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To optimize cathode active material (CAM) utilization, the
electrochemical and mechanical properties of sulfide solid
electrolyte (SSE) coatings on CAM particles were studied.
The dense microstructure, offering improved ionic/electronic
conduction pathway, resulted in enhanced reversible
capacity and exceptional high-rate performance.
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All-solid-state lithium batteries (ASSLBs) are emerging as promising next-generation batteries for electric
vehicles owing to their high energy densities and safety features. However, challenges such as
inadequate material percolation and low cathode utilization often hinder their potential. This paper
presents a core—shell approach to optimize the cathode active material (CAM) utilization. The resultant
CAM composite showed high ionic conductivity, a highly dense microstructure with <10% porosity, and
minimal stack pressure changes during electrochemical cycling. The maximum CAM utilization was
achieved while effectively mitigating electrochemo-mechanical side reactions by applying a uniformly
coated LigPSsCl solid electrolyte layer (=500 nm) and a LiNbOs buffer layer (=10 nm) onto
LiNig.gMng 1C00 10, particles (LPSCl@LNO@NMC). The engineered LPSCl@LNO@NMC composites, which
incorporated a 5 wt% LPSCL coating on LNO@NMC powders, exhibited a dense microstructure that
enhanced the mechanical stability at the cathode. Sulfide-based solid electrolyte (SSE)/SSE contact

f\iz:gfe% 122;2 g:gferznobze‘t 2024 provided better ionic pathways within the composite and increased CAM utilization. Thus, an enhanced
reversible capacity (197 mA h g% and exceptional high-rate cycling performance (86.3% capacity

DOI: 10.1035/d4ta04063e retention after 1000 cycles at 2C) were observed. These findings pave the way for the advancement and

Open Access Article. Published on 06 September 2024. Downloaded on 7/24/2025 5:11:42 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

rsc.li/materials-a

Introduction

All-solid-state lithium-ion batteries (ASSLBs) are a promising
advance in secondary battery technology.' These rechargeable
battery systems use solid-state electrolytes and offer exceptional
energy densities and improved safety compared to lithium-ion
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commercialization of high-performance ASSLBs.

batteries (LIBs) with conventional liquid organic electro-
lytes.*” ASSLBs, which use thermally stable solid electrolytes
(SEs) instead of flammable liquid organic electrolytes, can
reduce explosion and fire risks, making them highly promising
for use in future electric vehicle applications.® Sulfide-based SEs
(SSEs) have attracted considerable attention owing to their high
Li-ion conductivity (o; up to 32 mS cm™") at room temperature
and high Li transference number (Li,, = 1), enabling the
implementation of millimeter-thick electrodes.’ In particular,
argyrodite-type SEs have recently attracted attention because
they exhibit high ionic conductivity (1-3 mS cm™*) along with
a moderate electrochemical stability window (0-5 V vs. Li/Li*)."®
Suitable electrode materials are crucial for achieving high
energy densities in ASSLBs. Ni-rich oxides (Li-M-O, M = Ni, Co,
Mn, Fe, and P) in general, and layered Ni-rich oxides such as
Li(Ni,Mn,;Co,)0, (0<x<1,0<y<1,z=1—-x—y,andx+y+z=
1, denoted NMC) in particular, are preferred ASSLB cathode
active materials (CAMs) owing to their high capacity
(>180 mA h g™ ") and cost-effectiveness.''> However, ASSLBs
employing NMC-based CAMs are limited by undesired chemical
reactions, inadequate physical contact, and high interfacial
resistance with SSEs, which significantly impact the battery
performance at high rates as well as the battery lifespan.’
Undesired chemical reactions at the interface between the

This journal is © The Royal Society of Chemistry 2024


http://crossmark.crossref.org/dialog/?doi=10.1039/d4ta04063e&domain=pdf&date_stamp=2024-09-21
http://orcid.org/0000-0001-5627-8712
http://orcid.org/0000-0002-9133-7893
http://orcid.org/0000-0002-1446-8822
http://orcid.org/0000-0003-2799-5354
http://orcid.org/0000-0003-3647-1595
http://orcid.org/0000-0002-3471-3020
http://orcid.org/0000-0001-5769-1461
https://doi.org/10.1039/d4ta04063e
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4ta04063e
https://pubs.rsc.org/en/journals/journal/TA
https://pubs.rsc.org/en/journals/journal/TA?issueid=TA012037

Open Access Article. Published on 06 September 2024. Downloaded on 7/24/2025 5:11:42 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

layered oxide cathodes and SSEs can result from co-diffusion,
the presence of a space charge layer, and inadequate physical
contact between the SSEs and CAMs in the cathode
composite."** These factors lead to high interfacial resistance,
irreversible reactions resulting in high irreversible capacity, and
increased physicochemical reactions that can result in the
delamination of the cathode layer, which, in turn, lead to poor
utilization of the cathode and short-circuits during high-rate
cycling.

