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ABSTRACT: The capacity-voltage fade phenomenon in lithium iron

@ 3 l
phosphate (LiFePO,) lithium ion battery cathodes is not understood. 4 - €Crn Polypyrrole
We pr.ov'ide its first at'omic-scale description,. employing ad\{anced . & B o,
transmission electron microscopy combined with electroanalysis and R %
first-principles simulations. Cycling causes near-surface (~30 nm) i ) < ro,
amorphization of the Olivine crystal structure, with isolated amorphous LiFePO, PPy-LiFePO, e L
regions also being present deeper in the bulk crystal Within this YOg ! LiPF Amorphous phase
amorphous shell, some of the Fe?* is transformed into Fe’*. vé . jLL'ObC
Simulations predict that amorphization significantly impedes ion ’sib & /EMC
diffusion in LiFePO, and even more severely in FePO,. The most MY MgLT  After 500 cycles at 1C
N c ] ] ] ] Al \ 4 *
significant barrier for ion transfer will be in the partially delithiated :*,:
state due to the presence of FePO,, resulting in the inability to extract LiFePO,

the remaining Li* and the observed capacity fade. The pyrrole coating

suppresses the dissolution of Fe and allows for extended retention of

the Olivine structure. It also reduces the level of crossover of iron to the metal anode and stabilizes its solid electrolyte interphase,
thus also contributing to the half-cell cycling stability.

S ince the first report in 1997 by Goodenough et al,,! lithium composites with graphene or carbon nanotubes,”™° and
iron phosphate (LiFePO, or LFP) has attracted great controlling the particle sizes.”®”' ™’ Doping elements and
interest as a cathode material due to its low cost, superior surface modification by metal oxides or conductive phases has
thermal safety, high reversibility, and acceptable operating also been demonstrated.””"*° Polypyrrole (PPy) has been
voltage (3.45 vs Li*/Li).””® LiFePO, has been examined in reported as one of the most effective LFP coatings, presumably
detail, including by operando X-ray scattering methods that due to its excellent electrical conductivity as well as its
explored the lithiation behavior.”'® These analyses provided nonreactivity with the electrolyte.67 Importantly, PPy coating is
valuable insight into the equilibrium (i.e., not kinetically a commercially scalable approach, not requiring major
limited) lithiation—delithiation phase transformations. How- deviations from the well-established LFP cathode fabrication
ever, for large-scale application in electric vehicles (EVs), routines. Prior studies have demonstrated that both the rate
LiFePO, faces two critical challenges, both of which may be capability and the cycling stability of LiFePO, are improved by
viewed as kinetic and non-equilibrium in nature. The first key PPy surface modification.”*®” The improved rate capability has
challenge is fast charging,'"*" where both electronic con- been primarily ascribed to the highly electrically conductive
ductivity and ionic conductivity are necessary.”** Unfortu- nature of the PPy coating.”’ However, a mechanistic

nate;ly, LiFeP104 exhibits both a low electronic conductivity at description of how PPy improves stability is not yet available.”"
107§ em™ and a sluggzigl_lzgroom—temperature lithium ion Scheme 1a illustrates the structure of LiFePO, (LFP) and of
diffusion coefficient (Dy;+).>”*> The second key challenge for polypyrrole (PPy)-coated LEP. Details of the synthesis,
LEPs is cycling stability. Cycling-induced Fe dissolution from analytical, and testing methods are provided in the Methods

‘ . 26—30
the cathode is known to be a major problem. The in the Supporting Information. Figure la shows the high-
dissolved Fe will cross over to the anode and catalytically

destabilize the solid electrolyte interphase (SEI).*' ~** To date,
the atomic-scale mechanism of capacity decay in LiFePO, is
not documented and serves as a key impediment in advancing
both the science and the technology of this cathode material.

