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Numerical Solution of Moving Phase Boundary and
Diffusion-Induced Stress of Sn Anode in the Lithium-Ion Battery

Chun-Hao Chen,” Eric Chason,” and Pradeep R. Guduru”

School of Engineering, Brown University, Providence, Rhode Island 02912, USA

We have previously observed a large transient stress in Sn film anodes at the beginning of the Sn-Li>Sns phase transformation.
To understand this behavior, we use numerical modeling to simulate the kinetics of the 1-D moving boundary and Li diffusion
in the Sn anodes. A mixture of diffusion-controlled and interface-controlled kinetics is found. The Li concentration in the LiySns
phase remains near a steady-state profile as the phase boundary propagates, whereas the Li diffusion in Sn is more complicated. Li
continuously diffuses into the Sn layer and produces a supersaturation; the Li can then diffuse toward the Sn/Li;Sns interface and
contribute to further phase transformation. The evolution of Li concentration in the Sn induces strain which involves rate-dependent
plasticity and elastic unloading, resulting in the complex stress evolution that is observed. In the long term, the measured stress is

dominated by the stress in the growing Li>Sns phase.
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Sn electrodes have a large theoretical capacity (994 mAh/g)! which
makes them a promising anode material for Li-ion batteries. However,
during lithiation/delithiation, Sn reacts with Li and forms multiple
lithiated phases at different states of charge. The large volumetric
changes (~300%) associated with the phase transformations induce
capacity loss through mechanical degradation, which provides moti-
vation for understanding the strain relaxation processes in the material.
In a previous publication,> we reported potentiostatic experiments of
the initial lithiation of Sn anodes in which the original Sn phase trans-
forms into the first lithiated phase Li,Sns. In-situ curvature measure-
ments of the thin film samples were performed during the lithiation
to monitor the stress and we observed a transient behavior in the ini-
tial stages of the phase transformation. The curvature measurement
(Fig. 1) shows that a high stress state occurs at the beginning of
the phase transformation which then rapidly decreases followed by
steady-state behavior. Understanding the origin of this transient be-
havior and its implication for rate-dependent plastic deformation in
the layer is the focus of this work.

Diffusion-induced stress has been studied previously in Li-ion bat-
tery research to understand mechanical failures of electrodes. Bower
and Guduru® performed a finite element model of diffusion and plas-
ticity in amorphous Si electrodes. Zhang et al.* studied graphite an-
odes with a layered structure. Christensen® presented a mathematical
model of the particles in porous lithium manganese oxide cathodes
and graphite-based anodes. These works primarily focused on the
stress distribution in a single phase region which has a concentration
gradient. In contrast, the transient behavior in the experiments that are
the subject of this work was observed at the beginning of the phase
transformation where the phase boundary propagated along with dif-
fusion in both the Sn and Li,Sns layers. The resulting concentration
profile and interface motion must be analyzed in terms of a moving
boundary problem, a classical problem in solid state diffusion. A class
of literature has been published on solving the moving boundary of the
heat transfer problem, so called Stephan problem.®’ In Li-ion battery
research, phase transformations in crystalline-Si® electrode and cath-
ode materials® have also been studied. Hulikal et al.'® have performed
phase-field modeling on phase transformation of Sn electrode.

The concentration in a moving boundary value problem does not
have a simple analytical solution. Therefore, in this work we have
performed a numerical solution to simulate the evolution of the phase
boundary and Li concentration in the Sn and Li,Sns layers during
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potentiostatic lithiation. At the same time, we use a model of diffusion-
induced stress with rate-dependent plasticity and elastic unloading to
analyze the corresponding curvature measurements.

Experimental

Electrochemical experiments on Sn thin-film electrode.—The ex-
periments were performed in a customized electrochemical half cell
(shown in Fig. 2) with 1.5 mm-thick (50.8 mm in diameter) lithium
metal foil used as both the reference and counter electrode and an
electroplated thin film of Sn as the working electrode. The electrolyte
was 1.2 M LiPFg in ethylene carbonate (EC):diethyl carbonate (DEC)
(1:2 by wt%) solvent. Sn films with thickness of 1.85 wm were elec-
troplated on a fused-silica substrates (thickness of 500 wm) with
evaporated Cu (50 nm) and Ti (25 nm) layers. Further details of the
sample fabrication have been described in the previous report.”> The
cells were built and operated in an Ar-filled glove box. In order to
distinguish the charge consumed by SEI formation and lithiation as
much as possible, the anodes were first processed to grow a SEI layer
at 0.8 V vs. Li/Li* for 20 hours before growth of the lithiated Sn
phase. After the SEI growth, potentiostatic lithiation was performed
at a selective potential (0.65 V) below the potential plateau of Li,Sns
(0.76 V') to activate the Sn-Li,Sns phase transformation. The poten-
tial was kept high enough to not activate the formation of other more
highly lithiated phases. The potentiostatic lithiation was performed
for approximately 100 hours. The measured current density evolution
is shown in Fig. 1a.

In-situ curvature measurement.—During the electrochemical
treatments, wafer curvature measurements using the Multi-Beam Op-
tical Stress Sensor (MOSS) technique (k-Space Associates) were per-
formed to determine the stress evolution. The setup (shown in Fig.
2) monitors an array of laser beams that are reflected from the back-
side of the substrate into a charge-coupled device (CCD) camera. The
curvature is determined by measuring the change in spacing between
the reflected beams. The measured curvature (I/R) is related to the
average film stress (o) by Stoney’s equation,

M2 1
O ="k

where hy and hg are the thicknesses of the film and the substrate,
respectively. My is the biaxial modulus of the substrate. The prod-
uct (o)h, is called the stress-thickness and can be obtained from
the curvature data using Eq. 1. As seen in the previous publication,
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the Sn/Li,Sns interface remains fairly planar during propagation, so
we consider the experiments as a 1-D problem with multiple layers.
Therefore, the measured stress-thickness is due to contributions from
each layer:

(2]

where the subscripts indicate the stress and thickness in the SEI, Sn
and Li,Sns layers. This analysis assumes that the layers can be treated
as uniform in thickness and state of stress in the lateral direction.

