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ABSTRACT: A systematic study is performed to correlate the —~31
electronic and ionic properties of Li;PS;Cl (LPSCl) with its \LP 5

mechanical properties and structural dynamics as a function of 2

pressure and temperature. The crucial role of mechanical and Ss

structural dynamics, from the atomic to the macroscale, is
investigated to optimize electrolyte properties and assembly.
Ionic conduction dynamics are described via particle rearrange-
ment, plastic deformation, contact formation, and activation
volume with respect to structural dynamics during compression
and decompression. The results demonstrate the potential for
optimizing electrolyte performance through the interplay of
opportune pelletizing and stacking pressures. High pelletizing
pressures enhance ionic conductivity and electrical contact
uniformity, whereas pressures below 80 MPa introduce interface contact instabilities. Additionally, it is shown that applying high
pressure (above 10 GPa) results in irreversible structural modifications. At pelletizing pressures, ionic conductivity is dominated by
grain boundaries; at stacking pressures, however, they contribute equally to the grain bulk. As a result of positive activation volume,
ionic conductivity peaks at a stack pressure of 80 MPa, after pelletizing at a higher pressure. Defects can introduce donor levels into
the energy gap of LPSCI, which can be adjusted to improve battery performance.
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B INTRODUCTION nature,’ which makes them easily processable and able to form
good contacts with the electrodes, even at low processing
temperatures.” In this way, surface imperfections and the
consequent contact resistance can be reduced."’ Argyrodite-
type sulfidic solid electrolytes are among the most well-known
materials in this class and are widely used in the fabrication of
all-solid-state batteries. Their general formula is Li;PS;X (X =
Cl, Br, I) with X~ anions forming a face-centered cubic (fcc)
lattice, while S*~ ions and PS}™ units occupy the tetrahedral
and octahedral sites, respectively. In particular, the LigPS;X
structure shows an enhanced lithium transport'* due to its
anion disorder and Li interstitial/vacancies, which reduce the
activation energy for Li*-ion diffusion by modification of the
Li-ion site energies.6

The degree of compaction and proper contact at the
interfaces depend on the applied pressure during fabrication,
and they crucially influence the battery operation and the

All-solid-state Li batteries promise higher energy densities
along with enhanced safety compared to liquid organic
electrolytes.' ~* However, their lower ionic conductivity at
ambient temperature and their high reactivity at very low and
high potentials still hinder their widespread commercial
application.”™” Compared to liquid electrolytes, they also
present a higher contact resistance, which limits a facile charge
transfer at the electrode—electrolyte interface, in particular at
low stack pressures.”® Solid electrolytes are not completely free
from short-circuiting either, which is common when combined
with lithium—metal electrodes due to lithium dendrites. Solid
electrolytes introduce asperity and imperfections at the
interfacesg; as a consequence, the electronic current is more
localized, and Li dendrite growth is enhanced.'® Hence, in
order to ameliorate the ionic conductivity while reducing the
electronic conductivity, thermal and/or mechanical treatments
are employed."'

Solid sulfide electrolytes have been reported to be promising Received:  September S, 2025
candidates for extensive applications in all-solid-state batteries, Revised:  January 13, 2026
although they suffer from instability under air exposure.'” This Accepted: January 14, 2026
material class exhibits a particularly high ionic conductivity of Published: February 12, 2026
up to 2 mS cm™' that surpasses even that of conventional
organic liquid electrolytes. This is accompanied by a ductile
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electronic/ionic properties of the solid electrolyte. Reducing
the porosity can increase the particle—particle contact and
reduce the conduction path tortuosity, therefore increasing the
ionic conductivity while decreasing the contact resistance.
Also, grain boundaries can affect ionic conduction, as they
introduce resistance to ionic migration; however, this effect can
be minimized by applying pressure.'>'°

Recent studies on argyrodite electrolytes have emphasized
their potential from an ionic/electronic conduction point of
view. However, a systematic study correlating micro- and
macrostructural dynamics with electronic, ionic, and mechan-
ical properties is lacking. Furthermore, despite the role of the
electronic current in battery self-discharge and short-circuiting,
the electron conduction mechanism and its temperature
dependence have not yet been extensively investigated. This
information is crucial for optimizing the properties of the
electrolyte based on preparation pressure (pelletizing) and
synthesis.

