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A B S T R A C T

The rock-salt phase (RSP) formed on the surface of Ni-rich layered cathodes in liquid-electrolyte lithium-ion 
batteries is conceived to be electrochemically "dead". Here we show massive RSP forms in the interior of 
LiNixMnyCo(1− x-y)O2 (NMC) crystals in sulfide based all solid state batteries (ASSBs), but the RSP remains 
electrochemically active even after long cycles. The RSP and the layered structure constitute a two-phase 
mixture, a material architecture that is distinctly different from the RSP in liquid electrolytes. The tensioned 
layered phase affords an effective percolation channel into which lithium is squeezed out of the RSPs by 
compressive stress, rendering the RSPs electrochemically active. Consequently, the ASSBs with predominant RSP 
in the NMC cathode deliver remarkable long cycle life of 4000 cycles at high areal capacity of 4.3 mAh/cm2. Our 
study unveils distinct mechano-electrochemistry of RSPs in ASSBs that can be harnessed to enable high energy 
density and durable ASSBs.   

1. Introduction

Ni-rich layered cathodes such as LiNixMnyCo(1− x-y)O2 (NMC, x ≥ 0.5)
are widely used in electrical vehicle batteries because of their high en
ergy density. [1–5] In liquid electrolytes, a rock-salt phase (RSP) of 
~30–200 nm thick forms on the surface of NMC, which impedes Li+

transport, thus causing severe rate limiting and capacity decay. [6] 
Indeed, the RSP is deemed electrochemically "dead". Recently, it has 
been unveiled that the lattice mismatch between the RSP and the layered 
phase effectively blocks Li+ extraction out of the layered phase at high 
state of charge, further supporting the electrochemically inactive nature 

of the RSP. [7] While the detrimental effect of the RSPs in liquid elec
trolyte Li ion batteries (LELIBs) has become clear, its roles in 
all-solid-state batteries (ASSBs) remain unexplored. [8]. 

Here we show that a massive RSP formed in the bulk of NMC721 
after 4000 cycles (abbreviated as NMC721–4000 hereafter) in sulfide 
based ASSBs. Strikingly, in contrast to the surface RSP in LELIBs, this 
bulk RSP does not cause significant capacity decay. In fact, after 4000 
cycles, the NMC721 based ASSBs still retains a capacity of 77%. When 
cycled at 0.2 C, the NMC721–4000 can still deliver a remarkable ca
pacity of 138 mAh/g, which is comparable to the capacity of the pristine 
NMC721 cycled at the same rate and current density. Furthermore, the 
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NMC721–4000 survives without any trace of cracks, which is in sharp 
contrast to the NMC cycled in LELIBs, in which cracking is ubiquitous. 
[9] The major defects in the NMC721–4000 are pitting and oxygen 
precipitation. Interestingly, oxygen release not only causes cavity for
mation in the NMC721 but also spills over to the surrounding 
Li10Si0.3PS6.7Cl1.8 (LSPSCl) electrolyte, causing enormous void forma
tion in the LSPSCl. These observations suggest that the electrochemistry, 
chemomechanics and degradation mechanisms of NMC in ASSBs may be 
distinctly different from that in LELIBs, and thus warrant further 
investigation. 

2. Results and discussion 

2.1. Materials characterization 

X-ray diffraction (XRD) indicates that the pristine NMC721 has a 
hexagonal structure with a space group of R-3 m and a lattice parameter 
of a = 2.878 Å and c = 14.19 Å (Fig. S1a). Scanning electron microscopy 
(SEM) images of the pristine NMC721 particle indicate a particle size 
ranging from 3 to 7 µm (Fig. S1b-c). A cross sectional high-angle annular 
dark field - scanning electron microscopy (HAADF-STEM) image of the 
pristine NMC721 particles shows the radially assembled grains with a 
size ranging from 200 to 500 nm and have some large cavities in the 
centers (Fig. S1d). Energy dispersive X-ray (EDX) mapping indicates that 
Ni, Co, Mn and O are uniformly distributed in the particle (Fig. S1e-j). 
Moreover, a thin layer of LiNbO3 with a thickness of 10 nm was coated 
around the NMC721 particles (Fig. S1j). Previous studies indicate that 
coating of LiNbO3 on the surface of NMC can not only reduce the 
interfacial impedance between NMC and the sulfide solid electrolyte 
(SE), but also prevent the reaction between LSPSCl SE and the NMC 
particles. The HAADF-STEM image exhibits a perfect layered structure 
with a lattice spacing of 4.93 Å for the (003) plane (Fig. S1k). XRD 

