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Li-metal anodes face challenges in terms of cyclability due to non-uniform deposition morphology and
progressive electrolyte decomposition. Here, we discover the effects of multivalent cation salts (Ca%*,
Ba’", La®*, Ce®") as electrolyte additives for Li-metal anodes in exemplary [TFSI]"/EC-PC electrolytes.
These additives induce strong Coulomb interactions that alter the solvation environment in the
electrolyte, promoting the direct coordination of cations with [TFSI]™. This modification of the solvation
structure increases the desolvation energy, effectively slowing down the Li* depletion at the electrode
surface and flattening the deposition morphology. Besides, the coordinated [TFSI]™ tends to participate
in the formation of the solid-electrolyte interphase (SEl), increasing the fluoride concentration ratio.
Furthermore, these multivalent cations are also incorporated into the SEI and play an important role in its

formation. In particular, the lanthanide additives form La—O and La—F bonds instead of Li-related bonds,
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Accepted 18th December 2024 which would effectively improve the uniformity and stability of the SEI, enabling the reversible formation

of a flat and dense Li metal layer on the Cu foil current collector. In addition, full-cell tests with LiFePO4
cathodes show that the lanthanide additives mitigate the internal resistance increase on Li metal anodes
during cycling and drastically improve capacity retention in either “anode-free” or excess Li configurations.
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Introduction

Alkali metals, such as Li and Na, have a low redox potential and
a high theoretical capacity. These properties make them ideal
candidates for anode materials." However, their practical
applications have been hampered by the major challenge of
insufficient reversibility during repeated electrodeposition and
dissolution processes.” In particular, during electrodeposition,
the alkali cations are rapidly reduced to metal atoms and
depleted near the electrode surface, creating a steep concen-
tration gradient that drives the fatal dendritic growth.®* The
weakly bound dendrites easily lose electrical contact with the
current collector, resulting in capacity loss and short circuit
risk.* In addition, the solid-electrolyte interphase (SEI), formed
from the cathodic decomposition products of the electrolyte
species, usually lacks uniformity and rigidity.> As a result, the
SEl is easily cracked, exposing fresh alkali metal deposits to the
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electrolyte, leading to progressive electrolyte decomposition
and gradual capacity loss during cycling.

Therefore, to achieve ideal reversible alkali metal anodes,
several challenges must be overcome: (i) ensuring a uniform
and dense deposition morphology without dendrites, and (ii)
establishing a chemically and structurally stable SEI to prevent
the excess electrolyte decomposition. In recent years, consid-
erable efforts have been made to improve the reversibility of
alkali metal anodes though advanced design of the electrolyte
and the electrode-electrolyte interface.®™ High concentration
electrolytes (HCEs), also known as salt-concentrated or solvent-
in-salt electrolytes,>** have been reported as effective strategies
to avoid dendritic formation. With appropriate salt-solvent
combinations, increasing the salt concentration significantly
retards the cation depletion during electrodeposition, thus
avoiding the dendritic growth within the areal capacity load for
commercial batteries (2-4 mA h cm™?).> Moreover, HCEs usually
show a markedly different solvation environment compared to
the conventional dilute electrolytes, as illustrated in Fig. 1a and
b. For the dilute electrolytes, such as 1 M LiPF, in EC-DMC (EC:
ethylene carbonate, DMC: dimethyl carbonate, volume ratio 1:
1), the salts are basically dissociated with the solvents forming
solvent-separated ion pairs (SSIPs).* In contrast, for HCEs, such
as 4 M Li[FSI] in DME ([FSI| : bis(fluorosulfonyl)imide, DME:
1,2-dimethoxyethane),”® the salt dissociation is basically
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Fig.1 Schematic illustration of the solvation environment and deposition morphology in different electrolytes for rechargeable Li batteries. (a)
Solvation structure in conventional dilute electrolytes for Li-ion batteries. The cations are basically coordinated by solvent molecules as solvent-
separated ion pairs (SSIPs). (b) Solvation structure in high concentration electrolytes (HCEs). The cations and anions keep a direct coordination as
contact-ion pairs (CIPs) and aggregates (AGGs). (c) Effects of the CIP formation. The lowest unoccupied molecular orbital (LUMO) energy level of
the anions is decreased in CIPs compared to the SSIPs (left). Besides, the strong solvation bonding of CIPs increases the activation energy for the
desolvation in electrodeposition (right). (d) Deposition morphology in conventional dilute electrolytes. The Li* cations are rapidly consumed at
the electrode surface, resulting to a mossy or dendritic morphology. (e) Deposition morphology in HCEs. Increasing the salt concentration and
the corresponding CIP formation retard the cation depletion and maintain a flat and non-dendritic morphology. (f) Solvation structure in dual-
cation electrolytes (DCEs). The CIP formation is promoted by the strong Coulomb interaction of the multivalent cation additives. (g) Deposition
morphology in DCEs. The CIP formation retards the cation depletion on the electrode surface and maintains a flat deposition morphology. In
addition, the multivalent cation additives are involved in the anion-derived SEI formation, which can be used as an effective factor to improve the

interfacial stability on the Li metal anodes.

insufficient due to the limited number of solvent molecules,
leading to the formation of a high ratio of contact-ion pairs
(CIPs) and aggregates (AGGs) in HCEs." The direct coordina-
tion of anions to cations reduces the lowest unoccupied
molecular orbital (LUMO) and highest occupied molecular
orbital (HOMO) energy levels compared to anions in SSIPs,'® as
shown on the left in Fig. 1c. As a result, the cathodic decom-
position of anions in the SEI formation is promoted instead of
the solvent. As illustrated in Fig. 1d and e, the anion-derived SEI
formed in HCEs is empirically more stable than the solvent-
derived SEI formed in conventional dilute electrolytes, accom-
panied by a higher ratio of LiF."” Besides, the CIPs and AGGs
usually have a higher binding energy than the SSIPs as shown
on the right in Fig. 1c. The higher binding energy results in
a higher activation energy for desolvation, which also helps to
retard the cation depletion during electrodeposition. Owing to
these features, HCEs enable a flat and dense electrodeposition
morphology with stable SEI, achieving a very high coulombic
efficiency (around 99%) of Li deposition and dissolution.
However, there are several limitations to the practical
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application of HCEs. HCEs tend to have high viscosity, which
causes wettability problems on separators and electrodes. In
addition, the salts are much more expensive than the solvents,
which significantly increases the production costs. Therefore,
attempts have been made to maintain a solvation environment
similar to HCEs while reducing salt concentrations. Previous
studies have shown that the introduction of non-solvating
cosolvents can reduce SSIPs and increase CIPs and AGGs in
the low concentration range.'® These electrolytes are usually
referred to as localized high concentration electrolytes
(LHCEs)."*

As an alternative strategy to improve the electrolytes for
alkali-metal anodes, we have proposed a concept of dual-cation
electrolytes (DCEs),'* in which multivalent salts are introduced
as electrolyte additives. The strong Coulomb interaction of the
multivalent cations, such as Ca®', Ba®*", La*", Ce*’, usually
causes strong solvation in electrolytes and poor ionic conduc-
tivity in SEL.>* As a result, the multivalent cations are difficult to
reduce to the metal state in organic electrolytes. These proper-
ties make multivalent cations suitable as electrolyte additives

