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Abstract. The development of stable anodes based on metallic lithium remains one
of the key and most urgent challenges in creating lithium batteries with high specific
energy and long cycle life. Increasing requirements for safety, efficiency, and durability
make it important to study the interfacial processes that determine lithium-anode stability
under various operating conditions and external influences. In this regard, the aim of the
work is a comprehensive evaluation of the influence of electrolyte composition on the
interfacial stability and electrochemical characteristics of the lithium anode in the Li—
V.05 system, as well as the identification of the most practical electrolyte formulation.
The study analyzed four electrolytes based on a mixture of propylene carbonate and
1,2-dimethoxyethane (3:7): 1 M lithium difluoro(oxalato)borate (LiDFOB) and 1 M
lithium bis(trifluoromethanesulfonyl)imide (LiTFSI), each tested with and without the
addition of 15% 1,3-dioxolane (DOL). The applied methods included galvanostatic
cycling at different current densities, recording of discharge curves, and impedance
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spectroscopy for evaluating interfacial resistance and SEI-layer dynamics. Experimental
results showed that the introduction of DOL significantly improves electrode processes
by reducing interfacial resistance, increasing Coulombic efficiency, and ensuring more
stable anode behavior. The best performance was demonstrated by the LiTFSI + 15%
DOL electrolyte, which retained approximately 75% of its initial capacity near 300
cycles. The practical significance of the study lies in the fact that the identified patterns
enable targeted optimization of electrolyte systems to create more reliable, energy-
dense, long-lasting lithium batteries of the next generation.

Keywords: lithium anode; V,Os; electrolyte; LiDFOB; LiTFSI; 1,3-dioxolane;
Coulombic efficiency; impedance spectroscopy
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AHHoOTanus. MeTaIsIIUTHH HET131HeT1 TYpaKThlaHOATap Ikl Kacay KOFapbl MEHIITIKT1
SHEPTUACH KOHE Y3aK KBI3MET €Ty Mep3iMi Oap JUTHH-WOHABI aKKyMYJISITOPIAP.IbI
o3ipreyaeri aca e3eKTi KOHE MaHBI3IbI FRUTBIMUA MIHACTTEPAiH Oipi OOIBIT TaOBLTA B
Kayincizmikke, THIMAUTIKKE JKOHE Y3aKMEP3iMIIi )KYMBICKAa KOWBIIATHIH TaJlanTap.IbIH
APTYBUIATHH AHOBIHBIHOPTY PIT1 AKYMBIC PEKUMICPIMEH CBIPTKBIOCEPIICP KAF TalbIH/TaF bI
TYPAKTBUIBIFBIH aHBIKTAUTBIH MEXK(a3aliblK YIAEpICTEpIi TEPEeH 3epTTEydl KaxkeT
eteni. OcbiFaH OalIaHbICTBI OYJI )KYMBICTBIH MaKcaThl — Li—V205 JKyHeciHaeri TuTui
AHOZBIHBIH MK (Da3aliblK TYPAKThUIBIFbIHA YKOHE DJICKTPOXUMHUSIIBIK CHUITaTTaMallapblHa
AIEKTPOJIAT KYPAMBIHBIH 9CEPiH KEIMICH I1 TYpae Oaranay, COHIaii-aK eH MepCIeKTUBAIBI
JKOHE TIPAKTUKAJIBIK TYPFBIIAH MaHBI3IBI JIEKTPOJIUT KYPaMBIH alKBIHIAY. 3epTTCYae

