-’" —pgh

d(vzf“) 2.2.43
with
fo = Avg(e)g} + WX (2244)

The relation between the objective elastic stress rate and the
elastic stress is as follows (Sedov, 1997):
i gl ov ov ol
Q = ol — — g _— 4

ot ozP oz Y 0zk
The relative chemical potential (i, is divided into an ideal part

and an excess part. The entropy of the ideal part obeys the ideal
solution model (DeHoff, 2006). We assume that specific entropy s

(2.2.45)
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is independent of Vx4, and Ve&®. Hence, combining equations
(2.1.21), (2.1.29), (2.1.30), (2.1.31), (2.1.33), and (2.1.34) yields
the relative chemical potential model below. The derivation steps
are shown in Appendix A4.

0 0 - (e)ym .
:ugxt(m + 0 MBE;({]Z) =Kpe , + hxq (2.2.46)
y/U) Ng 2
=RT|—In=~ - —=In — o Veeem
Haz) My, "y Mo Via) Ve
= Ky V2Xa) + i) (2.2.47)
2.2.48
X@) ( )
7 =—03% +2Gy)or (2.2.49)

where [, is the excess relative chemical potential, h is the mate-
rial parameter of the relative chemical potential, calculated by
h = knrrRT /M(2), R is gas constant, Vi) is the molar fraction of unoc-
cupied Li sites, K1 is the material parameter of the relative chem-
ical potential, and oy is the thermal expansion ratio.

2.3. Numerical simulation

2.3.1. Transformation of equations and numerical method

For the convenience of simulating Sn anode particles, we trans-
form the following equations into conducive forms for lineariza-
tion: equation (2.2.2) for mass conservation, the momentum
equation (2.1.12), the diffusion equation (2.2.28), equation
(2.2.20) for the plasticity rate, equation (2.2.34) for the chemical
reaction rate, and equation (2.2.47) for the relative chemical poten-
tial. The derivation steps of the transformation are shown in
Appendix A5. The transformed equations are shown below:

The equation for mass conservation is transformed into:

fuVixa

PXa) — LOR [

é)(vifn)(vjx(i))]
T [vaz‘u’E(lZ) +g1(12)(vifL)<vj:ulE(12)>] =0 (2.3.1)

Fulxay) = Auxa)™ (1= xa))™ {1 <N1;4M

+ 1> }Ng (2.32)

el

(2.3.3)

where p 5 is inhomogeneous and an excess part of the relative
chemical potential and A;, Ny, N,, N3 are material parameters
related to f;.

The momentum equation is transformed into:

Np-1 Ny-1 M
Alxay) ™ (1 —xa)™ {1 - (NBMU

fui(xay) =

i (v . 0vhygh ,
Vip' = p<ﬁ+ PV + %”t &t oy Vihy,gl gh ) (2.3.4)
Pl = ot + (nglglh + 2nn8s,gh )& + anf 2 0s©! (2:3.5)
The diffusion equation is transformed into:
= 1oghy [ R p v 1L, 236
PV = —Lo8(z mfu Jx<1)+f iME12) (2.3.6)

The equation for the plasticity rate is transformed into:
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" Ky by, OY

ot~ RT ot (2.3.7)
" (@ + 1)K, p 0y

ot~ RT " o (2.3.8)
al/I (e) BGU ©)ij ~uv ag(Z)ui
5= 2 <SU. o T Segt 50 8@ (2.3.9)

The equation for the chemical reaction rate is transformed into:

8];, + OAcm
e ]M o (2.3.10)
Ay a® A
ot RT ]M ot (23.11)
8ACM Fa(b + My, Olyrz) 0%y Oz (23.12)
ot ot 0X) ot ot o
OMynay RTNg [ k1 (k+1)
= _—— 2.3.13
oxay Mgy |X0) X 1-(k+1Dxq ( )
M
k=& 23.14

where 11,1,
potential.

The equation for the relative chemical potential is transformed
into:

is the homogeneous-logarithm relative chemical

= 7a),V28(e);’n1 — K(12)VZX<]) + #EX(]Z) (2315)

Hig12)

For the numerical simulations, we have equations (2.2.43),
(2.2.39), (2.2.40), (2.2.44), (2.34), (2.3.5), (2.2.13), (2.2.19),
(2.3.7), (2.3.8), (2.3.9), (2.2.10), (2.3.1), (2.3.2), (2.3.3), (2.1.8),
(2.2.45), (2.2.12), (2.3.6), (2.2.46), (2.2.48), (2.3.15), (2.2.11), and
(2.1.5). To make the number of variables equal to the number of

equations, the four additional equations shown below are
necessary:

9P )

7+p(2)v v, =0 (2.3.16)

Loq-1

[g(z),,] = [glfz)} (2.3.17)
o =2/p (2.3.18)
G,=G/p (2.3.19)

where 2 and G are Lame constants.
We have 28 equations above with 28 variables below to numer-
ically solve the non- equilibrium process of the Sn anode particle,

namely.ﬂ K, 0 [ Uy, po €, 20, 207 207y, @9, ka), fi fir xa)

0, 89, V, [z, Ko, )ulE(1Z 2ij» P P2y 82y 4p» @nd Gp

We apply the finite dlfference method coded with MATLAB to
solve the equation set of the solution system numerically. We
use a mesh generator program from Persson and Strang (2004) to
generate the grid of the discretized anode particle. The derivative
matrices of the finite difference are built based on the method from
Perrone and Kao (1975). We use the implicit method of finite dif-
ference scheme to keep the system numerically stable and conver-
gent. System equations are solved in every time step. The
equations of the solution system are nonlinear. To reduce the com-
putational cost, Newton’s iteration is avoided at every time step.
The equations are simply linearized by setting the variables as
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input coefficients for every time step if the variables are integrated
over time in the simulation.

2.3.2. Geometry and material parameters of the particle

Fig. 1a shows the initial spherical cap geometry of the anode
particle bonded on a flat current collector, based on the size of
the Sn particle observed in Takeuchi (2016). To prevent stress con-
centration, the fillet is set on the connection between the current
collector and the particle. We use the cylindrical coordinate frame
(2!, 22, 2%) on the initial Sn space, where z? is the angle coordinate.
The origin of the coordinate frame coincides with the spherical
center of the spherical cap.

For simplicity, the numerical simulation of phase separation
and the inhomogeneous stress are neglected in this paper. Hence
we set Ay =0, w; =0, K(12) = 0. Other material parameters used

for the computation are shown in Table 1. 4, #'¥ and #? are
assigned by referring the viscosity of glass at transition state
(Zheng and Mauro, 2017). Because the stiffness of electrodes may
change during charging/discharging (Maxisch and Ceder, 2006;
Stournara et al., 2012; Shenoy et al., 2010), the Lame constants
are multiplied by factors 4 = k;clo and G = k;cGo, where 1, and

Go are Lame constants of pure Sn (Qi et al., 2014). The partial molar

volume Vpy is determined by Vpy = "ZZ;Z Y where Ry is the ratio of

the expanded volume of the anode particle after it is fully lithiated
by the ideal process that is stress-free and possesses quasi-
equilibrium, and p is the density of pure Sn. To save on the com-
putation cost, we set Ry = 1 which is half of the ratio of a real Sn
anode (Qi et al.,, 2014).