This journal is © The Royal Society of Chemistry 2025
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for alkali-metal anodes. Previously, we have shown the effects of
mixing alkaline earth cations (Ca>*, Ba>") as electrolyte additives
for Li and Na metal anodes with [TFSI| /G3 electrolytes ([TFSI] :
bis(trifluoromethanesulfonyl)imide and G3: triethylene glycol
dimethyl ether).® The experimental and computational results
showed that the introduction of divalent cations modified the
solvation environment in the electrolyte. Specifically, Li* and
Na' were promoted to form CIPs instead of SSIPs (Fig. 1f) in
order to mitigate the strong Coulomb interaction between the
divalent cations and consequently reduce the free energy of the
electrolyte system. As shown in Fig. 1g, the increase in CIPs
contributes to the anion-derived SEI formation and dendrite-
free morphology in Li and Na electrodeposition, which is
similar to the phenomena observed in HCEs and LHCEs. More
importantly, the multivalent cations are involved in the SEI
formation, which is a unique feature of DCEs and provides
a new factor to control the stability and functionality of SEI In
general, the SEI on Li metal anodes must have sufficient Li*
conductivity as well as blocking electron conduction from the
current collector to the electrolyte to prevent the excess elec-
trolyte decomposition. Besides, the SEI must be robust enough
to withstand the large volume changes associated with repeated
Li deposition and dissolution. The multivalent cations have
different charges, ionic radii, coordination numbers, and
Madelung energies in forming ionic crystals, which would
significantly affect the composition and mechanical properties
of the SEI. In addition to Li metal anodes, similar effects have
also been reported in improving the performance of Si anodes,**
which suggests the versatile applications of the dual-cation
strategies.

To reveal the mechanism of the multivalent cation additives,
in this study, we employed different multivalent salts (Ca
[TFSI],, Ba[TFSI], and La[TFSI];, Ce[TFSI];) as additives in Li
[TFSIJ/EC-PC electrolyte (EC: ethylene carbonate, PC: propylene
carbonate, volume ratio 1:1). The [TFSI| salts are available in
a wide variety of cations. This can simplify the comparison and
avoid the complicated effects of mixing different anions. The
mixed carbonate solvents combine a good stability and high
polarity to dissolve the various multivalent salts, facilitating the
control experiments. Compared to the alkaline earth elements,
the lanthanide cations are basically in the trivalent state, which
would be more effective in modifying the solvation structure.
Besides, the lanthanides are key elements in Li super ionic
conductors such as LLTO (LizxLa(3)—TiO5)* and LLZO (Li,-
LazZr,04,).>* Thus, the lanthanides would be favourable for
improving the SEI functionality. In cycle tests of Cul|Li half
cells, the addition of La** and Ce*" markedly improved the
coulombic efficiency of Li deposition/dissolution compared to
the electrolyte containing only Li*. In contrast, the Ca** and
Ba®* decreased the coulombic efficiency and significantly
increased the overpotential, suggesting the passivation of the
deposits. The constant current electrodeposition experiments
with Cul|Li half cells confirmed that the multivalent cation
additives (Ca®>*, La**) flattened the Li deposition morphology in
initial cycles and these additives were not reduced to the
metallic state. Moreover, with repeated deposition and disso-
lution, the Li deposits progressively accumulated and increased

This journal is © The Royal Society of Chemistry 2025
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in thickness and porosity during cycling in the electrolyte con-
taining only Li salt. In contrast, the addition of La salt helped to
maintain a flat and dense Li metal layer that was reversibly
formed on the current collector with little changes in thickness
during cycling. Chemical analysis showed that the addition of
La salt increased the fluoride ratio in SEI and helped to main-
tain a relatively stable SEI composition during repeated Li
deposition and dissolution. The X-ray photoelectron spectros-
copy (XPS) profiles showed that La-O and La-F bonds were
formed in the SEI, which would help to improve the stability of
the SEI. The experimental Raman spectroscopy, nuclear
magnetic resonance (NMR) spectroscopy and computer simu-
lation results confirmed that both the Li* and La** were
promoted to form CIPs. The increase of CIPs would be the
origin of the flat deposition morphology and the increase of the
fluoride ratio in SEI Finally, full-cell tests with LiFePO, cath-
odes showed that the La salt additives significantly improved
the coulombic efficiency and capacity retention in “anode-free”
or excess Li cell configurations. The electrochemical impedance
spectroscopy (EIS) results further revealed that the La salt
additive significantly mitigate the increase in interfacial resis-
tance on Li metal anodes during cycling. The introduction of
multivalent cations would be a promising strategy to improve
the interfacial stability and the reversibility of alkali metal
anodes.

Results and discussion
Li deposition/dissolution reversibility

To compare the effects of multivalent cation additives on Li-
metal anodes, cycle tests were first carried out in Cu|Li half
cells. For the electrolytes, 0.5 M Li[TFSI] in EC-PC (volume ratio
1:1) was used as the base electrolyte. For the multivalent salts
(Ca[TFSI],, Ba[TFSI],, La[TFSI]; and Ce[TFSI];), the concentra-
tion was basically set to 0.1 M to facilitate the comparison. In
two-electrode coin cells, a 20 um-thick Cu foil was used as the
working electrode (WE), and a 100 pum-thick Li foil (areal
capacity about 20 mA h cm™?) was used as the counter electrode
(CE) and the reference electrode (RE). A surfactant-coated
monolayer microporous membrane (Celgard #3501) was used
as the separator. Fig. S1a in the ESIt shows the structure of the
coin cell. During cycle tests, Li deposition was carried out until
the areal capacity reached 2 mA h ecm . Li dissolution was then
conducted until the cell voltage reached the cut-off voltage of
1 V. The current density was 1 mA cm 2.

Fig. 2a compares the areal capacity of Li deposition/
dissolution in the Cul|Li coin cells up to 10 cycles. As the
deposition capacity was a fixed value in each cycle, the disso-
lution capacity was proportional to the coulombic efficiency.
The coulombic efficiency in 0.5 M Li[TFSI[/EC-PC (hereafter
referred to as “the Li electrolyte”) gradually increased from
about 80% in the first cycle to about 90% after ten cycles
(dashed red line). The addition of the alkali earth salts (Ca
[TFSI],, Ba[TFSI],) and the lanthanide salts (La[TFSI];, Ce
[TFSI];) resulted in distinctively different effects. In 0.5 M Li
[TFSI]-0.1 M Ca[TFSI],/EC-PC and 0.5 M Li[TFSI]-0.1 M Ba
[TFSI],/EC-PC (abbreviated as “the Li-Ca electrolyte” and “the
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http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4ta07531e

Open Access Article. Published on 24 December 2024. Downloaded on 8/2/2025 1:29:54 AM.

