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Electrolyte in a rechargeable Li-ion battery plays a critical role in determining its capacity
and efficiency. While the typically used electrolytes in Li-ion batteries are liquid, soft solid
electrolytes are being increasingly explored as an alternative due to their advantages in
terms of increased stability, safety and potential applications in the context of flexible
and stretchable electronics. However, ionic conductivity of solid polymer electrolytes is sig-
nificantly lower compared to liquid electrolytes. In a recent work, we developed a theore-
tical framework to model the coupled deformation, electrostatics and diffusion in
heterogeneous electrolytes and also established a simple homogenization approach for
the design of microstructures to enhance ionic conductivity of composite solid electrolytes.
Guided by the insights from the theoretical framework, in this paper, we examine specific
microstructures that can potentially yield significant improvement in the effective ionic con-
ductivity. We numerically implement our theory in the open source general purpose finite
element package FEnICS to solve the governing equations and present numerical solutions
and insights on the effect of microstructure on the enhancement of ionic conductivity. Spe-
cifically, we investigate the effect of shape by considering ellipsoidal inclusions. We also
propose an easily manufacturable microstructure that increases the ionic conductivity of
the composite electrolyte by 40 times, simply by the addition of dielectric columns parallel
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to the solid electrolyte phase. [DOI: 10.1115/1.4053498]
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1 Introduction

Rechargeable Li-ion batteries are expected to play a central role
in the future of energy storage—be it in the context of consumer
electronics, or sustainable vehicles [1,2]. The ramifications (and
need) for renewable energy, and the critical role energy storage
will play in that context, hardly needs much discussion due to the
extensive public discourse on the topic and extensive scientific
research [3,4]. Germane to this, scientific research has focused on
both fundamental science as well as the designing the relevant mate-
rials and motifs to engineer efficient, higher energy density, and
safer batteries [5-7].

A typical Li-ion battery consists of several electrochemical cells
connected in series or in parallel. The three primary components
of the cell are a negatively charged electrode (cathode), its
counterpart—the anode, and an intervening electrolyte that
enables ion transfer between the two electrodes. The ionic conduc-
tivity of an electrolyte quantifies how mobile and available the ions
are in an electrolyte [8] and, in addition to other aspects such as the
design and chemistry of the electrodes, plays a critical role in the
determination of the power output of the cell [9]. An electrolyte
should ideally be both an excellent ionic conductor and electronic
insulator; so that ion transport can be facile and self-discharge is
kept to a minimum [10].

Conventionally, electrolytes are liquid. However, increasingly,
solid electrolytes are being considered as alternatives. Liquid elec-
trolytes are extremely flammable and a battery containing liquid
electrolyte can be a fire hazard in case of over-charging or short-
circuiting [11]. In contrast, solid electrolytes are thermally stable.
Furthermore, liquid electrolytes exhibit a greater propensity for
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uncontrollable dendritic growth [12], which can cause short
circuit conditions [13]. Finally, due to the growing interest in
stretchable and flexible electronics, there is a strong impetus to
develop soft solid electrolytes that can integrate with such electronic
devices [14-20].

Despite all the advantages that soft (polymer-based) solid electro-
lytes offer, their ionic conductivity is significantly lower than their
widely used liquid counterparts [21]. To that end, several
approaches have been groposed to increase the ionic conductivity
in polymer electrolytes.” As an example, a common method to ame-
liorate ionic conductance is the addition of plasticizers which
reduces the crystalline nature of the polymer matrix and can
increase the ion mobility of the structure [22]. However, mechanical
properties may be compromised (i.e., mechanical stability) [23].

Another strategy involves creating composite electrolytes by
embedding nanofillers in a polymer matrix [22,25-27]. Using
such an approach, Croce and co-workers demonstrated a significant
enhancement in ionic conductivity [28]. Interestingly, some works
have also shown a decrease in ionic conductivity with the addition
of nanofillers—e.g., Weston and Steele reported no effect in ionic
conductivity by addition of Al,O3 and even reduction in ionic con-
ductivity at high volume fractions [29]. The enhancement of ionic
conductivity because of addition of nanofillers was attributed to
the formation of a spherulite structure in the interphase region of
the matrix-inclusion which consists of both highly crystalline struc-
ture and amorphous region (as shown in Fig. 1). This region pos-
sesses a much higher ion mobility compared to the polymer
electrolyte [30]. Recent studies have also shown that the addition
of nano-scale highly conductive inorganic particulate fillers into
polymer electrolytes can not only significantly enhance the ionic

“Ionic conductivity is not the only feature of the electrolyte that is important to
battery effectiveness. The operating voltage range, thermal stability among others
aspects are also of interest. Our work, however, is primarily focused on the improve-
ment of ionic conductivity.
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Schematic of the spherulite structure. The figure is from Ref. [24]. Reprinted with the permission of AIP Publishing.

Fig. 1

conductivity of the electrolytes but also improve its mechanical
strength and stability [31]. Finally, mechanical deformation has
also been found to strongly influence ionic conductivity of
polymer electrolytes [18,32,33]. A linear relation between ionic
conductivity was found by Ref. [33] (for up to 15% strain leading
to 400% improvement in ionic conductivity). This trend was also
confirmed by our previous theoretical work [34] predicated on
small-deformation theory.