197




ISSN 2224-5227 4.2025

MPOMWICHKapOoHaT TieH 1,2-IMMEeTOKCHUATaH Kocmackl (3:7) HerisiHae AaiblHAaIFaH
TOPT DJIEKTPOIUT KapacThlpsuiael: 1 M mutuii audrop(okcanaro)oopar (LiDFOB)
xoHe 1 M nmutuii ouc(tpudropmerancynbdonnn)umun (LiTFSI), onapasiy opkaiichich
15% 1,3-guokconan (DOL) KocburFaH jXoHE KOCBUIMaraH HYyCKajapaa 3€pTTei.
Konnmaneiiran  oficrepre opTypii TOK THIFBI3IABIKTAPBIHAA TajlbBaHOCTATHKAIBIK
LUKJIZICY, Pa3psIThIK KUCBHIKTAPIbl TIpKEYy kKoHE Mex(a3alblK KeJepriHi, coHmah-aK
SEI kabaThIHBIH KaJIbIIITaCy TUHAMUKACHIH TAJJIAy YIIIiH UMITEAHCThIK CIIEKTPOCKOIIHS
Kipzi. DKCIePUMEHTTIK HoTHXKeep pyHKImoHAIbIK Kocna JJOJI eHrizy aieKTpoaAThIK
MPOTIECTEeP Il alTapBIKTall JKaKCapTAThIHBIH, (ha3aapajblK KeACpriHi TOMEHICTETIHIH,
KYJIOH/IBIK THIMIITIKTI apTTHIPAThIHBIH )KOHE aHOTHIH TYPAKThI )KYMBICHIH KAMTaMachI3
eTeTiHiH KepceTTi. EH sxoraps! HaTmwkenepai 15% J1OJI kocsuiran LiTFSI anextpomnuti
kepcerin, 300 1UKINaH KeHiH OacTankbl CHIABIMIBLUIBIKTEIH IIaMaMeH 75%-bIH
cakTajpl. 3epTTEYiH NPAKTUKAIBIK MaHbBI3bl — aJIbIHFAH 3aHJBUIBIKTAp JINTUH-HUOH
AKKyMYJIATOPJIAPBIHBIH JKaHa OYBIHBI YIIIH HEFYPJIBIM CEHIMJIi, SHEPrUsIChl JKOFaphI
JKOHE Y3aKMEp3iMIi DIIEKTPOJIUTTIK JKYHelepai MaKcaTThl Typle OHTalIaHABIpyFa
MYMKIHIIK Oepei.
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AnHoTauus. Pa3paboTka CTaOWIBHBIX aHOAOB HAa OCHOBE METALTHYECKOTO
JIATUS OCTa&TCS OMHON W3 KJIFOUEBBIX M aKTyalbHBIX 3aJad MPHU CO3MAaHUH JTUTHEBBIX
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AKKYMYJIATOPOB C BBICOKOH YIEIbHOW SHEPrHEel U JUIUTEIBHBIM CPOKOM CITY>KOBI.
[loBbimenHple TpeOoOBaHUS K 0e30macHOCTH, A((EKTUBHOCTH U JIOJATOBEYHOCTH
JICJIAl0T 0COOCHHO Ba)KHBIM HCCIJICJIOBaHUE MEXK(a3HBIX MPOIECCOB, OMPEHACIISIONIINX
YCTOHYMBOCTh JIMTHEBOIO aHOAA IPH Pa3IMUYHBIX PEKUMAaX pPadOThl M BHEUTHHX
BO3ICHCTBUSAX. [[enblo JNaHHOW pPabOThI SIBISETCS KOMIUICKCHAsT OICHKA BIIMSHUS
coCTaBa »JJIEKTpOJIUTa Ha MeX(}a3Hy0 CTaOWIBHOCTh M DIEKTPOXUMHUYECKHUE
XapaKTEPUCTUKH JINTUEBOTO aHoja B cucteMe Li—V,0s, a Takxke BBISBICHUE HaubOoIiee
MEPCIIEKTUBHOTO M MPAKTHYECKH 3HAYMMOI0 COCTaBa JJIEKTponuTa. B mcciemoBanun
AHAIM3UPOBAIIUCH YETHIPE IJICKTPOJIUTA HAa OCHOBE CMECH MPONUIICHKapOOHATa M
1,2-qumetokcuatana (3:7): 1 M nutuii gudrop(okcanaro)oopara (LiDFOB) u 1
M nutuit O6uc(rpudropmerancyabponun)umuaa (LiTFSI), kaxapiii — B BapuaHte
¢ nobamnenuem 15% 1,3-muokcomana (DOL) u 0e3 Hero. Memoow: BKItOYaIu
raJIbBaHOCTAaTUYECKOE IUKIOBAHUE TIPU Pa3HBIX TUIOTHOCTSIX TOKA, aHAIIU3 Pa3psiIHbIX
KPUBBIX U UMIIEIAHCHYIO CIIEKTPOCKOITUIO I OI[CHKH MEX()a3HOro CONMPOTHUBICHUS
u auHaMuKH GopmupoBanust SEI-crosi. Ixcnepumenmanvhvie pe3yrvmamst MoKa3aiy,
4TO BBeJeHUE (QYHKIMOHAIBHOU 100aBku DOL 3HAYMTENBHO YIydlIaeT IeKTPOIHBIC
MPOLIECChI: YMEHBIIACT MEK(a3HOE COIMPOTHBICHUE, TIOBBINIACT KYJIOHOBCKYIO
3¢ dekTUBHOCTh U oO0OecreurBaeT Ooliee CTAOWILHOE MOBEJCHHE JIMTUEBOTO aHOJA.
Haunyumme xapakrepuctuku npogemonctpuposan snekrponut LiTFSI + 15% DOL,
COXpaHMBIIHM 0K0JI0 75% nepBoHauanbHOU éMKocTU K 300-My nukiy. [lpakmuyeckas
3HAUUMOCMb UCCICOBAHUS 3aKIIIOUACTCS B TOM, YTO BBISBICHHBIC 3aKOHOMEPHOCTH
MO3BOJISIIOT ~ ICJICHATIPABIICHHO ONTUMHU3UPOBATh 3JICKTPOJIUTHBIE CUCTEMBI ISt
pa3pabotku Oosiee HaIEKHBIX, FHEPTOEMKHUX U JIOJITOBEYHBIX JINTHEBBIX AKKYMYJISITOPOB
HOBOTO TIOKOJICHHSI.

