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Composite solid-state electrolytes (CSEs) based on lithium aluminum titanium phosphate (LATP) have
become a pivotal research direction for next-generation solid-state lithium batteries (SSLBs), owing to
their high ionic conductivity and excellent environmental stability. Despite the advantages conferred by its
NASICON-type structure, LATP exhibits inherent brittleness and poor interfacial compatibility. By combin-
ing LATP with flexible polymers, CSEs effectively integrate the high ionic conductivity of the ceramic
phase with the superior processability and interfacial adaptability of the polymer matrix. This review high-
lights key strategies for enhancing the performance of CSEs, including optimization of filler morphology
and content, surface modification, incorporation of plasticizers/ionic liquids, and application of in situ
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polymerization techniques. Particular attention is given to critical challenges such as mitigating side reac-
tions between LATP and lithium metal, suppressing lithium dendrite growth, and improving compatibility
with high-voltage cathodes. Finally, we propose that future efforts should focus on interfacial engineering,
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1. Introduction

With the growing global demand for high-energy-density and
high-safety energy storage devices, conventional lithium-ion
batteries (LIBs) employing organic liquid electrolytes face
inherent limitations due to their safety risks, such as flamm-
ability, electrolyte leakage, and short circuits caused by
lithium dendrite growth.'” As an ideal candidate for next-
generation battery technology, solid-state lithium batteries
(SSLBs) replace liquid electrolytes with solid-state electrolytes,
which are expected to fundamentally address safety concerns
while providing a higher energy density and longer cycle
life.*® Solid-state electrolytes (SSEs) serve as the core com-
ponent of solid-state batteries, with their performance directly
determining the overall battery performance.

In the past few years, many different kinds of SSEs have
been reported and these SSEs are primarily classified into
three categories: inorganic solid-state electrolytes (ISEs), solid
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scalable manufacturing, and computational modeling to facilitate practical implementation.

polymer electrolytes (SPEs), and organic-inorganic composite
solid-state electrolytes (CSEs).>™®

ISEs typically show high ionic conductivity along with excel-
lent thermal stability, chemical stability, and mechanical
strength. Common ISEs include oxides, sulfides, and halides.’?
Among these inorganic solid-state electrolytes, NASICON-struc-
tured compounds such as lithium aluminum titanium phos-
phate (Li;., Al Ti, »(PO,)s, abbreviated as LATP) and lithium
aluminum germanium phosphate LAGP (Li;1AlL,Ge, (PO4)s3)
have been considered as among the most promising oxide-
based inorganic solid-state electrolytes due to their high
lithium-ion conductivity, excellent environmental stability,
and relatively low cost. They have already achieved preliminary
commercialization at a moderate scale.””*' However, there
are still some defects including inherent inflexibility and brit-

tleness, and easy reaction with the Li anode, which
hinder their scalable manufacture and application in
batteries.>"*™'® The inherent brittleness makes it challenging

to produce large-area, flexible thin films, while poor interfacial
contact with rough electrode surfaces results in excessive inter-
facial impedance,- a major obstacle for their application in all-
solid-state batteries.'”” The poor electrochemical stability
against lithium metal anodes makes them undergo side reac-
tions that form high-resistance interphases or they even get
reduced, leading to performance degradation and safety
concerns.'®

This journal is © The Royal Society of Chemistry 2025
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SPEs generally consist of polymer matrices and dissolved
lithium salts, where segmental motion of polymer chains facili-
tates Li-ion transport. Polyethylene oxide (PEO) is the earliest
and most extensively studied polymer matrix, valued for its
ability to dissolve lithium salts and form flexible films. Other
widely used polymers include polyvinylidene fluoride (PVDF),
polyacrylonitrile ~ (PAN), and polymethyl methacrylate
(PMMA)."**' The main advantages of SPEs lie in their excep-
tional flexibility, processability, and favorable interfacial com-
patibility with electrodes, enabling accommodation of electrode
volume changes and reduced interfacial resistance.”® However,
pure SPEs often suffer from low room-temperature ionic con-
ductivity (significantly lower than inorganic or liquid electro-
lytes), insufficient mechanical strength to effectively suppress Li
dendrite growth, and relatively narrow electrochemical windows,
limiting their use in high-energy-density batteries.”*>*

