#® ROYAL SOCIETY

Journal of
PPN OF CHEMISTRY

Materials Chemistry A

View Article Online

View Journal | View Issue,

Polymorphism control of fast-sintered NASICON-
type LiZr,(PO,)s7

Lin Lin® and Kelsey B. Hatzell

{ ") Check for updates ‘

Cite this: J. Mater. Chem. A, 2024, 12,

29932 *ab

Long processing times and high temperature sintering can lead to high energy intensities and costs for all
solid state battery manufacturing. Fast-sintering methods that are compatible with air can potentially
overcome these challenges. Dynamic pulses of electrified heat also provide a pathway for manipulating
materials and material transformation pathways to provide more control over structural heterogeneity.

Herein, we examine how ultra-fast sintering approaches impact polymorphism in NASICON-type solid
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Accepted 24th Septermber 2024 electrolytes (e.g. LiZro(POy4)s). The role of microstructure (e.g. porosity), the polymorphism in starting

powders, and the presence of liquid sintering aids are all examined to understand how polymorphic
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Introduction

All solid state batteries (ASSBs) are potentially safe and energy
dense alternatives to conventional battery systems.'™* Utilizing
a non-flammable, rigid solid electrolyte instead of a liquid
electrolyte may enable the use of lithium metal or even lithium-
free or reservoir free batteries.>® However, scaling up solid
electrolytes to meet the terrawatt demand is currently
challenging.” Conventional solid-state synthesis and ceramic
processing routes require large footprint manufacturing
processes, high pressures, and long high temperature sintering.
All of these contribute to the anticipated high cost of solid state
batteries.

Chemically stable oxide ceramic materials that are stable
with both high voltage cathodes and low voltage anodes are
ideal for next generation batteries.'®"* However, these ceramics
typically have very high melting points and require high-
temperature processing. Oxide solid electrolytes require high
temperature sintering (>1000 °C) for hours or even days to
achieve uniform densification. This long sintering process is
challenging for lithium containing ceramics because lithium is
highly volatile and can evaporate resulting in a solid electrolyte
with stoichiometrically lean lithium. Less lithium results in
poor transport properties. To overcome this challenge, it is
common to cover the ceramic materials in a mother powder to
decrease the loss of lithium." This leads to excess waste and is
not scalable.”® The development of fast sintering techniques
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of volatile lithium may enable high density solid electrolytes with tailored material phases.

opens a new avenue for manufacturing and processing solid
electrolytes with high throughput. These methods include flash
sintering,'>'* spark plasma sintering (also known as electric
field assisted sintering),” low-temperature sintering,'® micro-
wave sintering,"”” and ultrafast high-temperature sintering.'?
However, many of these methods suffer from low heating rates,
inert working environments, and expensive control systems.
In this work, we developed a modified air-compatible ultra-
fast high temperature sintering method capable of sintering
lithium conducting NASICON electrolytes in minutes. Fast
sintering is capable of controlling polymorphic phases in these
families of solid electrolytes. Control over solid electrolyte
polymorphs can enable a dynamic way to tailor transport
properties (e.g. ionic conductivity) in these materials. Stabi-
lizing and promoting the highly conducting a-rhombohedral
phase at room temperature is investigated with varying fast
sintering profiles. The polymorphic density of a sintered solid
electrolyte is affected by the porosity, grain size, heating rate,
and structural variability in the initial green powders.
Conventional ultra-high temperature sintering (UHS) utilizes
carbon or graphite-based materials as heating elements.” Using
carbon electrical contacts enables exceedingly high tempera-
tures (e.g. =2000 °C) and high voltages. However, carbon can
chemically react with the solid electrolyte and oxygen at
elevated temperatures. This can lead to contamination of the
solid electrolyte unless it is processed in an inert environment.
This makes large-scale integration challenging. Replacing
carbon heating elements with alloy materials (kanthal Fe-Cr-Al
alloy) can enable fast sintering in air (Fig. 1a). Processing in air
can enable scalable processing at low costs. In addition, sin-
tering in air can suppress oxygen vacancies and deleterious side
reactions with carbon. In practice, powders synthesized via
conventional solid-state synthesis techniques'®'® are typically

