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Abstract 

This thesis describes efforts to develop a new class of battery electrode matrices based on 

conducting polymers. In the introduction section, a summary of Li-ion battery architecture is 

briefly provided. Following that, some technical challenges for commercializing high-energy-

density Li-ion batteries are highlighted to emphasize the necessity of designing better battery 

electrode architectures, where electrode matrices play a key role. Electrode matrices are typically 

composed of adhesive binders and conductive additives. Despite being used at a small quantity in 

battery electrodes (less than 20 wt%), electrode matrices act as both mechanical and electrical 

connection frameworks for functional Li-ion batteries. The inherent issues associated with the 

conventional electrode matrix, polyvinylidene fluoride/carbon black (PVDF/C), are then briefly 

described to signify the necessity of developing alternative electrode matrices. Subsequently, 

research objectives and methodologies are stated to draw a roadmap towards the development of 

new conducting polymer-based electrode matrices. The second chapter is a comprehensive 

literature review, reviewing how conducting polymers are integrated into different types of 

rechargeable batteries in the forms of binders and electrode matrices. The review chapter also 

reveals several research gaps in designing and understanding electrode binders/matrices derived 

from conducting polymers. The third chapter demonstrates an initial effort in developing 

inexpensive, self-conductive, water-processable conducting polymer-based electrode matrices 

from pyrrole and carboxymethyl cellulose. By performing in situ chemical polymerization of 

pyrrole in an aqueous solution of sodium carboxymethyl cellulose, composites of polypyrrole and 

carboxymethyl cellulose (PPy:CMC) are synthesized and then characterized. The study has proven 

that PPy:CMC composites are functional electrode matrices in terms of electrical conductivity and 

adhesion/cohesion efficiency. Without adding additional binders and conductive additives, 

LiCoO2/PPy:CMC cathodes perform as good as LiCoO2/PVDF/C reference cathodes. Chapter 4 

demonstrates the application of PPy:CMC composites as electrode matrices for LiNi1/3-

Mn1/3Co1/3O2, which is an industry-relevant cathode material. Chapter 5 is dedicated to 

investigating the degradation of LiCoO2/PPy:CMC cathodes by means of electrochemical and 

post-mortem analyses. Several hypotheses on the degradation mechanism of LiCoO2/PPy:CMC 

cathodes are drawn and investigated. The last Chapter summarizes research outcomes and suggests 

potential research directions to expand the understanding and application of conducting polymer-

based electrode matrices in Li-ion batteries and beyond.  
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Chapter 1. Introduction 

I. Research Backgrounds 

1) Fundamentals of Li-ion batteries  

Since their initial commercialization in 1991, lithium-ion (Li-ion) batteries have been 

innovated to accommodate more energy per volume/weight unit, last longer, and charge faster. 

The production cost of Li-ion batteries has also been reduced significantly from the 90s along with 

their wider applications. In the next 10 years, the market of Li-ion batteries is expected to triple 

[1] (Figure 1. 1). The primary driving force for Li-ion battery technology advancement originates 

from the high demand for electric vehicles. To accelerate electric vehicle adoption, the U.S. 

Department of Energy (DOE) has placed ambitious targets for future Li-ion batteries that should 

be mass-produced at $80/kWh. The Li-ion battery packages should be able to power 300-mile 

range electric vehicles with a charging time of less than 15 minutes[2]. These goals have motivated 

multidisciplinary research focusing on battery material design, cell fabrication innovation, battery 

diagnosis & characterization tools, battery-package management system, and end-of-life 

recycling.  

 

Figure 1.1. Li-ion battery market projection by 2030[1]. 

In general, Li-ion batteries belong to a broad class of energy storage devices that exploit 

the reversible movement of lithium ions between two electrodes to store and release electrical 

energy in the form of electrochemical energy. Even though Li-ion batteries can be constructed  in 
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different geometries such as pouch cells, prismatic cells, cylindrical cells, and coin cells, their 

internal structure is identical with several main components including anode, cathode, electrolyte, 

separator, current collector, and casing (Figure 1.2).  

 

Figure 1.2. Schematic diagrams of (a) cylindrical cell, (b) coin cell, (c) pouch cell. 
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Each component plays a crucial role in the operation of Li-ion batteries. Cathode and anode 

are constructed from a mixture of electrode matrices and active materials. A conductive and 

adhesive electrode matrix not only creates good connections between active materials, ensuring 

electrode integrity during battery operation[3,4], but it also glues electrode materials to current 

collectors for facile battery fabrication. Cathode and anode active materials can be any materials 

that allow reversible Li-ion insertion and extraction without permanent structural destruction. 

During the charging process, a direct current (DC) is directed to flow from cathode to anode. To 

ensure charge balance, lithium ions are automatically extracted from cathode active materials to 

move towards the anode. Lithium ions are moving through a non-conductive and ion-permeable 

separator via lithium electrolytes. At the anode, lithium ions are inserted into the host anode active 

material structure. During the discharge process, the movement of electrons and lithium ions is in 

reverse order. Battery casings prevent internal components from air and moisture exposures, which 

might lead to thermal runaway and battery failure.  

Among the aforementioned battery components, battery electrodes including anode and 

cathode are considered the most important parts, where Li-ion insertion/extraction takes place. 

Any improvements in electrode performance would significantly impact the overall performance 

of Li-ion batteries. Battery electrode development involves both active material and electrode 

matrix designs. Despite being inactive in Li-ion battery cells, a small quantity of electrode matrix 

is indispensable for ensuring mechanical integrity and electrical conductivity of battery electrodes. 

High-performance battery electrodes require good active materials to be embedded into a robust, 

highly efficient electrode matrix. In commercial Li-ion batteries, polyvinylidene fluoride/carbon 

(PVDF/C) mixture is considered the standard electrode matrix for Li-ion batteries due to their 

excellent film-forming ability. Their inherent drawbacks in terms of performance, cost, and 

toxicity motivate this study to design a better electrode matrix for Li-ion batteries.    

A brief overview of each battery component is discussed in the following sections:  

a) Cathode active materials  

Lithium cobalt oxide (LiCoO2) is considered the most well-known cathode active material 

in commercial Li-ion batteries. LiCoO2 belongs to a class of layer transition metal oxides (LiMO2, 

M=Co, Ni, Mn, Al, …). The most stable crystal structure of LiCoO2 is O3-type[5,6], where lithium 

and cobalt ions occupy alternating layers at octahedral sites of the cubic closed-packed lattice of 
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oxygen stacked in ABCABC order (Figure 1.3). Their compact structure allows dense energy 

storage. Moreover, their layer structure enables fast lithium transport[7].  

 

Figure 1.3. LiCoO2 crystal structure.  

Drawn by VESTA based on published lattice parameters[5]. 

Despite having a theoretical capacity of 274 mAh.g-1 for a complete delithiation, LiCoO2 

is only able to de-lithiate to LixCoO2 (0.5≤ x ≤1). Overcharging causes extreme anisotropic 

structure distortion[8]. As a result, the realistic theoretical capacity of LiCoO2 is only around 160 

mAh.g-1. Unfortunately, the depletion of cobalt mines, as well as their uneven geographic 

distribution, has threatened the sustainability of LiCoO2-based battery production[9]. As a result, 

using cobalt-less cathode materials has become a research trend. The two most promising types of 

cathode active materials are LiNixMnyCo1-x-yO2 (NMC), and LiNixCoyAl1-x-yO2 (NCA), which 

have been used by major battery manufacturers such as LG Chem (South Korea), Panasonic 

(Japan), BYD (China)[1]. These layered lithium transition metal oxides deliver high energy 

density, making them a great candidate for powering electric vehicles. Many works have been 

done to address their structural instabilities by surface coating[10–14], core-shell gradient structure 

formation[15–18], single-crystal synthesis[19–24], and electrolyte additive development[25–27].   

Apart from layered lithium transition metal oxides, which are renowned for the possibility 

of delivering high energy density, lithium iron phosphate LiFePO4 (LFP) is well-known for its 

highly stable olivine structure[28,29]. LFP cathode can cycle up to 10000 cycles with minimal 
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performance degradation[29]. The practical specific capacity of LFP is around ~170 mAh.g-1, 

which is comparable to that of LiCoO2. However, LFP exhibits low bulk density resulting in low 

volumetric capacity for portable devices[30]. Moreover, their narrow operating voltage window 

causes limited energy density, making them a better candidate for grid-scale energy storage 

applications where battery stability is the top priority. The main technical challenge for 

commercializing LFP cathode is their low ionic and electrical conductivity, which has been 

addressed by carbon coating[28,31–33]. 

In the current state of the art, boosting cathode performance is considered the most 

challenging task to enable high-energy-density Li-ion batteries[34,35]. The high cost and low 

energy density of cathode compared to that of anode have put cathode design at the forefront of 

battery research. Usually, the abovementioned cathode active materials are embedded in electrode 

matrices. Even though electrode matrices only account for a small weight/volume fraction in 

cathode composition and do not contribute to battery capacity, efficient electrode matrices are 

needed for high-performance cathodes, which is the main subject of this thesis.  

b) Anode active materials  

Graphite has long been used as an anode active material in commercial Li-ion batteries. 

Graphite contains multiple planar carbon layers arranged in either hexagonal or rhombohedral 

array. During the charging process, lithium ions intercalate into graphite layer structure, forming 

LiCx (0≤x≤6)[36]. The maximum theoretical specific capacity of graphite negative electrode is 

370 mAh.g-1. In the last decade, several types of anode active materials have been developed that 

could deliver much higher theoretical specific capacity such as Si (~4200 mAh.g-1)[37], 

SiO(~1000 mAh.g-1)[38,39], and Sn (~850 mAh/g-1)[40,41]. As a result of lithium alloy formation, 

the volume of these host anode materials expands abruptly. For example, Si anode expands 300 

times upon lithiation[42]. If the volume expansion is not well accommodated, particle cracking 

and pulverization will occur upon delithiation, thus, causing rapid capacity fade[43]. Numerous 

strategies have been deployed to alleviate this issue by utilizing nanomaterials[44,45], flexible 

electrode matrix[4,46,47], 3D electrode scaffold[48,49]. Among the above strategies, designing 

efficient electrode matrices seems to be a rational approach from the technical point of view. A 

good electrode matrix must accommodate volume changes effectively to ensure electrode 

integrity.  
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c) Electrolytes  

Electrolytes are responsible for transferring lithium ions back and forth between battery 

electrodes. An ideal electrolyte for Li-ion batteries should possess some key features such as wide 

working potential window, high ionic conductivity, low viscosity, excellent chemical/thermal 

stability, low toxicity, low cost, and non-flammability[50–52]. However, no commercial 

electrolyte currently simultaneously meets all these targets. Most commercial Li-ion batteries use 

non-aqueous liquid electrolytes, which typically contain a lithium salt dissolved in alkyl carbonate 

organic solvents. For example, 1 M LiFP6 in dimethyl carbonate:ethylene carbonate (DMC:EC) 

electrolyte has gained industrial acceptance due to its high ionic conductivity. Usually, some 

electrolyte additives are added to improve electrolyte stability, improve life cycle, scavenge 

oxygen and moisture formed in battery cells[53]. However, these non-aqueous liquid electrolytes 

are flammable due to the presence of organic carbonate solvents, posing a threat of explosion and 

fire[54]. Other types of liquid electrolytes being studied include ionic liquid electrolytes[55] and 

gel polymer electrolytes[56,57] however these have failed to gain a large market adoption for a 

number of reasons. Besides their high cost, ionic liquid electrolytes have high viscosity lowering 

their ionic mobility[58], which makes them unfit especially for making fast-charging Li-ion 

batteries. While polymer electrolytes suffer from their poor mechanical properties[58].   

Non-flammable solid-state electrolytes have emerged as key materials for the next 

generation of all-solid-state Li-ion batteries (ASSLB)[59]. The absence of organic solvent and 

high thermal stability of solid electrolytes eliminates the risk of thermal runaway. Besides that, 

ASSLB might surpass conventional liquid-electrolyte Li-ion batteries in terms of gravimetric and 

volumetric capacities. For example, separator and electrolyte contribute approximately 15 wt% to 

conventional liquid-electrolyte Li-ion battery cells[60]. Using solid-state electrolytes would 

reduce the weight of battery cells, thus enhance battery energy density. More importantly, ASSLB 

enables bipolar stacked cell design that would make more compact battery cells than conventional 

stacked liquid electrolyte Li-ion batteries (Figure 1.4). The dead space between electrodes was 

reduced, thus giving more space for adding extra battery units. New classes of solid electrolytes 

such as Li6PS5X (X = Cl, Br, I) argyrodites[61–64] and lithium stuffed garnet-type 

electrolytes[65,66] (Ex: Li7La3Zr2O12) are reported to show excellent ionic conductivities that are 

comparable to that of the conventional liquid electrolytes. The commercial application of ASSLB, 
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however, is limited due to the high production cost, brittleness[66], and interfacial instabilities[67] 

of solid electrolytes.  

 

Figure 1.4. (a) Conventional stacked battery cell with liquid electrolytes, and (b) bipolar 

stacked battery cell with solid electrolytes. Reproduced with permission from reference[68].  

d) Separators  

For Li-ion battery cells that employ liquid electrolytes[52], a separator is a crucial 

component placed between anode and cathode as a physical barrier to avoid direct contact between 

electrodes. Besides, separators must be made of non-conductive materials to prevent an electric 

current from passing between anode and cathode, which ends up short-circuiting battery cells and 

induces thermal runaway. However, separators must be porous and possess micron-sized pores 

that allow lithium ions to move back and forth between the two electrodes. 

Typical requirements for ideal battery separators include good mechanical strength, high 

electrochemical/chemical stability, excellent electrolyte wettability, good morphological stability, 

high porosity, and low cost[52]. Because the separator occupies space and adds dead-weight into 

Li-ion battery cells, the separator should be designed to be lightweight and thin without 

compromising performance. For safety reasons, separator pores should be closed in case of the 

thermal runway by melting separator materials. Three common types of separators are 

microporous polymer membranes, non-woven-fabric mats, and inorganic composite membranes, 

whose advantages are discussed in reference[52].    
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e) Current collectors 

Current collectors are often employed as supporting substrates for battery electrode 

materials. By casting electrode materials on current collectors, the thickness and weight of 

electrode materials can be controlled easily. The material selection for electrode current collectors 

is based on corrosion protection and anti-alloying mechanisms. The normal operating potential 

window of anode and cathode is around 0-2.5 V vs Li/Li+, and 2.5-4.5 V vs Li/Li+
, respectively. It 

is worth noting that the oxidation potential of Cu is around 3.3 V vs Li/Li+, meaning that copper 

will be oxidized at cathode potentials[69]. Therefore, copper metal is electrochemically stable for 

usage as the anode current collector only. Aluminum, on the other hand, forms alloys with lithium 

at anode potentials, which makes them unsuitable as the anode current collector. However, a thin 

layer of aluminum oxide deposited on the aluminum surface prevents aluminum from being 

corroded at normal cathode working potentials[69]. Aluminum current collector suffers from 

pitting corrosion at high potentials due to the oxidation of carbonate electrolyte[70]. 

Electrode delamination is one of the reasons for battery failure[71]. Good electrode 

adhesion between active materials and current collectors is critical for successful battery 

fabrication and operation. Therefore, a highly adhesive electrode matrix should be developed, 

especially for high-energy-density batteries where the volume change of active materials disrupts 

electrode integrity and induces electrode delamination. 

2) Fundamentals of Na-ion batteries  

As the risk of lithium shortage continues to threaten the sustainability of Li-ion battery 

production, the abundance of sodium from seawater has motivated the research community to 

invest in Na-ion battery technology. The configuration and operation concept of Na-ion batteries 

are mostly similar to that of Li-ion batteries[72–75]. Instead of using lithium ions as charge 

carriers, Na-ion batteries use sodium ions (Na+) to go back and forth between positive and negative 

electrodes during their operation. As shown in Table 1, It is worth noting that the standard 

electrochemical potential of sodium is less negative than that of lithium[73]. As a result, Na-ion 

batteries generally have smaller battery cell voltages than Li-ion battery counterparts. Because 

energy density is calculated by multiplying cell voltage with specific capacity density, Na-ion 

batteries usually have lower energy density than Li-ion batteries, making them more favorable for 

grid-scale application, where space and weight are not big concerns. 
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Table 1. Physical properties of lithium and sodium[73,76,77]. 

Physical properties Li Na 

Atomic mass (g.mol-3) 6.94 22.99 

Cationic radius (Å) 0.76 1.02 

Standard electrochemical potential (V vs SHE) -3.04 2.71 

Melting point (oC) 180.5 97.7 

Density (g.cm-3) 0.971 0.534 

Theoretical gravimetric capacity (mAh.g-1) 3861 1165 

Theoretically, the material selection and design concepts of Li-ion batteries could be 

applied to Na-ion batteries. Because the standard electrochemical potential of sodium metal is 

higher than that of lithium metal, therefore, anode material selection needs to be done more 

carefully to avoid lithium plating at the anode, which happens when the reduction potential of 

anode materials is smaller than that of sodium[73]. Similar to Li-ion batteries, Na-ion battery host 

active materials are classified into three main types of sodium ion insertion mechanisms including 

intercalation, alloying, and conversion[73,77]. Intercalation materials are the most commonly used 

electrode materials, whose structural integrity is retained upon (de)sodiation[74,75]. Alloying 

electrode materials refer to electrode materials reacting with sodium ions to form alloys[78]. While 

conversion electrode materials will change their crystal phases upon conversion reaction with 

sodium ions[79]. Even though alloying or conversion materials offer much higher specific 

capacity, they suffer from large volume expansion/contraction and structural instability.   

Regarding anode materials, It is well-known that graphite is a common and successful 

anode material for Li-ion batteries[80]. However, sodium ions fail to integrate into graphite to a 

good extent. The common myth is that the large ionic size of sodium ions prevents them to insert 

into the layer structures of graphite. However, the main reason is a weak chemical binding between 

sodium and graphite substrate[81]. The development of Na-ion batteries has been resumed after 

the breakthrough in using hard carbon as Na-ion anode material[82]. Unlike graphite, hard-carbon 

constitutes graphene-like sheets in a matrix of amorphous carbon. Even though their specific 

capacity is approximately 300 mAh.g-1, which is quite closed to that of graphite anode in Li-ion 

batteries (370 mAh.g-1). There is a high risk of sodium plating due to the potential at which 

intercalation occurs is closed to the electrochemical standard potential of sodium, especially at 
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high charging rates. Other promising anode materials for Na-ion batteries include titanium-based 

materials (intercalation mechanism)[83], p-block element-based materials (Sn, P, Sb: alloying 

mechanism)[73], and metal oxides (conversion mechanism)[73,79]. It is worth noting that 

crystallite silicon, which is a promising material for Li-ion battery anode, is electrochemical 

inactive for Na-ion batteries due to their large diffusion barrier[84].   

As for cathode materials, knowledge generated from years of research on Li-ion battery 

cathode materials could be readily transferred to design cathode materials for Na-ion batteries. 

Sodium transition metal oxides and polyanionic compounds are the two most promising families 

of cathode materials for Na-ion batteries[75]. Sodium transition metal oxides (NaxMO2 (M = Co, 

Mn, Fe, Ni, etc.) can be classified according to their structures (layer, tunnel), and the number of 

transition metals (single, multiple)[85]. Despite having low operating potential, they offer 

attractive capacity (~150-200 mAh.g-1). The cycling life of NaxMO2 is limited due to irreversible 

structural changes, especially at high voltage. To solve these problems, cationic substitution is 

considered the most rational material design, where inactive metal ions such as Mg2+, Ti4+, Ca2+ 

replace transition metal ions in their crystal lattice[86–88]. Even though each single-metal 

transition metal oxide have their advantages such as NaCoO2 (good ionic diffusivity), NaFeO2 

(high redox potential), and NaMnO2 (high capacity), most of them suffer from low cycling 

stability. By designing sodium transition metal oxides with multiple transition metals (Mn, Co, Fe, 

Ni, etc),  high electrode performance is expected due to the synergetic combination[75]. 

Polyanionic compounds are considered promising cathode materials for Na-ion batteries due to 

their structural diversity and stability[75]. Many types of polyanionic compounds are being studied 

such as phosphates (NaFePO4, Na3V2(PO4)3), pyrophosphates (Na2MP2O7 (M = Fe, Co, Mn, etc.)), 

fluorophosphate (Na2MPO4F (M = Fe, Co, Mn, etc. )), and sulfates (Na2Fe2(SO4)3). To lower 

electron transfer resistance and electrode polarization,  carbon coating is often required.  

Nanosizing is also a good approach to reduce the diffusion length of sodium ions upon 

charging/discharging[75].  

Similarly, Na-ion battery active electrode materials must be placed in an efficient electrode 

matrix to ensure good electrical and mechanical integrity upon repeated charge/discharge cycling. 

Several review papers have emphasized the importance of using alternative binders or electrode 

matrices for Na-ion battery electrodes[72,89,90]. Applying new electrode matrices on Na-ion 
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battery electrodes is out of the scope of this study. However, due to the similarity between Na-ion 

batteries and Li-ion batteries, it is expected that new electrode matrices designed in this study 

would work for Na-ion batteries as well.    

3) Fundamental of Li-S batteries 

Li-S batteries have been widely considered one of the most promising rechargeable energy 

storage technology in terms of energy density, material cost[91]. Their energy capacity is 

approximately 2-3 times higher than that of Li-ion battery cells. Instead of using transition metal 

oxides as cathode materials, Li-S batteries employ sulfur metal as an inexpensive cathode material. 

