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1. Introduction 

The ever-increasing environment pollution and the decreasing fossil fuels force people to develop renewable 
energy, and it is wise to store and release the spare energy in certain forms whenever needed. Thus, the highly 
efficientenergy storage system has attracted extensive interest in recenty ears, and various applications have been found 
in mobiledevices, electric vehicles, and sustainable energy industry. Dueto their light weight, high open circuit voltage, 
high capacity,and non-memory effect, lithium-ion batteries have been commercialized since 1990s by Sony corporation 
and dominated the market for portable electronic devices [1] .  

With the increase in energy consumption and change of global climate, a sustainable, low-cost and 
environmentally friendly electrical energy storage systems with high energy densities should be considered necessarily 
[1–5].If electric vehicles (EVs) replace the majority of gasoline powered transportation, Li-ion batteries will significantly 
reduce greenhouse gas emissions [6]. Thus, the highly efficient energy storage system has attracted extensive interest in 
recent years, and various applications have been found in mobile devices, electric vehicles, and sustainable energy 
industry. Due to their light weight, high open circuit voltage, high capacity, and non-memory effect. Li-ion batteries have an 
unmatchable combination of high energy and power density, making it the technology of choice for portable electronics, 
power tools, and hybrid/full electric vehicles [7]. The high energy efficiency of Li ion batteries may also allow their use in 
various electric grid applications, including improving the quality of energy harvested from wind, solar, geo-thermal and other 
renewable sources, thus contributing to their more widespread use and building an energy-sustainable economy. Therefore Li-
ion batteries are of intense interest from both industry and government funding agencies, and research in this field has abounded 
in the recent years. Firstly, Li has the lowest reduction potential of any element, allowing Li based batteries to have the highest 
possible cell potential. Also, Li is the third lightest element and has one of the smallest ionic radii of any single charged ion. These 
factors allow Li-based batteries to have high gravimetric and volumetric capacity and power density. Finally, although 
multivalent cations allow for higher charge capacity per ion, the additional charge significantly reduces their mobility. Given that 
ionic diffusion in the solid electrodes is often the rate-limiting factor for battery power performance, this presents an enormous 
hurdle for the development of such alternative chemistries.Lithium-sulfur batteries (LSBs) are competitive and promising choice, 
which has higher theoretical specific capacity of 1675 mAh g-1 and theoretical energy density of 2600 Wh kg-1 compared to 
commercialized lithium ion batteries[8–14]. Particularly, a crucial characteristic of LSBs is that S8 molecules can bind two Li 
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Abstract: 

Lithium sulfur (Li – S) battery has been considered as one of the most promising rechargeable batteries among various 

energy storage devices owing to their low cost, high specific capacity and energy density. Over the last decade, lithium sulfur 

(Li – S) batteries have been extensively studied because of the abundance of sulfur, their environmental benignity, and high 

gravimetric (2600 Wh Kg-1) and (2800 Wh L-1) energy densities and are promising candidates for meeting future-energy 

storage demands. However, the insulation of sulfur and high solubility of lithium polysulfides, swelling of cathode value and 

formation of lithium dendrites results in the low utilization and poor cycling performance. Significant efforts have been made 

to trap polysulfides via physical strategies using carbon based materials, but interactions between polysulfides and carbon 

are so weak that the device performance is limited. Chemical strategies provide the relatively complemented routes for 

improving the batteries' electrochemical properties by introducing strong interactions between functional groups and 

(oxygen, nitrogen and boron, etc.) and chemical additives (metal, polymers, etc.) to the carbon structure and how these 

foreign guests immobilize the dissolved polysulfide. This review focused on recent studies have reported various material such 

as metal oxides and sulfides that interact strongly with polysulfides species and can alleviate the dissolution problem by 

comparing the polysulfides adsorption capability candidate materials to provide the useful strategy to screen for suitable 

candidate materials and valuable information for rational design. Overcoming the loss of active mass and stabilizing cell 

capacity at high rates is pivotal to the realization of practical Li-S cells. In this review, different separate concepts and 

materials were studied with the aim to improve the Li-S batteries capacity, cycle life and capacity retention. 

 

Keywords: Lithium-sulfur batteries, Additives, Shuttle effect, Polysulfides, Life cycle, Performance; discharge, advanced 

cathode materials; carbon nanotube 

 



 www.ijird.com                                                                                                                  

   

atoms per S atom [S8+ 16Li8Li2S][15–18].Thus, compared to other cathode materials, the energy density and electrochemical 
performance of sulfur electrode can be significantly improved
and it is obtained extensively from nature. Moreover, sulfur is abundantand possessing great superiority compared with the 
limited and pollution-yielding fuel oil.Sulfur is cheap and non
material was first made in 1962 by Herbet and Ulam 
and organic liquid electrolyte [25–27]. In LSBs, the discharge process
solution reduction of S8 molecule into long-chain poly sulfides; Secondly, solution phase reduction of long
short-chain polysulfides; Finally, solution to solid reducti
Li2S[19]. The amount of Li available on the Earth’s crust is sufficient to power a global fleet of automobiles 
though, can be problematic for LSBs batteries because cost is the major factor inhibiting its expansion into renewable energy
applications. Even so, Li is not a major factor in the cost of LSBs batteries at present. Li is used in the cathod
which make up only a small portion ofthe overall cost 
in cathodes are the major contributing factors [30]
continue to dominate portable electrochemical energy storage for many years to come. Since Li
second choice source of portable electrochemical energy storage, improving their cost and performance can 
applications and enable new technologies which depend on energy storage. A great volume of research in Li
has thus far been in electrode materials. Electrodes with higher rate capability, higher charge capacity, an
sufficiently high voltage can improve the energy and power densities of Li batteries and make them smaller and cheaper. 
However, this is only true assuming that the material itself is not too expensive or rare. 
various metals and the abundance of elements as a fraction of the Earth’s crust 

from pure metal ingots, the prices illustrate the relative differences. Mn is clearly much cheaper than Co, explaini
difference in the cathode materials made from these two metals. The abundance of elements represents a limitation on the 
availability of the element. While true availability also depends on supply and demand, this chart shows advantages of 
some elements. For example, P and S are much more abundant than the more conductive elements in Groups V and VI, 
respectively. Finally, the theoretical specific and volumetric capacities of the elements which undergo conversion reactions 
with Li are shown in Fig. 1b. Unfortunately, as useful as the periodic table is, most cathode materials are compounds, and 
are not suited for such a chart. 
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.Thus, compared to other cathode materials, the energy density and electrochemical 
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However, there are still some scientific and technical problems hindering Li-S batteries to be commercialized:
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. The amount of Li available on the Earth’s crust is sufficient to power a global fleet of automobiles [28]. Rising prices 
though, can be problematic for LSBs batteries because cost is the major factor inhibiting its expansion into renewable energy 
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• Both sulfur and lithium sulfides are intrinsically insulated, which impedes the transportation of electrons and 
ions. 

• The volumes of cathode and anode materials change greatly during cycling process, bringing about the collapse of 
electrode structures.  

• Lithium sulfides, as the ultimate discharge products, are in dissolvable in the electrolyte, and mostly deposit on 
the surface of the conductive framework. 

• The intermediate discharge products lithium polysulfides (Li2Sn, 4 < n < 8) are soluble in the organic electrolyte, 
that will result in the loss of active materials and energy storage. 

Among them, the dissolved lithium polysulfides will further diffuse to the electrolyte and form a membrane on the 
surface of the anode, leading to the crazing of the solid electrolyte interface film (SEI). The shuttle phenomenon gives rise 
to an irreversible loss of active materials, rapid capacity fading, low Coulombic efficiency, and short cycle longevity. 
Researchers have tried various approaches to solve this problem by virtues of delicately designed nanocarbon 
frameworks, such as porous carbon matrix, and so on [38-45]. They hope to take advantage of unique porous structure to 
prevent the dissolution, diffusion, and shuttling of polysulfides by physical encapsulation. For example, Zhang et al. 
designed the nested pore structure carbon with an ordered distribution of microspores and mesopores, which ensured an 
adequate accommodation for polysulfides to diffuse and reside evenly, and cycling performance of the device was greatly 
improved [38]. Park and his co-workers synthesized the honeycomb-like well-organized porous carbon nanosheets to trap 
lithium polysulfides [43]. Nevertheless, these physical pathways failed to immobilize polysulfides efficiently even physical 
encapsulation was not able to realize the practical application of Li-S batteries. 

Different from the physical encapsulation, chemical adsorption displays a great potential in immobilizing poly-
sulfides. Various chemical bonding approaches have been employed, in which, the functional groups and additives are 
introduced into carbon matrix to capture polysulfide species and prevent shuttle effect [46-51]. In this review, we show 
the recent advances in regard to chemical interactions between polysulfides and the functional groups or additives in Li-S 
batteries. Firstly, we introduce the electrochemical transportation fundamentals of Li-S cells, and then various types of 
functional groups and additives that utilize chemical interactions to anchor polysulfides by different sulfur hosts were 
discussed and analyzed. Finally, we summarize and present the challenges and prospect of Li-S batteries. 
 

1.1. Fundamental of Li-S Batteries Charge/Discharge  

The conventional Li-S batteries are constituted by a cathode of sulfur, an anode of lithium metal, and an 
indispensable ether based electrolyte. In principle, the sulfur existing as ring-like octatomic molecules (S8) will be reduced 
to Li2S as the final discharge product, and oxidized to sulfur reversibly when the battery was charged. The whole reaction 
can be represented as S8+16Li8Li2S. However, the actual discharge and charge  
processes are exceedingly complex, accompanied with many multiple side reactions simultaneously [52-57]. A schematic 
illustration describing the working mechanism of Li-S batteries during the cycling test and a typical galvanostatic 
charge/discharge profile is shown in Fig. 2. The discharge process has two or three reduction stages depending on the 
composition of electrolyte [55,58,59]. The first stage, a rapid dynamics reaction, takes up about a quarter of the profile, 
corresponding to the reduction of S8 to Li2S4 at about 2.4 V [57,60]. The resulted lithium polysulfides will dissolve and 
diffuse into the organic electrolyte. With the discharge process going on, these high-order polysulfides will be reduced to 
loworder polysulfides (Li2Sn, 2 < n < 4) and Li2S. The second stage accounts for another quarter of the whole discharge 
process with a total discharge capacity of 1316 mAh g-1and a plateau voltage of less than 2.1 V. However, the last stage in 
the discharge profile matching with the further reduction of Li2S2 to Li2S, is not exhibited in the cyclic voltammetry (CV) 
curve, which is attributed to the sloped shape and the voltage difference between the previous two stages. The dissolution 
and diffusion of lithium polysulfides have a serious influence on the electrochemical performance of Li-S batteries due to 
the following reasons [61-64]. (i) Causing the loss of active materials during cycling tests. A critical issue with respect to 
the polysulfides is their dissolution in organic electrolytes and the incomplete conversion of sulfur to Li2S. Moreover, the 
dissolved lithium polysulfide species can move toward lithium anode through the separation membrane and react with 
lithium metal, causing the loss of active materials. (ii) Bringing in the shuttle effect. Owing to the concentration gradient, 
the polysulfide ions diffuse from the cathode to anode easily, and the high-order polysulfide species are reduced to low-
order polysulfide species on the lithium surface. The reverse process occurs when the battery was charged. This 
phenomenon happening during the discharge and charge processes was named shuttle effect. The final discharge product 
deposited on the surface of lithium metal is Li2S, which is insoluble, insulated and will increase the impedance of batteries. 
Therefore, the polysulfide species generated during the discharge process are harmful to Li-S cells, and it is imperative to 
control the solubility of the polysulfide species. 
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Figure 2: (A) A Schematic Illustration of the Redox Reaction in 

(B) Galvanostatic Charge / Discharge Profiles and

 

