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In an electrochemical cell, crystalline silicon and lithium react at room temperature, forming an amorphous phase of lithiated silicon.
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averted if the particle is small and the yield strength of lithiated silicon is low. Furthermore, we show that the model accounts for
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Lithium-ion batteries dominate the market of power sources for
wireless electronics, and are being implemented in electric vehicles.'+?
Intense efforts are dedicated to developing next-generation lithium-
ion batteries with high energy density, long cycle life, and safe
operation.* Silicon can host a large amount of lithium, making it
one of the most promising materials for anodes.’ Lithiation of silicon,
however, causes large volumetric expansion and mechanical stress,
often leading to the shedding of active materials and rapid decay of
capacity.® This mode of failure can be mitigated in nanostructured sil-
icon anodes. Examples include nanowires,’ thin films,® nanoporous
structures,” hollow nano-particles,'® and carbon-silicon composites.'!
Specifically, recent experiments and theories show that nanostructured
silicon may avert fracture when the lithiation-induced expansion is
accommodated by plasticity.'> ~'® To develop such nanostructured an-
odes, it is urgent to understand lithiation-induced stress, deformation,
and fracture.

Nanostructured electrodes of silicon are often fabricated with
crystalline silicon. In an electrochemical cell, crystalline silicon and
lithium react at room temperature, forming an amorphous phase of
lithiated silicon [Fig. 1].”'°-23 The reaction front is atomically sharp—
the phase boundary between the crystalline silicon and the lithiated
silicon has a thickness of ~1 nm.>* Evidence has accumulated recently
that, in the nanostructured electrodes, the velocity of the reaction front
is not limited by the diffusion of lithium through the amorphous phase,
but by the reaction of lithium and silicon at the front. For example, it
has been observed that under a constant voltage the displacement of
the reaction front is linear in time.>> This observation indicates that
the rate of lithiation is limited by short-range processes at the reaction
front, such as breaking and forming atomic bonds.

That the reaction is the rate-limiting step is perhaps most dramat-
ically demonstrated by lithiated silicon of anisotropic morphologies.
Recent experiments have shown that lithiated silicon grows preferen-
tially in a direction perpendicular to the (110) planes of crystalline
silicon.?>=%" It has been suggested that the anisotropic morphologies
are due to the difference in diffusivities along various crystalline ori-
entations of silicon. However, it is well established that the tensor of
diffusivity of a species in a cubic crystal is isotropic.?® We propose
that the observed anisotropic morphologies are due to the variation
in the short-range atomic processes at the reaction fronts in different
crystallographic orientations.
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We further note that, to accommodate the large volumetric expan-
sion associated with the phase transition, the lithiated silicon must
deform plastically. It is instructive to compare a flat reaction front
with a curved one. When the reaction front is flat [Fig. 2a], the large
volumetric expansion associated with the reaction is accommodated
by elongating the lithiated silicon in the direction normal to the re-
action front, while maintaining the geometric compatibility between
the two phases in the directions tangential to the reaction front. As
the reaction front advances, freshly lithiated silicon is added at the
front, and previously lithiated silicon recedes by rigid-body transla-
tion, with no deformation. The biaxial stresses in the lithiated silicon
remain at the compressive yield strength. When the reaction front is
flat, reaction and plasticity are concurrent and co-locate—right at the
reaction front. Indeed, the two processes may not be differentiated
without ambiguity.

When the reaction front is curved, the crystalline silicon and the
lithiated silicon form a core-shell structure [Fig. 2b]. As the reaction
front advances, freshly lithiated silicon is added at the front, previously
lithiated silicon recedes, and the shell enlarges. An element of lithiated
silicon at the curved front initially undergoes compressive plastic
deformation in the hoop directions. Upon subsequent lithiation of the
core, the element is pushed away from the front, unloads elastically,
and then deforms plastically in fension in the hoop directions. This
process results in tensile hoop stress at the surface of the particle,
possibly causing fracture. When the reaction front is curved, reaction
and plasticity are concurrent, but can occur at different places. There
is no ambiguity in differentiating processes at the reaction front and
plastic deformation inside the lithiated silicon.