On the anode side, lithium metal is used.  

Many studies have been carried out to study the operating mechanism of Li-S batteries, 

however, concrete and comprehensive understanding of chemical reactions happening in Li-S 

batteries is not available. Generally, during the discharging process, lithium metal anode is 

oxidized and dissolved into the electrolyte. As lithium ions migrate to the cathode, sulfur is reduced 

to form Li2Sx (2≤x≤8) polysulfide species. As the discharging process going, the length of 

polysulfides becomes smaller. The discharging process ends when all lithium metal is stripped 

from the anode or sulfur is completely converted into Li2S. Upon the charging process, the process 

direction reverses[91].   

The commercialization of Li-S batteries is hindered for a number of reasons. First of all, 

the low electrical conductivity of sulfur and Li2S discharged products requires a high amount of 

carbon additives to form a conductive Carbon-Sulfur (C-S) composite cathode[92]. Such a high 

volume and weight of carbon additives in cathode composition (~30 wt%) lower the volumetric 

and gravimetric capacity of Li-S batteries, which is against the objective of Li-S research. Using a 

highly conductive electrode matrix based on conducting polymers becomes a rational strategy to 

address the above issue[93–97].  Moreover, the poor interaction of PVDF/C electrode matrix with 

sulfur and Li2S results in the shuttle effects, which is the migration of the intermediate redox 

products Li2Sx (6<x≤8) to lithium metal anode during the discharge process. The shuttle effect is 

responsible for the shortage of sulfur for operation, reducing battery coulombic efficiency[98,99]. 

This phenomenon can be addressed by using efficient electrode matrices as reported in the 

literature[93,100–104].  
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4) Conducting polymers (CPs) 

The discovery of electrical conductivity in polyacetylene in 1977 has brought a Nobel Prize 

in Chemistry 2000 to three renowned scientists including Hideki Shirakawa, Alan MacDiarmid, 

and Alan Heeger[105]. Since then, tremendous studies have been carried out both on fundamental 

and application aspects. Conducting polymers (CPs) are conjugated polymers, whose chemical 

structure contains alternating single (σ) and double (π) bonds. Several common conducting 

polymers have been reported in the literature including polyaniline (PANI), polypyrrole (PPy), 

thiophene(Pth), and poly(3,4-ethylenedioxythiophene) (PEDOT).  

 

Figure 1.5. Chemical structure of conducting polymer monomers.  

CPs are synthesized by polymerizing CPs monomers by chemical oxidative polymerization 

or electrochemical polymerization[106,107]. Figure 1.5 describes the chemical structure of 

common CP monomers. Neutral CPs are non-conductive, in which electrons are immobilized in 

the π-conjugated system. Doping is the process of withdrawing (p-type) or donating (n-type) 

electrons from the backbone of CPs by dopants, yielding charge carriers in the backbone of CPs 

in the forms of polarons (cations and anions) or bipolarons (dications, dianions)[105,108]. These 

charge carriers are usually delocalized over the polymer chain of CPs, allowing electrons to flow. 

Dopants can be small cations/anions (Cl-, RSO3
-, ClO4

-, Na+) or large polyanions/polycations 

(polystyrene sulfonate, carboxymethyl cellulose). It worth noting that n-type doping CPs are 

usually not as stable as p-type doping CPs. Most n-type doping CPs are easily oxidized upon 

exposure to air and converted to p-type doing CPs[109]. The electrical conductivity of conducting 

polymers depends on the doping level, in other words, the concentration of dopants.  
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Figure 1.6. Evolution of the chemical structure of polypyrrole upon doping. 

For example, undoped/neutral PPy is a non-conductive substance. As shown in Figure 1.6, 

conductive PPy exits in a form of p-type doping. During the oxidative polymerization of pyrrole, 

the polymer chain of PPy is oxidized and then doped by anionic dopants presented in the 

polymerization solution. Upon doping, a π-electron from the π-conjugated system of PPy is taken 

away from neutral PPy polymer chain, forming a positive polaron. The benzenoid structure is 

deformed to quinoid. As PPy continues to be oxidized, a second electron is extracted from the PPy 

chain, yielding a positive bipolaron.  

Even though conducting polymers possess good electrical conductivity. Their usage in Li-

ion batteries is very limited. Conductive carbon additives remain key conductive agents. By 

making carbon-additive-free battery electrodes, this study aims to prove that conducting polymers 

can offer sufficient electrical conductivity for battery electrodes.  

II. Research Motivations  

The emergence of high-energy-density active materials has sped up the development of 

high-performance Li-ion battery packages for electric vehicles. As new active materials allow 

much more lithium ions to accommodate in their structure, they are likely to suffer from large 

volume changes and subsequent structural instabilities upon Li-ion insertion and extraction. As a 

result, the battery performance deterioration has become a challenge for using high-energy-density 

electrode active materials.  
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Apart from many strategies for designing robust, stable active material 

themselves[7,110,111], the overall battery performance could be improved by designing a better 

electrode matrix, which provides stronger mechanical and electrical connections between 

individual active material particles. Without a sufficiently conductive electrode matrix, an electric 

current can not move within electrode architecture to induce Li-ion movement during operation. 

Weak mechanical supports from the electrode matrix are unable to accommodate volume changes 

of active materials happening during the Li-ion insertion/extraction, resulting in internal/external 

particle cracking and pulverization[4].   

However, the importance of the electrode matrix in Li-ion batteries has been neglected 

since the introduction of polyvinylidene fluoride/carbon black (PVDF/C) electrode matrix. 

PVDF/C mixtures are well-known for providing good electrode electrical conductivity and 

electrode film formation[112]. Their limitations in terms of interaction with active materials have 

become problematic recently along with the successful development of high energy density active 

materials such as silicon anode and NMC-based cathode materials. Strong interaction/bonding 

with active materials is a prerequisite for accommodating volume changes and addressing 

structural instabilities in these high-energy-density active materials. Figure 1.7 shows several 

battery failure mechanisms related to the usage of high-energy-density electrode active materials 

with PVDF/C electrode matrix. For example, Si-based anode usually experiences particle cracking 

and pulverization as a result of large volume changes during operation (Figure 1.7 (a))[113]. NMC-

based cathode materials often suffer from particle cracking, structural instability, loss of electrical 

contact with carbon additives, and so on (Figure 1.7 (b))[114]. These issues can be alleviated by 

using an effective electrode matrix that could form good physical and chemical interactions with 

active materials. In addition, carbon additives in the PVDF/C mixture tend to agglomerate, leaving 

some portions of battery electrode becomes electrically isolated or non-conductive (Figure 1.7 

(c))[115]. To ensure that all electrode materials can continuously participate in 

charging/discharging processes, a strongly adhesive and conductive electrode matrix should be 

used.  
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Figure 1.7. (a) Pulverization of Si-based anode materials[113], (b) degradation mechanisms of 

cathode materials[114], (c) carbon agglomeration problem of PVDF/C electrode matrix[115]. 

It is also worth noting that the most energy-intensive stages in the conventional electrode 

fabrication process are electrode drying and subsequent NMP solvent recovery, accounting for 

almost 47% of total energy consumed[116]. As the demand for Li-ion battery cells grows rapidly 

to power electric vehicles, the battery fabrication process must be operated in an environmentally 

friendly manner that minimizes energy consumption and pollution risks. The two most common 

solutions are using aqueous binders[117] and implementing solvent-free hot melt extrusion 

method[118]. The aqueous electrode processing seems to be more relevant to the current NMP-

based electrode processing. No significant changes in the production line are demanded to shift 

NMP-based to water-based electrode processing. 

Alternative electrode matrices are needed for the next generation of Li-ion batteries. The 

most common way to design electrode matrices is by combining water-processable binders such 

as carboxymethyl cellulose (CMC), alginate, polyacrylic acid (PAA), and styrene-butadiene 

rubber (SBR) with carbonaceous conductive additives such as carbon black, carbon nanotube, and 

graphene. As described in Chapter 2, there are pieces of evidence that adding conducting polymers 
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as conductive additives to battery electrodes could enhance electrode conductivity, thus improving 

electrode performance. However, most studies still consider carbon conductive additives are 

irreplaceable components in battery electrode composition.  

 

Figure 1.8. Chemical structure of PEDOT:PSS conducting polymer composites. 

This work is inspired by the use of poly(3,4-ethylenedioxythiophene):polystyrene 

sulfonate (PEDOT:PSS) composites as mono-component electrode matrices for Li-ion batteries. 

No additional binders or carbon additives are used to fabricate Si/PEDOT:PSS anode [119], and 

LiCoO2/PEDOT:PSS cathode[120]. These two great examples demonstrated the capability of 

conducting polymers to connect active materials electrically. The chemical structure of 

PEDOT:PSS suggests that conducting polymers need to be oxidized and doped by polyanions to 

form conductive composites (Figure 1.8). However, the production cost of PEDOT:PSS is 

relatively high for wide-scale applications in Li-ion batteries.   

This study mimics the design concept of PEDOT:PSS composites by polymerizing cheaper 

conducting polymer monomers such as aniline, pyrrole, thiophene (Figure 1.9) in the presence of 

common battery aqueous binders that have negatively charged carboxyl groups on their chemical 

structures such as CMC, alginate, PAA (Figure 1.10). It is expected that molecular composites are 

formed when conducting polymer monomers are in-situ polymerized in carboxylate-containing 

polymer matrices. By this unique combination of two components, these conducting polymer-

based (CP-based) composites are expected to be conductive, water-dispersible, and adhesive, 

which are essential features of battery electrode matrices.    
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Figure 1.9. Chemical structures of conducting polymer monomers. 

 

Figure 1.10. Chemical structures of carboxylate-containing polymers.  

III.   Methodologies  

This work aims to develop a new class of alternative electrode matrices for Li-ion batteries. 

In particular, CP-based electrode matrices such as polypyrrole:carboxymethyl cellulose 

(PPy:CMC) composites were synthesized. Following that, the chemical, physical and 

electrochemical properties of CP-based electrode matrices were investigated by several 

microscopic, spectroscopic, and physical methods. Coin-cell prototypes were then used to study 
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the performance of CP-based electrode matrices in real Li-ion battery devices. The following 

sections describe the working principles and conditions for each method used in this work.  

1) Material characterizations  

a) Scanning Electron Microscopy (SEM)  

SEM is a technique of examining the morphology and macrostructure of the sample of 

interest by scanning an electron beam across the sample’s surface. When a focused electron beam 

is scanning across the sample, collisions between incident electrons and electrons at the outer shell 

of atoms result in the ejection of so-called secondary electrons (SE) with relatively low energies 

of 10-50 eV. The SE signals provide the topographic contrast of the sample surface, showing 

sample tomography and topography. Besides that, elastic interactions between incident electrons 

and atom nuclei yield backscattered electrons (BSE) with high energy. The contrast of BSE images 

represents the distribution of high and low atomic number (Z) atoms in the sample, in which atoms 

with high atomic numbers cause stronger scattering than atoms with low atomic numbers. The 

interaction between the incident electron beam and the sample also results in the ejection of 

characteristic X-rays. By using an energy dispersive spectrometer (EDS) or wavelength-dispersive 

spectrometer (WDS), characteristic X-rays can be measured and correlated to sample composition.  

In this study, SEM measurement was used to observe the morphologies of CP composites 

and electrodes. Sample preparation varies depending on the type of material. As for PPy:CMC 

composites, their powders were pressed on pieces of double-side carbon tape attached to sample 

tubs. To avoid sample charging, a thin layer of Au-Pd was sputtered on the sample surface. While 

composite electrodes on Al foil were placed directly onto pieces of double-side carbon tape 

attached to sample tubs before bringing them to the analyzing chamber. No Au-Pd sputtering was 

applied for electrode imaging. All SEM measurement was performed on FEI Nova NanoSEM 450 

at the Manitoba Institute for Materials (MIM).  

b) Transmission Electron Microscopy (TEM)  

The working principles of transmission electron microscopy (TEM) are similar to that of 

traditional transmission light microscopy. The shorter wavelength of electron beam used in TEM 

results in higher image resolution. Firstly, the electron beam generated from a field emission (FE) 

gun was accelerated by applying a high electrical voltage. Electromagnetic lenses were then used 

to focus the electron beam on the thin section of samples. After passing through the sample, the 
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transmitted electron beam is magnified by a series of electromagnetic lenses and then converted 

into images by detectors. The most common image mode is the mass-density contrast image, where 

the deflection of incident electrons represents the mass-density of the sample. The elemental 

mapping mode can be carried out by using an EDX detector to study the distribution of elements 

at a nano level. 

In this study, FE-TEM measurement was used to study the microstructure of the CP 

composites, where the arrangement of composite components affects its characteristics. Samples 

were dispersed in isopropanol and sonicated to yield diluted homogeneous suspensions. 

Suspensions were then dropped on carbon-coated copper grids and dried naturally. TEM/EDX 

measurement was performed on FEI Talos F200X at the accelerating voltages of 80 keV.  

c) X-ray Diffraction (XRD) 

When a monochromatic X-ray beam is directed to a crystalline sample, the X-ray beam is 

diffracted by the parallel crystal planes with identical lattice spacings (d) of the crystalline sample. 

The intensity of the reflected X-rays is recorded during the rotation of the sample (θ angle) and 

detector (2θ angle). At certain diffraction angles (θ), interactions between X-rays and crystal planes 

result in constructive interferences of reflected X-rays and give intensity peaks. The condition for 

constructive interference is described by Bragg’s law: 

𝑛𝜆 = 2𝑑𝑆𝑖𝑛𝜃 

in which n is integer numbers, and λ is an X-ray wavelength. XRD is generally used to identify 

the crystal structure of crystalline samples. By performing search-match analysis on the XRD 

diffractogram of samples with Crystallography Open Database (COD), their crystal structure will 

be identified given compositional elements are known.  

In this study, the powder XRD technique is utilized to confirm the structure of lab-

synthesized NMC111 cathode materials. All samples were ground in an agate mortar and pestle 

before transferring into polymer diffraction plates. XRD measurement was carried out by D4 

Endeavor X-ray diffractometer with Cu Kα sources generated at 40 kV and 40 mA. The scanning 

2θ-range and rate for different materials were mentioned in Chapter 4. Data analysis was done by 

QuaIX coupled with Crystallography Open Database (COD)[121].  
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d) Scanning Transmission X-ray Microscopy (STXM) 

X-ray microscopy is a well-known type of imaging technique that utilizes X-rays to 

penetrate samples, yielding contrast images that represent the difference in X-ray absorption at 

different locations on the sample. Normally, synchrotron-based X-rays are used for X-ray 

microscopy imaging due to their tunable wavelength and intensity. Due to their high energy, X-

rays can penetrate thick samples, which can not be achieved by electron beams in TEM.  

Scanning transmission X-ray microscopy (STXM) is a special type of X-ray microscopy, 

where soft and focused X-ray beam scans through the sample. During the scanning, the energy of 

X-rays is also changed to cover a wide range of photon energies. Once the energy of the incident 

photon matches the excitation energy required for core electrons to jump to unoccupied levels, 

there is a large increase in X-ray absorption intensity, which is recorded as near-edge X-ray 

absorption fine structure (NEXAFS) spectra. It is worth noting that different elements have 

different absorption edges and the shape of NEXAFS spectra carries information of element of 

interest. By measuring the intensity of transmitted X-rays as a function of measuring locations and 

photon energies, the compositional mapping of the sample is obtained. This technique was 

employed to investigate the chemical and structural arrangement of PPy:CMC composites. The 

details on instrument, sample preparation, data collection, and analysis were provided in Chapter 

3.     

e) Near-edge X-ray Absorption Fine Structure (NEXAFS) 

As the X-ray energy increases during STXM measurement, whenever the energy of 

incident X-rays matches the energy required for electron excitation from core orbitals to 

unoccupied orbitals, the electron will absorb X-rays and excite to unoccupied orbitals (Figure 1.11 

(a)). The process results in a strong absorption considered as an absorption edge (Figure 1.11 (c)). 

There are many possible allowed transitions based on the selection rules (Figure 1.11 (b)), which 

leads to many absorption edges in the X-ray absorption spectra. If electrons are excited from the 

K-shell, transitions are considered K-edge absorption. The same naming principle applies for L-

shell and M-shell electrons.  
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Figure 1.11. X-ray Absorption Spectroscopy (XAS) principles.  

There are two regions in X-ray absorption spectra. Near-edge X-ray Absorption Fine 

Structure (NEXAFS) and Extended X-ray Absorption Fine Structure (EXAFS) regions. NEXAFS 

locates in the vicinity of the absorption edge. Besides the main transition peak, other sharp peaks 

are attributed to the scattering of photoelectrons and other transitions. NEXAFS provides 

information that can relate to the chemical structure of molecules.  

f) X-ray Photoelectron Spectroscopy (XPS) 

X-ray photoelectron spectroscopy (XPS) is a powerful surface-sensitive characterization 

technique, where only the top 10 nm of the sample is irradiated by a bright X-ray beam. Figure 

1.12 shows the principle of XPS measurement. Instead of moving into unoccupied orbitals, the 

core electron that is bombarded by X-rays is emitted as element-specific photoelectrons[122–124]. 

By measuring the kinetic energy (KE) of emitted photoelectrons, their binding energy (BE) can be 

calculated by the following equation.  
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𝐾𝐸 = ℎ𝑣 − 𝐵𝐸 

In which, hυ is the incident photon energy. BE and KE are the binding energy and kinetic 

energy of photoelectrons, respectively.  

 

Figure 1.12. X-ray Photoelectron Spectroscopy (XPS). 

Studying the binding energy of photoelectrons allows a better understanding of the 

electronic and chemical structure of elements and their surrounding environment. Given the 

complexity of PPy:CMC composites, XPS measurement enabled the identification of component 

arrangement and PPy doping agent. The details on sample preparation, data collection, and 

treatment were provided in Chapter 3. 

g) Electrical conductivity measurement  

The electrical conductivity of PPy:CMC samples were measured by means of the Four-

point Probe Method on Miller Design FPP-5000 instrument. The tip spacing of the instrument is 

1.59 mm. Typically, PPy:CMC composites were ground into powder by agate mortar and pestle. 

Approximately 100 mg of fine PPy:CMC powders were compressed at 200 MPa using a hydraulic 

press to form ½-inch pellets with an average thickness of 0.6 mm. By applying a direct current 

(DC) between the two outer probes, the potential difference between the two inner probes was 

measured (Figure 1.13). Because of its small thickness, the pellet is considered a thin sheet, whose 

electrical resistivity can be measured by the following equation: 



23 

 

𝜌 =
𝜋𝑡

𝑙𝑛2
(

𝑉

𝐼
) =

𝜋𝑡

𝑙𝑛2
𝑅 

in which t is the pellet thickness, R is the resistance recorded by the instrument[125]. Then, 

the electrical conductivity of PPy:CMC composites are calculated as  𝜎 =
1

𝜌
  (S.cm-1). 

 

Figure 1.13. Schematic diagram of Four-point Probe measurement.  

2) Coin cell fabrication  

a) Working principles  

The working principle of full-cell Li-ion batteries is well-documented in the 

literature[110,126]. In the full-cell battery configuration, the anode is often made of graphite and 

PVDF/C electrode matrix, while the cathode is made of intercalation materials such as LiCoO2, 

NMC111, and PVDF/C electrode matrix. Testing full-cell Li-ion batteries require careful mass-

balancing to avoid lithium plating[127]. The performance of full-cell Li-ion batteries is also 

affected by both anode and cathode preparation. Because this work focuses on testing the 

performance of cathodes constructed from mixtures of active materials and PPy:CMC composites, 

using half-cell battery configuration allows fast, reliable characterizations of electrode matrix 

performance.  Figure 1.14 demonstrates the structure of a half-cell Li-ion battery. Lithium metal 

was used as an anode as well as a reference electrode. PVDF/C mixtures and PPy:CMC composites 

were used as electrode matrices and their performances were compared.     
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Figure 1.14. Schematic diagram of a half-cell Li-ion battery for testing cathode performance.  

Upon charging, a current is applied between positive and negative electrodes so that 

electrons from d-orbital of transition metals are withdrawn from the hosting materials such as 

(LCO), LiMn0.33Ni0.33Co0.33O2 (NMC 111), and LiFePO4 (LFP) to move towards the negative 

terminal via an external circuit. Simultaneously, lithium ions are removed from the layered 

structure of LiCoO2, NMC111, LFP and dissolved into battery electrolyte and further deposited 

on lithium metal. At this stage, Li-ion batteries are storing energy. The transition metals of the 

positive electrode materials such as LiCoO2, NMC111 are partially oxidized. During the 

discharging process, lithium metal is being oxidized, releasing lithium ions into the electrolyte. 

Subsequently, lithium ions are intercalated back into the structure of active cathode materials such 

as LixCoO2. Likewise, electrons are moving from the negative to positive electrodes but through 

the external circuit.  
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b) Coin cell fabrication procedure  

 

Figure 1.15. The procedure of making coin cell Li-ion batteries. 
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Coin cells are the most reliable types of battery cells that allow rapid battery electrode 

evaluation in the initial research stage. The most common types of coin cells are CR2032-type 

coin cells, which means that these coin cells have a diameter of 20 mm and a thickness of 3.2 mm. 