Figure 3 is a fairly comprehensive form of a popular chart, depicting average electrode potential against 
experimentally accessible (for anodes and intercalation cathodes) or theoretical (for conversion cathodes) capacity. This 
allows the reader to evaluate various anode and cathode combinations and their theoretical cell voltage, capacity, and 
energy density. The chart can also be used to identify suitable electrolytes, additives, and current collectors for the 
electrode materials of choice. The acronyms for the i
LMO for ‘‘lithium manganese oxide’’, NCM for ‘‘nickel cobalt manganese oxide’’, NCA for ‘‘nickel cobalt aluminum oxide’’, 
LCP for ‘‘lithium cobalt phosphate’’, LFP for ‘‘lithium iron p
‘‘lithium titanium sulfide’’. To enable the application of new types of electrode materials, various strategies have been 
used. These strategies are summarized in Fig. 3
operating mechanism. 
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Figure 4: General Strategies for Performance Enhancement and Their
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2. The Significance of Li Metal Anode in Working Li

Li metal anode plays a significant role in the service life of a Li
are conducted in coin cells with at least 1500% lithium and 200% electrolyte exces
in scientific publications. Coin-cell format is a very good stage to characterize the potential of materials applied to 
electrochemical cells, which constructs the best environment for material characterization. Howeve
practical applications, several applicable indicators are required, such as material cost, discharging capacity and energy 
density based on the whole cell, and safety performance etc. In the engineering field of Li
tradeoff between the energy density (>350 Wh kg
density. However, its role is severely neglected in a coin cell with the excess of Li metal and electrolyte. When we adopt t
pouch-cellformat to evaluate Li−S batteries, the role of anode will be prominent. In the pouch

is very large to render a cell with a high energy density. However, this induces both seriousLiPS shuttle and a large current

on the surface of metallic Li anode. Considering a 2000 mAh pouch cell as a typical example (an average capacity for a 

common smartphone), when the cell is discharged at0.2 C (1.0 C = 1675 mA g

mAh g −1), the current applied to the anode is estimated at 558 mA, which is much larger than that in a coin cell (0.1 

10mA). The large areal current generally cannot distribute uniformly on the anode 

surface are possible to concentrate the currents, resulting in the dendritic Li deposition and electrolyte 

[67].The situation becomes even worse in the power battery for electric vehicles. These drawbacks seriously det

the cycling performance of a Li−S battery. 

Generally, the disastrous effects of dendritic Li growth operated at high currents include Li metal powdering and 

electrolyte exhaustion, finally causing the cell failure (

• At the large current, dendrites are easy to nucleate and continuously grow. Due to the side reactions between Li 

metal and electrolyte/LiPSs, the dendritic Li becomes dead and powdery Li with the SEI (solid

wrapping outside after several repeated platin

surface area and thus a large tendency to catch fire if meet the air, which induces safety 

is covered by a thick SEI(solid-state electrolyte) layer and its reactivity wi

cycles[71]. Therefore, the less cycled Li

• The dendritic and powdery Li presents a strong reactivity with the electrolyte. Electrolyte exhaustionis widely 

observed in a long-cycled Li−S pouch cell. The loss of interconnected ionic channels directly leads to the cell 

failure [72]. However, it is not the decisive reason for the cell failure. When freshelectrolyte is injected into the 

failed cell, the cell regains discharge capacity (

preservethe high capacity and this ‘twice born’ cell gets rapid capacitydecay. Another ‘twice

cathode vs. fresh anode is fabricated. The cell indicates an imp

g−1 (Figure5b) at 0.1 C and remains stablein the following cycles (999 mAh g

metal anode itself is the fundamental factor to decide the cell failure.
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Significance of Li Metal Anode in Working Li−S Batteries 

Li metal anode plays a significant role in the service life of a Li−S battery[65].However, most of the publications 

are conducted in coin cells with at least 1500% lithium and 200% electrolyte excess. Few pouch cells have been declared 

cell format is a very good stage to characterize the potential of materials applied to 

electrochemical cells, which constructs the best environment for material characterization. Howeve

practical applications, several applicable indicators are required, such as material cost, discharging capacity and energy 

density based on the whole cell, and safety performance etc. In the engineering field of Li−S batteries, it 

tradeoff between the energy density (>350 Wh kg−1) and lifespan (>100 cycles), even with the neglection of the power 

density. However, its role is severely neglected in a coin cell with the excess of Li metal and electrolyte. When we adopt t

−S batteries, the role of anode will be prominent. In the pouch-cells, the areal sulfur loading 

is very large to render a cell with a high energy density. However, this induces both seriousLiPS shuttle and a large current

on the surface of metallic Li anode. Considering a 2000 mAh pouch cell as a typical example (an average capacity for a 

when the cell is discharged at0.2 C (1.0 C = 1675 mA g−1, assuming the discharging capacity of 1200 

rrent applied to the anode is estimated at 558 mA, which is much larger than that in a coin cell (0.1 

10mA). The large areal current generally cannot distribute uniformly on the anode surface [66]. Some sites of the anode 

surface are possible to concentrate the currents, resulting in the dendritic Li deposition and electrolyte 

.The situation becomes even worse in the power battery for electric vehicles. These drawbacks seriously det

Generally, the disastrous effects of dendritic Li growth operated at high currents include Li metal powdering and 

electrolyte exhaustion, finally causing the cell failure (Figure 4) [68]. 

rent, dendrites are easy to nucleate and continuously grow. Due to the side reactions between Li 

metal and electrolyte/LiPSs, the dendritic Li becomes dead and powdery Li with the SEI (solid

wrapping outside after several repeated plating/stripping processes[69]. The powdery Li possesses a large 

surface area and thus a large tendency to catch fire if meet the air, which induces safety concerns

state electrolyte) layer and its reactivity will be substantially reduced after many 

. Therefore, the less cycled Li−S batteries are more dangerous than the failed one. 

The dendritic and powdery Li presents a strong reactivity with the electrolyte. Electrolyte exhaustionis widely 
−S pouch cell. The loss of interconnected ionic channels directly leads to the cell 

. However, it is not the decisive reason for the cell failure. When freshelectrolyte is injected into the 

rge capacity (Figure 5a) [69]. However, the fresh electrolyte still cannot 

preservethe high capacity and this ‘twice born’ cell gets rapid capacitydecay. Another ‘twice

cathode vs. fresh anode is fabricated. The cell indicates an improved discharging capacity from 314 to 1030 mAh 

0.1 C and remains stablein the following cycles (999 mAh g−1 at 15th cycle

metal anode itself is the fundamental factor to decide the cell failure. 
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Figure 5: Morphology of Li Metal Anode in A 

Anode Evolution during Repeated Cycles, 

Li Metal Electrode and Cycled Separator

Anode, (A–C) 

 
Further analyzing the cycling performance of the Li

discharging capacity and voltage evolution. The time point for rapid capacity decay
(Figures 6c and 6d). Consequently, the large polarization induced by powdery and dead Li is the primary reason for the 
cell failure. A similar conclusion has been reachedby Xiao and colleagues through comparing the
different rates after 100 cycles (Figure 6)[73]
of porous Li layer expands from 100 to 160, 223, and 270 μm, respectively, hence leading to the polarization a
and capacity decay. A novel failure mechanism of Li metal anodes is found that porous layer of the dead Li grows inward to 
the bulk (fresh) Li metal anode, evolving to a highly resistive layer with mossy Li. This porous dead Li layerleads to hug
transfer resistance and cell polarization [74]
sharply escalates and hence the service life is early terminated.Therefore, Li metal anode is critical to the degradation of 
practical Li−S battery, especially in the pouch

responsible for the cell failure [75]. Other than the usually prevailing theory of the failure caused by dendrite

short-circuit, the practical cell is more possible to be failed by the large polarization caused by powdery and dead Li in the 

porous layer. In a Li metal battery with the highly stable cathode (such as lithium iron phosphate and lithium titanate), the
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Anode materials are necessary in Li-ion batteries because Li metal forms dendrites which can cause short 

circuiting, start a thermal run-away reaction on the cathode, and cause the battery to catch fire. Furthermore, Li metal also 
suffers from poor cycle life. While the major efforts to enable Li metal anodes have been reviewed by others [77], this topic 
will not be covered herein. Instead, this section provides a concise overview of secondary anode materials. For further 
investigation, we recommend other more detailed reviews on carbon [78], lithium titanium oxide (LTO) [79,80], and Type 
A and Type B conversion anode materials [81–83].  
 
2.1. Graphiticand Hard Carbons 

The carbon anode enabled the Li-ion battery to become commercially viable more than 20 years ago, and still is 
the anode material of choice. Electrochemical activity in carbon comes from the intercalation of Li between the graphene 
planes, which offer good 2D mechanical stability, electrical conductivity, and Li transport (Figure8a). Up to 1 Li atom per 6 
C can be stored in this way. Carbon has the combined properties of low cost, abundant availability, low delithiation 
potential vs Li, high Li diffusivity, high electrical conductivity, and relatively low volume change during lithiation/ 
delithiation (Table 1). Thus carbon has an attractive balance of relatively low cost, abundance, moderate energy density, 
power density, and cycle life, compared to any other intercalation-type anode materials. Carbon’s gravimetric capacity is 
higher than most cathode materials (Figure3), but the volumetric capacity of commercial graphite electrodes is still small 
(330–430 mAh cm-3). 

Commercial carbon anodes can be largely divided into two types. Graphitic carbons have large graphite grains and 
can achieve close to theoretical charge capacity. However, graphitic carbons do not combine well with a propylene 
carbonate (PC)- based electrolyte, which is preferred due to a low melting point and fast Li transport. PC intercalates 
together with the Li+ between the graphitic planes, causing the graphite to exfoliate and lose capacity [84]. Even without 
solvent intercalation, Li intercalation occurs at the basal planes, and thus the SEI also preferentially forms on these planes 
as well [85]. During Li intercalation, single crystalline graphitic particles undergo uniaxial 10% strain along the edge 
planes [86,87]. Such large strain may damage the SEI and reduce the cell’s cycle life. Recently, graphitic carbons have been 
coated with a thin layer of amorphous carbon [88,89] to protect the vulnerable edge planes from electrolyte and achieve 
high coulombic efficiency. Hard carbons have small graphitic grains with disordered orientation, and are much less 
susceptible to exfoliation. These grains also have an voids between them, resulting in reduced and isotropic volume 
expansion. Nanovoids and defects also provide excess gravimetric capacity, allowing capacity in excess of the theoretical 
372 mAh g-1[78,90–92].  

Together, these properties make hard carbons a high capacity high cycle life material. However, the high fraction 
of exposed edge planes increases absolute quantity of SEI formed, reducing the coulombic efficiency in the first few cycles. 
Given that a full Li-ion cell has a limited Li inventory, this represents a serious disadvantage in terms of achievable 
capacity. Also, the void spaces significantly reduce the density of the particles, further decreasing volumetric capacity. 
Finally, impurities such as hydrogen atoms can also provide extra capacity in carbon based anodes [93]. However, such 
electrodes suffer from larger voltage hysteresis, higher irreversible capacity loss, and even lower volumetric capacity, and 
thus are unlikely to be commercialized [92]. 

 

Volume Change D (Cm2 S-1) Delithiation 

Potential (V) 
Lithiation 

Potential (V) 
Material 

10% 10-11-10-7 0.1,0.14,0.23 0.07,0.10,0.19 Graphite 
0.20% 10-12-10-11 1.58 1.55 LTO 
270% 10-13-10-11 0.31,0.47 0.05,0.021 Si 
240% 10-12-10-10 0.5,0.62 0.2,0.3,0.5 Ge 
255% 10-16-10-13 0.58,0.7,0.78 0.4,0.57,0.69 Sn 
N/A 5×10-12-5×10-10 N/A N/A Li2O 

Table 1: Properties of Some Commonly Studied Anode Materials [78-97]. 