To overcome the drawback of single-component solid electro-
lytes, the development of organic-inorganic composite solid
electrolytes (CSEs) by integrating inorganic oxide electrolytes
with polymer electrolytes has emerged as a prominent research
focus in solid-state batteries.>'> This composite strategy devotes
to combine the high ionic conductivity and mechanical strength
of inorganic fillers with the flexibility and interfacial compatibil-
ity of polymer matrices, thereby realizing solid electrolytes with
superior comprehensive performance.'*'*

This review systematically summarizes recent advances in
LATP-based organic-inorganic composite electrolytes, includ-
ing material fabrication, performance optimization, and
battery applications. We critically analyze the merits and limit-
ations of different composite strategies and provide perspec-
tives on future research directions.

2. The research progress of
LATP-based CSEs

LATP-based CSEs represent a critical research direction in this
field, leveraging the high ionic conductivity of LATP to com-
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pensate for the low conductivity of polymer matrices while uti-
lizing polymer flexibility to address the processing challenges
and interfacial issues inherent to LATP (Fig. 1).*°
Simultaneously, inorganic fillers can act as physical cross-
linking points to enhance the mechanical strength of the
polymer matrix and suppress lithium dendrite growth.>**” By
carefully screening out the type, morphology, particle size, and
loading of inorganic fillers, as well as adjusting the polymer
matrix and interfacial structure, the overall performance of the
CSEs can be significantly enhanced.

2.1 LATP-based CSEs with different polymer matrixes

As we all know, the performance of CSEs is intrinsically linked
to their composition (polymer matrix type, LATP content) and
microstructure (filler morphology, dispersion state). Selecting
an appropriate polymer matrix is fundamental for constructing
high-performance LATP composite electrolytes.>®

In 1975, Wright et al. revealed that PEO with alkali metal
salts possesses ionic conductivity.>® This discovery has set a
precedent for the development of ion-conducting polymers.
PEO has been extensively investigated because of its excellent
lithium salt solvation capability and chain flexibility. When
compounded with LATP, PEO-based electrolytes demonstrate
enhanced ionic conductivity and mechanical properties.”>>°
However, the crystalline domains in PEO at room temperature
can impede ion transport, necessitating the incorporation of
LATP fillers or other additives to suppress crystallinity and
increase amorphous regions, thereby improving the room-
temperature conductivity.

PVDF and its copolymers (e.g., PVDF-HFP) are also widely
adopted as polymer matrices owing to their high dielectric
constant and superior electrochemical stability.>' However,
PVDF faces similar challenges with PEO-based electrolytes at
room temperature. To address this issue, researchers have pro-
posed a “synergistic strategy”. This involves uniformly disper-
sing LATP particles within the polymer matrix to enhance its
ionic conductivity. Simultaneously, the Lewis acid-base inter-
actions between LATP and PVDF facilitate the dissociation of

solid state battery

Fig. 1 Schematic diagram of LATP*® (Copyright 2014, ACS), LATP-polymer composite electrolyte, and the corresponding solid-state battery.
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lithium salts, thereby increasing the concentration of free
lithium ions. Thus, LATP composites with these fluorinated
polymers yield electrolyte membranes with balanced ionic con-
ductivity and mechanical robustness.>

To explore composite polymer electrolytes with superior
electrochemical properties and broader compatibility,
researchers have developed a range of novel polymers, includ-
ing polyacrylonitrile (PAN),*** polyimide (PI),*® poly(methyl
methacrylate) (PMMA),***” and poly(ethylene glycol) mono-
methacrylate (PEGMA).>*® Among these, PAN exhibits high
ionic conductivity. The cyano groups (C=N) in its molecular
structure can interact with carbonyl groups (C=O) in the
solvent, facilitating the formation of a stable electrode/electro-
lyte interphase. Studies have demonstrated that PAN-LATP
composite membranes prepared via electrospinning not only
enhance the ionic conductivity, but also widen the electro-
chemical stability window.>**° However, due to the poor com-
patibility between the strong polar groups in PAN and lithium
metal, severe electrode interface passivation occurs during pro-
longed cycling, exacerbating cell polarization and deteriorating
the cycling stability.*