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

(cc)

View Article Online

Journal of Materials Chemistry A Paper

a Cul||Li coin cell, current: 1 mA cm? b Cycle 1 in Cul|Li coin cell Cycle 10 in Cul||Li coin cell
L 20r 4100
L <
S 18} ’3.“:?_’,:.7»§~_-':3_‘73 190 3
2 P s > >
< 16l ./ ot Dissolution / lso & o >
2 L] Coulombic efficiency % > 0. S}
§ al e L " e % %
g 7 ~-o-Li-Ca E ~. s
Ei B --o-- Li-Ba 3
2 12 Deposition ——Li-La 180 S ---Li -Lik-Ca — Li-La ---Li e Li-Ca — Li-La
— Allcases ——Li-Ce 1or - Li-Ba - Li-Ce or - Li-Ba - Li-Ce
1.0 50
0 2 4 6 8 10 0.0 05 1.0 15 2.0 0.0 05 1.0 1.5 2.0

Cycle number Areal capacity / mAh cm 2 Areal capacity / mAh cm

(2]

Deposits on Cu foil

Electrolyte

Li-La

Li-Ce

Fig. 2 Li deposition/dissolution behaviour in Cul|Li half cells with different [TFSI]”/EC~PC electrolytes. The concentrations of Li[TFSI] and each
multivalent cation salt were 0.5 M and 0.1 M, respectively. (a) Areal capacity of Li deposition and dissolution in cycle tests in two-electrode Cul|Li
coin cells. The current density was 1 mA cm™2. The deposition capacity was fixed to 2 mA h cm™2in each cycle and thus the dissolution capacity
also indicated the coulombic efficiency. The La®" and Ce®* additives markedly improved the coulombic efficiency of the Li deposition/disso-
lution, whereas the Ca®* and Ba®>* decreased the coulombic efficiency. (b) Voltage profiles in the 1st cycle (left) and the 10th cycle (right) of the
half cells. The La** and Ce** additives maintained a low overpotential and increased the dissolution capacity, while the Ca?* and Ba®* additives
increased the overpotential and decreased the dissolution capacity. (c) Photos of Cu foil electrodes (upper) and electrolytes (lower) removed
from three-electrode Cul|Li batch cells after 10th Li deposition. The current density was 1 mA cm™2 and the deposition capacity was fixed to
2mAhcm™2. The La®" and Ce®" additives significantly flattened the deposition morphology, decreased the floating Li deposits (known as “dead
Li") peeling off from the Cu foil electrodes, and thereby improved the coulombic efficiency. The structures of two-electrode coin cells and three-

electrode batch cells are shown in Fig. S1 in the ESI.{

Li-Ba electrolyte”, etc.), the coulombic efficiencies increased
from about 70% in the first cycle to about 90% after ten cycles
(dotted orange and green lines), lower than the results in the Li
electrolyte. In contrast, the coulombic efficiencies in the Li-La
and Li-Ce electrolytes increased from 85% in the first cycle to
95% after ten cycles (solid blue and purple lines), higher than
the results in the other cases. Fig. 2b shows the voltage profiles
in the 1st and 10th cycles in the different electrolytes. The
cathodic and anodic voltages were symmetrically below and
above 0 V. Compared to the Li electrolyte (dashed red lines), the
overpotentials in the Li-Ca and Li-Ba electrolytes were signifi-
cantly increased in both the deposition and dissolution
processes (dotted orange and green lines), suggesting the
occurrence of surface passivation. Conversely, the over-
potentials in the Li-La and Li-Ce electrolytes were close to those
in the Li electrolyte, while the dissolution capacities were
markedly increased. In addition, the voltage curve of the 10th
deposition showed an increase in overpotential around the

3622 | J Mater. Chem. A, 2025, 13, 3619-3633

areal capacity of 1.5-2.0 mA h cm ™2, which was not observed in
the 1st deposition. This difference would strongly depend on
the surface conditions. In the first cycle, the deposition
occurred on a bare Cu foil, where the deposits would grow from
the electrode surface to the electrolyte under relatively uniform
electric and diffusion fields. As the deposits cannot be
completely dissolved, subsequent depositions must take place
under much more complicated surface conditions. Although
further investigation is necessary, we think that the inactive
deposits remaining on the electrodes contain areas where
lithium is preferentially deposited. Once these areas are filled,
additional driving forces are required to continue the Li depo-
sition, which would cause an increase of overpotential as
observed in the 10th deposition.

To compare the deposition morphology, we conducted Li
deposition/dissolution using three-electrode batch cells. In the
batch cells, the Cu foil WE and the Li foil CE were separated in
5 mm without a separator. The absence of a separator allowed

This journal is © The Royal Society of Chemistry 2025
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us to study the morphology changes independently of the
external stress. Fig. S1bf shows the structure of the batch cells.
Li foil RE was inserted into the electrolyte between WE (Cu foil)
and CE (Li foil). The Li deposition and dissolution were initially
performed for 9 cycles and stopped after the 10th deposition.
The current density was 1 mA cm™ > and the deposition capacity
was fixed to 2 mA h em 2. The corresponding electrochemical
results are shown in Fig. S2.1 The photos of the Cu foil WEs
after the 10th Li deposition are shown in the upper in Fig. 2c.
The deposits in the Li-Ca and Li-Ba electrolytes were more
uneven than those in the Li electrolyte, whereas the deposits in
the Li-La and Li-Ce electrolytes exhibited more flat
morphology. In addition, the electrolytes in the batch cells were
extracted into glass beakers after the experiments, as shown in
the lower in Fig. 2c. The grey deposits floating in the electrolytes
would be fine inactive Li deposits peeling off from the Cu foil
electrodes, which is known as “dead Li”.*® Impressively, the Li-
La and Li-Ce electrolytes were kept transparent compared to the
other electrolytes, suggesting an effective suppression of “dead
Li”. Based on the cycle test results in Cul|Li half cells, we
demonstrated that the lanthanide salts have superior effec-
tiveness as electrolyte additives in [TFSI|”/EC-PC electrolytes to
flatten the deposition morphology, reduce the formation of
“dead Li”, and consequently improve the coulombic efficiency
of repeated Li deposition and dissolution.

Morphology changes during cycling

To understand the effects of the multivalent salt additives on
the Li deposition/dissolution behaviour, we compared the
morphology changes in the initial cycles in Cul||Li batch cells.
For the electrolytes, the Li, Li-Ca and Li-La electrolytes were
focused as representative. Fig. 3a—c shows the SEM images of
the electrodeposits on Cu foil WEs after the 1st deposition, the
subsequent 1st dissolution and the 2nd deposition in the Li, Li-
Ca and Li-La electrolytes, respectively. The enlarged views are
shown in Fig. S3-S5.1 As shown in Fig. 3a, the deposits in the Li
electrolyte after the 1st deposition showed a hilly landscape. In
the cross-section view, a relatively dark and flat area was formed
close to the Cu foil and a light and hilly area was formed above
the dark area. The contrast between the light and dark areas
would be related to the proportion of the SEI compositions in
the deposits. The SEI compositions (C, N, O, S, F) contain more
electrons than Li, resulting in higher secondary electron emis-
sion and a lighter appearance. In general, at the beginning of Li
deposition, the Li* concentration on the electrode is high and
homogeneous, and the Li deposits undergo an epitaxial growth
behaviour into a dense and flat morphology. As the Li deposi-
tion progresses, the Li* concentration decreases and fluctuates,
and the Li deposits change to a porous and uneven
morphology.>*® During the subsequent 1st dissolution, the dark
area almost disappeared, while the light hilly area was
remained, containing the SEI components and the inactive Li
particles that lost the electrical connection to the electrode. In
the 2nd deposition, the dark areas (mainly Li metal) were
reformed close to the Cu foil and mixed within the light areas
(mainly SEI composition). Besides, cracks were observed in the

This journal is © The Royal Society of Chemistry 2025
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deposits, which would make it easier for the deposits to peel
away and float into the electrolytes, as observed in Fig. 2c.