The thermodynamic coefficient of diffusion L in equation
(2.2.28) can be connected to the diffusivity D in Fick’s law. With
the values of Ny, N, and N in Table 1, equation (2.2.29) and equa-
tion (2.3.2) yield the curve of L. Comparing equation (2.2.28) with
Fick’s 1st law yields the corresponding D of L as shown in Fig. 1b.
The derivation steps are shown in Appendix A6. The shape of D
is basically consistent with the results in Ding (2009). The value

of D agrees the range between 8 x 1072° m?/s and 5.9 x 10!
m?/s mentioned in Shi et al. (2016).

2.3.3. Boundary conditions, initial conditions and deformation
Due to the symmetry, we calculate the right half of the particle.
In Fig. 1a, the segment from point A to point C is designated the
bottom, and the segment from point C to point B is called an arc.
The mechanical boundary condition is

KipnaD"1y + 155 (1 - kg/)am) ”(Lz)jgl(]é) =0 (2.3.20)
(a)
\Z°
1" B T
Electrolyte Ll - R1.5 um
AT
Li* -
- (848

I - S | Z1
0.75 um € ‘ M S AS

1 u Li . |A ¢~ /D

7 =70 r0.375 pm

e €

Z
Current collector
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with

K = Zarctan{ (0% [1 - 0] '} @2321)

where ki, is the bottom-arc mixing coefficient for the mechanical

boundary condition. kg,)w helps to prevent singularity by making the
mechanical boundary condition change continuously from the bot-

tom to the arc. ki, is a monotone-increasing function of | with
value settings of ag, b and cg;. | represents the location along
the boundary passing through points A, C, D, and B in Fig. 1a. [ =0
at point A and [ = 1 at point B. For both i = 1 and i = 3, we set
k), =0.1 at point C, k), = 0.9 at point D, and k{},, = 0.5 at the
midpoint of the boundary segment between points C point D in
Fig. 1a.

The kinetic boundary condition is composed of the following
equations: equation (2.1.7) for mass conservation, equations
(2.2.33),(2.3.10), (2.3.11), (2.3.12), and (2.3.13) for chemical reac-
tion, and equation (2.2.4) for the total electric current. The reaction
region is very thin compared to the whole particle. The mass con-
servation equation can be simplified as

pv-n=—JyMuhg (2.3.22)
where hy is the thickness of the reaction region. In Table 1, hg is
assigned by referring the thickness of electrical double layer
(Marcicki et al., 2014).

Ideally, the chemical affinity on the segment will be zero where
the particle contacts the current collector; i.e., only the surface
where the particle contacts the electrolyte has the chemical reac-
tion. Like the mechanical boundary condition, to avoid singularity,
we set the kinetic boundary condition changes continuously along
the surface. A coefficient ks, with the same mathematical form as
equation (2.3.21) is multiplied on the right side of equation
(2.3.12).

The surface area of the particle changes during (de)lithiation.
Based on the particle symmetry with respect to z2, the dA of the
integral in equation (2.2.4) changes according to equation
(2.3.23) as shown below:

(ﬂ)z 8o — 2803(2'/7) + 8o (2/2)
dAo 1+(2/2)

The derivation steps are shown in Appendix A7. With the
kinetic boundary condition, Jy;, Jy, Jy» Acvs Hpy12) and ¢ are added
into the equation set for the anode particle in the galvanostatic
mode of lithiation.

(2.3.23)

82)22
@)’

(b)
xlOrlb XlO 14
14 ' i T ! 4
12 16
ME 10 1 5 o
2 —_—
% 8 43,
Yy =
- —
=6 3
4 2
2 N R . : 1
0 02 04,606 08 1
Yy

Fig. 1. (a) A representative Sn anode particle used in the simulation. Initially, the particle is a spherical cap with a fillet. The radius of the spherical cap is 1.5 pm. The radius of
the fillet between points C and D is 0.375 um. The distance between the spherical center and the current collector is 0.75 um. (b) The curves of the thermodynamic coefficient
of diffusion L and the diffusivity D serve as functions of the molar fraction of occupied Li sites y(;,.
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Table 1
Material parameters used in the simulation.
Parameter Unit Value Ref. Parameter Unit Value Ref.
M) kg/mol 6.94 x 103 Lide (2005) T K 300
M, kg/mol 0.119 Lide (2005) Lo kg s K/m> 1x10°15P
Np - 4.4 Takeuchi (2016) Ry - 1 Qi et al. (2014)
o kg/m? 7.265 x 10° Lide (2005) Ny - 0.5"
0 GPa 40.4384 Qi et al. (2014) N, - 1°
Go GPa 19.0299 Qi et al. (2014) N; - 0.5"
or K! 22%x107° Lide (2005) kic - 0.7 Stournara et al. (2012)
no GPa s 2000 Zheng and Mauro (2017) Knrr - 4000°
nif) GPa's 1000 Zheng and Mauro (2017) hg nm 1.05 Marcicki et al. (2014)
’71?) GPa s 1000 Zheng and Mauro (2017) b0 \% 1°
2P (Pas)™! 1x10714 Adpic \ -0.1°
a® - -0.5 Aty S 5
Ky Jjpa? 3% 10710 Yo - 5% 107
a® - -05 Jwmo mol/(m? s) 59011 x 10° ©
2 Estimated value fit to results shown in Fig. 3.
b Estimated value fit to curves shown in Fig. 1b.
¢ Estimated value fit to results shown in Fig. 7.
To make the simulation more stable, we set the total electric o7 . 5334
current in the collector changes continuously between zero and ot Vi (2.3.34)

the maximum. The duration of the change is At;. When the time
is zero, the nonzero initial conditions of the system are

Yy =Y (2.3.24)
AP = 4P = )0 (23.25)
Ju=Ju=Ino (2.3.26)
¢ = ¢o (2.3.27)
8jij = Jij (2.3.28)
Pa) = Po (2.3.29)

where y/;), is used for avoiding the negative infinity of the relative

chemical potential, the reference chemical reaction rate J,,, can be
calculated by setting the overpotential A¢p,. for the 1C electric cur-
rent under the ideal situation, i.e., i, = 0, ¢, is the reference elec-

trical potential, and ; is the Kronecker delta. Initially, the particle is
assumed to be stress free, strain free and static, hence the initial val-
ues of the following variables are zero: @, &9, v, (), and L,

To display the deformation of the particle directly, we need to
calculate Z', which gives the coordinates of Sn in the lab space.
The solved vf,; should be transformed into the component in the
lab space with the below equations. The derivation steps are
shown in Appendix A8. The boundary condition for solving Z' is
v (2" =0) =0.

(2.3.30)

(2.3.31)

(2.3.32)

(2.3.33)

3. Results and discussions

In this paper, some material parameters of the Li-Sn system cur-
rently serve as placeholders for future simulation versatility for
different lithium-ion battery binary systems. For example, the ref-
erence thermodynamic diffusion coefficient Ly, viscosities 17, #¢,

and %, symmetry factors a® and a®, etc. Compared to the
numerical error, the chosen material parameters may dominate
the overall error in final results. Hence, analyzing the numerical
error in the current simulations lacks practical significance and is
neglected in the present theoretical study.