Complementary to experimental efforts (some of which we have
cited in the preceding paragraphs), several theoretical and computa-
tional works have also appeared to study the coupled effect of defor-
mation, ionic diffusion, and electrostatics. Specifically in the
mechanics community, different groups have approached the
theory of electrolytes in slightly different manners and often with
a different emphasis, or even for applications other than batteries
(e.g., ferroelectrics, polymer-metal actuators) [35-44]. The first
paper (that we know off) that proposed homogenization to design
composite electrolytes specific to the context of batteries is arguably
that of Sillamoni and Idiart [45]. Very recently, we also proposed
[34] a theoretical framework to address the coupling of electrostat-
ics, ionic diffusion, and deformation in composite electrolytes. In
particular, we presented a simple homogenization procedure that
allows the simplification of the rather complicated nonlinear
problem and reconciled the various experimental observations in
the literature. In our prior work, the approach was almost entirely
analytical which limited the modeling to simple microstructures.
Guided and inspired by the insights of our prior work, in this
paper, we undertake a computational study to understand the
effect of some specific microstructures on the possibility of
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Fig. 2 An ionic-conductive electro-elastic-diffusive body in
reference and current configuration subject to external mechan-
ical traction on Sy, prescribed displacement on Sp, where
Sp = 0Q/Sy. The system is connected to a solution of ions in
Yp and directional flux perpendicular to the boundary on Yy is
prescribed where Yy = 6Q/Y p. The prescribed boundary electric
potential is also defined on Qr where the electrolyte is subjected
to an electric potential difference.
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designing enhanced ionic conductivity. Specifically, we (i) imple-
ment the pertinent governing equations in the open-source code
of FEniCS; (ii) analyze composite electrolytes with ellipsoidal
inclusions to understand the effect of shape effects on ion conduc-
tivity enhancement; (iii) analyze the effect of size of embedded
inclusions; (iv) determine the effect of finite deformation on the
effective ionic conductivity of electrolytes—we remark that our
prior work, due to its analytical nature, focused on small-
deformation, and (v) propose a specific, easily manufacturable,
microstructure that can yield a significant enhancement in ionic
conductivity.

This paper is organized as follows, in Sec. 2, we briefly summar-
ize the theoretical framework. In Sec. 3, we present the relevant
details related to the computational procedure and provide bench-
mark solutions in Sec. 4. We discuss shape effects in Sec. 5, the
effect of deformation on ionic conductivity in Sec. 6 and our pro-
posal of a new microstructure in Sec. 7.

2 Theoretical Framework

In this section, we briefly summarize the mathematical model of
an electro-elastic-diffusive system in an electrolyte we presented in
Ref. [34]. Consider Fig. 2, where we assume that the thermody-
namic state of the system is described by deformation y(0, f):
Qr — Q(r), ionic volumetric concentration c(0, £): Qr — R, and
the electric potential £: Qg — R in the reference configuration.
The deformation gradient, Cauchy-Green tensor, and the Jacobian
are denoted by

F=Vy, C=F'F, J=detVy (1

Work can be done on the chemo-mechanical-electrical system

body through the following boundary conditions:

e Mechanical boundary conditions:

(€3

Y&, )=y, (X, 1) on Sp
applied external traction =t°(x, f) on Sy
where y, (0, 1):Sp — R? is the prescribed boundary position
and Sp and Sy (as shown in Fig. 2) are the subdivisions of Q.
e FElectrical boundary conditions:

E=E(x) on 0Q (3)

where £°(x) is prescribed boundary electric potential on 0Qp
which is controlled by an external circuit.
e Chemical boundary conditions:

{y =p‘(x,t) on Yp

J-n=J on Yy @
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where p(0, 1): Yp — R is the prescribed boundary chemical
potential which is usually dictated by the materials of active
electrodes, and J(0, 1): Qg — R? is the ionic flux. Also, Yp
and Yy are another subdivisions of 0Q.

By the conservation law of ions, we have

¢c+V.-J=0 in 5)

The external system does work on the body by mechanical trac-
tion, transportation of ions across the boundary and the applied elec-
tric voltage from the electrodes. The rate of work done on the
continuum body is [34]

ED-n)  (6)

oQp

sz yte_J (ﬂe+q§e)(Jn)_j
Qp 0Qg

where ¢ is the electric charge associated with each mobile ion and
as a result the electric current density is given by J, =¢lJ. Also,
D = —e(x)JC~' V¢ is the nominal electric displacement.’

To achieve a closed differential system governing the
electro-elastic-diffusion of the body we need to propose the free
energy of the body.