(oYhy = (oser)hser + (Osu) sy + (OLiysns ) Lizsns

Modeling and Calibration

To understand the transient behavior observed in the curvature
measurements, we developed a kinetic model to simulate the phase
evolution and utilized the experimental results to extract the relevant
kinetic and mechanical parameters. We assume that during potentio-
static lithiation, the Li concentration at the surface is established by
the applied potential and remains constant during the experiment. The
phase transformation is initiated by lowering the applied potential and
then proceeds in two stages. In the first stage, the Li,Sns phase nucle-
ates and grows near the surface of the anode, resulting in a continuous
layer. Subsequently, the Sn/Li,Sns phase boundary propagates in the
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Figure 2. Schematic of electrochemical half cell and in-situ curvature mea-
surement (MOSS).

anode as the Sn layer is continuously transformed into the Li,Sns
phase. In the following sections, we discuss a continuum model for
the Li concentration profile, layer stress and phase boundary propa-
gation in the two stages. The finite-difference method is used to solve
the model and the results are compared with the experimental results.

Kinetic model in the nucleation stage.—As the applied potential
is changed to a value below the threshold for the phase transformation,
a higher Li concentration is established at the surface that activates the
nucleation of the Li,Sns phase (§ phase). We assume the nucleation
happens in a thin region near the surface of the anode. In the nucleation
region (thickness of S,), the nuclei form and grow while some Li also
diffuses into the Sn (o phase). A schematic plot of the Li concentration
is shown in the inset of Fig. 3. The Li concentration at the Sn/Li,Sns
phase boundary in the Sn phase (x = §,) is assumed to remain at the
equilibrium concentration, Cg, i.e. the Li solubility in Sn phase. The
substrate is assumed to be impervious to Li.

The concentration of accumulated Li in the Sn phase during the
nucleation period can be obtained by solving a 1-D diffusion. The
governing equation and boundary conditions for the diffusion in Sn
are:
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Figure 3. Schematic plot and calculated Li concentration for the initial nu-
cleation stage of the numerical simulations.
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® Governing Equation
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L, is the original thickness of the Sn anode and D, is the Li diffusivity
in Sn. Normalized forms of the position § = x /L, time T = D,t/ Lo,
and concentration of Li 6 = (C, — Cy)/(C; — Cgf) are used in solv-
ing the equations, where C; is the initial Li concentration in Sn. Note
that 6 is defined such that it starts from a value of 1 and approaches 0
as C, reaches C;g The analytical solution of the concentration profile
is

sin(2n + D) mE  —enin??
e 4

> 4
G(E’T):Z(znﬁ)n 2 Bl

n=0

Eq. 5 provides the concentration profile of Li in Sn established
during a given nucleation time ¢,, and it is used in the second stage
of the numerical solution as the initial Li concentration profile in the
Sn phase. The evolution of Li concentration in Sn during nucleation
obtained by Eq. 5 is shown in Fig. 3. For the profile inside the nucle-
ation region, we assume the Li diffusion is fast so the concentration
at the phase boundary is at the equilibrium concentration C ég i.e. the
stoichiometric Li concentration of Li,Sns phase. Therefore, a linear
Li concentration profile is assumed with the surface concentration C;
and Cg at the phase boundary.

Kinetic model with a moving phase boundary.—When the nu-
cleation of the new phase is completed, the individual Li,Sns nuclei
coalesce to form a continuous layer at the surface of the anode. At
this point, we assume there is a stable Sn/Li,Sns phase boundary at
x = Sp. Subsequently, many of the Li atoms that enter the electrode
are consumed in advancing the phase boundary into the Sn layer by
the growth of the lithiated phase. However, if the boundary does not
move rapidly enough then there can be diffusion of excess Li into the
Sn phase. On the other hand, if there is excess Li in the Sn layer (i.e.
above the solubility limit) then it can also diffuse to the Sn/Li,Sns in-
terface and contribute to further Li,Sns phase growth. Therefore, the
kinetic model described here includes diffusion in both Sn and Li,Sns
layers and a moving phase boundary driven by fluxes of Li from both
directions. The governing equations and boundary conditions are:
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Figure 4. Schematic plot of (a) concentration profiles in kinetic model and
(b) corresponding numerical simulation framework of the moving boundary.

A schematic plot of the kinetic model is shown in Fig. 4. The range
of x is defined as 0 < x < L(¢), where x = 0, is the electrolyte/anode
interface and x = L(r) is the anode/substrate interface. Note that
L(z) is a function of time due to the volume expansion caused by the
phase transformation. The anode is divided into two regions by the
phase boundary; Sn (a phase) for x > S(¢) and Li,Sns (f phase) for
x < S(t). We assume the diffusion of Li atoms to be described by
Fick’s law as shown in governing Equations g1 and g2. D, and Dy are
the diffusion coefficients of Li in Sn and Li,Sns respectively, and are
assumed to be constant. The Stephan condition of the phase boundary
movement is shown in governing Equation g3. C3" and CJ~ denote
the Li concentrations at the Sn/Li,Sns phase boundary in Sn phase
and in Li,Sns phase respectively. dj(t’ ) is the velocity of the Sn/Li,Sns
phase boundary.

The boundary conditions given in bl-b4 are chosen to agree with
the experimental conditions. In our model, we neglect the effect of
SEI on the electrochemical processes at the electrolyte/anode inter-
face. We assume that a constant cell potential under potentiostatic
condition corresponds to a constant Li concentration Cg at x = 0. In
boundary condition (b2), we assume the substrate to be impervious
to Li, so the Li flux at the anode/substrate interface is set to zero.
At equilibrium, the chemical potentials on both sides of the interface
are the same, i.e. |/, = Wg’;;, and the corresponding equilibrium
concentrations are the Li solubility of the Sn phase ng and the sto-
ichiometric concentration of the Li,Sns phase ng. During the phase
boundary propagation, the actual chemical potentials on either side
of the phase boundary are expected to deviate from the equilibrium
values. In general, the chemical potential can be discontinuous across
a moving phase boundary, although it is often assumed that they are
equal in the literature.'? Here, we allow them to be discontinuous with
a drop of A across the interface.'?