This journal is © The Royal Society of Chemistry 2024
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(@) Schematic of the air-compatible ultra-high temperature sintering set-up. (b) Thermal image of the temperature profile across the

sample during fast-sintering. (c) Comparison between different fast-sintering methods including flash sintering (FS), spark plasma sintering (SPS),
original UHS and air-compatible UHS developed in this work. (d) Atomic arrangements of rhombohedral and triclinic polymorphic phases.

subjected to uniaxial pressure to form green body pellets. The
pellets are then sandwiched between two kanthal coils, and
a DC voltage is applied on both ends of the coils to enable rapid
Joule heating bringing the pellet to about 1200 °C within 30
seconds as seen with a thermal camera (Fig. 1b and S1t). This
allows sintering and rapid densification of solid electrolyte
materials within minutes (>90% relative densities). The modi-
fied air-compatible UHS method enables high temperature
ramping rates and is flexible to different environments (Fig. 1c).
Fast ramp rates reduce the total energy cost when compared to
spark-plasma sintering and conventional sintering (Fig. S21).

Microstructure-driven polymorphism

NASICON-type LiZr,(PO,); (LZP) is one type of solid electrolyte
that demonstrates a relatively high bulk ionic conductivity. LZP
demonstrates exceptional air and moisture stability similar to
other NASICON-type Li-ion conductors such as Li;. AL Ti, (-
PO,); (LATP) and Li;,AlLGe, (PO,); (LAGP),* and demon-
strates greater chemical compatibility with lithium metal than
LATP and LAGP.** However, microstructural heterogeneity due
to the grain size, grain boundaries, and polymorphism can drive
a range of degradation mechanisms. Polymorphism or the
presence of multiple phases of ion conducting materials can
result in regions that are highly conducting and regions that
have limited conductivity.” It has been reported that LZP can
exhibit four different polymorphic phases: (1) a-rhombohedral,
(2) o/-triclinic, (3) B-monoclinic, and (4) p'-tetragonal
phases.’®**?* The B-monoclinic and P'-tetragonal phases are
less common in solid electrolytes processed at high tempera-
tures relevant for high density components. Instead, most
reports studying LZP for battery applications report the o-
rhombohedral or «'-triclinic phase (Fig. 1d).?**” The processing
route,* precursors selection,*® dopant,®® particle size, and pro-
cessing time and temperature can all influence the ratio of

This journal is © The Royal Society of Chemistry 2024

polymorphic phases in the final sintered solid electrolyte. Fast
sintering approaches enable a rapid way to examine material
transformation pathways and observe how polymorphism can
be controlled.

The crystal structures of o-rhombohedral and o'-triclinic
phases are very similar (Fig. 1d), making Rietveld refinement on
X-ray diffraction (XRD) necessary for quantifying two phases
(Fig. S37). The a-rhombohedral phase has a higher symmetry
and lithium ions are more equally distributed. The o/'-triclinic
phase has a slightly distorted Zr-P-O network which causes
lithium ions to selectively occupy two distinct sites in the
crystal. The ionic conductivity of the a-rhombohedral phase is 2
to 3 orders of magnitude greater than the o'-triclinic phase.
Nevertheless, the o/-triclinic phase is thermodynamically more
stable at room temperatures than the a-rhombohedral phase.
Phase transformation between the o'-triclinic phase and o-
rhombohedral phase occurs between 20 and 60 °C.*****” Thus,
high-temperature processing steps will induce a phase trans-
formation between the rhombohedral and triclinic phases and
ultimately lead to a heterogeneous material system with
a mixture of phases. Control and stabilization of the highly
conducting a-rhombohedral phase at room temperature via
dynamic processing conditions is of interest. One approach to
obtaining higher concentrations of the rhombohedral phase is
to sinter the sample for a longer time (Fig. S4t).>° Sintering LZP
using conventional high temperature furnaces (18 h/1200 °C)
results in solid electrolytes with approximately 75% to 85%
rhombohedral phases (Fig. S41). Nevertheless, lithium is highly
volatile at elevated temperatures, which possibly results in the
loss of lithium during long sintering conditions. We also looked
at the phase homogeneity within the sample, and observed that
the rhombohedral phase distribution is homogeneous when
the depth to the sample surface is greater than 0.2 mm