pattern of the LSPSCl SE exhibits a cubic structure with a space group of 
F-43 m and a lattice parameter of a = 9.88 Å similar to that of the 
reference Li7PS6 (Fig. S2). The ionic conductivity of the LSPSCl SE is 3.0 
* 10− 3 S/cm. 

2.2. Electrochemical performance of the ASSBs 

The battery was assembled in a homemade mold with LSPSCl as SE, 
Li-In as the anode, and NMC721 as the cathode (Fig. S3a-c, detailed cell 
assembly is shown in the Supporting Information). LSPSCl powders were 
pressed into pellets under different pressures in a mold. NMC721 cath
ode active materials (CAMs) were mixed with LSPSCl powders with a 
mass ratio of 7:3 and pressed into pellets. Li foils were placed on top of 
the In foils and were used as the anodes. The cathode pellets, the SE and 
the Li-In pellets were then pressed together in a mold to assemble the 
ASSBs. The cross-section SEM image shows an intimate solid-solid 
contact among the SE, the cathode and the Li-In anode in the ASSBs 
(Fig. S4a-c), and the corresponding EDX mapping shows clearly distinct 
cathode, anode and electrolyte layers (Fig. S4d). 

The electrochemical performances were evaluated at a voltage 
window of 2.7–4.3 V (vs. Li+/Li) at room temperature. At 1 C and a high 
NMC721 mass loading of 36 mg/cm2, the charge/discharge profiles 
(Fig. 1a) show very limited shape changes after long cycling. The 
NMC721 electrode delivered a discharge capacity of 116 mAh/g with an 
initial Coulombic efficiency (CE) of 76%. The ASSBs exhibit superior 
areal capacity (compared with previously reported results [10–12]) at 
high cathode mass loadings. It provides comparable areal capacities to 
commercial LELIBs (typically > 4 mAh/cm2). [13,14] The NMC721 
electrode exhibits a high initial areal capacity of 4.3 mAh/cm2 with a 
capacity retention of 82% after 2000 cycles (Fig. 1b), and 77% even after 
4000 cycles (Fig. 1c). Moreover, when the C-rate was switched to 0.2 C 
(0.8 mA/cm2) after 4001 cycles, the NMC721–4000 delivered a 

Fig. 1. Electrochemical measurements of the ASSBs. Voltage profiles (a), charge/discharge capacity and the Coulombic efficiency for NMC721 after 2000 cycles (b) 
and after 4000 cycles (c). Voltage profiles (d) and rate capability (e) of NMC721 after 4000 cycles. (f) Comparison of the performance of ASSBs with that in literature. 
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remarkable capacity of 138 mAh/g, which is comparable to the 1st cycle 
capacity of the pristine NMC721 cycled at the same rate and current 
density (Fig. 1d-e). Upon cycling at 3 C (11.5 mA/cm2), the 
NMC721–4000 discharge capacity was 58 mAh/g, and when cycled at 1 
C again, the discharge capacity was 91 mAh/g, close to the specific 
capacity of 88.6 mAh/g at the 4001th cycle at 1 C (Fig. 1d-e). To the best 
of our knowledge, these results represent the longest cycle life achieved 
at a high areal capacity and high mass loading (Fig. 1f). [10–12,15–17]. 

2.3. Microstructure characterization of the ASSBs 

SEM images of the ASSB after 4000 cycles indicate a straight and 
smooth LSPSCl/CAM interface (Fig. 2a and Fig. S5a). EDX mapping in
dicates a sharp interface between the LSPSCl and the CAM (Fig. S5b). 
The NMC721 particles after 4000 cycles maintained good integrity 
(Fig. S6), and the secondary NMC721 particles were intact even after 
4000 cycles (Fig. S7). High magnification SEM images reveal a distinct 
interfacial transition layer with a thickness of about 1 µm between the 
LSPSCl and the NMC721–4000 particle, and the transition layer exhibits 
darker contrast than both the LSPSCl and the NMC721–4000 (Fig. 2b-c). 
Each NMC721–4000 is surrounded by a transition layer (Fig. S8-10), 
which is also reflected in a 3D image (Fig. S11). EDX mapping indicates 
that the interfacial transition layer is O-rich but S-deficient (Fig. S12). 