We present a model of concurrent reaction and plasticity. Existing
analyzes of lithiation-induced deformation and fracture have assumed
diffusion-limited lithiation.!31"-2°-3¢ Liu et. al. described a two-phase
model with diffusivities dependence on local lithium concentration,
giving an evolving core-shell structure with a sharp interface separat-
ing Li-deficient core and Li-rich shell.’!' In this paper, motivated by
experimental observations, we assume that the velocity of the reac-
tion front is limited by the rate of the reaction of lithium and silicon
at the front, rather than by the diffusion of lithium through the amor-
phous phase. We identify the driving force for the movement of the
phase boundary, and accommodate the reaction-induced volumetric
expansion by plastic deformation of lithiated silicon. The model is
illustrated by an analytical solution of the co-evolving reaction and
plasticity in a spherical particle. We show that lithiation may induce
high enough stress to stall the reaction, and that fracture is averted if
the particle is small and the yield strength of lithiated silicon is low.
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Figure 1. Schematic of an electrochemical test cell composed of a lithium
metal anode and a crystalline silicon cathode. Crystalline silicon and lithium
react at room temperature, forming an amorphous phase of lithiated silicon. The
reaction front—the boundary between the crystalline silicon and the lithiated
silicon—is atomically sharp.

Furthermore, we show that the model accounts for recently observed
lithiated silicon of anisotropic morphologies.

A Model of Concurrent Reaction and Plasticity

Fig. 1 illustrates an electrochemical cell, in which crystalline sili-
con and lithium react and form an amorphous phase of lithiated silicon:

1 1
Li+ —Si = —Li,Si. [
X X

The two electrodes are connected through a conducting wire and an
electrolyte. The conducting wire may be connected to an external
voltage source. At the interface between the lithium electrode and the
electrolyte, lithium atoms dissociate into lithium ions and electrons.
Lithium ions pass through the electrolyte, and electrons pass through
the conducting wire. Since lithiated silicon is an electron conductor,??
lithium ions and electrons recombine into lithium atoms upon reaching
the silicon electrode. Lithium atoms then diffuse through the lithiated
silicon, and react with the crystalline silicon—at the reaction front—
to form fresh lithiated silicon. The reaction causes the lithiated silicon
to grow at the expense of the crystalline silicon and metallic lithium.

Migration of lithium ions in the electrolyte is relatively fast, so that
the diffusion of lithium through the lithiated silicon and the reaction
between lithium and silicon at the front may limit the velocity of
the reaction front. Let D be the diffusivity of lithium in the lithiated
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Figure 2. The lithiation of silicon causes a large volumetric expansion, which
is accommodated by plastic deformation. (a) In a thin film with no curvature,
as the reaction front advances, freshly lithiated silicon is added at the front, and
previously lithiated silicon recedes by rigid-body translation, with no defor-
mation. The biaxial stresses in the lithiated silicon remain at the compressive
yield strength. (b) At a curved reaction front, an element of newly lithiated
silicon undergoes compressive plastic deformation in the directions tangent to
the reaction front. As the reaction front advances, the element is pushed away
from the front, unloads elastically, and then undergoes tensile plastic deforma-
tion in the directions tangential to the reaction front. The external surface of the
lithiated silicon is subject to tensile hoop stress, possibly leading to fracture.

silicon, V the velocity of the reaction front, and L the thickness of the
lithiated silicon. These quantities form a dimensionless group:

D

VL’
The parameter y characterizes the relative rate of diffusion and re-
action. If y is large, the diffusion of lithium is fast, and lithiation is
limited by the reaction. A representative value of diffusivity of lithium
at room temperature in lithiated silicon is D = 107'%m?/s.%73% A re-
ported velocity of the reaction front of the lithiation of a (100)-Si
wafer is V = 1.2 x 107""m/s.>* We note that the reaction velocity
may be dependent on the crystallographic directions.?>>® So far, a
systematic experimental study of such dependence is incomplete. For
rates of diffusion and reaction to be comparable, ¥ = 1, and the thick-
ness of the lithiated silicon is calculated to be L = 8 wm. In typical
nanostructured electrodes of silicon, the feature size is less than a few
hundreds of nanometers.””!! Thus, for electrodes at such size scales,
the velocity of the reaction front is limited by the reaction of silicon
and lithium at the front, rather than by the diffusion of lithium through
the amorphous phase.