A typical procedure for fabricating CR2030-type coin cells is described in Figure 1.15. Firstly, 

raw materials must be mixed by ball-milling or mechanical stirring in water for PPy:CMC 

electrode matrix or NMP solvent for PVDF/C electrode matrix. The solid content in electrode 

slurries must be controlled to ensure suitable electrode viscosity. The electrode slurries were then 

cast on temper hard aluminum foil by using a doctor blade to control electrode thickness and mass 

loading. The wet electrode films were dried in a vacuum oven for 2 days at 85 oC. The dried 

electrode film was cut into 15 mm in diameter electrode disks. Coin cell fabrication was performed 

in an argon-filled MBRAUN UNIlab glove box with oxygen and moisture levels below 0.1 ppm. 

Figure 1.16 shows the structure of a CR2032 coin cell that was used to test battery performance. 

After aligning electrodes in the center of the coin cell, the electrolyte was injected. Finally, coin 

cells were crimped to prevent electrolyte leakage.  

 

Figure 1.16. Schematic diagram of a CR2032 coin cell.  

3) Battery testing 

The electrochemical performance of coin cells was quantitatively evaluated employing 

galvanostatic cycling, differential capacity analysis, and electrochemical impedance spectroscopy 

(EIS). 
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a) Galvanostatic charge/discharge cycling 

During galvanostatic cycling, a constant current is applied between positive and negative 

terminals, causing the movement of lithium ions between two electrodes. As a result, a potential 

difference between two electrodes, commonly referred to as cell voltage, is changing with time. 

To simplify the naming, electrodes with LiCoO2 or NMC111 active materials are referred to as 

cathodes.   

The galvanostatic charge/discharge measurement was carried out by the Neware battery 

cycler, which controls the applied current density and measures cell voltage. The cell voltage must 

stay within a fixed potential window. Charging a battery cell beyond the potential window or 

discharging a battery cell below the potential window will cause permanent damages to battery 

materials such as irreversible phase transitions of active materials, and oxidation of electrolytes. 

The operating potential window of Li-ion batteries depends on the types of active materials and 

supporting electrolytes. For example, LiCoO2-based cathode can be cycled between 2.8 V and 4.2 

V vs Li/Li+ with the commercial electrolyte of 1 M LiFP6 in EC:DMC (1:1 v:v).  

The applied current density (I) ) is determined by dividing the theoretical specific capacity 

of battery materials (Q) to the testing time for one charging or discharging step (t). 

𝐼 =  
𝑄

𝑡 
=

(𝑚𝐴ℎ. 𝑔−1)

ℎ
= 𝑚𝐴. 𝑔−1 

To standardize testing parameters, most battery manufacturers have used the term “C-rate” 

to describe how fast battery cells are being charged or discharged. C-rate is inversely proportional 

to the length of time that a battery cell is charged or discharged. For example, a battery cell charged 

at a fixed C-rate of 0.1 C means that the battery cell will finish charging or discharging in 

approximately 10 hours.  

𝐶— 𝑟𝑎𝑡𝑒 =  
1

𝑡
 

 𝐼 = 𝑄 × 𝐶— 𝑟𝑎𝑡𝑒 

The data from the galvanostatic charge/discharge cycling can be plotted as voltage versus 

capacity plot or voltage profile in this work. Another way to describe the cycling performance is 

by plotting charge/discharge capacity and coulombic efficiency versus cycle numbers. The 
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coulombic efficiency is the ratio between discharge and charge capacity, which is usually less than 

100%.   

𝐶𝐸 =
𝐷𝑖𝑠𝑐ℎ𝑎𝑟𝑔𝑒 𝐶𝑎𝑝𝑎𝑐𝑖𝑡𝑦

𝐶ℎ𝑎𝑟𝑔𝑒 𝐶𝑎𝑝𝑎𝑐𝑖𝑡𝑦
× 100% 

b) Differential Capacity Analysis (dQ/dV) 

Differential capacity plot (dQ/dV versus V) shows the amount of charge being stored per 

change in cell voltage as a function of cell voltages. By analyzing the differential capacity plot, 

the redox reaction of electrode materials will be easier to study. For example, when electrode active 

material such as LiCoO2 undergoes reversible redox reaction during the phase transitions upon 

charge/discharge process (Ex: LiCoO2 ↔ LixCoO2), there is a sharp increase in charge storage at 

redox potentials in the dQ/dV vs. V plot. Simultaneously, there is a plateau in the voltage profile 

of that electrode. In Chapter 5, differential capacity analysis is used to check whether conducting 

polymers participate in redox processes at battery electrodes during cycling or not.  

c) Electrochemical Impedance Spectroscopy (EIS) 

Impedance is the opposition of electrical circuits upon the application of alternating 

current. By applying an alternating current (AC) potential (E(t)) into a measurement cell, the 

response current (I(t)) is recorded to calculate cell impedance (Z) as the following equation: 

𝑍 =
𝐸𝑡

𝐼𝑡
=

𝐸𝑜 × 𝑠𝑖𝑛(𝜔𝑡)

𝐼𝑜 × 𝑠𝑖𝑛(𝜔𝑡 + 𝜙)
= 𝑍𝑜 ×

𝑠𝑖𝑛(𝜔𝑡)

𝑠𝑖𝑛(𝜔𝑡 + 𝜙)
 

In which ω and ϕ are radical frequency and phase shift, respectively.  Cell impedance (Z) can also 

be presented as a complex number: 

𝑍 = 𝑍𝑜𝑒𝑗𝜃 = 𝑍𝑜(cos(𝜃) + 𝑗sin(𝜃)) 

The EIS results can be visualized by bode plot (Phase vs Frequency) and Nyquist plot (Zimg 

vs Zreal). EIS analysis allows measuring electrode impedance that can relate to the chemistry of 

battery cells. Normally, cell impedance increases over charge/discharge cycles as a result of 

growing passivation layers, electrical contact loss, and so on. Therefore, EIS can be used as a non-

destructive technique to monitor and predict changes in battery performance[128].  
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It is a common practice to build an EIS equivalent circuit containing several circuit 

elements, connected in series or parallel, to represent electrochemical processes in Li-ion battery 

cells. Electrolyte resistance is recorded at a high frequency. A Randles circuit is usually used to 

depict electrochemical phenomena at battery electrodes. The Randles circuit consists of charge 

transfer resistance in series with the Walburg element, which was then connected in parallel with 

the constant phase element (CPE). The charge-transfer resistance is the resistance during the 

charge transfer process at the electrode interface. The Walburg element represented the diffusion 

of ions in battery cells. Meanwhile, the constant phase element mimicked the behavior of the 

double-layer capacitor as a result of charge buildup at the electrode surface. In Chapter 5, EIS 

measurement is employed to acquire information about the cell performance of LiCoO2-based 

cathodes.  

IV. Research objectives  

Developing alternative electrode matrices seems to be a rational approach that opens the 

bottleneck in battery technology development[4]. This study focuses on designing an alternative 

class of electrode matrices derived from the unique combination of conducting polymers (CPs) 

and aqueous carboxyl-containing polymers. Because cathode is the determining component in 

terms of battery cost and performance[34,129], within the scope of this study, the performance of 

new electrode matrices will be tested solely at the cathode.  

The study is divided into several main tasks: 

1. Developing the synthetic concept for CP composites as electrode matrices.  

For practical wide-scale applications, the synthetic process was designed to be facile and 

compatible with the current method of producing bulk CPs. Conceptually, CP monomers (aniline, 

pyrrole) were in situ polymerized in the presence of carboxyl-contained polymers (CMC, SA, 

PAA) to yield CP composites. Among several composites synthesized, polypyrrole:carboxymethyl 

cellulose (PPy:CMC) composite shows the most promising preliminary results. As a result, this 

study focused mainly on exploring PPy:CMC composite as a representative for the class of 

conducting polymer-based electrode matrices.    

2. Studying the structure and properties of PPy:CMC composites. 

The formation of PPy:CMC composite structure was investigated by the means of 

Transmission Electron Microscopy coupled with Energy Dispersive X-ray detector (TEM/EDX), 
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Scanning Electron Microscopy (SEM), X-ray Photoelectron Spectroscopy (XPS), and X-ray 

Scanning Transmission Microscopy (STXM). The physical properties of PPy:CMC composites 

such as electrical conductivity, water-processability, film-adhesion ability were also investigated.  

3. Fabricating and testing carbon-additive-free cathodes with PPy:CMC composites as 

electrode matrices  

Carbon-additive-free cathodes contained PPy:CMC composites and cathode intercalation 

materials such as commercial LiCoO2 (LCO), lab-synthesized LiMn0.33Ni0.33Co0.33O2 (NMC 111). 

The galvanostatic charge/discharge process was performed at different C-rate to evaluate the 

cycling performance and rate-capability of carbon-additive-free electrodes, which allowed the 

performance assessment of CP composites in comparison to that of the PVDF/C electrode matrix.  

4. Studying the compatibility of PPy:CMC composites in Li-ion battery cells.  

Post-mortem analyses were carried out to investigate the chemical and electrochemical 

stability of PPy:CMC composites during the operation of Li-ion batteries. The degradation 

mechanism of carbon-additive-free LiCoO2/PPy:CMC cathode was investigated. Such 

investigation would address knowledge gaps and proliferate further applications of CP composites 

in Li-ion batteries.  

The thesis contains 6 chapters:  

- Chapter 1 provides an overview of Li-ion battery architecture and highlights the need for 

developing new battery electrode matrices. Brief reviews of Li-S batteries and Na-ion 

batteries are also added to emphasize that designing alternative electrode matrices is crucial 

for the next generation of rechargeable batteries. Besides that, a short introduction of CPs is 

added to provide general concepts of CPs and their conduction mechanism.    

- Chapter 2 reviews the use of CPs and their composites as electrode binders/matrices. This 

chapter also mentioned some knowledge gaps that needed to address for future utilization of 

CPs in Li-ion batteries.  

- Chapter 3 describes the design concept of CP-based electrode matrices. PPy:CMC composites 

were chosen as representatives for CP-based electrode matrices as a proof of concept. The 

structure and properties of PPy:CMC composites were studied to access their ability to be 

used as electrode matrices. The fabrication of carbon-additive-free LiCoO2/PPy:CMC 

cathodes was described in this chapter, followed by battery testing to evaluate the performance 

of PPy:CMC electrode matrices.   
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- Chapter 4 presents the fabrication of carbon-additive-free NMC111/PPy:CMC cathodes, 

which indicated the versatility of PPy:CMC electrode matrices. 

- Chapter 5 focuses on studying the causes of capacity fading of LiCoO2/PPy:CMC cathodes. 

Furthermore, an activation protocol for CP-based electrode matrices is proposed with some 

supporting evidence from the voltage profiles of LiCoO2/PPy:CMC, NMC111/PPy:CMC 

LiCoO2/PANI:CMC cathodes.  

- Chapter 6 summarizes the research findings and provides future research suggestions.   
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Chapter 2. Conducting Polymer-Based Binders for Lithium-Ion Batteries 

and Beyond 

Abstract  

This review chapter focuses on reviewing the current progress in using CPs and their 

derivatives as battery binders or electrode matrices for Li-ion batteries. Main research strategies 

on how to incorporate CPs into Li-ion batteries were discussed and evaluated. Besides that, the 

application of CPs and their composites in other types of rechargeable batteries were also 

mentioned to signify their versatile and promising applications. The review suggested that 

combining CPs with carboxylate-containing aqueous binders could yield promising battery 

electrode matrices. But this approach has not been carried out, which motivates this research 

project. Knowledge gaps in understanding the compatibility of CPs in Li-ion batteries were also 

mentioned. 

I. Introduction  

In the era of smart electronic devices and electric vehicles, rechargeable Li-ion batteries 

have become an indispensable technology. The award of the 2019 Nobel Prize in Chemistry to 

John B. Goodenough, M. Stanley Whittingham, and Akira Yoshino includes implicitly a 

recognition of the first application of conducting polymers in Lithium-ion batteries. Yoshino’s 

pioneering work on Li-ion batteries dates back to the 1980s when he used polyacetylene (PA), a 

conducting polymer, as an anode material and combined it with a LiCoO2 cathode, which was 

invented by Goodenough[130], to form a LiCoO2/PA full cell Li-ion battery[126]. The working 

principle of Li-ion batteries relies on the lithium intercalation electrochemistry of electrode 

materials, which was developed by Whittingham in the 1970s[131]. Even though polyacetylene 

functions well in Li-ion batteries, it has some drawbacks, such as low density and chemical 

instability. To overcome these issues, Yoshino replaced PA by carbonaceous materials as the 

anode, which resulted in the invention of the widely used LiCoO2/C Li-ion batteries. Since its first 

commercialization in 1991, lithium-ion batteries have quickly proceeded to dominate the 

rechargeable battery market due to their versatile design, low weight, and high power 

density[110,132]. 

In recent years, to keep track of the fast development of electronic devices, tremendous 

research effort has been devoted to the pursuit of new generation Li-ion batteries, in which batteries 
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can store more energy and run for a longer time without degradation or safety issues. A cursory 

view of the relevant literature shows that most research focuses on developing cathode and anode 

active materials. At the anode, graphite is being replaced by silicon, tin, and titanium-based 

nanostructures, which possess higher theoretical energy capacity compared to graphite[40,133–

138]. However, as these materials store more lithium, they also exhibit larger volume expansion 

and contraction during cycling. For example, the volume of silicon (Si) particles upon full 

lithiation is three-times larger than that of the fully delithiated Si[139]. Such repeated variations in 

particle size induce cracking and pulverization of the anode, which subsequently results in 

mechanical and electrical contact loss, side reactions, and capacity fading[37,139,140]. At the 

cathode, traditional LiCoO2 (LCO) is being substituted by materials with lower Co content to 

reduce cost and sourcing restrictions, such as LiFePO4 (LFP)[34,141], Li[Ni,Co,Mn]O2 

(NMC)[39,142,143], and Li[Ni,Co,Al]O2 (NCA)[144]. Among them, LiFePO4 exhibits thermal 

stability[145], inexpensive synthesis[29,146,147], considerable specific capacity (170 mAh.g-

1)[148], and high cycling stability[33], but shows a low voltage plateau (~3.5 V)[148],[31]. NMC 

and NCA have gained a widespread application as intercalation materials, with high specific 

capacity at approximately 200 mAh.g-1 and 234 mAh.g-1 for NCA and NMC, respectively, but 

lower cycle life because of ion-dissolution[149], phase changes[150,151], and electrode 

cracking[152]. These effects obstruct the replacement of LiCoO2 cathode materials[112,149,153].  

A closer look at the electrode structure of alternative electrode materials suggests that many 

of their performance problems originate in weak electrode interconnection, in which battery 

binders play a central role. Good binders should maintain electrode integrity even in the case of 

large volume changes and suppress ion-dissolution and side-reactions through a strong binding 

affinity towards active materials. Even though Polyvinylidene fluoride (PVDF) is the most 

successful and widely used binder for conventional lithium batteries, it exhibits several limitations. 

First of all, the non-polar structure of PVDF is only able to form weak intermolecular interactions 

with active materials and current collectors[154,155]. Therefore, over repeated charge/discharge 

cycles, the homogeneous composite structure of the pristine electrode is disrupted due to 

substantial volume changes, leading to mechanical failure and capacity decay. Secondly, the 

electrically insulating nature of PVDF requires the addition of carbon additives to boost the 

electrical conductivity of electrodes. In traditional Li-ion batteries, carbon additives are essential 

for providing electron-conducting networks within battery electrodes.  However, carbon additives 
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tend to agglomerate, which increases internal resistance[115,156]. Furthermore, since the PVDF/C 

mixture exhibits little capacity on its own, adding carbon additives reduces the overall battery 

energy density. Lastly, the environmental concern of using volatile and toxic N-Methyl-2-

pyrrolidone (NMP) solvent during the casting process of PVDF/C/active-material electrodes also 

needs to be considered.  

Several studies have pointed out that cyclability problems of some of the most promising 

advanced anode and cathode materials could be alleviated by using more efficient battery 

binders[90,140,154,157,158]. The ideal electrode matrix should be able to 1) form strong 

interactions with active materials to maintain adhesion over cycling; 2) offer strong adhesion 

towards current collectors to prevent electrode delamination; 3) provide a continuous conductive 

network within the electrode; 4) exhibit sufficiently high failure strain to accommodate volume 

changes during charge/discharge cycling without breaking; 5) be electrochemically and chemically 

stable in the harsh battery environment; 6) be applicable with the slurry casting method to be 

compatible with current electrode fabrication facilities; 7) be accessible at low cost to 

commercialize at wide-scale.  

Several research groups have been searching for alternative binders that can be applied for 

high energy density batteries such as sodium carboxymethyl cellulose (CMC)[90,159–162], 

sodium carboxymethyl chitosan (CCTS)[49,99,163–165], sodium alginate (SA)[149,166–169],  

styrene-butadiene rubber (SBR)[159,170], or polytetrafluoroethylene (PTFE)[171–173]. Many of 

these binders exhibit strong polar interactions, even hydrogen bonds, with the surfaces of cathode 

intercalation and anode conversion materials, due to the presence of hydroxyl and carbonyl groups. 

This same chemistry makes them also more easily dispersed in polar solvents, allowing for 

aqueous processing. Just as other standard binders, these polymers are insulating, necessitating the 

addition of carbon powders. This can be overcome by the use of CPs as binders. CPs exhibit a 

backbone with an extended -electron network. Undoped CPs are semiconductors. However, upon 

doping, the electrical conductivity of CP changes significantly to metallic-like electron 

conduction[105]. Dopants partially oxidize or reduce the polymer chain backbone which creates 

charge carriers within the extended -electron network. Even though CPs have been widely used 

in many industrial applications[105,174–176], the use of CPs as binders for lithium-ion batteries 

has been restricted because of difficulties in their processing. These polymers exhibit low thermal 
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stability, making melt processing difficult, and few CPs can be directly dispersed in solvents for 

solution processing. 

 Acknowledging contributions of conducting polymers to energy storage, several reviews 

have summarized the design concept and application of CP-based structures for energy storage 

and conversion in general[46,47,177,178]. The present review emphasizes the most recent research 

advancements on developing CP-based battery binders. The first section summarizes and evaluates 

how CPs can be implemented into battery electrode structures of Lithium-ion batteries. Three 

routes addressing the processing of pristine CPs are evaluated. The second part describes the 

application of CP-based binders for next-generation rechargeable batteries, in particular, lithium-

sulfur (Li-S), all-solid-state Li-ion, and sodium-ion (Na-ion) batteries. The third part discusses the 

knowledge gap in the understanding of CP-based binder properties. 

II. Major research directions in conducting polymer-based binders 

1) Conducting polymer composites 

Even though CPs possess a tunable electronic conductivity, the processing of CPs is a 

challenging obstacle to overcome in their application as battery binders. One of the most 

straightforward strategies to obtain processable CP-based binders is forming composites of CPs 

and hydrophilic polymers. CPs can originate from monomers such as 3,4-ethylenedioxythiophene 

(EDOT), pyrrole, aniline, or thiophene. Water-dispersible polymers can be natural or artificial 

polymers containing hydrophilic groups such as carboxylate or sulfate groups. The most well-

known representative of this group, poly(3,4-ethylenedioxythiophene):poly(styrene sulfonate)  

(PEDOT:PSS), is described in the next section. The following subsections discuss the synthesis of 

CP composites and their performance as binders in lithium-ion batteries. 

1.1) PEDOT:PSS composites  

PEDOT is a commercial conducting polymer that can also be purchased in an aqueous 

dispersion with PSS. The latter serves as a dispersive agent as well as an ionic dopant for PEDOT. 

The electrical conductivity of PEDOT:PSS composites could be enhanced significantly by adding 

additional dopants such as formic acid[119] or sulfuric acid[179] (secondary doping) or changing 

the proportions of PEDOT and PSS[120]. Mixtures of PEDOT:PSS and active materials are also 

compatible with aqueous slurry casting[32,104,119,120,180–184]. Moreover, some preliminary 

research has successfully used PEDOT:PSS as a binder component in anode and cathode 



36 

 

structures[161,185,186], suggesting that PEDOT:PSS has sufficient electrochemical stability over 

the operating potential window of Li-ion batteries. Due to these intriguing properties, PEDOT:PSS 

has been widely researched as a battery binder in both anode[119,181–184] and cathode[120,180] 

formulations of Li-ion batteries.  

PEDOT:PSS composites could be either used directly or mixed with hydrophilic 

substances to modify its wettability and processability. With regard to the cathode, PEDOT:PSS 

was applied as a binder for the cathode of common intercalation materials such as 

LFP[32,104,180,187], and LiNi1/3Mn1/3Co1/3O2 (NCM 111)[180]. For example, Zhong et al. 

utilized a mixture of CCTS/SBR/PEDOT:PSS/C (1.6:2.4:3:3 wt%) as an alternative for PVDF/C 

in an LFP-based cathode[180] (Figure 2.1). By using self-conductive PEDOT:PSS composite, the 

proportion of carbon additives can be reduced by half to only 3 wt% of the electrode. They found 

that PEDOT:PSS binder formed continuous conductive bridges around LFP particles resulting in 

superior electrode performance even at a low loading of PEDOT:PSS. The electrode with 

PEDOT:PSS-containing binder could achieve a specific capacity of 155 mAh.g-1 at C/2 and 

maintain ~100 % of its capacity after 1000 cycles. Moreover, the electrode could retain 98% 

capacity after 1000 cycles at 7 C, compared to 95% of PVDF/C/LFP electrode. Another study 

reported the use of a carbon-free LFP/PEDOT:PSS cathode, in which commercial PEDOT:PSS 

composite played a dual role as binder and conductive additive[32]. They reported that using solely 

PEDOT:PSS binder at only 8 wt% could lower the overpotential and subsequently improve 

capacity retention of the LFP/PEDOT:PSS cathode, which was 13% higher than LFP/PVDF/C 

(84:6:10 wt%) at charge and discharge rates of 5 C. This was observed in a system where the 

LFP/PEDOT:PSS cathode achieved a specific capacity of 110 mAh.g-1 at 1 C without fading after 

100 cycles compared to ~90 mAh.g-1 of a LFP/PVDF/C (84:6:10 wt%) benchmark electrode[32].  
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Figure 2.1. Application of PEDOT:PSS-based binder for LFP cathode. Schematic structures of 

cathode before and after cycling. From left to right: LFP/CCTS/SBR/C (S1); LFP/ 

CCTS/SBR/PEDOT:PSS/C (S4); LFP/ CCTS/SBR/PEDOT:PSS. Reprinted from reference 

[180]. Copyright (2016), with permission from Elsevier. 