Detailed inspection of the transition layer indicates numerous voids with 
size ranging from 20 to 300 nm. The contrast of the interface between 
the NMC721–4000 particle and the transition layer is sharp while that 
between the transition layer and the LSPSCl is somewhat blunt, indi
cating that the transition layer is located in the LSPSCl layer (Fig. 2d-e). 
Note that there is virtually no visible voids or cracks in the 
NMC721–4000 particles near the transition layer. There are many large 
cavities in the center of the NMC721–4000 particles which existed in the 
pristine sample (Fig. S1d). The absence of fracture and cracking in the 
NMC721 primary particles after long cycling of ASSBs is in sharp 
contrast to the ubiquitous cracking of NMC particles in LELIBs after 
cycling [18–24]. We attribute this difference to the high stack pressure 
and the special structure design of NMC721, where many large cavities 
existed in the center of the NMC721 particles, which facilitate stress 
release and suppress cracking during cycling. 

EDX mapping further confirms that the transition layer is located in 
the LSPSCl, not in the NMC721–4000 particle (Fig. 2f-g and Fig. S13a-b), 
and the transition layer is deficient in S, P, Si, Cl. Moreover, high O 
content and trace amount of Ni and Co are also detected in the transition 
layer, and Mn has slipped out of the transition layer and reaches to the 
inner LSPSCl SE. The presence of O, Ni, Co in the transition layer and Mn 
in the SE ascertains that transition metal dissolution into the sulfide SE 
has taken place. The selected area electron diffraction (SAED) result 

Fig. 2. SEM characterization of the LSPSCl/NMC721 interfaces after 4000 cycles. (a) A low magnification SEM image of the LSPSCl/NMC721 interface. (b) A SEM 
image of the NMC721/LSPSCl interface, showing a transition layer with darker contrast than the NMC721 and the SE. (c-d) SEM images of the NMC721 particle and 
its surrounding transition layer. (e) A high magnification SEM image showing the massive voids in the transition layer. A SEM image of NMC721 and its surrounding 
transition layer (f), and the corresponding EDX mapping (g). 
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indicates the O, Ni, Co elements in the transition layer exist in the form 
of Ni2O3 (JCPDS No. 14–0481) and Co2O3 (JCPDS No. 02–0770) 
nanoparticles (Fig. S14a-e). To the best of our knowledge, this is the first 
report of transition metal dissolution in SE, a phenomenon that is 
prevalent is LELIBs [25–27]. 

The microstructure of the NMC721–4000 was characterized by 
electron microcopy. TEM image indicates a particle with a size ranging 
of about 5 µm comprising of many secondary particles of 200–500 nm 
(Fig. 3a). There are large pores in the center of the primary particles, 
which are from the pristine samples (Fig. S1e). Detailed inspection of 
individual primary particles reveals massive nanovoids or corrosion pits 
with sizes ranging from 5 to 10 nm and crack-like dark stripes parallel to 
one another (Fig. 3b-c, Fig. S15a-b and Fig. S16a-d). EDX mapping in
dicates that the nanopores are rich in S, suggesting diffusion of S into the 
nanopores (Fig. 3d). Atomic resolution HAADF-STEM and annular 
bright field-scanning electron microscopy (ABF-STEM) images indicate 
that the bulk of the NMC721–4000 exhibits RSP rather than the layered 
structure, indicating that a massive phase transformation from a layered 
structure to a rock-salt structure after 4000 cycles has occurred (Figs. 3e, 
e-1, e-2 and e-3). We estimate from several representative HAADF-STEM 
images that the proportion of the RSP and disordered layered phases are 
over 70% in the NMC721–4000 (Fig. S17a-d). HAADF-STEM images 
indicate that the crack-like dark stripes are interconnected nanopores 
which aligned along the (003)/(111) planes of the layered/RSP phases 
(Fig. 3f and Fig. S18). HAADF-STEM and ABF-STEM images indicate that 
the nanopores (Fig. 3g, g-1 and g-2) or stripes (Fig. 3h) are actually not 
empty but filled with RSP despite significant mass loss. Note that the 
RSPs are nucleated from the nanovoids surface in the interior of the 
NMC particles (Fig. 3g and Fig. S19a-b). RSP formation on the surface of 
Ni-rich layered cathode has been widely reported in LELIBs and ASSBs 
(Fig. S20a-c), however, RSP formation in the bulk of Ni-rich layered 
cathode has not been reported. [28] The RSP in the NMC721–4000 is 
distinctly different from that observed in the NMC in LELIB: the RSP in 
the former is massive and mixed with the layered structure (e.g. Fig. 3e), 
which dominates the structure of the entire NMC721–4000 particles. In 
contrast, the RSP in the latter exists predominantly on the surface of the 
NMC particle with a thickness of usually ~20–200 nm. 