This work examines the correlation between the micro/
macrostructural modifications of LigPSsCl (LPSCI) and its
ionic and electronic properties, with the aim of optimizing the
synthesis and working conditions. The material’s specific
properties were investigated using several microscopic and
spectroscopic techniques (e.g., scanning electron microscopy
(SEM), Raman spectroscopy, electrochemical impedance
spectroscopy, and DC resistance measurement) and as a
function of temperature and pressure. The effects of pelletizing
and stacking pressures, as well as the contributions of grain
bulk and boundaries to ionic conductivity, were also examined.
Finally, the electronic conduction mechanism and its temper-
ature dependence are discussed in the context of structural
disorder, creating impurity levels in the dielectric gap of LPSCL

B RESULTS AND DISCUSSION

Pristine Sample

The morphology of the pristine LPSCI sample was investigated
by using SEM on the uncompressed powder sample (see
Figure lab). The results show a porous structure with
interconnected particles. Their size and pore width were
estimated to be about 5—6 and 0.6—5.4 um, respectively. The
energy-dispersive spectroscopy (EDS) analysis was performed
in order to investigate the stoichiometry and purity of the
sample, which shows a uniform element distribution without
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Figure 1. (a) SEM images of the pristine LPSCI electrolyte along with
(b) the EDS map. The scale bars are 10 ym. (c) Individual EDS maps
of the elements. (d) Raman spectra of the LPSCI powder along with
the least-squares fitting.
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ionic impurities in the investigated powder (see Figure I,
details in the Supporting Information).

The structure of the uncompressed LPSCI was then assessed
by Raman spectroscopy from the powder at ambient pressure
(see Figure 1d). The five main peaks can be distinguished at
198, 267, 426, 576, and 602 cm™' and are assigned to the
vibrational modes of the thiophosphate group PS;~. These
correspond to vy, V,, V3 and v, vibrational modes, which
correspond to symmetric P—S stretching'’~*° (D band),
symmetric bending of PS}~'77*° (B band), asymmetric
stretching of PS3™'**”*! (F and G bands), and asymmetric
bending of S—P—S in PS}~'”** (C band), respectively (Table
1). These features were fitted with pseudo-Voigt curves, and

Table 1. Raman Spectroscopy Peak of LPSCI

v (ecm™) FWHM (cm™) vibrational mode (cm™) references
A ~14S $—S—S bending 17,23
B 198.4(1) 37.1(4) v, (PSi_) 17,19
C 266.8(2) 54.1(5) v, (PS¥) 1922
D 426.33(4) 12.5(1) v, (PS3) 17-20
E ~481 S—S stretching 23,24
F 575.5(2) 33.4(6) vy (PST) 18,20,21
G 601.5(3) 16.1(6) v; (PSI) 18,2021

the results showed no evidence of ionic intermixing. Two
hardly distinguishable bands were also observed at about 145
and 481 cm™', which are tentatively assigned to the vibrations
of S—S—S bending'”** and S-S stretching”>”* and can be
associated with the impurities of Li,S, and P,S,, resulting from
the synthesis procedure.””**~*" This indicates the possible
presence of the initial precursor phases within the pristine
powder.

Macrostructure Properties

In order to increase contact between particles and thus
enhance the ionic conductivity, solid electrolytes need to be
compressed prior to use. Based on the applied pressure, the
powder can evolve through three different regimes: (I) the
particles rearrange in a way that the smaller ones fill the voids
between the larger ones, as well as the voids between particles
and walls; (II) local stresses exceed the elastic limit of the
single particles and the consolidation occurs, driven by
fragmentation. This especially occurs in more brittle materials
or by plastic deformation in softer materials; (IIT) the sample is
heavily densified, and individual particles are no longer
distinguishable. In this case, the pellet behaves like a single
body that can be elastically deformed.**>** The relation
between the porosity, density, and pressure can be expressed
via the Heckel equation”:

~In(e) = KP + A (1)

where porosity is € = 1 — p/p,, with p the sample density at
pelletizing pressure P and p, being the density at full
compaction, i.e., the bulk density. The density was estimated
from the XRD results (Figure S2a) to be around 1.629 g/cm?.
K is the slope of the linear region in the Heckel plot, which
displays the In(e) against pelletizing pressure, and A, which
results from the In(e) at zero pressure, depends on the initial
particle rearrangement.’” In the case of ‘out-of-die’ measure-
ments, the reciprocal of K is called the mean yield pressure P,.
For ‘in-die’ measurements, it is called the apparent mean yield
pressure P’,. The mean yield pressure describes a material’s

https://doi.org/10.1021/acs.jpcc.5c06227
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ability to undergo plastic deformation.*” Figure 2 displays the
Heckel plot for LPSCI, showing -In(¢) as a function of the
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Figure 2. Heckel plot obtained for data at pelletizing pressure, at 100
MPa stack pressure, and at 10 MPa stack pressure; these three data
sets are plotted as a function of pelletizing pressure. The dashed lines
emphasize the linear regions.

pelletizing pressure. The measurements show an initial
nonlinear increase, followed by a linearly increasing region
starting from around 100—200 MPa. The initial nonlinear
region detected in the “in-die” curve indicates the rearrange-
ment of particles in order to fill the empty voids (the
dominance of regime I). From around 200 MPa onward,
particle deformation commences and results in the domination
of regime II. This linear region persists up to 600 MPa; this
indicates that a full densification of the sample (regime III) is
never reached. The mean yield pressure, P, (measured at
pelletizing pressure), and the apparent mean yield pressure, P’ y

(measured at 10 MPa), were estimated in the linear region of
the Heckel plot, resulting in P, to be 1100 + 100 MPa between
100 and 600 MPa, and P’y to be 1020 + 30 MPa between 200

and 600 MPa. The small difference observed between Py and

P’y indicates a negligible contribution of elastic deformations

in this pressure range.
Microstructural Dynamics

In order to investigate the correlation between the pressure-
dependent ionic transport and the structural dynamics, in situ
Raman spectroscopy was employed under a cycle of
compression and decompression up to around 20 GPa (see
Figure 3). In order to keep the samples tightly sealed to avoid
any air exposure, the measurements were performed at
pressures higher than ~600 MPa. The results show the
induction of structural stress via a blue shift of peak centers,
already visible upon compression at 800 MPa (see Figure 3).
The lattice distortion persists up to about 10 GPa, at which the
sample undergoes amorphization, according to the sudden
increase of the full width at half-maximum (FWHM) of the D
peak (see Figure 3a). These results are in agreement with the
XRD results reported by Faka et al,”> where the peak
broadening at high pressure and the background increase at
lower g suggest a greater disorder in the system. Further
amorphization was observed via broadening of the Raman
features up to 20 GPa. Band A intensifies during the
compression, and the intensity of peaks B and C gradually
interchanges; meanwhile, peaks F and G maintain their ratio
during the pressure application cycle. The increase in the
asymmetric bending of the PS, structure (feature C) indicates
the distortion of the P—S atomic distance in the base of the
tetrahedra. This results in an increased S—S—S bending and
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Figure 3. Raman spectra of LPSCI powder in the DAC anvil cell,
separated for (a) increasing pressure and (b) decreasing pressure.
Numeric labels are pressures expressed in the GPa. Changes in peak
positions and FWHM are clearly visible. The spectrum of the pristine
uncompressed powder is also plotted in both figures as reference. (c)
FWHM of Raman D band derived by fitting is plotted as a function of
the applied pressure during both compression and decompression.

the enhancement of the A band. The S—S—S bending is a
characteristic feature of lithium polysulfides”>** and phospho-
rus sulfides.”®”" These results suggest either an increase in the
coordination number of central P to S ligands, without a phase
transition, or an increase in the formation of other polysulfides.
Upon decompression, a slower recrystallization was detected
(see Figure 3b) with relative reversibility of the phase
structure. The resulting spectra show the disappearance of
the A band, while the E band persists. Our findings suggest that
the atomic structural modification, particularly below 1 GPa,
which is used for conductivity measurements, is limited to
lattice distortion, with no ionic intermixing or formation of
metastable phases. However, further complementary experi-
ments, such as in situ X-ray diffraction measurements, are also
required to confirm the origin of modifications after the full
compression and decompression cycle.

lonic and Electronic Conductivity

The electrochemical properties of solid electrolytes can be
investigated using EIS in a nondestructive way. This allows the
electrochemical processes involved to be examined and the
ionic conductivity of the electrolyte and the resistance of the
grain bulk and boundaries to be derived.”® The electronic
conductivity, on the other hand, can be derived by application
of DC polarization via two ion-blocking electrodes. Following
the application of a DC potential, a constant current is
expected in the steady state, with the only contribution to the
current coming from electronic carriers.”’