We next identify the driving force for the reaction, namely, the
change in the free energy associated with the reaction that converts
one lithium atom and 1/x number of silicon atoms into lithiated sili-
con. Let AG, be the free energy of reaction 1 when both the stress and
the applied voltage vanish. When the conducting wire is connected
through a voltage source, associated with converting one lithium atom
into lithiated silicon, one electron passes through the conducting wire,
so that the external voltage source does work e®, where ® is the volt-
age, and eis the elementary charge (a positive quantity). The driving
force is further modified when the two phases, the crystalline silicon
and the lithiated silicon, are stressed. (The metallic lithium electrode is
taken to be stress-free.) Associated with converting one lithium atom
into lithiated silicon, the crystalline silicon phase loses 1/x number of
silicon atoms, and the stress in silicon does work —G,S,ZQSi /x, where
o is the mean stress in silicon at the reaction front, and Q5 is the
volume per silicon atom. The amorphous phase gains 1/x number of
silicon atoms and one lithium atom, so that the stress in the amorphous
phase does work obxSIQUST /5 where oLx8! is the mean stress in the
amorphous phase at the reaction front, and Q"% is the volume per
unit of Li,Si.

Combining the above contributions, we find that, when the reaction
advances by converting one lithium atom and 1/x number of silicon
atoms into lithiated silicon, the net change in the free energy is

X [2]

1 L G i
AG = AG, — e® + - (0,/Q% — g, "¥QMS) 3]
X

We have neglected the dissipation at electrolyte/electrode interfaces,
as well as inside the electrodes and electrolytes. In our sign convention,
anegative AG drives lithiation, and a more negative value represents a
larger driving force. The free energy of reaction AG, takes a negative
value. In Fig. 1, we have drawn the polarity of the voltage source in
the direction that drives lithiation. As expected, a compressive mean
stress in the crystalline silicon promotes lithiation, but a compressive
mean stress in the lithiated silicon retards lithiation.

This net change in the free energy is the driving force for the
movement of the reaction front. The velocity of the reaction front will
increase as the magnitude of the driving force increases. The reaction
is taken to be thermally-activated, described by the familiar kinetic

model:*
_ _ 7Q _ L G _
V = Vyexp < X ) [exp ( . ) 1] s [4]

where kT is the temperature in the unit of energy, Q the activation
energy, and V|, a parameter analogous to the exchange current density
in a redox process. The velocity of the reaction is taken to be posi-
tive when the crystalline silicon is consumed and the lithiated silicon
grows. When AG = 0, the electrochemical cell is in equilibrium, and
the reaction halts, V = 0. When AG < 0, the reaction front advances
in the direction that consumes crystalline silicon, V > 0. When AG
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> 0, it may seem that the reverse reaction would take place—the
lithiated phase would be consumed, Si redeposited at the reaction
front, and Li redeposited as lithium metal. The reaction front would
move in the direction opposite as that during lithiation. However,
experiments have suggested that during delithiation (AG > 0), the
phase boundary remains stationary as Li is removed from the amor-
phous layer.>* Thus, the forward and backward reactions seem to
involve distinct kinetic processes. Such complication should be con-
sidered in describing an accurate kinetic model. Nevertheless, in the
case of |[AG| >> kT, as is common in these systems at room temper-
ature, the forward reaction is more prominent than the backward one.
Thus, the kinetics model of Eq. 4, based on transition state theory, is
still approximately valid.

At this writing, the available experimental data are lacking in com-
pleteness to substantiate kinetic model of any specific form. As such,
in the following sections, we calculate the stress field and simulate the
morphology of lithiated silicon with a prescribed velocity field. The
considerations in Eq. 3—4 may aid the planning of future experiments.

Associated with the reaction 1, the volume of the silicon electrode
expands by the ratio

QUisSI
p= o (5]

The lithiation-induced expansion is too large to be accommodated
by elastic deformation; rather, the large lithiated-induced expansion is
accommodated by plastic deformation of the lithiated silicon.'>"'® The
concurrent reaction and plasticity evolve a field of stress in both crys-
talline and lithiated silicon. The reaction front is atomically sharp, the
amorphous phase attains the fully lithiated state, and the crystalline
silicon core remains free of lithium.?* The crystalline silicon is mod-
eled as an elastic material, and the lithiated silicon is modeled as an
elastic-plastic material.'® '3~ The elastic-plastic model can be found
in the classic text of Hill.*0

The models of reaction kinetics and elastic-plastic deformation,
in combination, co-evolve the reaction front and elastic-plastic field.
At a given time, the location of the reaction front and the elastic-
plastic field are known. For a small increment in time, advance the
reaction front by an amount following the kinetic model, and then
accommodate the reaction-induced volumetric expansion by updating
the elastic-plastic field. Repeat the procedure to trace the co-evolution
incrementally in time.