Although the NMC721–4000 is dominated by RSP, when it was 
cycled at 0.2 C after 4001 cycles, it delivered an astonishing 138 mAh/g 
specific capacity, which is comparable to that of the pristine NMC cycled 
at the same electrochemical conditions. When cycled at 3 C and 1 C, it 
also delivered capacities of 58 and 91 mAh/g, proving conclusively the 
RSP is electrochemically active. [29–31]. 

In LELIBs, the RSP is formed via two different mechanisms. [32] In 
the first, the interaction of the liquid electrolyte with the surface of NMC 
causes O stripping from NMC, leading to the formation of RSP; [33–35] 
in the second, over delithiation induces under-coordinated transition 
metals, which become unstable and migrate to the Li conduction layer, 
forming the RSP. [36] In ASSBs, we revealed the nucleation of RSP from 
the interior of the NMC particle, and majority of the NMC particle has 
been converted to RSP, suggesting that the second mechanism seen in 
LELIBs is mostly active in ASSBs. 

It is unexpected that upon the majority of the layered structure has 
been converted to RSP, the ASSBs still delivered impressive capacity. 
More astonishingly, when cycled at low rate, the RSP phase delivered a 
capacity comparable to that of the pristine layered NMC, proving 
unambiguously the electrochemical active nature of the RSP, which is 
opposite to the conventional view that the RSP is electrochemically 
dead. In fact, previous report showed that only less than 10% of RSP may 
lead to 50% capacity loss of LELIBs, [33,37–41] which leads to the view 
that in such RSP Li+ diffusion channel is completely blocked. [42] 
However, it was speculated that disordered RSP may exhibit electro
chemical activity. [28,43,44] It was proposed that a percolating network 
for Li+ diffusion in Li1.211Mo0.467Cr0.3O2 with a lithium-excess cation 
disordered phase can be formed, and density functional theory (DFT) 
calculation suggests that Li+ diffusion in the Li-percolating network is 

energetically feasible in the lithium-excess cation-disordered rock-salt 
type structure. [28]. 

To resolve the controversial views regarding the electrochemical 
activity of the RSPs, we turn to mechanics analyses based on the dif
ferential material architecture of the RSPs formed in liquid and solid 
electrolytes (Fig. 4, Fig. S21 and Fig. S22). [45] In liquid electrolytes, 
RSPs form primarily at the electrode/electrolyte interface covering the 
active layered phase at the interior of NMC particles, forming a 
core-shell like structure during cycling. It is known that the dense RSP 
layer considerably slows down Li+ diffusion. More importantly, lattice 
mismatch between the RSP and the layered phase generates compressive 
stress in the RSP layer and tension in the layered phase, as shown in 
Fig. 4a by our finite element analysis. The compressive stress further 
retards and may even completely blocks Li+ diffusion at high state of 
charge. [46–49] As a result, the thick, compressed RSPs functions as an 
impermeable layer, trapping all the remaining Li+ in the layered phase, 
causing considerable capacity loss. The large tensile stress may well 
exceed the strength of the layered structure, causing fracture, as widely 
reported by previous studies. 