The pressure dependence of the system conductivity was
investigated between 10 and 650 MPa due to the absence of a
chemical phase transition in this pressure range, confirmed via
microstructural dynamics investigation. A lower threshold of
10 MPa was chosen for electrical measurements since, below
this value, the contact between the ion-blocking electrode and

https://doi.org/10.1021/acs.jpcc.5c06227
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Figure 4. Nyquist plots of LPSCI (a) at fixed pressures ranging from 10 to 100 MPa, measured between 100 Hz and 700 kHz, and (b) at 150 MPa
before and after pelletizing at 650 MPa, measured between 100 Hz and 1 MHz. Broken lines are least-squares fitting by the ECMs depicted inside
each graph. Pressure-dependent (c) conductivity, 6;,,, and (d) equivalent capacitance C, at a constant temperature of 25 °C, are extracted by the
fitting process. Arrows indicate in which order the points were recorded.

the electrolyte is insufficient for reliable measurement. The
impedance spectra at 25 °C up to 100 MPa (see Figure 4a)
could be fitted with an ionic resistance in series with a constant
phase element, with a parallel contact resistance (i.e., R;, —
(R.)(CPE,,) circuit), where R, refers to the sample ionic
resistance. The constant phase element CPE,, refers to the
double-layer polarization at the electrolyte/electrode inter-
face,”* *" and the resistance R, refers to an additional contact
resistance between the electrolyte and electrode.'”*"** This
resistance is eliminated at pressures above ~100 MPa due to
the contact improvement via the electrolyte compaction. From
~150 MPa, the more uniform contact between the electrode
and electrolyte allows us to fit the impedance via a R;,, —
CPE,, series circuit (see Figure 4b), which persists up to 650
MPa. A clear distinction between grain bulk and grain
boundary conductivities is hindered by the absence of their
representative semicircles in the EIS spectra, as a consequence
of a small charge polarization at the grain boundaries.
Therefore, only the polarization capacitance at the interface
with the electrode (C) and the overall ionic conductivity of the
system (0;) could be estimated for the compression/
decompression cycle. The capacitance C was estimated from
Brug’s formula
)l/a

- (2
(2)

Ru—l
where Q and «a describe the constant phase element impedance
Zcpg = Q(iw) ™%, with i being the imaginary unit and @ being
the frequency of the AC signal applied. The ionic conductivity
was derived from the pellet thickness, d, resistance R, and
cross-sectional area A:

-4
=

(3)
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Our results show that the capacitance and ionic conductivity
both increase with increasing pressure (Figure 4c,d). The
capacity increase in the compression regime is in agreement
with the enhanced contact at the electrode—electrolyte
interface due to plastic deformation of the particles,13 which
increases the surface-to-distance ratio. In the decompression
regime, C decreases gradually, with a faster rate of decrease
particularly below 100 MPa before returning to its initial value.
The higher capacity value during decompression versus
compression confirms the plastic deformation of the particles.
The o; rapid increase in compression regime up to 100 MPa is
also in agreement with the contact formation process between
the electrode and electrolyte, as well as the consolidation
process, which reduces tortuosity for Li-ion diffusion pathways.
At higher compression pressures, o; stabilizes and reaches a
plateau at around 500 MPa. During decompression, o; first
rises, attaining a maximum at 80 MPa and then rapidly drops.
At the lowest applied pressure, o; does not recover the initial
value due to the increase in the contact resistance and particle
consolidation. The decrease in o¢; during the decompression
sweep is the consequence of contact resistance at the electrode
interface. The higher o; during the decompression sweep is a
result of the elastic distortion of the crystal lattice and LPSCI-
positive activation volume. The activation volume (V,) is a
local change in the atomic structure of the material and is
associated with ion migration. It can be considered as the
difference between the molar volume required for ion
migration (V,,) and the molar free volume already available
in the structure (Vf). It ranges from negative to positive
values depending on whether the lattice needs to shrink or
expand to allow the ion migration.” By assuming a pressure-
independent prefactor in the Arrhenius equation for ionic
conduction (see eq 7),** the crystal distortion could be

https://doi.org/10.1021/acs.jpcc.5c06227
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examined from the relation between In(o;) and pressure at a
constant temperature (T)l’8