Lithiation of a Spherical Particle of Crystalline Silicon

To illustrate the salient features of the model, we derive an analyt-
ical solution of a spherical particle. A particle of pristine crystalline
silicon, radius B, is taken to be the reference configuration [Fig. 3a].
The velocity of the reaction front is taken to be the same everywhere
on the front, so that the front remains to be a spherical surface as it
advances, and the spherical symmetry is retained. The magnitude of
the velocity, however, may change as the reaction progresses. At time
t, Fig. 3b, the particle becomes a core-shell structure, with the radius
of the crystalline core being A, and the outer radius of the amorphous
shell being b (¢). The function A () specifies the extent of reaction,
and the velocity of the reaction front is V = —d A (¢) /dt. In the ref-
erence configuration, an element of crystalline silicon is identified by
the radius R. At time ¢, this element is lithiated and moves to a place
of radius 7. The function r (R, t) specifies the field of deformation. In
representing a field, we may choose either R or r as an independent
variable. One variable can be changed to the other by using the func-
tion r (R, t). We will indicate our choice in each field explicitly when
the distinction is important.

Elastic strain is much smaller than the volumetric strain associated
with the phase transition. To focus on the main ideas, we neglect
elastic strains of both phases, and model the crystalline silicon as
a rigid material, and the lithiated silicon as a rigid-plastic material.*’
Consequently, the expansion of the particle is entirely due to lithiation.
Consider the shell of the lithiated silicon between the radii A and r.
This shell is lithiated from the shell of the pristine crystalline silicon

Journal of The Electrochemical Society, 159 (3) A238-A243 (2012)

(@ ()

Si
Li Si

Figure 3. Lithiation of a spherical particle of crystalline silicon. (a). The
pristine crystalline silicon, radius B, is taken as the reference configuration,
in which a spherical surface is marked by the radius A, and an element of
silicon by the radius R. (b). At time ¢, silicon in the shell outside the radius A
is lithiated, and the element R moves to a new position of radius .

between the radii A and R. The ratio of the volume of the lithiated
shell over the volume of the crystalline shell is 8, so that

rP— A =B(R’ - AY). [6]

This equation gives the function r (R, t) once the function A (¢) is
given. That is, A (¢) fully specifies the kinematics of the spherical par-
ticle. In particular, the outer radius of the lithiated silicon is obtained
by setting R = B in 6:

b=[A®+pB(B* - AN, (7]
The radial and hoop stretches can be calculated from
ar (R, t R,t
R PR .
dR R

The crystalline core is in a state of homogeneous hydrostatic com-
pression. The stress field in the amorphous shell, however, is inho-
mogeneous. Each material element in the shell is subject to a state
of triaxial stresses. Let o,be the radial stress, and oy the hoop stress
[Fig. 4a]. We adopt a commonly used idealization that plastic defor-
mation is unaffected when a hydrostatic stress is superposed. Super-
posing a hydrostatic stress of magnitude o,, we observe that the state
of plastic deformation of the element subject to the triaxial stresses is

o v Oy~ 0,
r rd
Yz i
— T — 10, = -0y —0,
/ %+ o/ ’ /
o, "
} f
() %00
aY
- log A,
<o,

Figure 4. (a) The state of plastic deformation of an element subject to the
triaxial stresses (o,, 0g, 0g) is the same as that of an element subject to equal-
biaxial stresses o9 — o,. (b) The stress-strain relation in terms of the stress
op — o, and the strainlog hg. When g — 6, = +o0vy, the plastic deformation is
tensile in the hoop direction. When og — 6, = —oy, the plastic deformation
is compressive in the hoop direction. The elastic strain is negligible compared
to lithiated strain, so that elastic part of the stress-strain relation is represented
by a vertical line.
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Figure 5. Stress field in a spherical particle when the reaction front is at A/b = 0.4. (a) radial stress, (b) hoop stress.

the same as the state of the plastic deformation of the element subject
to equal biaxial stresses, 0y — 0.