Differently, in ASSBs disordered RSPs are dispersed in the layered 
phase, forming a 3D mixture. A layer of RSP also forms at the electrode/ 
electrolyte interface; this layer (∼ 2 nm), however, is much thinner than 
that in liquid electrolytes (∼ 20 − 200 nm). The lattice mismatch be
tween the RSP and the layered phase still situates the RSPs in 
compression and the layered phases in tension (Fig. 4b). During 
charging, the stress gradient between the phases drives Li+ from the RSP 
to adjacent layered phase and nanopores, much like squeezing water out 
of wet clothes. The connected nanopores and the layered phase form a 
percolation channel, facilitating Li+ transport out of the NMC particles, 
thus maintaining a large capacity albeit low kinetics. The externally 
applied stack pressure superimposes onto the lattice mismatch induced 
stress field, increasing the compression in RSPs but reducing the tension 
in layered structure. This asymmetric stress state inhibits crack nucle
ation and propagation, setting the NMC particle on a mechanically safe 
mode. [50]. 

Owing to the relative compliance of the surrounding SEs in com
parison to the NMC particles, the chemical potential of oxygen mole
cules released from the RSP transformation in SE is much lower than 
inside the NMC particles. The chemical potential gradient drives the 
oxygen diffusion and insertion into the SEs, leaving vacancies and 
nanopores near the RSPs on the one hand and forming the transition 
layer in the SEs on the other. 

3. Conclusion 

In conclusion, our study reveals distinct electrochemistry of RSPs in 
ASSBs from LELIBs: electrochemically dead in the latter but active in the 
former. We attribute the different electrochemical activeness of the RSPs 
to the phase architecture and the accompanying mechanics. While the 
lattice mismatch generally causes RSPs in compression and the layered 
structures in tension, the different phase architectures of the formed 
RSPs lead to distinct mechanical effects on Li+ transport, detrimental in 
LELIBs but beneficial in ASSBs. Moreover, we reveal that the unique 
phase architecture and chemomechanics in ASSBs afford the NMC 
cathodes high cracking resistance, which is further pronounced when 
high stack pressure is applied. These findings provide new understand
ing to the chemomechanics and electrochemistry of ASSBs that can be 
effectively harnessed to enable high energy density and durable ASSBs, 
which hold great promise for electrical vehicle applications. 

4. Experimental section 

4.1. Assembly of Li-In/LSPSCl/NMC721 ASSBs 

a. Electrolyte layer fabrication: The Li10Si0.3PS6.7Cl1.8 (LSPSCl) solid 
electrolyte (SE) powders were purchased from GLESI Corp., CHINA. A 
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Fig. 3. STEM characterization of the NMC721 
after 4000 cycles. (a) A low magnification 
STEM-HAADF image of the NMC721–4000 
particle, showing numerous large voids pre
existed in the pristine particle. (b-c) STEM- 
HAADF images of the NMC721–4000 parti
cle, showing the massive nano voids and dark 
stripes in the secondary particles. (d) EDX 
mapping of a NMC721–4000 particle with 
nano voids and stripes. (e) STEM-HAADF 
showing the majority of the NMC721–4000 
particle has been converted to RSP. STEM- 
HAADF (f-g), and ABF (h) images showing 
the voids lined up along the (111) RSP/ (003) 
layered cathode. The RSPs are nucleated in the 
interior of a NMC721–4000 particle. All the 
voids are filled with RSPs.   
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70 mg LSPSCl powder with a particle size of 1–10 µm was poured into a 
Teflon tube with a diameter of 10 mm, and then cold-pressed at a 
pressure of 380 MPa to obtain an electrolyte pellet with a thickness of 
~400 µm (Fig. S3a). 

b. Cathode fabrication: The polycrystalline LiNi0.7Co0.2Mn0.1O2 
(NMC721) powders were produced by GLESI, CHINA. NMC721 cathode 
particles with sizes ranging from 3 to 7 µm, which were coated by a 
LiNbO3 layer with a thickness of 10 nm, were mixed with LSPSCl pow
ders in a weight ratio of 7:3 using an agate mortar and a pestle. The 
mixture of cathode and LSPSCl was then placed on the top of the LSPSCl 
electrolyte pellet and pressed at a preparation pressure (PC) of 1220 MPa 
(Fig. S3b). 

c. Anode preparation: A thin lithium foil with a thickness of 50 µm 
was pressed on an indium (In) foil of 50 µm under a processing pressure 
(Pc) of 760 MPa at the bottom of an electrolyte layer to form a Li-In 
electrode, and then a battery test was performed at a stack pressure 
(PS) of 760 MPa (Fig. S3c). 