Apart from being used in cathodes, some studies exploited PEDOT:PSS composites as 

electrically conductive binders in advanced battery anodes, in which widely-used graphite (370 

mAh.g-1) is being replaced by materials that store more charge such as Si (3572 mAh.g-1)[188] and 

Sn (990 mAh.g-1)[189]. One of the main issues of increasing capacity in active materials to such 

high values is the intrinsically increased volume change during cycling. The PVDF/C matrix 

cannot withstand this mechanical stress, resulting in the breaking of electronic connections 

between active material and matrix, as well as within the matrix, leading eventually to significant 

capacity fade.  

One study demonstrated the use of aqueous mixtures of PEDOT:PSS and CMC as battery 

binders for Si anodes, which resulted in superior initial capacity and capacity retention[181]. The 

PEDOT:PSS/CMC binders were easily prepared by homogeneously dispersing commercial 

PEDOT:PSS solution into aqueous CMC solution[181]. This combination exhibits the advantages 

of PEDOT:PSS, namely electronic conductivity and electrochemical stability, that can reduce the 

content of carbon additives in the electrode. Moreover, it benefits from the strong interaction 

between CMC and Si and Sn materials[137,162,165,183,190–192], which can buffer volume 

changes to ensure mechanical integrity of the electrode. For example, the interaction between Si 

and CMC, which involves physical adhesion, carboxyl-silanol covalent bonding as well as 

hydrogen bonding[193], might alleviate mechanical cracking of Si-based anodes.  
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Several Ti-based compounds are used as anode materials, among them Li4Ti5O12 (LTO) 

has found significant commercial attention[194]. Li4Ti5O12 exhibits virtually no strain upon 

cycling and has found particular attention in high-power applications. However, Li4Ti5O12-based 

anodes with PVDF/C were reported to suffer from irreversible changes in surface composition, 

causing structural instability and capacity degradation[194,195]. To address the stability issue, 

Kondratiev et al. employed PEDOT:PSS/CMC binders[183] and found that this approach could 

reduce exposure of Li4Ti5O12 to electrolyte, thus reducing interfacial side-reactions and irreversible 

structural changes without blocking Li-ion conduction pathway. The Li4Ti5O12-based anode 

showed good cycling stability with ~1% capacity fading after cycling 100 cycles at 1 C.   

Despite yielding promising results as binders for lithium-ion battery anode and cathode, in 

these studies, PEDOT:PSS composites needed to be mixed with non-conductive binders such as 

CMC, PVDF, or SBR along with carbon additives to fabricate electrodes[119,180], lowering the 

energy density of the electrode. Yet, PEDOT:PSS can theoretically serve as a single multi-

functional binder, due to its tunable conductivity and elasticity. Recently, some studies have made 

the full replacement of PVDF/CMC/C by one single PEDOT:PSS binder possible. Nicolosi et al. 

found that utilizing commercially available PEDOT:PSS as a sole binder component in a Si-anode 

could yield an outstanding battery performance with high initial capacity and cycle life[119] 

(Figure 2.2). This study used formic acid (FA) as a secondary doping agent to increase 

PEDOT:PSS electrical conductivity by two orders of magnitude compared to pristine commercial 

PEDOT:PSS, which were 4.2 S/cm and 36 mS/cm for FA-PEDOT:PSS and PEDOT:PSS, 

respectively. Due to the high dielectric constant,  FA could partially replace negatively charged 

PSS ions that were bonded to positively charged PEDOT chains, effectively removing excess 

insulating PSS from the PEDOT:PSS structure[119,196]. The high electrical conductivity of FA-

PEDOT:PSS enabled it to be used as a single conductive battery binder. A carbon-free (FA-

PEDOT:PSS)/Si-NPs 20:80 wt% anode with a mass loading of ~1 g/cm2 showed excellent initial 

lithiation capacity up to 3685 mAh.g-1 at 0.14 C, but only 78% coulombic efficiency was achieved 

in the 1st cycle. The following galvanostatic cycling at 0.28 C yielded 1950 mAh.g-1 after 100 

repeated cycles. However, longer cycling data were not reported, leaving a question about 

electrochemical stability and capacity retention.  



39 

 

 

Figure 2.2. Application of PEDOT:PSS composite as a multifunctional binder for Si anode. 

Schematic structure of PEDOT:PSS/Si-NPs anode. Reprinted with permission from reference 

[119]. Copyright 2016 American Chemical Society. 

Another study reported the facile coating of commercial PEDOT:PSS composite on LCO 

to yield a cathode made solely of PEDOT:PSS-skinned LCO particles (Figure 2.3). A 25-nm 

ultrathin layer of PEDOT:PSS acted as a multifunctional binder for LCO[120], providing both 

physical connections and mixed electronic-ionic pathways between LCO  particles. The electrical 

conductivity of the PEDOT:PSS layer, which was vital for utilizing PEDOT:PSS as a single 

binder, was controlled by varying the PSS content and modifying polymer conformation. Thanks 

to the low binder loading of only ~ 0.4 wt%, a good energy density cathode could be obtained with 

reasonable electrode thickness and mass loading of 55 μm and 27 mg.cm-2, respectively. The 

PEDOT:PSS-skinned LiCoO2 electrode achieved a good initial specific capacity of ~ 100 mAh.g-

1, which remained at 81% after 150 cycles at 1 C.  
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Figure 2.3. Application of PEDOT:PSS composite as a single, multifunctional binder for LCO 

cathode. Morphological structure of ultra-skinned PEDOT:PSS on LCO surface and 

ionic/electronic transport within LCO/PEDOT:PSS cathode. Reprinted with permission from 

reference [120]. Copyright 2014 American Chemical Society. 

Applying commercially available PEDOT:PSS composites as battery binders seems to be 

a straightforward and efficient approach for achieving high energy density batteries. PEDOT:PSS 

binder provides robust conductive frameworks, replacing conventional PVDF/C while maintaining 

a competitive battery performance. Based on a summary of normalized capacities of electrodes 

with PEDOT:PSS-based binders (Table 2 and 3) PEDOT:PSS-based binders appear to be able to 

yield higher reversible energy storage capacities. Even though PEDOT:PSS binder shows 

promising results, the cost of PEDOT:PSS is significantly higher than the PVDF/C matrix. Further 

innovation in synthesizing and purifying PEDOT:PSS in an economical manner could allow the 

wide-spread use of this particularly successful CP-based binder in commercial batteries.  
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Table 2. Conducting polymer binders and cathode materials: capacities normalized by 

electrode weight. 

Electrodes 
C-rate 

(C) 

Normalized 

discharge capacity  

(mAh.g-1
electrode) 

References 

LFP/PEDOT:PSS/SBR-

CTS/C (90:3:4:3 wt%) 
0.2 140 [180] 

LFP/PEDOT:PSS 

(92:8 wt%) 

0.2 110 

[32] 
1 97 

LFP/PVDF/C 

(84:6:10 wt%) 

0.2 94 

1 76 

LFP/SA-PProDOT 

(80:20 wt%) 

0.1 136 (400 cycles) 
[197] 

1 96 (400 cycles) 

Hydrogel-derived  

Cu-PPy/C-LFP 

(~ 15:85 wt%) 

1 

128 

[178] ~128 

 (1000 cycles) 

LCO/PEDOT:PSS-Skinned 

(99.6:0.4 wt%) 
0.2 140 

[120] 
LCO/PVDF/C 

(95:3:2 wt%) 
0.2 133 

(In situ polymerized 

PANI/LiV3O8)/PVDF/C 

(85:10:5 wt%) 

0.1  
204 

[198] 
195 (30 cycles) 

1 
157 

160 (55 cycles) 
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Table 3. Conducting polymer binders and anode materials: capacities normalized by electrode 

weight. 

 

Electrodes 

C-rate 

(C) 

Normalized 

discharge capacity  

(mAh.g-1
electrode) 

References 

Si/PEDOT:PSS/CMC/C 

(70:10:10:10 wt%) 

~ 0.06 

(0.2 A.g-

1) 

2700 

[181] 
~ 2.8 

(10 A.g-

1) 

609 

LTO/PEDOT:PSS/CMC/C 

(90:2:2:6 wt%) 

0.2 141 
[183] 

1 138 

Si/FA-PEDOT:PSS 

(80:20 wt%) 
0.28 1542 [119] 

Si/PANI:PAA 

(75:2.5:22.5 wt%) 
0.1 1484 [199] 

Si/PANI:(dopamine-grafted 

PAA) (75:2.5:22.5 wt%) 
0.1 1964 [200] 

Hydrogel-derived 

Si/PANI:PAA 

(80:14:6 wt%) 

0.2 1,680 [201] 

Sn/PFCOONa  

(80:20 wt%) 
0.2 

760 
[136] 

416 (500 cycles) 

Si/PF-COONa 

(66.6:33.4 wt%) 
0.1 

2180  

[202] 1852 (100 cycles) 

SiO/PFM 

(95:5 wt%) 
0.1 

1140  

[39] 902 (500 cycles) 

SiO-SnCoC/PFM/C 

(80:5:15 wt%) 
1 

645 
[203] 

556 (40 cycles) 
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SiO-

SnCoC/PFM/graphite/C 

(60:5:20:15 wt%) 

 

1 

408 

368 (40 cycles) 

 (In situ polymerized 

PEDOT:PSS/Si)/CMC/AB 

(60:8:30 wt%) 

~ 0.024  

(100 

mA.g-1) 

516 

[204] 398 (20 cycles) 

154 (50 cycles) 

Hydrogel-derived P-

PANI/Si 

 (~ 25:75 wt%) 

~ 0.071  

(300 

mAh.g-1) 

1875 

[205] 

~ 0.71  

(3000 

mAh.g-1) 

825 

~ 0.24 

(1000 m 

mAh.g-1) 

900 (1000 cycles) 

Hydrogel-derived  

Cu-PPy/C-Fe3O4) 

(~ 15:85 wt%) 

0.1 1071 

[206] 

1 851 

~ 0.18 

(100 

mA.g-1) 

935 (55 cycles) 

Hydrogel-derived  

Sn@PANI-SA 

(~ 65:35 wt%) 

0.2 534 

[207] 400 

Hydrogel-derived  

Si/P-PPy/CNT 

(~ 70 wt%Si;  

~ 0.2 wt% CNT) 

0.78 1120 (1000 cycles) 

[48] 
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1.2) Conducting polymer/carboxyl-containing polymer composites 

Alternative polymeric binders that mimic the PEDOT:PSS structure to allow aqueous 

slurry-based electrode casting and improved binding efficiency, but rely on a lower-cost binder 

production is another research direction for effective new binder and conductor systems. Recent 

publications have pointed out a promising class of binders that combines simpler CPs (polyaniline 

(PANI), polypyrrole (PPy), polythiophene (Pth)) with carboxylate-containing polymers (PAA, 

CMC, CCTS, SA). In such composite structure, CPs offer a continuous conductive matrix that 

facilitates ionic and electronic transport, while carboxylate-containing polymers serve as dopants 

for CPs, dispersing agents, and strengthen binder-active material bonding. There are two main 

ways to synthesize conducting polymer/carboxyl-containing polymer composites that involve 

mechanical blending and in situ polymerization.  

Mechanical mixing is considered the easiest way to combine the advantages of different 

components. Each component is synthesized beforehand and then mixed to form composites. 

Kukjoo et al. reported a new composite binder of PANI:PAA for Si anodes. PAA was blended 

with PANI, in which a proton exchange between the PAA carboxyl group and the PANI amine 

group leads to a strong and lasting ionic interaction between the two polymers[199], yielding a 

self-conductive composite binder that allows the fabrication of a carbon-free (PANI:PAA)/Si-NPs 

anode. Moreover, carboxyl groups on the PAA structure formed strong hydrogen bonds with 

hydroxyl groups at the Si-NPs surface[208]. Such interactions resulted in a robust electrode 

structure, improving capacity retention and cycle life of Si electrodes[199]. By using a PAA:PANI 

composite with an optimum ratio of 90:10 wt%, the (PANI:PAA)/Si-NPs anode (75 wt% Si-NPs) 

could achieve a high initial discharge specific capacity of 1979 mAh.g-1 at 0.1 C. However, there 

are no mass-loading and thickness of the (PANI:PAA)/Si-NPs anode reported as well as limited 

capacity retention of 56.6% at 0.5 C after 300 cycles, leaving a question of its practical application 

for high energy density batteries. In order to improve the cycling performance, the same group 

carried out an additional grafting of dopamine onto the PAA structure, which allowed the 

formation of strong adhesion between catechol groups of dopamine and the hydroxyl–decorated 

Si particle surface[200]. As a result, the bonding strength of (dopamine-grafted PAA):PANI 

composite binder towards Si particles was significantly enhanced, buffering the large volume 
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change and preventing capacity fading. The initial capacity and capacity retention were 2619 

mAh.g-1 at 0.1 C and 66% after 300 cycles at 0.5 C, which were more than 10% better than that of 

conventional PAA:PANI/Si-NPs anode[200].  

Instead of fabricating CP-based composite binders by physical mixing, they can be derived 

from in situ polymerization, in which CP monomers are polymerized in the presence of carboxyl-

containing polymers. The in situ polymerization allows the formation of homogeneous 

nanocomposites. More importantly, this method also favors the instant doping process of 

negatively charged carboxyl groups into positively charged CP chains, thus anticipating to yield 

high electrical conductivity composites. For example, Wang et al. synthesized a novel three-

dimensional PANI:PAA binder for Si anode via in situ polymerization[201]. By adding phytic 

acid, which contains six phosphate groups in each molecule, PANI was doped and cross-linked to 

form a highly conductive, porous PANI:PAA framework that not only allowed a complete 

replacement of carbon additives[201], but also acted as a buffer for Si-NP volume 

changes[201,209,210]. The abundance of carboxyl groups from the PAA polymer chain 

established hydrogen bonds with SiO2 on the Si surface, which offered a self-healing 

function[201,208,211]. The flexible hydrogen bonding system can be broken and reformed 

instantly during volume expansion and contraction, which improves electrode connection. 

Consequently, these interactions between the three-dimensional PANI:PAA framework and Si 

NPs resulted in excellent mechanical integrity and suppressed capacity fading during the 

(de)lithiation process. The PANI:PAA/Si-NPs anode was able to retain 71% and 67.7% of its 

initial discharge specific capacity at 1 C after 800 and 1000 cycles, respectively. However, the 

initial specific discharge capacity was only 890 mAh.g-1 at 1 C at a mass-loading of 1 mg.cm-2. 

In general, the obvious benefit of using conducting polymer/carboxyl-containing polymer 

composites as battery binders is their ease of production along with outstanding binder 

performances. The composites can be easily prepared either by milling and stirring commercially 

available polymers or by carrying out in situ polymerization of monomers, which is compatible 

with the production process of CPs. The high normalized capacities reported in Table 2 and 3 

suggest that such binders can enable carbon-additives-free electrodes with reasonable active 

material loading (75-80 wt%). Despite those advantages, the number of studies on these types of 

composites as binders is still limited. Recent work introduces new conducting polymer/carboxyl-
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containing polymer composites, which were synthesized by in situ polymerization, such as 

PPy/CMC nanospheres[212,213], PPy/NFC fibers[212], PANI/SA mat-like nanofibers[214], 

PANI/CMC rods[215]. However, no application in Li-ion batteries was found for these 

composites[212–214,216], suggesting promising space for future development.  

2) Functional group-modified conducting polymers as battery binders   

Apart from integrating hydrophilic polymers with CPs to form composite binder via 

physical, ionic[12,119,217], and acid-base interactions[199], CPs could also be turned into useful 

battery binders by chemical modification. Through the addition of hydrophilic groups to the CP 

structure, the processing of CPs can be significantly improved, yielding conductive and water-

dispersible battery binders.  

As discussed above, increasing the polarity of the binders has a dual purpose in improving 

dispersion in polar solvents, including water, while simultaneously increasing intermolecular 

forces with anode materials[49,193,208,218] (Si, Sn, Ti-based materials) or cathode intercalation 

materials (NMO[163], NMC[39], LFP[165,192]) to improve battery performance. For these 

reasons, modifying the side chain of CPs with carboxyl or hydroxyl groups stands out to be a 

rational approach to synthesize multifunctional, efficient battery binders. For example, sodium 

alginate grafted poly(3,4-propylenedioxythiophene) (SA-PProDOT) was synthesized as a novel 

multifunctional, conductive binder[197] (Figure 2.4). The starting precursors included sodium 

alginate (SA) and poly(3,4-propylenedioxythiophene-2,5-dicarboxylic acid) (ProDOT). By using 

an emulsion system of cyclohexane, water, and dodecyl benzenesulfonic acid (DBSA), SA and 

ProDOT could be dispersed in aqueous and oil phases, respectively. The esterification reaction 

between -COOH group of ProDOT and -OH group of SA occurred simultaneously with the 

polymerization reaction of ProDOT and SA-grafted ProDOT, in which FeCl3 acted as an oxidative 

polymerization agent. The SA-PProDOT/LFP electrode showed higher electrode adhesion 

strength (peel test) and hardness (nanoindentation, scratch test) compared to electrodes made of 

PVDF, CMC, or SA binders. However, the mechanism for the improvement of the mechanical 

properties of the SA-PProDOT/LFP electrode has not been elucidated. Interestingly, by using SA-

PProDOT as a single component for the LFP electrode matrix, the carbon-free SA-PProDOT/LFP 

cathode was able to reach 170 mAh.g-1 at 0.1 C without significant capacity reduction after 400 

cycles, but only achieved ~120 mAh.g-1 at 1 C. The authors reported that SA-PProDOT/LFP 
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showed lower impedance than LFP/SA/C. However, the electrical conductivity value of the SA-

PProDOT binder was not reported, leaving a question about how the SA-PProDOT binder interacts 

with LFP particles and contributes to electrode conductivity.  

 

Figure 2.4. Microemulsion synthetic procedure for SA functionalized PProDOT as a binder for 

Si anode. Reprinted with permission from reference [197]. Copyright 2015 American Chemical 

Society. 

Zhao et al. designed a novel sodium poly(9,9-bis(3-propanoate)fluorine) (PF-COONa) 

binder and applied it to Si[202] and Sn[136] anodes of Li-ion batteries (Figure 2.5). By adding 

carboxyl groups to the side chain of the PF structure, the PF-COONa binder was made conductive 

and water-dispersible. The authors concluded that PF-COONa provided a robust conductive 

network within the electrode resulting in a carbon additive-free anode. Furthermore, the abundance 

of carboxyl groups on PF-COONa binder facilitated the formation of strong intermolecular 

interactions with Si and Sn particles, which suppressed particle disconnection and maintained 

electrode mechanical integrity after many charge/discharge cycles. For example, a Sn/PF-COONa 

anode (msn= 1 mg.cm-2, 80 wt% Sn) delivered initial and 500th discharge specific capacities of 950 

mAh.g-1 and 520 mAh.g-1, respectively, at a current density of 0.2 A.g-1 (about 0.2 C). In contrast, 

while yielding high initial discharge specific capacities at ~1400 mAh.g-1, the traditional 
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Sn/PVDF/C anode showed fast capacity degradation, dropping to ~100 mAh.g-1 after 10 cycles at 

0.2 C[136]. In combination with silicon, the PF-COONa binder yielded a high-performance Si/PF-

COONa anode (msi= 0.61 mg.cm-2, 66.6 wt% Si) that could maintain a capacity of 2806  mAh.g-1 

after cycling for 100 cycles at 0.42 A.g-1, which corresponds to 85.2% of the initial discharge 

specific capacity[202]. In comparison, the Si/AB/CMC anode showed a high initial discharge 

capacity of ~2700 mAh.g-1 but quickly decayed to only 1500 mAh.g-1 after 100 cycles at 0.42 A.g-

1. These results suggest that the conductive PFCOO-Na binder could prevent electrical contact loss 

during the cycling process better than PVDF and CMC binders.  

 

Figure 2.5. Application of PF-COONa binder for Si anodes. (a,b) Schematic illustration of 

how conventional binder and novel PF-COONa binder perform in anodes of Li-ion batteries. 

(c) The synthetic procedure of PF-COONa. Reprinted from reference [202]. Copyright (2017), 

with permission from Elsevier.  

