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Abstract: Because of its considerable theoretical specific capacity and energy density, lithium—sulfur
battery technology holds great potential to replace lithium-ion battery technology. However, a
versatile, low-cost, and easily scalable bulk synthesis method is essential for translating bench-level
development to large-scale production. This paper reports the design and synthesis of a new scalable
sulfur cathode, S@RCNT/PANI/PPyNT/TiO, (BTX). The rationally chosen cathode components
suppress the migration of polysulfide intermediates via chemical interactions, enhance redox kinetics,
and provide electrical conductivity to sulfur, rendering outstanding long-term cycling performance
and strong initial specific capacity in terms of electrochemical performance. This cathode’s cell
demonstrated an initial specific capacity of 740 mA h g~ ! at 0.2 C (with a capacity decay rate of 0.08%
per cycle after 450 cycles).

Keywords: lithium-sulfur batteries; bulk sulfur cathode synthesis; titanium dioxide; polypyrrole;
polyaniline; carbon nanotubes; lithium polysulfides

1. Introduction

Due to their exceptional theoretical specific capacity of more than five times that
of lithium-ion batteries (LIBs) and other transition metal oxide-based cathodes (1675 vs.
300 mA h g~ 1) and energy density (2600 vs. 265 Wh kg 1), lithium-sulfur batteries (LSBs)
have been viewed as a viable replacement for lithium-ion batteries (LIBs) [1-4]. Most
notably, sulfur is inexpensive, widely available, and safe for the environment, making
it a perfect substitute for rare-earth and hazardous metals like cobalt, included in most
LIBs [5]. However, due to a few significant problems, LSBs have not yet been produced
on a large scale. First, the infamous lithium polysulfide (LiPS) shuttle of electrolyte sol-
uble higher-order polysulfide intermediates, LiS, (4 < n < 8) [6], causes irreversible
losses of active material as the long-chain polysulfides react with lithium metal through
a disproportionation reaction and reduce to insoluble LiyS/Li,S; particles [7,8]. Second,
the significant volume expansion (~80%) of LiyS during discharge (dgyifur = 2.03 g/ cm3
vs. dris = 1.66 g/ cm?) causes the disintegration of the cathode structure, leading to poor
electrochemical performance and capacity decay [9-11]. Third, the insulating properties of
both elemental sulfur and Li,S result in an insufficient depth of discharge [1-4].

To address some of these challenges, numerous cathode designs involving electrically
conductive hosts made of carbon, such as porous carbon [12-17], carbon nanotubes [18-21],
and graphene [22-29], have been developed. However, additional polar materials, such as
TiO,, MnO,, graphitic carbon nitride (g-C3N4), N/P doped carbon, and conducting polymers,
are needed to trap lithium polysulfides (LiPSs) because carbon alone is nonpolar. Carbon
has no permanent charge difference and cannot stop the slow migration of LiPSs [30,31]. The
interaction and binding energies between different functional groups containing carbon,
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nitrogen, sulfur, fluorine, chlorine, and other elements were studied theoretically by Cui
and colleagues using density functional theory. Carbon and halogenated groups have
the lowest binding energies with LiPSs, whereas oxygen, nitrogen, and sulfur groups
have the greatest. This strong chemical reaction can limit sulfur particles in the cathode
and significantly lessen the polysulfide shuttle effect. However, a major limitation of
this technique is that most of these polar materials have poorer electrical conductivities
than carbon, which limits fast electron transit and full utilization of sulfur. As a result, for
robust chemical trapping of LiPSs during cycling and electrical conductivity, an appropriate
cathode design incorporating sulfur, polar material, and carbon is necessary [32].

Electrically conducting polymers (ECPs) offer new possibilities for prolonging the cycle
life of lithium-—sulfur batteries (LSBs) because of their low density, electrical conductivity,
mechanical structure, ease of production and scale-up, and low cost [33]. Some of the
most well-known examples are polypyrrole (PPy) and polyaniline (PANI) [34]. PPy is
redox-active, electronically conducting, and has characteristics of an organic semiconductor
once it is stabilized /doped with counter-ions. The polymer is also polysulfide adsorbing,
not to mention biocompatible and ecologically stable [35]. John et al. modified a sulfur
cathode by making composites with polypyrrole and graphene. This PPyS-based material
displayed an initial capacity of 1248 mA h g~! with a reversible capacity of 800 mA h g~!
after 100 cycles at 0.1 C (capacity retention 64%) [36].

With a theoretical specific capacity of 294 mA h g~!, PANI can take part in the elec-
trode’s redox reaction with elemental S via the S-S bond [37]. In addition to improving the
transport of electrons and ions, PANI is essential for cyclability, particularly for buffering
the volumetric changes of electrode materials. Furthermore, PANI can be included directly
in LSBs as an electroactive component due to its strong affinity for S and polysulfides via
the quinonoid imine (—N=) of its quinone ring [38]. In order to slow the capacity decline in
lithium-sulfur batteries, Li et al. developed a unique structure where sulfur was loaded on
polyaniline-graphene nanoribbons (PANI-GNRs). The sulfur-PANI-GNR cell had stable
reversible specific discharge, decreasing only 9% over 374 cycles at 0.4 C [39].

Our team created a novel, scalable composite sulfur cathode material for this study
named BTX (S@CNT/PANI/PPyNT/TiO,) via simple and rapid synthesis. Unlike the
PANI-GNRs prepared by Li et al., the sulfur-loaded composite was created for the first
time using lithium—sulfur technology through the in situ polymerization of aniline in
the presence of carbon nanotubes (CNTs) and polypyrrole nanotubes (PPyNT), with con-
current production of titanium dioxide (TiO;) nanoparticles. Specifically, a mixture of
elemental sulfur, PANI, PPyNTs, CNTs, and TiO, was autoclaved to create BTX, resulting in
an electrically conducting framework for S mechanically strengthened by CNTs and co-
valently bonded S. During the two-stage heating process, a portion of sulfur vulcanized,
forming cross-linked interchain disulfide bonds with polyaniline [40]. The remaining sulfur
diffused into the freshly formed polymer networks and the PANI-PPyNTs-CNTs-TiO,
hierarchical network. In brief, the role of each component in this cathode structure is as
follows. The redox-active PANI and PPyNTs have characteristics of organic semiconductors
once they are stabilized with counter-ions, not to mention they are biocompatible and
ecologically stable [33]. Additionally, PANI, PPyNTs, and TiO, capture the soluble lithium
polysulfide intermediates through potent chemical and physical adsorption effects. CNTs
enhance the cathode structure’s electrical conductivity, and PANI is crucial in maintaining
the structure’s cohesiveness by creating a network of sulfur crosslinks.