Strategies have been developed to improve the electro-
chemical performance of LiFePO,. These include coating the
surface with conductive carbon®~*" or polymer,*'~** forming
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Scheme 1. (a) Atomic Structure of As-Synthesized Olivine
LFP and of PPy-Coated LFP and (b) Illustration of the
Surface Amorphization Process Due to Extended Cycling
and the Associated Loss of Fe into the Electrolyte and
Ultimately to the Anode
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resolution transmission electron microscopy (HRTEM) of the
LFP in its as-synthesized state. A 3 nm thick amorphous

carbon coating layer on the surface of LFP is observed,
agreeing with energy dispersive X-ray spectroscopy (EDS)
mapping shown in Figure S1. This carbon coating layer is
known to originate from the carbon sources that are part of
LEP precursor chemicals.”” As we will demonstrate, this N-free
carbon coating layer will not effectively suppress Fe
dissolution, agreeing with prior reports.”>** Panels b and ¢
of Figure 1 present the HAADF-STEM micrographs of the
surface and subsurface of LFP, respectively. The HAADF
image contrast exhibits a relationship of ~Z'7, with respect to
atomic number Z. The LFP crystal in panels b and ¢ of Figure
1 is oriented along the [010] zone axis, making the Olivine
crystal structure easy to discern and in agreement with the
atomic model shown in Figure 1d. Figure Sla presents the
HAADF-STEM image of the as-synthesized LFP and the
corresponding EDS elemental mapping of Fe, C, O, and P. It is
observed that the LFP exhibits a smooth surface before cycling,
with no detectable pitting. The EDS maps also show the
uniform distribution of the elements of Fe, C, O, and P
without evidence of pitting.
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Figure 1. (a) HRTEM of the as-synthesized LFP surface. (b) HAADF-STEM micrographs of LFP surface and (c) bulk, oriented along the [010]
zone axis. (d) Atomic model of the Olivine structure of LEP oriented along the [010] zone axis. (e—h) Analogous TEM analysis, but for PPy-LFP.
High-resolution XPS spectra of Fe 2p, P 2p, C 1s, and N Is for pristine LFP (i—l, respectively) and as-synthesized PPy-LFP (m—p, respectively).
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Figure 2. (a and b) Galvanostatic charge—discharge curves of LFP and PPy-LEP, respectively, tested for 500 cycles at 1C (170 mAh g™') between
2.5 and 4.2 V vs Li/Li*. (c) Cycling performance of LFP and PPy-LFP at 1C, after three formation cycles at C/10. (d) Master plot showing the rate
capability difference in LFP vs PPy-LFP. The associated galvanostatic charge—discharge data are shown in Figure S8. (e) Charge transfer and SEI
impedance values obtained from fits of Nyquist plots at different cycles. (f) Solid-state Li* diffusivity values obtained from Warburg impedance, as a
function of cycle number. The EIS data and analysis are shown in Figures S10 and S11.

Panels e—g of Figure 1 present the HRTEM analysis of as-
synthesized PPy-LFP. The distinct PPy coating layer on the
LFP surface is visible in Figure le. The uniform PPy-LFP
coating is ~9 nm thick. Panels f and g of Figure 1 show the
near-surface and bulk structure of the same LFP crystal, with
its orientation along the [010] zone axis. The surface and the
bulk structure agree with the Olivine phase, per the atomic
model shown in Figure 1h. As expected, the PPy coating does
not change the near-surface crystal state of the material. Panels
a and b of Figure S2 present the HRTEM and HAADF-STEM
images of the PPy-LFP. Panels c—f of Figure S2 present energy
dispersive X-ray spectroscopy (EDXS) mapping of elements
Fe, P, N, and C, respectively. The uniform presence of N
element on the surface of PPy-LFP further identifies the
successful coating of PPy on LFP. Panels i—1 of Figure 1 show
the high-resolution X-ray photoelectron spectroscopy (XPS)
analysis of as-synthesized LFP. Panels m—p of Figure 1 show
the analogous XPS analysis for PPy-LFP. For the high-
resolution spectra of Fe 2p, it could be observed that both LFP
and PPy-LFP contain the same splitting spectra of Fe 2p,,
(724.3 V) and Fe 2p;,, (710.5 eV), agreeing well with the
standard XPS spectra of Fe 2p;, in LiFePO,. The peak located
at 715.5 eV is the satellite peak of Fe 2p;, in LiFePO, > For
the high-resolution spectra of P 2p, it is observed that both
LFP and PPy-LFP also contain the same peak splitting. These
results further confirm the Olivine LiFePO, and the PPy
coating process does not affect the crystalline structure. For the
high-resolution spectra of C 1s and N 1Is, it is observed that
there are extra peaks with PPy-LFP: C=C in C 1s and C—N
in N 1s. These are also associated with the PPy coating in PPy-
LFP.”