In equilibrium state, we assume the free energy of the body to be
specified by

U(y,c) = Up(y,c) + Ue
(N
¥(Vy, o
Qr

Up(y.c) = [

where ¥:R¥>3 x R — R is the free energy density and U, is the
electric energy associated with charges and polarization. For simpli-
city, we assume that the material is isotropic so the rate of change of
free energy of the body in isothermal process is given by

. d _ WF, ) . O¥F o).
U,= & LZR‘P(Vy, )= LZR [ oF Vy + PR c:| (8)

For brevity, we define the following terms:

P: =Dp¥(Vy, ) = w

oF ©)
u: =D¥(Vy, )= o o

oc

By substituting them in Eq. (8) and using the conservation law of
ions presented in Eq. (5), we rewrite the equation as follows:

U’b=j [P-Vy—uV-J] (10)
Qg

Neglecting dynamical effects, the electric field in reference con-
figuration satisfies the Maxwell equations:

divD = div(—e()JC'VE) = glc — co(x)) in Qx (1)

where e(x) is the electric permittivity and ¢o : Qg — R is the immo-
bile ion concentration that would neutralize the mobile ions in a
natural equilibrium state. For simplicity, we also assume that the
electric permittivity itself is independent of deformation. Therefore,
polarization in current configuration can be defined by p = —(¢ — €p)
Vy¢& in which ¢ is the vacuum permittivity. Hence, the electrical
energy stored in the system (U,) is defined as follows:

Ipl? ]
_— 12
2e() — o) (12)

With a bit of technical calculation, the final form of rate of change

Uely, ] = j B‘)Wyaz +
Qr

3We remark that the presence of charge diffusion in a continuum body also relates to
the so-called electret materials except that in the latter, the charges are “frozen” and
convect with deformation in the time-scale of interest [46—48].
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of electrical energy(U,) [35], can be written as

Uely, =j [-y - divEyw +J - V(¢S] +j y-Guwin  (13)

Qr Qr

where X, is identified as the Piola—-Maxwell stress and is denoted
as

Svw(X) = —?JlF‘TVfFF‘T +eX)J(FTVE @ (FTVE) (14)

From Egs. (6), (10), and (13). The rate of energy dissipation is
written as

D=W-U=W-0,-0,
=j ylte—J' (, +qE)T - 1)
o0Qr Qr
+J [divP + Zyw) ¥ = IV - (4 + O]
Qr

+J [y - P+Zywn+ T -mp+qgH 20 s)
0Qg

The inequality is from the second law of thermodynamics—the
rate of energy dissipation must always be a positive value (D > 0).

Using the standard Coleman—Noll procedure, the following may
be concluded:

e Non-negative rate of dissipation:

-J-Ve+4g5 20 (16)
o Interior mechanical balance:
divlP +Zpyw) =0 in Qg (17)
e Boundary conditions:
P+Zywm—t°=0 on Sy (18)
and
{ﬂe+qr§‘f=u+qr§ on Yp (19)
J-n=0 on Qp\Yp

By Eq. (16), a constitutive response that is consistent with the
second law of thermodynamics (and arguably represents the sim-
plest choice we can make) is linear mobility/diffusion:

v=—yX)V(u+qd), J=cv in (20)
where y(x) represents the ionic mobility of the material.

In this work, we will consider both finite and infinitesimal defor-
mation to understand not only the effect of deformation but also the
importance (or not) of accounting for large deformation behavior.
For a linearized theory, we expand the free energy density at a refer-
ence equilibrium state as follows:

Y(F, c; X) ~ %(F - -CE)EF —=1)+ ae(c — cox)Tr(F = 1)

@ (c — co(®))* + u(x)(c — co(x)) + (L, co; X)

@n

+

where I is the identity matrix, fi denotes the chemical potential for
pure ion, and C is the forth-order elasticity tensor.

In the case of infinitesimal deformation, the complete coupled
system of governing equations for (u, &, u) using Eq. (21) can

MAY 2022, Vol. 89 / 051004-3



now be written as

V(e VO +LE =t qE—i—aaV-w) in O
V~[CVU+%(ﬂ—ﬁ—aelv.u)I] -0
V- [-reVu+gd)l=c, = feizaa V)

C—Cy=
To account for deformation nonlinearity, we will consider an
incompressible neo-Hookean material. However, we also note
that the permeation of charged ions (or uncharged molecules)
induces significant volume change of the material. To model this
phenomenon, we may enforce a kinematic constraint:

inQr (22)

in QR

O(F, ¢) =detF — (1 4+ vi(c — ¢)) =0 (23)

where v; can be interpreted as volume of ions [34]. Accounting for
the constraint, the free energy density of the body Qx can be written
as

B

W(F, ¢) = %G(|F|2 ~3 450~ c0)* + jilc — co) — TIO(F, ¢)

(24)

where G is the shear modulus. So the governing equations then
become:

V(e VO +Le=Lu+qt—p—T) in
V- [P+Zywl=0 ) in Qr (25
Vol(—reViu+gdl=¢  c—co=20 in O

where P = GF — JTIF .

To demonstrate the fundamental behavior of the system in Egs.
(22) and (25) and analyze the homogenization of composite electro-
lytes, we consider a one-dimensional and homogeneous electrolyte
body between two charge collectors A& =&, — &,. We also introduce
the electro-chemical potential by

D=p+q¢ (26)

and Debye length as the screening length for electrostatic interac-

tions*
a= [
q

Taking cognizance of the relation between the ionic flux J and the
external electrical current / = gJA, the ionic conductivity of electro-
lyte must satisfy the following equation:

Ap
J=-K y
where ¢ is the electro-chemical potential and defined as ¢ = + g&
[34]. The electric potential difference between the electrodes satis-
fies Ohm’s law A§=IR=qJAR.