(Fig. S57).
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Fig. 2 Particle size effect on polymorphism. (a)-(c) SEM images for different particle sizes and uniformities used for pressing the pellet, with (a)
coarse powders, (b) fine powders, and (c) mixed powders. (d)—(f) SEM images of sintered products from different powders, with (d) coarse
powders, (e) fine powders, (f) and mixed powders. (g) XRD results and (h) zoomed-in results for the key peaks corresponding to triclinic and
rhombohedral phases for pellets sintered from these particles, showing that the rhombohedral phase ratio increases as the powder particle size
gets smaller and more uniform. (i) Stress-driven mechanism of rhombohedral phase stabilization, indicating lower porosity generally yields

a higher rhombohedral phase ratio.

Table 1 Effect of particle size and the distribution of powders. The initial phase of the green bodies was kept to be triclinic (i.e., no preheating

step), and no sintering aid was used

Rhombohedral phase

Diameter of sintered

Relative density of sintered RT ionic conductivity

Particle type and size ratio (%) pellets (mm) pellets (%) (Sem™)
Coarse (10 pm) 65 5.95 75 5.0 x 10°°
Fine (0.5 pm) 74 5.74 84 8.8 x 107°
Mixed (wide range of 42 6.05 70 4.1 x 1078
distribution)

The rhombohedral phase has a higher density (3.15 g cm™?)
than the triclinic phase (3.11 g cm™?).*® Therefore, there will be
a volume expansion within the pellet when the solid electrolyte
transforms from the predominantly high-temperature stable
phase (e.g rhombohedral) to the predominantly low-
temperature stable phase (e.g. triclinic). It has been hypothe-
sized that the rhombohedral phase is likely stabilized at room-
temperature in a stressed form instead of distorting to the
thermodynamically stable triclinic phase.”® Increasing the
packing density (e.g. low porosity) of the green powders can lead
to compressive stresses during densification and suppress the
rhombohedral-to-triclinic volume expansion phase trans-
formation pathway (Fig. 1d). To systematically explore the role
porosity plays in this phase transformation we prepared three
types of powders: (1) coarse (10 um), (2) fine (0.5 pm), and (3)
mixed (Fig. 2a-c). The mixed sample was composed of particles
between 0.5 and 5 um in diameter. Powder XRD confirmed that
the predominant phase for all these powders is triclinic
(Fig. S61). Sintering pellets at 1200 °C for 2 min results in dense
solid electrolytes (Fig. 2d-f). A greater concentration of rhom-
bohedral phase is achieved with pellets processed from fine
powders (e.g. dense electrolytes) when compared with the
coarse powders (Fig. 2g and h, Table 1). The pellet sintered from
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the mixed powders produces solid electrolytes with the lowest
rhombohedral phase ratio. The corresponding sample
shrinkage (indicated by the diameter of sintered pellets) and
relative density follow a similar trend (Table 1). The fine-powder
pellets give the smallest diameter (highest shrinkage) and
highest relative density, while the mixed-powder yields the
highest diameter (lowest shrinkage) and lowest density, sug-
gesting a stress-driven stabilization of the rhombohedral phase
(Fig. 2i). Compared to the case of coarse powders, the green
body pressed from fine powders likely achieves higher initial
packing density as well as a higher sintering activity thanks to
the much larger surface area.*® For the case of mixed powders
with a wide particle size distribution, as previously demon-
strated, densification is likely prevented during sintering
because of the increased contact area between particles which
overcompensates  the  enhancement from  particle
rearrangement.®