AW = pp,ri — Wa,Li [6]

where [y, 1; and g z; are chemical potentials on Sn and Li,Sns sides
of the interface respectively. The chemical potential difference can be
represented as

Al =Wl + KT InypdChri — gl — kT InyodCori (7]
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where vy, and yg are activity coefficients and the logarithmic terms
include the deviations of the chemical potential from the equilibrium
values (3C,,1; = C3"—Cif and 8Cp 1; = C§~ —Cy?). The equilibrium
chemical potentials can be eliminated and by rearranging Eq. 7, the
remaining terms lead to

Yo Ap 3Cpi  Cp — Cpa
—exp\ )= = S+ eq *
' kT BCQVL,' Ca — Cag

(8]

According to the Li-Sn phase diagram,'* both the Sn and Li,Sns
phase have limited Li solubility, so we assume that the non-ideal
behavior of Li in both phase are similar and the ratio of activity
coefficients % is close to 1. In addition, the chemical potential drop

Ap at the interface is considered to be small by assuming the Li
diffusion across the interface is fast and the interface is negligibly
thin as used in the literature.'> Therefore, we assume the product
z—‘;exp(f—;‘) is approximated to be 1, and Eq. 8 leads to the boundary

condition (b3). The Li concentration in both layers are higher than the
equilibrium values, which means that only the diffusion of excess Li
atoms in Sn and Li,Sns are considered here.

The deviation from the equilibrium state induces a supersatura-
tion of Li at the phase boundary which is the driving force for the
phase boundary movement as represented in boundary condition (b4).
K is the reaction rate coefficient for the Sn-Li,Sns phase transfor-
mation, a measure of the mobility of the phase boundary. For larger
values of K, the phase boundary propagates more rapidly for a spe-
cific value of the supersaturation. If K — oo, the phase boundary
movement depends only on the diffusion in the layers, which is re-
ferred to as the diffusion-controlled case. In the limit where K — 0,
the phase boundary movement is determined by the reaction rate of
phase transformation at the interface, which is the interface-controlled
case. In intermediate situations, the kinetics are ‘mixed.” In the cur-
rent kinetic picture, with a finite value of K, the phase propagation
is determined by both diffusion in the phases and the reaction at the
interface.

Numerical solution of the moving boundary problem.—Moving
boundary problems have been solved by a variety of methods in the
literature.®!%22 Here, we use the finite-difference method with a so-
lution technique developed by Crank.?* This involves a front-tracking
method with a fixed grid that spans the entire simulated domain. The
grid spacing is allowed to be different in each phase to accommodate
volume expansion. The whole region is subdivided into M intervals.
The mesh size in the Sn region is Ax, = L,/M, and the mesh size
in the Li,Sns phase is Axg = r Ax,, where r is the volume expansion
ratio due to the phase change. r has a value of 1.22 for the Sn-Li,Sns
phase transformation. The finite difference grid used in the solution
is shown in Fig. 4.

The simulation of the moving boundary starts with the initial Li
concentration profile (Fig. 3) set to be the value calculated at the end
of the nucleation period. In the numerical calculation, for a given time
step j, the phase boundary S/ locates within the i+ interval, which
is between mesh points i and i+/. As the phase boundary propagate
across the grids, the i and i+ nodes will be updated accordingly.

By using the finite-difference method with the central difference
in space and the forward Euler method in time, the discretized form
of the diffusion equation seen in governing Equations gl and g2 can
be represented as

D, At
Ax}

cit' =cl+ (cli—2¢)+cl) [9]
where superscript j denotes the time step, subscripts n and k denote
the number of the mesh point and the phase (o or B) respectively.
At is the size of time step and Ax is the grid spacing. For most of
the nodal points, Eq. 9 can be used to calculate the Li concentra-
tion of a node in the next time step j4/ with the concentrations of
the nearby nodes in time step j. The exceptions are the nodes at the
electrolyte/anode interface, at the anode/substrate interface and the
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ones next to the moving phase boundary. For these nodes, the cal-
culations are discussed below. In addition, since the phase boundary
generally not located on a nodal point, the concentrations at the phase
boundary need to be obtained separately as well.

The surface concentration is assumed to be a constant during the
potentiostatic lithiation (boundary condition (bl)) so that Cy is a
constant. The concentration of the node at anode/substrate interface
is governed by boundary condition (b2). The condition is fulfilled by

applying Cy,_; = Cj,,,, so Eq. 9 is modified to be

. . 2DLAr :
+1 o
ci =c;4+A7x§(c,{4_1 —C,’W). [10]

The discretized boundary position at time step j is
S/ =(i+ P') Axg [11]

where P/ is a factor indicating the progression of phase boundary in
the present i+/ interval which has a value between 0 and 1. Since the
phase boundary is located between the i and i+/ nodes, the distances
between the phase boundary and the two nodes are shorter than the
grid spacings. Therefore, Lagrangian interpolation is performed to
calculate the concentrations next to the phase boundary, C; ' and
C i’:ll . The concentration at the i node in Li,Sns phase can be expressed
as

ct =0l +

2opAt (€L, cl
! Axé

Pi+1 Pi Pf(Pf+1)) 121

where C, ,f, is the Li concentration at the phase boundary in Li;Sns
phase. The concentration at the i+/ node in Sn phase is

citl — ¢ 2D.At Cpr Gl I Cl
i+1 i+1 Ax§ (I—Pj)(2—Pj) 1—Pi 2 — Pi
. [13]
where C;, is the Li concentration at the phase boundary in Sn phase.
Following the same approach, Lagrangian interpolation is used to
obtain the fluxes at the phase boundary, and the governing Equation
g3 is represented as