We simulate anode particles at three different C-rates: C-
rate = 3, C-rate = 1.5 and C-rate = 0.75. The particles with all three
C-rates are lithiated until their states of charge (SOC) are equal to
0.5. Once the SOCs reach 0.5, the particles start to relax, and the
electric current decrease to zero within 5 s. The initial times of
the relaxation (tz = 0) are set when the SOCs reach 0.5. We have
presented several key phenomena during the evolution in our sim-
ulations, namely molar fraction of occupied sites of Li (y{;,), veloc-
ity of Li continuum relative to Sn space (#j,), mass center velocity
relative to lab space (¢! = v+ v(Lz)), hydrostatic elastic strain
(&) = &m/3), relative chemical potential (f,)), plasticity rate
(2?), hydrostatic elastic stress (oy = ¢f"/3), hydrostatic viscous
stress (7 = t'"/3), hydrostatic Cauchy stress (p, = p™/3), and
the evolution of whole cell voltage change as induced by anode
A¢ = ¢y — ¢. Please note that all the components are for the lab
space and the values in the results are nondimensionalized if no
unit is specified.

During lithiation, y{;, and (i, increase with a nonuniform dis-
tribution as displayed in Fig. 2. The higher 5, near the arc makes
Li move from the arc into the particle. The velocity of Li relative to
the Sn space keeps decreasing during lithiation (Fig. 2) since the
fraction of Li is increased. Equation (2.1.4) yields J ) = pXa)?q),
where x() increases from zero. Although p,, decreases due to
the volume expansion, »;, decreases from infinity with the con-
stant lithiation rate. The distribution of #" in Fig. 2 shows that
the particle moves relatively faster on the connection region
between the bottom and the arc. While the arc moves outward,
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Fig. 2. A representative evolution of several key parameters in Sn particle: Molar fraction of occupied Li sites Yy, velocity of Li continuum relative to the Sn space ), mass

(

center velocity relative to lab space #*, hydrostatic elastic strain SH"), and relative chemical potential (i, during lithiation (C-rate = 3) and relaxation. y(;, and f4,, increase
with uneven distributions during lithiation, which indicates the non-equilibrium state of the system. During relaxation, the distributions of all parameters are gradually even,
which represents the gradually weakened non-equilibrum state. The particle volume continues to increase during whole process because sﬁf) increases during both lithiation

and relaxation.

the " on a portion of the arc points to the interior of the particle.
This phenomenon indicates that the deformation of the particle
boundary is combined of (1) the movement of the mass center con-
tinuum and (2) the generation of the mass center continuum by
the chemical reaction on the surface.

In contrast to the increase and the nonuniform distribution of
M1y during lithiation, p ,,, decreases with a tiny gradient during
the relaxation, as displayed in Fig. 2. This observation indicates
that the system approaches equilibrium. During relaxation, v,
in Fig. 2 shows that Li keeps diffusing towards the bottom. Hence,
y;l) increases near the bottom and decreases near the arc, as dis-
played in Fig. 2. The v, on the arc is mostly tangential during
relaxation, which makes y(;) symmetric along the arc at the end
of relaxation. The direction of w»(;, near the top of the particle
points outward during relaxation. This result indicates that some
Li may move out while the total electric current is zero. The parti-
cle volume keeps increasing during relaxation since sﬁ)
increased.

With the increase of particle volume, 2’ concentrates around
the bottom as displayed in Fig. 3a. This trend indicates that the fail-
ure of the particle may initiate near the bottom because of the
stronger plastic deformation occurring there. The particle lithiated
at a higher C-rate shows a higher plasticity rate, suggesting a
higher probability of failure. Fig. 3b shows that the maximum /?’
in the particles of all three C-rates reach stable values during lithi-
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ation and decrease during relaxation, which means that the corre-
sponding generalized driving force y are constrained to stable
values by plastic deformation. This phenomenon is consistent with
the yield stress in the ideal plasticity model.

The spontaneous increase of particle volume indicates the lower
free energy at a larger volume. Then equation (2.1.30) yields
oy < 0, which is demonstrated by Fig. 4 for all three C-rates. Dur-
ing the lithiation, the gy with a higher C-rate is more negative than
that with a lower C-rate, which implies a faster decrease of free
energy and a faster volume expansion. With increased SOC and
C-rates, oy displays stronger nonuniform distribution. The most
negative oy concentrates near the bottom of the particle. During
relaxation, the distributions of ¢y in Fig. 4 appears more uniform
with increases in tz. oy approaches zero at the end of relaxation,
which indicates the slowdown of free energy change.

Fig. 5 shows the evolution of r(;) during lithiation and relax-
ation. A higher C-rate leads to a higher strain rate, and hence a

higher 7!, With an increased SOC, 7! slightly decreases. This
decrease may occur because the enlarged particle volume
decreases the volume expansion rate. During relaxation, ‘cfj)
decreases because the strain rate decreases when the system
approaches equilibrium.

The evolution of py is shown in Fig. 6. The particle is mostly in
compression. p, presents a more negative value when the C-rate is
higher. The region around the bottom has stronger compression

(b)

Maximal plasticity rate

°

Maximal plasticity rate

1 1 0 1

400 500 600

200

o 100 30
ta(s)

ty=180s

Fig. 3. (a) Plasticity rate A% at SOC 0.1 and 0.5, followed by the relaxation until tz = 180 s. The maximum plasticity rate locates near the bottom region of the particle. (b)
Maximum plasticity rate in the particle during lithiation and relaxation with three different C-rates. During lithiation, the maximum /%’ of every particle initially increases
and till reaching to a constant value. A higher C-rate indicates a higher maximum i?.

134



H. Chen and Hsiao-Ying Shadow Huang

3C

1.5C

International Journal of Solids and Structures 212 (2021) 124-142

0.75C

w0 Nio kML o BN

D)0
DOP
o

o

1 10 1
50C=0.1 50C=0.2

10 1
50C=0.3

10 1
50C=0.4

1 0

$0C=0.5

t,=30s t,=90s t;=180s  t;=360s

Fig. 4. Hydrostatic elastic stress oy during lithiation (SOC = 0.1-0.5) and relaxation (tg = 30-600 s) at three different C-rates (3C, 1.5C, and 0.75C). oy becomes negative during
lithaition at all C-rates. g < 0 means that free energy is decreased when particle volume is increased. Volume expansion is hence a spontaneous behavior of the particle. A
higher C-rate corresponds, o becomes more negative, which implies a faster decrease of free energy and a faster volume expansion of the particle. During relaxation, oy with
all C-rates get close to zero with gradually even distributions, which indicate the slowdown of free energy change.
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Fig. 5. Hydrostatlc viscous stress r ) during lithiation (SOC = 0.1-0.5) and relaxatlon (tr = 30-600 s) at three different C-rates (3C, 1.5C, and 0.75C). A higher C-rate indicates a
higher t\¢ which slightly decreases with increased SOC. During relaxation, {¢ with all C-rates are close to zero with gradually even distributions, which indicate that particles

approach to the equilibrium state.
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Fig. 6. Hydrostatic Cauchy stress p,; during lithiation (SOC = 0.1-0.5) and relaxation (tg = 30-600 s) at three different C-rates (3C, 1.5C, and 0.75C). The negative value of py
indicates that the particle is mostly in compression. The bottom region shows stronger compression than the bulk region due to the bonding between the particle and current
collector. A higher C-rate and a higher SOC indicate a stronger uneven-distribution of p,. The uneven distribution gradually disappears during relaxation, which indicates the

particles approach to the equilibrium state.

than the bulk of the particle, due to bonding with the current col-
lector. The p, with a higher C-rate shows more noticeable nonuni-
form distribution. During relaxation, the nonuniform distribution
gradually disappears and p, approaches zero, which suggests a
gradually weakened non-equilibrium state.