To facilitate the interpretation of ionic conductivity, consider
one-dimensional ion transport in a non-equilibrium process where
J#0 and in the steady-state limit of Eq. (22). In that case, we
have the following relation for the electrochemical potential differ-
ence:

e2))

(28)

d d
M= - to==rg == Tsa=-| Lo o)

orc@ - Jore+ o

where ¢ is the change of concentration due to ion transportation.

“The conventional homogenization of the conductivity problem (predicated on the
classical Poisson equation) is size-independent. However, in the current framework,
due to the presence of the Debye length, there is a characteristic length scale that
renders the ionic conductivity dependent on the length-scale of the microstructure.
This is reminiscent of surface energy effects [49-51] or gradient-type continuum the-
ories [52,53].
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Assuming the change of concentration of ions is mostly due to
the chemical potential difference at the boundaries [34], we can
safely neglect ¢ and rewrite Eq. (29) as below,

T J

~ —
~

rle+o) ye

(30)

4
- — AP~ —J J dx
o ye(x)

Therefore, using Eq. (28), the ionic conductivity K in
one-dimension can be defined as,

121 -
K=|- dx
[djoyc(x) ]

where c(x) is the equilibrium ionic concentration obtained from
solving Eq. (22) in the steady-state limit.

1

3L

3 Finite Element Implementation

The governing partial differential equations for the
chemo-electro-mechanical system derived in the preceding section
are rather difficult to solve except for some very simple cases. In
this section, we described the finite element implementation to
solve these numerically.

3.1 Dimensionless Form of the Governing Equations. As a
first step to derive the corresponding weak form of the coupled
system of partial differential equations, we non-dimensionalize
them to simplify the calculations and facilitate eventual physical
interpretation. As evident, three primary variables are involved:
(&, u, u). The dimensionless parameters are presented,

:_% __w . _u o cC
(=", U=—, pu=—7V\, C=—

Href H Href Cref
f:i’ (Tzl’lrefyref)

T H? 32)
__ﬁcgef = _ ﬂ - _ o
=72 p=—, Co=—

Giret Href Cref

e C =

7_,=_’ _ GelCref V=HY

Qel = 5
Vref Gref

where H and T are the non-dimensionalization parameters associ-
ated with the smallest length scale and the time scale, respectively,
and G is the shear modulus. Also, Cref, firef, Grer, and yyer are the nor-
malization factors associated with the primary variables. For simpli-
city, we set Crer=C0, Hpef =f, Greg=G, and yp=y for the
homogeneous electrolyte. With this, the governing equations in
dimensionless form are as follows:

e @ g
V-(—erVS)—7W—u)+7?V~u—O (33)
[Co T _ _ al. .
\Y |:Greru+adE -l - 3 V-ul]—O (34)
S, - r = | _
\Y [—y(/_;(u—,u)—V-uT}+co>V(y+§):|

_ H> 1d/(T _ . - &g _
_:"[refyref?E (;(ﬂ _”) -V u? +CO) (35)

where @ = Hqcref/\/ €0Gref and T’ =/"refcref/Gref-
For the neo-Hookean case presented in Eq. (25), the additional
dimensionless parameters are
II
Gref

= (36)

Uj = VjCref»
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The dimensionless form of the governing equations become

V(- VE) - %2(;4 ﬂ)+;%2ﬁ=0 37
V. [Va+I-det(tVa+DII(Va+D7]1=0 (38)
Vo[ 7(GE-i-n5a)vaes)
p p
TGO P-GeR)

where @ = Hqcre /+/€0Grer and T = pireiCrof/ Gref:

3.2 Weak Form. We write the weak forms of governing equa-
tions by employing three test functions v, @, and p for the scalar
electric potential £, displacement vector u, and the chemical poten-
tial u. By multiplying the governing equations by the test functions,
integrating over the volume, and using the divergence theorem, the
weak forms can be written as follows:

j V - (—¢,VEu.n dS—J (-, VEVv AV
oQ Q

2 = 2
_j (";(ﬁ %G (ﬁ))udV=0 (40)
Q

B BT
C o= _ - el 2
j@Q[Gref Vu+ael§ - B ]w IlldS
C - _
_Jg[Grerﬁ+ae'ﬁ(” /‘)I_?V UI]deV 0
(C20)
(L , Qel
J' |:_}/<T(/4 /4) V. ll—+C()>V(,u+(§)i|p n; dS
_Lz[ <ﬂ(” -V “%HO)V(H:)]V pdV
= H2 1d Qel
Lz#rer}’reert (ﬂ('u - “7+Co>pdv 42)

Test functions @, v, and p on the boundary are constrained to be
Zero.