1 (Picl, (PP +1)c] (2P/+1)C

Pi+1 Pi Pi(Pi+1)

[ 1 ( 2P/ =3)Cj, . 2-pP)cl, (1- Pf)c,.f'”)}

Ax \(1 - PJ)(2 - PJ) 1—Pi 2— pi

i
_ Axg <C;,+ Cb*) (PjH _ Pj) . [14]
At

As seen in boundary condition (b3), the concentrations across the
phase boundary are related as

cl.=cy+(cl —c). [15]
Therefore, the term (C [{+ -C Z,) in Eq. 14 can be simplified to a
constant (Cgg — Cg). In addition, by combing the boundary condition

(b4) and Eq. 11, the position of the phase boundary in the next time
step, P/*!, is represented as

_ A :
Jj+l _ pj i eq
PIN =PIt oK (ci- cm) : [16]

Substituting Egs. 15 and 16 back into Eq. 14, and rearranging the
terms leads to a representation of C ;]’, as
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Ci’/’ = D, (2P/-3) D (2Pi+1) (17]
o - B eq eq
Axq [(1713/)(2713/)] T Ay |:PJ(P/+1):| +K (Caﬁ - Cﬁﬂt)

It is seen that the terms in Eq. 17 are all in the same time step.
It can be used to solve the concentration at the phase boundary C ,f,
that can fulfill boundary condition at the interface with the other
determined concentrations at the nearby nodes, i.e. i-1, i, i+/ and
i-+2 nodes. Therefore, Eq. 17 can be used to calculate C éf "if all the
concentration at the nodes near the new position of the phase boundary
in the next step j+/ are known.

When P/*! < 1, the new phase boundary is still located in the
current interval. A complete concentration profile can be obtain by
applying Eqgs. 9, 10, 12, 13, 17 and 15 sequentially.

On the other hand, if P/*! > 1, the phase boundary will move into
the next interval in the next time step j+/, and the i and i+/ nodes
have to be re-defined, i.e. i/*! = i/ + 1. In this case, the concentration
at the regular nodes can still be calculated by Eq. 9. However, the Egs.
12 and 13 need to be modified to account for the migration of the
phase boundary into the next grid interval. The concentration at nodes
i and i+ are updated by Lagrangian interpolation according to

_pitl

JH_ J+l J+l j+1
T2 P TIR  paL T (24 P (1P

[18]

cit' = 2 j+1 2-2p/"! J+l P —1 J+l
T (Pit1=2) (Pit1=3) MY 2 — Pl TR T 3 pykl T

. [19]
which are substituted in Eq. 17. A new form of C [ff 'can be obtained

Jj+1
c/

i j+1 i j+1 j+1 eq _ ~eq
by | tlency @it b, | P+ -3)(cid

results, the reaction rate is controlled by the value of k. Increasing k
changes the behavior of the phase boundary from interface-controlled
to diffusion-controlled and the evolution of the $ phase thickness
changes from linear to parabolic with time. For large values of k the
numerical solution approaches the analytical result since the diffusion-
controlled case corresponds to the limit of large reaction rate.

Calibration of numerical solution.—In the previous publication,’
we discussed a characteristic current density profile (inset of Fig. 1a)
at the beginning of potentiostatic lithiation and considered that feature
to be due to the nucleation of the new phase. When the potential is
changed to 0.65 V, a large current density appears, then decreases
quickly followed by a gradual increase. The re-increase in current
density is related to the nucleation of the Li,Sns phase at the surface.
Once the nuclei of Li,Sns grow and form a continuous layer, the
phase boundary initiates and the current density starts to decay. The
elapsed time between the moment of potential change and the starting
of the exponential decay is considered as the nucleation time, which
was found to be approximately 1400 s in the experiment. The initial
thickness of the lithiated phase S, was estimated from the charge input
during the nucleation time to be approximately 35 nm. According to
the Li-Sn phase diagram, Li has very small solubility in Sn, below what
can be measured reliably. However, the model requires the solubility
as a parameter. The Li solubility in Sn phase C ig is assumed to be

5.0 x 107> mol/nm® (~0.01 Li atom per each Sn atom). The value
has been used as one of the fitting parameters to get good agreement

2(csp—cha) G-prc (P

and represented as
Pitl ) - PitlL]

Axg ] T Axg |: (1—Pj+T)(2—pJ+T) +

(1=

i+2
pj+l)(3,pj+l) 2—_pi+l 3_pi+l

] + KCgi (Cop — Cga)

(2pi+1-3)
(1—pith(2—pPi+T)

Dy
Axg

Dy
By

[
|

Lastly, the P factor is updated as P/+'" = P/*! — 1 in Eq. 18 and
Eq. 19 to get Cl-j *and Ci’fl' and complete the concentration profile in
the new time step j+1.

To validate this model, we compare the phase boundary evolution
obtained by the numerical solution with an analytical solution of a
semi-infinite film.>* The analytical solution is solved for diffusion-
controlled case and the thickness of the  phase SA4"*"" is represented

B RBI
QPRP! 4 11 gO‘Q"‘R"‘j| (D)
i

as
Analyt Rﬁz v
SAnalyt P
(P55) -3
(21]

where Q and R are combinations of material constants. The details
of the analytical solution are provided in Appendix A. As mentioned
above, the phase propagation in the kinetic model is controlled by both
diffusion and reaction happening at the phase boundary. Simulation
results for the thickness of the p phase for several values of k and
the analytical solution for diffusion-controlled growth are shown in
Fig. 5. k is the normalized reaction rate coefficient and is represented
as

2
+ (17Pj+])(3,pj+l):| -

_ Dp

(ngtx] - CZE) Lo'

In order to compare with the semi-infinite analytical solution,
we consider a system with a large value of thickness of o phase
(9.25 pwm) compared to the thickness of the f phase (< 150 nm). Note
that the numerical solution starts with a finite thickness of the f phase
equal to 40 nm as seen in Fig. 5. The values of parameters used in
the calculations in Fig. 5 are presented in Table Al. In the simulation

K
K = — where K,
o

(22]
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PIFI(Pi+11) -

eq
_ Cﬁa

[

+K (C;g )

2
p/+1(pj+1+2)]

between the model and the experiments. These values are used in Eq.
5 to obtain the initial Li concentration profile.