2. Experimental Section
2.1. Materials

Aniline (99+%), titanium n-butoxide (98%), ammonium persulfate (98.0%), ethanol
(99%), dichloromethane (99%), iron(Ill) chloride hexahydrate (98%), and sublimed sulfur
(~100 mesh, 99.5%) were purchased from Alfa Aesar. Pyrrole (98%) was purchased from
Sigma-Aldrich, St. Louis, MO, USA. Methyl orange (0.1% w/v) was purchased from Ricca.
Sulfuric acid (36 M) was purchased from Fisher Chemical, Chicago, IL, USA. Multiwalled
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carbon nanotubes were purchased from Cheaptubes.com (5 May 2021), where the vendor
listed the electrical conductivity as >100 S/cm. All reagents were used as received without
further purification.

2.2. Preparation of PPyNT

In a standard procedure, 200 mL of a 5 mM methyl orange aqueous solution was
used to dissolve 10 mmol iron(III) chloride hexahydrate, creating an aggregate [41]. After
cooling the liquid to 5 °C, 0.7 mL of pyrrole was added to it dropwise over the course of
two hours. Filtration was used to separate the PPy precipitate, which was refined using
Soxhlet extraction in acetone until the extracts were colorless. Ethanol was then used to
wash and dry the extracts in a vacuum at 40 °C.

2.3. Preparation of CNT/PANI/PPyNT/TiO,

Aniline was polymerized in the presence of CNTs and PPyNTs. The synthesis was
performed by first homogenizing PPyNTs, CNTs, and aniline in a small vial with a few
drops of H,SO4. The mixture was then cooled to —4 °C, and a DCM solution of titanium n-
butoxide (TBOT) was added, followed by APS serving as the oxidizing agent. The mixture
was further homogenized in a vortex mill, leading to the polymerization of aniline and the
formation of TiO, nanoparticles. The mixture was filtered, washed with H,O and EtOH,
and dried at 80 °C overnight.

2.4. Preparation of SQCNT/PANI/PPyNT/TiO, Composite

The S@CNT/PANI/PPyNT/TiO, (BTX) composite was prepared using the melt-
diffusion technique. Elemental sulfur was mixed by grinding with CNT/PANI/PPyNT/
TiO; in a weight ratio of 7:3. The mixture was then transferred into a Teflon-lined autoclave,
blanketed with Ar and heated 1st at 165 °C for 4 h and 2nd at 280 °C for 12h, and then
naturally cooled to room temperature. The resulting composite became BTX, where it
was partially vulcanized and infiltrated with sulfur. It is noteworthy that S vapor is
infiltrated into the host at 165 °C. At 280 °C, S forms crosslinking bridges between sections
of PANI chains. We did investigate the sulfur infiltration/crosslinking process at different
temperatures; however, we found that the protocol presented here is most optimal.

2.5. Characterization

Pictures of the sample structures were taken to verify their identities using a scanning
electron microscope (SEM) (Phenom Pro-X). A small quantity of each sample was spread
out using a piece of copper tape as a substrate. A 5 keV accelerating voltage was used for
imaging and spot analysis in secondary electron mode. Using Ni-filtered Cu K« radiation,
powder-XRD patterns of S@CNT/PANI/PPyNT/TiO2 were produced in Bragg—Brentano
geometry using a Bruker D2 Phaser. Data were obtained with a LynxEye linear position
sensitive detector from 10° to 90° 20 degrees. A counting duration of 1.5 s and a step width
of 0.01° of 26 were employed. The sulfur content of the cathode samples was measured
using thermogravimetric analysis (Mettler Toledo TGA2) by heating the material from
room temperature to 600 °C at a heating rate of 10 °C/min under the continuous flow of
nitrogen gas.

2.6. Electrochemical Measurements

A mixture of 80% active material, 10% Super P carbon, and 10% polyvinylidene fluo-
ride (PVDF) in N-methyl pyrrolidone (NMP) solvent created viscous slurries. The mixture
was agitated in a vortex mill overnight. Al foil was used as the current collector, and the
cathode composite film was cast on it. The coated foil was dried at 60 °C overnight. After
drying, the cathodes were cut into discs measuring 7/16” (1.11 cm). The weight of the
active component (sulfur) in the composite film varied between 0.95 and 1.5 mg/cm?. Li
metal was employed as the anode, and CR2032-type coin cells were utilized to assess the
electrochemical performance. A commercially available lithium metal disc with a thickness
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near 50 pm was employed as the anode. The excess lithium is about five times that of the
amount of sulfur. This is the minimum amount of lithium we can take if we want to keep
both cathode and anode sizes equal. A polypropylene-based Celgard separator porous
membrane served as the separator. The electrolyte was composed of 25 pL of 1 M lithium
bis (trifluoromethane sulfonyl)imide (LiTFSI) in a 1:1 v/v solution of 1,2-dimethoxyethane
(DME) and 1,3-dioxolane (DOL), with a 2 weight percent LiNO3 addition. The electrolyte
to sulfur ratio was ~1 uL/mg, which is slightly less than what is reported in most studies.
A glove box with argon gas was used to make the cells under less than 1 ppm O,. With a
scan rate of 0.0001 V/s, cyclic voltammetry (CV) was conducted. A range of 100,000 Hz to
0.01 Hz was covered by electrochemical impedance spectroscopy (EIS). Using a Neware
battery testing device, the galvanostatic charge-discharge (GCD) investigation was carried
out in the potential range of 1.7-2.8 V vs. Li* /Li. The specific capacity of the cell was calcu-
lated based on the amount of sulfur present in the cathode while counting the theoretical
capacity of sulfur at 1675 mAh/g.