Fig. 7 displays the voltage change for an entire cell as induced
by the anode particle. Three anode particles are lithiated with 3C,
1.5C, and 0.75C. The time equals to zero at the beginning of lithia-
tion. Anode particles with 3 different C-rates reach 0.5 SOC when
t = 600 s, 1200 s, and 2400 s, respectively. During the lithiation,
the A¢ with the higher C-rate increases faster than the A¢ with a
lower C-rate since more electrical energy is dissipated. All the par-
ticles relax to t = 3000 s once their SOC reaches 0.5. During relax-
ation, for all three C-rates, A¢ at first decreases steeply, then
approaches stable values after gentle decreases. The steep
decreases correspond to the relaxation of the chemical reaction.
The gentle decreases correspond to diffusional relaxation. The par-
ticle with the higher C-rate needs longer time to relax in the polar-
izations induced by both chemical reaction and diffusion, due to
the stronger non-equilibrium effects of the higher C-rate. The par-
ticle with the lower C-rate has a relatively higher final A¢. This
finding suggests that the battery charged by the lower C-rate
may supply more electrical energy, even though it has the same
charge capacity.
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Fig. 7. The evolution of whole cell voltage change A¢ induced by the anode during
charging/relaxation at three different C-rates. A higher C-rate indicates a higher A¢
during lithiation. The relaxation stage of A¢ for every C-rate includes a steep
decrease followed by a gentle decrease. A higher C-rate corresponds to a lower final
voltage change A¢. Thus the cell charged by a lower C-rate results in a higher
voltage at the end of relaxation.

Although the bonding between the particle and the current col-
lector restricts the deformation of the bottom region, the plasticity
flow releases the elastic deformation of the particle. The maximum

AP locates around the bottom, as displayed in Fig. 3a. For 3C lithi-
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ation, Fig. 3b shows that the 4 around the bottom has not reached
the stable value yet when SOC = 0.1. This observation suggests that
the plasticity deformation may not be enough to release the elastic
deformation when SOC = 0.1. It is consistent with the distribution
of 7¥¢ in Fig. 5, by using equation (2.2.26). The particle with 3C
lithiation has a noticeable nonuniform distribution of 7\’ when
SOC = 0.1. This occurs because the elastic strain rate around the
bottom is restricted by bonding, while the A’ is not yet sufficient
to release the volume expansion there. With the increased SOC
during lithiation, 2" reaches the stable value as displayed in
Fig. 3b, and the elastic strain rate is sufficiently released around
the bottom. Hence, the distribution of r(;) in Fig. 5 appears more
uniform during lithiation. During relaxation, the plasticity flow
continues to release the elastic deformation and results in &
and oy more uniformly distributed, as shown in Figs. 2 and 4. gy

is related to & and Y(1)- During relaxation, the uniformization of
sfj) and oy suggests the decrease of the gradient of y{,), as shown
in Fig. 2. When approaching to the equilibrium, 27 gets close to
zero (Fig. 3b) since the driving force of A’ nearly vanishes, and
oy is nearly zero and is uniformly distributed (Fig. 4).

The driving force of the plasticity flow depends on the elastic
stress, as depicted in equation (2.2.18). To ensure 2 being higher
around the bottom of the particle in lithiation/relaxation as dis-
played in Fig. 3a, y should be higher around the bottom. Maintain-
ing this nonuniform distribution of iy leads to the nonuniform
distribution of gy between the bulk and the bottom, as shown in
Fig. 4. oy and 1% satisfy the equation oy + 1 = p, which is
derived from equation (2.2.14). Since ‘c}j) shows relatively uniform
distribution in Fig. 5, the distribution of p, in Fig. 6 looks similar to
the distribution of ¢y in Fig. 4. Thus, the nonuniformly distributed
py should be a necessary condition of the mechanical non-
equilibrium process. During the lithiation, the distribution of both
oy and p, approach steady states as shown in Figs. 4 and 6 respec-
tively. The steady states indicate the mechanical minimum entropy
production in the particle, based on the principle of minimum
entropy production in non-equilibrium thermodynamics (de
Groot and Mazur, 2011). Minimizing the mechanical entropy pro-
duction of the particle should be the essential reason why ‘L';_f)
approaches a uniform distribution during lithiation in Fig. 5.

Compared with the higher C-rate, a lower C-rate leads to a
slower volume expansion. The elastic strain rate with the lower
C-rate is hence lower. This relation indicates that the necessary
AP for releasing the elastic deformation around the bottom is
lower. This trend is consistent with the results in Fig. 3b. The par-
ticle requires a shorter process to reach the lower stable value of
AP, This is the reason why the t'® with the lower C-rate
approaches the uniform distribution earlier than that with the
higher C-rate, as displayed in Fig. 5. The lower A?’ corresponds to
the lower driving force i, which leads to a less nonuniform distri-
bution of oy, as shown in Fig. 4. Hence, Fig. 6 shows that the py
with the lower C-rate has a less nonuniform distribution.

The different C-rate corresponds to the different chemical reac-
tion rate J,;, which depends on the A¢ and p;,, on the arc of the
particle. For the 3C lithiation, Fig. 2 shows that y,, keeps increas-
ing on the arc. With the chemical reaction model in Section 2.2.2,
Fig. 7 shows a consistent result that A¢ increases with the
increased SOC during lithiation. During relaxation, the Li on the
arc continues to diffuse into the interior of the particle, and the
Uy ON the arc decreases due to the diffusion of Li, as displayed
in Fig. 2. Based on the model of the chemical reaction, A¢ hence
decreases with the y;,, during diffusional relaxation, as indicated
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in Fig. 7. This process is attributed to approaching an equilibrium
state of the solution system. Fig. 7 suggests that particles for 3C,
1.5C and 0.75C are close to their equilibrium state at t = 1200 s/
tg = 600 s, t = 1550 s/tg = 350 s and t = 2600 s/tg = 200 s, respec-
tively, where tg is the relaxation time. We thus expect that other
state functions, i.e., oy, TS), and py, show similar distributions with
respect to different C-rates near these time points. Fig. 4 shows
that the distributions of oy on tg = 600 s/3C are similar to the dis-
tribution of ¢ on tg = 360 s/1.5C and tg = 180 s/0.75C. Figs. 5 and 6

also show the same phenomenon for ‘Efj) and py at the same time
points. This consistency implies a coupling between the mechanics
and electrochemistry of electrodes.