In contrast, as shown in Fig. 3b and c, the deposits in the Li-
Ca and Li-La electrolytes have a flatter surface compared to the
deposits in the Li electrolyte. The change in surface morphology
confirmed that the multivalent cation additives can alleviate the
fluctuation in concentration distribution and electric field on
the electrode.*®*” On the cross section of the deposits in the Li-
Ca electrolyte, the Li metal (dark areas) and the SEI composi-
tions (light areas) were finely mixed in the deposits after the 1st
deposition, and a similar structure was maintained in the
subsequent dissolution and deposition. The Li metal mixed in
the SEI compositions away from the Cu foil current collector
would easily lose the electrical connection, causing the capacity
loss in Fig. 2a. On the other hand, the deposits in the Li-La
electrolyte showed a flat layered structure during the repeated Li
deposition and dissolution. The Li metal layer (dark area) was
formed reversibly on the Cu foil current collector and was not
mixed into the surface SEI layer (light area), which would
contribute to the higher coulombic efficiency in Fig. 2a. The
difference between the Li, Li-Ca and Li-La cases was also
confirmed after the 3rd deposition (see Fig. S67).

The different pattern of the dark and light areas would be
attributed to the stability and functionality of the SEI. Fig. 3d-f
shows the chemical compositions on the surface of the deposits
in the Li, Li-Ca, Li-La electrolytes, measured by energy-
dispersive X-ray (EDX) spectroscopy. As Li cannot be detected
by EDX, it was excluded from the results. The C, N, O, F, S came
from the cathodic decomposition of the electrolyte species and
formed SEI with the cations. For the deposits in the Li electro-
lyte, O had the highest atomic concentration, indicating that
mainly EC and PC solvents contributed to the SEI formation.
Besides, the surface composition was highly variable with
repeated deposition and dissolution, indicating the insufficient
stability of the SEI. On the other hand, the F concentration was
significantly increased in the Li-Ca and Li-La electrolytes. Since
F, S and N were contained by [TFSI]”, such a composition
change confirmed that [TFSI|” was promoted to participate in
the SEI formation. In addition, the composition ratio was
remarkably stable during deposition and dissolution in the Li-
La electrolyte. The participation of La** would be more suitable
than Ca** to improve the stability and functionality of the SEI in
dilute [TFSI]"/EC-PC electrolytes, which was also confirmed by
the electrochemical impedance spectroscopy (EIS) measure-
ments (see Fig. S71).

Solid-electrolyte interphase formation

To investigate the chemical state of the SEI compositions, we
conducted X-ray photoelectron spectroscopy (XPS) on the SEI
formed on the Cu foils in different electrolytes. The Cu foils
were first kept at 0 V for 6 hours to form SEI in Cul||Li coin cells.
As there were no obvious deposits formed on the electrodes, the
influence of the deposition morphology on the XPS spectra was
ignored. Fig. 4a compares the Li 1s, O 1s, F 1s and La 3d spectra.
In addition to the Li electrolyte (0.5 M) and the Li-La electrolyte,
0.8 M Li[TFSI] in EC-PC and 0.1 M La[TFSI]; in EC-PC (the La
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Fig. 3 Morphology changes and surface composition of electrodeposits during Li deposition/dissolution in Cul|Li batch cells with different
electrolytes. (a—c) SEM images of front side and cross section views of electrodeposits on Cu foil current collectors after the 1st deposition, the
1st dissolution, and the 2nd deposition in (a) the Li electrolyte, (b) the Li—Ca electrolyte and (c) the Li—La electrolyte. Enlarged views are given in
Fig. $3-S5.1 The multivalent cation additives effectively flattened the deposition morphology. Besides, the La** additives enabled the reversible
formation of a flat and dense Li metal layer during repeated Li deposition and dissolution, which would result in the high coulombic efficiency in
Fig. 2a. (d—f) Surface composition of electrodeposits measured by energy dispersive X-ray (EDX) spectroscopy after the 1st deposition, the 1st
dissolution and the 2nd deposition in (d) the Li electrolyte, (e) the Li—Ca electrolyte and (f) the Li—La electrolyte. The C, N, O, F, S came from the
cathodic decomposition of [TFSII~ and EC, PC and formed SEI with the cations. The La** additive significantly improved the chemical stability and

functionality of the SEI.

electrolyte) were also used for comparison. The binding ener-
gies of typical SEI compositions were shown with reference to
previous works.?®** For Li[TFSI] in EC-PC, the peak positions
did not changed significantly between 0.5 M and 0.8 M (red and
dark red curves). Besides, the intensity of O 1s and F 1s was
increased, suggesting that the SEI became denser with
increasing salt concentration. However, the cycle tests in Cul|Li
half cells confirmed that the coulombic efficiency was not
obviously improved in 0.8 M Li[TFSI| in EC-PC (see Fig. S87).
This suggests that the composition rather than the amount of
SEI plays an important role. In contrast, for SEI formed in the

3624 | J Mater. Chem. A, 2025, 13, 3619-3633

Li-La electrolyte (light blue curve), the binding energies of Li 1s
and F 1s were decreased. In particular, the peak centre of F 1s
was close to the result in the La electrolyte (blue curve), sug-
gesting that F was essentially bound to La rather than Li. In
addition, the O 1s peaks in the Li-La electrolyte became broader
compared to the results in the Li electrolyte. The Li-O and La-O
or Li-La-O compounds would be mixed in the SEI formation.
The involvement of La compositions in the SEI would help to
improve the structural stability while maintaining the elec-
tronic shielding and Li ionic conduction.
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Fig. 4 Chemical state and structural stability of solid electrolyte interphase (SEl). (a) X-ray photoelectron spectroscopy (XPS) profiles of SElI
formed on Cu foils by keeping the electrode potential at O V in Cul|Li coin cells with different electrolytes. For Li[TFSI] in EC-PC, increasing the
salt concentration from 0.5 M to 0.8 M did not markedly change the XPS profiles. In contrast, adding La[TFSl]s changed the chemical state of Li, O,
F in SEI, which would contribute to maintain a reversible Li deposition/dissolution. (b) Current density under micro polarization conditions (5, 10
and 15 mV) in Li||Li symmetric cells with the Li and Li—La electrolytes. The La salt additives suppressed the fluctuations between samples and
slightly decreased current density (reaction kinetics) of interfacial reaction processes. (c) Current density profiles in cyclic voltammetry (CV)
treatment to prepare sufficient SEI on Cu foil anodes in Cul|Li batch cells with the Li and Li-La electrolytes. The electrode potentials were
scanned from the open circuit potentials (OCP) to 0 V vs. Li and then scanned in 0.3-0 V for 20 cycles. The cathodic current was decreased
around 3-1V and was increased around 0.5-0 V in the Li—La electrolyte, suggesting that adding La[TFSI]s modified the electrolyte species and
affected their decomposition behaviour. The inset shows the photo of the Cu foil electrode after CV treatment in the Li—La electrolyte. No
obvious deposits were observed. (d) Potential profiles in constant current deposition after CV treatment in Cul|Li batch cells with different
electrolyte combinations. The La [TFSI]s additive moderated the rapid interfacial reaction and increased the overpotential during Li deposition.
(e—g) SEM images of electrodeposits after constant current deposition. The CV treatment in the Li—La electrolyte improved the uniformity of the
deposits in the Li electrolyte. More impressively, the Li deposits in the Li—La electrolyte exhibited a superior flat and dense morphology close to
the ideal condition. The inset in (g) shows the photo of the Cu foil after deposition.