A supporting experiment to show the effect of the nucleation period
for the Li,Sns phase is shown in Fig. 6. First, the potential was held at
0.8 V for 20 hours to form the SEI before activating Sn-Li, Sns phase
transformation. Subsequently, the potential was changed to 0.65 V for

1404 —— diffusion-controlled analytical sol.
—_ «=5000
€ 1201 k=500
£ ] =250
[ =
@ 100 4 K:1 00
£ k=50
o
w80
S
5 j
3 60
] j
£
S 404
= i
F 204
0 T T T
0 5000 10000 15000 20000
Time (s)

Figure 5. Comparison of the analytical solution for the semi-infinite diffusion-
controlled case and numerical solutions for a 9.25 pm film with different values
of normalized reaction rate coefficient k.


http://ecsdl.org/site/terms_use

Journal of The Electrochemical Society, 164 (11) E3661-E3670 (2017)

) 2
[
(o)}

100 - delithiation

N o o o o

-100 -
-150
-200 |
5501 lithiation ™~
-300

I A T L B L L L LA N L — —
time at 0.65 | 101201 30i 40 i 50 i 60 i 75 i 90 i 105 i 120 j 180
min.min; min: min min min min min min min min

Current Density (;,lAIcm2

Figure 6. Experimental results underlying estimate of

3.0 A nucleation time for Sn-Lip Sns phase transformation.
9 1 OCP
5 X ctifical tine ¢_
2.0 -
1.5+
ocp oCP

] 0.8V JJ \

0.5- 0.65V-~"

LN IS [N L LN Y N LN B LN VA A B FAR N

0 15 20 25 30 35 40 45 50 55 60 65 70
Time (hour)

Potential v.s. Li/Li* (V)

LN B AL B
75 80 85 90 95 100

different intervals of time and then raised to 0.8 V, followed by an transition to the nucleation of the Li,Sns phase from a supersaturated
open circuit potential (OCP) measurement to obtain the equilibrium solid solution state. In this experiment, we found the critical time ¢, to
surface potential. The cycle (0.65 V-0.8 V-OCP) was repeated with be approximately 120 minutes. Although the critical time ¢, obtained
increasing lengths of elapsed time ¢ at 0.65 V. When the potential is from this experiment is not the same as seen in Fig. 1a, the difference
held at 0.65 V, the sample lithiates as seen from the current density in the experimental procedures (i.e. additional delithiation and OCP in
profile (Fig. 6). The most significant observation in this experiment, the supporting experiment) possibly account for the discrepancy. The
as shown in Fig. 6, is that for a hold time ¢ less than a critical time main conclusion from this supporting experiment is established that
¢., the OCP evolves to around 2.7 V, which is corresponding to the there is a finite nucleation time to begin formation of Li,Sns phase.

Sn phase, whereas for ¢ greater than ¢, it evolves to a value below 1 The kinetic parameters (D,, Dg and K) are determined by using
V. During subsequent cycles, the OCP evolves to 0.76 V, which is the non-linear least square fitting to minimize the difference between the
equilibrium potential of Li,Sns phase. Note that this transition in the calculated Li flux and the measured current density. The resulting fit
open circuit potential response takes place abruptly. We attribute this is shown in Fig. la. The C; value was determined experimentally

by performing a potentiostatic intermittent titration technique (PITT)
experiment on a fully transformed Li,Sns layer; details are provided
in the previous publication.? The parameters used in the simulation are

Table I. Parameter values used in calibrations. provided in Table I, and the results of fitting parameters are presented
in Table II.

Initial thickness of anode, L, 1850 nm Evolution of the simulated concentration profiles at different times

Number of node point, M 200 are shown in Fig. 7. The sharp discontinuity in the concentration

Grid spacing of Sn phase, Axqy 9.25 nm profiles indicates the evolving phase boundary position. The local Li

Grid spacing of Li>Sns phase, Axg 11.285 nm concentration near the phase boundary in Li,Sns and Sn phases are

Volume expansion ratio of Sn-LizSns 1.22 shown in Figs. 8a and 8b respectively. The Li concentration in both

phase tr?“SfO”“aFiO“; ro phases are higher than the equilibrium concentrations. It is seen that

Size of time step in simulation, A 0.072s the concentrations at the phase boundary approach to the equilibrium

Nucleation time of Sn-Li; Sns phase 1400 concentrations with progression of the phase boundary. Since the

transformation, ¢,

Thickness of nucleation region, S, 35 nm

Initial Li concentration in Sn phase, C; 0 mol/nm? " - -

Stoichiometric Li concentration of 2.0590 x 10~23 mol/nm? Table II. Material parameters obtained by fitting.

Li>Sns phase

(Equilibrium Li concentration in Li;Sns (i.e. 0.4 Li atom per Sn atom) Li solubility of Sn phase 5.0 x 1072 mol/nm?

phase, CEZ) (Equilibrium Li concentration in Sn (i.e. ~0.01 Li atom per Sn atom)

Surface Li concentration in LipSns 2.0826 x 10723 mol/nm® phase, C;g)

phase, Cs Li diffusivity in Sn phase, Dy 1.7 x 10712 cm?/s

Biaxial modulus of fused-silica, M 86.4 GPa Li diffusivity in Li;Sns phase, Dg 1.4 x 10712 cm?/s

Biaxial modulus of Sn, Mg, 76.9 GPa Reaction coefficient of Sn-Li,Sns 5.6 x 1079 cm*/mol s