Some modeling studies (Bower et al., 2015; Cui et al.,, 2013,
2012) for the mechanical-diffusional coupling effects of electrodes
specialized their formulations for the spherical particle with
traction-free boundary condition, of which simulations were sim-
plified to 1D. The equations in this study, by contrast, are suitable
for generalized geometries. Di Leo et al. (2014) contributed the 2D
finite element simulation for a spheroid electrode particle based on
the finite deformation framework, but the plastic deformation was
not included. Compared to the 1D simulations for traction-free
spherical particles, the 2D simulation for the spherical cap particle
bonded on current collector in this study illuminates the effect of
plastic flow in a more realistic scenario: plastic flow can release
the stress concentrated by the boundary constraint, as discussed
above, and weaken the nonuniform distribution of Li in the parti-
cle, and finally help increase the effective capacity of the electrode.
This effect agrees with the finite element simulation of a hollow
double-walled Si nanotube anode by ; Di Leo et al. (2015): Li-ion
concentration is uniformly distributed in the whole nanotube,
and the plastic deformation induced by the tangential constraint
concentrates at the interior surface of the nanotube (cf. Fig. 6 in
Di Leo et al. (2015)). The effective capacity of the nanotube with
plasticity is much higher than that without plasticity (cf. Fig. 9 in
Di Leo et al. (2015)).

Because of the geometry differences, the Li-ion concentration in
this study is noticeably nonuniform distributed than that in Di Leo
et al. (2015). At the end of relaxation, the particle approaches its
equilibrium state: y;, in Fig. 2 shows (1) a relatively higher value
that evenly distributes along the arc section of the particle bound-
ary, and (2) the sharp change at the connection between the arc
and the bottom of the particle boundary (point C in Fig. 1a). These
two phenomenon were also displayed in the cross section image of
a Sn particle captured by the field emission scanning electron
microscope (FESEM) in the study of Takeuchi (2016), in which
the Sn particle was bonded on current collector and slowly lithi-
ated (C-rate = 0.0146) by Li focused ion beams (Li-FIB). In addition,
the FESEM image for the cross section of the Sn particle (cf. Fig. 1d
in Takeuchi (2016)) shows a band of contrast in the bulk region
near the implantation area of Li-FIB, which is not revealed in our
simulation (Fig. 2). This difference may be attributed to the differ-
ent boundary conditions of Li flux on particle surface: The localized
Li-FIB had been shown to generate complicated local plastic defor-
mation on the implantation area (cf. Fig. 1c in Takeuchi (2016)),
which leads to the local unforeseen distribution of Li concentration
due to the mechanical-diffusional coupling effect.

The mechanical-diffusional-electromechanical coupling effect
in this study is formulated based on the continuity of state func-
tions, as shown in Section 2.1, which yields the spatial continuity
of § and V6 during the non-equilibrium process. Hence i and
VAP should be continuous over space. This requirement is satis-
fied by the kinetic plasticity model 2" = i®)(y) in Section 2.2.2,
which is a continuous function without involving a specific yield-
ing strength. When y is relatively tiny, /" represents the stress-
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induced creep. The kinetic plasticity model shows the similar
response of plastic strain to the ideal plasticity model (Hill, 1998)
when K, in equations (2.2.21) and (2.2.22) is large enough. The
smooth transition between the elastic region and plastic region
of electrodes has been formulated using the piecewise power func-
tions in Bower et al. (2011), Bower et al. (2015), Cui et al. (2012),
Cui et al. (2013), and Di Leo et al. (2015). Compared to the piece-
wise plasticity models, the kinetic plasticity model helps simplify
the procedure of solving the system equations by excluding the
radial return algorithm (Simo and Taylor, 1986; Wang and Atluri,
1994) used for locating the plastic region in the system.

The chemical potential model that includes the finite deforma-
tion of electrodes has been studied by Cui et al. (2012), Cui et al.
(2013), in which the mechanical part of the chemical potential
model has a coefficient term (%), . that represents the deforma-

tion change induced by the concentration change for the interme-
diate state under the fixed total deformation and the fixed
stiffness. However, (&) . relates to not only the material property

(i.e., the expansion ratio) but also the change of elastic state, which
is implicit and needs to be solved. In contrast, the relative chemical
potential model in this study uses the material property Kp only to
explicitly show the mechanical part. In some other studies of mod-
eling the finite deformation of electrodes, e.g., Bower et al. (2011),
Dal and Miehe (2015), Di Leo et al. (2014), Di Leo et al. (2015), and
Bucci et al. (2016), the chemical potential are modeled based on
the Larche-Cahn model (Larché and Cahn, 1973) shown in equation
(1.1). However, the Larche-Cahn model (Larché and Cahn, 1973) is
based on the assumptions that (1) the deformation of the system is
small and thermodynamically reversible and (2) the molar mass of
Li-ion is much less than the molar mass of site component,
M) < M(z). The assumption of small deformation would result
in the metric change negligible. Thermodynamic reversibility
would result in the integral to be path independent. My, < M
indicates constant density and » =0, which linearize the rate
equations (2.2.12), (2.2.45), and (2.2.46). Then directly integrating
the rate equations yields the Larche-Cahn model, which is a special
case of the non-equilibrium model in this study. Using the Larche-
Cahn model suggests the acceptance of above two assumptions.
However, the assumption (1) is limited in the infinitesimal defor-
mation and an equilibrium process. The assumption (2) oversim-
plifies the diffusion of Li since the molar mass of Li should not be
negligible for most electrode materials. Therefore, it is not plausi-
ble to adopt the Larche-Cahn model to describe the chemical
potential of electrodes with finite deformation or non-
equilibrium process.

As Li atoms should share the stress of electrodes, we consider
the movement of lithium as a part of the deformation of the mix-
tured system represented by the mass center contiuum. The
deformation of the mixtured system should be formulated based
on the mass-conserved infinitesimal element instead of the mole-
number-conserved infinitesimal element, because the different
molar mass of components make the mass conservation con-
flicted with the mole-number-conservation in the infinitesimal
element of mass center continuum. Thus, we use the mass frac-
tions of components instead of the concentration of components,
and the specific free energy instead of the free energy density to
formulate the mixtured system. In the existing studies for model-
ing the finite deformation of electrodes (Bower et al., 2011; Di Leo
et al., 2014, 2015; Dal and Miehe, 2015; Bucci et al., 2016; Cui
et al.,, 2013, 2012), by contrast, the concentration of components
and the free energy density are used in the formulations based on
the mole-number-conservation, suggesting that the movement of
Li atoms are not considered as a part of the deformation of the
mixture.

137

International Journal of Solids and Structures 212 (2021) 124-142

The mass-conserved infinitesimal element of the mixtured sys-
tem is introduced by using multi metric spaces, in which every
space reveals the deformation of every corresponding component
in the mixture. The method of multi metric spaces helps distribute
the strains of the mixtured system conveniently: the Li-Sn system
includes three metric spaces (i.e., mass center space, Sn space, and
lab space), in which the Sn space is selected as the reference space
because (1) the elastic strain and the plastic strain rate of the mix-
ture are assigned to the Sn continuum due to the interstitial mixing
of the Li-Sn system, and (2) the Sn space is the Lagrangian space of
the Sn continuum, which satisfies the requirement of the additive
decomposition of strain component (equation (2.1.11)) derived
from the metric-based definition of the finite strain (equation
(2.1.10)). Compared to the multiplicative decomposition of defor-
mation gradient used in the other modeling works for finite defor-
mation of electrodes (Bower et al., 2011; Di Leo et al., 2014, 2015;
Bucci et al., 2016; Cui et al., 2013, 2012), the additive decomposi-
tion of strain component is linear, simpler and also valid for the
finite deformation of electrodes.