Liu’s research group developed poly(9,9-dioctylfluorene-co-fluorenone-co-methyl 

benzoic ester) (PFM) containing different functional groups with different polarities (Figure 2.6) 

for SiO[39] and SiO-SnCoC[203]. This work found that the methylbenzoic ester functional group 
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of the PFM binder underwent a trans-esterification reaction with hydroxyl groups on the surface 

of SiO particles to form a chemical bond (Figure 2.6 (c)), providing strong interactions between 

PFM binder and SiO active materials[39]. This chemical bonding ensured the integrity of the 

electrode and offered an interconnected electronic connection between SiO particles. These effects 

prevented the loss of electrical contact between Si-based anode materials during cycling, which is 

an issue with carbon conductive additives[39,203]. Without using additional carbon additives, a 

PFM/SiO (98:2 wt%) anode could be fabricated with high initial discharge capacity of ~1000 

mAh.g-1 and 90% capacity retention after cycling for 500 cycles at 0.1 C. However, the areal 

capacity was low at ~1 mAh.cm-2, which is much lower than the benchmark for Si-based anodes 

(>3 mAh.cm-2)[219]. To achieve an areal capacity of ~2 mAh.cm-2, 5 wt% PFM was needed. The 

SiO/PFM (95:5 wt%) anode showed high coulombic efficiency of >99%, high initial capacity of 

~1200 mAh.g-1, and good capacity retention of ~950 mAh.g-1 after 500 cycles at 0.1 C. However, 

no cycling data was reported at higher C-rate. Another study from the same group combined PFM 

binder with carbon additives to make an electrode matrix for a SiO-SnCoC anode that could cycle 

at higher C-rate than the SiO/PFM anode[203]. The SiO-SnCoC/PFM/C (80:5:15 wt%) anode 

achieved 806.6 mAh.g-1 and 695.3 mAh.g-1 in the first and 40th cycles at 1 C, which were higher 

than the capacity of the SiO-SnCoC/PVDF/C (80:5:15 wt%) anode after cycling at 0.1 C for 40 

cycles (~300 mAh.g-1). The authors reported the successful fabrication of SiO-

SnCoC/PFM/graphite/C (60:5:20:15 wt%) at a high areal capacity of 3.5 mAh.cm-2, which met the 

benchmark for the areal capacity of Si-based anodes[219]. However, the initial specific capacity 

was only 510 mAh.g-1, which reduced to 460 mAh.g-1 after 40 cycles at 1 C.  
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Figure 2.6. Application of PFM-based conducting polymer binders with different functional 

groups. (a) Schematic illustration of PFM/SiO electrode (b) Chemical structure of the PFM 

binder; blue ellipse emphasizes the ester group in the PFM structure that will form a chemical 

bond with Si-OH on the SiO anode. (c) The trans-esterification mechanism between the ester 

group and Si-OH. (d) TOF-SIMS result of the PFM/SiO electrode indicates a chemical bond 

between PFM binder and SiO active materials. Reprinted with permission from reference [39]. 

Copyright 2014 American Chemical Society. 

In general, although the side chain-modified conductive polymers have shown very 

intriguing properties as battery binders, such as high electrical conductivity, sufficient water-

dispersible ability, and enhanced binding affinity towards active materials[39,197,202,203], it is 

currently unclear whether these materials could be produced at sufficiently low cost to allow wide-

spread use in Li-ion batteries. Nonetheless, these functional binders demonstrated high normalized 

capacities and good cycling performances (Table 2 and 3). Therefore, their use in high-reliability, 

high-energy-density applications, such as in personal medical devices and implants, might present 

a technology within which these binders can be assessed for more routine applications.  
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3) Capitalizing on conducting polymer microstructure for hierarchically porous electrodes 

The current battery electrode manufacturing process involves the preparation of active 

materials, battery binders, and conductive additives separately. These components are then 

vigorously mixed to yield electrode slurries, which are subsequently cast onto current collectors 

to form electrode sheets, producing electrodes with homogenous particle distribution and few 

agglomerates. This processing method is economical and scalable. However, the control of porous 

microstructures in such electrodes is limited. Electrode microstructure has been shown to have an 

important impact on performance[220–222]. The synthesis of CPs can be exploited to give 

stronger control over microstructure and develop hierarchically porous structures that serve as 

ideal electrode frameworks for intercalation materials. 

To this end, recent studies have developed methods of making three-dimensional electrode 

frameworks, in which a network of CPs is in situ polymerized in the presence of active materials. 

CPs could be derived from pyrrole[178,206], aniline[198,205,207], thiophene[223], or 

EDOT[204,224] by polymerizing CP monomers with chemical oxidants, such as ammonium 

persulfate[178,204,224] or iron (III) chloride[206]. Meanwhile, active materials can either be 

anode[204–207,224–226] or cathode[178,198] materials as long as they are chemically stable 

during polymerization. The CP network serves as a multifunctional, conductive binder matrix that 

tightly links active materials together. After mixing with a small amount of binder and conductive 

additives, the electrode slurry is ready for processing. In some cases, the slurry of a three-

dimensional electrode framework can be cast directly on a current collector without further 

modification[178,187,205,227,228]. 

Within the three-dimensional electrode structure, the CP matrix not only works as a soft 

skeleton for active materials[178,224], but it also enhances electronic transport within the 

electrode[204,229]. Yue et al. carried out in situ polymerizations of EDOT monomer in the 

presence of Si-NPs and an aqueous PSS solution[204]. As a result, Si-NPs were homogeneously 

embedded in a porous PEDOT:PSS structure. The authors confirmed that PEDOT:PSS acted as a 

conductive and elastic binder matrix for Si-NPs, enhancing initial coulombic efficiency and 

capacity retention compared to bare Si-NPs. The PEDOT:PSS/Si electrode slurry was mixed with 

Acetylene black (AB) and CMC with up to 30 wt% and 8 wt% of electrode composition, 

respectively, to fabricate an electrode sheet. PANI has also been used to design three-dimensional 
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CP frameworks for intercalation electrodes from LiV3O8[198] and V2O5[230]. A three-

dimensional electrode structure of  PANI/LiV3O8 was synthesized by allowing the polymerization 

of aniline in the suspension of LiV3O8 NPs with the assistance of a surfactant[198]. PANI formed 

a continuous conductive matrix surrounding LiV3O8 NPs that allowed full lithiation/delithiation 

of active materials. As a result, the PANI/LiV3O8 based electrode exhibited better initial capacity 

and capacity retention in comparison with an electrode made of pristine LiV3O8 [198]. However, 

here too, a PVDF/C binder system was still necessary for processing the PANI/LiV3O8/PVDF/C 

composite electrode, decreasing overall active material mass loading and leaving challenges with 

respect to electrode processing cost and environmental impact unresolved.  

To take full advantage of three-dimensional CP networks in optimizing energy density and 

cycling performance, researchers have been aiming to replace PVDF binder and carbonaceous 

additives completely. Several studies reported carbon additive-free electrodes by forming ready-

to-use electrode hydrogels composed of CPs and active materials that could be directly cast on 

aluminum and copper foils[178,205–207]. Polyvalent anions as cross-linkers and dopants for the 

CP are crucial in these electrode hydrogels[178,205–207]. This approach mitigates the drawbacks 

of using carbon additives and enhances the specific capacity of the battery. For example, phytic 

acid-doped PANI/Si (P-PANI/Si) hydrogel was synthesized by mixing aniline, Si NPs, and phytic 

acid (acting as dopant and cross-linker), followed by adding ammonium persulfate to polymerize 

aniline[205]. The viscous gel was then cast on copper foil and dried to yield a hierarchically 

structured P-PANI/Si anode. Due to the continuous, porous, conductive hydrogel structure, Si-NPs 

had sufficient space for expansion and contraction during charge/discharge cycling. Even though 

Si-NPs still suffered from pulverization, the thick layer of P-PANI coating could hold these 

pulverized particles, maintaining good electron transport within the electrode even after long 

cycling. As a result, the P-PANI/Si electrode possessed a high specific discharge capacity of 2500 

mAh.g-1 and 1100 mAh.g-1 at a current density of 0.3 and 3.0 A.g-1, in the first cycle respectively. 

Moreover, the P-PANI/Si anode demonstrated good capacity retention of 91% after 5000 cycles 

at 6.0 A.g-1. However, the P-PANI/Si electrode fabricated from P-PANI/Si hydrogel possessed a 

low mass loading of 0.3-0.4 mg.cm-2 with ~75 wt% of Si, resulting in low areal energy density. 

Yu et al. recently reported that copper(II) phthalocyanine tetrasulfonate salts (CuPcTs) 

could be used to cross-link PPy, in place of phytic acid, to form CuPcTs-doped PPy/carbon-coated 
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LiFePO4 (Cu-PPy/C-LFP) hydrogels[178] (Figure 2.7). The four sulfonate groups serve as 

crosslinking agents by forming ionic bonds with the positively charged PPy backbone, forming a 

three-dimensional framework of PPy. After drying the Cu-PPy/C-LFP hydrogel, a hierarchically 

porous Cu-PPy/C-LFP composite electrode was formed[178]. The addition of CuPcTs also 

boosted electrode conductivity up to 7.8 S.cm-1 despite the absence of carbon additives. The hybrid 

Cu-PPy/C-LFP electrode demonstrated a stable discharge capacity of approximately 80 mAh.g-1 

at 1 C within 1000 cycles, suggesting high robustness of the Cu-PPy/C-LFP electrode during the 

charge/discharge process. The electrode fabrication relies on the casting of the mixture of hydrogel 

precursor (LFP, Py, CuPcTs, APS), leaving it overnight to complete polymerization and doping 

and consequent immersion in water to remove excess reagents. In addition, no mass loading or 

thickness information was reported. A similar synthetic approach was applied for synthesizing 

PPy-Fe3O4 hydrogel[206], in which a robust, porous PPy-Fe3O4 hydrogel was formed by 

polymerizing pyrrole in a Fe3O4 suspension with ammonium persulfate (APS) as oxidant and 

dopant, and Phytic acid or CuPcTs as cross-linkers. This three-dimensional electrode framework 

prevented the agglomeration of Fe3O4 particles even at high Fe3O4 content of 85 wt%, which is a 

significant problem with the PVDF/C binder matrix. CuPcTs doped PPy (Cu-PPy) was found to 

perform better than phytic acid doped PPy (P-PPy) in terms of electrical conductivity and binder 

performance. The authors found that the conductive Cu-PPy framework not only allowed faster 

ionic and electronic transport, confirmed by electrochemical impedance spectroscopy, but it also 

ensured mechanical integrity after many cycles[206], which was supported by excellent cycling 

data. The Cu-PPy/C-Fe3O4 cathode could yield a stable specific discharge capacity of ~1200 

mAh.g-1 during the first 50 cycles at 0.1 C, which was much better than Fe3O4/PVDF/C (75:15:5 

wt%) electrode that only achieved 300 mAh.g-1 after 50 cycles at 0.1 C. However, the mass loading 

of active material was typically only at 0.2-0.4 mg.cm-2. Even though the initial specific discharge 

capacity of Cu-PPy/C-Fe3O4 was ~900 mAh.g-1 at 1 C, no long-term cycling data at 1 C and higher 

C-rate were available. While the properties of Cu-PPy seem ideal as a binder, the exceptionally 

high porosity decreases energy density, and the price of Cu-containing salts may well be a 

hindrance to the widespread application of such technology. 
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Figure 2.7. Cross-linked CPs with active materials to form composite electrodes. Schematic 

demonstration for the formation of Cu-PPy/C-LFP hydrogel. After drying the hydrogel, the 

three-dimensional interconnected electrode structure will form. Reprinted with permission 

from reference [178]. Copyright 2017 American Chemical Society. 

Apart from using cross-linking agents, some studies have attempted to synthesize 

hydrogel-based electrodes via an economical pathway by mimicking the production of CP 

hydrogels for medical application[177,207,224,231], in which CPs were polymerized in the 

presence of battery active materials and water-soluble polymers. For example, a novel Sn@PANI-

SA nanofiber hydrogel was synthesized by in situ polymerization with SA[207]. After a rapid drop 

in specific discharge capacity from ~800 mAh.g-1 to ~650 mAh.g-1 within the first few cycles, the 

Sn@PANI-SA electrode showed a stable specific capacity of ~600 mAh.g-1 and coulombic 

efficiency of 98% within 100 cycles at 0.2 C, which was much better than the Sn/PVDF/C 

electrode. The outstanding performance of the Sn@PANI-SA electrode was considered the 

outcome of a highly porous, conductive PANI/SA hydrogel network, which could reduce the 

internal impedance of the electrode and accommodate volume expansion[207]. Nonetheless, the 

mass loading and electrode thickness were not mentioned to justify its feasibility in high energy 

density batteries.  

Yu et al. also suggested that addition of a small amount of carbonaceous additives to CP-

active material hydrogels can form ternary nanostructured electrodes with promising performance. 

A Si/PPy/CNT electrode could maintain an excellent specific capacity of 1600 mAh.g-1 after 1000 

cycles at a current rate of 3.3 A.g-1. (~ 0.8 C)[48].  Low active material loading (less than 70%), 
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low electrode mass loading (0.3-0.5 mg.cm-1), as well as the high cost of cross-linking agents, 

remain a concern with hydrogel-derived electrodes. Further optimization of the ternary electrodes 

targeting cheaper synthesis precursors and higher electrode mass loading is required to exploit this 

promising electrode design concept.  

By constructing a three-dimensional conducting polymer-active material network, active 

materials are strongly and uniformly embedded in conductive frameworks of CPs, which results 

in low electrode internal resistance and superior cycling performance. Using CPs eliminates 

partially or even completely carbon additives from the electrode and can increase the specific 

energy density of Li-ion batteries (Tables 2 & 3). CP hydrogels as active material matrix show 

good compatibility with the electrode slurry casting method, making this a realistic approach for 

wide-scale application. One of the often-cited advantages of these structures is their high porosity, 

resulting from the drying of the composite hydrogel. While this improves ionic conduction and 

accommodates larger volume changes, it also reduces significantly volumetric energy density of 

composite electrodes. The mass loading and proportion of active materials in these electrodes are 

usually not clearly reported[178,206] or significantly lower than commercially relevant 

electrodes[232–234] at 70-75 wt%[205,207] and 0.3-0.5 mg.cm-2 [205], respectively. This raises 

questions about the applicability of this type of hydrogel-like electrode outside the scope of highly 

specialized high-power applications. A more systematic reporting of energy densities and mass 

loadings within reasonable ranges will be necessary to justify the relevance of CP hydrogel binders 

for widespread application in intercalation batteries.  

III. Conducting polymer-based binders beyond lithium-ion battery technology  

In addition to the development of CP battery binders for lithium-ion batteries, some recent 

studies focus on suitable binders for the next generation of rechargeable batteries such as Li-

S[91,98], Na-ion[89,154,158], and all solid-state batteries[235,236]. The problems encountered in 

Li-S, Na-ion, and solid-state batteries with respect to binder design are similar to those of 

traditional Li-ion batteries, which is demonstrated by the large volume of studies on natural-based, 

water-dispersible binders[117,158] and multifunctional binders[94,104,154]. Therefore, CP-based 

compounds are also promising materials in these applications, exploiting CPs that are modified or 

combined with hydrophilic agents to enable processing into electrode films. The following sections 
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will discuss recent work on CP-based binders for Li-S, and Na-ion batteries as well as potential 

applications in all solid-state Li-ion batteries.  

1) Lithium-sulfur batteries 

In comparison to traditional Li-ion batteries, Li-S batteries exhibit outstanding energy 

storage capacity due to the high theoretical specific capacity of the elemental sulfur cathode at 

~1673 mAh.g-1 [237]. In a conventional Li-S battery electrode, the traditional mixture of PVDF/C 

is a common electrode matrix providing electrical and mechanical connections between sulfur 

particles. Despite the promising theoretical capacity, Li-S batteries remain at a low technology 

readiness level (TRL). This is due to inherent issues of low conductivity of sulfur, shuttle effect of 

polysulfides and the severe material deformation[91,94,98] that is typical to conversion-type active 

materials. Some studies suggest that these problems could be addressed by adding alternative 

binders that could form a strong interaction with sulfur derivatives to suppress shuttle effects as 

well as maintain continuous electric contact after a number of charge/discharge cycles[91,98].  

In lithium-sulfur batteries, CP-based binders can fulfill multiple functions. They act as 

binding agents between electrode materials, sulfide capturing agents, and robust mechanical 

structures accommodating irreversible volume changes. Wang et al. investigated the use of sulfuric 

acid doped PANI (H2SO4-PANI) as a multifunctional binder for sulfur-wrapped activated carbon 

(C-S) as active materials[93] (Figure 2.8). In order to overcome the compact, rigid structure of 

H2SO4-PANI, which was not suitable for accommodating volume change of C-S, m-cresol was 

mixed with H2SO4-PANI to form an extended PANI polymer chain, denoted as meta-

cresol(H2SO4-PANI). The meta-cresol(H2SO4-PANI) binder offered a cobweb that adhered to C-

S (68 wt% S loading) active material via Van der Waals interaction. Moreover, it trapped 

negatively charged polysulfide species through electrostatic interaction with positively charged 

groups on the H2SO4-PANI polymer chain. These interactions could suppress sulfide shuttle 

effects, that are normally encountered with PVDF binders. The authors also claimed that C-S/C/m-

cresol(H2SO4-PANI) (78:20:2 wt%) exhibited low internal resistance compared to C-S/C/PVDF 

(66.6:16.7:16.7 wt%), however, comparing two electrodes with different carbon contents.  

According to the cycling data at 0.36 C, the C-S/C/m-cresol(H2SO4-PANI) electrode showed a 

good initial specific discharge capacity of 725 mAh.g-1 compared to only 410 mAh.g-1 for C-



57 

 

S/C/PVDF. The C-S/C/m-cresol(H2SO4-PANI) electrode demonstrated a capacity retention of 

~52% after 100 cycles at 0.36 C and mass loading was not reported in this study.  

 

Figure 2.8. Application of CP-based binders in Li-S batteries. m-cresol(H2SO4-PANI) binder 

keeps carbon (C), sulfur-wrapped carbon (C-S) in place within the cathode of Li-S batteries. 

Reprinted from reference [93]. Copyright (2017), with permission from Elsevier. 

Other works reported the promising application of PEDOT:PSS-based composites as 

alternative binders for Li-S batteries. Zhang et al. used PAA/PEDOT:PSS (40:60 wt%) composite 

as a multifunctional binder for Ketjenblack-sulfur (KJC-S) cathode materials[104], which were 

synthesized by a melt-diffusion process[238] with a sulfur proportion of 70 wt%. Ketjenblack, 

which is a highly conductive and porous type of carbon black, accounted for 30 wt% of the KJC-

S electrode to ensure good electrical conductivity of electrode. PAA/PEDOT:PSS composite was 

easily prepared by physical blending of PAA and PEDOT:PSS, which are commercially available, 

to combine the advantages of the two polymers. Even though PEDOT:PSS can provide good 

electrical connections and suppress lithium polysulfides dissolution[96,97,104], confirmed by 

cyclic voltammetry[104], PEDOT:PSS suffers from poor electrolyte affinity[104]. PAA, on the 
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other hand, experiences a high degree of electrolyte swelling, allowing good electrolyte exposure 

for S, which is considered a weak ionic conductor. Therefore, combining PAA and PEDOT:PSS 

could take advantage of both components. As a result, the electrode with PAA/PEDOT:PSS binder 

performed better than electrodes with solely PAA or PEDOT:PSS binders. A C-

S/C/(PAA/PEDOT:PSS) (70:20:10 wt%) cathode could achieve a high initial specific capacity of 

1121 mAh.g-1 at 0.5 C. However, the electrode mass loading was only 0.8 mg.cm-2. After cycling 

for 80 cycles at 0.5 C, it retained 74% of its initial capacity. Another study addressed the stability 

of lithium-sulfur batteries by using ionically cross-linked PEDOT:PSS-Mg2+ binder[239]. The 

divalent Mg2+ ions act as ionic cross-linkers to PSS by binding to two sulfonate groups. The robust 

conductive network of PEDOT:PSS-Mg2+ withstood structural degradation and suppressed the 

shuttle effects by introducing strong ionic interactions between immobilized positive charges on 

the binder and negatively charged sulfides. As a result, the specific capacity reached 1097 mAh.g-

1 in the 1st cycle and remained at 74% capacity after 200 cycles at 0.5 C rate, which was superior 

compared to PVDF/C binder-based Li-S batteries[239].  

One study mimicked the structure of PEDOT:PSS by introducing PPy:PSS as a mixed 

ionic-electronic conductor [92], in which PSS worked as a PPy dopant. However, instead of 

mechanically mixing S particles with the PPy:PSS composite, they heated a mixture of PPy:PSS 

and S at 155 oC for 6 hours to irreversibly bind S to the PPy:PSS surface. The heat-treated 

PPy:PSS-S (10:90 wt%) powder was mixed with PVDF/C to form a PPS:PPy-S/PVDF/C (85:10:5 

wt%) electrode with high S-content, high mass loading of 6.0 mg.cm-2, and high initial areal 

capacity of 6.6 mAh.cm-2, which met the benchmark for Li-S electrodes[240]. Besides reducing 

charge-transfer resistance within the electrode, which was confirmed by EIS measurement, 

PPy:PSS also played a key role in suppressing severe polysulfide dissolution through the 

interaction between sulfide species and PPy. These positive influences resulted in a good initial 

capacity of 1108 mAh.g-1 and moderate capacity retention of 64% after 200 cycles at a 0.1 C 

discharge rate.  