 

2.2. Lithium Titanium Oxide (Li4Ti5O/LTO) 

 LTO has been successfully commercialized because it allows the combination of superior thermal stability [94], 
high rate, relatively high volumetric capacity, and high cycle life, despite the higher cost of Ti, the reduced cell voltage, and 
lower capacity (175 mAh g-1& 600 mAh cm-3 theoretical). High rate and stability originates from a ‘‘zero strain’’ 
intercalation mechanism in combination with a high potential of lithiation. LTO is considered ‘‘zero strain’’ because the 
phase change caused by lithiation/ delithiation only results in a slight (0.2%) change in volume [95–97]. 
Electrochemically, this manifests itself as a small voltage hysteresis in its charge–discharge profile (Figure8d). In addition, 
a high equilibrium potential (-1.55 V vs. Li/Li+) allows LTO to be operated in a potential window above 1 V, largely 
avoiding the formation and growth of the anode SEI, which can slow Li insertion and induce Li losses in graphite anodes 
(Table 1). Even when an SEI is formed, the lack of volume change enhances the SEI’s stability. Since SEI impedance is not 
an issue, LTO nanoparticles can be used, similar to intercalation cathode material, which lead to higher rate performance 
at the expense of lower volumetric capacity [98,99]. In addition, LTO is extremely safe because its high potential prevents 
Li dendrite formation, even at high rates. Thus, although LTO does not have particularly high Li diffusivity or electrical 
conductivity, it is a good material for lower energy, but high power high cycle life Li-ion metal batteries. Unfortunately, 
surface reactions are not completely avoidable with LTO anodes. LTO suffers from severe gassing due to a reaction 
between the organic electrolyte and the LTO active material [100]. This reaction can be suppressed by carbon coating, but 
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carbon can also catalyze and accelerate electrolyte decomposition in the formation of an SEI, especially at high 
temperatures [101,102]. Even so, LTO anodes can last for tens of thousands of cycles giving this electrode a distinct 
advantage over most other anode materials for high power applications 
 

2.3. Conversion Materials – Alloying Materials (Type B)

Here, ‘alloying materials’ refer to elements which electrochemically alloy and form compound phases with Li (i.e. 
Type B conversion materials as in Eq. (2)) at a low potential (preferably below 1 V). Alloying materials can have extremely 
high volumetric and gravimetric capacity, but are notorious for their colossal volume change, expanding to several times 
the original volume upon lithiation (Figure8c
lose electrical contact [105]. For anodes, volume change can destroy the SEI protective layer, resulting in continuous 
electrolyte decomposition, loss of Li inventory and increasing cell impedance. Alloying anodes thus generally suffer from 
short cycle life due to the loss of active material 
loadings. In general, the most successful strategy has been to produce a carbon composite in which the particles of alloying 
material have sufficiently small dimensions for mechanical stability, electron transport, and Li transpor
maintaining Li diffusion paths within the electrode (which commonly requires a hierarchical structure such as 
3b[108]). To stabilize the SEI, the active material can be encapsulated in a carbon shell with a sufficient void space to allow 
for volume expansion (Figure 3e) [109–114]. This may, in principle, stabilize the SEI and prevent particles from sintering 
into larger particles, enabling high cycle life even at high mass loadings 
the SEI and prolong the cycle life [116 –118], and binders which bond to the active material, have high stiffness and swell 
minimally in electrolytes can provide additional mechanical stability if a carbon shell is not used 
mass loading electrodes with high (>800 mAh cm
battery cells have yet to be demonstrated. Also, nanoparticles inherently have high surface area, which result in large 
quantities of SEI formation and large irreversible capacity loss during the initial cycles. Of all alloying materials, Si has 
received the most attention due to its relatively low average delithiation potential, extremely high gravimetric and 
volumetric capacity, abundance, lost cost, chemical stability, and non
similar properties except with lower gravimetric capacity, slightly lower cell voltage, but higher electrical conductivity. 
However, Sn appears to suffer from easy fracturin
nm range [124]. Ge does not fracture even at larger particles sizes 
application (Figure 1a). Ga also has an interesting property of be
expensive. Of the cost effective Li alloying metals, Zn, Cd, and Pb have good volumetric capacity, but suffer from low 
gravimetric capacity. Al also suffers from severe fracturing even with nano dime
transmission electron microscopy (TEM) [128]
good capacity, and well performing electrodes have been constructed by merely ball milling the material 
[129,130]. However, both elements are toxic, have relatively high delithiation potentials, and Sb is
abundant (Figure 1). Phosphorus is also particularly dangerous due to its potential to form phosphine.

 

Figure 7: Crystal Structure of (A) Lithiated Graphite [131], (B) Lithium Titanate (

(C) Silicon During Lithiation [133](Reproduced w
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2.4. Conversion Materials – Other (Type A) 

In the past, one popular approach to developing conversion materials was to use oxides in which Li2O are formed 
on the initial charging of the battery. The Li2O acts as a ‘glue’ to keep particles of the alloying material (such as Si or Sn) 
together [137], while also reducing the overall volume change within particles. However, Li2O has low electrical 
conductivity, and this approach inevitably results in a large irreversible capacity and a large voltage hysteresis, much of 
which remains even at extremely slow rates [138]. Alternatively, the Li2O itself can be used as an active material if the 
voltage range is significantly widened, enabling the use of non-alloying transition metals (such as Manganese (II)Oxide, 
Figure 8d). This reduces the first cycle capacity loss and increases the charge capacity, but has the obvious issue of further 
reducing the potential difference with the cathode. Also, if the Li2O phase is consumed, the nanoparticles of active alloying 
materials can sinter into larger particles and increase resistance [139,140]. Furthermore, the process generally also results 
in large volume change, causing issues similar to alloying anodes. Of the various Type A conversion anode materials, MgH2 
and Li1.07V0.93O2 are interesting in that they both have relatively small voltage hysteresis and delithiation potentials, 
although at low rates [141,142]. However, no studies have shown that these electrodes are viable at higher rates, and the 
demonstrated cycle life is short as well. Similarly, some phosphide and nitride electrodes have been shown to have 
relatively low voltage hysteresis, but only at low charge/discharge rates for several cycles [143]. 
 
3. Advanced Cathode Materials 

Advanced Cathode Materials also play an important role in LIBs. Lithium oxides compounds were well developed 
by scientist in 1980. Crystallization of lithium oxides compounds could provide fair lithium ions mobility during the redox 
reaction. Cathode materials especially oxides compounds have a stable crystal structure and minimum volume expansion 
during lithiation and delithiation process. They have good adaptability at an entire voltage range of lithium insertion and 
extraction,so it can provide a good cyclic performance. Nowadays, more and more novel cathode materials based on high 
energy density attracted attention from researchers, such as lithium-sulfur batteries system and lithium air batteries 
system. 

 
3.1. Lithium Cobalt Oxide (Licoo2) 

LixCoO2 becomes the well-known cathode electrode materials with good conductivity and Li ion mobility in LISBs 
for decades. Todays, it is still a widely commercial used cathode material for LISBs. In theoretical, lithium cobalt oxide has 
a high specific capacity with 274 mAh/g with respect to full delithiation of Li ion extraction and producing CoO2[144],but 
in reality, full lithiation is not reversible process in LixCoO2. In practical, x=0.5 induced capacity loss with value of 
140mAh/g [145]. Also layered compounds structural is a significant characteristic for LiCoO2. It is most widely accept 
cathode materials in LISBs. 
 

3.2. Lithium Iron Phosphate (LFP) 

(LFP) is another commercialized cathode materials with olivine structure in lithium ion sulfur batteries. It still 
attracted attention from researchers due to the inexpensive and naturally abundant,but low ionic and electrical 
conductivity are major disadvantages for LFP,so to improve high rate capability and long cyclic performance by carbon 
coating, size reduction and morphology modification still are research interests for researchers[146].Besides, mechanism 
of phase transformation during lithiation and delithiation process is another research interests of Lithium-Air 
Batteries[147]. One of the novel cathode materials research recent years in LIBs is lithium-air batteries. The cathode 
lithium oxygen reaction can provide a high theoretical capacity of 3.5 Kwh/kg nonaqueous lithium oxygen battery[148]. 
The major cathode product material is lithium peroxide. The cathode oxygen reduction reaction (ORR) is O2 +2Li+ + 2e- → 
2Li2O2, which has overall equilibrium potential of 2.96V versus lithium metal. However, the poor cyclic performance, 
slowly charging/discharging rate, high overpotential and low energy efficiency are major problems for lithium-air 
batteries. Generally, the lithium air batteries performance highly depends on the products created in cathode during 
lithiation and delithiation process. The morphology of cathode reaction products, the morphology of peroxide effect on 
batteries performance and fabricated high performance cathode are hot research topics on lithium air batteries[149]. 
According to literature and Figure.7, there are many approaches to design an ideal cathode for lithium air batteries[150]. 
For instance, the porous structures with appropriate pore size, to improve reaction kinetics by catalyst and oxygen 
diffusion and to improve electrical conductivity are major strategies. 
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Figure 8: Ideal Cathode Designing

 

3.3. Challenges of a Sulfur Cathode 

The significant advantages of sulfur as a positive electrode are evident, but wide
limited because of some key challenges that must be addressed. The first main issue is t
electrically insulating [151]. The insoluble low order lithium polysulfide discharge products are also expected to be 
electronic insulators, although their properties are uncertain as they have not been isolated as single phases. To overcome 
the insulating nature of these materials, intimate contact of conductive additives such as carbon or metals with high 
surface areas (i.e. nano-sizing) [152] augment
create pathways for ionic transport. Through reducing the su
ions is greatly reduced and leads to a higher utilization of the active sulfur mass. These are not the only challenges in the
Li-S cell. Most of the problems arise because of the intermediate
lithium in an organic electrolyte, sulfur is reduced stepwise to
intermediates. These intermediates can diffuse through the electrolyte to the lithiu
are reduced further to insoluble Li2S2/Li2S which can form dendrites and reduce the active lithium surface area
Once this insulating layer is formed on lithium, subsequent higher order polysulfides (S
become reduced at this surface to lower order polysulfides (S
they are reoxidized to Sn. The diffusion of lithium polysulfides between the electrodes is termed the 
mechanism” and is a major cause of active mass loss, low Coulombic efficiency (excess energy required to charge the cell 
than obtained from discharge of the cell) and self
The last main issue with the Li-S cell are the low order insoluble final discharge products Li
exterior of the electrically conducting host that is mixed with sulfur and build
insulating agglomerates that increase impedance and cause active mass loss[154,155].
 

3.4. Contained Cathodes 

 

3.4.1. Macro/Meso/Microporous Carbon 
In order to effectively house sulfur, the host must contain the sulfur without significantly diminishing the overall 

practical properties of the cell, i.e. the gravimetric/volumetric energy density. The optimal material to satisfy these 
conditions is lightweight, conductive and can “wire
This configuration was used in the earliest reports, but it failed to harness the potential of carbons to limit polysulfide 
dissolution by trapping sulfur and its reduced species at the positive electrode owing to primitive carbon architecture. 
Carbon is highly effective as an electronic conduit to enable redox accessibility of the sulfur but it can also act as a 
framework to encapsulate the redox products.
can impregnate. Pore size is defined by the IUPAC as being macro (> 50 nm), meso (2 
carbons embodying these pore structures and their combination
effectiveness. Macroporous carbons have been the least utilized for Li
highly ineffectual at containing soluble polysulfides. However, if the macroporou
electrolyte, the lithium polysulfides are limited in mobility and will predominately remain at the positive electrode. 
Watanabe et al. used an ordered inverse opal carbon to house sulfur and replaced the commonly use
organic electrolytes with a high viscosity glyme
in that it consists purely of [Li (glyme)]+ cations and TFSIanions. It afforded relatively stable cell cycling with

                                                                             August, 2018                  Vol 7 Issue 8 

Cathode Designing for Lithium-Air Batteries [150]. 

The significant advantages of sulfur as a positive electrode are evident, but wide-scale commercial use is so far 
limited because of some key challenges that must be addressed. The first main issue is that sulfur is both ionically and 
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ions is greatly reduced and leads to a higher utilization of the active sulfur mass. These are not the only challenges in the

S cell. Most of the problems arise because of the intermediate discharge products (Li2Sx, 2 < x < 8). Upon reduction by 
lithium in an organic electrolyte, sulfur is reduced stepwise to a sequence of highly soluble lithium 
intermediates. These intermediates can diffuse through the electrolyte to the lithium metal negative electrode where they 

S which can form dendrites and reduce the active lithium surface area
Once this insulating layer is formed on lithium, subsequent higher order polysulfides (Sn) presen
become reduced at this surface to lower order polysulfides (Sn-x). Sn-x ions can diffuse back to the positive electrode where

. The diffusion of lithium polysulfides between the electrodes is termed the 
mechanism” and is a major cause of active mass loss, low Coulombic efficiency (excess energy required to charge the cell 
than obtained from discharge of the cell) and self-discharge (discharge of the cell when no load is applied) in a Li

S cell are the low order insoluble final discharge products Li2S2/Li2S. These can form on the 
exterior of the electrically conducting host that is mixed with sulfur and build-up over many cycles to form highly 

that increase impedance and cause active mass loss[154,155]. 