Figure 2 presents the electrochemical performance results
for LFP and PPy-LFP cathodes in half-cells, tested at 2.5—4.2
V versus Li/Li*. Panels a and b of Figure 2 present the
galvanostatic charge—discharge curves of LFP and PPy-LFP,
respectively, tested for S00 cycles at 1C, with C being the
theoretical capacity of 170 mAh g~'. The LFP cathode shows a
first reversible (discharge) capacity of 150 mAh g~' at C/10,
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with a Coulombic efficiency (CE) of 92%. At a 1C rate, its
discharge capacity is 145 mAh g™'. The PPy-LFP cathode has
an initial capacity of 157 mAh g™' at C/10, with a CE of 95%.
This demonstrates that PPy can improve both the reversible
capacity and the CE even at the lowest rates. At a 1C rate, the
PPy-LFP capacity is 155 mAh g~', while the baseline LFP is at
145 mAh g7

The key major difference between PPy-LFP and baseline
LFP is in cycling stability, both in terms of capacity and in
terms of voltage retention. According to panels a and b of
Figure 2, the combined capacity fade and voltage fade in PPy-
LFP remain consistently less severe than in baseline LFP. It is
difficult to mechanistically separate the overall capacity fade
from the voltage fade. In a degraded structure, diffusional
limitations may occur even at low and intermediate C rates. An
increasing concentration polarization will reduce the achiev-
able capacity at every cycle while driving up the overpotential
required for charge and/or discharge. The two effects, capacity
and voltage fade, are therefore inextricably linked. Figure S3
highlights the cycling performance of LFP and PPy-LFP, with
PPy contents of 2.3, 5.2, and 8.5 wt %. The 5.2 wt % loading
showed optimum performance and was employed for analysis.
Figure 2c highlights the cycling performance of LFP and PPy-
LEP at 1C, after three formation cycles at C/10. Figure S4
compares the cycling performance of LFP and PPy-LFP at 3C,
after three formation cycles at C/10. Figure S5 provides the
same comparison at 10C. The raw galvanostatic data for these
plots are shown in Figures S6 and S7. Per Figure 2c, after 500
cycles, the reversible capacity of PPy-LFP is 143 mAh g™', and
the corresponding capacity retention rate is 92%. By
comparison, after 500 cycles the capacity of LFP is 119 mAh
g~!, corresponding to 82% retention.

The second key difference between PPy-LFP and baseline
LFP is in rate capability. Figure 2d presents a master plot
showing the rate capability difference in LFP versus PPy-LFP.
The associated galvanostatic charge—discharge data are shown
in Figure S8. It may be observed that at C/3 and above, the
PPy-coated electrode displays a higher reversible capacity. The
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Figure 3. Atomic structure after S00 cycles at 1C. (a) HRTEM images of LFP, with regions for (b) the near surface and (c) bulk identified by
rectangles. (d) EELS line scan comparison of near-surface and bulk LFP. (e—g) HAADF-STEM images of the PPy-LFP near-surface and bulk
structure. (f) Enlarged micrograph of the PPy-LFP near-surface structure, which remains crystalline but with evidence of Li(Fe) mutual occupation.
(g) Structure of bulk PPy-LFP. (h) Atomic models for the Olivine structure in PPy-LFP, comparing near-surface structure (top) to bulk (bottom).