Implications of powders in the green
body

In addition to stress-driven impacts on phase transformations,
the initial polymorphic phase composition in the green body

This journal is © The Royal Society of Chemistry 2024
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Fig. 3 The impact of the polymorphism in the starting green body on the densification and polymorphism of sintered products. (a) Schematic
heating profile during UHS labeled with different heating stages. (b) Triclinic and (c) rhrombohedral initial polymorphisms achieved without or with
a preheating step. (d) XRD results for pellets sintered without and with preheating, indicating that the pellets sintered from a pure rhombohedral
green body show a higher rhrombohedral phase ratio in the final sintered product. At the rapid heating stage (1), the samples without preheating
(e) demonstrate mixed polymorphic phases, whereas the sample with preheating (i) gives only a rhombohedral phase. At the initial sintering stage
(2), the sample without preheating (f) shows more significant neck growth than its preheating counterpart (j), as indicated by SEM images. At the
continued sintering stage (3), the sample without preheating (g) shows more uneven grain growth and more leftover pores between grains than
the preheated one (k). At the final stage, the sample without preheating (h) yields higher porosity than the preheated sample (1), correlated with

the final polymorphism difference.

Table 2 Effect of starting polymorphism of the green body. The particle size of the green bodies was kept to be fine, and no sintering aid was

used

Rhombohedral phase

Diameter of sintered

Relative density of sintered RT ionic conductivity

Starting polymorphism ratio (%) pellets (mm) pellets (%) (Sem™)
Mixed 72 5.62 85 7.0 x 10°°
Pure rhombohedral 81 5.43 93 1.5 x 107°

can also significantly affect densification mechanisms and the
polymorphism of the sintered pellets. Green body LZP pellets
pressed with powders synthesized via a conventional solid state
reaction route demonstrate nearly a pure triclinic phase at room
temperature (Fig. S7T). When the green body pellet is heated to
over 60 °C, it transforms to an almost pure rhombohedral phase
(Fig. S61). This trend agrees with previous literature find-
ings.'®*?¢ Therefore, the initial polymorphic phase ratio of the
green body pellets can be controlled through simple preheating
strategies (Fig. 3a and b). Preheating the green body (80 °C for
15 min) can result in a green body which is almost purely
rhombohedral prior to sintering (Fig. 3c). Green bodies, sub-
jected to the preheating step resulting in an initial

This journal is © The Royal Society of Chemistry 2024

concentration of rhombohedral phase, result in a greater
shrinkage and higher density (95%) solid electrolyte (Table 2)
after 5 min high-temperature sintering. A higher packing
density likely assists in the stabilization of the rhombohedral
phase. A rhombohedral phase ratio approaching 81% was
achieved with green pellets sintered with a preheating stage.
The absence of a preheating stage resulted in a lower rhombo-
hedral phase ratio (72%) (Fig. 3d).

Ultra-fast high temperature sintering results in materials
which experience ultrahigh heating rates (>10° °C min™"). The
LZP particles with a triclinic phase in the pressed green body
experiencing such high heating rate will likely not have suffi-
cient time to be converted to a rhombohedral phase. High