3. Results and Discussion

Figure 1 depicts the schematic diagram of the synthetic strategy for the BTX com-
posite cathode material, as described in the experimental section. In this study, several
formulations were evaluated and the most optimal condition is presented in the paper.
The cathode was comprised of the following fractions: ~70% S and ~30% host, etc. The
30% was comprised of the following optimal fractions: 15.4% TiO,NP, 15.4% PPyNT, 53.8%
PANI, and 15.4% CNT. The key benefit of this synthetic scheme is that this cathode material
does not require nano-synthesis followed by tedious isolation of products. The ingredi-
ents can be scaled up simply by increasing their amounts. In contrast to Li et al., our
cathode design is more practical and scalable. We used commercially available CNTs
instead of graphene nanoribbons that require a lengthy process and the use of corrosive
chemicals to make. The CNTs were able to fortify the polymeric structure’s architecture
and increase electric conductivity. Because of their distinct nanostructure and exceptional
conductivity of up to 100 S/cm, CNTs are superior to conventional carbon materials [42].
CNTs have remarkable mechanical endurance, consistent chemical characteristics, surface
roughness in microstructure, and a low coefficient of thermal expansion due to the sp?
carbon—carbon bonds.

Additionally, CNTs can construct 3D networks [43]. Furthermore, we synthesized
in situ TiO, nanoparticles that significantly assisted polysulfide adsorption. Although
the exact nature of the sulfide binding with the metallic oxide has not yet been clearly
explained, data show that both the terminal and bridging S in LiPSs interact with Ti, where
electrons are polarized away from S to the electropositive transition metal [44]. Appropriate
metal oxide-based electrocatalysts improve performance in terms of specific capacity and
long-term cycle stability, as demonstrated by Kim et al. [45]. TGA was performed to verify
crosslinking, showing minimal weight loss between 150 and 350 °C after heating at 280 °C
vs. complete loss of S after infiltration at 165 °C.

Figure 2a shows the morphology of PPyNTs characterized by scanning electron mi-
croscopy. The intertwined, 1D nanotubular rods, with an average diameter of ~100 nm,
offer a high aspect ratio and can be filled with sulfur. Figure 2b represents BTX as observed
by SEM. The as-synthesized composite showed cluster-like morphology with an average
diameter of ~4 um and a thickness of ~100 nm. The ordered PANI serving as host material
directly encapsulated all components following two-step heating with PPyNTs visible at
the periphery or edges of the clusters. In addition to electrical conductivity, PPy offers the
additional benefit of polysulfide adsorption. TiO, was added specifically for that purpose.
The PPyNTs are conducting polymers with one-dimensional (1D) fibrous morphology
that have several advantages over the typical quasi-spherical shape of particles. In this
study, we used this fibrous material as an electrically conducting filler in the BTX cathode
composite, in which the percolation threshold is lower than the globular structure, allowing
for antistatic and conducting properties even in a low content of added material.
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Figure 1. Schematic diagram of the synthesis of BTX cathode composite.

Figure 2. SEM images of (a) PPyNT and (b) BTX.

The composition of BTX was further studied with electron dispersive X-ray spec-
troscopy (EDS). Five distinct sites were scanned for quantitative analysis, and the measured
data were averaged. In Figure 3 and Table 1, the presence of S in the sample is represented
by the tallest peak in the spectrum, showing 40.69 wt. % followed by C, O, N, and Tij,
showing 32.57, 13.46, 6.91, and 6.37 wt. %, respectively. The amount of elemental S is
reduced significantly from its initial 7:3 ratio. This was caused by higher temperature
heating (280 °C), forcing S crosslinking that was verified by TGA analysis, and further
dilution resulting from slurry making.



Materials 2024, 17, 856 60f 11

0 1 2 3 4 5 6 7 8 9 10 n 12 13 14 15 16 17 18 19
222,302 counts in 30 seconds

Figure 3. EDS of BTX.

Table 1. Energy dispersive X-ray spectroscopy of BTX. All results are reported based on the weight
concentrations of each element.

Element
Sample
Sulfur Carbon Oxygen Nitrogen Titanium
BTX 40.69 32.57 13.46 6.91 6.37

Figure 4 shows the XRD patterns of TiO, (a) and S (b) collected from BTX. Each
pattern’s prominent peaks matched the sublimed S peaks (ICDD PDF card number 00-064-
0585), confirming an orthorhombic crystal structure and the Fddd space group. Since BTX
contains TiO,, two significant peaks at 26° and 48° showed TiO, (ICDD PDF card number
00-015-0875) in the anatase phase. These peaks are diffracted from (101) and (200) planes,

respectively [46].
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Figure 4. XRD patterns of TiO, (a) and S (b) with respect to BTX.

By creating CR-2032-coin cells, the electrochemical performance was assessed. The
cells comprised BTX (cathode), electrolytes/separators, and metallic lithium (anode). The
BTX cathode’s cyclic voltammogram curve for the second and third cycles is displayed
in Figure 5a. At a scan rate of 0.1 mV/s, the CV was examined within the potential
range of 1.5-3.0 V. Li-S cell CV curves typically exhibit two reduction and one oxida-
tion peaks. Reduction occurs when polysulfides of high and low orders, namely (LiySp,
4 <n < 8) and (LiyS, /Li,S), respectively, are produced. LiyS, /Li,S undergoes oxidation
when transformed into high-order polysulfides and then back to sulfur [36]. The CV plot
of BTX resembles a typical Li-S CV with an oxidation peak at around 2.5 V, indicating
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0.0015

delithiation of S during the charging process. The reduction peaks at2.2 V and 1.9-2.0 V
correspond to the discharging process’s conversion from elemental sulfur to long-chain
polysulfide (Li;Sp, 4 < n < 8), with a further reduction to Li,S in the second peak. As the
cycle number increased, the oxidation and reduction peaks increased along with redox
currents, indicating enhanced usage of active materials and that more sulfur was engaged
in the redox process. However, a shift to lower potential indicated that the materials could
rearrange to more electroactive positions.
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Figure 5. (a) Cyclic voltammogram curve of BTX cells for the 2nd (red) and 3rd (blue) cycle;
(b) electrochemical impedance spectroscopy plot of BTX cells.