Several publications have demonstrated the interactions between heteroatoms in CP-based 

binders and polysulfide species (Li2S, Li2S2), which suppresses the sulfide shuttle effect and 

increases cycling performance. Besides the representative studies mentioned above, other 

approaches such as coating sulfur surface with CPs or trapping sulfur in multi-dimensional CP 
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frameworks represent promising strategies for improving Li-S battery performance. A more 

detailed discussion on using CPs in Li-S batteries can be found in the literature[91,98,102,241].  

2) Sodium-ion batteries.  

Na-ion battery electrodes experience similar issues to those of Li-ion batteries, such as 

electrode cracking[218,242], and ion-dissolution[77,149,243], which eventually results in capacity 

decay. Previous work addressed the stability problem by introducing alternative binders that 

contain an abundance of hydroxyl and carboxyl groups such as SA[149] and CMC[117]. These 

studies underline the fact that hydroxyl and carboxyl groups in these aqueous binders can form 

hydrogen bonds with active materials, creating a strong interaction within electrodes that 

subsequently results in better lifespan and capacity retention[90]. Carbonaceous compounds such 

as carbon black remain the primary additive for offering electrically conductive pathways.  

Dai et al. fabricated a composite electrode consisting of pure Sn NPs and conductive PFM 

binder[137] without adding carbon additives. Despite suffering intrinsic large volume changes, the 

conductive network of the Sn/PFM anode exhibited no noticeable electrically-isolated regions, 

which were easily observed in the case of Sn/PVDF and Sn/CMC anodes. As a result, the Sn/PFM 

anode achieved an initial specific discharge capacity of 610 mAh.g-1 and showed no significant 

capacity decay after 10 cycles at 0.1 C rate. This finding suggests that CP-based binders may be a 

valuable pathway to alleviating some of the problems facing the development of commercial Na-

ion battery technology. 

3) Solid-state batteries  

With the great scrutiny that new technologies are facing, Li-ion battery fires and explosions 

are widely reported and discussed in the news. Solid electrolytes become a promising replacement 

for flammable liquid electrolytes, leading to the development of all-solid-state batteries[35,61]. 

Moreover, recent developments in all-solid electrolytes have shown competitive or even superior 

ionic conductivity with a near-unity transfer coefficient, making them promising candidates for 

high-power applications and there is hope that solid electrolytes may become more stable against 

Lithium dendrite formation, making the use of lithium metal as ultimate high-energy anode 

possible[59,244]. The combination of intercalation materials with these solid electrolytes in 

composite electrodes remains a significant challenge, given that the rigid electrolyte structure is 

unable to accommodate active material volume changes[245]. This leads to mechanical electrode 
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disintegration and fast capacity fading when composite electrodes are applied. Good cycling 

performance is only observed in thin-film all-solid-state cells[61,245]. In all solid-state batteries, 

liquid electrolytes are replaced by solid electrolytes, which requires the battery matrix to conduct 

both electrons and lithium ions efficiently within the electrode structure. 

Several studies recently suggest that replacing PVDF/C with a mixed-conducting CP-based 

matrix might allow ionic and electronic connection of all particles in the electrode while 

accommodating electrode volume changes. For example, Hammond et al. introduced a mixture of 

PEDOT:PSS and poly(ethylene oxide) (PEO) as a promising dual conductor[187]. Surprisingly, 

composites of these electron and ion-conducting polymers show increased electronic and ionic 

conduction than their pure forms. The mechanism of this charge transport enhancement in the 

composite is yet unexplained. Even though PEDOT:PSS:PEO has not been tested in a full-cell 

solid electrolyte Li-ion battery, the superior electronic and ionic conductivities of 

PEDOT:PSS:PEO compared to PVDF/C promise good adaptability of this electrode matrix for use 

in electrodes of all-solid-state batteries[187]. Another study from Zeng et al. suggested the 

synthesis of a dual conductive matrix for a Si anode[182], in which electronically conductive 

PEDOT:PSS was assembled with ionically conductive PEO and polyethylenimine (PEI). The dual 

conductive matrix not only provided better ionic and electronic connection within the Si anode 

compared to the commonly used CMC/C electrode matrix, but it also offered good mechanical 

strength through crosslinking and electrostatic interaction between PEDOT:PSS, PEO, and PEI. 

These features suggest that PEDOT:PSS:PEO:PEI might be helpful to address the issues of all 

solid-state batteries mentioned above.  

IV.  Compatibility of conducting polymer-based binders with battery environments – A 

knowledge gap 

1) Electrochemical and chemical stability  

CPs have been well-studied and used in many applications due to their combination of 

intrinsic conductivity with the processing, elasticity, and stability of  polymers[175,246]. 

However, the implementation of CPs in rechargeable battery technologies is still limited. Even 

though the studies mentioned above suggest that CP-derived compounds are great alternative 

battery binders, only a few studies presented stability tests of these binders. Given that 

electrochemical, chemical, and thermal stability is one of the hallmarks of currently used 
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fluorinated polymers, the decoration of CPs and composites with typically much more reactive 

unsaturated bonds and polar bonding raises the question of whether these binders are suitable for 

battery applications.  

Since battery binders are in contact with liquid electrolytes and active materials, the affinity 

of binders to electrolytes influences swelling and wetting, and in consequence electrode adhesion, 

porosity, tortuosity, and ionic conductivity of the electrode, which in turn influences battery 

performance[247]. Sufficient wetting of the complete composite electrode structure is needed, 

while excessive swelling affects structure and electrolyte availability. Several studies discussed 

the swelling behaviors of CP-based binders in different electrolytes. Vlad et al. reported that 

PEDOT:PSS showed no signs of solubility, and limited swelling in carbonate-based, and ether-

based electrolytes[248]. Ding et al. claimed that PEDOT:PSS demonstrated a low affinity to 

carbonate-based electrolyte solvent[104]. As the low electrolyte uptake of these CPs is a concern 

for Li-ion and Li-S batteries, some studies combined CPs with compounds that exhibit high 

electrolyte affinity, such as CMC and PAA to enable good ionic transport within the electrode 

structure[104,199]. Some studies, on the other hand, reported high electrolyte uptake CP-based 

binders such as PF-COONa[202], and Poly(2,7-9,9-dioctylfluorene-co-2,7-9,9-(di(oxy-2,5,8-

trioxadecane))fluorene-co-2,7-fluorenone-co-2,5-1-methylbenzoate ester) (PEFM)[140], which 

showed an improved lithium transport within the cell and good cycling performance. Connected 

to wettability is binder chemical stability in prolonged contact with electrolytes and active 

materials. This issue has so far found little attention in the literature. Generally, CP-based binders 

should have an appropriate affinity to electrolytes to run in both anode and cathode of Li-ion 

batteries. In addition, they should support the formation of robust, stable solid electrolyte interfaces 

(SEI) to work efficiently in the anode[136,249].  

With respect to electrochemical stability, binders should be either redox-inactive or exhibit 

high reversibility in their redox-activity. Das et al.[32,250], corroborated by Sandu et al. [248], 

claimed that PEDOT:PSS was redox inactive in Li+ aprotic electrolyte within the operating 

potential window of Li-ion battery cathode (2.5 V - 4.2 V vs Li/Li+) after performing cyclic 

voltammetry (CV) at a low scan rate of 1 mV.s-1. However, CV measurements of PEDOT:PSS at 

low (~10 mV.s-1) and high scanning rate (~250 mV.s-1)[251] suggest that PEDOT:PSS redox 

activity is merely slow within the voltage window of Li-ion battery cathodes, resulting in low 
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current signals at low scan rate. At the Li-ion battery anode, Nicolosi et al. reported on a 

PEDOT:PSS-only electrode exhibiting a reversible capacity of ~ 20 mAh.g-1 at 0.14 C [119]. Other 

CP-based binders are reported to participate in reversible redox reactions, adding additional 

storage capacity to composite electrodes. For example, PANI was combined with carbon 

nanotubes (CNT) to fabricate PANI/CNT cathode[252], which cycled between 2.0 and 3.9 V vs 

Li/Li+. The PANI/CNT cathode could yield a good specific capacity of 86 mAh.g-1 and a 

coulombic efficiency of ~90% after 100 cycles. Another study utilized PPy nanopipes as cathode 

materials for lithium-ion batteries, which could deliver a capacity of up to 125 mAh.g-1 [253]. 

Within the potential window from 1.5 V to 4.5 V vs Li/Li+ a reversible pattern of redox peaks was 

observed that confirms electrochemical reversibility. A more complete discussion of CPs as 

charge-storing components in batteries can be found in review papers on organic battery 

electrodes[254]. These studies demonstrate the importance of considering CP contribution to 

charge storage, also in situations where the CP component is considered only within the electrode 

matrix. 

2) Electrical conductivity  

Most studies on CP-based binders rely on carbon additives in their electrode formulations 

to achieve sufficient conductivity. Carbon-additive-free electrodes take advantage of CP 

composites as self-conductive battery binders/matrices[119,120,178,197,199,201]. The 

development of carbon-free electrodes is driven by the aim to reduce the amount of inactive 

material in the electrode. In this context, the comparative percolation threshold between 

conducting polymers and traditional conductive additives plays a crucial role in defining the ability 

of conducting polymers to outperform carbon-containing electrodes. The electrical percolation 

threshold depends on the electrode porosity[255,256], composite microstructure[257] and intrinsic 

electrical conductivity of fillers[258]. Whereas electrode porosity is defined by the required ionic 

conductivity in the electrode and the intrinsic conductivity of conductive additives is typically 

lower in CPs than carbon additives, the long-range molecular structure of CPs affects strongly the 

macroscopic electronic conductivity. To quantify the extent to which CPs are “unfolded” in their 

microscopic structure, the fractal dimension can be determined[259], which can vary over a large 

range for CPs, whereas it is less variable for carbon black additives. This gives rise to differing 

macroscopic conductivities, dependent on the matrix within which CPs are dispersed. For example, 

by dispersion of PEDOT:PSS in polyethylene glycol, the electrical conductivity of the composite 
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material was measured to increase, compared to the pristine PEDOT:PSS material[187]. Some 

mixtures of CPs and carbonaceous conductive additives exhibit synergistic effects, by reducing 

percolation thresholds of both the conducting polymer and carbonaceous conductive filler[260]. 

Consequently, CP binders may reduce inactive materials also in electrode composites that contain 

carbon additives. 

Unlike carbon additives, whose electrical conductivity is independent of the redox 

potentials of the electrode, the electrical conductivity of CPs changes from highly conductive to 

insulating when CPs are in the oxidized or reduced state, respectively[261,262]. Most CPs exhibit 

the highest conductivity in the oxidized state, at which the CP backbone carries positive charges 

and electrolyte anions serve as counter-ions[263,264]. The cathode normally operates between 2.8 

to 4.2 V vs Li/Li+, in which most CPs such as PEDOT:PSS[262] and PANI[265,266] are in a 

conductive form. Some of these CP composites have been shown not to exhibit any 

electrochemical reaction within the cathode potential window[120,250]. The resulting 

conductivity of those CP composites has allowed successful fabrication of carbon-free cathodes 

with CP-based binders. Given the low electrode potential of the anode, the same binders should 

thermodynamically not exist in their oxidized state. Yet, some studies confirmed that CP-based 

binders show negligible faradaic redox processes in the anode potential window (0-1 V vs Li/Li+) 

and remain conductive without further carbon additives. For example, Nicolosi et al. successfully 

demonstrated the fabrication of a carbon-additives-free electrode with PEDOT:PSS as a 

conductive battery binder for Si anodes[119]. Other studies also employed PPy-based[178] and 

PANI-based[199,201,205] battery binders for achieving carbon-free anodes. While these studies 

have not discussed the conductivity of CPs at these reducing potentials, studies have previously 

shown that CPs may be reduced beyond their neutral state in non-aqueous electrolytes and exhibit 

conductivity in n-doping state[267]. Another possible explanation is that since the kinetics of redox 

processes of CPs, PEDOT:PSS as an example, is sluggish in non-aqueous 

electrolytes[32,250,251,267], CP reduction may be limited to a surface layer, leaving a sufficient 

magnitude of electrically conductive oxidized CP to work as a conductive network in anode 

electrodes. Clarification of redox activity and conductivity of CPs in battery electrolytes across the 

accessible potential ranges would enable a more targeted design of CPs as binders and conducting 

additives in battery electrodes.  
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3) Other concerns  

Traditional PVDF/C electrode matrices have been highly successful because they are cost-

effective. It is unclear whether the cost of CP-based binders can compete with traditional 

compositions or be offset by performance gains. While commercial PEDOT:PSS preparations are 

significantly more expensive than traditional PVDF and carbon additives, lower-cost alternatives, 

such as polypyrrole- and polyaniline-based binders may be produced at a competitive cost. Many 

studies aim to develop CP-based binders that are compatible with the current slurry casting 

process, allowing them to be used as a drop-in technology and minimizing new capital 

investments. While most of the current CP binder research is of academic nature and explores the 

opportunities that CP binders can yield, cost should be considered when new CP binders are 

proposed. 

Many of the conducting polymers presented here can be processed in aqueous 

solutions[119,180,199], providing a significant advantage over PVDF that is commonly processed 

in the toxic and expensive solvent NMP. This reduces environmental impact and solvent costs of 

electrode processing[268]. Yet, there is concern that aqueous binders, such as SBR, CMC, and 

PAA, might trigger proton-lithium exchange in lithiated active materials[269–272], such as LCO, 

NCM, and NCA, as well as induce the corrosion of aluminum foil due to the rise of the pH of the 

cathode slurry[273–276]. The current method to alleviate the latter of these issues is the 

acidification of the cathode slurry[271,272] and utilizing carbon-coated aluminum foil as a current 

collector[275,276]. Given the fact that most CP-based binders are processed in water, future 

studies should consider the effect of an aqueous slurry on the current collector and active materials. 

The synthesis of CP-based battery binders typically involves monomers, oxidants, templates 

and/or cross-linkers, in which the cost and potential hazards need to be assessed. The application 

of CPs in medical devices as demonstrated the biocompatibility and biodegradability of many of 

these composites[277,278] which reduces significantly the amount of environmental 

contamination with perfluorinated compounds. 

V. Conclusions  

The complex structure of lithium-ion batteries requires the innovative design of all 

electrode components, including active materials, binders, conductive additives, electrolytes, and 

separators. This review has shown how mechanical degradation could be mitigated by the 
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replacement of the traditional PVDF/C electrode matrix with CP-based binders as flexible and 

adhesive conductors. This is one of the ways that research into passive materials and composites 

opens up the active material space by transferring requirements for active materials, such as low 

volume change, to passive materials that can accommodate those requirements, such as flexible, 

adhesive conductors.  

Multifunctional CP-based binders have shown promising features such as compatibility 

with aqueous processing, sufficient electronic conductivity, strong adhesion to active materials 

and possible capacity contribution. Research has overcome the intrinsically poor processability of 

pristine CPs by forming composites with hydrophilic polymers, modifying CP side chains with 

hydrophilic groups and fabricating a hydrogel-derived 3D electrode framework of conducting 

polymer-active material via in situ polymerization. The two former approaches are attractive for 

their facile synthesis and scalability at a reasonable cost. The latter approach inherits the 

advantages of hydrogel materials such as tunable nanostructure and hierarchical 3D electrode 

frameworks with interconnected pathways for ionic and electronic conductions. More importantly, 

the design concept for CP-based binders mentioned above, especially hydrogel-based CP 

materials, may find application also in supercapacitors and flexible/wearable devices[279].  

Open questions remain. Electrochemical and chemical stabilities remain an underexplored 

issue. While evidence has been presented that CP-based binders perform well over many cycles, a 

systematic study of the chemistry of these binders after long-term cycling and abuse conditions 

will allow a more substantial discussion of potential side-reactions and their long-term impact on 

battery performance. Moreover, we know little about the complex interplay of CP-based binder 

swelling, electrode microstructure, and effects on ionic and electronic conductivity within complex 

composite electrodes. Finally, it is important that reporting standards in battery research are upheld 

also in the exploration of CP-based binders, so that energy densities and specific energies can be 

easily compared to traditional battery electrode compositions. As research into CP-based binders 

is accelerating, we are confident that these issues can be overcome. The literature has already 

shown significant performance improvements in Li-ion technology, based on the application of 

CP-based binders. Studies into applications of CP-based binders in non-traditional rechargeable 

batteries may point to applications, where CP-based binders can have a more significant impact in 
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enabling new technologies to break through and become commercially competitive to the high-

performance standards set by current Li-ion technology. 

As the material scope of rechargeable batteries is widening, this review has shown that CP-

based binders can have an important role to play in the development of new battery chemistries. 

Aqueous processing, strong adhesiveness, combined with good electronic conductivity and 

mechanical flexibility make CP-based binders strong candidates to support the implementation of 

exotic high-performance materials in rechargeable batteries. As research is progressing, the 

commercial success of these binders can be found when confidence in their ability to sustain long-

term cycling has been established. 
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Chapter 3. Conducting Polymer Composites as Water-Dispersible Electrode 

Matrices for Li-Ion Batteries: Synthesis and Characterization 

Abstract 

This chapter describes the first effort in developing CP-based electrode matrices based on 

the unique combination of CPs and carboxylate-containing aqueous binders. Specifically, 

polypyrrole:carboxymethyl cellulose (PPy:CMC) composites were synthesized by in situ chemical 

oxidative polymerization. Several characterization techniques had been used to understand the 

morphology, structure, and physical/chemical properties of PPy:CMC composites. Following that, 

carbon-additive-free LiCoO2/PPy:CMC cathodes were fabricated by using PPy:CMC composites 

with water as a processing solvent. Carbon-additive-free LiCoO2/PPy:CMC cathodes were then 

cycled to study the performance of PPy:CMC electrode matrices. 

I. Introduction  

The more charges are stored in a smaller space, the greater is the need for structural 

relaxation at the atomic level in response. As such, in the search for battery materials with ever-

increasing energy densities, larger volume changes during cycling become more likely. Those 

volume changes need to be mitigated by the electrode matrix, which provides an adhesive and 

conductive framework for active materials. Failing to maintain electrode integrity upon repeated 

charging and discharging results in capacity fading[157]. Some of the high-energy-density 

materials for which this has become evident are silicon-based anodes[37,135,208] and Ni-rich 

LiNixMnyCo1-x-yO2 (NMC) cathode[7,269,280] materials. Nonetheless, less research has been 

devoted to developing electrode matrices in comparison to research on active materials. 

Consequently, the limitations of current battery electrode matrices are holding up the development 

of some promising high-energy-density materials. 

The electrode matrix is usually comprised of carbonaceous conductive additives and non-

conducting polymeric binders. Over the last two decades, the most commonly used electrode 

matrix is polyvinylidene fluoride/carbon black (PVDF/C) due to its excellent 

electrochemical/chemical stability and ease of processing[281]. In the development of new high-

energy-density battery materials, some intrinsic drawbacks of PVDF/C are becoming more 

prominent[117,154,157]. Firstly, processing of battery electrodes with PVDF/C requires toxic N-

Methyl-2-pyrrolidone (NMP) and electrode drying and solvent recovery are energy intensive[268]. 



68 

 

Secondly, fluoropolymers, such as PVDF, exhibit famously weak intermolecular interactions with 

other substances, which makes them well suited as lubricants[282]. Simultaneously, they are very 

weak adhesives in electrodes, which significantly contributes to battery performance degradation 

due to electrode disintegration upon cycling[140,154,157]. Strong interaction between the 

electrode matrix and active materials is vital to suppress electrode cracking, maintain electrode 

architecture as well as enhance electrode stability[166]. Thirdly, carbonaceous additives exhibit 

little polarity at their surface. Given highly polar oxide intercalation materials and electrolytes, this 

lack of polar interactions within the matrix increases the occurrence of contact loss and carbon 

agglomeration[120,154]. The development of conductive electrode matrices with polar surfaces 

improves ease, cost, and environmental impact of electrode processing, and addresses longevity 

of electrodes with large volume changes by increasing adhesion of the conductor to the active 

materials[154,157,158]. 

Several strategies have been reported to prepare alternative electrode matrices to enhance 

battery performance. Most studies have focused on using aqueous battery binders and other 

carbonaceous additives[158,273,283]. Moving to aqueous binders, such as carboxymethyl 

cellulose (CMC)[90,273], alginate[166,167], and polyacrylic acid (PAA)[208,226,284], electrode 

processing becomes cheaper and more environmentally friendly[90,158,268]. At the same time, it 

exploits intermolecular interactions and chemical bonding with active materials[166,193,285], 

resulting in stronger adhesion. As a result, the electrode integrity and good performance in high-

energy-density electrodes, such as silicon, can be maintained over more cycles. An alternative 

approach exploits the combination of electrical conductivity, mechanical flexibility, and extended 

microstructure of conducting polymers to boost the electrical conductivity of battery electrodes 

with promising results[12,32,177,199,286,287]. By adding a small amount of conducting polymer 

into a mixture of active materials, conventional binders, and carbon additives, the conducting 

polymers can bridge connections between conductive particles that would otherwise be lost, 

leading to the maintenance of a continuous conductive network. Other electrode matrix designs 

are based on functional group-modified conducting polymers[137,197,288] and three-dimensional 

conducting polymer gels[46,48,205,207,279], in which carbon additives and/or additional binders 

(PVDF, CMC) are involved during electrode fabrication. Chapter 2 describes these efforts in 

developing conducting polymer-based binders in more detail[4]. Some studies have reported the 

fabrication of carbon-additive-free electrodes with only active materials and poly(3,4-
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ethylenedioxythiophene):polystyrene sulfonate (PEDOT:PSS)[119,120]. No additional 

conductive additives and binders are required to fabricate electrodes, which suggest the possibility 

of using conducting polymers as single-component multifunctional electrode matrices. Despite 

their promising results, however, the high cost of PEDOT:PSS hinders the wide-scale application 

as a battery electrode matrix.  