Thickness of fused-silica substrate, A 500 pm phase transformation, K

Nominal yield stress of Sn, o, —20 MPa Strain rate exponent, m 1.46

Low strain-rate yield stress of Li>Sns, —29 MPa Strain rate coefficient, &, 1.0 x 1077

OLiySns Volume expansion of Sn phase due to  9.47 x 1020 nm3/mol

Stress-thickness of SEI, osgihsgs 8.8 MPa-um Li insertion, n
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Figure 7. The calculated evolution of phase boundary and Li concentration
profile in a Sn film with original thickness of 1.85 pum.

phase boundary velocity is determined by the supersaturation of Li
at the phase boundary in Li,Sns phase (boundary condition b4), the
decrease of the supersaturation leads to the slowing down of the phase
boundary. Fig. 8a shows that the progression of the phase boundary
position in each 10 hour interval becomes smaller for longer times of
lithiation. In addition, Fig. 9 shows the comparison of the simulated
thickness of Li,Sns and estimated values by considering the total
charge accumulated at 0.65 V. An arrow in Fig. 9 indicates the starting
point of the calculation. A good agreement is found indicating the
simulation results for the phase boundary position is reasonable. It is
seen that the growth of the Li,Sns phase is in a mixture of diffusion-
controlled and interface-controlled kinetics.

Since the two concentrations at the phase boundary are coupled
as seen in boundary condition (b3), a decrease in the supersaturation
at the phase boundary in the Li,Sns phase leads to a decrease in the
concentration on the other side of the interface as well. However, a
more complicated evolution of the Li concentration in the Sn phase is
seen in Fig. 8b. Since the Sn phase does not reach saturation during
the nucleation period (the initial profile in Sn (Fig. 3) is not uniform),
the high Li concentration at the phase boundary keeps driving Li into
the Sn phase while the boundary moves forward, as seen in the con-
centration profiles in the Sn layer at 3 and 5 hours. The concentration
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1 1 1
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208.0

207.0

mollnm3)

206.0 Li,Sn,

-25

5.5

Li Concentration (10

L . e R

L T T e T
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Figure 8. The calculated evolution of Li concentration profile near the phase
boundary. (a) in LipSns phase; (b) in Sn phase.
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in the Sn phase reaches saturation around 10 hours after the poten-
tial was lowered to 0.65 V. Subsequently, the concentration in the Sn
layer starts to decrease to relax the excess Li above the Li solubility
by diffusing toward the phase boundary and contributing to the phase
transformation (which we refer to as flux reversal). As discussed be-
low, the evolution of Li in the Sn induces a stress which causes the
transient behavior observed in the curvature measurement.

Mechanism of stress evolution in Sn during lithiation.—The nu-
merical solution provides a model for both the phase propagation and
the Li concentration profile in the layers. Here we utilize these results
to understand the evolution of the Li-induced stress distribution in the
anode. As seen in the Fig. 8a, the concentration profile in the Li,Sns
phase remains fairly linear during the interface propagation. There-
fore, we assume the stress in the Li,Sns region remains at a constant
low strain-rate yield stress. For the Sn phase, in previous work,” we
reported that the Sn layer reaches the state of yield during the SEI
formation period at 0.8 V before initiating Sn-Li,Sns phase transfor-
mation. As the concentration in the Sn layer evolves (Fig. 8b), two
types of stress mechanisms are considered. First, as Li is driven into
the Sn film, the rate-dependent stress is related to the strain rate of
the Sn film. Here, we consider the film as an isotropic layer bonded
to a rigid substrate, so the total strain rate in the lateral direction is
constrained as

E=&+e+éf =0 [23]

where ¢ is the composition induced strain rate; € is the elastic strain
rate, and &” is the plastic strain rate.
For an isotropic continuum, the in-plane composition strain rate ¢¢
can be related to the volumetric strain rate €, as
oo e e [24]
&= —g, ==
37 =3
where 7 is the volume expansion of Sn due to Li insertion and C is
the rate of Li concentration change.
Under the thin film configuration, the in-plane elastic strain rate
can be represented as

.o 6Sn 1 dOSn
g = = —_——

M Sn M Sn dt
where Mg, is the biaxial modulus of Sn. In the stress measurement
(Fig. 1b), the stress-thickness of the micron-level Sn film indicates

the stress is in the MPa range, whereas the biaxial modulus of Sn is in
the GPa range. In addition, the change of stress in the measurement

[25]
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Figure 9. Comparison of the calculated thickness of Li;Sns phase and the
estimation from the charge data. The arrow indicates the starting thickness of
LirSnjs in finite-difference calculation.
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happens in several hours. Therefore, we assume ¢ is negligible in this
case.
For the plastic strain rate, we assume it can be described by

viscoplasticity? as
e [\ 38
Eij =&, |:<07,,> - l:| EOT [26]

where ¢, is the strain rate constant; m is the strain rate exponent; o, is
the nominal yield stress and it is assumed to be a constant. S;; is the

deviatoric stress and o, is the von Mises stress: 0, = ,/ %Sl- ;Sij. Inthe
thin film case, the components of deviatoric stress are: S;; = Sy =
os,/3 and S33 = —205, /3, and o, = |og,|. These results lead to the
in-plane plastic strain rate as

. p . p .p éo |0Sn| "
= = = — —1]. 27
¢ 11 2 [( O, ) ] 271

Since the ¢ is assumed to be negligible, by substituting £°, ¢¥ and
applying Eq. 23, the rate-dependent stress in the Sn film is represented
as

2n . 0
Osp = 0,y 7C + 1 . [28]
3¢,

When the rate of the concentration change C is large and positive,
the associated volume expansion leads to a large strain rate and thus
a large transient stress as seen in Fig. 1b. Further discussion of the
rate-dependent stress and the effect of the parameters in Eq. 28 on the
stress evolution is provided in Appendix B.