In order to effectively house sulfur, the host must contain the sulfur without significantly diminishing the overall 
practical properties of the cell, i.e. the gravimetric/volumetric energy density. The optimal material to satisfy these 

weight, conductive and can “wire-up” the insulating sulfur, such as one made predominately of carbon. 
This configuration was used in the earliest reports, but it failed to harness the potential of carbons to limit polysulfide 

and its reduced species at the positive electrode owing to primitive carbon architecture. 
Carbon is highly effective as an electronic conduit to enable redox accessibility of the sulfur but it can also act as a 
framework to encapsulate the redox products. A straightforward solution is to introduce pores in the carbon that sulfur 
can impregnate. Pore size is defined by the IUPAC as being macro (> 50 nm), meso (2 – 50 nm) or micro (< 2nm). Various 

embodying these pore structures and their combinations have been employed recently with varying degrees of 
effectiveness. Macroporous carbons have been the least utilized for Li-S cells owing to their open architecture which is 
highly ineffectual at containing soluble polysulfides. However, if the macroporous carbon is coupled to a high viscosity 
electrolyte, the lithium polysulfides are limited in mobility and will predominately remain at the positive electrode. 
Watanabe et al. used an ordered inverse opal carbon to house sulfur and replaced the commonly use
organic electrolytes with a high viscosity glyme-Li salt[156].This electrolyte is similar to a room temperature ionic liquid 
in that it consists purely of [Li (glyme)]+ cations and TFSIanions. It afforded relatively stable cell cycling with
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ions is greatly reduced and leads to a higher utilization of the active sulfur mass. These are not the only challenges in the 

, 2 < x < 8). Upon reduction by 
a sequence of highly soluble lithium polysulfide 

m metal negative electrode where they 
S which can form dendrites and reduce the active lithium surface area[152,153] 

) present in the electrolyte can 
ions can diffuse back to the positive electrode where 

. The diffusion of lithium polysulfides between the electrodes is termed the “sulfur shuttle 
mechanism” and is a major cause of active mass loss, low Coulombic efficiency (excess energy required to charge the cell 

discharge (discharge of the cell when no load is applied) in a Li-S cell. 
S. These can form on the 

up over many cycles to form highly 

In order to effectively house sulfur, the host must contain the sulfur without significantly diminishing the overall 
practical properties of the cell, i.e. the gravimetric/volumetric energy density. The optimal material to satisfy these 

up” the insulating sulfur, such as one made predominately of carbon. 
This configuration was used in the earliest reports, but it failed to harness the potential of carbons to limit polysulfide 

and its reduced species at the positive electrode owing to primitive carbon architecture. 
Carbon is highly effective as an electronic conduit to enable redox accessibility of the sulfur but it can also act as a 

A straightforward solution is to introduce pores in the carbon that sulfur 
50 nm) or micro (< 2nm). Various 

s have been employed recently with varying degrees of 
S cells owing to their open architecture which is 

s carbon is coupled to a high viscosity 
electrolyte, the lithium polysulfides are limited in mobility and will predominately remain at the positive electrode. 
Watanabe et al. used an ordered inverse opal carbon to house sulfur and replaced the commonly used low viscosity 

.This electrolyte is similar to a room temperature ionic liquid 
in that it consists purely of [Li (glyme)]+ cations and TFSIanions. It afforded relatively stable cell cycling with a reversible 
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capacity of 6 over 700 mA h g-1 sulfur after 50 cycles and a Coulombic efficiency of 97%. While the results are promising, 
the current density was low (139 mA g-1 sulfur) and the poor scalability of inverse opal carbons is problematic for lar
scale applications. Most of the recent reported research on porous carbon positive electrodes has focused on mesoporous 
carbons (MC’s), following on early work by the Nazar group where small carbon mesopores (3
polymer coating provided effective confinement of sulfur and its reduction products to yield high reversible capacities up 
to 1320 mA h g-1 sulfur[157].A question concerns what pore size and distribution are optimal. Liu et al. have used a 
systematic approach to determine the effect that both pore size and sulfur loading
overall capacity of the Li-S cell[158]. A series of MC’s with tunable pore sizes (3, 7, 12 and 22 nm) and
~4.8 cm 3 g-1 were synthesized using a hard te
different weight ratios using a two-step infiltration technique. Sulfur dissolved in carbon disulfide was mixed with the MC 
and once dry, the composite was heated at 155 °C where the low 
weight fraction of sulfur gradually increased as the pore size of the MC increased, and a sulfur content of 83 wt% was 
reported for the 22 nm MC material. Surprisingly, all of the sulfur/carbon compo
sulfur utilization even though the weight ratio of sulfur was significantly different (56 wt% to 84 wt%) between MC’s. 
Contrary to other reports, this suggests there is no influence on the battery performance even i
with sulfur. The MC with the largest pore size/volume clearly should be used to optimize both gravimetric and volumetric 
capacities were this to be the case. Another method of sulfur entrapment is to utilize a bimodal MC as the 
first demonstration of this concept by Dudney et al. used a hierarchically structured sulfur
as the high surface-area positive electrode[159]
synthesized through a soft-template synthesis method, followed by KOH activation to result in a bimodal porous carbon 
with added micro porosity of less than 2 nm to the existing mesopores while maintaining integrity of the original carbon. 
More recent work has created bimodal carbons using a double template approach to directly fabricate highly ordered 
carbons with pore size split between ~6 nm and ~2 nm pores
volume with the smaller pores existing in the walls of the larger ones. When sulfur was impregnated into the carbon host, 
the smaller pores preferentially filled first (Figure 8a)
the sulfur while the larger pores facilitated el
was demonstrated by creating spherical bimodal
distribution (Figure 8b). Nazar et al. were able to cycle these sulfur/
maintain a high and relatively stable discharge capacity of 850 mA

 

Figure 9: A) Pore Size Distribution 

Different Sulfur Loadings [

 Showing the 2-D Hexagonal Structure [162], 

Nanoparticles 

Another approach similar to creating a bimodal 
synthesis of hollow carbon spheres that exhibit a porous outer shell with small 3 nm pores and a large interior cavity 
around ~200 nm[163].While this may not be considered bimodal in most respects,
wherethe sulfur can be stored and polysulfides have difficulty diffusing out because of the small pores in the carbon shell. 
The hollow carbon spheres were reported to hold 70 wt% sulfur and they retained 91% of the
h g-1 sulfur) after 100 cycles at a moderate C/5 rate. Possible drawbacks to the hollow carbon spheres are the fragility of 
the porous carbon shell and scalability of the process. A vapour infusion method is required for sulfur
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sulfur after 50 cycles and a Coulombic efficiency of 97%. While the results are promising, 
sulfur) and the poor scalability of inverse opal carbons is problematic for lar

scale applications. Most of the recent reported research on porous carbon positive electrodes has focused on mesoporous 
carbons (MC’s), following on early work by the Nazar group where small carbon mesopores (3-4 nm) and a hydrophilic 

ovided effective confinement of sulfur and its reduction products to yield high reversible capacities up 
A question concerns what pore size and distribution are optimal. Liu et al. have used a 

he effect that both pore size and sulfur loading89 have on the cycling stability and 
A series of MC’s with tunable pore sizes (3, 7, 12 and 22 nm) and

were synthesized using a hard template approach. The sulfur was infiltrated into the various MC’s at 
step infiltration technique. Sulfur dissolved in carbon disulfide was mixed with the MC 

and once dry, the composite was heated at 155 °C where the low sulfur viscosity permits flow into the carbon pores. The 
weight fraction of sulfur gradually increased as the pore size of the MC increased, and a sulfur content of 83 wt% was 
reported for the 22 nm MC material. Surprisingly, all of the sulfur/carbon composites exhibited almost identical initial 

even though the weight ratio of sulfur was significantly different (56 wt% to 84 wt%) between MC’s. 
Contrary to other reports, this suggests there is no influence on the battery performance even if the MC is fully “stuffed” 
with sulfur. The MC with the largest pore size/volume clearly should be used to optimize both gravimetric and volumetric 
capacities were this to be the case. Another method of sulfur entrapment is to utilize a bimodal MC as the 
first demonstration of this concept by Dudney et al. used a hierarchically structured sulfur-carbon nanocomposite material 

[159]. A porous carbon with a uniform distribution of mesopores of 7.3 nm
template synthesis method, followed by KOH activation to result in a bimodal porous carbon 
of less than 2 nm to the existing mesopores while maintaining integrity of the original carbon. 

work has created bimodal carbons using a double template approach to directly fabricate highly ordered 
carbons with pore size split between ~6 nm and ~2 nm pores[160,161]. Each pore contributes an equal amount of pore 

g in the walls of the larger ones. When sulfur was impregnated into the carbon host, 
Figure 8a). This optimized the use of the smaller supermicropores to entrap 

the sulfur while the larger pores facilitated electrolyte ingress throughout the structure. An improvement on this concept 
was demonstrated by creating spherical bimodal-carbon particles around 300 nm in dimension with the same pore 

. Nazar et al. were able to cycle these sulfur/carbon electrodes at a high current rate of 1C and 
le discharge capacity of 850 mAh g-1 sulfur at the 100th cycle (Figure 8c)[162]

Size Distribution ofthe Bimodal Mesoporous Carbon (BMC) with 

Loadings [160] B) TEM Micrographs of Spherical BMC Nanoparticles

Hexagonal Structure [162], C) Cycling Performance ofBMC 

Nanoparticles with 70 Wt % Sulfur at1C Rate [162]. 

 

Another approach similar to creating a bimodal pore structure has been achieved by Archer et al. with the 
synthesis of hollow carbon spheres that exhibit a porous outer shell with small 3 nm pores and a large interior cavity 

.While this may not be considered bimodal in most respects, it effectively creates an enclosed area 
wherethe sulfur can be stored and polysulfides have difficulty diffusing out because of the small pores in the carbon shell. 
The hollow carbon spheres were reported to hold 70 wt% sulfur and they retained 91% of their initial capacity (1071 mA 

sulfur) after 100 cycles at a moderate C/5 rate. Possible drawbacks to the hollow carbon spheres are the fragility of 
the porous carbon shell and scalability of the process. A vapour infusion method is required for sulfur

sulfur after 50 cycles and a Coulombic efficiency of 97%. While the results are promising, 
sulfur) and the poor scalability of inverse opal carbons is problematic for large-
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4 nm) and a hydrophilic 

ovided effective confinement of sulfur and its reduction products to yield high reversible capacities up 
A question concerns what pore size and distribution are optimal. Liu et al. have used a 

have on the cycling stability and 
A series of MC’s with tunable pore sizes (3, 7, 12 and 22 nm) and pore volumes up to 

approach. The sulfur was infiltrated into the various MC’s at 
step infiltration technique. Sulfur dissolved in carbon disulfide was mixed with the MC 

sulfur viscosity permits flow into the carbon pores. The 
weight fraction of sulfur gradually increased as the pore size of the MC increased, and a sulfur content of 83 wt% was 

sites exhibited almost identical initial 
even though the weight ratio of sulfur was significantly different (56 wt% to 84 wt%) between MC’s. 
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template synthesis method, followed by KOH activation to result in a bimodal porous carbon 
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synthesis of hollow carbon spheres that exhibit a porous outer shell with small 3 nm pores and a large interior cavity 

it effectively creates an enclosed area 
wherethe sulfur can be stored and polysulfides have difficulty diffusing out because of the small pores in the carbon shell. 

ir initial capacity (1071 mA 
sulfur) after 100 cycles at a moderate C/5 rate. Possible drawbacks to the hollow carbon spheres are the fragility of 

the porous carbon shell and scalability of the process. A vapour infusion method is required for sulfur impregnation 
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involving three separate passes to obtain a high sulfur loading. Microporous carbons have also been used as hosts for 
sulfur in Li-S cells. Gao et al. used sucrose as a carbon precursor to form microporous carbon spheres with a very narrow 
pore size distribution of less than 1 nm[164]. Their material exhibited highly stable cycling with 42 wt% sulfur loading and 
high capacity above 900 mAh g-1 sulfur. However, an increase in sulfur content to just 51 wt% dramatically decreases th
discharge capacity by ~600 mAh g-1 sulfur. The material also exhibited an unusual discharge profile that did not have the 
characteristic two voltage plateau evident in most other Li
to form a bonded carbon-sulfur composite owing to heat treatment, or the alkyl carbonate electrolyte mixture chosen for 
this work. Recent studies performed by Abruña et al. show that carbonate based solvents undergo side reactions in the 
presence of nucleophilic sulfide anions [165]
been examined by Aurbach et al., as a microporous host for sulfur that, uniquely, does not require binder
inexpensive commercial AC cloth with high surface area (200
impregnated with 33 wt% sulfur and cycled at an intermediate current density of 150 mA g
discharge capacity of 1057 mA h g-1 sulfur was obtained with a very high Coulombic 
use of LiNO3 in the electrolyte to passivate the negative electrode and limit the sulfur shuttle mechanism.
 