difference between the coated and uncoated becomes more
severe at higher currents. For baseline LFP, the reversible
capacities at C/10, C/S, C/3, C/2, 1C, 2C, 3C, 5C, 10C, and
20C are 151, 148, 146, 142, 139, 132, 124, 106, 65, and 0.1
(negligible) mAh g™, respectively. At these C rates, the PPy-
LFP reversible capacities are 160, 158, 156, 153, 151, 145, 139,
131, 120, and 92 mAh g_l, respectively. At 20C, the difference
between PPy-LFP and baseline LFP is very significant, being
92 mAh g versus nil. This indicates the significant difference
in the rate capability of the uncoated versus coated specimens
is present at early stages. Figure S9 shows the cyclic
voltammetry (CV) curves of PPy-LFP and LFP with scan
rates ranging from 0.1 to 1 mV s~L. With increasing scan rates,
the overpotential is very different for PPy-LFP versus LFP. For
baseline LFP, the anodic and cathodic peak differences are
0.320 and 0.984 V, respectively. The corresponding potential
differences for PPy-LFP are 0.268 and 0.676 V, respectively.
The enhanced rate capability for PPy-LFP is not just a
higher electrical conductivity effect due to the PPy layer.
Nitrogen-containing carbons such as PPy do possess higher
electrical conductivity than N-free carbons.”* However, the
electrical conductivity of N-free carbon blacks is sufficient for
most battery applications. The baseline LFP is covered by
nanoscale layer carbon, as well, which means that the rate
improvement cannot solely be an electrical effect. As we will
show through EIS and GITT, the PPy-LFP electrode possesses
a significantly higher Li ion conductivity. Here lies the
explanation for the improved rate capability in PPy-LFP versus
LFP. An increased Li ion conductivity will lead to a kinetic
enhancement at all currents, closer approximating the
theoretical capacity at the higher charge rates. Unlike electrical
conductance that occurs through the carbon layer, ionic
conductance occurs through the bulk of the LFP. The role of
PPy is to prevent atomic leaching and associated amorphiza-
tion in the LFP structure. Per the density functional theory
(DFT) calculations shown after the experimental findings, Li
ionic diffusion is significantly faster in crystalline LFP than in
amorphous LFP. By preventing amorphization, the PPy layer
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allows the faster Li diffusivity in crystalline LFP to be retained.
As we will demonstrate by EIS analysis, the PPY coating is
effective in stabilizing the CEI layer on the LFP surface. This
also enhances the rate kinetics, allowing for facile charge
transfer and Li ion flux through the layer.

The cycled LFP and PPy-LFP cathodes were analyzed using
electrochemical impedance spectroscopy (EIS).””® The
Nyquist plots contain a semicircle located in the high-
frequency region, which correlates to the surface film resistance
Rcgy and is associated with the CEI/SEI layer.””~”" The CEI is
the cathode electrolyte interphase, while the SEI is the solid
electrolyte interphase on the opposing Li metal anode, which
would also affect the reaction kinetics of the half-cell. A second
semicircle located in a lower-frequency region represents the
charge transfer resistance (Rcp), being correlated to the
reaction control resistance of the primary active material.**~**
An oblique line located in the low-frequency region represents
the Warburg impedance (W), being associated with ion
diffusional limitations in the electrode. The intercept at high
frequency with the real axis is associated with the electrolyte
resistance (Rg), although in strict terms, it also includes a
summation of the ohmic resistances of various portions of the
cell. The lithium ion diffusion coefficient of LFP and PPy-LFP
at cycles 1-500 is calculated from the Warburg impedance

coefficient (o,,) using egs 1 and 2*°7%°
Zre = Rsf + Rct + O-wa)_l/2 (1)
Dy, = R°T*/(2A*F*C?, %) )

where Dy; represents the rate-limiting lithium ion diffusion
coefficient, R is the gas constant, T is the absolute temperature,
A is the effective area of an electrode, n is the number of
electrons transferred, F is the Faraday constant, and C is the
concentration of lithium ions. The Warburg impedance
coefficient o, could be determined from the slope of Z, as a
function of @2, as shown in Figure S10. Panels a and b of
Figure S11 present high-frequency portion Nyquist plots for
LFP and PPy-LFP, respectively. The inset in each figure shows
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the equivalent circuit used for fitting the impedance spectra.
The impedance spectra were recorded at a charged state of 4.0
V. Figure 2e presents Rcg; and Rer values for LFP and PPy-
LFP as a function of cycle number. These are also listed in
Table S1. It could be observed that the R and Rip values for
the PPy-LFP cathodes are dramatically lower than those of the
baseline LFP. Therefore, the PPy coating has a major effect in
stabilizing both the CEI impedance and the charge transfer
impedance during cycling. The nanoscale carbon layer that
naturally coats the baseline LFP is not nearly as effective, an
observation that may be extrapolated to other carbon coatings
that do not contain nitrogen.