There is also a second mechanism that can contribute to the tran-
sient stress response. When the phase boundary nucleates and begins
to propagate, the Li flux in the supersaturated Sn phase can reverse its
direction and flow toward the phase boundary. Such a reversal leads
to elastic unloading of the Sn phase due to a decrease in volume. The
relaxation of the transient stress response would be due to a combina-
tion of decreasing rate of concentration change and elastic unloading.
The stress state of the elastic unloading can be described as

o5y = 0 — BACY [29]

ul

where B = nMjy, for the thin film geometry. oY, is the local stress
in Sn right before elastic unloading; it is a function of position x
and its magnitude is given by Eq. 28. AC" is the local decrease of
concentration during elastic unloading. This mechanism causes the
stress in Sn to be reduced from the stress produced by the plastic
deformation. Note that the two mechanisms may happen at different
positions in the Sn phase at the same time, e.g. elastic unloading can
start happening in a region near the phase boundary while the interior
of the layer remains at the state of yield.

Fig. 10 shows a schematic plot to demonstrate the correlation be-
tween the evolution of Li concentration and the corresponding stress
for the 2-phase system being investigated here. In Fig. 10a, two cal-
culated Li concentration profiles (at time step ¢ and its preceding time
step 7-1) are presented. It is seen that as the phase boundary propa-
gates from S(t-1) to S(t), the Li concentrations in the Sn phase at the
phase boundary decreases (which is also seen in Figs. 7 and 8b). Such
evolution leads to the two overlapping concentration profiles in the Sn
phase shown in the figure. The point where the two profiles have the
same concentration is labeled as “flux-reversal boundary” in Fig. 10a;
the directions of the Li flux on either side of it are in opposite direc-
tions as shown by the arrows in light blue. Depending on the direction
of Li flux (i.e. the sign of C), the corresponding stress in Sn at time ¢
(Fig. 10b) can be determined using the mechanisms discussed above.
As mentioned earlier, the concentration profile in the Li,Sns phase
is linear and the stress is assumed to be at a constant low strain-rate
yield stress o;;,s,5. For the Sn phase region beyond the flux-reversal
boundary, the Li concentration increases from time #-1 to time 7 (i.e.
C > 0), and the higher stress state is due to the rate-dependent plastic-
ity (i.e. viscoplasticity) associated with the strain rate induced by the
increasing Li concentration (Eq. 28). For the Sn phase region close
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Figure 10. Schematic plot of (a) Li concentration profiles at time t and t-1
showing the flux-reversal boundary induced by the phase boundary propaga-
tion; (b) the stress distribution at time t corresponding to the evolution in (a)
and the preceding stress distribution at time t-1.

to the phase boundary, the Li concentration decreases from time #-/
to time ¢ (i.e. C < 0), in which the stress decreases from its rate-
dependent stress (elastic unloading, Eq. 29) due to the reversed Li
flux from Sn to the phase boundary. Similarly, the stress distribution
at time #-/ shown in Fig. 10b (or other time steps) can be obtained
from the corresponding Li concentration profiles at the preceding
times.

Calculation of stress evolution in Sn.—In the numerical solution,
the rate of concentration change at each nodal point n in a given
time step can be calculated from the concentrations in that and the
preceding time steps, which can be expressed as

cr-c
At

For nodal points that have positive sign C,{“, the states of stress
are determined by Eq. 28. In contrast, if the sign is negative, the
stress is determined by Eq. 29. Sequentially, an integral of stress with
thickness is performed to have the stress-thickness value that can be
used to compare with the measured values in the experiment.

In the previous work,? we reported that the low strain-rate yield
stress of Li,Sns is around —29 MPa. We also observed the tensile
contribution with a value of 8.8 MPa-jum from the SEI at the anode
surface. Here, we use the information obtained previously from the
steady state and the diffusion profile by numerical solution to analyze
the transient state. The elastic modulus and Poisson’s ratio of Sn
reported by Stournara et al.?® and the material parameters applied in
the calibration are shown in Table I.

The calculated stress distribution in the anode is shown in Fig.
11 for different times indicated on the figure. The regions where the
different stress mechanisms activate are distinguished by the arrows
labeled “flux-reversal boundary” in each stress profile. As discussed
above, the stress in the regions of Sn far away from the phase boundary
(distances greater than indicated by the arrows) is at a higher stress
state governed by viscoplasticity (Eq. 28). Near the phase boundary
(distances less than the arrows), the stress decreases from its rate-
dependent stress as described by elastic unloading (Eq. 29). The inte-
grated stress-thickness of the entire anode is used to fit the model to
the values measured by wafer curvature and calibrate the mechanical
parameters used in Egs. 28 and 29. The fitting result is shown in Fig.
1b, in which the solid line corresponds to experimental data and the

Cit = [30]
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Figure 11. The calculated evolution of stress distribution in Sn film with
original thickness of 1.85 pm.

dash line corresponds to the simulation result. The points marked by
arrows correspond to the concentration profile in Fig. 7 and Fig. 8 and
the stress profile in Fig. 11 at the corresponding times. The results of
calibrated parameters are presented in Table II.

According to the results in Figs. 1b and 11, the stress in Sn induced
by Li diffusion leads to a stress state above the nominal yield stress
at the beginning of the phase transformation. At this stage, the con-
tribution to the stress-thickness from the Li,Sns phase is smaller than
the Sn phase since the majority of the anode remains in the Sn phase.
Therefore, the high stress-thickness in the transient behavior is mostly
the result of rate-dependent stress in Sn. Subsequently, as the excess
Li concentration in the Sn layer approaches saturation, the decrease
in the rate of concentration change relaxes the high stress state in Sn
(1-5 hours at region greater than the flux reversal boundary in Fig.
11), so that the high stress-thickness value of the anode is eased. The
decrease in the excess Li concentration leads to a lower stress state in
Sn by elastic unloading (the entire Sn region beyond 10 hour in Fig.
11). A balance between the high stress in Li,Sns and the lower stress
in Sn leads to the fairly constant value of stress-thickness between 10
and 30 hours (Fig. 1b). As the Sn/Li,Sns phase boundary propagates
in Sn, the stress-thickness reaches a steady rate of increase as the
contribution from Li,Sns phase becomes dominant and the stress in
Sn reaches a steady state value.