The success of PEDOT:PSS is based on the combination of the conducting polymer 

PEDOT with a water-dispersible polymer PSS. As PEDOT carries positive charges (electronic 

holes) along its backbone in its conductive state and PSS contains negatively charged sulfonate 

groups, both polymers are permanently intertwined, forming a molecular composite[289]. In this 

composite, PEDOT provides electronic conductivity, whereas PSS increases adhesion, gives the 

composite film-forming properties and makes it dispersible in water. Inspired by the PEDOT:PSS 

structure, other combinations of conducting polymers and polyelectrolytes can be developed, as 

demonstrated herein. Our composites are synthesized through the facile and scalable in situ 

polymerization of conducting polymer monomers such as pyrrole or aniline in the presence of 

carboxylate-containing polymers such as carboxymethyl cellulose (CMC), alginate or polyacrylic 

acid (PAA).  

In this chapter, polypyrrole:carboxymethyl cellulose (PPy:CMC) composites were 

synthesized and characterized to demonstrate the design concept of alternative conducting 

polymer-based electrode matrices. Despite being used previously as supercapacitor electrode 

materials[213,290], the structure and properties of in situ polymerized PPy:CMC composites is 

not well-understood, in particular for their consideration as Li-ion battery electrode matrix. Other 

PPy:CMC composite hydrogels have been also reported as promising bioelectrodes[291] and 

bioactive materials[292]. Herein, the preliminary examination of PPy:CMC composites as 

electrode matrices was performed on a LiCoO2 cathode. This study forms the basis of 

investigations on similar alternative conducting polymer-derived electrode matrices that can offset 

the drawbacks of PVDF/C and make many high-energy-density battery materials commercially 

feasible.   
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II. Experiment  

1) Chemicals 

For the synthesis of polypyrrole:carboxymethyl cellulose (PPy:CMC) composites, pyrrole 

(Sigma-Aldrich, 98%), FeCl3 (Fisher, 98%), sodium carboxymethyl cellulose (Na-CMC) (Sigma-

Aldrich, MW= 250000 g/mol, degree of substitution 0.9), and ethanol (Fisher, 98%) were used as 

purchased without further purification. For electrode fabrication, LiCoO2 (Sigma-Aldrich, 99.8%), 

PVDF (Sigma-Aldrich, 99%, MW= 534 000 g/mol), C-black (Cabot, black pearls 2000), and N-

Methyl-2-pyrrolidone solvent (NMP) (Sigma-Aldrich, 99%) were used. Reverse osmosis (RO) 

water was used throughout the experiment. 

2) Synthesis of PPy:CMC composites 

PPy:CMC composites were synthesized via in situ polymerization. Firstly, Na-CMC was 

completely dissolved in water. After that, 400 µl (~5.8 mmol) pyrrole was added to the viscous 

Na-CMC solution. The mixed precursor solution was then placed in an ice bath. The mass ratio 

between pyrrole and CMC was varied as follow: 1:0 (0 wt% CMC), 1:0.25 (~25 wt% CMC), 1:0.5 

(~33.33 wt% CMC), 1:0.75 (~42.85 wt% CMC), 1:1 (~50 wt% CMC),  and 1:1.25 (~55.5 wt% 

CMC), which were denoted as PPy, PPy:CMC 1:0.25, PPy:CMC 1:0.5, PPy:CMC 1:0.75, 

PPy:CMC 1:1 and PPy:CMC 1:1.25, respectively. FeCl3 was dissolved in water and added 

dropwise into the above precursor solution. The molar ratio between pyrrole and FeCl3 was 

initially fixed at 1:2.5 (denoted as R2.5) and then increased to 1:2.75 and 1:3.0, which were 

denoted as R2.75 and R3.0, respectively. The concentration of pyrrole was 0.6 mol L-1. The 

polymerization reaction was carried out for 4 hours in an ice bath. The product suspensions were 

immersed in ethanol overnight with the suspension/ethanol volume ratio of 1:4 to induce the 

precipitation of PPy:CMC composites. The precipitates were filtered by vacuum filtration and 

washed with ethanol until a colorless filtrate was observed. The products were then dried at 80 °C 

under vacuum for two days. 

3) Material characterization 

To characterize the structure of conducting polymer composites, transmission electron 

microscopy coupled with energy-dispersive X-ray spectroscopy (TEM/EDX), scanning electron 

microscopy (SEM), X-ray photoelectron spectroscopy (XPS) and scanning transmission X-ray 

microscopy (STXM) were used. PPy:CMC samples were dispersed in isopropanol and drop coated 
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on carbon-film-coated copper grids for TEM and EDX measurements on the FEI Talos F200X 

microscope at an accelerating voltage of 80 keV. SEM imaging was performed on an FEI Nova 

NanoSEM 450 microscope. SEM imaging for electrodes was performed by imaging 2x2 mm 

electrode pieces coated on Al substrate. XPS measurements were performed on a Kratos Axis Ultra 

spectrometer at a pass energy of 160 eV for survey scans and 20 eV for N 1s, C 1s, O 1s narrow 

scans. Charge neutralization of 2.5 eV was applied for each measurement. STXM imaging on 

PPy:CMC 1:1 composite was performed at the 10ID-1 SM beamline of the Canadian Light Source 

(CLS). Further details on sample preparation, instrument setup, and data analysis are provided in 

the supporting information.   

To measure the electrical conductivity of PPy:CMC composites, samples were compressed 

into PPy:CMC pellets and measured employing the four-point probe method on a Miller Design 

FPP-5000 instrument. The 0.6 mm-thick pellets were prepared by grinding 100 mg of PPy:CMC 

sample and compressing it at 200 MPa in a hydraulic press. In order to evaluate electrode cohesion 

and adhesion, scratch testing was performed on 15 mm diameter electrode pieces, which contained 

20-25 µm-thick electrode coatings on a 25 µm-thick Al substrate. Scratch tests were performed 

with assistance from Anton-Paar on an Anton Paar MST3 Micro Scratch Tester with feed-back 

loop. A Rockwell diamond tip with a tip radius of 20 µm was scanned across an immobilized 

electrode piece at a constant speed of 3 mm min-1 and a loading rate of about 45 N min-1. Two 

failure events were recorded. An initial detachment was marked at the smallest force at which a 

first penetration to the Al sublayer is observed, and full delamination was marked by the 

continuous delamination of the electrode film from the Al substrate.  

4) Battery fabrication and testing  

LiCoO2/PPy:CMC electrode slurries were prepared by ball-milling LiCoO2 and PPy:CMC 

composites in water with a solid content of ~30 wt%. The mass ratio between LiCoO2 and 

PPy:CMC composites was fixed at 90:10 (wt%:wt%). The electrode slurries were cast on 25 µm 

thick aluminum (Al) foil (MTI, USA) using a doctor blade. The electrode thickness and mass 

loading were approximately 25 µm and 3 mg cm-2 respectively. After drying in a vacuum oven for 

two days at 80oC, electrode sheets were cut into 15 mm disks. Standard LiCoO2/PVDF/C 

electrodes were prepared by a similar procedure in NMP with 5 wt% PVDF and 5 wt% carbon 

black unless otherwise specified. In order to evaluate electrode performance, half cells of R2032-
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format (MTI, USA) were assembled in an argon-filled glove box with oxygen and moisture level 

below 0.1 ppm. LiCoO2/PPy:CMC or LiCoO2/PVDF/C electrodes were used as cathodes. LiPF6 

in DMC/EC (50:50 v/v, Sigma-Aldrich) was used as the electrolyte. 15 mm lithium anode disks 

were cut from a lithium ribbon (Alfar Aesar, 99.9%, 0.75 mm thick). WhatmanTM glass fiber 

(Fisher) was used as the separator. Coin cells were galvanostatically cycled with cut-off voltages 

of 2.8 V and 4.2 V vs. Li/Li+ on Neware Battery Cyclers. A current density of 274 mA g-1 and 27.4 

mA g-1 was applied to cycle coin cells as denoted as 1 C and 0.1 C-rate, respectively.    

III. Results and Discussion  

1) Structure of PPy:CMC composites  

To confirm the successful synthesis of PPy:CMC composites, the chemical structure and 

nanoscopic morphology of the prepared composites were investigated. PPy:CMC composites were 

synthesized in their oxidized state by chemical oxidative polymerization of pyrrole in aqueous 

CMC solution. In the oxidized state, an anionic dopant is necessary to charge-balance positive 

charges on PPy. In the synthesis solution, those negative charges are mainly carried by carboxylate 

groups on CMC, which encourages the formation of a molecular composite between PPy and 

CMC, as presented in Figure 3.1. In such composite, the large-size CMC-based anionic dopant is 

immobilized, leading to a homogenous distribution of properties of both components. Since ferric 

chloride was used as an oxidant during the polymerization process, trace amounts of iron and 

chloride ions are expected to be found in the final composition. Together with protons and 

hydroxide ions, they serve as additional charge balancers in the structure of PPy:CMC composites. 

The electrical conductivity of the composites is anticipated to depend on the oxidation state and 

doping level of PPy[293,294], as well as the structural arrangement of PPy:CMC composites[212]. 

The presence of CMC in the composite structure is not only responsible for the water-dispersibility 

of PPy:CMC composites, but it is also expected to influence electrode adhesion and cohesion. 

Moreover, since CMC is a non-conductive polymer, the CMC content might affect the electrical 

conductivity of PPy:CMC composites. 
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Figure 3.1. Simplified reaction scheme of the in situ polymerization of PPy:CMC composites. 

The targeted molecular structure of PPy:CMC composites (right) shows ionic bonding between 

PPy and CMC, in which carboxylate groups serve as main immobilized dopants for PPy. 

Generally, positively charged PPy could be doped by X- (carboxylate, chloride and hydroxide 

anions). Negatively charged carboxylate groups could be balanced by Y+ (PPy, iron, and 

hydrogen/hydronium cations).  

A comparison between in situ polymerized and mechanically mixed PPy:CMC 1:1 R.2.5 

composites morphology was carried out. In contrast to the in situ polymerized sample, PPy in the 

mechanically mixed composite is already oxidized and doped when it is mixed with CMC. 

Consequently, such a composite would exhibit a different microstructure and potentially separate 

phases. Figure 3.2 (a) shows the SEM image of in situ polymerized PPy:CMC 1:1 R.2.5 composite 

(denoted only as PPy:CMC 1:1 R.2.5), confirming a single homogenous morphology, consisting 

of fused nanospheres of approximately 50 nm in diameter. In contrast, the morphology of the 

mechanically mixed PPy:CMC 1:1 R.2.5 composite (Figure 3.2 (b)) shows connecting material 

between nanospheres.  
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Figure 3.2. SEM and TEM images of in situ polymerized PPy:CMC 1:1 R.2.5 composite (a,c,e) 

and mechanically mixed PPy:CMC 1:1 R.2.5 composite (b,d,f). PPy:CMC 1:1 R.2.5 composite 

scanning transmission x-ray microscopy. Image overlay (g): optical density in the carbon K-

edge region increases with brightness and contribution of the peak at 285 eV to overall optical 

density increases with color saturation. Average spectra in two regions of interest (h) within a 

region of high color saturation (red framed) and low color saturation (green framed) showing 

differences in the C1s → π* transition intensity. 
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TEM reveals a nano-morphology of 50.3 ± 2.1 nm spheres in the PPy:CMC 1:1 R.2.5. 

Figure 3.2 (e) depicts the homogeneous distribution of nitrogen and oxygen in the elemental map 

of PPy:CMC 1:1 composite. Using nitrogen and oxygen signals as indicators for PPy and CMC, 

respectively, the elemental mapping shows a homogenous distribution of both components within 

the resolution limit. In comparison, the mechanically mixed PPy:CMC 1:1 R.2.5 composite 

exhibits more discrete spherical PPy particles with a larger particle size of 72.6 ± 11.8 nm (Figure 

3.2 (f)). No significant difference in elemental distribution is observed. 

To verify the chemical structure of PPy:CMC 1:1 composites, X-ray absorption and 

photoelectron measurements were taken. The spatially-resolved STXM image reveals a complex 

structural arrangement of components in PPy:CMC 1:1 R.2.5 composite (Figure 3.2 (g)). The C 

K-edge spectrum shows two main peaks, of which the first peak at 285 eV is characteristic of the 

C 1s → π* transition of carbon-carbon double bonds[295]. As such, this peak is indicative of the 

presence of PPy and it would not be expected in pure CMC[296]. While the intensity of this peak 

varies with location (Figure 3.2 (h)), it contributes to significant absorption intensity throughout 

the sample. Transitions at 288 eV and above correspond to C 1s → π* transitions of carbon-oxygen 

double bonds, as observed in CMC, and less specific C 1s → σ* transitions[295,296]. These 

spectra are consistent with the co-location of PPy and CMC in the sample with some variation in 

relative composition[297]. 

Similar structural complexity is observed in XPS measurements (Figure 3.3). Given the 

high surface sensitivity of XPS spectra, a strong spatial dependence of the nitrogen and oxygen 

signals is observed that suggests surfaces that are largely CMC dominated. The survey scan 

exposed also a ferric chloride contamination with an Fe elemental contribution well below 1%. 

High-resolution spectra were recorded for C 1s, N 1s and O 1s. Figure 3.3 (b) demonstrates an N 

1s spectrum that is dominated by the characteristic absorption of amine/imine groups at 400.1 eV. 

The high binding energy shoulder corresponds to two positively charged groups C=N+ and C-N+, 

whereas, the low binding energy shoulder corresponds to the C=N group[298]. Peak fitting allows 

the extraction of PPy oxidation of approximately one charge per three pyrrole units. The C 1s XPS 

spectra show characteristic peaks at ~284.3, 285.0, 286.3, 287.5, and 289.1 eV, which corresponds 

to PPy Cα, PPy Cβ, C-OH/C=N/C-N+, C=O/C=N+ and COO-, showing absorptions that are 

characteristic to PPy[299] and CMC[299]. Indications of the CMC presence are also observed in 
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the O 1s XPS spectra with characteristic peaks for the carboxylate (COO-) anion. A summation of 

all charged groups from XPS fitting does not balance all negative charges, suggesting a role of 

polypyrrole protonation as positive charge carriers in the composite. While the in situ synthesis of 

PPy in the presence of CMC provides an improved environment to achieve doping of PPy with 

carboxylate groups from CMC, it is likely that competition with Cl- anions lead to mixed doping. 

 

Figure 3.3. Survey XPS spectra (a) showing the complexity of the PPy:CMC 1:1 R.2.5 

composite structure. High-resolution XPS scans for N 1s (b), C 1s (c), and O 1s (d). 

Together, chemical and microstructural analysis of the composites demonstrate that PPy 

and CMC are co-located and well distributed at the nanoscale. The obtained degree of oxidation 

of PPy is sufficient for significant electron conduction[300]. While these methods are not able to 

determine whether CMC acts as a dopant in PPy, the observations confirm the successful synthesis 

of a composite of PPy and CMC with homogenous distribution at the nanoscale. 
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2) Physical properties of PPy:CMC composites 

a) Electrical conductivity and water-dispersibility  

To act as the sole electrode matrix, PPy:CMC composites must have sufficient electrical 

conductivity to support electron conduction during charging and discharging. In order to achieve 

a balanced electrode charging throughout the thickness of the electrode, ionic and electronic 

conductivity should be similar. Assuming a typical electrode with approximately 50% porosity, 

for standard carbonate electrolytes, at an electrode matrix weight fraction of 10% and ideal 

application of the Bruggeman relation, a minimum composite matrix conductivity of 

approximately 20 mS cm-1 is required. A significantly larger conductivity than this benchmark can 

be achieved by PPy alone (Figure 3.4 (a)). However, conductivity decreases exponentially as the 

CMC to PPy ratio increases. As an anionic dopant in PPy, CMC increases the distance between 

PPy polymer strands and is expected to increase the resistance to interchain electron transport. 

Moreover, surplus CMC could act as a non-conductive filler between conductive particles in the 

composite, resulting in the typical conductivity behavior observed for composites of conductive 

and non-conductive particles. 

 

Figure 3.4. (a) Trend in electrical conductivity of PPy:CMC composites. (b) Normal Load 

needed to cause initial detachment and full delamination of LiCoO2/PVDF/C and 

LiCoO2/(PPy:CMC 1:1 R.2.5) electrodes from Al current collector. 

According to the effective medium approximation (EMA) theory, the electrical 

conductivity of composites, composed of spherical insulating particles embedded in a conductive 
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matrix, would follow the Bruggeman relationship. Similar behaviors have been found for 

randomly distributed spherical conductive and non-conductive particles[256,301,302]. A 

simplified Bruggeman equation is described as: 

𝜎𝑒𝑓𝑓 = 𝜎𝑜𝜀𝛼 

In which, 𝜎𝑒𝑓𝑓, 𝜎𝑜, 𝜀, and 𝛼 are effective conductivity, intrinsic conductivity, conductive 

volume fraction, and Bruggeman exponent, respectively. The expected Bruggeman exponent for 

a random mixture of near-spherical PPy and CMC particles is close to 1.5. Yet, a fit of the data 

reveals an exponent of 13.08 (Figure SI.3.1). This significant deviation from typical Bruggeman 

behavior is consistent with increased energy barriers to electron conduction with CMC content. 

While this effect reduces the conductivity of the composite significantly, the benchmark 

conductivity can be obtained with PPy:CMC composites that contain CMC at a weight ratio of 

CMC:PPy of 0.75 or less. 

b) Electrode adhesion and cohesion 

The matrix should not only be conductive but be easily processed, ideally through tape 

casting. Aqueous processing requires a stable dispersion of the matrix in water. While a PPy 

suspension settles quickly, PPy:CMC dispersions are stable for an hour (Figure SI.3.2). Figure 

SI.3.3 shows the appearance of a LiCoO2/(PPy:CMC 1:1 R2.5) electrode fabricated with water as 

the solvent. The LiCoO2/(PPy:CMC 1:1 R2.5) (90:10 wt%) composite film can adhere to the Al 

substrate without cracking or delamination. Reducing the CMC content in the composite structure 

could decrease dispersion stability and current collector adhesion of the composite electrode. 
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Figure 3.5. The appearances of LiCoO2-based electrodes with different PPy:CMC R2.5 

composites (a,b) and PVDF/C ratio (c,d). These electrodes were subjected to pristine condition 

(left), and half-folding (right).  

Figure 3.5 depicts images of LiCoO2/PPy:CMC and LiCoO2/PVDF/C electrodes that 

adhere to Al foil without noticeable detachment. Upon folding electrodes, minor cracks are 

observed at the fold in the case of LiCoO2/PPy:CMC electrodes, originating from the intrinsic 

brittleness of PPy[303,304]. Nonetheless, all electrodes remain in good contact without any 

detachment from the current collector. Scratch testing was performed to quantitatively evaluate 

the adhesion strength of different electrodes to an Al current collector (Figure 3.4 (b)). 

Micrographs of the formed scratch show adhesion failure points where first detachment from the 

Al substrate is observed, and where this detachment becomes persistent (Figure 3.6). The 

LiCoO2/(PPy:CMC 1:1 R2.5) electrode requires a consistently higher normal load to achieve both 

failures, suggesting a stronger adhesion to Al foil than the LiCoO2/PVDF/C electrode. The load 

required to cause full electrode delamination for the LiCoO2/(PPy:CMC 1:1 R2.5) electrode is 

approximately 60% higher than that for the LiCoO2/PVDF/C electrode.  
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Figure 3.6. Normal Load needed to cause initial detachment and full delamination of 

LiCoO2/PVDF/C (a,b) and  LiCoO2/(PPy:CMC 1:1 R2.5) (c,d) electrodes  

from Al current collector. 

Figure 3.7 shows SEM images of electrodes with different electrode matrices. Figure SI.3.6 

(c,d) shows a random distribution of PVDF/C around LiCoO2 particles, including bare LiCoO2 

particle surfaces, and agglomerations of the PVDF/C matrix, which is typical for the weak 

interactions of the non-polar PVDF/C surface with the polar LiCoO2 particle surfaces. The 

PPy:CMC matrix, on the other hand, is coating the LiCoO2 surface completely, confirming the 

greater affinity of PPy:CMC composites toward LiCoO2 (Figure SI.3.6 (a,b)). Together, the 

mechanical properties and observed electrode microstructure with PPy:CMC composites are 

promising good binding performance of PPy:CMC composites. 
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Figure 3.7. SEM images of LiCoO2/(PPy:CMC 1:1 R2.50) (90:10 wt%) electrode (a,b) and 

LiCoO2/PVDF/C (90:5:5 wt%) electrode (c,d). 
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Figure 3.8. Digital and SEM images of LiCoO2/(PPy:CMC 1:0.25 R2.50) electrode (set a), 

LiCoO2/(PPy:CMC 1:0.5 R2.50) electrode (set b), LiCoO2/(PPy:CMC 1:0.75 R2.50) electrode 

(set c), LiCoO2/(PPy:CMC 1:1 R2.50) electrode (set d) and LiCoO2/(PPy:CMC 1:1.25 R2.50) 

electrode (set e). 
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 Figure 3.8 depicts the digital and SEM images of electrodes with different PPy:CMC 

composites. Some cracking was observed for the LiCoO2(PPy:CMC 1:0.25 R2.5) electrode. While 

other electrodes showed relatively smooth surfaces. SEM imaging further confirmed the poor 

electrode cohesion of LiCoO2(PPy:CMC 1:0.25 R2.5) electrode, where LiCoO2 particles were not 

sufficiently covered by PPy:CMC composite. Meanwhile, no significant difference in electrode 

morphology was observed for other electrodes. The result suggests that low CMC content is 

associated with a lack of adhesive properties within electrode matrices. 