Interfacial protective coatings with high chemical inertness,
ionic conductivity, and electronic insulation have been explored
to address the aforementioned challenges. Examples include
LiNbO, (LNO),"® Li,0-ZrO,,” LiAlO,'* LiTa0;'" and
Li,TisO4,." Incorporating these buffer layers into CAM particles
effectively suppresses chemical reactions and reduces the
space-charge layer. In particular, LNO coatings (o; =
10° S em !, . = 100" S em™') are considered effective
because their effect on the bulk structure of the Ni-rich and Co-
rich oxides is negligible.** Moreover, LNO coating is more
effective in reducing the interfacial degradation of CAMs with
SSEs and exhibit lower voltage drops and overpotential due to
reduced interface resistance.””* Furthermore, 20-30 wt% of
SSEs are required to mitigate the loss of physical contact
between the SSEs themselves or between the SSEs and CAMs in
the cathode composite.”* In LIBs, liquid electrolytes can easily
permeate the electrode pores and facilitate ion conduction;
however, this behavior does not apply to ASSLBs.?* The loss of
physical contact leads to increased resistance at the interface,
and continuously deteriorates further during cycling because of
the high volume changes in the CAM at high currents. The
agglomeration of CAM and/or SSE particles further exacerbates
this issue. Hence, adequate initial physical contact must be
ensured to minimize the interfacial resistance in ASSLBs.*®

Electrode structures for ASSLBs, similar to those of conven-
tional LIBs with liquid electrolytes, can be achieved by injecting
a solution of SSEs into the composite electrodes via an infil-
tration method.*** However, the fabrication of well-designed
electrode structures for ASSLBs is challenging. The solid SSE
particles do not readily occupy the vacant spaces within the
electrode during solvent evaporation and may precipitate on the
electrode edges/surface. This impedes ideal interfacial contact
between the CAMs and SSEs in the composite powder. Conse-
quently, developing powder processing technology capable of
producing the desired composite powder remains a challenge.
Hence, alternative approaches to ensure adequate physical
contact must be examined to develop ASSLBs with high energy
densities. Bimodal CAMs (5 and 20 pm) with small SSEs or
bimodal SSEs (<2.5 and 9.5 um) with large CAMs in the cathode
composite have been used to improve the point-to-point
contact, leading to 98% utilization of the CAM particles.”**”
An increase in the initial Coulombic efficiency at lower current
densities can be achieved via this strategy. However, the volume
of NMC CAMs changes during cycling because of different
phase transitions during lithiation and delithiation. These
small changes in volume induce mechanical stress at higher C-
rates and result in crack formation, leading to the loss of
contact with SSEs.”® Single crystal CAMs can help address the
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aforementioned limitation. However, they are limited by
volume change due to Coulombic repulsion between oxygen
layers.”?° Therefore, CAM particles must be tailored to address
the chemo-mechanical problems at higher current densities.
Multi-gradient/multi-core-shell CAMs (SE@BUFFER@CAM)
have been recently proposed to address these issues.”’

The application of SSE coatings to CAM particles (SE@CAM)
through solution-based processes*~** can offer advantages such
as mass-production capability and facile implementation.
However, selecting a suitable solvent for solution-based
processes is challenging. Ideally, the solvent should be highly
polar, unreactive, and possess a low boiling point.** However,
the solution-based process with even an ideal solvent reduces
SSE crystallinity and ionic conductivity, thereby increasing the
interfacial resistance.*® Therefore, a solvent-free process is
required. Additionally, post-treatment processes are necessary
for solvent-processed powders to restore ionic conductivity,
which ultimately reduces the energy and cost efficiency in the
preparation of the core-shell CAM particles.