Simultaneously, PI exhibits unique advantages in safety
applications due to its high thermal stability and flame retar-
dancy. Leveraging these properties, He et al. designed a com-
posite electrolyte membrane by coating a LATP/PEO composite
electrolyte onto an electrospun PI substrate. This membrane
demonstrated thermal stability and self-extinguishing charac-
teristics, maintaining structural integrity even at high tempera-
tures (180 °C).*' In contrast, PMMA, despite its excellent
lithium salt dissociation capability and electrode compatibil-
ity, faces challenges such as strong viscoelasticity, difficulty in
film formation, low ionic conductivity, and limited scalability
for broader applications. To overcome the limitations of indi-
vidual materials, researchers have designed hybrid polymer
systems to harness their complementary advantages. For
instance, the synergistic effect between the carbonyl groups of
PMMA and the terminal hydroxyl groups of PEO chains facili-
tates the formation of a hydrogen bond network, enhancing
mechanical strength and electrochemical stability.**** Hybrid
matrices incorporating LATP fillers within PVDF-HFP/PEO
blends achieved simultaneous improvements in ionic conduc-
tivity, tensile strength, and flexibility, while also exhibiting
excellent compatibility with silicon anodes. Similarly, blending
PAN with PEO yielded an electrolyte with enhanced flame
retardancy and lower impedance.** This multi-phase design
strategy effectively addresses the trade-offs between ionic trans-
port and mechanical properties in single-polymer systems.*®
These systematic investigations into polymer matrix selection
and modification provide critical guidelines for tailoring LATP
composite electrolytes to meet specific performance require-
ments in solid-state battery applications.

Innovative approaches also involve tailoring novel polymer
structures. Trevisanello et al. investigated the impact of the
polymer structure and crystallinity on the polymer-LATP inter-
facial resistance, finding that the amorphous polymer-based
electrolyte  poly[2-(2-(2-methoxyethoxy)ethoxy)ethyl — glycidyl
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ether] (PTG) exhibited lower interfacial charge transfer resis-
tance compared to PEO-based systems.*°

In conclusion, the developed LATP-based composite electro-
Iytes effectively combine the advantages of both organic poly-
mers and inorganic components. By adjusting the polymer
molecular structure, improving preparation methods, and
modifying the electrolyte interfaces, the ionic conductivity,
mechanical robustness, and electrode interfacial stability can
be effectively enhanced.’” These experimental investigations
offer valuable insights for developing next-generation high-per-
formance all-solid-state lithium batteries with targeted
functionalities.

2.2 LATP-based CSEs with LATP fillers of different contents
and sizes

High-modulus LATP fillers significantly reinforce polymer
matrices, forming physical barriers against dendrite pene-
tration. Simultaneously, homogeneous ion flux distribution
and stable SEI formation are crucial.*! The content of the
LATP filler significantly influences the performance of compo-
site electrolytes. Typically, there exists an optimal filler content
at which the composite electrolyte exhibits the highest ionic
conductivity and the most superior overall performance. For
instance, in PAN-LATP composite electrolytes, studies have
found that when the LATP content reaches 20 wt%, the ionic
conductivity and electrochemical stability of the electrolyte are
enhanced.”” In the PEO/LATP system, a quasi-ceramic electro-
Iyte containing 70 wt% LATP and 30 wt% P(EO),5-LiTFSI also
demonstrates relatively high conductivity at room tempera-
ture.*® When the filler content is too low, the contribution of
LATP becomes negligible; conversely, excessive filler content
may lead to particle agglomeration, increased interfacial impe-
dance, and reduced flexibility of the polymer matrix, resulting
in brittle and rigid composite films that are difficult to process
and form poor interfacial contact with electrodes.*®