(43)

Using Eq. (43) the first terms of Egs. (40), (41), (42) are equal to
zero, as follows,

w=p=v=0 onoQ

j V-(-¢Vér -ndS=0 (44)
oQ

j [C Vi + e = (/4 /4)1—0["'/),l

V. ul]w ndS=0 (45
oQ Gier ﬁ

j [—7(5(/7—/5) V. uﬁ+€o)v(ﬂ+§)]p n;dS=0 (40)
o0 p p

Using Egs. (44), (45), and (46), Egs. (40), (41), and (42) will be
shorten to the following forms,

2
—L(—e,VE)%dV—L<%(p— W +%%V (u))de

=0 47
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C - r . oalt. .
j[ Vﬁ+ael:(ﬁ—,2)1—a;v-ﬁI]deV:O (48)
QGref ﬂ

p
oy ap. B 28]
_j [—Y(;(ﬂ—ﬂ)— U—+CO)V(ﬂ+§)]V pdV
. p
[ H* 1d(T _ . &
Lzﬂrefyredet (/3(” =V “7+60>pdv (49)

For the system in Eq. (25), the weak form can be written as
follows:

. P2 D ®? _
—j (=6, VEVvdV — j ( (7 — v +2=
Q Q /

3T )udV:O (50)

j [Va+I-det(Va+DIVa+D7|VeodV=0 (51
Q

- [—7(5@—;7)— 0) v+ 5)}V-pdv
o7\

H? r
Q HrefVref T dt ﬂ

3.3 Implementation in FEnriCS. The governing equations
presented in the previous section (in their weak form) are solved
using the general-purpose open-source PDE solver FEniCS. The
weak forms and the corresponding finite element discretization
are specified using a domain-specific language, named UFL
(Unified Form Language) embedded in pyTHON. The computational
domain is partitioned into non-overlapping triangular elements with
quadratic interpolation for displacement and linear interpolation for
chemical and electric potential in a continuous Galerkin function
space. The discrete trial and test spaces are defined by constructing
finite element shape functions over the union of all elements in Q
[54].

‘%|| Q‘I

_jy-nZ

45

(52)

‘Q\| N

4 Benchmark Solutions

Before proceeding to analyze microstructures that are intractable
analytically, to ensure first that our finite element implementation is
correct, we compare our numerical calculations with some known
analytical results.

4.1 Uniform Electrolyte. We first analyze the the simplified
problem of a one-dimensional and homogeneous electrolyte as
shown in the Fig. 3 with electric potential difference between two
charge collectors A& = (& —&p). Elasticity is decoupled for this
illustrative problem so we set @ =0. The analytical result for the
chemical potential along the thickness of the electrolyte is given by

—npo +
u(x) = ﬂ ~(s/4) +M (x=d)/4 (53)
- 1—n?
U, 4 Cathode ]
Electrolyte T Lit d |—
Ho. G0 Anode |—

Fig. 3 Schematic of a system of uniform electrolyte and elec-
trodes in a battery

MAY 2022, Vol. 89 / 051004-5



where A, is the Debye length and 5 = ¢~ [34]. In Fig. 4, we con-
trast the results of our finite element calculation with the closed-
form solution.

4.2 Multi-Layer Composite Solid Electrolyte. As partially
discussed the context of Fig. 1, past research appears to indicate
that addition of nano-particles in a polymer alters the region in
the vicinity of the particle thus forming an interphase layer. The
interphase layer, while substantively the same as the polymer
matrix in physical and mechanical behavior, exhibits significantly
higher ionic mobility than the polymer [55]. In short, a three-phase
composite consisting of an inclusion (typically ceramic), its sur-
rounding matrix (typically soft polymer) and an interphase region,
is an adequate description of actual solid composite electrolyte
systems. We note that [45] also utilizes this observation. Arguably,
the simplest possible composite electrolyte is a multi-layer lami-
nate. The problem essentially becomes one-dimensional in nature.
In this section, we benchmark our numerical results for a three-layer
solid electrolyte laminate structure (Fig. 5).

Denoting the total thickness of the system by d, we refer to the
inclusion, polymer and interphase dimensions as d,, d;,, and dp,
respectively. We define a constant of proportionality, , called inter-
phase extension factor, to introduce the normalization of d;,, with
respect to the size of the inclusion as follows:

diny = ady = avpd (54)

To generate numerical results and study the effect of volume frac-
tion, we fix the inclusion size to a thickness of 2 nm and vary the
thickness of the polymer (d,). The calculations are performed for
different interphase extension factors. We note that the results are
size-dependent unlike classical conductivity problems.