Solvent-free methods—such as pulsed laser deposition
(PLD),>* dry impact-blending,*® and mechanical fusion**—
that can maintain the crystallinity and electrochemical perfor-
mance are more feasible. Although PLD techniques are more
precise than others, they necessitate a rigorous post-treatment
of the CAMs to increase the ionic conductivity; an additional
heat treatment process is necessary, which increases the fabri-
cation cost and time. Although PLD techniques offer greater
precision, they necessitate rigorous post-treatment of the CAMs
to enhance ionic conductivity, which, combined with the
inherently high process costs, leads to increased overall fabri-
cation expenses and extended production times. Dry fusion
methods are more practical because these processes apply high
shear and compression forces through a narrow gap to deposit
a thin, durable SSE layer on the surface of the CAM particles
while preserving the physicochemical properties of the SSE.
However, the complex design requirements, the need for a glo-
vebox environment, and the high processing energy (>1000
RPM) further complicates the fabrication process and increases
its cost. However, further optimization of the control parame-
ters is necessary to achieve better cycle and rate performance.
Increased energy conditions owing to a higher rotation speed
(RPM) can damage surface morphology.** Although an excess of
SSE coating may improve ionic conduction in the composite
cathode, it impedes the electronic conduction, ultimately
leading to poor rate performance. A moisture- and oxygen-free
environment is crucial to prevent side reactions, making CAM
architectural optimization essential for achieving optimal
results in high-rate cathodes. Additionally, there is a notable
lack of mechanical studies on multi-core-shell architectures,
particularly regarding stack pressure changes, which are critical
for practical applications.

We developed a blade mill apparatus designed to facilitate
intensive physical contact by coating SSEs onto CAM particles in
an argon-filled environment. The simplified blade mill design
eliminates the need for a scrapping mechanism to collect the
powder or any post-treatment process. Additionally, the air-
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tight design allows the blade milling process to be conducted
outside of a glovebox environment.

Our focus was on enhancing the electrochemical properties
at higher current densities and improving the capacity retention
of ASSLBs by fabricating LisPSsCl (LPSCl) SSE-coated
LNO@NMC811 (LiNiygMn,;C0010,) core-shell structures
using this blade milling (BM) process. SSE contents of 3%, 5%,
and 10% were used to determine the optimal coating amount
capable of achieving a balance between ionic and electronic
conduction. An SSE content of 5% was the most effective
amount of coating on 13 pm NMC811 particles and it facilitated
strong physical contact between the SSE and CAM. Further-
more, the ductile SSE coating on the hard CAM reduced the void
volume in the composite cathode and facilitated better densi-
fication, thereby inducing good packing. Consequently, both
the electronic and ionic conductivities were improved. These
features ultimately resulted in improved electrochemical
performance at high rates in ASSLBs. To the best of our
knowledge, the capacity of 112 mA h g~ " at 2C after 1000 cycles
reported herein is the highest for multi-core-shell cathodes.
Our findings offer valuable insights for developing and opti-
mizing high-rate-performance ASSLBs through effective
cathode engineering.

Results and discussion

A thin layer of LNO was coated on bulk NMCB811 particles
(particle size = 13 pm) with a well-ordered layered structure to
fabricate LNO@NMCS811 particles (Fig. 1Ai and ii). The focused-
ion beam combined with transmission electron microscopy
(FIB-TEM) images of the CAM cross-section indicate that the
LNO coating was thin with a size on the order of nanometers
(Fig. 1Bi). The thickness of the LNO coating was largely uniform
(6-10 nm, Fig. 1Bii) throughout the particle with some accu-
mulation in the crevices of the CAM surfaces. Subsequently,
LPSCl-coated LNO@NMC multi-core-shell particles were
prepared via a BM process with SSE weight ratios of 3% (BM-03),
5% (BM-05), and 10% (BM-10).