To investigate changes in the reaction kinetics of interfacial symmetric cells with the Li and Li-La electrolytes. More than
processes on Li metal anodes, we measured the current density three samples were used for each condition. Fig. 4b shows the
under micro-polarisation conditions (5, 10, 15 mV) in Li||Li current density at different polarization voltages. The current
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densities in the Li-La electrolyte were lower than in the Li
electrolyte at all applied voltages. Besides, the variation between
the samples (error bars) in the Li-La electrolyte was narrower.
Since the voltage and current density were very low, the kinetics
of ion transport in the electrolyte and the morphology change
can be basically ignored. Therefore, the decrease in the current
density in the Li-La electrolyte would be attributed to an
increase in the activation energy of the interfacial processes,
including the (de)solvation of Li" with the coordinated solvent
and anions, and also the ionic conduction through the SEI
Therefore, the decrease in the current density would result from
the change of solvation structure,'® and also from the more
stable electrode-electrolyte interface formed on the Li metal.

To clearly compare the SEI functionality in different elec-
trolytes during Li deposition, we conducted cyclic voltammetry
(CV) treatment on Cu foils and then conducted constant current
electrodeposition in Cul|Li batch cells. In the CV treatment, the
potential was scanned from open circuit potential (OCP) to 0 V
vs. Li and then cycled in the potential range of 0-0.3 V for 20
times, where SEI would sufficiently form on Cu foils. Fig. 4c
shows the CV profiles in the Li and Li-La electrolytes. From OCP
to 0 V, the current density was gradually increased with the
appearance of several cathodic current peaks. As shown in the
inset in Fig. 4c, there were no visible decomposition products
on the Cu foil after CV treatment. Compared to the Li electro-
lyte, the current density decreased in the potential range above
1 V and increased significantly between 0 and 1 V in the Li-La
electrolyte. This would be related to the promotion of anion
decomposition instead of solvent and corresponded to the
change in the SEI composition as observed in Fig. 3d-f and 4a.
In the cyclic potential scan in the range of 0-0.3 V, the cathodic
current gradually decreased near 0, indicating that the SEI
formation basically shielded the electronic conduction between
the Cu foil and the electrolyte. After CV treatment, the Cu foils
were washed with EC-PC solvent and then assembled into clean
batch cells for constant current deposition. For the Cu foil
prepared in the Li electrolyte, the subsequent deposition was
also conducted in the Li electrolyte. On the other hand, for the
Cu foils prepared in the Li-La electrolyte, subsequent deposi-
tion was conducted in both the Li and Li-La electrolytes (green
and blue curves, respectively) to determine whether La** must
be continuously present in the electrolyte.

Fig. 4d shows the potential profiles in the deposition
experiments. The electrodeposition after CV treatment in the
Li-La electrolyte showed the highest overpotential (light blue
curve). The electrodeposition in the Li electrolyte after CV in the
Li-La electrolyte (green curve) showed the second highest
overpotential, and the electrodeposition after CV in the Li
electrolyte (red curve) showed the lowest overpotential. The SEI
formed in the Li-La electrolyte would regulate the Li deposition
process with less exposure of fresh surface and less increase in
surface area. This reduces the exchange current density and
results in a higher overpotential to drive the electrodeposition,
consistent with the micro polarization measurement results in
Fig. 4b. Fig. 4e-g compares the SEM images of the deposits
formed in the different electrolyte combinations. For the
deposits formed in the Li electrolyte (Fig. 4e and f), the hilly
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landscape was remarkably suppressed compared to the deposits
obtained without CV treatment (Fig. 3a). The CV treatment in
the Li-La electrolyte further improves the formation of
a uniform and dense morphology. However, the mossy Li
deposits were still formed, which could be attributed to the
gradual degradation (cracking) of the SEI during deposition. In
contrast, the electrodeposition in the Li-La electrolyte after CV
treatment in the Li-La electrolyte showed an impressive flat and
dense morphology (Fig. 4g). The thickness of the deposits was
very close to the theoretical Li thickness of about 15 um for an
areal capacity of 3 mA h cm 2. The results indicated that both
the La composition in the electrolyte and in the SEI played
a significant role in improving the Li deposition morphology.

Solvation environment modification

Since the SEI formation is related to the solvation structure in
electrolytes, we conducted experimental Raman spectroscopy
and computer simulations on the different electrolytes. Fig. 5a
compares the Raman spectra of the Li, La and Li-La electrolytes.
The solvents (PC, EC-PC) were also measured for comparison.
In the Raman spectra, the peak around 900 cm ' was the
vibration of EC molecules,*® where bound EC had a higher
wavenumber than free EC and can be identified as shoulder
peaks. The peak centres of bound EC were found to be different
for Li* and La*'. In the concentration range of 0.1-0.5 M, the
peak centres of the bound EC were not obviously moved in the
electrolytes with Li* or La** alone (see Fig. $91). This feature
indicates that the solvation structure was not markedly changed
in the single cation cases in the dilute electrolytes. In contrast,
as shown in Fig. 5b, peak fitting indicated that the peak centres
of the bound EC moved to high wavenumbers for both Li* and
La*" in the Li-La electrolyte. Besides, the intensity ratio of EC
coordinated to Li* was increased, and the intensity ratio of EC
coordinated to La®>" was decreased in the Li-La electrolyte as
shown in Fig. 5c. These changes in peak centres and intensity
ratios of the bound EC suggest that the solvation structures of
the cations were altered in the Li-La electrolyte. In addition, the
vibration mode of PC (around 850 cm ™) and [TFSI|” (around
740 cm ') was not obviously changed in the dilute electrolytes,
which cannot provide further evidence to determine the solva-
tion structure.

To estimate the coordination number of the anions and
solvent molecules to the cations, molecular dynamics (MD)
simulations were performed on the Li, La and Li-La electrolytes.
For the force parameters, the general AMBER force field
(GAFF2)** was used for Li*, [TFSI|” ions and EC, PC, and the
universal force field (UFF)* was used for La*". Details are given
in the Experimental section. Since [TFSI|” and EC, PC are
basically coordinated to cations by O, the partial distribution
functions between cation and O were computed by MD and
converted to the coordination numbers. Fig. 5d and e shows the
coordination numbers of the solvent molecules and [TFSI]™
anions, respectively. The corresponding radial distribution
function plots are shown in Fig. S10.1 For EC and PC coordi-
nated to Li*, the bound EC increased, and the bound PC
decreased in the Li-La electrolyte model compared to the Li

This journal is © The Royal Society of Chemistry 2025


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4ta07531e

Open Access Article. Published on 24 December 2024. Downloaded on 8/2/2025 1:29:54 AM.