Figure 6 shows the normalized effective ionic conductivity with
respect to the volume fraction of the filler vy=d/d for different
values of a. We remark that K, is the ionic conductivity of the

300

220

= FEM

= > Analytical

200

0 0.5 1 1.5 2

X

Fig. 4 Normalized chemical potential across the normalized
thickness of rectangular uniform unit cell material

Polymer I dp
d
I | .
Filler I ds

Fig. 5 Schematic of a multi-layer composite electrolyte consist-
ing of a filler, an interphase, and polymer
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Fig. 6 Normalized effective ionic condufc_ﬁivity with respect to the
iller

volume fraction of the inclusion phase. yfi!le" = yPolymer _ , interphase;
1000 the initial concentration is considered as zero (cfi"*" = 0) and
mol

interphase polymer
= cO

for interphase and polymer we have c, =50 me"

The numerical values are AlMerPhase — jfiller _ jpolymer _ 4 pm,
€:iller = 10’ 6‘?olymer = e;nterphase = 3, ﬂpolymer — ﬁinterphase =05 eV,

and ﬁpolymer _ﬁfiller =1eV.

case when vy =0. The a =0 corresponds to an absence of an inter-
phase and, as expected, the effective ionic conductivity of the com-
posite does not vary much with an increase in volume fraction of the
inclusion phase. However, when a>0, we see a significant
enhancement. This is hardly surprising since the interphase region
has been found to be highly conductive and larger this phase,
higher the effective ionic conductivity. This corresponds well
with the thesis (and experimental observation) that even though
second-phase particles may not be by themselves ionically conduc-
tive, they alter the region around the particles to make it more
conductive.

5 Heterogeneous Electrolytes With Ellipsoidal
Inclusions—Shape Effects

We now turn to one of the central results of our paper where
we analyze a microstructure that is not amenable to analytical
solution—ellipsoidal inclusions.The ellipsoidal shape allows us to
study the effect of particle shape on the effective conductivity
enhancement. We remark that this specific insight does not
appear to have been discussed in the literature so far.

As shown in Fig. 7, we consider the two-dimensional case of an
elliptical inclusion with the major and minor axes, 2b and 2a in a
square unit cell of polymer matrix (of length L). The interphase
of thickness ¢ is assumed to be uniform and we will analyze the
steady-state limit of the governing equations.

In what follows, we fix the interphase thickness (¢) and vary the
interphase extension factor (@) which can be defined as a=t/a.
We first analyze the simplified case of circular geometry (a=b).
We remark that the case of a single circular inclusion case can
indeed be solved analytically (c.f. Ref. [34]); however, homogeniza-
tion can only proceed approximately. Of course, in the case of a
general elliptical inclusion neither the problem of a single inclusion
nor the homogenization are analytically tractable. For the circular
inclusion case study, we fix the size of the particle (a=5b=1 nm)
and volume fraction is altered by varying L. The unit cell is subject
to a constant electric potential difference Ay =200 X p¢=100eV.
In equilibrium situation (¢ =0), the A = —(Apu/q)=—-100 V.

Figure 8 illustrates the normalized effective ionic conductivity
versus volume fraction of an embedded circular filler in a square
unite cell. Here, K, represents the ionic conductivity of a uniform
polymer electrolyte. We observe essentially the same trend as in
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Polymer .

L

Fig. 7 Schematic of an embedded elliptical inclusion

Fig. 6 where the effective ionic conductivity of the composite
reaches a maximum point (for some specific volume fraction) and
then decreases to its initial value. Consistent with the one-
dimensional study in the preceding section, the interphase plays a
dominant role and (as example), for @ =2, we see that the ionic con-
ductivity enhances by an order of magnitude. For any a>0, the
composite reaches its maximum effective ionic conductivity at the
point where the interphase reaches it’s maximum volume fraction
in a unit cell.

To better illustrate this phenomenon, we show in Fig. 9, a square
unit cell with an embedded circular filler with a=1 for three

(a) (b)

0 0.1 0.2 0.3 0.4 0.5 0.6 0.7 0.8 0.9 1
vy
Fig. 8 Normalized ionic conductivity with respect to the volume

fraction of the filler for different interphase extension factors («).
yfiller — , polymer _  interphase/ 00 the initial concentration is consid-

ered as zero (cfi'er = 0) and for interphase and polymer we have
| mol
c:)nterphase = cgolymer The

=50 e values are
A'i'nterphase = Ar'iller - M)olymer =4 nm, eiiller — 10’ s;)olymer - e:_nterphase =3

numerical

ﬁpolymer = ﬁiIﬂerphase =05 eV, and ﬁpolymer _ ﬁfiller =1eV

different values for volume fractions 0.78, 0.43, and 0.12. Each
of these three figures shows an individual point on the graph in
Fig. 8 where a = 1. Evidently, the maximum effective ionic conduc-
tivity occurs when the interphase content is maximized.

Figures 10-12 illustrate the chemical potential, electric potential,
and concentration contours, respectively, for all three different
values of volume fraction of the filler, 0.78, 0.43, and 0.12 from

(e)

Fig. 9 Schematic of a square unit cell matrix with an embedded circular filler inclusion for a=1
with different values for volume fraction: (a) vi=0.78, (b) v = 0.43, and (c) vy = 0.12 where the inclu-
sion (light blue), coating (dark blue), and matrix (yellow) represent the filler, interphase, and

polymer, respectively

(a) (b)