The electronic conductivity of the cathode material and the rate of Li* diffusion were
evaluated using electrochemical impedance spectroscopy (EIS). Figure 5b shows a typical
impedance plot of a BTX cell. It comprises one linear diffusion drift in the low-frequency
area and one semicircle in the high- and middle-frequency regions. The creation of a solid
film of LiyS and LiyS; and charge-transfer resistance are associated with the semicircles in
the high-frequency (HF) and middle-frequency (MF) regions, respectively [47,48]. For the
BTX cell, the HF resistances, Ry and R, were 7.2 (2 and 130 (), respectively. An equivalent
circuit (Figure 6b) was utilized to fit the EIS plot. In this circuit, CPE stands for the constant
phase element, Ry is the electrolyte ohmic resistance the semicircle displays in the high-
frequency region, R is the charge transfer resistance and semicircle diameter, and Wy is
the Warburg impedance. In the low-frequency range, it is shown by the dotted, sloped
line [49,50].

Figure 6a shows the long-term cycling and Coulombic efficiency of BTX at the rate of
0.2 C over 450 cycles. Typically, we run four cells for each cathode. Unless the cell is shorted,
the results were within 10%. The presented data represent the best cell. At cycle 1, the
cell delivered a good reversible specific discharge capacity of 740 mA h g~!; it reduced to
645 mA h g~ ! and stabilized at cycle 10, where it only degraded by 23% for the remainder of
450 cycles, displaying favorable capacity retention. Furthermore, the Coulombic efficiency
was >99%, indicating very good electron transfer during charging and discharging. In
most LSB research, a notable decline has been noted after the first cycle [51-53]. The reason
for this quick, irreversible capacity decline is that the stable solid—electrolyte interface (SEI)
layer has not fully developed during the first few cycles. Moreover, due to sulfur overflow
or agglomeration, certain sulfur particles are partially activated and cannot engage in the
lithiation / delithiation reaction. [49]. Not to be overlooked is the cell’s exceptionally good
capacity retention from 150 to 450 cycles. (~94%). However, “shuttling” is apparent in
cycles 1-150, where the loss of active materials occurs probably due to un-infiltrated sulfur
in the cathode structure. However, after 150 cycles, the shuttle effect becomes minimal.

By cycling coin cells via a steady increase in current densities (0.1 C, 0.2 C, 0.5 C,
1C,2C, and 3 C) and then returning to the initial current density of 0.1 C (1 C = 1675 mA g~ 1),
the rate performance of the BTX cathode was ascertained. Each cell was tested for
four cycles at the specified current density to determine the associated specific discharging
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capacity after each cycle. Figure 6b displays the step-cycling discharge capacity of the BTX
cell for four cycles at each designated current density. The BTX cathode delivered a very
high initial specific capacity of 909 mA h g~! at 0.1 C. A steady decrease in the discharge
capacity is observed with an increasing cycle rate. BTX did, however, continue to sustain
167 mA h g~! at 3 C. The specific capacity of the cathode recovered to >99% of its prior
capacity (709 and 706 mA h g~ 1), respectively, when the current density was switched back
to 0.2 C.
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Figure 6. (a) Discharge capacity and Coulombic efficiency of BTX cells at 0.2 C; (b) rate capabilities of
BTX cells at different rates; and (c) voltage profiles of the BTX composite electrode at 0.2 C.

Figure 6¢c shows the charge/discharge profiles of the chosen cycles. Every curve
shows a large plateau during charging and two more notable plateaus corresponding to
the discharging phase. This result aligns with the two significant reduction peaks and
one central oxidation peak found by CV testing. Furthermore, the cell’s high stability and
capacity retention between 200 and 450 cycles is visible. Moreover, Table 2 shows the
performance of other previously reported composites utilizing TiO, and PPy compared to
the electrochemical performance of BTX. The BTX cathode material demonstrated favorable
capacity and long-term stability at 0.2 C, as indicated by the data reported in Table 2.
TiO,NP and PPyNT additions to the cathode structure, which offer active sites with a high
affinity to anchor polysulfides and shorter diffusion paths for Li* ions, are responsible for
this increased stability.
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Table 2. Comparison between the performance of BTX composite and other scalable LSB cathode

materials.

Sample

Initial Capacity

Current Rate (mAh/g)

Reversible
Capacity (mAh/g)

Number of Cycles

Reference

S@WLC-CNTs
SULFUN matrix
g-KBC/S

SPG

BTX

02C 862
02C 970
01C 1000
04C 673
02C 740

547
290
740
514
459

300
500
200
400
450

This study

References

Ashuri, M.; Dunya, H.; Yue, Z.; Alramahi, D.; Mei, X.; Kucuk, K,; Aryal, S.; Segre, C.U.; Mandal, B.K. Enhancement in
Electrochemical Performance of Lithium-Sulfur Cells through Sulfur Encapsulation in Hollow Carbon Nanospheres Coated with
Ultra-Thin Aluminum Fluoride Layer. ChemistrySelect 2019, 4, 12622-12629. [CrossRef]

Dunya, H.; Ashuri, M.; Alramahi, D.; Yue, Z.; Kucuk, K.; Segre, C.U.; Mandal, B.K. MnO,-Coated Dual Core—Shell Spindle-Like
Nanorods for Improved Capacity Retention of Lithium-Sulfur Batteries. Chem. Eng. 2020, 4, 42. [CrossRef]

Dunya, H.; Ashuri, M.; Yue, Z.; Kucuk, K; Lin, Y.; Alramahi, D.; Segre, C.U.; Mandal, B.K. Rational design of titanium oxide-
coated dual Core-Shell sulfur nanocomposite cathode for highly stable lithium-sulfur batteries. J. Phys. Chem. Solids 2021, 149,

1.