KaroueBbie caoBa: nutueBblii anom; V,0s; anekrponut; LiDFOB; LiTFSI;
1,3-nmuokcosaH; KylnoHOBCKast 3()()eKTUBHOCTb; UMIIEIAHCHAS CIIEKTPOCKOTIHSI

Introduction. Lithium-ion batteries (LIBs) have transformed the landscape of
energy storage, underpinning the rapid expansion of portable electronics, electric
vehicles, and grid-scale storage systems due to their high energy density and extended
cycle life (Tarascon & Armand, 2001, Goodenough & Park, 2013, Zhang et al., 2018).
Yet, the growing demand for batteries with even higher energy densities and enhanced
safety characteristics has revealed the limitations of conventional graphite anodes.
In this context, lithium metal has emerged as a promising alternative anode material,
owing to its exceptionally high theoretical specific capacity (3860 mAh-g*) and the
lowest redox potential among known electrode materials (—3.04 V vs. SHE) (Xu, 2014,
Lin et al., 2017, Bruce et al., 2012).

Despite its advantages, the practical application of lithium metal anodes (LMAs)
is hampered by several critical issues, including the formation of lithium dendrites,
continuous parasitic reactions with electrolyte components, and the development of an
unstable and resistive solid electrolyte interphase (SEI) (Zhang, 2013, Liu et al., 2019,
Chen et al., 2021a). These phenomena contribute to rapid capacity fading, reduced
Coulombic efficiency, and severe safety hazards. Therefore, stabilizing the lithium—
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electrolyte interface is a key prerequisite for the successful deployment of lithium metal
batteries in commercial applications (Wang et al., 2022).

Recent progress has shown that ether-based electrolytes, particularly those comprising
dimethoxyethane (DME) and 1,3-dioxolane (DOL), exhibit improved compatibility
with lithium metal due to their low viscosity and ability to form flexible and uniform
SEI layers (Hong et al., 2025, Ren et al., 2020, Chen et al., 2021b). In parallel, the
use of advanced lithium salts such as lithium difluoro (oxalato)borate (LIDFOB) has
proven effective in constructing SEI layers rich in inorganic components like LiF, which
reduce interfacial resistance and improve passivation stability (Wang et al., 2020, Li
et al., 2019). Lithium bis(trifluoromethanesulfonyl)imide (LiTFSI), known for its
superior ionic conductivity and electrochemical stability, is another widely explored
salt, although it often requires additives or co-solvents to mitigate corrosion and side
reactions (Li et al., 2024, Song et al., 2022).