]T (4)

where kg is the Boltzmann constant and P is the applied
pressure. When the pressure applied to the pristine powder
increases, consolidation effects introduce deviations of In(o)
from linearity. Therefore, V, was estimated on the decreasing
pressure sweep.® In the linear region, above 150 MPa (Figure
Sa), the activation volume was calculated to be 1.98 + 0.02
cm®/mol. This result is in agreement with reported activation
volumes for Li*-ion-conducting solid electrolytes, as suggested
based on the correlation between the activation volume and S/
Cl anion disorder percentage.”*’

Besides the overall ionic conductivity, the grain bulk and
grain boundary conductivity are key factors in ionic
conduction. In most cases, grain boundaries are a limiting
factor’®*’; however, in some electrolytes, they conduct better
than the bulk*® since ionic conduction can occur not only
between adjacent grains but also on their surface within the
boundaries. The estimation of this kind of conductivity is not
always straightforward due to the absence of the semicircle in
the EIS spectrum related to grain boundary polarization.***°
Nonetheless, a tentative way to derive the grain boundary and
bulk contributions to conductivity from pressure-dependent
global conductivity of solid electrolytes has been suggested by
Yamakov et al.”' This theoretical model describes the whole
polycrystalline electrolyte as a system of particles, taking into
account their mechanical properties, and the compression at
the contact point between particles and at the electrode
surface. Similarly, the ionic conductivity is described by a
network of resistances, each characterized by a combination of
bulk and grain boundary resistances correlated with the contact
surface and volume per particle. The total ionic conductivity is
related to pressure by

1
p

where P%’ will be referred to as rescaled pelletizing pressure

dln(c)
oP

V. & —kBT(

(s)

and p was recorded at the same pressure of o; measurement, as
described in the pressure ramp of Figure 7c. 5 is a
characteristic exponent, which changes according to the
packing of the system (e.g, hexagonal close packing, HCP,
and randomly packed, RND) and domination of the grain bulk
(op) or grain boundary (ogp) conductivity as follows:
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Q

O > 06t Nycp X 2/3, Ngp = 3/4

1/2

Q

0y < 0gp: Myep ~ 1/3, Tynp (6)

These relations can be used to derive the particle packing
and dominating ionic conductivity from the value of #. This
simplified model is only a function of the contact area between
grains and does not consider the mechanical properties,
particle size, or the morphology of the electrolyte, all of which
can play important roles for the ionic conductivity. As a
consequence, the data “at pelletizing pressure” are expected to
deviate from the data “at 100 MPa stack pressure”. At
pelletizing pressures above ~500 MPa, the “in-die” con-
ductivity deviates from linearity due to the lattice distortion at
high pressures, in agreement with Raman spectroscopy results.
Hence, the data at the higher pelletizing pressure cannot be
explained by the model. The change in the slope of o; against
rescaled pelletizing pressure was fitted in the linear ranges
(Figure Sb), corresponding to 7 values of 0.46 + 0.03 and 0.62
+ 0.02 at pelletizing pressure and at 100 MPa stack pressure,
respectively. As there will always be some disorder in the
packing of LPSCI grains, the values of # are interpreted
according to RND packing. The data “at pelletizing pressure”
correspond to oy << 0, while the 7 at 100 MPa stack pressure
falls in between the values for o5 < 0gp and ogg < 0p. This
analysis shows that, at high pelletizing pressures, ionic
conductivity is dominated by grain boundaries. However,
releasing the pressure to 100 MPa results in an equilibrium
between the ionic conductivities of the grain bulk and
boundaries. The grain boundary conductivitPf domination, a
consequence of the higher applied pressure,”>* is a result of
an increase in the particle compactness and the decrease of the
interfacial energy barrier for ion migration within grain
boundaries."