J. Mater. Chem. A, 2024, 12, 29932-29940 | 29935
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heating rates can lead to incomplete or non-uniform phase
transformation throughout the thickness of the pellet, resulting
in a mixture of rhombohedral and triclinic phases during the
initial sintering step (Fig. 3a and e). Powders with non-uniform
and uniform phase concentrations due to preheating experi-
ence different grain growth properties and microstructural
transformations during densification, which are observed
directly with scanning electron microscopy. Samples with
mixed polymorphic phases show clear neck growth and coars-
ening between particles upon sintering (Fig. 3f). Upon further
sintering the mixed phase, the green body shows more signifi-
cant grain growth, grain size heterogeneity, and coarsening
which all lead to an increase in the porosity of the ceramic
(Fig. 3g and h). Powders with purely rhombohedral starting
powders demonstrate more controlled grain growth processes
and densification (Fig. 3i-1). The densification mechanism and
phase transformation pathway for a pellet initially comprised of
a high concentration of a-rhombohedral are very different from
a pellet comprised of a mixture of o-triclinic and a-rhombo-
hedral phases.

The material transformation pathways experienced by the
triclinic and rhombohedral phases during sintering differ dras-
tically. From the SEM images on different sintering stages, it is
plausible that the triclinic particles experience more significant
grain coarsening and mass transportation. This may be attributed
to several factors. The slightly lower density of the triclinic phase
may result in residual porosity when a triclinic grain undergoes
a phase transformation between the triclinic phase and the
rhombohedral phase during high-temperature sintering. More-
over, there may be a surface energy difference between the two
polymorphs, similar to what was previously observed in Y,0;
polymorphic systems.** A phase with a higher surface energy can
initiate greater surface diffusion than the lower surface-energy
phase (Fig. 3h) and result in neck growth.*® Neck growth
induces more significant grain growth and prevents densification

—— Without additional Li,CO,
—— With additional Li,CO,
>
=
7]
c
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View Article Online
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in the mixed-phase sample by forming a vermicular-shaped grain
network. Additionally, the pore redistribution during nucleation
and growth of the rhombohedral phase from the triclinic phase
might also create interconnected pore networks that are detri-
mental to densification.**** All these factors can contribute to the
lower porosity and lower rhombohedral phase ratio observed in
the sample without the preheating stage. Given the unique high
heating rate during ultrafast sintering, extra consideration on
polymorphism of starting and final materials is needed to
understand and control the sintering behaviors and materials
performance.

Implications of liquid sintering aid on
polymorphism

The transport and electrochemical properties of a solid elec-
trolyte are greatly influenced by the electrolyte density, micro-
structure (grain size, grain boundary, etc.) and the stoichiometry
of lithium. Lithium tends to occupy interstitial sites in LZP, and
it has been suggested that higher lithium concentration in the
interstitial sites aids in the stabilization of the rhombohedral
phase.'®?*%¢ High temperature sintering can lead to lithium
evaporation which can reduce the concentration of the rhom-
bohedral phase in the solid electrolyte and decrease transport
properties. To explore the impact of lithium stoichiometry on
the phase transformation pathway we combined the LZP
powders with 10% molar ratio excess Li (Li,CO;). The excess
mass ratio was around 0.78% (Li,COj; to LZP). Solid electrolytes
sintered with excess lithium achieved 85% rhombohedral phase
after 5 minutes fast sintering, while solid electrolytes without
the excess lithium only achieved 72% rhombohedral phase
(Fig. 4a, Table 3). The solid electrolyte sintered with excess
lithium also demonstrated greater shrinkage and a higher
density (Table 3). This shows similarities in terms of relative
density, rhombohedral phase ratio, and ionic conductivity (see

Liquid-phase, Li-rich sintering aid

Fig. 4 Effect excess lithium on phase transformation in LZP solid electrolyte. (a) XRD results for pellets with and without Li,COs5 fast sintered at
1200 °C for 5 minutes. (b) SEM image of the initial sintering stage of a pellet with additional Li,COs in the green body, indicating limited neck
growth. (c) SEM image of a pellet with additional Li,COs sintered at 1200 °C for 30 seconds, suggesting significant densification likely due to liquid
phase sintering. (d) Schematic illustration of the role of added Li,COs in modifying surface energy to suppress neck growth and enabling liquid

phase sintering.
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Table 3 Effect of Li,COs as a sintering aid. The particle size in the green bodies was kept to be fine, and no preheating step was added