In addition to the filler content, the morphology and size of
the LATP filler also play a critical role in determining the per-
formance of composite electrolytes.>”*** Compared to micron-
sized particles, nano-sized LATP particles possess a larger
specific surface area, enabling the formation of more extensive
interfacial regions with the polymer matrix. This facilitates the
construction of additional ion transport pathways and may
more effectively suppress polymer crystallization. For example,
a sol-gel synthesized nano-sized LATP filler has been shown to
significantly enhance the ionic conductivity of composite elec-
trolytes.>® Although direct studies on LATP nanofibers are
limited in the provided literature, research on other NASICON-
type materials or oxide nanofibers as fillers suggests that one-
dimensional (1D) nanostructured fillers can form continuous
network structures within the polymer matrix, providing rapid
lithium-ion transport channels while improving the mechani-
cal properties of composite electrolytes. This strategy of
employing 1D-structured fillers also offers valuable insights
for the design of LATP-based composite electrolytes.>’>> For
example, Liu et al. reported a PEO-based composite electrolyte
reinforced with an LATP/PAN fiber network, forming a bicon-

This journal is © The Royal Society of Chemistry 2025
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tinuous structure that enhances mechanical properties while
improving interfacial stability.*’

2.3 Ion transport mechanisms

As shown in Fig. 2, the ion conduction in CSEs is a complex
process compared to that in single-component systems, typi-
cally involving lithium-ion transport through the polymer
phase, LATP filler phase, and their interfacial regions.’*>*
Studies have demonstrated that the interfacial zones play a
critical role in ion transport.>® The interfacial zones between
polymers and inorganic fillers may form space-charge layers or
provide additional ion transport pathways due to interactions
between polymer chains and filler surfaces, thereby improving
the overall ionic conductivity.

The incorporation of inorganic fillers can disrupt the
ordered arrangement of polymer chains, reduce crystallinity,
and increase the proportion of amorphous regions, thereby
enhancing the lithium-ion mobility within the polymer phase,
particularly in PEO-based electrolytes.’® These groups can
promote the interaction with polymers and Li salts to the
greatest extent, especially by greatly anchoring anions, weaken-
ing the affinity between Li ions and polymers, in order to
accelerate the transport of Li ions and gain better compatibil-
ity at the filler-polymer interface."*

Simultaneously, the surface of inorganic fillers may interact
with polymer chains or lithium salt anions, forming interfacial
regions that facilitate lithium-ion dissociation and transport, a
phenomenon often referred to as the “space-charge layer”
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effect.”>” Furthermore, if the inorganic filler itself exhibits
high ionic conductivity (e.g., LATP), it can provide additional
fast transport pathways for lithium ions, especially when the
filler forms a percolating network within the polymer matrix.*®
For example, Zhu et al. proposed an innovative “polymer-in-
ceramic” composite electrolyte strategy, where polymer-compa-
tible ionic liquids (PCILs) were introduced to mediate inter-
actions between the ceramic filler and polymer matrix. This
approach established interpenetrating lithium-ion conduction
channels, significantly improving both the ionic conductivity
and lithium-ion transference number.>*

3 Strategies for further enhancing
the ionic conductivity of LATP-based
CSEs

To further improve the ionic conductivity of LATP-based CSEs,
researchers have explored multiple strategies, which can be
sorted as follows.

3.1 Modifying LATP fillers to optimize interfacial ion
transport

The distribution of LATP in CSEs significantly affects Li" ion
transport. Surface modification of LATP fillers or the introduc-
tion of an interlayer can enhance the distribution of LATP and
the wettability and interactions between LATP and the polymer
matrix, reducing the interfacial resistance and facilitating ion
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(a) Property comparison of solid polymer electrolytes (SPEs), inorganic solid electrolytes (ISEs), and organic—inorganic composite solid elec-

trolytes (CSEs).> Copyright 2024, MDPI. (b) Mechanism of ion transport in PEO.3® Copyright 2015, The Royal Society of Chemistry. (c) Mechanism of
ion transport in PEO and inorganic fillers. The addition of inorganic fillers enhances the ion transport in inorganic—polymer composite (IPC) electro-
lytes (typically, poly(ethylene oxide) (PEQ)-based IPCs).>* Copyright 2021, with permission from Nature.