Fig. 4b sketches the stress-stretch relation in terms of the stress
oy — o, and the strain log hy. For simplicity, the yield strength of
the lithiated phase, oy, is taken to be constant, independent of the
amount of deformation and the concentration of lithium. An element
of newly lithiated silicon is compressed in the hoop directions, and
is in the state oy — 0, = —oy. Subsequently, this material element
is pushed outward by even newer lithiated silicon, and undergoes
elastic unloading. Because the elastic strain is negligible compared to
lithiation-induced strain, the elastic unloading is represented by the
vertical line in Fig. 4b. After elastic unloading, and element plastically
deforms under oy — 0, = +o0y.

The balance of forces acting on a material element requires that

do, (r, t) n 20, (r,t) —og(r,t) _
or r

0. [9]

Setting 0y — 0, = oy in 9 and integrating over r with the traction-free
boundary condition, o, (b, t) = 0, we obtain the radial stress in the
shell:

o, = —20ylog(b/r), A<r <b. [10]

The hoop stress inside the shell, away from the reaction front, is
determined from oy — 0, = oy, giving

o9 = oy — 20y log(b/r), A <r <b. [11]

As discussed above in connection with Fig. 2, in the shell at the reac-
tion front, the element of the freshly lithiated silicon undergoes plastic
deformation, which elongates the element in the radial direction. The
hoop stress in the element of freshly lithiated silicon is determined
from 0y — 0, = —oy, giving

0y = —0y — 20y log(b/A),

A comparison of 11 and 12 indicates a jump in the hoop stress by
magnitude 2o0y. This jump is caused by our neglecting the elastic
strain. Should we include elastic strain, the hoop stress would make a
transition from 12 to 11 within a very thin shell.

As mentioned above, the core is in a state of homogeneous and
hydrostatic compression. In order to balance forces, the radial stress
is continuous across the reaction front. Setting » = A in 10, we obtain
the stress field in the crystalline core:

o, =0y = —20ylog(b/A),

Fig. 5 plots the stress field when the reaction frontis at A/b = 0.4.
As expected, the core is in a homogeneous state of hydrostatic com-
pression, but the stress field in the shell is triaxial and inhomogeneous.
The radial stress in the shell is compressive, with o, (b, r) = 0 pre-
scribed as the boundary condition. Because of the triaxial state of
stress, the magnitude of the stress component readily exceeds the
yield strength. The hoop stress is tensile at the external surface of

r=A. [12]

r < A. [13]

the particle, oy (b, t) = oy, and gradually becomes compressive inside
the shell. Near the reaction front, the hoop stress jumps by amplitude
20y, as discussed before.

For the spherical particle, the field of stress and the field of de-
formation are fully determined once the radius of the core A is
specified. We now examine how the stress affects the movement
of the reaction front. The mean stress in the crystalline silicon is
o3l = —20y log (b/A). At the reaction front, the mean stress in the

m

lithiated silicon is o-*S' = —20y log (b/A) — 20y /3. Inserting these

m
expressions into 3, we obtain the driving force for the movement of

the reaction front:
20y Q8 b
o [(3— 1)log (—) + 9]. [14]

AG = AG, —ed + P " 3
The contribution due to the stresses is plotted in Fig. 6, where the
horizontal axis is the normalized radius of the crystalline core A/b.
In making this plot, we have adopted the following values: p = 4,5 x
=3.75,"* oy = 1GPa," and Q5 = 2.0 x 107*m>.?* As expected, the
contribution due to the stresses is positive and retards lithiation. The
magnitude of the contribution increases as the crystalline core shrinks.
Recall that the free energy of formation of lithiated silicon is small; for
example, AG, = —0.18 eV for amorphous Li,,;Si.! Consequently,
the reaction can readily generate large enough stress to counteract
the electrochemical driving force, stalling the reaction. Note that the
free energy of reaction AG,differs for amorphous Li-Si phases with
various Li compositions; the experimental data on such functional
dependence is unavailable to date.