The LPSCI SSE effectively fused with the surface of the bulk
LNO@NMC particles to form an SSE@LNO@NMC multi-core—-
shell structure. The -calculated thickness of the SSE@L-
NO®@NMC particles (BM-05) was approximately 474 nm (Fig. 1C,
D and S2t), which is close to the theoretically calculated value of
516 nm. The theoretical calculation is detailed in ESI (Fig. S2).}
The bulk SSE@QLNO@NMC powder was coated conformally
onto the LNO@NMC particles, suggesting that fine agglomer-
ated LPSCI particles were not present in the BM powder as
shown in Fig. 2A(i and ii). Furthermore, the EDS results indicate
that LPSC] was homogenously coated onto the CAM powder
(Fig. 2B and S3%). The fusion of NMC and SSE particles was
confirmed via XRD analysis. However, distinct SSE peaks were
observed only in the BM-10 samples (Fig. 2C). The surface
chemical compositions of the LNO@NMC and BM-05 powders
were examined via X-ray photoelectron spectroscopy (XPS)
analysis to further examine the SSE coating on BM-05, and the
results are shown in Fig. 2D. Compared to the spectra of
LNO@NMC, the survey spectra of BM-05 exhibited new peaks
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Fig.1 (A; iand ii) FE-SEM images of LNO-coated NMC811. (B) (i) FIB-
TEM image and (i) EDS spectrum of LNO-coated NMC811
(LNO@NMC). (C and D) FIB-SEM image and EDS mapping of BM-05
powder.

corresponding to Cl 2p, S 2p, and P 2p photoemissions, indi-
cating that the surface of the LNO@NMC particles was
completely coated with LPSCIl. The structural homogeneity of
the BM powders was verified via Rietveld refinement. The
Rietveld refinement results for the BM-03, BM-05, and BM-10
samples indicate no significant changes in the crystal struc-
ture of the BM powders (Fig. S4t). Additional peaks corre-
sponding to LPSCI were observed in the BM-10 sample owing to
its high SSE content (Fig. S4D7). These distinct diffraction peaks
indicate that LPSCI retained good crystallinity after the BM
process. As ionic conductivity and tortuosity of the CAMs are
critical parameters for enhanced rate performance, SSE coating
onto the CAMs should have had a positive effect onto the
impedance spectra. The calculated ionic conductivities of the
LNO@NMC, BM-03, BM-05, and BM-10 composite cathodes
were 5.3 x 107>, 1.3 x 107% 1.8 x 107% and 1.9 x 10°*
mS cm ™, respectively (Fig. S5 and Table S1t). The ionic tortu-
osity factor (tjo,’) was calculated to account for the volume
fraction of active material in the composite cathode. The values
of tin? for the LNO@NMC, BM-03, BM-05, and BM-10
composite cathodes were 6.7, 2.0, 1.8, and 1.6, respectively
(Table S1t). Thus, the effective coating of SSE onto the
LNO@NMC particles not only increased the ionic conductivity
but also improved the ionic tortuosity in the composite cathode.
The initial discharge capacities during the subsequent electro-
chemical performance were 150, 165, and 115 mA h g * at 0.3C

This journal is © The Royal Society of Chemistry 2024
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Fig. 2 (A) FE-SEM images of 5 wt% SSE-coated LNO@NMC (BM-05). (B) EDS mapping of SSEQLNO@NMC powder. (C and D) XRD and XPS

spectra of the LigPSsCl (SSE), LNO@NMC811, and BM-05 powders.

for the BM-03-, BM-05- and BM-10-based ASSLBs, respectively
(Fig. S6t). The lower discharge capacity for the BM-10-based
ASSLB was attributed to the higher amount of SSE in the
matrix, which can lead to lower electronic conductivity and
consequently, decrease cathode utilization. Additionally, in
Fig. S6,1 the cycling was initiated directly at a C-rate of 0.3C
without a prior lower-rate formation step. This approach may
have resulted in lower discharge capacities for the BM-05 cell, as
the lack of initial conditioning at a lower C-rate could lead to
less optimal electro-chemo-mechanical formation within the
cell.

The mechanical effectiveness of the core-shell structure in
the composite cathode was investigated via surface and cross-
sectional examinations of the BM-05 and LNO@NMC
composite pellets. The SEM images indicated a homogenously
packed dense structure with uniform contact between the SSE
and BM-05 particles, which is in contrast to the irregularly
packed structure in the LNO®@NMC composite cathode
(Fig. 3A(i), (ii), C(i) and (ii)). Fig. 3A(iii) and C(iii) show the cross-
sectional polished (CP) SEM images of the LNO@NMC- and BM-
05-based cathode composites after uniaxial pressing. The