This journal is © The Royal Society of Chemistry 2025
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transport. In view of this, silane coupling agents are often
employed as an effective means for the surface modification of
inorganic nanoparticles. They enhance the compatibility
between inorganic particles and polymer composites by brid-
ging the organic/inorganic interface. For instance, Bharathi
and co-workers have presented the LATP surface modified with
an amine-functionalized silane coupling agent (APTES) to
enhance the interaction between PVDF-HFP and LATP. The
Lewis acid sites of LATP were fully revealed by silane
functionalization, while the antioxidant adsorption capacity of
LATP was further enhanced through electrostatic interactions
with the -NH;" groups of APTES. A maximum ionic conduc-
tivity of 3.01 mS cm™" was achieved in a PVDF-HFP/LiClO,
matrix incorporating 5 wt% Si@LATP.>° Also, Wen et al.
employed an ultrathin bifunctional coating of triaminopropyl
triethoxysilane with a bifunctional structure introduced on
LATP particles, effectively bridging LATP fillers with a
PVDF-HFP/PEO polymer matrix. This approach prevented
LATP agglomeration, improved interfacial compatibility, and
promoted Li* enrichment and fast transport®® (Fig. 3a). In
addition to the commonly used silane coupling agents men-
tioned above, other inorganic salt compounds have also been
used to modify with the LATP. Rong et al. reported LATP par-
ticles modified with sodium itaconate (SI) to form core-shell-
structured LATP@SI, and then composited with PEO to
achieve a flexible PEO-LATP@SI CSE. By means of abundant
carboxylate groups in SI nanolayers, it can not only directly
provide more carriers to transport Li, but also can cut down
the interaction between Li* and the ether oxygen functional
group of PEO. Also, the composite electrolytes display out-
standing chemical compatibility with the Li metal anode nano-
layer resulting from reduced surface energy.*

In addition to the LATP surface modified with inorganic
substances as above, some organic substances can also be
used for modification. Liang et al introduced a melamine
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(MA) interlayer at the LAGP (a NASICON-type material like
LATP)/PEO interface. MA with a six-membered heterocyclic
ring as an aromatic organic compound possesses three polar
amino groups, which could serve as a transition layer to
strengthen ceramic-polymer adhesion and further improve the
interfacial Li* transport and mechanical properties of the com-
posite electrolyte.®’ Similarly, polydopamine coated LATP
nanoparticles have been reported by He and his partners. By
introducing dopamine with a good adhesion on the LATP solid
surface, it could reduce the surface energy and improve the
doping proportion of LATP in the PEO to achieve composite
solid electrolytes.®* This research indicates that there are three
primary conduction pathways for lithium ions in this electro-
Iyte: through the polymer chains, through the interface
between the polymer and the inorganic ion conductor, and
through the continuous inorganic ion conductor that forms a
network/channel.

3.2 Incorporating ionic liquids or organic solvents as
plasticizers to improve Li* migration

The addition of low-molecular-weight plasticizers or ionic
liquids into the polymer matrix can reduce the glass transition
temperature (Ty) and enhance the chain segment flexibility,
thereby accelerating Li* migration. For example, Zhang et al.
used the ionic liquid 1-butyl-1-methylpyrrolidinium bis
(trifluoromethylsulfonyl)imide (BMP-TFSI) into a PEO/LATP
composite electrolyte, which not only reduced the interfacial
resistance between the polymer and LATP, but also improved
the ionic conductivity and lithium metal interfacial stability
because it can prevent the adverse reaction between Ti*" in
LATP and Li metal.”” Ma et al developed a composite
electrolyte consisting of LATP particles, PEO-LiTFSI and
1-butyl-1-methylpiperidinium bis(trifluoromethylsulfonyl)
imide (PP,,TFSI) ionic liquid through a solvent-free procedure.
Adding a small amount of ionic liquid could obviously

Dendrites‘
SEI

SEl

Weaken the interaction between Li*
and PEO chains;