The design of mixed-solvent systems combining high-permittivity components such
as propylene carbonate (PC) with low-viscosity ethers offers a rational approach to
balance ion transport, SEI formation, and chemical stability. Moreover, the choice of
cathode material plays a crucial role in defining electrolyte requirements. Vanadium
pentoxide (V,0s) stands out for its high theoretical capacity and layered structure
enabling multivalent redox reactions, but it is also highly sensitive to electrolyte-
induced degradation, especially in the presence of aggressive solvents or decomposition
products (Hu et al., 2023, Kim et al., 2025).

To address these challenges, this study focuses on evaluating the electrochemical
performance of lithium metal electrodes in Li—V,0s systems using ether-based
electrolytes with and without DOL co-solvent and two different lithium salts (LiDFOB
and LiTFSI). The results provide new insights into the role of electrolyte formulation
in stabilizing lithium metal interfaces and enabling long-term cycling in high-energy
battery systems.

Materials and methods. All chemicals and materials were used as received without
further purification. Lithium difluoro(oxalato)borate (LiDFOB, >99.5%, Solvionic) and
lithium bis(trifluoromethanesulfonyl)imide (LiTFSI, >99.9%, Sigma-Aldrich) were
used as lithium salts. The solvents propylene carbonate (PC, 99.7%, Sigma-Aldrich),
1,2-dimethoxyethane (DME, 99.5%, Sigma-Aldrich), and 1,3-dioxolane (DOL, 99.8%,
TCI) were dried over 3 A molecular sieves and handled under an inert atmosphere.

Vanadium pentoxide (V,0s, 99.2%, Alfa Aesar) was used as the active cathode
material. Conductive additives included multi-walled carbon nanotubes (MWCNTs,
>95%, CheapTubes Inc.) and Super C45 carbon black. The binder was polyvinylidene
fluoride (PVDF, Solef 5130), dissolved in N-methyl-2-pyrrolidone (NMP, 99.5%,
Merck). Aluminum foil (20 um thick, MTI Corp.) served as the current collector, and
lithium metal foil (150 pm thick, @15.6 mm, China Energy Lithium Co.) was used as
the anode.

Cathode Preparation

The cathode slurry was composed of V,0s (91 wt%), MWCNTs (1 wt%), Super
C45 carbon black (3 wt%), and PVDF (5 wt%) dispersed in NMP. The mixture was
magnetically stirred at room temperature for 12 hours to obtain a homogeneous paste.
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The slurry was cast onto aluminum foil using a Doctor Blade Coater (MTI AFA-
I1-V), with the blade height set to 200 pm to ensure uniform film thickness. The coated
electrodes were dried at 100 °C under vacuum for 12 hours. After drying, the electrodes
were calendered using a hot rolled to a final thickness of 100—120 pm and punched into
14 mm diameter discs. Prior to cell assembly, the discs were additionally dried under
vacuum at 110 °C for 6 hours to remove residual moisture.

Electrolyte Preparation

Four electrolyte formulations were prepared based on a PC: DME solvent mixture
(3:7 by volume) with 1 mol-L* concentration of either LIDFOB or LiTFSI. Two of the
formulations included 15 vol% of DOL as a co-solvent:

1. 1 M LiDFOB in PC: DME (3:7);

2. 1 M LiDFOB in PC: DME (3:7) + 15% DOL,;

3. 1 M LiTFSI in PC: DME (3:7);

4. 1 M LiTFSI in PC: DME (3:7) + 15% DOL.

Each solution was stirred for 12 hours, filtered through a 0.22 um PTFE syringe
filter, and stored in sealed glass vials under argon.