4.2. Electrochemical measurements 

a. Galvanostatic charge and discharge measurements of the batteries 
were conducted on a LAND CT-2001A (Wuhan LAND Electronic Co.Ltd., 
Wuhan, China) battery test system in a glove box under Ar atmosphere 
at room temperature. The ASSBs were first charged to 4.3 V (vs. Li+/Li) 
at a constant current of 1 C (1 C = 150 mAh/g) and then remained at a 
constant voltage of 4.3 V (vs. Li+/Li) for 15 min. During the discharge 
process, the ASSBs were discharged to 2.7 V (vs. Li+/Li) at the same 
current of 1 C at room temperature. 

4.3. Postmortem characterizations 

a. X-ray diffraction (XRD, Rigaku D/MAX-2500, Japan) was carried 
out to characterize the material structure in the range from 10◦ to 90◦

with a step of 5◦/min, using Cu Kα radiation. To avoid air exposure, the 
samples were protected by an amorphous film in a glove box with water 
and oxygen contents less than 0.1 ppm. 

b. To obtain SEM images of the cross-section of the ASSBs, the ASSBs 
was polished using a cross section polisher (JEOL, IB-19520CCP, Japan). 
The ASSBs were then placed on SEM stubs and transferred to the FIB- 
SEM using a home-made sample transition tool kit. Cross sectional 
characterizations of the ASSBs were performed using focused ion beam 
and scanning electron microscopy (FIB-SEM, Helios G4 CX, Thermo 
Fisher Scientific). Energy dispersive X-ray (EDX, Thermo Fisher Scien
tific) mapping was used to analyze the chemical composition of the cross 

sections of the ASSBs and the interface between NMC721 and LSPSCl. 
During the transfer process, the samples were not exposed to the air. The 
samples for scanning transmission electron microscopy (STEM) obser
vations with a thickness of 60 nm were fabricated by FIB under a 
2–30 kV Ga+ ion beam with a current of 44 nA to 14 pA. The FIB pre
pared samples were characterized by a STEM (Themis Z, Thermo Fisher 
Scientific) at 300 kV with a condenser lens spherical aberration (Cs) 
corrector (CEOS GmbH). The collection semiangles of the STEM de
tectors were set to 65–200 mrad for high angle annular dark field 
(HAADF) imaging, and 8–17 mrad for annular bright field (ABF) im
aging. To avoid serious specimen damage and obtain reliable images, 
the beam current was adjusted to be as low as possible (40–65 pA). 

CRediT authorship contribution statement 

Zhenyu Wang: Conceptualization, Methodology, Validation, Data 
analysis, Investigation. Dingchuan Xue: Conceptualization, Methodol
ogy, Validation, Data analysis, Investigation. Jun Zhao: Conceptuali
zation, Methodology, Validation, Data analysis, Investigation. Xuedong 
Zhang: Conceptualization, Methodology, Validation, Data analysis, 
Investigation. Lin Geng: Conceptualization, Methodology, Validation, 
Data analysis, Investigation. Yanshuai Li: Conceptualization, Method
ology, Validation, Data analysis, Investigation. Congcong Du: Concep
tualization, Methodology, Validation, Data analysis, Investigation. 
Jingming Yao: Conceptualization, Methodology, Validation, Data 
analysis, Investigation. Xinyu Liu: Conceptualization, Methodology, 
Validation, Data analysis, Investigation. Zhaoyu Rong: Conceptualiza
tion, Methodology, Validation, Data analysis, Investigation. Baiyu Guo: 
Conceptualization, Methodology, Validation, Data analysis, Investiga
tion. Ruyue Fang: Conceptualization, Methodology, Validation, Data 
analysis, Investigation. Yong Su: Conceptualization, Methodology, 
Validation, Data analysis, Investigation. JianYu Huang: Writing – 
original draft, Conceptualization, Methodology, Data analysis, Investi
gation, Writing – review & editing, Supervision, Project administration. 
Sulin Zhang: Writing – original draft, Conceptualization, Methodology, 
Data analysis, Investigation, Writing – review & editing, Supervision, 
Project administration. Zaifa Wang: Writing – original draft. Lingyun 
Zhu: Conceptualization, Methodology, Data analysis, Investigation, 
Writing – review & editing, Supervision, Project administration. Liqiang 
Zhang: Conceptualization, Methodology, Data analysis, Investigation, 
Writing – review & editing, Supervision, Project administration. Yongfu 
Tang: Conceptualization, Methodology, Data analysis, Investigation, 
Writing – review & editing, Supervision, Project administration. Zhaoyu 
Rong: Methodology, Data analysis. Xinyu Liu: Methodology, Data 