The Dy results as a function of cycle number for the two
materials are plotted in Figure 2f. The w is obtained from its
relationship with the EIS testing frequency (@ = 2xf). Panels a
and b of Figure S10 highlight the relationship between the real
resistance and the frequency of LFP versus PPy-LFP at the
first, 50th, 100th, 200th, 400th, and 500th cycles. The slope is
the Warburg impedance and is used to calculate the lithium ion
diffusion coeflicient Dy; with the aid of eq 2. The calculated Dy;
values for PPy-LFP at the first and 500th cycles are 1.01 X 107°
and 2.17 X 107!° cm? s7}, respectively. The corresponding
calculated Dy; values for LFP at the first and S00th cycles are
1.46 X 107'% and 2.52 X 107" cm? 57/, respectively. The fact
that the values for baseline LFP are an order of magnitude
lower than for PPy-LFP provides direct explanation for the
major difference in the rate capability between the two
materials. The PPy-LFP diffusion coefficient is more stable
with cycle number, showing overall less decay than the
baseline. It should be noted that the calculated Dy; includes the
contribution to diffusional resistance through the anode’s SEIL
Analysis based on a three-electrode cell would have been more
favorable in terms of isolating cathode versus anode effects.
However, the two-electrode data do give a reasonable holistic
picture regarding the role of PPy in the health of the cell.

Cycling-induced structural evolution was characterized at
the atomic scale by employing HRTEM and aberration-
corrected high-angle annular dark field STEM (HAADF-
STEM). Figure 3a shows the HRTEM image of the baseline
LEP after 500 cycles at 1C rate. From the enlarged HRTEM
images shown in panels b and ¢ of Figure 3, as well as the
corresponding fast Fourier transformation (FFT), it is evident
that the outer ~30 nm of LFP has fully amorphized. This is
illustrated in the schematic panel of Figure S12. It may be
observed from panels a and ¢ of Figure 3 that the inner Olivine
crystal structure (i.e., more than ~30 nm from surface) now
also displays regions of amorphization, indicating that there is
bulk degradation in the material. True atomic-resolution
HAADEF-STEM images of the cycled LFP could not be
obtained due to such extensive disorder. Growth of the
amorphized regions is correlated with a significant decline in
Dy; with the cycling of LFP. Per the DFT simulations shown
below, amorphization will eliminate the fast [010] Li* diffusion
path that is present in Olivine. These near-surface amorphiza-
tion phenomena in cycled LFP and the associated explanation
have not been reported previously.

Figure 3d presents the electron energy loss spectroscopy
(EELS) line scan of the cycled LFP. There is a drastic
difference in the electronic structure of Fe, going from the
surface to the bulk. The 1.15 eV larger energy loss in the Fe
electronic structure from the near-surface amorphous region
demonstrates that it is in a more oxidized state than the Fe?*
within the bulk Olivine.**®” The more oxidic state of the
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amorphous Fe exhibits no electrochemical activity,”® which
further contributes to performance loss due to cycling. Figure
S13a reports the HAADF-STEM image and the corresponding
energy dispersive X-ray spectroscopy (EDS) elemental maps of
Fe, O, and P for LFP after 500 electrochemical cycles at a 1C
rate. There are two localized regions near the center of the
micrograph where Fe has preferentially leached out, leaving
behind pits with a dark mass—thickness contrast. The larger pit
is substantial enough that it may be resolved in the Fe EDXS
map, as well.

Figures S14 and S15 compare survey and high-resolution
XPS spectra of the LFP and PPy-LFP cathodes after 500
cycles. Figure S15a shows the high-resolution XPS spectra of
Fe 2p. The spectrum shows peak splitting for Fe 2p,,, (724.3
eV) and Fe 2p,/, (710.5 eV) and the satellite peak of Fe 2p;,,
(715.5 eV) that belong to LiFePO,.”” It also contains the Fe
2p3,, peak located at 712.5 eV that belongs to FePO,. This
further demonstrates that due to electrochemical cycling some
Fe?* is transformed to Fe*, which is known to be inactive.** ™"
PPy-LFP also contains this feature. However, per Figure S13e,
PPy-LFP displays a lower relative intensity of Fe®. This
indicates that even in the ~5 nm of the outer surface
(approximate depth of the signal), more Fe?" is preserved. This
indicates that PPy is effective in suppressing the deleterious
transformations and agrees with the electrochemical data.
Panels b and f of Figure S15 show the P 2p spectra for LFP and
PPy-LFP, respectively. The peak intensity of the P 2p spectrum
in FePO, for PPy-LFP is also lower than that for LFP, agreeing
with the Fe 2p signals. One additional difference between the
coated and the uncoated material is in the N signal on the PPy-
LEP surface, shown in panels d and h of Figure S15. The signal
originates from the PPy layer that remains present throughout
cycling.