The curvature of the electrode plays a key role in this contribution
of the stress to the free energy. To illustrate this point, consider a

—~ 1.2 T T T T
>
(]
~ 1.0 .
: 0.8} -
Z. 0.6} ]
b
I
7 0.4 B -
G
ibi 0.2} ]
._.] P
0.0 1 L 1 L
0.0 0.2 0.4 0.6 0.8 1.0

A/b

Figure 6. The contribution of the stress to the driving force of lithiation is
plotted as a function of the normalized radius of the core.
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Figure 7. A preexisting circumferential crack in a spherical particle of elec-
trode.

flat crystalline silicon electrode. In the initial stages of lithiation,
the amorphous phase exists as a thin film on a crystalline silicon
substrate. As previously mentioned, the biaxial stress in the freshly
lithiated silicon is at the compressive yield strength. The stress in the
crystalline silicon is zero. Using the same representative values as
for the spherical particle, the contribution from the stress to the free
energy in 3 is 0.089 eV. As with the spherical particle, in a thin film,
the stresses retard lithiation. However, the value of this contribution is
small compared to the values found for the spherical particle [Fig. 6].
Hence, the curvature can greatly influence the rate of lithiation of
crystalline silicon.

Reaction-Induced Fracture

We now analyze reaction-induced fracture using an approach simi-
lar to that described in several recent papers.*'~** We focus on fracture
caused by the tensile hoop stress during the lithiation of a spherical
particle of silicon. A circumferential crack, depth d, is assumed to
preexist in the particle, as illustrated in Fig. 7. We ask if the lithiation-
induced stress will cause the crack to grow. The propagation of the
crack, should it occur, is assumed to be a much faster process than
the plastic flow. Consequently, in analyzing fracture, we assume that
no further plastic deformation occurs during the propagation of the
crack, and we adopt linear elastic fracture mechanics. The reduction
in the elastic energy associated with the crack advancing a unit area
defines the energy release rate G. Dimensional analysis dictates that
the energy release rate should take the form**
oy

G=Z z b, [15]
where E is Young’s modulus, and Z is a dimensionless number to
be determined by solving the elastic boundary-value problem. At a
given time, once the location and the depth of the crack are given, Z
is uniquely determined. For the lithiation of a spherical particle, the
energy release reaches the maximum value when the particle is fully
lithiated, and the length of the crack equals the size of the regime
where hoop stress is tensile, d/b = 0.395. Therefore, the calculation
gives a conservative critical particle size to avoid fracture. We use the
commercial finite-element software ABAQUS to calculate the energy
release rate. In the simulation, we input the stress distribution at the
fully lithiated state, and the J-integral is used to calculate the energy
release rate. Our calculation gives Z = 0.91.

Let I' be the fracture energy of the particle. No preexisting flaws
will advance if the maximum energy release rate is below the fracture
energy. Thus, 15 defines a critical particle size:

e

5
Zoy

bc‘r =

[16]
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When the size of the particle is below this critical value, fracture is
averted. That is, fracture is averted if the particle is small and the
yield strength is low. Taking representative values, I' = 10J/m?,'5 E
= 35GPa,” and oy = 1 GPa,"* we find that the critical radius of fully
lithiation silicon is b, = 380 nm. The critical radius of the pristine
crystalline silicon is thus B, = 239 nm. The size dependent fracture of
crystalline silicon nanoparticles during lithiation has also been evident
in in-situ TEM experiments.>!

Lithiated Silicon Of Anisotropic Morphologies

Recent experiments have shown that electrochemical reaction of
crystalline silicon and lithium produces lithiated silicon of fascinating
morphologies.”>’ Lee et al. have fabricated nanopillars of crystalline
silicon, of axial orientations (100), (110) and (111}, all with circular
cross sections. On lithiation, the cross sections of these nanopilars
evolve into crosses, ellipses and hexagons, respectively.?’ Liu et al.
have reported that a nanowire of crystalline silicon, of (112) axial
orientation, upon lithiation, evolves into a wire of a dumbbell-shaped
cross section.?> Goldman et al. have fabricated arrays of micron-sized
structures of crystalline silicon—bars, posts and platelets—and shown
that lithiated silicon grows predominantly along the (110) orientations
of silicon, and negligibly along the (111) orientations.?