This journal is © The Royal Society of Chemistry 2024

number of surface and internal voids in the LNO@NMC-based
composite cathode was large owing to the inadequate
compaction of the SSE and NMC particles, primarily caused by
the friction between hard CAM particles. In contrast, the hard
core-soft shell structure of the BM-05 cathode yielded a denser
composite, thereby establishing excellent ionic and electronic
contact. Void formation (void area = 27.41%) in the
LNO@NMC-based composite can reduce the coverage of the
active material with ionic and electronic conductors, resulting
in increased interfacial resistance and subsequent degradation
in electrochemical performance during high-rate operations. In
contrast, the structure of the BM-05 cathode was highly dense
(void area = 8.43%), with intimate intra-particle contact
between LNO@NCM and LPSCI, promoting enhanced coverage
of active material particles. The effect of hard-hard and soft-
soft contact hypothesis was studied further via cross-sectional
examination of the BM-05- and LNO@NMC-based composite
cathodes. Different fabrication pressures, namely 150, 250, and
350 MPa, were applied and the effect of removal of these stack
pressures was examined. The residual stress induced between
the particles at high pressures can, in general, generate cracks

J. Mater. Chem. A, 2024, 12, 24896-24905 | 24899
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Fig. 3

(A) Surface SEM (A; i and ii) and cross-sectional CP-SEM (A; iii) images of the BM-05 composite cathode. (B) Cross-sectional SEM images

of the BM-05 composite cathode at 150, 250, and 350 MPa fabrication pressures. (C) Surface SEM (C; i and ii) and cross-sectional CP-SEM (C; iii)
images of the LNO@NMC composite cathode. (D) Cross-sectional SEM images of the BM-05 composite cathode at 150, 250, and 350 MPa

fabrication pressures.

that propagate when the pressure is removed. At high void
volumes, these cracks can delaminate the cathode from the SSE
separator and lead to lower electrochemical performance. This
behavior was observed for the LNO@NMC-based cathode,
wherein large cracks were observed at 150 MPa, and these
cracks remained at 250 and 350 MPa as well (Fig. 3D). In
contrast, the cracks were almost negligible in the BM-05-based
cathode. The soft-shell-soft-particle contact reduced the
residual stresses due to plastic deformations “slippery
compaction” and low void volume complemented this, thereby
limiting the crack propagation (Fig. 3B). The measured packing
density for the BM-05 composite cathode was 2.97 g cm ~,
which corresponds to 90.3% of the theoretical packing density
(3.27 g em®) and is 10% higher than that of the LNO@NMC
composite cathode (2.63 g cm™?) (Fig. 4A). Thus, the increased
compaction of BM-05 increased the packing density of the
cathode composite and consequently, improved the point-to-
point contact between the SSE and CAM particles.

The electro-mechanical stability of the BM-05 composite
cathode during cycling was examined via stack pressure
measurement using a specialized custom-built load-cell

24900 | J Mater. Chem. A, 2024, 12, 24896-24905

assembly (Fig. S7AT). The BM-05 composite|SSE|Li/In cell and
the bare LNO@NMC composite|SSE|Li/In cell were prepared in
a manner similar to the cycling cells in this study. The stack
pressure at 55 °C was measured at open circuit for 10 h for both
cells to examine the change in the stack pressure. The initial
stack pressure in both cells was 12.7 MPa, corresponding to the
5 N m (J) torque applied during cell assembly. As shown in
Fig. S7B,t the stack pressure in the BM-05 cell decreased to
10.6 MPa (16.7% reduction) after 10 h, whereas that in the
LNO®@NMC cell decreased to 8.7 MPa (31.5% reduction). This
change in the stack pressure at open circuit voltage (OCV) is
primarily associated with physical deformations in the cathode,
SE membrane, and Li/In metal. Li metal deformation accounts
for more than 50% of the pressure change, with SSE's (sepa-
rator) deformation being almost negligible.** Consequently, the
mechanical relaxation of the cathode has the most significant
impact on the stack pressure change at open circuit after the Li
metal. The BM-05 cell exhibited a lower decrease in the stack
pressure and thus, a higher mechanical stability compared to
the LNO@NMC cell owing to the better densification and low
void volume at the cathode. This high mechanical stability can

This journal is © The Royal Society of Chemistry 2024
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Fig. 4 (A) Comparison between the packing densities of the

LNO@NMC and BM-05 composite cathodes. (B) Rate of change in the
stack pressure of the LNO@NMC and BM-05 composite cathodes at
OCV.