Promote lithium salt dissociation;
Facilitate the formation of organic
LiF-rich SEI and suppress dendrites

PAN ~—  LATP & LITFSI %% Li* » TFSI FEC

(a) Schematic diagram for the interaction between LATP and APTES, and the Li* transfer pathways in SLPH. This dual functionality enables

polysiloxane-modified fillers to prevent aggregation in CSEs and make close contact between the fillers and the polymer matrix.*® Copyright 2025,
Wiley. (b) The schematic of the PPLL and PPLLF electrolytes from configuration diagram of solid polymer electrolytes and corresponding electro-
chemical characteristics in lithium metal batteries and the interactions at molecular scale for PPLL and PPLLF electrolytes.®® Copyright 2025,

Elsevier.
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enhance the interfacial contact and improve the room temp-
erature performance. The assembled cells with this composite
electrolyte revealed an improved rate and cycling perform-
ance.®® Besides, ionic liquids and inorganic silane coupling
agents are also used simultaneously. Wu et al. studied PEO-
based solid-state polymer electrolytes containing a silane coup-
ling agent and an ionic liquid grafted on the surface of LATP
particles (LATP@SCA-0.25IL) by chemical grafting and ion
exchange strategies. Benefiting from the synergistic effect
between the protective modification layer and the coating, the
interaction between PEO segments and Li* was effectively
reduced, the compatibility between LATP and Li metal was
enhanced, the anode performance was improved, and the dis-
persion of LATP in the PEO matrix was optimized, thereby
accelerating Li" transfer kinetics. Given the unique modified
layer, the optimized LATP particles show good stability
towards Li metal and increased Li" migration, which can lead
to high reversibility of Li stripping-plating over 1200 h.®*
Fluoroethylene carbonate (FEC) as a commonly used addi-
tive in lithium-ion batteries is also frequently introduced into
composite electrolytes to enhance ion transport. Li et al. incor-
porated FEC as an additive in a PEO/LATP system, significantly
enhancing the room-temperature ionic conductivity. They pro-
posed that FEC-derived species formed during processing con-
tributed to improved ion transport.®® Also, Zhou et al. dis-
cussed the addition of the fluorinated co-solvent FEC into a
PEO matrix during electrolyte preparation to provide a signifi-
cant effect on the free Li" transportation for ionic conduction.
They used FEC as a co-solvent to improve the dispersion of the
inorganic filler LATP and reduce the crystallinity of the PEO
chain. In addition, FEC can weaken the binding of PEO and
Li", promote the dissociation of LiTFSI, and release more
mobile Li*. Meanwhile, the addition of FEC can inhibit the
growth of lithium dendrites by forming a solid electrolyte
interface phase rich in LiF, demonstrating good electro-
chemical performance in Li||Li batteries and stable cycling per-
formance for full cells®® (Fig. 3b). Lately, Tang et al. employed
FEC and 1,3-propane sultone (1,3-PS) as an additive to con-
struct a PVDF-LATP composite electrolyte, which showed excel-
lent electrochemical performance and safety with pouch
cells.*” Similarly, FEC and vinyl carbonate (VC) are used
together to prepare a PVDF-HPF-LATP composite electrolyte,
showing the cell with good interfacial compatibility and
lasting inhibition of lithium dendrites. Hu et al. reported the
in situ polymerization of a self-assembled nanofiber/polymer/
LATP composite quasi-solid electrolyte (SL-CQSE) within a
porous, flexible, and self-supporting skeleton (SSK) composed
of 2-(3-(6-methyl-4-oxo-1,4-dihydropyrimidin-2-yl)ureido)ethyl
methacrylate (UPyMA) self-assembled nanofibers (SAF), poly
(vinylidene fluoride-co-hexafluoropropylene) (PVDF-HFP), and
LATP. The precursor solution containing vinyl carbonate (VC),
fluoroethylene carbonate (FEC), and lithium bis(trifluoro-
methanesulfonyl)imide (LiTFSI) was subjected to in situ
polymerization. ~Competitive anion anchoring/hydrogen
bonding and a multi-scale coupling effect among the com-
ponents were found to be responsible for the SL-CQSE’s non-