The method of multi metric spaces in this study reveals the
diffusion-induced creep of electrodes. In the Li-Sn system
described in the Sn space (i.e., reference space), the influences of
diffusion-induced creep on the mixture (i.e., mass center contin-
uum) are represented by the diffusion-induced convective effects,
which are indicated by the terms including » (i.e., the mass center
velocity relative to the reference space) in rate equations (2.2.12),
(2.2.45) and (2.2.46). In the relation between the electrical poten-
tial and Li concentration of a Si film electrode measured by Pharr
et al. (2014), the electrical potential showed transient trend rever-
sal with each change of C-rate during lithiation, and the rate of the
trend reversal is higher when the change of C-rate is larger (cf.
Fig. 1 in Pharr et al. (2014)). This phenonmenon may be explained
by the influcence of diffusion-induced creep: At the moment of
instantly increasing the C-rate of the Si film electrode during lithi-

560
ot and v* o(ifk

tion (2.2.12) increase instantly, while the change of 0;(;) may keep
negligible because of the viscosity of the electrode. Then increased
é,@f) may decrease djt, /dt by equations (2.2.46) and (2.2.47) since
Kp < 0. Finally, the slope ¢/t is increased by equation (2.2.32). ¢
hence transiently increases after each instant decrease induced by
increasing the C-rate, and vice versa. When the change of C-rate is

ation, in the region of chemical reaction, 9,(5> in equa-

larger, the changes of terms & 2 and u"% in equation (2.2.12)
are larger, finally the trend reversal of ¢ is faster. As ¢ is influenced
by » in equation (2.2.12), the diffusion-induced creep should take
part in the mechanical-diffusional-electrochemical coupling effect
of electrodes.

As the influence of the diffusion-induced creep, the terms
including » in rate equations (2.2.12), (2.2.45) and (2.2.46) make
the integrals for elastic strain, elastic stress, and relative chemical
potential related to the history of diffusion. Furthermore, the elas-
tic stress is influenced by the rate of deformation, because of the
viscous stress 7(® in equations (2.2.14) and (2.2.23). Therefore,
the states of a mixtured system relate to the history and the rate
of the evolution of the system, which is an essential feature of
the non-equilibrium process. Compared to the framework that is
based on the rate functions for modeling the non-equilibrium pro-
cess of electrodes in this study, the formulations in existing contri-
butions (Bower et al., 2011; Di Leo et al., 2014, 2015; Bucci et al.,
2016; Cui et al, 2013, 2012) are based on the assumed explicit
expressions of the free energy density without considering the vis-
cosity and diffusion-induced creep, which are only suitable for the
systems in quasi-equilibrium process.



H. Chen and Hsiao-Ying Shadow Huang
4. Conclusion

In this paper, we have developed a general theory to describe
the evolution of a solid solution system with finite deformation.
The system is considered as a non-equilibrium process rather than
a quasi-equilibrium process. This fully self-consistent theory is
hence formulated based on rate functions. Mechanics, diffusion,
phase separation, chemical reaction and electrical potential of
the system are coupled with each other in the formulation. The
key function of the coupling is the rate of the relative chemical
potential that depends on the elastic strain rate and Li-ion fraction
rate. The general theory has been applied to a simplified Li-Sn sys-
tem in Li-ion batteries. We set multiple metric spaces to clarify the
influence of the diffusion-induced creep of the system and to help
assign different strains conveniently. During the non-equilibrium
process of the Li-Sn system, the entropy production rate of the sys-
tem is composed of a mechanical component, a diffusional compo-
nent, and a chemical reaction component. The mechanical part is
comprised of viscosity and plasticity and where the linearized vis-
cosity is used. The plasticity and chemical reaction are formulated
based on the transition-state theory. The kinetic formulation of the
plasticity generates a continuous interface between elastic defor-
mation and plastic deformation which helps obviate the steps of
identifying the plastic region in the system and simplify the proce-
dure of solving the plasticity of electrodes.

Three Sn electrode particles with initial spherical cap geome-
tries and appropriate boundary conditions have been numerically
simulated using the finite difference method coded with MATLAB.
We have compared the lithiated processes of the particles with
three different C-rates, including the lithiation and relaxation.
The simulation results show that the bottom region of each particle
has more plastic deformation than the bulk region. The plastic
deformation helps release the volume expansion around the bot-
tom region, although it is bonded. The particle with a higher C-
rate needs a longer process to obtain higher rate of plastic defor-
mation, which releases the faster volume expansion around the
bottom. During lithiation, the electrical potential of the particle
with a higher C-rate shows more polarization. After relaxation,
the particle with a lower C-rate consists more electric energy, even
though the final electric capacities of all particles are the same.

With the rigorous mathematical formulation, we illuminate the
evolution of a solid solution system in details. Our developed the-
ory and simulation help better understand the mechanical-diffu
sional-electrochemical coupling effect in Li-ion batteries. Some
innovations in this study, such as multiple metric spaces for differ-
ent components, diffusion-induced creep/convection, viscosity,
and kinetic plasticity, may provide more insight into the descrip-
tion of continuous mixtures especially at non-equilibrium.
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Appendix A
Al. Introduction to the metric-based kinematics of finite deformation

The initial configuration and the deformed configuration of a con-
tinuum correspond to two spaces with curvilinear coordinate

frames (¢',%,¢%) and (n',7% 1) respectively. The differential of
= g5d. The
basis of initial space and deformed space are defined by e; =

radius vector is invariant in both spaces: dr = ;’—’da’
or

af
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and ¢ = g—;, respectively, where " denotes the deformed space.
With the function relation (' =¢'(',#%,7%), we have
dr = dijé; = dl'e; = g%dnfe,», which yields
s
€ = WC,‘ (A] 1)
The function relation n' = #'({", %, %) yields
. i
dyi = 21 g2 (A1.2)
o¢

Equations (A1.1) and (A1.2) show the transformations between
two spaces for the basis and components of dr respectively. Quan-
tities which transform like the basis of dr, by equation (A1.1), is
named covariant. Quantities which transform like the components
of dr, by equation (A1.2), is named contravariant. Please note the
different locations of the dummy indices in equation (A1.1) and
equation (A1.2). The transformations for covariant quantities and
contravariant quantities are mutually inverse. The indices of
covariant quantities are subscripts. The indices of contravariant
quantities are superscripts. A pair of the same indices that one is
subscript and the other is superscripts indicates the Einstein sum-
mation convention.

The metric of a space is defined as the dot product between two
base vectors of the space. The metric of the initial space is
g;j =e;-e. The contravariant metric gV is the inverse of g;:
[gi] = [g,-j}fl. We use gl to introduce the contravariant basis of
the initial space: ¢ = gie;. The deformed space also has the corre-
sponding metric g; and contravariant basis e

Based on the invariance of tensors, a 1st order tensor A and a
2nd order tensor T respectively satisfy below equations:

A=Ae —Ae —Ae - Aé (A1.3)

T = Tijeiej = Ti]-e"e" = T]'e,d = Tijéiéj = T,]é'é] = T;élél (A] 4)

N ~1 . .
where T; and T; are called mixed components of T. The contravari-
ant components, covariant components, and mixed components of

. . ~ij
T in different spaces are transformed by T = T"Ig—’i,: ‘;i,’
S ack ol A0 _ rkoy o .
T = Tkla?f o and T; =T 5F o respectively.