Cell Assembly

CR2032-type coin cells were assembled in an argon-filled glovebox (SPECS
GBO02M, Russia) equipped with oxygen and moisture sensors. The glovebox-maintained
oxygen levels below 1.0 ppm and moisture content below 0.1 ppm, which was essential
for handling lithium metal and ether-based electrolytes. Celgard 2325 microporous
polypropylene membranes were used as separators. Approximately 100 pL of electrolyte
was added to each cell. Cells were sealed using a hydraulic crimper and allowed to rest
for 12 hours prior to testing to ensure proper electrolyte wetting. For each electrolyte
formulation, 2—3 cells were assembled to verify reproducibility.

Electrochemical Testing

Galvanostatic cycling was performed using a BioLogic VMP-300 multichannel
potentiostat in the voltage range of 2.2-3.8 V. Rate capability tests were carried out at
C/2, C, 2C, and 5C, followed by a return to C/2 to assess capacity recovery. Long-term
cycling was conducted at C/2 for 300 cycles. Coulombic efficiency was calculated as
the ratio of discharge to charge capacity in each cycle.

Electrochemical Impedance Spectroscopy (EILS)

EIS measurements were performed before and after the first three formation cycles.
The frequency range was from 100 kHz to 10 mHz with an amplitude of 10 mV. All
impedance measurements were conducted at room temperature (25 + 1 °C). Data were
analyzed using equivalent circuit models in EC-Lab software.

Results and discussion. The primary objective of this study was to investigate the
impact of electrolyte composition on the stability of the lithium metal electrode in Li—
V,0s systems under varying discharge rates and extended cycling conditions. Four
electrolyte systems were evaluated:

1. 1 M LiDFOB in PC: DME (3:7);

2. 1 M LiDFOB in PC: DME (3:7) + 15% DOL;

3. 1 M LiTFSI in PC: DME (3:7);

4.1 M LiTFSI in PC: DME (3:7) + 15% DOL.
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Figure 1 - Discharge voltage profiles of Li—V,0s cells with different electrolytes at varying
discharge rates: (a) 1 M LiDFOB in PC:DME (3:7); (b) 1 M LiDFOB in PC:DME (3:7) + 15% DOL,;
(¢) 1 M LiTFSI in PC:DME (3:7) + 15% DOL; (d) 1 M LiTFSI in PC:DME (3:7)

Figure 1 presents the discharge voltage profiles at current densities of C/2, 1C, 2C,
and 5C for the different electrolytes. While all systems demonstrated similar specific
capacities at low discharge rates (C/2), significant differences emerged under higher
current loads. The LiTFSI-based electrolyte without DOL exhibited the most rapid
performance degradation with increasing current, showing pronounced polarization
and capacity drop, especially at 2C and 5C. In contrast, electrolytes containing DOL-
particularly the LiDFOB + DOL formulation-retained higher capacities and flatter
voltage plateaus, indicating improved lithium-ion conductivity and lower interfacial
resistance at elevated rates.

These results suggest that DOL plays a critical role in facilitating lithium-ion transport
and suppressing interfacial polarization at high rates, likely due to its low viscosity and
ability to form an elastic, ion-conductive SEI layer. The superior performance of the
LiDFOB + DOL electrolyte can be attributed to the synergistic effects of the borate salt,
which promotes the formation of a stable SEI enriched with LiF and boron species, and
DOL, which enhances the mechanical integrity of the interphase. Together, these factors
enable more uniform lithium deposition and reduce charge-transfer resistance, thereby
improving voltage stability under dynamic conditions.
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Figure 2 - Cycling performance of Li—V, 0O, cells with different electrolyte compositions: variation of
specific discharge capacity versus cycle number

Figure 2 displays the long-term cycling performance up to 300 cycles. The results
clearly show that DOL-containing electrolytes exhibited superior capacity retention.
The LiTFSI + DOL system retained ~85% of its initial capacity after 300 cycles, while
LiDFOB + DOL retained ~75%. In contrast, systems without DOL showed significant
capacity degradation: LiDFOB retained less than 50%, and LiTFSI about 60%. Figure 2
presents the long-term cycling performance of Li- V,O, cells with different electrolyte
compositions over 300 cycles. Among the four tested systems, the 1 M LiTFSI in
PC: DME (3:7) with 15% DOL exhibited the most stable cycling behavior, retaining
approximately 75% of its initial specific capacity after 300 cycles. This result indicates
that the combination of LiTFSI with DOL effectively stabilizes the lithium metal anode,
likely due to the formation of a uniform, elastic, and ion-conductive SEI layer supported
by the synergistic effects of the high-ionic-conductivity TFSIX anion and DOL-derived
polymeric interface.