be attributed to the “slippery compaction” phenomenon of SSE
and SSE@QLNO@NMC particles during the fabrication process.
This slippery compaction induces soft-shell SSE-SSE contact
(similar to that when two rubber balls are pressed together) and
promotes physical contact between the LNO@NMC particles
through the facile deformation of SSE. This results in a dense
ionic and electronic percolation structure. In contrast, this
contact in LNO@NMC is mostly frictional and elastic, which
limits the contact area and leads to poor compaction, resulting
in subsequent delamination from the SSE separator. Results of
differential electrochemical pressiometry further confirmed
this phenomenon: the BM-05-based ASSLB reached equilibrium
before 10 h of rest time, whereas the LNO@NMC-based ASSLB
remained in the deformation stage (Fig. 4B). Moreover, because
of the better densification and high ionic/electronic contact, the
OCV remained stable at approximately 2.0 V throughout the rest
time of 4 h (Fig. S7Ct).

ASSLBs with a Li/In metal anode and an LPSCI SSE separator
layer were fabricated to assess the electrochemical properties of
both the bare LNO@NMC and BM-05 composite cathodes in
a pressed cell configuration. During the test, the total active
material content within the composite cathode was maintained
at 75% and the loading level was set to 10 mg cm ™. Fig. 5A and
B illustrate the galvanostatic charge-discharge profiles of the

This journal is © The Royal Society of Chemistry 2024
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Fig. 5 (A and B) Charge—discharge profiles of the LNO@NMC- and
BM-05-based composite cathode ASSLBs at various current densities.
(C) Rate performance of the bare LNO@NMC- and BM-05-based
composite cathode ASSLBs.

ASSLBs for the LNO@NMC and BM-05 composite cathodes at
various current densities. The initial discharge capacity of the
BM-05 cell at 0.1C was 197 mA h g~ ', whereas that of the
LNO@NMC-based cell was 175 mA h g~*. The enhanced initial
discharge capacity of the BM-05 cell can be attributed to the
high utilization of the active material particles in the BM-05
cathode composite. Furthermore, the BM-05 cell exhibited
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improved discharge capacities of 197, 176, 167, 144, and
112mAhg 'at0.1,0.3, 0.5, 1.0, and 2.0C, respectively, whereas
the discharge capacities of the LNO@NMC cell were 176, 152,
141, 96, and 37 mA h g~ ', respectively, at the same current rates
(Fig. 5C).

This improved rate capability confirms the densely packed
ionic and electronic percolation structure of the BM-05
composite cathode. After rate cycling, the cells were re-cycled

A)

View Article Online
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at 0.1C to examine the capacity retention of the LNO@NMC
and BM-05 cells. The capacity of the BM-05 cells after 70 cycles
was >190 mA h g~ ', whereas that of the LNO@NMC cell was
163 mA h g '. This demonstrates that the core-shell architec-
ture of BM-05 helped retain the inter-particle contact in the
composite cathode even after cycling at higher current
densities.
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Fig. 6 Stack pressure evolution of the (A) BM-05 SSEQLNO@NMC|SSE|Li/In and (B) bare LNO@NMC|SSE|Li/In cells during cycling at 2C for 90
cycles. Stack pressure evolution during the 1st cycle (i and ii) and results of differential electrochemical pressiometry (iii) for the (C) BM-05
SSE@QLNO@NMCISSE|Li/In and (D) bare LNO@NMC|SSE|Li/In cells during cycling at 2C.
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Fig. 7 (A) Galvanostatic cycling of the bare LNO@NMC and BM-05-based cathode composite ASSLBs at 2C for 1000 cycles. (B) Comparison of

the reported specific capacities at various current densities for wet- and dry-coated multi-core—shell cathode active materials for ASSLBs. The

details can be found in Table S27.