3.4.2. Graphene 

It was only a matter of time before arguably the most popular material of the past decade 
a Li-S battery. Graphene’s advantageous properties of very high conductivity, large surface area and the ability to tune the 
hydrophobicity/hydrophilicity with surface functionalization has led to a few different methods of marryin
to make effective electrodes [167-172]. Two different designs for sulfur/graphene composites have been employed with 
each having its positive characteristics. The first method utilizes large sulfur particles enveloped by 
oxide sheets with either a polymer layer buffering the sulfur
with the graphene[170,171]. The sulfur particles grown with a polymer coating followed by a graphene layer showed an 
ability to be cycled over 140 cycles at a C/2 rate while maintaining a 
9a) [168]. A similar procedure was used to form a graphene oxide/sulfur composite with a final heat treatment step to 
melt sulfur into the 3D disordered graphene oxide (GO) sheets 
using an ionic liquid/poly (ethylene glycol) dimethyl ether (PEGDME) electrolyte at C/10 rate with 
950 mAh g-1 sulfur over 50 cycles (Figure 9b)
 

Figure 10: A) Schematic Illustration of the Synthesis Process to

Sulfur Particles [168]. B) Cycling 

Ionic Liquid/

 

Another approach to combine sulfur and graphene is to sandwich sulfur particles between functionalized 
graphene sheets and apply a Nafion™ coating. This is proposed to significantly limit sulfur loss from the positive electrode 
owing to repulsive interactions of the Nafion SO
electrolyte[169]. Thermally expanded graphite oxide is also effective as a 3D network; we note that 60 wt% sulfur that is 
melt-infiltrated exhibits a high initial discharge capacity of 1210 mA
70 cycles at a current density of 280 mA g-1 sulfur
because of the wide range of compositions that can be produced through functional chemistry as well as the different 
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involving three separate passes to obtain a high sulfur loading. Microporous carbons have also been used as hosts for 
S cells. Gao et al. used sucrose as a carbon precursor to form microporous carbon spheres with a very narrow 

. Their material exhibited highly stable cycling with 42 wt% sulfur loading and 
sulfur. However, an increase in sulfur content to just 51 wt% dramatically decreases th

sulfur. The material also exhibited an unusual discharge profile that did not have the 
characteristic two voltage plateau evident in most other Li-S reports. This may be due to reaction of the carbon with sulfur 

sulfur composite owing to heat treatment, or the alkyl carbonate electrolyte mixture chosen for 
this work. Recent studies performed by Abruña et al. show that carbonate based solvents undergo side reactions in the 

[165]. Activated carbon (AC) (in the form of fibres woven into a cloth) has also 
been examined by Aurbach et al., as a microporous host for sulfur that, uniquely, does not require binder
inexpensive commercial AC cloth with high surface area (2000 m2 g -1) and narrow pore size distribution (< 2 nm) was 
impregnated with 33 wt% sulfur and cycled at an intermediate current density of 150 mA g-1

sulfur was obtained with a very high Coulombic efficiency. The latter is aided by the 
in the electrolyte to passivate the negative electrode and limit the sulfur shuttle mechanism.

It was only a matter of time before arguably the most popular material of the past decade was coupled to sulfur in 
S battery. Graphene’s advantageous properties of very high conductivity, large surface area and the ability to tune the 

hydrophobicity/hydrophilicity with surface functionalization has led to a few different methods of marryin
. Two different designs for sulfur/graphene composites have been employed with 

each having its positive characteristics. The first method utilizes large sulfur particles enveloped by 
with either a polymer layer buffering the sulfur [168], or with the sulfur particles simply in intimate contact 

. The sulfur particles grown with a polymer coating followed by a graphene layer showed an 
cycled over 140 cycles at a C/2 rate while maintaining a discharge capacity above 500 mA

. A similar procedure was used to form a graphene oxide/sulfur composite with a final heat treatment step to 
melt sulfur into the 3D disordered graphene oxide (GO) sheets [170]. This composite exhibited extremely stable cycling 

ethylene glycol) dimethyl ether (PEGDME) electrolyte at C/10 rate with 
. 

Illustration of the Synthesis Process to form Grapheme/Polymer Coated 

Cycling Performance of A Grapheme Oxide / Sulfur Composite Using a

Ionic Liquid/PEGDMEElectrolyte at 0.1C Rate [170]. 

Another approach to combine sulfur and graphene is to sandwich sulfur particles between functionalized 
ene sheets and apply a Nafion™ coating. This is proposed to significantly limit sulfur loss from the positive electrode 

owing to repulsive interactions of the Nafion SO3 - moieties with the polysulfide anions that restrict diffusion into the 
. Thermally expanded graphite oxide is also effective as a 3D network; we note that 60 wt% sulfur that is 

l discharge capacity of 1210 mAh g-1 sulfur and maintains 73% capacity retention over 
sulfur[172]. Graphene and graphene oxide are very promising hosts for sulfur 

because of the wide range of compositions that can be produced through functional chemistry as well as the different 

involving three separate passes to obtain a high sulfur loading. Microporous carbons have also been used as hosts for 
S cells. Gao et al. used sucrose as a carbon precursor to form microporous carbon spheres with a very narrow 

. Their material exhibited highly stable cycling with 42 wt% sulfur loading and 
sulfur. However, an increase in sulfur content to just 51 wt% dramatically decreases the 

sulfur. The material also exhibited an unusual discharge profile that did not have the 
S reports. This may be due to reaction of the carbon with sulfur 

sulfur composite owing to heat treatment, or the alkyl carbonate electrolyte mixture chosen for 
this work. Recent studies performed by Abruña et al. show that carbonate based solvents undergo side reactions in the 

. Activated carbon (AC) (in the form of fibres woven into a cloth) has also 
been examined by Aurbach et al., as a microporous host for sulfur that, uniquely, does not require binder[166]. An 

) and narrow pore size distribution (< 2 nm) was 
1 sulfur. A large, stable 

efficiency. The latter is aided by the 
in the electrolyte to passivate the negative electrode and limit the sulfur shuttle mechanism. 

was coupled to sulfur in 
S battery. Graphene’s advantageous properties of very high conductivity, large surface area and the ability to tune the 

hydrophobicity/hydrophilicity with surface functionalization has led to a few different methods of marrying it with sulfur 
. Two different designs for sulfur/graphene composites have been employed with 

each having its positive characteristics. The first method utilizes large sulfur particles enveloped by graphene/graphene 
, or with the sulfur particles simply in intimate contact 

. The sulfur particles grown with a polymer coating followed by a graphene layer showed an 
discharge capacity above 500 mAh g-1 sulfur (Figure 

. A similar procedure was used to form a graphene oxide/sulfur composite with a final heat treatment step to 
. This composite exhibited extremely stable cycling 

ethylene glycol) dimethyl ether (PEGDME) electrolyte at C/10 rate with a reversible capacity of 

 
orm Grapheme/Polymer Coated  

Oxide / Sulfur Composite Using an  

Another approach to combine sulfur and graphene is to sandwich sulfur particles between functionalized 
ene sheets and apply a Nafion™ coating. This is proposed to significantly limit sulfur loss from the positive electrode 

moieties with the polysulfide anions that restrict diffusion into the 
. Thermally expanded graphite oxide is also effective as a 3D network; we note that 60 wt% sulfur that is 

sulfur and maintains 73% capacity retention over 
. Graphene and graphene oxide are very promising hosts for sulfur 

because of the wide range of compositions that can be produced through functional chemistry as well as the different 
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architectures that can be constructed around sulfur particles or melt-diffused sulfur to form sandwiched/interleaved 
composites. 
 
3.4.3. Carbon Nanotubes/Fibers 

Multi-walled carbon nanotubes (MWCNT) in a Li-S cell have long been investigated as a highly conductive form of 
carbon that might provide an encapsulation effect for sulfur due to their 1D porous structure. Jin et al. used a precipitation 
technique to infiltrate sulfur into the large pore of MWCNT’s by oxidation of sodium polysulfide species in the presence of 
MWCNT’s [173].The composite exhibited high initial sulfur utilization but had fairly rapid capacity fading over thirty 
cycles with only 63% capacity retention. This suggests that MWCNT’s have a very limited effect at retaining soluble 
polysulfides. Limitations occur because of their 1D structure and a typical length on the order of a few microns which 
limits Li-ion diffusion compared to a more open 3D network. However, recent work that features a new method of 
infiltrating sulfur into disordered carbon nanotubes (DCNT’s) holds promise. Wang et al. formed DCNT’s from polyaniline 
deposited in an anodized alumina membrane (AAO)[174]. The sulfur was incorporated into the DCNT’s through a vapour 
infusion method whereby smaller sulfur molecules (S2) could theoretically penetrate further into the carbon structure and 
possibly even penetrate graphitic layers. Various impregnation temperatures under vacuum were attempted, with 500 °C 
proving optimum for stable cycling and providing composites with 40 wt% sulfur active mass. Several hurdles remain as 
there is a significant irreversible capacity in the first few cycles which is due to excess sulfur on the surface of the DCNT’s. 

Carbon nanofibers (CNF’s) have also been investigated as conductive additives[175] to carbon/sulfur composites, 
or more importantly utilized in a similar fashion to the DCNT’s discussed previously. Zhang et al. used porous CNF’s 
synthesized by electrospinning a polyacrylonitrile/polymethyl methacrylate mixture followed by carbonization to remove 
polymethyl methacrylate and create pores in the fiber walls[176]. Sulfur was introduced by precipitation from aqueous 
solution with further heat treatment at 155 °C and 160 °C to infiltrate sulfur and remove any excess that is present on the 
surface. At low rates (0.05C), using a viscous electrolyte comprised of an ionic liquid (N-butyl-N-methylpyridinium TFSI) 
and PEGDME, the CNF/sulfur composite (42 wt% sulfur) exhibited an initial discharge capacity of nearly 1400 mA h g-1 
sulfur and retained 82% capacity after 30 cycles. CNF networks have also been synthesized through a templating method 
using an AAO membrane similar to the previous DCNT’s[177]. The premise for the study was to obtain a material with 
sulfur residing only in the interior of the fibers so that polysulfide diffusion was limited to the ends of the fibers. This was 
accomplished by coating the cylindrical pores of an AAO membrane with carbonized polystyrene and subsequently 
infiltrating the carbon pores with sulfur. The AAO template was removed with phosphoric acid, which left CN’s with only 
sulfur in the interior. Upon cycling the material in a low viscosity organic electrolyte it showed signs of polysulfide 
dissolution, with an ~ 50% capacity fade over 150 cycles at a C/5 rate, although a specific capacity of about 730 mAh g-1 
sulfur was still retained. Active mass loss may be attributable to the less than ideal sulfur confinement with such large pore 
substrates, but architectural improvements will undoubtedly be forthcoming soon. 