109791. [CrossRef]

4. Conclusions

We have designed and produced a scalable sulfur cathode (S@CNT/PANI/PPyNT/
TiO, (BTX) with materials particularly intended to adsorb polysulfide. Discharge—charge
profiles revealed that the structure exhibited observable LiPS trapping characteristics,
particularly after and beyond 150 cycles. More precisely, a favorable performance at
higher charge/discharge rates was made possible by the composite structure’s good sulfur
encapsulation and electrical conductivity, and the additional polar materials provide a
more effective anchoring of LiPSs, which lessened capacity fading during long-term cycling.
This study showed that some of the primary problems in LSBs can be resolved using a
highly conductive polymer-based sulfur host that has been improved with metal oxide.
After 450 cycles, our composite cathode’s capacity degradation rate of just 0.08% per
cycle, with an initial specific capacity of 740 mA h g~! at 0.2 C, was acceptable. This
flexible, inexpensive, readily scaled bulk synthesis technique is crucial for transferring
bench-level research and development to industrial manufacturing. We believe that further
innovative strategies (e.g., the use of conductive titanium nitride (TiN) as polysulfide
adsorbing material) can further aid in LiPS trapping and simultaneously improve the
electron transport ability, thus increasing the capacity and cycle life of Li-S cells [56].

Author Contributions: A.M.S.: methodology, conceptualization, characterization, writing—original
draft; B.T.: conceptualization, methodology, characterization; TM.A.: characterization; H.L.: cell
fabrication and cell testing; D.A.: cell fabrication and cell testing. C.U.S.: data interpretation,
writing—review and editing, supervision; B.K.M.: methodology, conceptualization, writing—review
and editing, supervision. All authors have read and agreed to the published version of the manuscript.

Funding: This research received no external funding.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Data are contained within the article.

Acknowledgments: We thank the Wanger Institute for Sustainable Energy Research (WISER# 6-1-22)
Foundation for the partial financial support of this research work.

Conflicts of Interest: The authors declare no conflict of interest.

Dunya, H.; Yue, Z.; Ashuri, M.; Mei, X,; Lin, Y.; Kucuk, K.; Aryal, S.; Segre, C.U.; Mandal, B.K. A New Graphitic Carbon Nitride-Coated
Dual Core-Shell Sulfur Cathode for Highly Stable Lithium—Sulfur Cells. Mater. Chem. Phys. 2020, 246, 122842. [CrossRef]
Li, G.; Chen, Z.; Lu, J. Lithium-Sulfur Batteries for Commercial Applications. Chem 2018, 4, 3-7. [CrossRef]


https://doi.org/10.1002/slct.201903932
https://doi.org/10.3390/chemengineering4020042
https://doi.org/10.1016/j.jpcs.2020.109791
https://doi.org/10.1016/j.matchemphys.2020.122842
https://doi.org/10.1016/j.chempr.2017.12.012

Materials 2024, 17, 856 10 of 11

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

Deng, C.; Wang, Z.; Wang, S.; Yu, ]. Inhibition of Polysulfide Diffusion in Lithium-Sulfur Batteries: Mechanism and Improvement
Strategies. J. Mater. Chem. A 2019, 7, 12381-12413. [CrossRef]

Yang, X.; Li, X.; Adair, K.; Zhang, H.; Sun, X. Structural Design of Lithium—-Sulfur Batteries: From Fundamental Research to
Practical Application. Electrochem. Energy Rev. 2018, 1, 239-293. [CrossRef]

Angulakshmi, N.; Stephan, A.M. Efficient Electrolytes for Lithium-Sulfur Batteries. Front. Energy Res. 2015, 3, 17. [CrossRef]
Yang, L.; Li, Q.; Wang, Y.; Chen, Y.; Guo, X.; Wu, Z.; Chen, G.; Zhong, B.; Xiang, W.; Zhong, Y. A review of cathode materials in
lithium-sulfur batteries. Ionics 2020, 26, 5299-5318. [CrossRef]

Li, W,; Yao, H,; Yan, K,; Zheng, G.; Liang, Z.; Chiang, Y.M.; Cui, Y. The synergetic effect of lithium polysulfide and lithium nitrate
to prevent lithium dendrite growth. Nat. Commun. 2015, 6, 7436. [CrossRef]

Ye, R.; Bell, J.; Patino, D.; Ahmed, K.; Ozkan, M.; Ozkan, C.S. Advanced Sulfur-Silicon Full Cell Architecture for Lithium Ion
Batteries. Sci. Rep. 2017, 7, 17264. [CrossRef] [PubMed]

Liang, C.; Dudney, N.J.; Howe, ].Y. Hierarchically Structured Sulfur/Carbon Nanocomposite Material for High-Energy Lithium
Battery. Chem. Mater. 2009, 21, 4724-4730. [CrossRef]

Schuster, J.; He, G.; Mandlmeier, B.; Yim, T.; Lee, K.T.; Bein, T.; Nazar, L.F. Spherical Ordered Mesoporous Carbon Nanoparticles
with High Porosity for Lithium-Sulfur Batteries. Angew. Chem. 2012, 124, 3651-3655. [CrossRef]

Chen, S.; Sun, B; Xie, X.; Mondal, A K.; Huang, X.; Wang, G. Multi-Chambered Micro/Mesoporous Carbon Nanocubes as New
Polysulfides Reservoirs for Lithium-Sulfur Batteries with Long Cycle Life. Nano Energy 2015, 16, 268-280. [CrossRef]

Li, G; Sun, J.; Hou, W,; Jiang, S.; Huang, Y.; Geng, J. Three-Dimensional Porous Carbon Composites Containing High Sulfur
Nanoparticle Content for High-Performance Lithium-Sulfur Batteries. Nat. Commun. 2016, 7, 10601. [CrossRef]