The ionic and electronic conduction were also studied as a
function of the temperature in order to investigate thermally
activated mechanisms valid for both conduction processes. The
experimental setup was used in the conventional operating
temperature range (about 20—70 °C) and at a pressure of
~200 MPa, which ensures complete particle rearrangement
and good electrode/electrolyte contact. Li* ion conduction is a
thermally activated process, consisting of ions migrating inside
a crystal structure, and is described by the Arrhenius
equationl’sz

= 5.0 E/&T
0, = 0ye

(7)

where E, is the activation energy and kg is the Boltzmann
constant. The E, can be interpreted as the energy barrier
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Figure 6. Arrhenius plot of ionic and electronic conductivity fitted by a linear least-squares fitting. Measurements were carried out at 200 MPa.
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separating two points in the most energetically favorable
pathway for Li* ion migration.”® The sites involved and their
energies are determined by the atomic bonding environment.
0y is a prefactor associated with the hopping length and
frequency of Li* ion jumps from one lattice site to another."
The ionic conductivity was derived from the impedance
spectra at different temperatures via an R,,, — CPE
equivalent circuit. Fitting the data to the Arrhenius equation
(6) resulted in an activation energy E, = 0.30 + 0.02 eV
between 21 and 63 °C, in agreement with previous theoretical
and experimental values, reported for LPSCL>*° A compar-
ison with the theoretically calculated relation between the S/Cl
anion disorder and the ionic activation energy in LPSCI
indicates an anion disorder lower than 30% in our system in
this temperature range. This is a detrimental effect for battery
performance since an optimal S/Cl anion disorder can improve
ionic conduction and tune the activation volume.”**

The electronic conduction also follows the Arrhenius
equation (0, = aoe_E*/ kBT) , with an electronic activation energy
E, = 0.54 = 0.04 eV from the Arrhenius plot (see Figure 6b).
The activation energy is a well-known method to estimate
possible levels close to the conduction/valence band. Since the
band gap of LPSCI is between 2.14 and 4.86 eV, the lower
activation energy for the electronic conduction can be
attributed to the energy levels within the gap.”’~>” This effect
has also been detected in LPSCl by Gorai et al,” who
correlated these levels to the presence of defects, mainly
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lithium interstitial and sulfur/chloride antisites. It is suggested
that the presence of disorders introduces donor-like levels of
excess free electrons into the gap of LPSCI, which could
explain the obtained activation energy.”” >

B EXPERIMENTAL SECTION

LPSCI powder under study was sourced from MSE Supplies under the
commercial brand name Ampcera, synthesized from >99.9% precursor
materials. The declared mass median diameter of the particles is 1 ym,
as selected by a 325 mesh sieve. LPSCl is typically prepared by a solid-
state sintering method: a stoichiometric mixture of Li,S, P,Ss, and
LiCl is mixed by ball-milling at about 600 rpm for 10—20 h and
successively heated at 550 °C for § h in an Ar atmosphere.****~% The
morphology was analyzed by SEM and optical microscopy. In order to
transfer the sample into the SEM chamber, it was shortly exposed to
air. EDS was also carried out within the SEM chamber.

Raman spectroscopy was performed with a 532 nm wavelength
laser. For Raman measurements at ambient pressure, the sample was
sealed in an argon atmosphere inside specifically designed airtight
cells (see Figure S1 in the Supporting Information). For in situ
Raman eygperiments, a Le Toullec-type membrane-driven diamond
anvil cell® was used. The sample was loaded and sealed in a N, glove
bag to avoid exposure to air. Prior to sample loading, small ruby
spheres were placed in the empty gasket and dried in an oven for
about 1 h at 100 °C, together with the entire cell assembly, to remove
humidity. No pressure-transmitting medium was added in order to
avoid any reaction with the sample. The pressure and spectra were
measured using a micro laser beam (~2 pm); hence, they could be
reliably measured in the vicinity of the ruby sphere by the standard
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ruby fluorescence technique.”” The target pressure was identified via
the Raman shift of the Ruby crystal loaded alongside the sample in the
cell. Five minutes equilibration time was applied before each
measurement. The minimum pressure reached was 0.6 GPa in
order to maintain the sealing of the samples from exposure to air.