 
3.4.4. Tubular Porous Polymers 

Porous polymers have also been researched as hosts for sulfur which mimic the structure of carbon 
nanotubes/fibers [178-179]. Liu et al. have performed interesting studies using polyaniline nanotubes to host sulfur both 
in its elemental form and as part of the polymer backbone [180]. Sulfur was reacted with polyaniline nanotubes at 280 °C 
in order to chemically incorporate sulfur carbon bonds in the polymer through an in situ vulcanization as shown in Figure 
10. Elemental sulfur was still present in the sample (62 wt%) and was postulated to be present in the pores of the polymer 
structure. The composite exhibited an initial capacity of 755 mAh g-1 sulfur at a C/10 rate but the capacity increased in the 
next few cycles before suffering a slight capacity fade to 837 mAh g-1 sulfur after 100 cycles. The increase in capacity was 
reasoned to be due to low surface area of the composite that initially did not allow electrolyte to penetrate the full 
structure. Upon cycling, some of the sulfur is reduced to soluble polysulfides so the additional porosity allows for higher 
accessibility and capacity. The capacity fading may be due to degradation of the polymersulfur backbone as the disulfide 
bonds in the polymer may not reform upon oxidation. 
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Figure 11: Schematic Illustration of the Construction and Discharge/Charge Process of t

Polyacrylonitrile 

 

MWCNT’s have also been used as a support to create a porous polyacrylonitrile/sulfur composite
Polyacrylonitrile was coated on the exterior surface of MWCNT’s and the material was treated with varying amounts of 
sulfur (30, 48 and 63 wt%). The best overall results were obtained for the 48 wt% sulfur composite, which exhibited 85% 
capacity retention, amounting to ~590 mA h 
capabilities and is able to be discharged up to 4C while maintaining a discharge capacity above 400 mA h g
average discharge voltage is low at 1.8 V and when coupled to the marginal capacity, significantly hinders the gravimetric 
energy density of the material. 

 
3.4.5. Porous Metal Oxides  

Carbonaceous materials are not the only hosts for sulfu
Li-S battery. Tarascon et al. have taken guidance from approaches to carbon coat LiFePO
nature, by carbon coating an insulating host that serves to contain the sulfur. 
metalorganic framework (MIL-100) consisting of an open framework of small mesopores (~2.5
(~0.5 and ~0.9 nm). Sulfur was impregnated through the well
composite with 48 wt% sulfur. Since MIL100 is insulating, up to 50 wt% carbon was necessary to coat the particles to 
ensure good electrical conductivity. The material (amounting to 24 wt% sulfur in the electrode) was compared to an 
electrode containing mesoporous carbon CMK
wt% sulfur in the electrode). The MIL100/S composites exhibited high capacity, and also more stable cycling, suggesting 
that the oxidic framework helps to retain polysulfide. This concept, using oxide additives, has a similar effect to that 
reported by other researchers and discussed below. The drawback is the low overall capacity of the MIL
cycles at C/10 (~500 mAh g-1 sulfur) and the low
 

4. Physical Barrier Containment  

The previous discussion overviewed work that focused on providing a host for sulfur that contains the soluble 
polysulfides through architectural effects combined with 
coatings to the sulfur host structure that physically blocks polysulfides from escaping the positive electrode, while still 
allowing ingress of the electrolyte to the sulfur/carbon mass. 
 

4.1. Polymer Coatings 

In the recent literature, a variety of different approaches have been utilized in order to limit polysulfide 
dissolution with the use of polymer coatings. Zhao et al. circumvented the use of a host material for sulfur and simply 
coated sulfur particles with a conducting polymer, polythiophene
polythiophene/sulfur composite with ~72 wt% sulfur that performed extremely well electrochemically. Using a low 
viscosity electrolyte of DOL:DME, the composite w
initial capacity (1120 mAh g-1 sulfur) after 80 cycles. Cui et al. have used a carbon host (CMK
retaining polysulfides itself because of its small ~3
polysulfide dissolution even further as shown in 
conductive polymer PEDOT:PSS which forms a thin 10
electrochemical performance was not considerable, a slight increase in capacity stability was observed over bare CMK
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Illustration of the Construction and Discharge/Charge Process of t

Polyacrylonitrile Nanotube/Sulfur Composite [180]. 

MWCNT’s have also been used as a support to create a porous polyacrylonitrile/sulfur composite
Polyacrylonitrile was coated on the exterior surface of MWCNT’s and the material was treated with varying amounts of 
sulfur (30, 48 and 63 wt%). The best overall results were obtained for the 48 wt% sulfur composite, which exhibited 85% 

, amounting to ~590 mA h g-1 sulfur after 50 cycles at a C/10 rate. The composite has good rate 
capabilities and is able to be discharged up to 4C while maintaining a discharge capacity above 400 mA h g
average discharge voltage is low at 1.8 V and when coupled to the marginal capacity, significantly hinders the gravimetric 

Carbonaceous materials are not the only hosts for sulfur that have been researched in the past few years for the 
S battery. Tarascon et al. have taken guidance from approaches to carbon coat LiFePO4 to overcome its insulating 

nature, by carbon coating an insulating host that serves to contain the sulfur. [179]. Their work utilized an insulating 
100) consisting of an open framework of small mesopores (~2.5- 2.9 nm) and micropores 

(~0.5 and ~0.9 nm). Sulfur was impregnated through the well-known melt diffusion technique,
composite with 48 wt% sulfur. Since MIL100 is insulating, up to 50 wt% carbon was necessary to coat the particles to 
ensure good electrical conductivity. The material (amounting to 24 wt% sulfur in the electrode) was compared to an 

ontaining mesoporous carbon CMK-3 with similar sulfur filling (52 wt%) and 20 wt% Ketjen Black (total 42 
wt% sulfur in the electrode). The MIL100/S composites exhibited high capacity, and also more stable cycling, suggesting 

to retain polysulfide. This concept, using oxide additives, has a similar effect to that 
reported by other researchers and discussed below. The drawback is the low overall capacity of the MIL

sulfur) and the low sulfur content which makes the system less practical.

The previous discussion overviewed work that focused on providing a host for sulfur that contains the soluble 
polysulfides through architectural effects combined with chemical restraints. Another method of containment is to apply 
coatings to the sulfur host structure that physically blocks polysulfides from escaping the positive electrode, while still 
allowing ingress of the electrolyte to the sulfur/carbon mass.  

In the recent literature, a variety of different approaches have been utilized in order to limit polysulfide 
dissolution with the use of polymer coatings. Zhao et al. circumvented the use of a host material for sulfur and simply 

sulfur particles with a conducting polymer, polythiophene[180]. They were able to synthesize a 
polythiophene/sulfur composite with ~72 wt% sulfur that performed extremely well electrochemically. Using a low 
viscosity electrolyte of DOL:DME, the composite was cycled at a current density of 100 mAh g-1 and retained 74% o

sulfur) after 80 cycles. Cui et al. have used a carbon host (CMK-3), that is highly effective at 
retaining polysulfides itself because of its small ~3-4 nm pores[157] as a substrate to polymer coat in order to limit 
polysulfide dissolution even further as shown in Fig.11. [181]. CMK-3/S composites were prepared and mixed with the 
conductive polymer PEDOT:PSS which forms a thin 10-20 nm coating. While the effect of the polymer coating on 
electrochemical performance was not considerable, a slight increase in capacity stability was observed over bare CMK

 
Illustration of the Construction and Discharge/Charge Process of the  

MWCNT’s have also been used as a support to create a porous polyacrylonitrile/sulfur composite[178]. 
Polyacrylonitrile was coated on the exterior surface of MWCNT’s and the material was treated with varying amounts of 
sulfur (30, 48 and 63 wt%). The best overall results were obtained for the 48 wt% sulfur composite, which exhibited 85% 

sulfur after 50 cycles at a C/10 rate. The composite has good rate 
capabilities and is able to be discharged up to 4C while maintaining a discharge capacity above 400 mA h g-1 sulfur, but the 
average discharge voltage is low at 1.8 V and when coupled to the marginal capacity, significantly hinders the gravimetric 

r that have been researched in the past few years for the 
to overcome its insulating 

. Their work utilized an insulating 
2.9 nm) and micropores 

known melt diffusion technique, [175] affording a 
composite with 48 wt% sulfur. Since MIL100 is insulating, up to 50 wt% carbon was necessary to coat the particles to 
ensure good electrical conductivity. The material (amounting to 24 wt% sulfur in the electrode) was compared to an 

3 with similar sulfur filling (52 wt%) and 20 wt% Ketjen Black (total 42 
wt% sulfur in the electrode). The MIL100/S composites exhibited high capacity, and also more stable cycling, suggesting 

to retain polysulfide. This concept, using oxide additives, has a similar effect to that 
reported by other researchers and discussed below. The drawback is the low overall capacity of the MIL-100/S after 50 

sulfur content which makes the system less practical. 

The previous discussion overviewed work that focused on providing a host for sulfur that contains the soluble 
chemical restraints. Another method of containment is to apply 

coatings to the sulfur host structure that physically blocks polysulfides from escaping the positive electrode, while still 

In the recent literature, a variety of different approaches have been utilized in order to limit polysulfide 
dissolution with the use of polymer coatings. Zhao et al. circumvented the use of a host material for sulfur and simply 

They were able to synthesize a 
polythiophene/sulfur composite with ~72 wt% sulfur that performed extremely well electrochemically. Using a low 

and retained 74% of its 
3), that is highly effective at 

as a substrate to polymer coat in order to limit 
3/S composites were prepared and mixed with the 

ect of the polymer coating on 
electrochemical performance was not considerable, a slight increase in capacity stability was observed over bare CMK-3/S.  
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MWCNT’s were impregnated with sulfur before oxidative polymerization of polyaniline. The sulfur content remained high 
in the composite at 70 wt% and also retained a cryst
cycles and not surprisingly had less capacity fade than uncoated MWCNT/S. The rate capability of the material was also 
found to be quite good with ~90% capacity retention after 80 cycles at 
sulfur[153].  
 
4.2. Porous Metal Oxides 

Containing soluble polysulfides has been discussed through both physical and chemical barriers of the host 
material or coatings on the host material for sulfur. 
additives in the positive electrode matrix that can attract and hold polysulfides so that they do not diffuse to the negative
electrode. To employ this concept Nazar et al. utilized meso
carbon/sulfur electrode (Figure 12a)[183]. The main interaction that the polysulfides have with the additive is through 
surface sorption and therefore the surface area is increased significantly by sy
structure. At a C/5 rate, the capacity versus a cell without additive was both increased and much more stable over 40 
cycles. The silica additive was able to sorb polysulfides during intermediate discharge and rele
discharge so that they could be further reduced in the mesoporous carbon with ~94% of the sulfur being reversibly 
sorbed in the silica at the 40th cycle. The amount of sulfur present in the electrolyte after 30 cycles decreased by 
30% compared to a cell consisting of no silica additive (
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polyaniline - has also been utilized as a coating for a MWCNT/S composite
MWCNT’s were impregnated with sulfur before oxidative polymerization of polyaniline. The sulfur content remained high 
in the composite at 70 wt% and also retained a crystalline structure. The material showed very stable cycling over 80 
cycles and not surprisingly had less capacity fade than uncoated MWCNT/S. The rate capability of the material was also 
found to be quite good with ~90% capacity retention after 80 cycles at current densities ranging from 200 

polysulfides has been discussed through both physical and chemical barriers of the host 
material or coatings on the host material for sulfur. Another method of containment at the positive electrode is to provide 
additives in the positive electrode matrix that can attract and hold polysulfides so that they do not diffuse to the negative
electrode. To employ this concept Nazar et al. utilized mesoporous silica as an additive to a large pore mesoporous 

. The main interaction that the polysulfides have with the additive is through 
surface sorption and therefore the surface area is increased significantly by synthesizing the additive with a mesoporous 
structure. At a C/5 rate, the capacity versus a cell without additive was both increased and much more stable over 40 
cycles. The silica additive was able to sorb polysulfides during intermediate discharge and release them near the end of 
discharge so that they could be further reduced in the mesoporous carbon with ~94% of the sulfur being reversibly 

cycle. The amount of sulfur present in the electrolyte after 30 cycles decreased by 
30% compared to a cell consisting of no silica additive (Figure 12b). 
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4.3. IntercalationCathode Materials 

An intercalation cathode is a solid host network, which can store guest ions. The guest ions can be inserted into 
and be removed from the host network reversibly. In a Li-ion battery, Li+ is the guest ion and the host network compounds 
are metal chalcogenides, transition metal oxides, and polyanion compounds. These intercalation compounds can be 
divided into several crystal structures, such as layered, spinel, olivine, and tavorite (Figure 13). The layered structure is 
the earliest form of intercalation compounds for the cathode materials in Li-ion batteries. Metal chalcogenides including 
TiS3 and NbSe3 were studied long ago as a possible intercalating cathode materials [184]. While TiS3 exhibited only partial 
reversibility due to irreversible structure change from trigonal prismatic to octahedral coordination on lithiation, NbSe3 
demonstrated reversible electrochemical behavior. Among many different types of chalcogenides, LiTiS2 (LTS) was widely 
studied due to its high gravimetric energy density combined with long cycle life (1000+ cycles) and was eventually 

commercialized by Exxon [185,186]. However, most current intercalation cathode research is focused on the transition 

metal oxide and polyanion compounds due to their higher operating voltage and the resulting higher energy storage 
capability. Typically, intercalation cathodes have 100–200 mAh/g specific capacity and 3–5 V average voltage vs. 
Li/Li+(Figure 13e, Table 2). 