Zheng, Z.; Guo, H.; Pei, F; Zhang, X.; Chen, X.; Fang, X.; Wang, T.; Zheng, N. High Sulfur Loading in Hierarchical Porous
Carbon Rods Constructed by Vertically Oriented Porous Graphene-Like Nanosheets for Li-S Batteries. Adv. Funct. Mater. 2016, 26,
8952-8959. [CrossRef]

Shi, J.-L.; Tang, C.; Huang, J.-Q.; Zhu, W.; Zhang, Q. Effective Exposure of Nitrogen Heteroatoms in 3D Porous Graphene
Framework for Oxygen Reduction Reaction and Lithium-Sulfur Batteries. J. Energy Chem. 2018, 27, 167-175. [CrossRef]

Yuan, L.; Yuan, H.; Qiu, X.; Chen, L.; Zhu, W. Improvement of Cycle Property of Sulfur-Coated Multi-Walled Carbon Nanotubes
Composite Cathode for Lithium/Sulfur Batteries. J. Power Sources 2009, 189, 1141-1146. [CrossRef]

Dorfler, S.; Hagen, M.; Althues, H.; Tiibke, J.; Kaskel, S.; Hoffmann, M.]J. High Capacity Vertical Aligned Carbon Nanotube/Sulfur
Composite Cathodes for Lithium-Sulfur Batteries. Chem. Commun. 2012, 48, 4097-4099. [CrossRef]

Sun, L.; Wang, D.; Luo, Y,; Wang, K.; Kong, W.; Wu, Y.; Zhang, L.; Jiang, K; Li, Q.; Zhang, Y.; et al. Sulfur Embedded in a
Mesoporous Carbon Nanotube Network as a Binder-Free Electrode for High-Performance Lithium-Sulfur Batteries. ACS Nano
2016, 10, 1300-1308. [CrossRef]

Yuan, Z.; Peng, H.-J.; Huang, J.-Q.; Liu, X.-Y.; Wang, D.-W.; Cheng, X.-B.; Zhang, Q. Hierarchical Free-Standing Carbon-Nanotube
Paper Electrodes with Ultrahigh Sulfur-Loading for Lithium-Sulfur Batteries. Adv. Funct. Mater. 2014, 24, 6105-6112. [CrossRef]
Ji, L.; Rao, M,; Zheng, H.; Zhang, L.; Li, Y.; Duan, W.; Guo, J.; Cairns, E.J.; Zhang, Y. Graphene Oxide as a Sulfur Immobilizer in
High Performance Lithium/Sulfur Cells. J. Am. Chem. Soc. 2011, 133, 18522-18525. [CrossRef]

Wang, J.-Z.; Lu, L.; Choucair, M.; Stride, J.A.; Xu, X,; Liu, H.-K. Sulfur-Graphene Composite for Rechargeable Lithium Batteries. J.
Power Sources 2011, 196, 7030-7034. [CrossRef]

Yuan, S.; Guo, Z.; Wang, L.; Hu, S.; Wang, Y.; Xia, Y. Leaf-Like Graphene-Oxide-Wrapped Sulfur for High-Performance Lithium—
Sulfur Battery. Adv. Sci. 2015, 2, 1500071. [CrossRef] [PubMed]

Hu, G.; Xu, C.; Sun, Z.; Wang, S.; Cheng, H.-M.; Li, F.; Ren, W. 3D Graphene-Foam—-Reduced-Graphene-Oxide Hybrid Nested
Hierarchical Networks for High-Performance Li-S Batteries. Adv. Mater. 2016, 28, 1603-1609. [CrossRef] [PubMed]

Chen, H.; Wang, C.; Dong, W.; Lu, W.; Du, Z.; Chen, L. Monodispersed Sulfur Nanoparticles for Lithium-Sulfur Batteries with
Theoretical Performance. Nano Lett. 2015, 15, 798-802. [CrossRef] [PubMed]

Chen, L.; Dietz Rago, N.L.; Bloom, I.D.; Shaw, L.L. New Insights into the Electrode Mechanism of Lithium Sulfur Batteries via
Air-Free Post-Test Analysis. Chem. Commun. 2016, 52, 9913-9916. [CrossRef] [PubMed]

Chabu, ] M,; Zeng, K,; Jin, G.; Zhang, M.; Li, Y;; Liu, Y.-N. Simple Approach for the Preparation of Nitrogen and Sulfur Codoped Carbon
Dots/Reduced Graphene Oxide as Host for High-Rate Lithium sulfur Batteries. Mater. Chem. Phys. 2019, 229, 226-231. [CrossRef]
Yuan, H.; Peng, H.-J.; Li, B.-Q.; Xie, J.; Kong, L.; Zhao, M.; Chen, X; Huang, ].-Q.; Zhang, Q. Conductive and Catalytic Triple-Phase
Interfaces Enabling Uniform Nucleation in High-Rate Lithium-Sulfur Batteries. Adv. Energy Mater. 2019, 9, 1802768. [CrossRef]
Li, Z.; Wu, H.B.; Lou, X.W. Rational Designs and Engineering of Hollow Micro-/Nanostructures as Sulfur Hosts for Advanced
Lithium-Sulfur Batteries. Energy Environ. Sci. 2016, 9, 3061-3070. [CrossRef]

Hart, C.J.; Cuisinier, M.; Liang, X.; Kundu, D.; Garsuch, A.; Nazar, L.F. Rational Design of Sulphur Host Materials for Li-S
Batteries: Correlating Lithium Polysulphide Adsorptivity and Self-Discharge Capacity Loss. Chem. Commun. 2015, 51, 2308-2311.
[CrossRef]

Seh, Z.W.; Zhang, Q.; Li, W.; Zheng, G.; Yao, H.; Cui, Y. Stable Cycling of Lithium Sulfide Cathodes through Strong Affinity with a
Bifunctional Binder. Chem. Sci. 2013, 4, 3673-3677. [CrossRef]