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

(cc)

View Article Online

Paper Journal of Materials Chemistry A
a Experimental Raman spectra Free EG b Peak fitting of EC vibration
ree —E 920
P EC with La**
- EC with Li* °
(TFsh £ 9101 EC with Li**———=
< [} L]
(7]
c 900
©
£ L] n ]
& 890 Free EC
>
-‘Z,’ Q 1001~ L WithiLa™
|5 % 80 <
£ 2 60
©
S, 40 Free EC
g 20
I B e e e I L £ 0
600 650 700 750 800 850 900 950 1000 L U-la La
Raman shift / cm! Electrolyte
d MD simulations
8 f DFT calculations for typical solvation structures
o7
: %
6 EC with La%* 2 \
5 - L 1
5 54 yd
£ e
34 PC with La> ¢ 2F27
-
s
£ 31 EC with L| | J%’y
S, ¥ .
B 2 PC w1th e [LI(EC),(PC),I" ’ [La(TFSI)z(EC (PC),I"
311 [LI(TFSI)(EC) (PC)° [La( EC) (PC),I*
01— : ;
Li Li-La La
Electrolyte model g % 5 LUMOoffree[TFSA
e =~ 0]
(I>J A
L o 54 A
<€ 0.6 >_410 4
@ [TFSIT with La®* 510 v
E R 2 -151 v
B \ i T T T T
204 h 0 - ) )
§ v > -
s |- \ §3710
T2 [TFSI]- with Li* 8 %-20
° 6 2_
§ \A u_ a:) 30_
- . 1 T T
00— . . [LI(EC),(PC),I* [La(TFSI),(EC),(PC),I*
Li L-La La [Li(TFSI)EC),(PC)° [La(EC),(PC), I’
Electrolyte model Solvation structure
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range of 600 cm 1 to 1000 cm™. The peak at about 740 cm ™~ corresponds to the expansion and contraction vibration mode of [TFSI] ™. (b) Peak
centres and (c) intensity ratio of free and bound EC. The intensity ratio changes indicated the changes in coordination numbers. (d—e) Coor-
dination numbers of (d) EC, PC and (e) [TFSI]™ to Li* and La®* obtained in the MD simulations. The corresponding radial distribution function plots
are shown in Fig. S10.1 The coordination number of the solvent molecules was decreased and the coordination number of [TFSI]~ was increased
for both cations in the Li—La electrolyte. The computational results of the coordination numbers were agreed with the experimental Raman
spectra. (f) Typical solvation structures in the different electrolytes based on the MD simulation results. The solvation structures were optimized
by first-principles calculations using Gaussian 16. Note each O in [TFSI]™ coordinating to a cation was counted as the coordination number of
0.25 in the MD results. (g) HOMO and LUMO levels and (h) formation energy of the solvation structures. Insets in (g) show the molecular orbitals
with respect to the energy levels indicated by horizontal bars. The CIP-state [TFSI]™ has a lower LUMO level compared to the free state and is
therefore promoted to decompose in the SEI formation.

electrolyte model. On the other hand, both the EC and PC numbers of EC were in consistent with the changes in the
bound to La*" decreased in the Li-La electrolyte compared to intensity ratio of the EC peaks in the Raman spectra (Fig. 5c).
the La electrolyte model. The changes in the coordination On the other hand, the coordination numbers of [TFSI]™ were
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increased for both Li* and La®" in the Li-La electrolyte model
compared to the single cation cases. This trend was consistent
with the chemical shift of “Li measured by the nuclear magnetic
resonance (NMR) spectroscopy (see Fig. S117). The “Li chemical
shift moved to the negative side in the Li-La electrolyte
compared to the Li electrolyte, suggesting an increase in elec-
tron density around Li*, which would come from the directly
coordinated anions (CIPs). The CIP formation promoted in the
dual-cation electrolytes would be driven by Coulomb interac-
tions between cations of different valence states to reduce the
free energy of the electrolyte system.'®

The change in solvation structure would affect the energy
levels of the molecular orbitals associated with the electrolyte
decomposition to form the SEI. Therefore, we conducted
density functional theory (DFT) calculations by Gaussian 16,* to
estimate the binding energies, and the HOMO and LUMO
energy levels of the typical solvation structures based on the
experimental Raman spectra and the MD results. The DFT
calculations were performed using the B3LYP hybrid func-
tional,® with the 6-311++g** basis set,* for Li", [TFSI]”, EC and
PC, and lanl2dz basis set,” for La®". Fig. 5f shows four repre-
sentative complexes after structural optimization. Fig. 5g shows
the HOMO and LUMO levels of each complex and Fig. 5h shows
the formation energies. Compared to the SSIP-state [Li(EC),(-
PC),]" and [La(EC)5(PC)4]**, the CIP-state [Li(TFSA)(EC),(PC)]°
and [La(TFSA),(EC),(PC),]" had lower formation energies and
higher HOMO and LUMO levels. During Li deposition, the
strongly bound CIP-state Li* would require a higher activation
energy for desolvation,*® which helps to retard the cation
depletion on the electrode surface and to maintain a uniform
morphology. In addition, the solvated EC and PC in CIPs had
higher LUMO levels than those in SSIPs, which would moderate
the cathodic decomposition of EC and PC. On the other hand,
[TFSI]” in CIPs has a much lower LUMO level compared to the
free [TFSI|™ (dashed grey line in Fig. 5g), which would result in
the promoted cathodic decomposition of [TFSI]™. As a result,
the solvent-derived SEI formation changed to anion-derived SEI
formation as the ratio of CIPs increased. In addition, although
the significantly low binding energy of the La**-complexes is
considered to prevent the reduction of La**, the cathodic
decomposition of the complexes would be involved in the SEI
formation. Thus, it can be concluded that, from the above two
factors (i.e., the CIP formation of Li ion and anion-derived SEI
involving La®" ions), the addition of the lanthanide salts
contributed to a uniform deposition morphology and stable SEI
formation on Li metal anodes.