The metric of a space can be used to change the indices location

of the tensor components in the space. For example, A’ = Ag¥, and
A Kkl Al o .
T; =T §,&; = T;8;. 1t can be proved that g; and g are respectively
the covariant and contravariant components of a tensor g, named
the fundamental metric tensor, whose mixed components are equal
to the Kronecker delta: g, = €' - e, = gg;, = J}. The mixed compo-
nents of g are usually used to change the indices of quantities. For
example, the trace of T is calculated by

Tr(T) = <Tijeiej) : (gue'e) = Tigy (ei-€)(e-€) = Tijgklg{'(g,l-
o
=Tg; =T, =T,

We consider the configuration of a deformed continuum as a
deformed space. The covariant component of strain for the space
deformation is defined as half of the metric change of the space
from initial state to final state, as shown below,

1/~ -
where ¢; is the covariant component of strain, §,J and éﬁ are the
metric of the final space and the initial space respectively. &; can
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be used to introduce two strain tensors with the same covariant
. . L~ ~ing
components but different contravariant basis: &=¢;ee and

&= 8,-]@1@}. The tensor ¢ is equivalent to the Green strain tensor when
the initial space is undeformed, which is proved below: The final
metric and the initial metric are g; and g; respectively, which indi-
cates &; =1(g; —g;), where the * in &; emphasizes the basis of

deformed space for strain tensor. With F} = %, we have
éiféiéj = % (gijéiéj - gijéiéj> = % (glefFjl'éiéj - gijéiéj) (A1.6)
ge'e = % {(ek . e,)FffF}éiéj —gijéiéj]

=3 [(Hee) - (Flad) - 5,6¢] (A1.7)

The deformation gradient is a two-point tensor, which includes
the basis of two different spaces. As the initial space is unde-

formed, gijéié/ = I. We hence have,
o1
&=

2<FT'F*'>

where the right side is the definition of Green strain tensor.
When we decompose a deformation to multiple sequential pro-
cesses, we have the multiplicative decomposition of deformation
gradient and the additive decomposition of strain component.
The additive decomposition of strain component (equation
(2.1.11)) is proved as below: For simplicity, we consider two
sequential processes for a deformation, (a) and (b). Based on equa-
tion (A1.5), the covariant component of strain for the process (a) is

(A1.8)

R 1/~ -(@ 1 /~@

Sl(ja) ) (gij — 8jj ) =3 (gij - gij) (A1.9)
and the covariant component of strain for the process (b) is

. 1 /~b) —b) 1/. —(b)

Bg_b) =5 <gg —&jj ) =3 (gij —&j > (A1.10)

. ~(@  —(b)
Because processes (a) and (b) are sequential, we have g; =g;,

summing equations (A1.9) and (A1.10) yields the additive decom-
position below,
=80 +&) (A1.11)

Hence, as two different mathematical forms of decomposing the
finite deformation, the multiplicative decomposition of deforma-
tion gradient and the additive decomposition of strain component
(equation (2.1.11)) are mutually consistent. Please note that only
the covariant components in Lagrangian measure satisfy the addi-
tive decomposition of strain component.

In a curvilinear coordinate frame, the covariant derivative and
Laplacian for scalars, and the covariant derivatives for the covari-
ant/contravariant components of 1st and 2nd order tensors, are
listed below:

o9
Viq) = a—Cl
(92q) " 3(p "
2 k
v (p - aCaC}gu - 8(:’( FUgU
V,’V\r‘j = —aWL} + Wkl—";{-
a¢ '
ow;
Viw; = a—ﬂ’ —wT§

139

International Journal of Solids and Structures 212 (2021) 124-142

jk
ViH" = oM H*TY, + H'T;
acl 1
oH, ,
ViHj. = 0—§k — HuI'j — Him I

S
where l“ikj is called Christoffel symbols. In Euclidean space and Rie-
mannian Space, Christoffel symbols are calculated as below,

i 1, ag agk 8g'k
* :5g5<ac]"s Yon 6st>

For more information about the metric-based continuum
mechanics, see the reference Sedov (1997).

A2. Generalized mass conservation equation

A density function f of a continuum can be written as
f :f(Zl,Zz,Z3, t) or f = f(2',22,23,t). The rate of the volume inte-

gral of f depends on the local rate of f and the deformation of the
domain of integration as shown below (Sedov, 1997):

& [ [(8), = oo

where ot is the velocity of the domain of integration of the contin-
uum relative to the lab space. The rate of f for fixed Lagrangian
coordinates of the continuum has two forms below:

(A2.1)

af  (of
af  (of
= <*6t>z +v,-Vf (A2.3)

where v, is the velocity of the domain of integration of the contin-

uum relative to the reference space. The relation between #t and v,

is

V=0, +v (A2.4)
Substituting equations (A2.2), (A2.3), and (A2.4) into equation

(A2.1) yields

%/Vfdu:/v{(g—gz+v-(fvv)+fv-g dv

Based on mass conservation for component k, chemical reac-
tions determine the variation of total mass which is equal to the
variation of the volume integral of p,, as shown in equations
(A2.6) and (A2.7):

(A2.5)

dmg, ) 10)

o _ / >y (A2.6)
dm(m d

B :E,// P (2',2%, 2, t)dv (A2.7)

Setting f = p, and v, = v, in equation (A2.5) and combining
equation (A2.6) yield equation (2.1.1).

A3. Entropy production rate

Combining equations (2.1.12), (2.1.14), (2.1.15) and the diver-
gence theorem yields

5/updV:/
Vv v

P3G+ Py (5r§k) - 5#) F +p: V&rL} dv
k

(A3.1)
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Because pdV = dm, which is conserved mass differential, the
variational of the total internal energy for the mass center contin-

uum relates to the functional derivatives with respect to indepen-
dent variables by

. ou ou A
V= E o
14 /v Upd = /v |:< (55)&)(55 + l <5§(l)> e X58U

K-1
ou
*3 (i)
X X 58X

O (I £k)

x@] pdv (A32)

Combining equations (A3.1) and (A3.2), setting Js = ds,

dsu”, OXy = dx), 6q = dq, orfy, = v, dt, and ort = v'dt (vari-

atlonal are arbitrary and can be set following the real process), and
using equation (2.1.4) yield

K-1
(i g5
pTds + > 6" de] + 3 ptgedxa
1 k

(A3.3)

K
=pdq+ Ju - Fodt+p: Votdt
k

We assume that p is a symmetric tensor. Using the kinematic
relations equations (A3.4) and (A3.5) for strain rate and strains
yields equation (A3.6):

1
ej = j (V,v} + V; Uf) (A34)
G=> & (A3.5)
1
p:Vordt =p:edt = p'de; = > pldey (A3.6)
l

Then, substituting z;f](k):o, the definition of heat flux
pdq = =V - J,dt, equations (2.1.26), (2.1.27), and (A3.6) into
equation (A3.3) yields equations (A3.7), (A3.8), and (A3.9) for
entropy change, entropy flow and entropy production rate,
respectively. Using equations (A3.10) and (2.1.25) we have
equation (2.1.24).

p%: -V.Js+0 (A3.7)
1 K-1

Js= T (]Q - ZM(I(K}’(k)) (A3.8)
k

(l>
K-1

=-J-VT+) (p'-a" ZJ Pl +ZJ 'AY
1

(A3.9)

A
() deg)

& = (A3.10)

A4. Relative chemical potential

Because s is assumed to be independent of Vx;, and Ve&?, we
have

s _ A0
<3X<1>> . f(xm i )

(A4.1)
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It yields

Os 0s »s
dh%)n..} - (502, ‘””(8 : ) o

+ dé,@
()

Based on the symmetry of the 2nd order derivatives of ar, equa-
tions (2.1.30) and (2.1.31) yield

&s A " )
DTl——3] d&'=> - o Tds;
OX) 08 ) 1 l /1.