Panels e—g of Figure 3 present HAADF-STEM images of
the PPy-LFP structure after 500 cycles at 1C. Figure 3f shows
an atomic-resolution image of the near-surface structure, which
remains crystalline after 500 cycles. The near-surface crystal
structure of PPy-LFP is fundamentally different from that of
baseline LFP, the Olivine structure being stabilized. Compar-
ison of the atomic image with the model of the near-surface
region, shown in the top half of Figure 3f, indicates that some
Li(Fe) mutual occupation has occurred due to cycling.””*" In
the bulk of the cycled PPy-LFP, there is no evidence of
localized amorphization. Per the EDXS mapping shown in
Figure S16, there is no evidence of Fe-deficient pits in the PPy-
LPF specimens that have been subjected to S00 cycles.

Lithium ion diffusion was simulated employing DFT.
Olivine LiFePO, was compared to amorphized LiFePO, and
to amorphized FePO,, ie., the material expected in the fully
charged state. Figure 4 shows the Li" diffusion paths in Olivine
LiFePO, (a), amorphized FePO, (b, top), and LiFePO, (b,
bottom). For Olivine LiFePO,, the Li* diffusion channel along
the (010) direction is the most favorable.”” From nudged
elastic band (NEB) calculations, Egy is predicted to be 0.55 eV
along the 010 direction, in good agreement with the previous
reports of 0.6 eV using MD with GGA function” and 0.45 eV
using DFT with LDA. The Dy; also can be estimated by eq 3.”*

Dy; = a’v, exp(—Eyg/kyT) ®)

where a is the hopping length (3 A for Li diffusion) and v, is
the corresponding vibrational frequency for Li migration
(~10" Hz). The corresponding D;; on Olivine is 4.5 X 107"

cm? s7L
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Figure 4. Lithium ion diffusion paths in (a) pristine Olivine LiFePO,
and (b) amorphized FePO, (top) and LiFePO, (bottom). Color
codes: brown, Fe; gray, P; red, O; green, Li; purple, diffused Li.

In the amorphized LiFePO,, there will be LiFePO, and
FePO, domains, with their interface playing an important role
in Li* diffusion. Such an interface is modeled with a layered
amorphous supercell comprising a LiFePO, layer and a FePO,
layer, both shown in Figure 4b. Due to the amorphization, the
Li channels are no longer uniformly aligned, and the diffusion
rate is no longer simply dependent on a single diffusion barrier.
Two diffusion channels in the amorphized LiFePO, were
chosen, one in the LiFePO, layer, approximately parallel to the
interfacial plane, and the other passing through the interface.
The Egg for the intra-LiFePO, diffusion path is 0.74 eV, i.e.,
~0.2 eV higher than the Egg for Olivine LiFePO,. The
predicted Dy; is 2.8 X 10™'* cm® 57!, ~3 orders of magnitude
slower than with Olivine.

The cross-interface diffusion path from LiFePO, to FePO,
(4 A) is found to be longer than the intra-LiFePO, path (3—
3.3 A). The Li* diffusion from LiFePO, to FePO, is
endothermic by 0.3 eV, in contrast to the intra-LiFePO,
diffusion, which is thermally neutral and symmetric. The
cross-interface diffusion path has a forward barrier of 1.23 eV

(from LiFePO, to FePQ,), for which the Dy, is estimated to be
2.5 X 107 cm’ 57, indicating that amorphous FePO, will
block Li diffusion. These computational results reveal a clear
picture for Li" diffusion in LiFePO,. While both amorphized
FePO, and LiFePO, will block Li* diffusion, FePO, is more
detrimental. The most significant barrier for ion transfer will be
in the nearly delithiated state, where the amorphous shell is
closer to FePO, and the driving force for further delithation is
low. In this case, the observed capacity fade may be understood
as the inability to get the last of the Li* out during charging,
leading to inactive Li accumulating in the cathode at every
cycle. This conclusion agrees well with the observed trends in
CE for PPy-LFP versus LFP. While the capacity fade in LFP is
substantially worse, the overall trend in the cycling CE values is
on par for the two materials. Because the loss of active Li
occurs during charge, rather than during discharge, it does not
drive down the CE at every cycle. Reduced cycling CE would
occur due to the inability to fully strip the Li metal anode and/
or relithiate the cathode. The analogous CE values for PPy-
LFP and LFP hence strongly suggest that the fade is not
anode-driven.