Full-cell tests with LiFePO, cathodes

To test the effectiveness of the lanthanide salt additives in full
cells, we assembled LiFePO,||Cu coin cells with the Li and Li-La
electrolytes. Since no excess Li is used, such cells are usually
referred to as “anode-free” cells. Fig. 6a shows the capacity
retention and coulombic efficiency over 20 cycles. The Li-La
electrolyte (light blue markers and lines) markedly improved
the cyclability compared to the Li electrolyte (red markers and
lines). Fig. 6b shows the voltage profiles in cycle 1 and 20. In
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cycle 1, the charge curves in the Li and the Li-La electrolytes
were similar. However, the discharge curve in the Li-La elec-
trolyte dropped to the cutoff voltage (3 V) earlier than in the Li
electrolyte. The larger irreversible capacity could be caused by
the involvement of La** complexes in the SEI formation in the
Li-La electrolyte. The optimization of salt concentration (see
Fig. S12t), anion and solvent combination and the charging/
discharging protocols will be important strategies to minimize
this irreversible capacity. Although the initial capacity loss was
slightly higher, the capacity retained in the Li-La electrolyte at
cycle 20 was approximately twice that of the Li electrolyte. In
addition, the overpotential increase in the Li-La electrolyte was
significantly less than that in the Li electrolyte, and also
observed in the Li||Li symmetric cells (Fig. S13f). Since the
redox reactions of FePO,/LiFePO, and Li'/Li have basically
constant equilibrium potentials, the overpotential increase
would be related to the internal resistance in the cells.

Fig. 6¢c and d show the electrochemical impedance spec-
troscopy (EIS) profiles during cycling in the Li and Li-La elec-
trolytes, respectively. The semicircular part in the high
frequency range (10 kHz-10 Hz) corresponds to the electron and
ion transfer at the electrode-electrolyte interface, and the uphill
part in the low frequency range (1 Hz-10 mHz) is related to the
solid-state diffusion and phase transformation in the
intercalation-type cathodes. During cycling, the semicircular
part became larger in the Li electrolyte. In contrast, the semi-
circular part was flatter and almost unchanged during cycling in
the Li-La electrolyte, indicating a superior interfacial stability.
Moreover, the uphill part was higher in the Li-La electrolyte
than in the Li electrolyte, suggesting that the La®" may have
some influence on the reaction kinetics of Li" intercalation into
LiFePO,. Fig. 6e shows the cation ratio in LiFePO, cathodes
measured by ICP after 1st charge and 1st discharge in
a LiFePO,||Li coin cell with the Li-La electrolyte. As no obvious
amount of La was detected, the Li (de)intercalation was
confirmed to be the dominant cathode reaction. In addition, the
coin cells were disassembled after 20 cycles and the deposits
remaining on the Cu foil anodes were analysed. The amount of
metallic Li°, which was isolated during cycling, was detected
from the amount of H, produced by the reaction with pure
water. The remaining deposits (almost electrolyte decomposi-
tion products) were then measured for Li composition by ICP
analysis. Fig. 6f compares the masses of Li® and Li* composition
in the deposits obtained in the Li and Li-La electrolytes. Both
the masses of Li® and Li* were decreased in the Li-La electrolyte
compared to the Li electrolyte, confirming that the La salt
additive effectively improved the SEI functionality to decrease
the loss of carrier ions (Li") during cycling. However, it should
be noted that the La salt additive would increase the capacity
loss for the SEI formation in early cycles. Therefore, using an
excessive amount of Li on the anodes can more clearly
demonstrate the effectiveness, although it is impractical due to
increased production costs and reduced energy density.

Fig. 6g and h shows the cycle tests in LiFePO,]|Li cells with
the Li and Li-La electrolytes. For the Li electrolyte, due to the
lack of a stable electrode/electrolyte interface, the internal
resistance was significantly increased during cycling and the
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Fig. 6 Full cell tests with LiFePO4 cathodes. (a) Capacity retention and coulombic efficiency of LiFePO4||Cu coin cells with the Li and Li-La
electrolytes. (b) Voltage profiles in cycle 1 and 20 in LiFePO4||Cu cells. The La salt additives markedly improved the cyclability and moderated the
overpotential increase during cycling. (c and d) Electrochemical impedance spectroscopy (EIS) profiles of LiFePO4||Cu cells with (c) the Li
electrolyte and (d) the Li—La electrolyte. The La salt additive effectively prevented the resistance increase of the interfacial processes in the high
frequency range during cycling. (e) Chemical composition changes of LiFePO, charged and discharged in the Li-La electrolyte. The La salt
additive had no apparent effect on Li (de)intercalation. (f) Mass of inactive Li composition in the deposits after 20 cycles in the LiFePO4||Cu cells
with different electrolytes. The stable SEl layer formed in the Li—La electrolyte significantly decreased the inactive Li metal particles isolated in the
deposits and suppressed the consumption of Li* ions in the SEI formation. (g) Capacity retention and (h) voltage profiles of LiFePO4]|Li cells with
the Li and Li-La electrolytes. The excess Li (200 pm thickness) on the anode significantly improved the cyclability in the Li—La electrolyte. In
contrast, the rapid increase in internal resistance resulted in poor cyclability in the Li electrolyte even with excess Li. The LiFePO]|Li cell with the
Li—La electrolyte was disassembled after 200 cycles and the photos of the electrodes are shown in the inset. The Li foil anode basically remained
as a bulk without significant pulverisation. The cracks in the centre of the Li foil anode occurred when peeling it off from the separator.

reversible capacity went to 0 very quickly even with an excess exp(—n/n,), see Fig. S13.1 In contrast, for the Li-La electrolyte,
amount of Li (200 um thickness). The capacity-fade relaxation the excess Li compensated for the irreversible capacity loss in
cycle (ny) was estimated to be about 26 cycles after fitting the SEI formation in the early cycles, further brought
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highlighting the effects of the La salt additives. The cyclability
was significantly improved in the Li-La electrolyte and no
significant capacity degradation was observed up to 200 cycles;
ny was estimated to be about 1000 cycles. In addition, as shown
in the inset of Fig. 6h, the Li foil anode was basically maintained
as a bulk structure without pulverization, suggesting that the
thickness of the Li foil anode can be decreased to a more
practical value to increase the energy density. The effectiveness
of the La[TFSI]; additive was also demonstrated in LiFePO,||Cu
cells with commercial 1 M LiPFs/EC-DMC electrolyte
(Fig. S14%), which confirmed the versality of this strategy. In
addition, the cycle tests with the present coin cells (Fig. S1at)
had a low pressure on the electrodes, which makes it easy to
evaluate the effects of the multivalent additives, but may lead to
an underestimation of the cyclability.** For example, a 2032-type
cell can show better cyclability (Fig. S151) and rate capability
(Fig. S16%), which would be preferred in evaluating the battery
performance in future.

Conclusions

By comparing the effects of different multivalent salts (Ca
[TFSI],, Ba[TFSI],, La[TFSI];, Ce[TFSI];) as electrolyte additives,
we have shown that the lanthanide salts can effectively improve
the coulombic efficiency of Li metal anodes in carbonate-based
electrolytes (Li[TFSI]/EC-PC). As shown in the present case, La>*
ion is hard to be inserted into the cathode materials generally,
so we can regard such multivalent cation as additives to modify
the solvation structure and stabilizer of the SEI for Li-metal
battery systems. The mixing of multivalent cations with
monovalent cations promotes the close coordination of anions
(CIPs) to mitigate the strong Coulomb interaction in the elec-
trolyte systems. Anions in the CIP state have a lower LUMO level
compared to the free state, which facilitates the cathodic
decomposition of anions in the SEI formation. The involvement
of anions, as well as the multivalent cations, significantly
changes the composition ratio and chemical state of the SEI,
with the lanthanide salts contributing to superior SEI stability
and functionality in the carbonate-based electrolyte compared
to the alkaline earth salts. Specifically, La-O and La-F in SEI
would improve the structural strength and maintain the elec-
tron shielding and Li ionic conduction. Owing to these effects,
the cyclability of Li metal anodes in Cul|Li half cells and “anode-
free” LiFePO,||Cu full cells was significantly improved. During
Li deposition/dissolution, a flat and dense Li metal layer is
reversibly formed on the Cu foil current collector and covered by
a flat SEI layer containing the multivalent cations. The stable
electrode structure prevents the internal resistance increase and
retards the progressive electrolyte decomposition during
cycling. In addition, it should be emphasized that, by using the
CV treatment, the SEI layer can be reduced to very thin and the
Li deposits are close to the ideal thickness in terms of the
theoretical density.