Fig. 4. Stress-mediated Li+ transport kinetics in 
liquid and solid electrolytes. (a) In liquid elec
trolytes, electrochemical cycling forms a thick 
RSP (∼20–200 nm) at the NMC/electrolyte 
interface. The lattice mismatch between the 
phases generates compression in the RSPs (red) 
and tension in the layered structures (blue). The 
dense, highly compressed RSPs function as an 
impermeable layer that traps all the remaining 
Li+ in the interior layered phases, causing 
considerable capacity loss. (b) In solid electro
lytes, electrochemical cycling forms RSPs that 
are dispersed into the bulk of the NMC particle. 
The compressive stress in the RSPs (red) 
squeezes Li+ out of the RSPs into the adjacent 
layered phases (light blue/blue), and the 
layered phases form a percolation channel that 
conducts Li+ further out of the NMC particle, 
rendering an electrochemically active RSPs.   

Z. Wang et al.                                                                                                                                                                                                                                   



Nano Energy 105 (2023) 108016

7

analysis. Claude Delmas: Writing – review & editing. Stephen J. 
Harris: Writing – review & editing. Marnix Wagemaker: Writing – 
review & editing. 

Declaration of Competing Interest 

The authors declare that they have no known competing financial 
interests or personal relationships that could have appeared to influence 
the work reported in this paper. 

Data Availability 

Data will be made available on request. 

Acknowledgements 

This work was financially supported by the National Natural Science 
Foundation of China (22279112, 52022088, 51971245, 51772262, 
21406191, U20A20336, 21935009), Beijing Natural Science Founda
tion (2202046), Fok Ying-Tong Education Foundation of China 
(171064), Natural Science Foundation of Hebei Province 
(B2022203018, B2020203037, B2018203297), Hunan Innovation Team 
(2018RS3091). The Science and Technology Innovation Program of 
Hunan Province (2020RC2079, 2021RC3109). S.J.H. was supported by 
the Assistant Secretary for Energy Efficiency, Vehicle Technologies Of
fice of the US Department of Energy under the Advanced Battery Ma
terials Research Programs. 

Appendix A. Supporting information 

Supplementary data associated with this article can be found in the 
online version at doi:10.1016/j.nanoen.2022.108016. 

References 

[1] J. Kim, H. Lee, H. Cha, M. Yoon, M. Park, J. Cho, Prospect and reality of Ni-rich 
cathode for commercialization, Adv. Energy Mater. 8 (2018), 1702028. 

[2] W. Li, E.M. Erickson, A. Manthiram, High-nickel layered oxide cathodes for 
lithium-based automotive batteries, Nat. Energy 5 (2020) 26–34. 

[3] A. Manthiram, B. Song, W. Li, A perspective on nickel-rich layered oxide cathodes 
for lithium-ion batteries, Energy Storage Mater. 6 (2017) 125–139. 

[4] S.T. Myung, F. Maglia, K.J. Park, C.S. Yoon, P. Lamp, S.J. Kim, Y.K. Sun, Nickel- 
rich layered cathode materials for automotive lithium-ion batteries: achievements 
and perspectives, ACS Energy Lett. 2 (2017) 196–223. 

[5] H.-J. Noh, S. Youn, C.S. Yoon, Y.-K. Sun, Comparison of the structural and 
electrochemical properties of layered Li[NixCoyMnz]O2 (x= 1/3, 0.5, 0.6, 0.7, 0.8 
and 0.85) cathode material for lithium-ion batteries, J. Power Sources 233 (2013) 
121–130. 