 
 

Table 2: Characteristics of Representative Intercalation Cathode Compounds; Crystal Structure, 

Theoretical/Experimental/Commercial Gravimetric Capacities, Average Potentials, and Level of Development [184-245] 

 

4.3.1. TransitionMetal Oxide 
LiCoO2 (LCO) introduced by Goodenough [187] is the first and the most commercially successful form of layered 

transition metal oxide cathodes. It was originally commercialized by SONY, and this material is still used in the majority of 
commercial Li-ion batteries and Li-ion sulfur batteries. The Co and Li, located in octahedral sites occupy alternating layers 
and form a hexagonal symmetry (Fig. 13a). LCO is a very attractive cathode material because of its relatively high 
theoretical specific capacity of 274 mAh g-1, high theoretical volumetric capacity of 1363 mAh cm-3, low self-discharge, high 
discharge voltage, and good cycling performance [188,189]. The major limitations are high cost, low thermal stability, and 
fast capacity fade at high current rates or during deep cycling. LCO cathodes are expensive because of the high cost of Co 
(Figure 1). Low thermal stability refers to exothermic release of oxygen when a lithium metal oxide cathode is heated 
above a certain point, resulting in a runaway reaction in which the cell can burst into flames [190]. Thermal runaway is a 
major concern in the application of Li-ion batteries, resulting, for example, in the grounding of all Boeing 787 airplanes in 
2013 [191]. While this issue is general to transition metal oxide intercalation cathodes, LCO has the lowest thermal 
stability of any commercial cathode material [192]. Although thermal stability is also largely dependent on non-materials 
factors such as cell design and cell size, LCO typically experiences thermal runaway past 2008C due to an exothermic 
reaction between the released oxygen and organic materials. Deep cycling (delithiation above 4.2 V, meaning 
approximately 50% or more Li extraction) induces lattice distortion from hexagonal to monoclinic symmetry and this 
change deteriorates cycling performance[193]. Many different types of metals (Mn, Al, Fe, Cr) [194–197] were studied as 
dopants/partial substitutes for Co and demonstrated promising but limited performance. Coatings of various metal oxides 
(Al2O3, B2O3, TiO2, ZrO2) [198,199] were more effective in enhancing LCO stability and performance characteristics even 
during deep cycling, because mechanically and chemically stable oxide material could reduce structural change of LCO and 
side reactions with electrolyte. LiNiO2 (LNO) has same crystal structure with LiCoO2 and a similar theoretical specific 

Crystal 

Structure 

Compound Specific Capacity 

(mAh G-1) 

(Theoretical/Experi-

mental/Typical In 

Commercial Cells) 

Volumetric Capacity 

(mAh Cm-3) 

(Theoretical/Typical 

In Commercial Cells) 

Average  

Voltage (V) 

Level Of 

Development 

Layered LiTiS2 225/210 697 1.9 Commercialized 

LiCoO2 274/148/145 1363/550 3.8 Commercialized 

LiNiO2 275/150 1280 3.8 Research 

LiMnO2 285/140 1148 3.3 Research 

LiNi0.33Mn0.33Co0.33O2 280/160/170 1333/600 3.7 Commercialized 

LiNi0.8Co0.15Al0.05O2 279/199/200 1284/700 3.7 Commercialized 

LiMnO3 458/180 1708 3.8 Research 

Spinel LiMn2O4 148/120 596 4.1 Commercialized 

LiCo2O4 142/84 704 4.0 Research 

Olivine LiFePO4 170/165 589 3.4 Commercialized 

LiMnPO4 171/168 567 3.8 Research 

LiCoPO4 167/125 510 4.2 Research 

Tavorite LiFeSO4F 151/120 487 3.7 Research 

LiVPO4F 156/129 484 4.2 Research 
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capacity of 275 mAh g_1. Its relatively high energy density and lower cost compared to Co based materials are the main 
research driving forces. However, pure LNO cathodes are not favorable because the Ni+2ions have a tendency to substitute 
Li+ sites during synthesis and delithiation, blocking the Li diffusion pathways [200]. LNO is also even more thermally 
unstable than LCO because Ni+3 is more readily reduced than Co+3[201]. Partial substitution of Ni with Co was found to be 
an effective way to reduce cationic disorder [202]. Insufficient thermal stability at high state-of-charge (SOC) can be 
improved via Mg doping [203], and adding a small amount of Al can improve both thermal stability and electrochemical 
performance [204]. As a result, the LiNi0.8Co0.15Al0.05O2 (NCA) cathode has found relatively widespread commercial use, for 
example, in Panasonic batteries for Tesla EVs. NCA has high usable discharge capacity (200 mAh g-1) and long storage 
calendar life compared to conventional Co-based oxide cathode. However, it was reported that capacity fade may be severe 
at elevated temperature (40–708ͦC) due to solid electrolyte interface (SEI) growth and micro-crack growth at grain 
boundaries [205,206]. LiMnO2 (LMO) can also be promising because Mn is much cheaper and less toxic compare to Co or 
Ni. Anhydrous and stoichiometric layered LMO was prepared almost two decades ago [207], improving on a previous 
aqueous methods which induced impurities, different stoichiometries, poor crystallinity, and undesirable structure change 
during cycling [208]. However, the cycling performance of LMO was still not satisfactory (i) because the layered structure 
has a tendency to change into spinel structure during Li ion extraction [208] and (ii) because Mn leaches out of LMO 
during cycling [209]. Mn dissolution occurs when Mn+3 ions undergo a disproportionation reaction to form Mn+2 and Mn+4, 
and this process is observed for all cathodes containing Mn. Mn+2 is thought to be soluble in the electrolyte, and destabilize 
the anode SEI. Indeed, Mn concentration in the electrolyte and anode SEI has been observed to increase with aging for Mn 
containing cathodes [210–213]. Also, the anode impedance is seen to increase with Mn dissolution on carbon anodes 
[212], but not LTO [214] (which has a negligible SEI). Stabilization of LMO via cationic doping was conducted both 
experimentally and theoretically [215,216], but even so, the poor cycle stability of LMO (especially at elevated 
temperatures) has hindered widespread commercialization. Continuous research efforts on developing cathode material 
less expensive than LCO resulted in the formulation of the Li (Ni0.5Mn0.5)O2 (NMO) cathode. NMO could be an attractive 
material because it can maintain similar energy density to LCO, while reducing cost by using lower cost transition metals. 
The presence of Ni allows higher Li extraction capacity to be achieved. However, cation mixing can cause low Li diffusivity 
and may result in unappealing rate capability [217]. Recent abinitio computational modeling predicted that low valence 
transition metal cations (Ni+2) provides high-rate pathways and low strain, which are the crucial factors to achieve high 
rate capability in layered cathodes. NMO recently synthesized by ion exchange method showed a very low concentration of 
defects in NMO and capacity as high as 180 mAh g-1even at a very high rate of 6C [218]. Adding Co into Li (Ni0.5Mn0.5)O2 
was found to be effective way to enhance the structure stability further [219]. LiNixCoyMnzO2 (NCM, aka NMC) has similar 
or higher achievable specific capacity than LCO and similar operating voltage while having lower cost since the Co content 
is reduced. LiNi0.33Co0.33Mn0.33O2 is the common form of NMC and is widely used in the battery market. Some of the recent 
efforts, such as formation of macroporous NMC, showed reversible specific capacity as high as 234 mAh g-1and good cycle 
stability even at 508 ͦC [220]. Li2MnO3 stabilized LiMO2 (where M = Mn, Ni, Co) can also achieve high capacity (>200 mAh g-

1) under high voltage operation (4.5–3.0 V) [221]. Li2MnO3 is activated at >4.5 V, releasing Li2O [222] on the initial cycle 
which provides extra Li+. The remaining Li2MnO3 can also facilitate Li diffusion and also act as a Li reservoir. This material 
group is called a lithium-rich layered oxide compound due to its extra Li ion compared to the common layered structure. 
More recently, novel cathode material with average composition of LiNi0.68Co0.18Mn0.18O2, in which each particle consists of 
bulk material surrounded by a concentration-gradient outer layer was reported [223]. The bulk material is a nickel-rich 
layered oxide (LiNi0.8Co0.1Mn0.1O2) for higher energy/power density (higher Ni content allows for higher Li extraction 
without structure deterioration), while the outer layer is Mn and Co substituted NMC(LiNi0.46Co0.23Mn0.31O2) for better 
cycle life and safety. It is proposed that the stability of this material could originate from stable Mn+4 in the surface layer, 
hence the gas evolution due to reaction between Ni ion and electrolyte is delayed. Spinel Li2Mn2O4 (also LMO) [224] 
benefits from the abundance, cost, and environmental friendliness of Mn. Li occupies tetrahedral 8a sites and Mn is located 
in octahedral 16d sites in a ccp array of oxygen anions (Figure13b). Li+ can diffuse through vacant tetrahedral and 
octahedral interstitial sites in the three-dimensional structure. The insufficient long-term cyclability is believed to 
originate from irreversible side reactions with electrolyte, oxygen loss from the delithiated LiMn2O4, Mn dissolution, and 
formation of tetragonal Li2Mn2O4 at the surface especially at the fast c-rates [225,226]. By using nanoparticles, the rate 
performance can be greatly improved due to shorter Li+diffusion lengths and improved electronic transport. Many 
different groups have synthesized LMO nanowires and mesoporous LMO, which show promising results [227–231]. 
Although decreased diffusion lengths also exacerbates the dissolution problem, it can be repressed with a surface coating 
of ZnO [232], Mn-rich layered structure [233], metal doping [234], oxygen stoichiometry [235], blending with different 
cathode materials [236], and forming a stable cathode SEI layer [237,238]. Recently, a novel ordered mesoporous lithium 
rich Li1.12Mn1.88O4 spinel was demonstrated to improved electrochemical performance compare to bulk spinel [239]. 
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4.3.2. Polyanion Compounds 
In exploring new cathode materials, researchers have developed a new class of compounds called polyanions. 