(0
2.0e+02

150

|
8
Chemical Potential

-8.7e-15

Fig. 10 Chemical potential contour for a square unit cell matrix with an embedded circular filler inclusion for ¢ = 1
with different values for volume fraction: (a) v;=0.78, (b) vi=0.43, and (c) vy=0.12
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Fig. 11
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Electric potential contour for a square unit cell matrix with an embedded circular filler inclusion for a =1

with different values for volume fraction: (a) vs=0.78, (b) v;=0.43, and (c) v;=0.12
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4.6e+01
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— 35
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Fig. 12 Concentration contour for a square unit cell matrix with an embedded circular filler inclusion for =1
with different values for volume fraction: (a) v;=0.78 (b) v=0.43, and (c) v=0.12

(a) to (c), respectively, under the same boundary conditions for the
unit cell in equilibrium situation (¢ =0), where Ay =200 X pr=
100 eV and A¢=—(Au/q)=—100 V. In a battery-like system, the
electrolyte is subjected to a potential difference from the electrode-
s(anode and cathode), therefore as a result we can see in Fig. 12 that
the concentration in all three situations reaches its maximum value,
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Fig. 13 Normalized ionic conductivity with respect to the normal-
ized radius of the circular inclusion with a constant volume frac-
tion of the filler (v,=0.2) for different interphase thickness (t;.)
from 0 to 2nm which is normalized with debye length (4,=
4 nm), yfiler = ypolymer _ , interphase;10nQ the initial concentration is
considered as zero (cfi®r = 0) and for interphase and polymer

moI
cholymer — 50 5 The numerical values are

Apolymer =4 nm’
mterphase - 3, ﬂpolymer ﬂmterphase =05 eV, and

ﬂflller =1 eV.

we have clnterphase

Amterphase ;Lflller
flller =10, epolymer

~polymer
”P y
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4.6, at the point where the chemical potential is at its maximum
value on the top boundary. Also, the minimum concentration is
reported exactly at the point we have the minimum chemical poten-
tial on the bottom boundary. Therefore, the difference in effective
conductivity in all these three situations is not a result of the differ-
ence in maximum and minimum value of concentration, but rather,

200

150

K
Ky

100

50

0 0.2 0.4 0.6 0.8 1
vy

Fig. 14 Normalized ionic conductivity with respect to the
volume fraction of the ellipticalfiller for different interphase exten-
sion factors (o) y " = yPolvmer _ , interphase;1 0 the initial concen-
tration is considered as zero (cfi'®r = 0) and for interphase and

interphase __ moI

polymer we have cj =cho¥™ — 50 —. The numerical
values are /linterphase = Ailller /lpolymer =4 nm,
flller =10, epolymer mterphase =3 ﬁpolymer ﬁmlerphase =05eV
- Ll . 9’
and ”polymer Aflller —_ 1 eV.
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(c)

(9

(e)

Fig. 15 Schematics of a square unit cell matrix with an embedded elliptical inclusion with inter-
phase thickness of t;,; =1 nm with different a/b: (a) 0.25, (b) 0.5, (c) 1, (d) 1.5, and (e) 3.5

it is due to the concentration distribution and the difference in ion
mobility of within each layer.

Since we now have insight into the filler volume fraction at which
the maximum ionic conductivity in a composite electrolyte is
achieved, we can examine the effect of inclusion size. To that
end, we assume a constant volume fraction of filler (vy=0.2) and
vary the radius of the inclusion from 1 nm to 14 nm for four differ-
ent interphase extension factors. Figure 13 illustrates the ionic con-
ductivity of the composite with respect to the radius of the
inclusion. For a given volume fraction, there is an optimal size
and thus our model correctly resolves experimental observations
that both an increase and decrease in ionic conductivity can occur
with addition of fillers—the tuning of volume fraction and size is
an important element to decide what behavior will be observed.
We remark that for large inclusion size, we approach the matrix
ionic conductivity (K/Ky=1).

1.7 T T ‘
16 B =0 -
——tnt —(,25
15 i 4
= =0.5
1.4 1
MjF13 ]
12
1.1./i—’4°/—4*’/i
1\’__———\—/_/,'
09 | . . . . I .
0.5 1 1.5 2 25 3 3.5 4

Fig. 16 Normalized ionic conductivity with respect to a/b for dif-
ferent interphase thickness from 0 to 2 nm which is normalized
by Debye length (1 =4 nm). The ionic conductivity is normalized
with the case of the =0 and a/b=0.2. The detailed numerical
values are adapted from Fig. 12 caption.
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We now turn to elliptical shaped fillers where a=1nm, b=
0.5 nm in Fig. 14. We note a similar trend as in Fig. 8.

Comparing Figs. 14 and 8, we see that the maximum for elliptical
fillers is higher compared to circular counterparts. This prompts a
closer examination of the role of ellipse aspect ratio. For that, we con-
sider a square unit cell matrix with fixed L=10nm and elliptical
inclusions with lengths a and b with interphase expansion factor of a.

Figure 15 illustrates five different case with different value of a/b
for t;,,=11n (a), (b), (¢), (d), and (e) which represent five cases in a
range of a/b from 0+ up to 4.

Figure 16 illustrates the normalized ionic conductivity of the
square unit cell matrix with an embedded elliptical filler with
respect to the ratio a/b of the elliptical filler for three different
values of a and otherwise the same boundary conditions. We can
conclude that as a/b increases, the effective ionic conductivity of
the composite is enhanced. Also, as the interphase thickness (z;,,)
increases, the effect of a/b becomes more pronounced.