[6] H. Zhang, H. Liu, L.F.J. Piper, M.S. Whittingham, G. Zhou, Oxygen loss in layered 
oxide cathodes for li-ion batteries: mechanisms, effects, and mitigation, Chem. Rev. 
122 (2022) 5641–5681. 

[7] C. Xu, K. Märker, J. Lee, A. Mahadevegowda, P.J. Reeves, S.J. Day, M.F. Groh, S. 
P. Emge, C. Ducati, B. Layla Mehdi, Bulk fatigue induced by surface reconstruction 
in layered Ni-rich cathodes for Li-ion batteries, Nat. Mater. 20 (2021) 84–92. 

[8] C. Wang, S. Hwang, M. Jiang, J. Liang, Y. Sun, K. Adair, M. Zheng, S. Mukherjee, 
X. Li, R. Li, H. Huang, S. Zhao, L. Zhang, S. Lu, J. Wang, C.V. Singh, D. Su, X. Sun, 
Deciphering interfacial chemical and electrochemical reactions of sulfide-based all- 
solid-state batteries, Adv. Energy Mater. 11 (2021), 2100210. 

[9] H.-H. Ryu, B. Namkoong, J.H. Kim, I. Belharouak, C.S. Yoon, Y.-K. Sun, Capacity 
fading mechanisms in Ni-rich single-crystal NCM cathodes, ACS Energy Lett. 6 
(2021) 2726–2734. 

[10] X. Li, Q. Sun, Z. Wang, D. Song, H. Zhang, X. Shi, C. Li, L. Zhang, L. Zhu, 
Outstanding electrochemical performances of the all-solid-state lithium battery 
using Ni-rich layered oxide cathode and sulfide electrolyte, J. Power Sources 456 
(2020), 227997. 

[11] D.H. Tan, Y.T. Chen, H. Yang, W. Bao, B. Sreenarayanan, J.M. Doux, W. Li, B. Lu, S. 
Y. Ham, B. Sayahpour, Carbon-free high-loading silicon anodes enabled by sulfide 
solid electrolytes, Science 373 (2021) 1494–1499. 

[12] L. Zhou, T.T. Zuo, C.Y. Kwok, S.Y. Kim, A. Assoud, Q. Zhang, J. Janek, L.F. Nazar, 
High areal capacity, long cycle life 4 V ceramic all-solid-state Li-ion batteries 
enabled by chloride solid electrolytes, Nat. Energy (2022) 1–11. 

[13] D. Lin, Y. Liu, Y. Cui, Reviving the lithium metal anode for high-energy batteries, 
Nat. Nanotechnol. 12 (2017) 194–206. 

[14] S.-H. Park, P.J. King, R. Tian, C.S. Boland, J. Coelho, C. Zhang, P. McBean, 
N. McEvoy, M.P. Kremer, D. Daly, J.N. Coleman, V. Nicolosi, High areal capacity 

battery electrodes enabled by segregated nanotube networks, Nat. Energy 4 (2019) 
560–567. 

[15] X. Fan, G. Hu, B. Zhang, X. Ou, J. Zhang, W. Zhao, H. Jia, L. Zou, P. Li, Y. Yang, 
Crack-free single-crystalline Ni-rich layered NCM cathode enable superior cycling 
performance of lithium-ion batteries, Nano Energy 70 (2020), 104450. 

[16] L. Ye, X. Li, A dynamic stability design strategy for lithium metal solid state 
batteries, Nature 593 (2021) 218–222. 

[17] Y. Zhang, X. Sun, D. Cao, G. Gao, Z. Yang, H. Zhu, Y. Wang, Self-Stabilized LiNi0. 
8Mn0. 1Co0. 1O2 in thiophosphate-based all-solid-state batteries through extra 
LiOH, Energy Storage Mater. 41 (2021) 505–514. 

[18] P. Yan, J. Zheng, M. Gu, J. Xiao, J.G. Zhang, C.M. Wang, Intragranular cracking as 
a critical barrier for high-voltage usage of layer-structured cathode for lithium-ion 
batteries, Nat. Commun. 8 (2017) 1–9. 

[19] J. Vetter, P. Novák, M.R. Wagner, C. Veit, K.C. Möller, J. Besenhard, M. Winter, 
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