It has been suggested that the anisotropic morphologies are due
to the difference in diffusivities along various crystalline orientations
of silicon. This suggestion contradicts a mathematical theorem: the
tensor of diffusivity of a species in a cubic crystal is isotropic.?® In-
stead, we propose that the observed anisotropic morphologies are due
to different rates of reaction on various surfaces of crystalline silicon.
Lithiation of crystalline silicon is a heterogeneous reaction: lithium
and silicon react on the surfaces of crystalline silicon. For this het-
erogeneous reaction to advance, corporative rearrangement of atoms
must occur. Surfaces of silicon in various crystallographic orienta-
tions have drastically different atomic structures. It seems plausible
that such pronounced dissimilarity in the atomic structures on various
surfaces of crystalline surface can readily result in different rates of
reaction on these surfaces.

For heterogeneous reactions involving single crystals, anisotropy
in the rates of reaction is a norm, rather than an exception. Lithiation
of crystalline silicon, however, is of particular interest because this
reaction generates an exceptionally large volumetric expansion, and
because intriguing experimental observations are being reported.
In the absence of a detailed atomistic model of the anisotropy of
the lithiation reaction, we proceed as follows, within the model
of concurrent reaction and plasticity. We take the experimentally
observed anisotropic morphologies as a basis to ascribe different
velocities to reaction fronts in different crystallographic orientations.
The freshly lithiated silicon at these reaction fronts push previously
lithiated silicon, which then undergoes plastic deformation to accom-
modate the volumetric expansion associated with the freshly lithiated
silicon. The concurrent reaction and plasticity evolve the anisotropic
morphologies.

To illustrate this model, we simulate the morphological evolution
observed during the lithiation of a crystalline silicon nanopillar.?’
Fig. 8a shows the cross section of a silicon nanopillar with differ-
ent crystallographic facets. The diameter of the nanopillar is around
100nm.?” The concurrent reaction and plasticity are simulated by
using ABAQUS. The lithiation-induced volumetric expansion is sim-
ulated as if it were thermal expansion, while deformation in the lithi-
ated silicon is modeled by the elastic-plastic theory.*’ To simulate the
movements of the reaction fronts, we prescribe a moving tempera-
ture field. The velocity of the front depends on the crystallographic
orientation. Following the experimental observation, we assume that
reaction primarily occurs on the (110) crystalline facets.?® The sim-
ulation advances incrementally in time. At a given time, all reaction
fronts are at the known positions. The volumetric expansion associ-
ated with the freshly lithiated silicon is simulated within ABAQUS
by prescribing a change in temperature. To accommodate this volu-
metric expansion, the plastic deformation is updated by solving the

Downloaded 30 Dec 2011 to 129.10.107.106. Redistribution subject to ECS license or copyright; see http://www.ecsdl.org/terms_use.jsp



Journal of The Electrochemical Society, 159 (3) A238-A243 (2012)

(@ 110

100

3y

100

110 Si

100

110

Figure 8. Concurrent migration of the reaction front and plastic deformation
in the amorphous phase evolve the anisotropic shape. (a) Schematics of silicon
electrode with different crystallographic facets. Lithiation reaction primarily
occurs on the (110) planes. The anisotropic shape evolution at the time (b)
t/t=0.25, and (c) /Tt =0.5. t is the time to fully lithiate the crystalline
silicon particle.

boundary-value problem. To avoid computational singularity, the tem-
perature front, which simulates the reaction front, is located within
a thin shell, whose size is much smaller than the feature size of the
nanopillar, but sufficiently larger than the mesh size. Such regular-
ization is used to afford a compromise between computational cost
and accuracy. Fig. 8b and 8c show the morphologies of the particle at
two stages of reaction, ¢/t = 0.25 and ¢/t = 0.5, using the procedure
described above. Tt is the time to fully lithiate the crystalline silicon
particle. The anisotropic pattern agrees well with the experimental
observation.”’

Conclusions

Crystalline silicon and lithium react to form lithiated silicon. The
reaction front is at the atomically sharp phase boundary between the
crystalline silicon and lithiated silicon. The reaction generates a large
volumetric expansion, which is accommodated by plastic deformation
in the lithiated silicon. This paper describes a model that co-evolves
the reaction front and plastic deformation. The velocity of the reaction
front relates to the change in the free energy through a kinetic model,
while the stress field evolves according to the elastic-plastic theory.
The model is illustrated with the lithiation of a spherical particle of
crystalline silicon. We show that fracture is averted when the particle
is small and the yield strength of lithiated silicon is low. The model
also accounts for anisotropic morphologies of lithiated silicon. It is
hoped that model will aid in the planning of future experiments and
atomistic simulations.
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