Large (XO4)3_ (X = S, P, Si, As, Mo, W) polyanions occupy lattice positions and increase cathode redox potential while also 
stabilizing its structure [246]. LiFePO4 (LFP) is the representative material for the olivine structure, known for its thermal 
stability and high power capability. In LFP, Li
slightly distorted hexagonal close-packed (HCP) oxygen array (
include its relatively low average potential (
research over the last decade resulted in significant improvements in both performance and mechanistic understanding of 
LFP. Reduction in particle size in combinatio
effective in increasing the rate performance. It is noteworthy that good electrochemical performance can also be achieved 
without carbon coating if particles are uniformly nano
[249]. Virus-templated amorphous anhydrous FP/ CNT composite, for example, demonstrated promising results 
was reported that the facile redox reaction in non
diffusion path through the [0 1 0] direction [251]
and their low average potential limit the energy density of LFP cells. Recently, a novel non
reported and showed fundamentally different electrochemical behavior from that of olivine LFP 
structures include LiMnPO4 (LMP) which offers ~0.4 V higher average voltage compared to olivine LFP (
to higher specific energy, but at the expense of lower conductivity 
Co0.33PO4 (LCP, NCP, MFCP) have also been developed and shown promising results, but further improvements in power, 
stability and energy density are required [254
(4.0 V) and good capacity (197 mAh/g) [257]
at a high rate of 5 C in spite of the low electronic conductivity of LVP (similar with LFP). LiFeSO
interesting cathode material because of its high cell voltage and reasonable specific capacity (151 mAh g
Fortunately LiFeSO4F has better ionic/electronic conductivity hence it does not desperately need carbon coating and/or 
nanoparticles. LiFeSO4F can also be economical since it can be
two slightly distorted Fe2+O4F2 oxyfluoride octahedra connected by F vertices in the trans position, forming chains along 
the c-axis, and the Li+are located along the (1 0 0), (0 1 0), and (1 0 1) 
materials were evaluated via simulation and reported that the fluorosulfate and fluorophosphate families of
the most promising and the oxysulfate family is the 
channels were suggested to exhibit low activation energies, allowing charge and discharge of Fe (SO
very high rates, comparable to those observed in small olivine Fe (PO
PO4F, cycles well, and has high voltage and capacity 
Interestingly, Li+ can be intercalated at ~1.8 V hence this material is able to be used in both anode (
1) and cathode (Li1_xVPO4 where x = 0–1). For further detailed information on synthesis method, chemical properties and 
mechanism, much more specialized reviews are available elsewhere 
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4.3.3. Conversion Cathode Materials 
Conversion electrodes undergo a solid

change in the crystalline structure, accompanied by the breaking and recombining chemical bonds. The full reversible 
electrochemical reaction for conversion electrode materials is generally as follows:

Type A M Xz + y LiM + z Li(y/z)X                

Type B y Li + X LiyX                                 

For cathodes, the Type A category (Eq. (1)) includes metal halides comprising high (2 or more) valence metal ions 
to give higher theoretical capacities. Figure 14a [263]
having the higher mobility, diffuse out of the FeF
results in metal nanoparticles scattered in a ‘sea’ of the LiF (Li 
less observed for all Type A active materials, although an intermediate
and I follow the Type B reaction (Eq. (2)). Of these elements, S has been studied the most because of its high theore
specific capacity (1675 mAh g-1), low cost, and abundance in the Earth’s crust. Oxygen is also a Type B cathode in lithium 
air batteries, but poses fundamentally different technological hurdles because it is a gas. Attempts to use ambient air 
further complicate the issue at a systems level. Lithium air batteries are therefore not covered in this review. 
shows the intermediate steps for the full S conversion reaction, which involves intermediate polysulfides soluble in 
organic electrolytes. Figure 5c shows the typical discharge curves of conversion cathodes. BiF
promising discharge profiles with high voltage plateaus. In comparison, Li
and long voltage plateaus, indicating good kinetics of the reaction between two solid phases.
 

Figure15: Transformations Accompanying Selected Conversion

 Lithiation Reaction front through a

Nature Publishing Group); (B) 

Particle and [270] and (C) Typical Discharge Profiles of Conversion Cathodes [265,266,268,271

 
4.3.4. Fluorine and Chlorine Compounds  

Metal fluorides (MF) and chlorides (MCl) have recently been actively pursued due to intermediate operation 
voltages and high theoretical specific and volumetric capacities. However, MF and MCl generally suffer from poor 
conductivity, large voltage hysteresis, volume expan
(Table 3). Most MF, including FeF3 and FeF2, are notorious for their poor electronic conductivity because of the large band 
gap induced by the highly ionic character of the metal
ionic conduction [275,276]. Chlorides also suffer from poor
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(Table 3) [277]. Additionally, Type A conversion materials form metal nanoparticles at their fully lithiated state. BiF3 and 
FeF2 have been reported to catalyze the decomposition of cyclic carbonates at relatively high voltages, reducing cycle life 
[248,278]. On the other hand, Cu nanoparticles can be electrochemically converted to Cu+1, which then dissolves into the 
electrolyte [279]. Even if such unwanted side reactions do not occur, metal nanoparticles may coalesce over the course of 
many cycles, exacerbating the voltage hysteresis [280]. Many ionic compounds are soluble in polar solvents, and this is 
true for some fluorides as well [281]. Metal chlorides (including LiCl) are even more susceptible to dissolution in various 
solvents, including those that are used in Li battery electrolytes [282]. Meanwhile, the volume expansions of MF and MCl, 
as calculated by using room temperature densities of compounds before and after lithiation [283], are somewhat 
moderate (Table 3). The most widely studied MF and MCl materials exhibit volume expansions of 2–25%.In order to 
overcome their low conductivities, synthesis of nanoparticles of conversion materials is essential to shortening the 
pathway for the electrons and ions. For MF and MCl, active materials are often dispersed onto or wrapped in some 
conductive matrix materials to prepare composites with improved conductivity, such as FeF3/CNT[284], 
FeF3/grapheme[285,286], AgCl/acetylene black[272] and BiF3/MoS2/CNT [279]. Electrolyte modifications are also 
important [248] to minimize unfavorable reactions between the electrolyte and active material during various stages of 
charge and discharge. 

 

Materials Electronic 

Conductivity (S M-1) 

Theoretical 

Potential (V) 

Volume 

Expansion 

Fraction (%) 

Voltage 

Hysteresis V 

(Vs. Li) 

Qualitative 

Solubility in Organic 

Electrolytes 

FeF2 insulator 2.66 16.7 0.7-1 - 

Fef3 insulator 2.74 25.6 0.8-1.6 - 

CoF2 Poor 2.85 21 0.8-1.2 Soluble 

CuF2 Insulator 3.55 11.6 0.8 - 

NiF2 Poor 2.96 28.3 0.8-2 - 

BiF2 Poor 3.18 1.76 0.5-0.7 - 

FeCl3 Poor 2.83 22.6 - Soluble 

FeCl2 Poor 2.41 19.9 - Soluble 

CoCl2 Poor 2.59 23 1 Soluble 

NiCl2 Poor 2.64 30.3 - Soluble 

CuCl2 Poor 3.07 21.1 1.2 Soluble 

AgCl Poor 2.85 19.4 0.25 insoluble 

LiCl Poor - - - Soluble 

S Insulator 5×10-30 2.38 79 0.12-0.40 Soluble Intermediates 

Li2Se Insulator 2.38 - 0.12-0.4 Soluble Intermediates 

Se Semiconductor 2.28 82.5 0.2-2 Soluble Intermediates 

Li2Se Poor 2.28 - - Soluble Intermediates 

Te Semiconductor 1.96 104.7 0.3 - 

I Poor 3.01 49.3 0.2 Soluble 

Lil Poor 3.01 - - Soluble 

Table 3: Challenges Including Conductivity, Volume Expansion, Voltage Hysteresis and  

Cathode Dissolution of Conversion Cathodes [257-311] 

 

4.3.5. Sulfur and Lithium Sulfide 
Sulfur has an extremely high theoretical capacity at 1675 mAh g-1, while also being low cost and abundant in the 

Earth’s crust. However, S based cathodes suffer from low potential vs. Li/Li+, low electrical conductivity, dissolution of 
intermediate reaction products (polysulfides) in electrolyte, and (in the case of pure S) very low vaporization temperature, 
which induces S loss while drying the electrodes under vacuum. Sulfur also suffers from _80% volume change [287], which 
may destroy the electrical contact in standard carbon composite electrodes [288]. To mitigate the effects of both 
dissolution and volume expansion, S can be encapsulated in a hollow structure with excess internal void space. Polyvinyl 
pyrrolidone polymer [289], carbon [290], and TiO2[291] capsules have been impregnated with sulfur by using infiltration 
and chemical precipitation. When tested in half cells in thin electrode configurations, these composites show cycle life 
sometimes approaching 1000 cycles. To avoid the negative effects of expansion, prevent S evaporation during drying, and 
form full cells with Li free (and thus safer) anodes, electrodes have also been fabricated in the form of Li2S [292–299]. Li2S 
is not easily infiltrated into a host as with S because it has a much higher melting point. However, the high solubility of Li2S 
in various environmentally friendly solvents (such as ethanol) can be utilized to form various Li2S based nanocomposites 
such as, for example, Li2S nanoparticles embedded within a conductive carbon. Because the fully lithiated Li2S does not 
expand any further, no void spaces are necessary. In fact, carbon-coated Li2S showed no change in morphology after 400 
charge/discharge cycles. Electrolyte modification is a popular method for mitigating polysulfide dissolution (Figure4f). 
LiNO3[300] and P2S5[301] additives were used to form good SEI on the surface of Li metal to prevent the reduction and 
consequent precipitation of polysulfides. Lithium polysulfides can also be added to temporarily decrease cathode 
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dissolution [302]. Multiple papers also utilized higher molarity electrolytes, which also greatly reduces polysulfide 
solubility [303,304]. Finally, solid state electrolytes can also prevent polysulfide dissolution, and at the same time, enhance 
cell safety by avoiding Li dendrite short circuiting [305–307]. 
 
4.3.6. Selenium and Tellurium 

Recently, Se and Te have attracted attention due to their higher electronic conductivities than S and high 
theoretical volumetric capacities of 1630 mAh cm-3and 1280 mAh cm-3, respectively, in the fully lithiated state. Due to the 
higher electronic conductivity, Se and Te often show higher utilization of active materials and higher rate capability than S. 
Similar to S, the Se-based cathodes suffer from the dissolution of high-order polyselenides [308], resulting in fast capacity 
loss, poor cycle performance and low coulombic efficiency. So far, the dissolution of polytelluride has not been reported. 
As seen in Table 3, elemental Se and Te also suffer from large volume change. Fortunately, Se and Te are also similar to S in 
that they have low melting points. Both materials have been infiltrated into various porous carbon hosts [308, 309], and 
dispersed or wrapped in conductive matrices [310] to improve their performance. However, Te is far too expensive for 
practical use. Moreover, Se and Te are of similar abundance as Ag and Au (Figure 1), and are very unlikely to be used in 
mass production. 
 
4.3.7. Iodine 

The lithium-iodine primary battery uses LiI as a solid electrolyte (10-9 S cm-1), resulting in low self-discharge rate 
and high energy density, and is an important power source for implantable cardiac pacemaker applications. The cathodic I 
is first reduced into the triiodide ion (I3-) and then into the iodide ion (I-) during discharge [311]. For use in most other 
applications, this chemistry is problematic, however, because of its low power capability. Further-more, in standard 
organic electrolytes, iodine, triodide, and lithium iodide are all soluble [311]. Due to the high solubility of LiI in organic 
solvents, iodine ions have been considered for use in lithium-flow batteries instead. Recently, active iodine was infiltrated 
into the pores of porous carbon due to low melting point of I (1138˚C). The as-produced iodine–conductive carbon black 
composite showed a high discharge voltage plateau, good cycle performance, and high rate capability, which is attributed 
to the enhanced electronic conductivity and suppressed active material dissolution [311]. 
 

5. Conclusion 

The Li-ion sulfur battery has clear fundamental advantages and decades of research which have developed it into 
the high energy density, high cycle life, high efficiency battery that it is today. Yet research continues on new electrode 
materials to push the boundaries of cost, energy density, power density, cycle life, and safety. Various promising anode and 
cathode materials exist, but many suffer from limited electrical conductivity, slow Li transport, dissolution or other 
unfavorable interactions with electrolyte, low thermal stability, high volume expansion, and mechanical 
brittleness.Various methods have been pursued to overcome these challenges, as summarized in Fig. 4. Many intercalation 
cathodes have been brought to market, and conversion material technology is slowly coming closer to a widespread 
commercialization. The last couple of decades have been an exciting time for research in the field of Li-ionsulfur battery 
electrode materials;especially over the last few years, but more improvements are still needed at the positive electrode. 
The containment of polysulfides is critical to increase cycle life and minimize capacity fading. Achieving full, reversible 
reduction of Li2S2 to Li2S, which accounts for half of the theoretical capacity, is vital to improving energy density. 
Fundamental studies are necessary to understand and control this process better. As new materials and strategies are 
found, Li-ion sulfur batteries will no doubt have an ever greater impact on our lives in the years to come. 
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