Two different setups were employed in order to measure the
temperature and pressure dependences of the ionic and electronic
properties (see Figure 7a,b). One setup consisted of a CompreCell
12-DP measurement cell (rhd instruments GmbH & Co. KG)
coupled with a CompreDrive (rhd instruments GmbH & Co. KG), a
heating/cooling jacket coupled with a Presto A40 (Julabo GmbH) or
Huber Unistat 405 (Peter Huber Kiltemaschinenbau AG) circulator,
and a Pt-100 temperature sensor, employed to keep the sample
temperature constant. The sample was contacted by two ¢ = 12 mm
tungsten carbide pistons in a polyether ether ketone (PEEK) sleeve.
The changes in the sample thickness were monitored following the
procedure described in ref 68 and considering an error on the motor
position of + 8.5 um. With this setup, the pressure was applied
stepwise, and 30 minutes waiting time was applied at each step to
allow the system to equilibrate before recording the electrochemical
impedance spectrum. The second cell was a homemade stainless steel
cell (referred to in the next as a homemade cell) coupled with a 25
ton Graseby Specac hydraulic press, two heating strips coupled with a
GW Instek (model GPR-6030D) power supply, and an uncompen-
sated K-type thermocouple connected to a Fluke 52 K/J
thermometer. With this setup, the sample was contacted by two ¢
= 8 mm steel pistons inside a Teflon sleeve. In this case, the pressure
was adjusted to 200 MPa before recording each impedance spectrum,
and approximately 1 minute waiting time was applied before
recording each resistance value under DC polarization.

EIS spectra were recorded by applying a sinusoidal signal (AC)
with a 10 mV amplitude and at fixed frequencies between 100 Hz and
1 MHz. DC resistance measurements were performed by applying a
DC polarization of 400 mV (within the stability window). All the cells
were assembled under an argon atmosphere. In particular, the
CompreCell was kept overnight in a vacuum oven at 55 °C before
assembling. The homemade cell was left overnight in a glovebox
antechamber, under dynamic vacuum. The thickness change of the
sample was taken into account in the ionic conductivity calculation
only when not negligible, that is, only for the pressure-dependent
measurements. The sample density, the grain bulk, and the grain
boundary contributions to conductivity were acquired using a
systematic pressure application measurement at specific points: “at
pelletizing pressure,” “at 100 MPa stack pressure,” and “at 10 MPa
stack pressure” (see Figure 7c), corresponding to sample “in-die”
properties, optimal operating conditions, and sample “out-of-die”
properties, respectively.

B CONCLUSIONS

In the present work, the electronic and ionic properties of the
LPSCI electrolyte were investigated based on its macro- and
microstructural properties and dynamics as a function of
temperature and pressure. The results show that the pre-
application of pressure within electrode synthesis will start the
ionic conduction modulation via particle rearrangements,
followed by the plastic deformation at around 150 MPa.
This rearrangement is also accompanied by enhanced contact
formation at the interface. The lattice distortion due to crystal
stress is confirmed via Raman spectroscopy. Irreversible
structural changes (possible side products and decomposi-
tions), as well as amorphization above 10 GPa, were revealed
by in situ Raman spectroscopy. Pelletizing pressure of 650
MPa shows an optimal compaction, inducing a higher ionic
conduction, due to the enhanced particle—particle and grain
contacts. This also induces a more uniform interface contact
that can be maintained upon decompression. The ionic
conductivity of LPSCI has shown to be dominated by the
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grain boundary conduction at high pelletizing pressures, while
at lower stacking pressure, the bulk conduction becomes
comparable to that of grain boundaries and the conduction is
increased due to the positive activation volume. Furthermore,
the plastic and elastic deformation of the particles and
crystallites, respectively, will reach an equilibrium at the high
pelletizing pressure that results in a relatively constant ionic
conduction. The electronic conductivity suggests the presence
of defects (e.g., antisites and Li interstitials) via introducing
deep electronic levels into the gap of LPSCI, with a lower
activation energy compared to that of the material gap. Our
results suggest the possibility of tuning and optimization of the
required parameters, such as the ionic and electronic
properties, for predesigned device fabrications. High pressures
are recommended to guarantee proper electrical contact,
particle—particle adhesion, and a lower energy barrier at the
grain boundaries. At the same time, high pressures can induce
significant lattice distortions, which are detrimental to ionic
conduction. Further studies on the structural relaxation after
long decompression, on the activation energy prefactor
estimation, and on electronic transport in Hebb—Wagner
geometry at working temperature seem appropriate. Further
investigation into tailoring the optimal anion disorder in
relation to the pelletizing pressure and working temperature, as
well as phase transitions in the material at these temperatures
and pressures, also seems necessary.
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