Rhombohedral phase

Diameter of sintered

Relative density of sintered RT ionic conductivity

Li,COj; addition status ratio (%) pellets (mm) pellets (%) (Sem™)
Without Li,CO;4 72 5.62 85 7.0 x 10°°
With Li,CO, 85 5.45 95 1.3 x10°°

below) compared to the previously discussed samples with
additional preheating. On the other hand, introduction of
Li,CO; rules out the need of having a pure rhombohedral green
body. Ex situ imaging of the grain growth process during fast
sintering sheds light onto the role the Li,CO; plays in densifi-
cation and grain growth during fast sintering. A solid electrolyte
with excess lithium was heated to 1200 °C and then immedi-
ately cooled down to room temperature (within 10 seconds) and
imaged using scanning electron microscopy (Fig. 4b) to
understand the microstructural properties at the initial sinter-
ing stage. The solid electrolyte with additional Li,CO; at this
stage has very small grains with limited neck growth between
adjacent grains, similar to the preheated sample described in
the previous section. When the same solid electrolyte is held at
1200 °C for only 30 seconds we observe significant changes to
the microstructure. Very large grains on the order of 1-5 um are
present after only 30 seconds of sintering (Fig. 4c). Li,CO; can
act as a liquid sintering aid and decompose to the Li,O liquid
and coat LZP particles. The liquid coating likely resists the

microstructural evolution associated with the triclinic particles
and limits surface diffusion and neck growth (Fig. 4d).
Control over polymorphic phases in LZP can be achieved via
microstructural control (e.g. particle size), initial polymorphism
control and the use of a sintering aid. All of these have been
shown to be effective strategies for controlling the ratio of
rhombohedral to triclinic polymorph in a LZP solid electrolyte.
The ionic conductivity is directly correlated with the rhombo-
hedral phase ratio in the solid electrolyte (Fig. S77). This
confirms previous reports which show that the rhombohedral
phase is at least two orders of magnitude more conductive than
the triclinic phase. The room temperature ionic conductivity of
the 85% rhombohedral solid electrolyte is 1.3 x 107> S cm™*
which agrees with values reported by previous studies with
room temperature rhombohedral phase stabilization.”**® The
subtracted activation energy is about 0.40 eV for most of the
ultrafast-sintered samples with a high rhombohedral phase
ratio, whereas the pellets densified from coarse powders
demonstrate a lower activation energy of 0.30 eV (Fig. 5 and
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Fig. 5 Arrhenius plots corresponding to ionic conductivities of different samples, suggesting activation energies of 0.40 eV for the 75% and 85%
rhombohedral ratio samples achieved by UHS, and 0.30 eV for the 65% sample prepared with coarse powders. The ionic conductivities of the
conventionally sintered samples were also included, with an activation energy of 0.34 eV.
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S8t). Meanwhile, the least ionic conductive sample is the one
sintered from mixed powders, showing only 4.1 x 107 S ecm™"
room temperature ionic conductivity, agreeing well with its very
low rhombohedral phase ratio (44%) (Fig. S97). The cycling
stability testing results of Li|LZP|Li symmetric cells suggest that
for LZP solid electrolytes with a rhombohedral phase ratio more
than 75% (and associated high density), the cell voltage stability
is relatively good with small voltage increase over time

(Fig. S107).