To further improve the effectiveness of the multivalent
cation additives, we need to understand how the Coulomb
interaction works in different ion-solvent combinations and
affects the solvation structure and SEI properties. Besides,
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expanding the candidate elements of cation additives (such as
Mg>*, AI*") is also important for advancing fundamental
knowledge on the reaction behaviour and also from a cost
perspective. The use of multivalent cations as electrolyte addi-
tives provides an approach to the development of electrolytes
for advanced rechargeable Li batteries and other battery
systems, where the concerted effects between the monovalent
and multivalent cations shed a light on overcoming the fatal
problems of the conventional metal-ion battery systems.

Experimental
Material preparation

Bis(trifluoromethanesulfonyl)imide, [TFSI]”, salts (purity
99.5%) were purchased from SOLVIONIC Company and Kishida
Chemical Co., Ltd. Ethylene carbonate, EC, and propylene
carbonate, PC, solvents (purity >99.0%) were purchased from
Kishida Chemical Co., Ltd. The electrolytes with different salt
concentrations were prepared in gloveboxes (Miwa Mfg Co., Ltd
and UNICO Ltd) filled with high purity argon atmosphere. For
the electrodes, Cu foil current collectors (20 um thickness) were
purchased from Furuuchi Chemical Co., and lithium metal was
purchased from Honjo Metal Co., Ltd. LiFePO, cathode sheets
were purchased from Hohsen Corp. The areal capacity loading

was approximately 1.5 mA h cm 2.

Electrochemical measurements

Electrochemical experiments were conducted using a VMP-3 or
VSP-300 potentiostat (Bio-Logic SAS). Constant current electro-
deposition was conducted using two-electrode coin cells (SB2A4,
EC-frontier Co., Ltd) and three-electrode batch cells (SB1A, EC-
frontier Co., Ltd). For the coin cell, the electrodes (circular
16 mm in diameter) were separated by a 20 pm-thick separator
(#3501, Celgard LCC). For the batch cell, the working electrodes
(WEs) and counter electrodes (CEs) were cut into circular
16 mm in diameter and has an effective area of 1.32 cm? (13 mm
in diameter) contacting to electrolytes. Besides, pieces of Li foil
were inserted between the WEs and CEs as the reference elec-
trodes. Fig. S11 shows the construction of the batch cell and the
coin cell. The cells were assembled and tested in gloveboxes
filled with a high purity argon atmosphere.

Morphology observation

Electrodeposits were washed by dropping ethyl methyl
carbonate, EMC, (99%, Merck KGaA) and then dried in an argon
atmosphere. Photos of the electrodes were taken using a mobile
phone (Sony Corporation or Apple Inc). Microstructures of the
electrodeposits were observed in detail using a field emission
scanning electron microscope (FE-SEM, JSM-7200F, JEOL Ltd).
Samples were prepared in an argon atmosphere and transferred
to the high vacuum chamber of FE-SEM without exposure to air.
Cross section samples were prepared using a trimming cutter
(CSC6, JEOL Ltd).
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Chemical composition and valence state analyses

An energy dispersive X-ray spectroscopy (EDX) detector attached
to the FE-SEM was used to measure the composition of the
electrodeposits. X-ray photoelectron spectroscopy (XPS) was
conducted using PHI5000 VersaProbe II (ULVAC-PHI, Inc). The
samples were kept in an argon atmosphere with a transfer
vessel. Inductively coupled plasma optical emission spectros-
copy (ICP-OES) was entrusted to Analytical Research Core for
Advanced Materials, Institute for Materials Research, Tohoku
University. To estimate the inactive Li composition in the
deposits after the full cell tests, the Cu foil anodes were first
carefully washed by EMC and dried in an argon atmosphere.
The electrodes were then immersed in distilled water to dissolve
the isolated metallic Li, and the generated H, gas was collected
and measured. The remaining undissolved deposits were then
measured by ICP analysis to determine the amount of Li"
involved in SEI.

Raman spectroscopy

Raman spectra of the electrolytes were measured at room
temperature using a Raman spectrometer NRS-5100, JASCO
Corporation. To allow the comparison of the intensity between
different samples, each electrolyte was injected into a deep
columnar container made of stainless steel, where the sample
irradiated by the incident laser (532 nm) was fixed at a constant
volume.

First-principles calculations

Density functional theory (DFT) calculations were conducted
using the Gaussian 16 code,** with B3LYP hybrid functional,*
and 6-311++G(d, p), lanl2dz basis set.***” Raman activities of
different complexes were estimated by normal frequency anal-
yses. The formation energy of each complex was calculated
according to AE = E(complex) — E(cation) — E(anion) — E(EC) —
E(PC), where E is the electronic energy of each species com-
plemented with thermal free energy correction.

Molecular dynamics (MD) simulations

The MD simulations were performed with the LAMMPS code,*’
supported by a visualization software (Winmostar, X-Ability Co.
Ltd). The solution models were constructed with 500 EC and
500 PC molecules as the solvent and the appropriate number of
cations and [TFSI]” anions corresponding to the salt concen-
tration. For example, the model of Li|TFSI|-La[TFSI]; in EC-PC
consisted of 50 Li", 10 La®" cations, 80 [TFSI|~ anions, 500 EC
and 500 PC. Each model was built in a cubic box with a random
configuration of the species. The initial volume of each box was
set according to the practical density of the corresponding
electrolyte. The following procedures, based on previous
studies,*** were used to determine the force parameters to
obtain valid simulation results. The cations were set to be fixed
charge values and the pair interaction potentials were calcu-
lated based on the Lennard-Jones (L]) potential with long-range
Coulomb interaction (cut-off distance of 15 A). The L] parame-
ters for Li" were adopted from the general AMBER force field
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(GAFF2)* and those for La** were adopted from unified force
field (UFF).*® For the [TFSI|~, EC and PC, structure optimization
was first conducted by DFT calculations (B3LYP/6-311++G(d, p)
at Gaussian 16) and then the restrained electrostatic potential
(RESP)* was calculated to determine the partial charges. The
charge of each atom was fixed during the simulations. The
force-field parameters (L], bond, angle, dihedral) were then
generated using GAFF2. The Lorentz-Berthelot combining rules
were employed to calculate the L] potentials between cations
with atoms in [TFSI|”, EC and PC. The long-range forces (k-
space) were computed using the particle-particle particle-mesh
(PPPM).*
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