Surprisingly, the electrolyte with 1 M LiDFOB + 15% DOL, which had demonstrated
excellent rate capability in Figure 1, showed the most rapid capacity fading during
extended cycling. The capacity dropped sharply after ~50 cycles and approached zero
by the 300th cycle. This suggests that while the initial SEI formed by LiDFOB and
DOL may be effective, it lacks long-term mechanical or chemical stability, potentially
leading to SEI breakdown, increased resistance, or parasitic reactions over time.

The electrolyte 1 M LiDFOB without DOL maintained moderate cycling
performance, retaining about 60% of its initial capacity, suggesting that LIDFOB alone
forms a somewhat stable SEI, albeit less effective under extended stress. The electrolyte
1 M LiTFSI without DOL, showed around 50% capacity retention, highlighting that
while TFSI provides good ionic conductivity, the absence of a co-solvent like DOL
results in unstable interphase growth and gradual degradation.

Overall, these results emphasize that the combination of TFSIT] with DOL is more
favorable for long-term cycling performance than DFOB[] with DOL, despite the
latter showing better initial rate capability. This finding underlines the importance of
compatibility between the lithium salt and co-solvent in designing electrolytes for high-
energy lithium metal batteries.
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Figure 3 - Coulombic efficiency of Li—V,0s cells over cycling for different electrolyte compositions:
(a) 1 M LiDFOB in PC: DME (3:7); (b) 1 M LiDFOB in PC: DME (3:7) + 15% DOL; (c) 1 M LiTFSI
in PC: DME (3:7) + 15% DOL; (d) 1 M LiTFSI in PC: DME (3:7)

Figure 3 presents the evolution of Coulombic efficiency (CE) in Li—V,0Os cells with
different electrolytes over 300 cycles. All systems achieved CE values close to or above
98%, but important differences in stability and fluctuation patterns were observed.

Electrolytes containing DOL initially reached higher CE values (approaching
99—100%) within the first few cycles. However, over prolonged cycling, both DOL-
containing systems exhibited increased fluctuations in CE, especially after 200 cycles.
This behavior may indicate evolving interfacial instability or progressive degradation of
the SEI formed in the presence of DOL, possibly due to mechanical stress or electrolyte
depletion.

In contrast, DOL-free electrolytes demonstrated lower absolute CE values,
particularly in the early cycles, but maintained more stable and consistent CE behavior
throughout the entire test. This suggests that although the SEI formed without DOL may
be less protective or conductive, it remains chemically more uniform and structurally
stable over time, minimizing cycle-to-cycle variability.

Thus, the use of DOL improves initial CE and SEI formation, but its long-term benefits
may be limited by mechanical or chemical degradation of the polymer-rich interfacial
layer. The lower fluctuation in CE observed in DOL-free systems highlights the trade-
off between initial interfacial activation and long-term electrochemical stability.
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Figure 4 - Nyquist plots of Li—V,Os cells before and after initial formation cycles for different
electrolyte formulations: (a) 1 M LiDFOB in PC: DME (3:7); (b) 1 M LiDFOB in PC: DME (3:7) +
15% DOL; (c¢) 1 M LiTFSI in PC: DME (3:7) + 15% DOL; (d) 1 M LiTFSI in PC: DME (3:7)

Figure 4 presents the results of electrochemical impedance spectroscopy (EIS) for
Li—V,0s cells with different electrolyte compositions, measured before and after initial
formation cycles. In all cases, the Nyquist plots exhibit characteristic semicircles in the
high-to-mid frequency range, which correspond to charge-transfer resistance (R _ct) and
interfacial impedance associated with the formation and properties of the solid electrolyte
interphase (SEI) on the lithium metal anode. After formation, all systems demonstrate
a decrease in semicircle diameter, indicating improved electrode—electrolyte contact
due to SEI development. However, the extent and stability of this improvement differ
markedly depending on the electrolyte formulation.