He, G.; Hart, C.J.; Liang, X.; Garsuch, A.; Nazar, L.F. Stable Cycling of a Scalable Graphene-Encapsulated Nanocomposite for
Lithium—-Sulfur Batteries. ACS Appl. Mater. Interfaces 2014, 6, 10917-10923. [CrossRef]


https://doi.org/10.1039/C9TA00535H
https://doi.org/10.1007/s41918-018-0010-3
https://doi.org/10.3389/fenrg.2015.00017
https://doi.org/10.1007/s11581-020-03767-3
https://doi.org/10.1038/ncomms8436
https://doi.org/10.1038/s41598-017-17363-5
https://www.ncbi.nlm.nih.gov/pubmed/29222413
https://doi.org/10.1021/cm902050j
https://doi.org/10.1002/ange.201107817
https://doi.org/10.1016/j.nanoen.2015.05.034
https://doi.org/10.1038/ncomms10601
https://doi.org/10.1002/adfm.201601897
https://doi.org/10.1016/j.jechem.2017.09.014
https://doi.org/10.1016/j.jpowsour.2008.12.149
https://doi.org/10.1039/c2cc17925c
https://doi.org/10.1021/acsnano.5b06675
https://doi.org/10.1002/adfm.201401501
https://doi.org/10.1021/ja206955k
https://doi.org/10.1016/j.jpowsour.2010.09.106
https://doi.org/10.1002/advs.201500071
https://www.ncbi.nlm.nih.gov/pubmed/27980964
https://doi.org/10.1002/adma.201504765
https://www.ncbi.nlm.nih.gov/pubmed/26677000
https://doi.org/10.1021/nl504963e
https://www.ncbi.nlm.nih.gov/pubmed/25546227
https://doi.org/10.1039/C6CC04401H
https://www.ncbi.nlm.nih.gov/pubmed/27430393
https://doi.org/10.1016/j.matchemphys.2019.03.019
https://doi.org/10.1002/aenm.201802768
https://doi.org/10.1039/C6EE02364A
https://doi.org/10.1039/C4CC08980D
https://doi.org/10.1039/c3sc51476e
https://doi.org/10.1021/am500632b

Materials 2024, 17, 856 11 of 11

34.

35.

36.

37.
38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

Xiang, H.; Deng, N.; Zhao, H.; Wang, X.; Wei, L.; Wang, M.; Cheng, B.; Kang, W. A review on electronically conducting polymers
for lithium-sulfur battery and lithium-selenium battery: Progress and prospects. J. Energy Chem. 2021, 58, 523-556. [CrossRef]
Sapurina, I; Li, Y.; Alekseeva, E.; Bober, P.; Trchovd, M.; Moravkova, Z.; Stejskal, J. Polypyrrole Nanotubes: The Tuning of
Morphology and Conductivity. Polymer 2017, 113, 247-258. [CrossRef]

John, J.; Manoj, M.; Abhilash, A.; Jayalekshmi, S. Sulfur/Polypyrrole Composite Cathodes for Applications in High Energy
Density Lithium—-Sulfur Cells. |. Mater. Sci. Mater. Electron. 2020, 31, 13926-13938. [CrossRef]

Orendorff, C.J. The role of separators in lithium-ion cell safety. Electrochem. Soc. Interface 2012, 21, 61-65. [CrossRef]

Luo, Y;; Guo, R;; Li, T;; Li, F; Liu, Z.; Zheng, M.; Wang, B.; Yang, Z.; Luo, H.; Wan, Y. Application of Polyaniline for Li-Ion Batteries,
Lithium-Sulfur Batteries, and Supercapacitors. ChemSusChem 2019, 12, 1591-1611. [CrossRef] [PubMed]

Li, L.; Ruan, G.; Peng, Z.; Yang, Y.; Fei, H.; Raji, A.-R.O.; Samuel, E.L.G; Tour, ]. M. Enhanced Cycling Stability of Lithium Sulfur
Batteries Using Sulfur-Polyaniline-Graphene Nanoribbon Composite Cathodes. ACS Appl. Mater. Interfaces 2014, 6, 15033-15039.
[CrossRef] [PubMed]

Xiao, L.; Cao, Y.; Xiao, J.; Schwenzer, B.; Engelhard, M.H.; Saraf, L.V.; Nie, Z.; Exarhos, G.J.; Liu, J. A Soft Approach to Encapsulate
Sulfur: Polyaniline Nanotubes for Lithium-Sulfur Batteries with Long Cycle Life. Adv. Mater. 2012, 24, 1176-1181. [CrossRef]
[PubMed]

Kopecka, J.; Kopecky, D.; Vriiata, M.; Fitl, P; Stejskal, ].; Trchova, M.; Bober, P.; Moravkové, Z.; Prokes, ].; Sapurina, I. Polypyrrole
Nanotubes: Mechanism of Formation. RSC Adv. 2014, 4, 1551-1558. [CrossRef]

Min, J.H.; Patel, M.; Koh, W.G. Incorporation of Conductive Materials into Hydrogels for Tissue Engineering Applications.
Polymers 2018, 10, 1078. [CrossRef] [PubMed]

Zheng, M.; Chi, Y,; Hu, Q.; Tang, H.; Jiang, X.; Zhang, L.; Zhang, S.; Pang, H.; Xu, Q. Carbon Nanotube-Based Materials for
Lithium-Sulfur Batteries. J. Mater. Chem. A 2019, 7, 17204-17241. [CrossRef]

Pang, Q.; Kundu, D.; Cuisinier, M.; Nazar, L.F. Surface-Enhanced Redox Chemistry of Polysulphides on a Metallic and Polar Host
for Lithium-Sulphur Batteries. Nat. Commun. 2014, 5, 4759. [CrossRef]

Kim, J.W,; Seo, G.; Bong, S.; Lee, . Improved Redox Reaction of Lithium Polysulfides on the Interfacial Boundary of Polar CoC;04
as a Polysulfide Catenator for a High-Capacity Lithium-Sulfur Battery. ChemSusChem 2021, 14, 876-883. [CrossRef]

Thamaphat, K.; Limsuwan, P.; Ngotawornchai, B. Phase Characterization of TiO, Powder by XRD and TEM\n. Nat. Sci. 2008, 42,
357-361. Available online: https://www.researchgate.net/publication/284145208_Phase_characterization_of_TiO2_powder_
by_XRD_and_TEMn (accessed on 10 August 2023).