This journal is © The Royal Society of Chemistry 2025
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flammability and excellent room-temperature ionic conduc-
tivity (1.03 mS em™).%®

3.3 In situ polymerization to facilitate fast ion transport

The in situ polymerization process, where liquid monomers
are mixed with inorganic fillers and subsequently polymerized,
can enable uniform filler dispersion and the formation of a
solid electrolyte layer with close electrode contact. For
example, Yi and coworkers have reported a composite electro-
Iyte with PVDF-HFP, the poly(poly(ethylene glycol) methyl
ether methacrylate-co-(lithium 2-acrylamido-2-methyl-
propanesulfonic acid)) (P(PEGMEMA-co-AMPSLi)) matrix, an
inorganic LATP filler, and an in situ polymerized 1,3-dioxolane
(DOL) artificial interlayer. The filler LATP and the
P(PEGMEMA-AMPSLI) polymeric segments together build the
fast organic-inorganic Li* ionic conducting channels.
Additionally, the in situ formed PDOL artificial interlayer could
effectively enhance the electrochemical stability of lithium
metal.’® In the same way, a porous PVDF-HFP membrane
accommodating well-dispersed inorganic LATP particles was
produced by Liu and coworkers. Subsequently, adopting in situ
polymerized 1,3-dioxolane (PDOL) further avoids LATP from
reacting with Li metal and provides a superior interfacial per-
formance. More LATP particles can be dispersed within the
PVDF-HFP porous framework via immersion-precipitation.
Following adsorption, the subsequent in situ polymerization
process conducted within the three-dimensional porous com-
posite skeleton endows the solid-state battery with superior
interfacial properties. The in situ generated PDOL layer effec-
tively shields the reactive LATP from lithium metal The CPE
displays a high ionic conductivity of 1.57 x 10™* S cm™" and
oxidation stability of 5.3 V.”® Recently, an in situ initiated poly
(1,3-dioxane) (PDOL)-based gel electrolyte was developed by
Yang et al. through infiltrating a wet-phase-induced porous
polyvinylidene fluoride (PVDF) framework to stabilize the
LATP/Li interface. The porous PVDF scaffold prevents direct
contact between LATP and Li, effectively decoupling the rigid
ceramic from the metallic anode. Internal infusion of the
PDOL-based gel electrolyte enables uniform and reversible Li"
deposition/stripping, thereby suppressing interfacial side reac-
tions induced by lithium dendrite penetration. Furthermore,
the ring-opening polymerization initiator Zn(OTf), contributes
to the formation of a Li-Zn alloy layer on the lithium anode,
which enhances interfacial ion transport and promotes homo-
geneous Li" transport.””

Cao et al. investigated the in situ polymerization of 1,3-diox-
olane on an LATP-coated separator, forming a dual-electrolyte
system where PDOL and LATP synergistically enhanced the
ionic conductivity and interfacial stability. These in situ
approaches help mitigate issues such as filler agglomeration
and poor interfacial contact encountered in conventional
methods.”® Reinoso et al. reported an alternative approach to
converting the in-situ polymer chemical crosslinking reaction
into a composite membrane electrolyte with interconnected
LATP micropores by using poly (ethylene glycol) methyl meth-
acrylate (PEG-MMA) and poly (ethylene glycol) diacrylate
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(PEG-DA) as monomers and crosslinking agents through free
radical initiation reactions. The test demonstrated that CSEs
exhibit excellent anodic stability.”® In the in situ polymeriz-
ation of polymers, a synergistic strategy involving the introduc-
tion of ionic liquids is also employed to enhance the compat-
ibility with LATP and prevent adverse reactions between the
lithium metal electrode and LATP. Lin and coworkers devel-
oped a robust and elastic cross-linked PEGDA/Pyr;;TFSI ion
layer that was constructed at the interface between the elec-
trode and the LATP solid-state electrolyte via an in situ
polymerization reaction. This approach not only significantly
reduced the interfacial resistance, but also effectively sup-
pressed adverse reactions between LATP particles and Li
metal, enabling the Li/Li symmetric cell to achieve stable
cycling for over 300 hours.”