The stack pressure change behavior at high current cycling
was examined by cycling the BM-05 and LNO@NMC-based
ASSLBs for 90 cycles at 2C. Abrupt lithiation/delithiation at
high current density can lead to poor CAM utilization due to
poor densification and ionic/electronic contact in the initial
cycles, resulting in a decrease in capacity retention.*® The stack
pressure in BM-05-based ASSLB reached a stable value after 40
cycles owing to the high densification and mechanical stability
at the composite cathode. In contrast, this stabilization in the
LNO@NMC cell occurred much later (after 60 cycles). The stack
pressure in LNO@NMC decreased continuously even after 90
cycles at 2C. However, the change in the stack pressure stabi-
lized much faster in the BM-05 cell (Fig. 6a and B). Results of
differential electrochemical pressiometry for the 1st cycles at 2C
(Fig. 6C and D) indicated a sharp increase in the pressure for the
LNO@NMC cell at 3.4 V (circled red) as compared to the BM-05
cell; similarly, a sharp decrease in the pressure was observed
during discharging for the LNO@NMC cell (circled red). This
demonstrates that the multi-core-shell architecture helped
maintain the mechanical structure of the composite at higher
current rates (it is important to note that the charge/discharge

This journal is © The Royal Society of Chemistry 2024

times at 2C for both cells are shorter than the typical dura-
tion. This is due to the specialized pressure-measuring setup,
which is primarily designed to provide insights into the
mechanical dynamics during cycling, specifically to observe and
compare the behavior of pressure changes between the
LNO@NMC and BM-05 cathodes. Therefore, these shorter cycle
times should not be interpreted as an indication of the inherent
performance of the cathode materials themselves, but rather as
a result of the specific test conditions.).

Fig. 7A shows the extended galvanostatic cycling of the BM-
05 and LNO@NMC cells at 2C for 1000 cycles. The discharge
capacity of the BM-05 cell after 1000 cycles was high at
112 mA h g * (0.1C/1C, 76%), whereas that of the LNO@NMC
cell was 74 mA h g~ (0.1C/1C, 54%). During the initial cycles,
frequent fluctuations in the capacity due to electrochemo-
mechanical stabilization were observed for both cells.
However, the BM-05 cell exhibited more stable cycling than the
LNO@NMC cell.

The stable cyclability of the BM-05 cell observed during the
initial cycles can be attributed to the lower stress relaxation
resulting from the better compaction within the composite
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compared to that of the LNO@NMC cell. Hence, stable physical
contact, combined with high compaction and low void volume
in the cathode composite, enhanced the Li-ion kinetics and
reduced the interfacial resistance, thereby increasing the
discharge capacity at high current densities. This phenomenon
is further evident in the Nyquist plots of the bare LNO@NMC
and BM-05 LPSCI@LNO@NMC composite cells obtained via
electrochemical impedance spectroscopy (EIS) before and after
cycling (1000 cycles at 2C) (Fig. S81).*** The interfacial resis-
tance (R;) values of the LNO@NMC and BM-05 cells before
cycling were 31.1 and 36.7 Q, respectively. The interfacial
resistance as well as the charge-transfer resistance (R.) of both
cells increased after cycling. The R; and R, values of BM-05 were
109 and 236 Q, respectively, whereas those of the LNO@NMC
cell were 148 and 291 Q, respectively. These spectroscopic data
confirm that the ionic conduction pathway of the BM-05
LPSCI@LNO@NMC composite cathodes after long cycling was
better preserved compared to that of bare LNO@NMC, leading
to an increase in electrochemical performance. To the best of
our knowledge, as shown in Fig. 7B, the cathode utilization and
rate capability of this engineered composite cathode are the
highest among the ASSLBs with LPSCI SSE-coated cathode.

Conclusions

In summary, we successfully prepared high-performance multi-
core-shell powders based on argyrodite sulfide solid electrolyte
and LNO@NMC811 powders using a dry, airtight BM technique.
The ASSLB cell with the 5% LPSCl-coated 13 um LNO@NMCS811
multi-core-shell powders in the composite cathode exhibited
significantly enhanced electrochemical performance, including
improved cathode utilization (reversible capacity), rate capability,
and cyclability. This improvement can be attributed to the low
void volume and enhanced ionic and electronic percolation in the
cathode composite facilitated by slippery compaction. These
findings represent a significant step towards the development of
composite cathodes with high energy density, high-rate perfor-
mance, and long cycle life for ASSLBs, and contribute to acceler-
ating the commercialization of ASSLBs.

Data availability

The dataset associated with this study includes raw data for
long-term charge-discharge cycling (Fig. 5C and 7A). These data
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electrochemo-mechanical aspects of core-shell composite
cathode for sulfide based all-solid-state batteries.”
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