The role of Fe crossover in anode solid electrolyte
interphase (SEI) formation was also analyzed. Iron is known
to be a potent SEI growth catalyst, leading to cell
deterioration.”’ ~** Upon leaching out of the LFP cathode
during the electrochemical cycling, the Fe cations may diftuse
in the electrolyte, pass through the separator, and finally
accumulate on the anode surface. This would be directly
evident from the analysis of the SEI morphology and
chemistry. Figure S17 shows the surface morphologies of the
Li metal anodes after the 500 cycles at a 1C rate, panels a and b
opposing the LFP cathode and the PPy-LFP cathode,
respectively. The Li metal tested against LFP exhibits a
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Figure 5. SEM and XPS analysis of Li metal anodes that have been subjected to more than 500 cycles and XPS analysis corresponding to the SEI
chemistry. Panels a—j show the anode tested against LEP, and panels k—t show the anode tested against PPy-LFP. SEM analysis shows top down
images and EDX elemental mapping of O, P, F, and Fe. XPS spectra shows a survey, Fe 2p, F 1s, P 2p, and O 1s.
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rough and cracked SEI film surface, while the one tested
against PPy-LFP is significantly smoother. A rough and cracked
SEI film would increase the interface resistance.”> Moreover,
cracking in the SEI means ongoing exposure of new metal
surfaces to the electrolyte.

Panels a—e and k—o of Figure 5 show the EDS mapping of
the cycled Li anodes, opposing LFP and PPy-LFP, respectively.
It is observed that the amount of Fe on the Li opposing PPy-
LFP is smaller than on the Li opposing LFP. This gives further
direct evidence that the PPy surface coating reduces the level
of Fe dissolution during the electrochemical cycling. Panels f—j
and p—t of Figure 5 present the high-resolution XPS spectra of
Fe 2p, F 1s, C 1s, and O 1s for the corresponding SEI
compositions for the two anodes. The adventitious carbon and
hydrocarbon peak is present at 285.0 eV (C—C/C—H). With
both LFP and PPy-LFP, the anode SEI films contain the same
components, namely, Li,PF,0, (685.4 eV) and LiF (683.5 eV)
in F 1s, the carbonyl group [288.7 eV (C=0)] and carbide
species (283.0—283.5 eV) in C 1s spectra, and the carbonyl
[530.5 eV (C=0)]/ether oxygen [532.0 eV —(CH,—CH,—
0),—] in O 1s spectra. These species agree with prior analysis
of SEI species on Li metal anodes.”® The relative peak intensity
of Fe 2p within the SEI layer when opposing PPy-LFP is
significantly lower than when opposing LFP. This further
proves that the PPy surface coating will reduce the level of Fe
dissolution during the electrochemical cycling.

To summarize, we provide the conclusive atomic-scale
structure-based explanation for the well-known but previously
not understood cycling-related performance loss in LiFePO,
cathodes. We also provide a conclusive explanation regarding
the role of surface nitrogen-rich carbon coatings (polypyrrole)
in reducing the rate at which this performance decay occurs.
Employing advanced transmission electron microscopy (TEM)
techniques combined with electroanalytical methods and
surface science, the following phenomenology is recorded.
During cycling, the outer approximately 30 nm of the Olivine
LiFePO, structure is amorphized while some Fe®" is trans-
formed into inactive Fe**. In addition, localized amorphous
regions expand deeper into the material’s bulk. Complemen-
tary DFT simulation gives insight into how this disordering
impedes the necessary diffusion of Li*, providing a further
reason for the observed decrease in capacity, voltage, and rate
capability. It is demonstrated that the ~9 nm-scale layer of
polypyrrole minimizes amorphization and reduces the degree
of Fe dissolution. In turn, this also weakens the SEI formation
tendencies on the Li metal anode where crossed-over Fe
catalyzes electrolyte decomposition. These quantitative and
holistic findings significantly advance the microstructural
design principles for both LFP and for the next generation
of cathode materials and coatings.
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