4 Challenges and advanced
strategies for LATP-based CSEs in
solid-state batteries (SSBs)

Although LATP-based CSEs have achieved fast development,
they suffer from two critical interfacial challenges in solid-
state battery applications: compatibility with lithium metal
anodes and stability under high-voltage cathodes. On one
hand, LATP itself tends to undergo reduction reactions when
in contact with lithium metal anodes, forming high-impe-
dance interfacial layers that may even lead to Ti reduction and
structural degradation of LATP, significantly compromising
the cycling performance and safety.”> On the other hand,
although LATP intrinsically exhibits a wide electrochemical
stability window (theoretically ~2.65-4.6 V wvs. Li/Li*),”®
polymer matrices (particularly PEO) limit the overall oxidative
stability of CSEs. Besides, to facilitate practical applications in
solid-state batteries, CSEs with both high mechanical pro-
perties and flexibility are highly desired.

4.1 Constructing interfacial protective layers to advance the
compatibility with Li metal

The incorporation of polymer matrices can partially mitigate
this issue by forming flexible interfacial layers, but it cannot
completely prevent direct LATP-lithium metal interactions.””””®
To address the LATP-lithium metal compatibility, researchers
have developed various interfacial engineering strategies.
Previous studies have proposed introducing stable protec-
tive layers on LATP surfaces or at the electrolyte-anode inter-
face, or chemically modifying the electrode interface to prevent
direct contact and suppress side reactions. These strategies
aim to achieve stable operation in all-solid-state batteries.'*>®
Zheng et al. studied the introduction of the poly(vinylene
carbonate) (PVCA) and tetraethylene glycol dimethyl ether
(TEGDME) protective layer into the LATP/LiFePO, interface via
a simple in situ polymerization way, and the polyvinylidene flu-
oride hexafluoropropylene (PVDF-HFP) and TEGDME protec-
tive layer was coated onto the LATP surface facing the Li
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anode, suppressing side reactions via interfacial engineering
strategies.”® Wen et al. similarly enhanced the performance of
coin-type and pouch cells through interfacial modification of
LATP composite materials. The LiFePO, (LFP)|/CSE||Li full cell
exhibited exceptional long-term cycling stability, retaining
80% and 78% capacity after 2000 cycles at 1C and 3C rates,
respectively.’®

Furthermore, Liu et al synthesized an organic ethylene
glycol methyl ether methacrylate-co-acrylate acid (AAM950)
polymer from LATP and Li metal, as a protective interphase to
inhibit Ti*" to Ti*" reduction and the interfacial resistance,
which significantly suppresses lithium dendrite growth during
charge and discharge processes.”® Jin et al. introduced a com-
posite polymer electrolyte at the LATP/Li interface, which can
avoid side reactions between LATP and Li by inhibiting the for-
mation of Li dendrites while guaranteeing high-efficiency Li
ion transport (Fig. 4a).®° Also, a hybrid mixed-conducting
interphase (MCI) intertwined with a solid electrolyte inter-
phase (SEI) on LATP-PE separators was developed by Li et al.
which can promotes uniform Li deposition. This structure not
only facilitates uniform lithium deposition, but also enables
the Li||LFP cell to achieve stable cycling for over 200 cycles at
60 °C.%' Based on this dual-protection interfacial modification
strategy, the approach shows promise for universal application
in high-performance, dendrite-free solid-state batteries, paving
the way for future implementations.

Li et al. designed a 3D fiber-network-reinforced bicontinu-
ous composite solid electrolyte with LATP, polyacrylonitrile
(PAN) and a PEO-based polymer matrix, which showed high
stability and Li dendrite suppression against Li metal for all-
solid-state lithium metal batteries. Meanwhile, CPEs displayed
fast ionic transport due to decreasing segmental reorientations
of polymers (Fig. 4c).*> Choi et al. prepared a three-dimen-
sional (3D) network of LATP nanofibers to elucidate the role of
the 3D LATP network in enhancing the performance of
lithium metal