Conclusion

In this work, we systematically investigated how processing
conditions and local phase transformation impact poly-
morphism in LZP. Using a modified air-compatible UHS
approach we can systematically survey through a range of
factors that impact densification and sintering. Control over the
initial particle size, composition of green body polymorphism,
and the presence of sintering aid impact the composition and
transport properties of NASICON type solid electrolytes. The
highly ionic conductive rhombohedral phase can be stabilized
with (i) a smaller and more-uniform particle size, (ii) the addi-
tion of a preheating step immediately before sintering to
transfer the green body to a pure rhombohedral phase, and (iii)
the addition of Li,CO; as a sintering aid. Such rhombohedral
phase stabilization is likely a result of lower porosity and
smaller grain sizes, which are achieved by the interplay of
surface energy and the diffusion mechanism during ultra-fast
high temperature sintering. This work provides guidance on
controlling structural heterogeneity through advanced
manufacturing of solid electrolyte materials.

Experimental

The LZP powders used for sintering were prepared via
a conventional solid state reaction route. Basically, stoichio-
metric amounts of Li,CO;, NH,H,PO, and ZrO, were mixed
together with a mortar and pestle. The mixture was placed in
a Pt boat, and heated in a tube furnace at 500 °C for 1 h and 800
°C for 6 h to decompose precursors and evaporate CO,,
ammonia, and water vapor. The resulting white mixture was
then heated at 1200 °C for 20 h to yield LZP powders.

Typically, the powders were ball-milled in a Fritsch Pulveri-
sette 7 premium line planetary ball mill with ZrO, containers
and balls at 350 rpm for 5 h, which yielded fine powders. The
coarse powders were prepared by hand grinding the 1200 °C,
20 h fired products for 15 min with an agate mortar and pestle.
The mixed powders were prepared by ball-milling the product
from 1200 °C, 20 h heat treatment at 150 rpm for 2 h. The
powders were then pressed into pellets via uniaxial pressing at
500 MPa to produce green bodies for sintering.

The modified air-compatible UHS setup is shown in Fig. 1a
and S1.f Two coils made of kanthal (Fe-Cr-Al alloy) are
mounted on a fixture composed of two ceramic screws. A
pressed green-body pellet was sandwiched between two kanthal
coils, and the coils are connected with a B&K Precision 9103 DC
power supply to provide intense Joule heating for pellet
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sintering. In a typical sintering experiment, a 25 V, 12 A DC
current was applied to the heating elements (~6 A current
passing through each coil), enabling the pellet to be heated up
to 1200 °C within 30 seconds. The heater power was turned off
after reaching the targeted dwell time, and the pellets were
naturally cooled down, which generally took around 1 min to
reach room temperature. To realize even faster cooling for the
microstructural evolution study, compressed air was blown to
the heater fixture once the DC power is turned off, enabling the
sample to cool down to room temperature within 10 seconds.
The pellets were then polished with SiC grinding papers to
remove the top 0.2 mm for XRD measurement, and further
polished up to 1200 grit to reach a shiny flat surface. The pellets
were subjected to energy dispersive X-ray spectroscopy analysis
to confirm no Fe, Cr or Al impurities exist (Table S17).

Powder XRD measurements were performed with a Bruker
D8 X-ray diffractometer, with an increment of 0.05° and
a scanning speed of 1 step per second. The Rietveld refinement
of XRD data is processed with a Fullprof Software package. The
SEM images were obtained with a FEI Quanta 200 FEG
Environmental-SEM. The EIS experiments were processed with
a BioLogic electrochemical workstation, with both sides of the
pellets coated with silver paste and heated at 100 °C for 30 min
for ion-blocking cell fabrication, and the data were fitted with
RelaxIS impedance analysis software. The Li|LZP|Li cells were
assembled by attaching two pieces of Li metal foil on both sides
of the polished LZP pellets in an Ar-filled glove box, and a piece
of Cu foil was attached on each side of the pellet to serve as the
current collector. The cell was then placed in a home-made
pressure cell set, and 5 MPa pressure was applied with a zig
with screws and springs. The pressurized cells are finally placed
in an air-tight secondary chamber, and placed in a thermal
chamber operating at 50 °C to process symmetric cell cycling at
0.05 mA cm™ > and an areal capacity of 0.05 mA h cm™? with
a Landt battery cycler.
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