Conclusions

In this paper, we studied the large transient stress observed at the
beginning of the Sn-Li,Sns phase transformation. We performed a nu-
merical simulation to solve the 1-D moving boundary problem of the
Li,Sns phase growing into the parent Sn phase during potentiostatic
lithiation. Using the calculated Li concentration profiles, we proposed
mechanisms for the observed stress evolution in Sn. The kinetic and
mechanical parameters were calibrated with the experimental mea-
surements. The main conclusions of this study are:

® The results of the phase kinetic modeling indicates that the Li
diffusivity in Sn and Li,Sns are approximately 10~'2 cm?/s, and the
reaction rate coefficient is approximately 5 x 10~ cm*/mol s. The
results obtained by the numerical solution are consistent with the
values found in the previous steady-state analysis.

® The high value of stress-thickness of the transient behavior at
the beginning of Sn-Li,Sns phase transformation is induced by rate-
dependent plasticity associated with the excess Li diffusion in Sn
layer.

E3669

® As the phase boundary propagates, the flux of Li diffusion de-
creases and the relaxation of the excess Li concentration leads to a
lower state of stress in Sn by elastic unloading. The balance between
the region of elastic unloading and the growing new phase result in
a period of approximate constant stress-thickness. Subsequently, it
begins to increase at a steady rate as the new phase continues to grow.

The modeling and analysis method developed here may can be
extended to other material systems to study phase transformation
problems and future research on the failure mechanisms of the battery
electrodes.
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Appendix A

The analytical solution of the diffusion-controlled case of a semi-infinite film is
provided by R. F. Sekerka and S.-L. Wang in a chapter of a book Lectures of the Theory
of Phase Transformations by H. Aaronson.>* The solution was developed from the typical
form of error function for the infinite spatial domain. To modify the solution for semi-
infinite case, the surface is treated as another interface. Therefore, in this analytical
solution, there are two moving interfaces. One is phase boundary &; between a and f
phases; another is the surface &,. The difference between &; and &, is the thickness of the
new P phase that forms.

ot eRN 11 [Dy o
EI_EZ—[(f) _Eﬁ FgQR V4Dgt [A1]

where Q and R are combinations of material constants as shown below:

V43 Be i
8 Be _ B % (c - i)
Ra:C% —CgO; = Cg _CB: o B s:
o O ’ o af ’ Y7
ch— ¢y che—c 1-vhch
P S VACY + VpCy ey -yl
via© vhA che _ o

Eq. Al is the form we used for calculating the analytical solution and to use in
comparison with the numerical solution. In the case discussed in this paper, a phase is

Table Al. Parameters used in the simulation in Fig. 5.

Assigned Li diffusivity in Sn phase,
Dy 3 x 10713 cm?/s
Assigned Li diffusivity in LipSns 4 % 10713 cm?/s
phase, Dg

Li concentration at the surface in
Li;Sns phase, C%E

Li concentration at the interface in
Li;Sns phase, C%u

Li concentration at the interface in Sn
phase, Cgﬁ

Li concentration at infinity in Sn
phase, C3>

Sn concentration at the interface in
Li;Sns phase, Cgu

Sn concentration at the interface in
Sn phase, Ciﬂ

Partial molar volume of Sn in Sn

2.0826 x 1072 mol/nm?
2.0590 x 1072 mol/nm>*
5.0 x 1072 mol/nm?

0 mol/nm?

5.1475 x 1072 mol/nm>*
6.1410 x 10~2 mol/nm>*

1.63 x 10?2 nm3/mol*

phase, V§
Partial molar volume of Sn in Li;Sns 1.67 x 10?2 nm3/mol*
phase, Vf
Partial molar volume of Li in Li>Sns 7.92 x 10?' nm?/mol*
phase, Vg

*Values calculated with the theoretical densities reported in Ref. 11.
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. B where 'i is the normalized time, and X is total length of time t; w is the slope of ﬁ and
C L ’ , i.e. the second derivative with respect to time. The slope w depends on the experiment
C \‘ l condltlon and may alter during the expenment Fig. Bla shows an example of versus
max N /

b / + with a constant slope w, in which ﬁ is assumed to start increasing ]mear]y to 1 as
- slope = © slope = -0 '

the normalized time ; reaches 0.5, and then decrease linearly (note that w = 2 in Fig.

0 Bla). Eq. B2 can used to describe the first segment of T in Fig. Bla, where the slope
1 N 1 N 1  is positive, and the rate-dependent stress shown in Eq. B1 can be normalized as

(b) m=1.5 o (m
: — EE
—m=3.0

0Cpax e +1) . B3
X + ) [B3]

It is seen that the magnitude of depends on the values of m and 7<1>C,,m The
strain rate exponent, the volume expanslon associated with Li insertion 1 and the strain
rate constant ¢, are material properties, whereas the product wC,,,L,X is related to the Li
diffusivity in the material, and can vary with experimental conditions. A similar expression
for the decreasing portion of Fig. Bla, which is not shown for brevity.

1 To illustrate the influence of the parameters m and - B wC,,mx on the normalized rate-
| X | X L dependent stress, Figs. B1b and Blc show calculations of > for different values of m

and aow[,x, respectively, with the values indicated in lhe ﬁgures. It can be seen that

C

[ (c) WGV, N 4 .
when & — Is positive and large it leads to a high rate-dependent stress. In contrast, when

z C_is pmmve but small, > approaches 1 as the rate-dependent stress approaches the

max

nommal yield stress. As shown in Fig. B1b, for smaller values of m, == is more sensitive

to ﬁ and results in a larger magnitude of = " The parameters - P and @Coax influence
‘max .

stress evolution through the non-dimensional group %(DC,,W, which is illustrated in Fig.

Blc. Higher volume expansion coefficient 1 and higher lithiation rate wCq, lead to
higher stress as expected.
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