(A4.2)

(A4.3)
1

Substituting equation (A4.3) into equation (A4.2), we have

Os &s
(%) dT + T(a > > dX(])

0s ay i 1a(e)
=d|T|{=— +T<—) Vdé; Ad.4
|: (6)((1)),__} X1 T,...g ! (44
Using equation (A4.4) in equation (2.1.33) yields
— d|T(5 )\ g
dfiom12) = d|:T(8X(1)>T,“_:| T<3x ) g dé;
2
+ K:guds + azu dX(]) (A45)
oxfy) .

The parameter tensors with the 1st and 3rd orders are zero in
isotropic material (Sedov, 1997). Using equation (2.1.29) we sim-
plify equation (2.1.34) to

gz = D12, AVHES + K1 8dVex (A4.6)
with defining a material property

o*u - iq A
—— =K =Kn28" A4.7
SViX(1)0VqX(1) v(12) (12) ( )

The specific entropy s is related to the molar entropy sy com-
posed of a fraction part syr = Syr (yh)) and a deformation part

Smp = Sup (8( )) as shown below:

_ S _ NN

m m

N
Sy = X(z) Wi) (SMF + SMD) (A48)

The fraction part obeys the entropy of the ideal solution as
shown below (DeHoff, 2006):

Swr = —R [y’(]>lny’(1> + (1 —y’m)ln (1 —y’m)} (A4.9)
Equation (A4.9) yields
d Np ) 1, Yuy Ng
— (X2 =——S = —R|-——In~— — ——Iny/ A4.10
oX) ( O M ™) {Mm Yo Mg Yo ( )

We define the excess relative chemical potential as below:

0 Np
Mex12) = Huomaz) + T% (X(2>m$MF> . (A4.11)

Substituting equations (A4.8) and (A4.11) into equation (A4.5)
yields

N, 0 IS TP TN
T W’;Tdsm -T (—’)> glde + kg dey)
T...

8)((1)

ou )
+ dX(])
<8x<21> T.

(A4.12)
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where 7y is related to the stiffness and thermal expansion ratio as

shown below
~j -(e)
(O-HOM> (88kl )
oT
g X ZHoM

Lij -kl ~ik - jl <l - jk .
:—<ipgg +Gg g +Gg g )fngkl

@ il
vo=78 =-

0
-(e)
98y

-(e)
Emn=kl

(A4.13)

Thus the coupling coefficient in the relative chemical potential
of a isotropic material is

ay )
Kp=x-T
P <0X<1> T..

With defining a material property h = <"2—“> , substituting

é)xf” T
equation (A4.14) into equation (A4.12) yields equation (2.2.46).
We assume ,a;NH“z) is a 1st order homogeneous function of
Vpég) and vqu. Equation (A4.6) yields

T

—_—"
X2

(A4.14)

N N i Al g
:u;NH(IZ) = ngvpgr? + K128 Voxa (A4.15)
where & for isotropic material satisfies

o' = g8 + ong"g" + ong"g” (A4.16)

For simplicity, we assume wjs = wyz = 0. Combining equations

(2.1.21), (A4.10), (A4.11), (A4.15) and (A4.16) yields equation
(2.247). If (“"f

OX(1)

(2.2.49) is obtained from equation (A4.13).

)T =0, we have equation (2.2.48). Equation

Ab. Transformed equations

We divide the relative chemical potential into a homogeneous-

logarithm part and an inhomogeneous-excess part, [y =
Hiraz) + Hypaz) With
1 Yu Ng
=RT |—In=—"> — —Iny/ A5.1
Hyi12) M, yI(Z) M) ) ( )

Using equations (2.2.47) and (A5.1) yields equation (2.3.15).
Combining equations (2.2.1), (2.2.2), (2.2.3), (2.2.28), (2.2.47),
(2.3.2), (2.3.3), and (2.3.15) yields equations (2.3.1) and (2.3.6).
Combining equations (2.1.12), (2.1.13), and ' = v + vfz) yields
equation (2.3.4). Using equations (2.2.14) and (2.2.26) we have
equation (2.3.5).

A6. Relation between D and L

Using equations (2.1.5) and (2.2.1), the flux of Li can be written
Joy = Pa X va) = cyMaXe vq) (A6.1)

where c¢(;) is the concentration of Li. To estimate the relation
between D and L, we only consider {5, in the diffusion for sim-
plicity, as shown below,

L 1 Np
., ~ ——V,Lt =-IR n v + n Vyl (A62)
W T HL12) M(l)y(ny(Z) M(Z)y(Z) M
The Fick’s 1st law yields
, Nepe) o,
cuyva) = —DVeqy = —Depax Vyyy = -D V¥, (A6.3)

M)

Combining equations (A6.1), (A6.2), (A6.3), and (2.2.29) yields
the expression of D as shown below,
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2
b RLofL<M<2>+M<1>NBJ/En)
NBP(z)M?nM(Z)J’EnyI(Z)

(A6.4)

A7. Differential of expanded surface area

Initially, the area differential of the particle surface is governed
by

\do|? = g° yjdZdZ = (dz')” + (d2®)° (A7.1)
and
ldgo|* = 8° 2 (d22)? = (2)?(d22)° (A7.2)

where dl, is the initial length of the infinitesimal arc perpendicular
to the initial basis vector e, on the particle surface and dg, is the ini-
tial length of the infinitesimal arc parallel to the initial basis vector
e, on the particle surface. After the particle is deformed, the lengths
of the infinitesimal arcs have
|dIf? = godz'dZ?
2 2
=8om (dzl) + 2g(2)13dz1 dz? + &2)33 (dz3) (A7.3)

and

2
def? = g (d2?)” = (2')"(d22)’

where dl is the length of the infinitesimal arc perpendicular to
the basis vector e, on the particle surface and dc is the length of
the infinitesimal arc parallel to the basis vector e, on the particle
surface. Hence, the initial and present area differentials respec-
tively have

(A7.4)

(dAo)® = |dlo|*|dg,|? (A7.5)
and
(dA)” = |dIf*|dg | (A7.6)

Combining equations (A7.1), (A7.2), (A7.3), (A7.4), (A7.5), and
(A7.6) yields equation (2.3.23).

A8. The component of v, in the lab space

The relation between the components of a tensor in different
coordinate frames yields equations (2.3.33) and (A8.1) (Sedov,
1997);

L 0ZP 97%
8@i = 8 57 57

(A8.1)

where g, is the metric of lab space. Using equation (A8.1) we have
equation (2.3.30). If we assume % <0 and % > 0, equation (A8.1)
implies equations (2.3.31) and (2.3.32).
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