6 Effect of Deformation on the Ionic Conductivity of an
Electrolyte

In the preceding sections, for simplicity and to facilitate insights,
we had neglected the coupling between elasticity and electro-
diffusion. In this section, for studying the effect of deformation
on ionic conductivity of an electrolyte, we consider the full time-
dependent fully coupled electro-elasto-chemical system of equa-
tions and also attempt to ascertain the impact of considering nonlin-
ear deformation. We consider the configuration in Fig. 17, where an
electrolyte is assumed to be stretched from two ends.

To study the effect of deformation on composite electrolytes, we
consider a multi-layered system as previously shown in Fig. 5.

- EIectmete -

Fig. 17 Schematic of a unit cell under a stretch of ¢
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Fig. 18 Normalized ionic conductivity versus average strain for
different interphase extension factors a. The dashed lines are the
case of small deformation and the solid lines are for the case of
elastically incompressible model. The ionic conductivity is nor-
malized with the case of the homogeneous system. The detailed
numerical values are adapted from Fig. 13 caption. Also, v;=1.8 x
1072 m3, =03, a,=10"°x[80,3,3] and Ey=[70,0.03,
0.03] GPa.

Figure 18 illustrates the normalized ionic conductivity of a multi-
layer composite electrolyte with respect to the applied strain for
two different extension factors. The dashed lines show the case for
small deformation while the solid lines are for the neo-Hookean elas-
tically incompressible model. Clearly, deformation can significantly
enhance ionic conductivity. The small deformation model predicts
a linear relation between ionic conductivity and strain—also reported
in experiments [33]. While there is a departure from this linear rela-
tion at large strains, the deviation is perhaps not that high. We would,
however, like to state that the polymer system examined in this work
is not too soft. For softer materials (like gels) nonlinear deformation
effects are likely to be more significant.

7 A Proposal for a Microstructure to Enhance Ionic
Conductivity: Columnar Dielectric Spacers

In this section, based on the insights at hand, we propose a novel
microstructure that simply involves the addition of columnar dielec-
tric spacer in parallel with the electrolyte—as shown in Fig. 19. The
key idea is that when we set columnar spacers parallel to the elec-
trolyte, the effective ionic resistance of the composite decreases to a
smaller value.

The governing equation for the electrostatics problem is as
follows:

“2V+ =2 in electrolyte
c+é=4 y (55)
V2E=0 in dielectrics
The interfacial condition across the electrolyte-dielectric inter-
faces should be

(N =0,

Physically, the interfacial conditions imply that there is no accu-
mulation of free charges at the interface, though the free charge
density (per unit volume) may be nonzero in the electrolyte.
Though the general solution to Eq. (55) and (56) may be compli-
cated, from linearity, we observe that the electric potential differ-
ence should depend on A¢ linearly:

[([eVE]]-n=0 (56)

Aé=o1A¢p + ap (57)
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Fig. 19 Schematic of a battery with an electrolyte and columnar
dielectric spacers
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Fig. 20 Normalized ionic conductivity with respect to the
volume fraction of dielectric. ydielectricy electrolyte ., g the initial
ionic concentration of the dielectric is considered as zero
(cgietectric — 0) while for electrolyte we have c§°*""'*® = 100 m9!

Figure 20 illustrates the normalized effective ionic conductivity
with respect to volume fraction of the columnar spacers. In this
model, the size of the electrolyte is constant and the size of the
dielectric increases from zero to a large number to ensure that the
range of volume fraction is from O to 1. The graph shows enhance-
ment in the ionic conductivity of the composite electrolyte by the
addition of dielectric columnar spacers, and more importantly,
increase in the size of the spacers further improves the enhancement
of ionic conductivity. We remark that for this microstructure, the
effective ionic conductivity can potentially increase by an order
of magnitude. The addition of the dielectric spacers in parallel
with the electrolyte also helps enhance the electric field in the elec-
trolyte which facilitates ionic conduction. The compelling feature
related to this microstructure is that it is very easy to fabricate.
However, we do caution that the significant enhancement does
appear to be at very high volume fractions which may not be
very practical.

8 Concluding Remarks

In this paper, we have presented a numerical implementation of
the governing equations that dictate the electro-chemo-mechanical
behavior of soft deformable solid electrolytes within an open-source
finite element package FEniCS. The implementation is validated
with known analytical solutions for some simplified cases. The
numerical implementation allows us to design complex microstruc-
tures for the enhancement of ionic conductivity of solid electrolytes.
Specifically, we were able to obtain insights into how the shape of
embedded particles can influence the overall ionic conductivity of a
composite electrolyte in addition to proposing a new type of micro-
structure to achieve this objective. A good future direction would be
the use of topology optimization tools (including machine learning)
to find optimal microstructures. With composite electrolytes, such
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as those discussed in this paper, durability of the
chemo-mechanical-electrical system under cyclic loading such as
discussed in other contexts also [56] is likely to become a significant
issue.
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