The electrolyte based on 1 M LiTFSI in PC: DME (3:7) + 15% DOL (Figure 4c)
exhibited the lowest interfacial resistance and minimal increase in R_ct after formation,
suggesting the formation of a highly conductive and mechanically robust SEI. These
findings are consistent with earlier results shown in Figure 2 (superior capacity retention)
and Figure 3 (high and stable Coulombic efficiency), confirming that the combination
of LiTFSI and DOL leads to an interfacial structure favorable for long-term cycling and
fast lithium-ion transport.

In contrast, the LiDFOB + DOL system (Figure 4b), while initially promising
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in high-rate discharge tests (Figure 1), showed a pronounced increase in impedance
after formation. This may be attributed to the gradual accumulation of decomposition
products or instability of the polymer-rich SEI formed from DOL, leading to higher
resistance and unstable performance in prolonged cycling (Figure 2) and fluctuating
CE (Figure 3). Additionally, the LiTFSI-only electrolyte (Figure 4d) maintained
moderately low impedance, further supporting the known electrochemical stability of
the TFSI" anion. This agrees with prior, which emphasize the benefits of LiTFSI in
high-performance lithium battery systems due to its weak coordination strength and
favorable SEI chemistry.

In summary, this EIS investigation confirms that LiTFSI-based electrolytes,
particularly in combination with DOL, yield more stable, conductive, and low-resistance
interphases, which directly contribute to enhanced electrochemical performance and
durability of Li— V,O, cells.

Conclusion. The growing demand for high-energy and long-life lithium-metal
batteries requires the development of advanced electrolyte systems capable of stabilizing
the lithium anode and ensuring compatibility with high-voltage cathode materials. This
study addresses this challenge by systematically evaluating the impact of different
electrolyte compositions - based on LiDFOB and LiTFSI salts in PC: DME solvent
mixtures, with and without the addition of 1,3-dioxolane (DOL) - on the electrochemical
performance of Li— V,O, cells.

The research confirmed that electrolyte composition plays a decisive role in governing
the cycling stability, Coulombic efficiency, and interfacial resistance of lithium-metal
batteries. Electrolytes containing DOL showed superior rate performance, particularly
LiDFOB + DOL, due to improved ionic conductivity and reduced polarization. Notably,
the LIDFOB + DOL electrolyte demonstrated excellent performance at high current
densities, maintaining stable operation under increased rate conditions. However,
long-term cycling tests revealed that LiTFSI + DOL offers the best combination of
capacity retention (~75% after 300 cycles) and high Coulombic efficiency, which
remained consistently close to 99%. Electrochemical impedance spectroscopy further
demonstrated that this formulation yields the lowest charge-transfer resistance after
formation, highlighting the formation of a stable and conductive SEI.

The use of LiTFSI, a salt known for its high ionic mobility and chemical stability,
together with DOL, which enables the formation of an elastic polymer-rich SEI, proved
to be particularly effective. The synergy between these two components led to improved
interfacial stability, suppressed parasitic reactions, and reduced degradation over time.

By contrast, while the LIDFOB + DOL system provided excellent initial performance,
its stability under extended cycling was limited. This underlines the importance of not
only additive selection but also salt—solvent compatibility in tailoring electrolyte
formulations for specific battery chemistries.

In conclusion, the 1 M LiTFSIin PC: DME (3:7) +15% DOL electrolyte demonstrated
the most promising overall performance and can be considered a viable candidate for
further scaling and integration into advanced lithium-metal battery systems. Future
work may focus on optimizing DOL concentration, incorporating additional additives,
or extending the approach to other cathode materials to further enhance performance.
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