Yin, F; Ren, J.; Zhang, Y.; Tan, T.; Chen, Z. A PPy/ZnO Functional Interlayer to Enhance Electrochemical Performance of
Lithium/Sulfur Batteries. Nanoscale Res. Lett. 2018, 13, 307. [CrossRef] [PubMed]

Zeng, P.; Han, Y,; Duan, X,; Jia, G.; Huang, L.; Chen, Y. A Stable Graphite Electrode in Superconcentrated LiTFSI-DME/DOL
Electrolyte and Its Application in Lithium-Sulfur Full Battery. Mater. Res. Bull. 2017, 95, 61-70. [CrossRef]

Wang, X,; Li, G.; Li, ].; Zhang, Y.; Wook, A.; Yu, A.; Chen, Z. Structural and Chemical Synergistic Encapsulation of Polysulfides
Enables Ultralong-Life Lithium—-Sulfur Batteries. Energy Environ. Sci. 2016, 9, 2533-2538. [CrossRef]

Medenbach, L.; Escher, I.; Kowitsch, N.; Armbriister, M.; Zedler, L.; Dietzek, B.; Adelhelm, P. Sulfur Spillover on Carbon Materials
and Possible Impacts on Metal-Sulfur Batteries. Angew. Chem. Int. Ed. 2018, 57, 13666—13670. [CrossRef]

Li, Q; Liu, J; Bai, A,; Li, P; Li, J.; Zhang, X.; Yu, M.; Wang, J.; Sun, H. Preparation of a Nitrogen-Doped Reduced Graphene
Oxide-Modified Graphite Felt Electrode for VO?** /VO,* Reaction by Freeze-Drying and Pyrolysis Method. J. Chem. 2019, 2019,
8958946. [CrossRef]

Chen, L,; Liu, Y;; Zhang, F; Liu, C.; Shaw, L.L. PVP-Assisted Synthesis of Uniform Carbon Coated Li,S/CB for High-Performance
Lithium—-Sulfur Batteries. ACS Appl. Mater. Interfaces 2015, 7, 25748-25756. [CrossRef] [PubMed]

Wang, S.; Yang, Z.; Zhang, H.; Tan, H.; Yu, J.; Wu, ]J. Mesoporous 3-MnO, /Sulfur Composite as Cathode Material for Li-S
Batteries. Electrochim. Acta 2013, 106, 307-311. [CrossRef]

Wang, N.; Zhang, X,; Ju, Z.; Yu, X.; Wang, Y.; Du, Y.; Bai, Z.; Dou, S.; Yu, G. Thickness-Independent Scalable High-Performance
Li-S Batteries with High Areal Sulfur Loading via Electron-Enriched Carbon Framework. Nat. Commun. 2021, 12, 4519. [CrossRef]
[PubMed]

Niu, J.; Kushima, A.; Li, M.; Wang, Z.; Li, W.; Wang, C.; Li, J. Scalable Synthesis of a Sulfur Nanosponge Cathode for a
Lithium-Sulfur Battery with Improved Cyclability. ]. Mater. Chem. A 2014, 2, 19788-19796. [CrossRef]

Li, C.; Shi, J.; Zhu, L.; Zhao, Y.; Ly, J.; Xu, L. Titanium Nitride Hollow Nanospheres with Strong Lithium Polysulfide Chemisorption
as Sulfur Hosts for Advanced Lithium-Sulfur Batteries. Nano Res. 2018, 11, 4302-4312. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1016/j.jechem.2020.10.029
https://doi.org/10.1016/j.polymer.2017.02.064
https://doi.org/10.1007/s10854-020-03952-0
https://doi.org/10.1149/2.F07122if
https://doi.org/10.1002/cssc.201802186
https://www.ncbi.nlm.nih.gov/pubmed/30376216
https://doi.org/10.1021/am5030116
https://www.ncbi.nlm.nih.gov/pubmed/25141233
https://doi.org/10.1002/adma.201103392
https://www.ncbi.nlm.nih.gov/pubmed/22278978
https://doi.org/10.1039/C3RA45841E
https://doi.org/10.3390/polym10101078
https://www.ncbi.nlm.nih.gov/pubmed/30961003
https://doi.org/10.1039/C9TA05347F
https://doi.org/10.1038/ncomms5759
https://doi.org/10.1002/cssc.202002140
https://www.researchgate.net/publication/284145208_Phase_characterization_of_TiO2_powder_by_XRD_and_TEMn
https://www.researchgate.net/publication/284145208_Phase_characterization_of_TiO2_powder_by_XRD_and_TEMn
https://doi.org/10.1186/s11671-018-2724-x
https://www.ncbi.nlm.nih.gov/pubmed/30284111
https://doi.org/10.1016/j.materresbull.2017.07.018
https://doi.org/10.1039/C6EE00194G
https://doi.org/10.1002/anie.201807295
https://doi.org/10.1155/2019/8958946
https://doi.org/10.1021/acsami.5b07331
https://www.ncbi.nlm.nih.gov/pubmed/26529481
https://doi.org/10.1016/j.electacta.2013.05.083
https://doi.org/10.1038/s41467-021-24873-4
https://www.ncbi.nlm.nih.gov/pubmed/34312377
https://doi.org/10.1039/C4TA04759A
https://doi.org/10.1007/s12274-018-2017-9

	Introduction 
	Experimental Section 
	Materials 
	Preparation of PPyNT 
	Preparation of CNT/PANI/PPyNT/TiO2 
	Preparation of S@CNT/PANI/PPyNT/TiO2 Composite 
	Characterization 
	Electrochemical Measurements 

	Results and Discussion 
	Conclusions 
	References