3) Electrochemical performance 

To evaluate the performance of PPy:CMC composites as electrode matrices, electrodes 

with different PPy:CMC or PVDF/C matrices were subjected to galvanostatic cycling. 

LiCoO2/(PPy:CMC 1:1 R2.75) electrodes can be cycled at 27.4 mA g-1 (0.1 C) and 274 mA g-1 (1 

C) with similar initial capacity as the benchmark LiCoO2/PVDF/C electrodes (Figure 3.9). 

Different from standard electrode matrices, PPy:CMC composites can be oxidized and reduced, 

which can contribute to the overall electrode capacity. With regular small-ion dopants, the anionic 

dopant is released from PPy upon reduction. However, when using polyanions as dopants, the 

reduction of PPy leads to the intercalation of small cations into the polymer[305]. As such, the 

PPy:CMC matrix can act as additional charge-storage material with a behavior that is analog to 

traditional Li+ intercalation materials.  

It should be noted that lower electrode performance is observed with the typically 

suggested Py:Fe ratio of 2.5 (denoted as R2.5) during the polymerization[106,213,293], but an 

increased equivalent of FeCl3 was required of 2.75 (denoted as R2.75). This is likely due to a small 

amount of ferric chloride being captured by CMC[306], as observed in the XPS results. As a result, 

PPy:CMC 1:1 R2.75 composite exhibited higher electrical conductivity than PPy:CMC 1:1 R2.5 

composite (Figure SI.3.4). Moreover, the amount of CMC in PPy:CMC composites significantly 

affected electrode performance (Figure SI.3.5). Too low CMC contents in PPy:CMC composite 

composition results in poor electrode cohesion/adhesion. Based the morphological observations, 

this is likely a result of poor adhesion (Figure 3.8). Consequently, LiCoO2/(PPy:CMC 1:0.25 R2.5) 

electrodes exhibited too large internal resistance to cycle at 0.1 C. Raising CMC content improves 

accessible capacity and cycling performance up to the composition PPy:CMC 1:1 R2.5. Raising 

the CMC content further leads again to a drop in performance, likely due to reduced electrical 
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conductivity at such compositions (Figure 3.4 (a)). Interestingly, mechanically mixed PPy:CMC 

composites showed a significantly lower electrical conductivity than in situ polymerized 

counterparts (Figure SI.3.6). Consequently, an electrode with mechanically mixed PPy:CMC 1:1 

matrix cannot be cycled at 0.1 C, highlighting the importance of in situ polymerization of PPy in 

the presence of CMC to achieve sufficiently conductive nano-composite electrode matrices. This 

confirms that the observed distinct microscopic structures between mechanically mixed and in situ 

polymerized samples has significant performance implications. 

While the initial cycling performance of PPy:CMC electrodes is similar to standard 

PVDF/C electrodes, capacity fading is observed almost immediately with the PPy:CMC matrices 

(Figure SI.3.11). This fade is correlated with a swift increase in internal resistance (Figure SI.3.7). 

There are several possible reasons for this performance decay. While plenty of publications show 

long performance stability of conducting polymer-containing electrodes[4], there is little targeted 

research on the compatibility and stability of conducting polymers in Li-ion batteries[307]. It is 

possible that conducting polymer performance decay is underestimated in many studies, where 

carbon additives and conducting polymers are used together, due to the reduced impact that 

conducting polymer conductivity has on electrode performance. In targeting the full replacement 

of carbon additives to avoid agglomeration, long-term conducting polymer performance becomes 

critical and is now the subject of ongoing work in our group. LiCoO2/(PPy:CMC) cells also 

exhibited an initial spike in cell voltage followed by a descent in the first charging step. A number 

of processes could lead to this behavior including slow electrolyte infiltration or doping of PPy by 

the electrolyte. While the study of this phenomenon lies outside the scope of the present paper, it 

points to interesting targets of future work. 
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Figure 3.9. Voltage Profiles of LiCoO2/PVDF/C cathode at 0.1 C (a),  

LiCoO2/(PPy:CMC 1:1 R2.75) cathode at 0.1 C (b) and at 1 C (c). 

IV. Conclusions  

This chapter demonstrates the design concept of water-dispersible, self-conductive 

electrode matrices from conducting polymer composites synthesized via a simple and scalable in 
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situ polymerization. Multifunctional PPy:CMC composites, that exhibit adhesion, electronic 

conductivity, and contribute to charge storage are a promising replacement for PVDF and carbon 

additives in electrodes to reduce carbon agglomeration and achieve a conductive electrode network 

that actively adheres to intercalation materials during cycling. We demonstrated that a 

LiCoO2/PPy:CMC electrode can be cycled at a high current density of 274 mA.g-1 without carbon 

additives, which is a unique achievement within carbon-free Lithium intercalation cathodes. At 

the same time, the conductive network within the electrode appears to deteriorate during cycling, 

which is the subject of ongoing work.  

Notwithstanding the stability limitations, this study highlights the performance potential of 

battery electrodes containing conducting polymer composite matrices. Those matrices are 

produced from low-cost, high-volume raw materials, are easily synthesized and processed in low-

cost, low-impact aqueous solutions. As new electrode materials are developed with ever-increasing 

energy densities, the potential for larger volume change increases as well. This will require a 

solution to the intrinsic lack of adhesion between carbonaceous conductors and active materials, 

of which conducting polymer composites are shown here to be a promising candidate. 
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Chapter 4. Carbon-additive-free LiNi1/3Mn1/3Co1/3O2 Cathode Enabled by 

Conducting Polymer-based Electrode Matrix 

Abstract 

Chapter 3 demonstrates the proof of concept for using PPy:CMC composites as adhesive, 

conductive, and water-processable electrode matrices for LiCoO2-based cathodes. The question 

remains whether PPy:CMC composites can be used as versatile electrode matrices for different 

types of electrode materials such as LiNi1/3Mn1/3Co1/3O2 (NMC111), which is industry-relevant 

cathode material. In this work, NMC111 was synthesized in-house and characterized before 

mixing with PPy:CMC composites in water to fabricate carbon-additive-free NMC111/PPy:CMC 

cathode. Regardless of eliminating carbon conductive additives from electrode composition, 

NMC111/PPy:CMC cathode could be able to operate at high C-rate, confirming the capability of 

PPy:CMC composites for providing enough electrical conductivity for battery electrodes.   

I. Introduction  

The demand for high-mileage electric vehicles is encouraging battery communities to 

explore and employ high-energy-density battery materials. For the cathode, most Li-ion battery 

manufacturers have shifted away from using LiCoO2 due to their rising cost and limited energy 

density[7]. Layered lithium transition metal oxides such as LiNixMnyCo1-x-yO2 (NMC), 

LiNixCoyAl1-x-yO2 (NCA) and their Ni-rich (NMC, NCA: x≥0.6), Li-rich (Li2MnO3.LiMO2, 

M=Co, Ni, Al) derivatives are considered the state-of-the-art cathode materials[308], which have 

been used by major Li-ion battery manufacturers[1]. The structural instabilities and corresponding 

mitigation strategies for these cathode materials have been reviewed in several 

references[7,15,308,309]. In contrast to anode materials, the volume change between charged and 

discharged states of cathode materials is much smaller. However, particle cracking remains a 

critical issue as reported in the literature[310,311]. Electrode delamination has also been reported 

for NMC-based cathodes prepared with the conventional PVDF/C electrode matrix[71,310], which 

is likely insufficient in maintaining electrode mechanical integrity. Cracked particles become 

electrically isolated, thus could not participate in charge/discharge processes if these cracked 

particles are not connected by conductive additives. These mechanical-related problems would be 

addressed by using a high-performance, conductive electrode matrix that offers strong interactions 

with cathode active materials as mentioned in Chapter 2. 
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Following the trend of using aqueous electrode processing for anode fabrication, some 

studies have reported the use of aqueous binders for fabricating NMC-based cathodes such as 

CMC[275,312], styrene-butadiene rubber (SBR)[313], polyurethane[273], xanthan gum[314], 

guar gum[315], and fluorine acrylic hybrid latex[313]. Many electrode matrices containing 

aqueous binders and carbon additives have shown better performance than PVDF/C. For example, 

by owning an abundant amount of hydroxyl and carboxylate groups on their structures, xanthan 

gum (XG), and guar gum (GG) binders were reported to tightly wrap Li-rich NMC 

particles[314,315]. Such strong surface adhesion supported bulk electrode integrity and suppressed 

electrode corrosion by electrolytes. As a result, these electrodes exhibited better performance than 

their PVDF/C-based counterparts. Similarly, thanks to the presence of hydroxyl and carboxylate 

functional groups, CMC binder was reported to adhere well to NMC particles[275,312]. Moreover, 

using CMC/C mixture as an electrode matrix reduced the charge transfer resistance during the 

(de)lithiation of NMC materials due to the high ionic conductivity of CMC. Therefore, 

NMC/CMC/C cathode exhibited higher rate-capability than NMC/PVDF/C and NMC/Alginate/C 

cathodes[312]. The problems, however, arise from the interfacial instabilities of NMC cathode 

materials upon exposure to water during the aqueous electrode slurry 

preparation[269,271,272,275,316]. Interfacial structure reconstruction and lithium leaching could 

result in particle fracture and impedance increase, which subsequently degrade cathode capacity. 

Adjusting the pH of electrode slurry is a common approach to shift the equilibrium of lithium 

dissolution against NMC deterioration[317]. Having CMC in their structure, PPy:CMC 

composites, which were used as electrode matrices for LiCoO2 as described in Chapter 3, are 

expected to form strong interactions with NMC materials and improve electrode performance. 

More importantly, the self-conductive feature of PPy:CMC composites could eliminate the use of 

carbon additives, thus giving free spaces for adding more active materials to deliver higher 

volumetric and gravimetric capacities.  

To facilitate the adoption of CP-based electrode matrices in Li-ion batteries, their 

compatibilities with NMC cathode materials should be investigated. Herein, 

LiNi0.33Mn0.33Co0.33O2 (NMC111) was synthesized by the sol-gel method. Following that, for the 

first time, carbon-additive-free NMC cathodes were made available by using PPy:CMC electrode 

matrices. This study further confirms the versatility of CP-based electrode matrices and urges 

future applications.   
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II. Experiment  

1) Synthesis of PPy:CMC composite  

The detailed synthesis procedure for PPy:CMC composite can be found in Chapter 3. In 

brief, pyrrole (Sigma-Aldrich, 98%), was chemically polymerized by FeCl3 oxidant (Fisher, 98%) 

in the aqueous solution of Na-CMC (Sigma-Aldrich, MW= ~250.000 g/mol, degree of substitution 

0.9).  In this chapter, pyrrole:Na-CMC mass ratio and pyrrole:FeCl3 molar ratio were fixed at 1:1 

and 1:2.75, respectively. To simplify the notation, the PPy:CMC11-R275 composite that was 

synthesized in Chapter 3 will be denoted simply as PPy:CMC composite in this chapter. After 

synthesis, PPy:CMC composite was purified and dried as described in Chapter 3. 

2) Synthesis of LiNi0.33Mn0.33Co0.33O2 (NMC111)  

NMC111 was synthesized by a sol-gel method that followed the synthesis procedure 

reported by previous work[318]. CH3COOLi.2H2O (Sigma-Alrich, 98%), (CH3COO)2Ni.4H2O 

(Sigma-Alrich, 98%), (CH3COO)2Mn.4H2O (Sigma-Alrich, 98%), (CH3COO)2Co.4H2O (Sigma-

Aldrich, 98%) and citric acid (Sigma-Aldrich, 98%) were used as received without any 

purification. Firstly, acetate salts were dissolved together in DI water with the Li:Ni:Mn:Co ratio 

of 1.1:0.33:0.33:0.33. Citric acid (Sigma-Aldrich, 98%) was dissolved completely in DI water, 

mixed with ethylene glycol (Sigma-Aldrich, 99.8%), and then slowly added to the NMC precursor 

solution. The molar ratio between citric acid and total metal ions was 1:1. The solution was heated 

to 70 oC overnight to yield a pink gel that was then kept at 70 oC for 2 days. The dried gel was 

ground and transferred to a ceramic crucible before putting in a furnace. The sample was pre-

calcinated at 450 oC for 2 hours to burn out organic components. The powder was ground and 

compressed into pellets at 25 MPa. The calcination was performed at 900 oC for 12 hours in air. A 

heating rate of 2 oC.min-1 was used throughout the experiment. The final product was ground by 

mortar and pestle into fine powders and dried in a vacuum oven before use.  

3) Electrode preparation and coin cell fabrication 

NMC111/PPy:CMC cathode was prepared by mixing NMC111 powder with PPy:CMC 

composite (PPy:CMC 1:1 R2.75) at a mass ratio of 90:10 wt%. The solid mixture was dispersed 

in water with a solid content of 30 wt% and then stirred vigorously on a magnetic stirrer for 6 

hours. A homogenous electrode slurry was cast on aluminum to yield ~ 25 μm-thick electrode 

sheets on 25 µm-thick Al foil (MTI, USA) by using a doctor blade. For comparison, 
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NMC111/PVDF/C (90:5:5 wt%) reference cathode was prepared in N-Methyl-2-Pyrrolidone 

(NMP) solvent by a similar procedure. Electrode mass loading was controlled at approximately 3 

mg.cm-2. Electrode sheets were carefully dried in a vacuum oven at 80 oC for two days and cut 

into 15-mm in diameter electrode disks before use.  

CR2032-type coin cells (MTI, USA) were used to fabricate half-cell Li-ion batteries for 

testing cathode performance. Coin cell fabrication was performed in an argon-filled glove box 

(Unilab Mbraun) with oxygen and moisture level below 0.1 ppm. Each coin cell contains 15 mm 

disc cathode, 20 mm disc glass fiber separator (WhatmanTM), 15 mm lithium disc (Alfar Aesar, 

99.9%, 0.75 mm thick, LiPF6 in DMC/EC (50:50 v/v) electrolyte (Sigma-Aldrich). 

4) Material characterization  

The crystal structure of NMC111 cathode materials was confirmed by powder X-ray 

diffraction (XRD) measurement on the D4 Endeavor instrument with Cu Kα source at a working 

voltage of 40 kV. Data treatment was performed on QuaIX software with Crystallography Open 

Database[121]. The morphologies of NMC111 were studied by SEM (FEI Nova NanoSEM 450) 

and TEM/EDX (FEI Talos F200X S/TEM).  

5) Electrochemical and post-mortem analyses  

Coin cells were galvanostatically charged and discharged within the fixed potential 

window of 3.0 V – 4.3 V Li/Li+ on Neware battery testers. The applied current density of 275 

mA.g-1, 27.5 mA.g-1, and 13.75 mA.g-1 were denoted as 1 C, 0.1 C, and 0.05 C-rate, respectively.  

After cycling for 100 cycles at 1 C, a coin cell was opened in an argon-filled glovebox. 

Cathode material was disassembled and then washed in propylene carbonate (PC) solvent. The 

washed cathode was dried in a vacuum oven at 85 oC for 2 days. The sample was then stored in 

the argon-filled glovebox prior to mount on the sample holder for SEM measurement.  

III. Results and discussion  

The structure of lab-synthesized LiNi0.33Mn0.33Co0.33O2 (NMC111) cathode materials was 

confirmed by powder X-ray diffraction. Figure 4.1 (a) shows that major X-ray diffraction peaks 

were identical to the NMC111 standard structure[319]. NMC111 particles exhibited a narrow size 

distribution in the range of 200-300 nm as confirmed by SEM and TEM (Figure 4.1 (b,c)). EDX 

analysis suggested that the molar ratio between transition metal ions was close to the desired value. 
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The HRTEM shows crystallinity reaches the particle surface (Figure 4.2 (a)). Homogeneous 

distribution of Mn, Ni, and Co elements was confirmed by elemental mapping (Figure 4.2 

(b,c,d,e)).  

 

Figure 4.1. (a) XRD diffractogram; (b) SEM image; (c) TEM image; (d)EDX analysis result of 

lab-synthesized LiNi1/3Mn1/3Co1/3O2 (NMC111). 
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Figure 4.2. (a) HRTEM image of NMC111; (b,c,d,e) elemental mapping images of NMC111. 

 

Figure 4.3. SEM images of NMC111/PPy:CMC cathode (a);  

and NMC111/PVDF/C cathode (b). 

A comparison between the morphologies of NMC111-based electrodes with PVDF/C and 

PPy:CMC electrode matrices was demonstrated in Figure 4.3. The PPy:CMC composite showed 

greater adhesion towards the surface of NMC111 particles compared to that of PVDF/C, which 

loosely surrounded NMC111 nanoparticles. The good surface affinity of the PPy:CMC composite 

was consistent with the result from a previous study on LiCoO2/PPy:CMC cathodes[3] as reported 

in Chapter 3. In contrast with a non-polar PVDF/C mixture, the PPy:CMC composite was 

composed of charged molecules, allowing them to form stronger intermolecular interactions with 
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NMC particles. In addition, their strong surface adhesion to NMC particles could be attributed to 

the abundance of hydroxyl and carboxyl groups on the structure of CMC. This explanation was in 

agreement with other studies, where they claimed the strong surface adhesion between Li-rich 

NMC particles and xanthan gum[314], guar gum[315] resulted from a large number of hydroxyl 

and carboxyl functional groups on the structure of polysaccharide gums. 

 

Figure 4.4. (a) Voltage profiles, and (b) plot of charge/discharge capacity and coulombic 

efficiency versus cycle numbers of NMC111/PVDF/C reference cathode at 0.1 C (27.5 mA.g-1). 

The NMC111/PVDF/C reference cathode showed great capacity retention, maintaining a 

specific discharge capacity of approximately 135 mAh.g-1 after 100 cycles at 0.1 C (27.5 mA.g-1). 

In comparison to the NMC111/PVDF/C reference cathode, NMC111/PPy:CMC cathode 

demonstrated a higher initial discharge capacity of 150 mAh.g-1 (Figure 4.5). As for the presented 

battery cell,  however, there was a noticeable decrease in electrode performance from the 23rd cycle 

due to unknown reasons. Other battery coin cells with similar NMC111/PPy:CMC cathode 

composition also suffered from unexpected capacity fading or shorting after running for 30-50 

cycles. The underlying reasons for this poor life cycle are unknown, but they might result from 

parasitic reactions between NMC111, PPy:CMC composite and electrolytes 
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Figure 4.5. (a) Voltage profiles, and (b) plot of charge/discharge capacity and coulombic 

efficiency versus cycle numbers of NMC111/PPy:CMC cathode at 0.1 C (27.5 mA.g-1).   

Nonetheless, carbon-additive-free NMC111/PPy:CMC cathode was able to operate at 1 C 

with great capacity retention. After cycling for 100 cycles at 1 C, they still delivered ~ 90 mAh.g-

1. The result confirmed that the PPy:CMC composite provided sufficient electrical conductivity 

for NMC111 active materials to run without using carbon additives. Despite having lower intrinsic 

electrical conductivity than carbon black, the high affinity toward NMC111 of the PPy:CMC 

composite allowed them to offer a great electrical connection between individual NMC111 

particles.    
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Figure 4.6. (a) Voltage profiles, and (b) plot of charge/discharge capacity and coulombic 

efficiency versus cycle numbers of NMC111/PPy:CMC cathode at 1 C (275 mA.g-1).   

 

Figure 4.7. Morphologies of NMC111/PPy:CMC cathode after  

galvanostatic charge/discharge cycling for 100 cycles at 1 C (275 mA.g-1).    

To investigate changes in the morphology of NMC/PPy:CMC cathode upon repeated 

charge/discharge cycling at 1 C for 100 cycles, the NMC/PPy:CMC coin cell was disassembled. 

The cycled NMC/PPy:CMC cathode was characterized by SEM. Figure 4.7 shows that no distinct 

changes in the morphology of NMC/PPy:CMC cathode were observed. PPy:CMC composite still 

covered NMC111 particles sufficiently.   

The sudden capacity fading of NMC111/PPy:CMC cathode after operating for more than 

20 cycles at 0.1 C could have resulted from unknown side reactions. However, the cell that cycled 
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at 1 C demonstrated relatively stable performance. It is worth noting that cycling at 1 C is 

theoretically 10 times faster than cycling at 0.1 C. For that reason, the sudden cell failure after 

cycling for 20 cycles at 0.1 C might not be observed after cycling for 100 cycles at 1 C. Unlike the 

cycle life, which is closely related to the performance degradation due to electrochemical reactions 

during the repeated charge/discharge cycles, the calendar life depends on the operating time of 

battery cells rather than the cycle number. The discrepancy in the performance of 

NMC111/PPy:CMC cathode cycled at 1 C and 0.1 C rate could be attributed to their limited 

calendar life, indicating some unwanted chemical reactions occurred between battery components.   

IV. Conclusions  

The study has shown that PPy:CMC composites are versatile for usage as electrode 

matrices for different types of intercalation materials ranging from traditional LiCoO2 to NMC111. 

PPy:CMC composite plays dual roles as electrode binder and conductor. Despite having very low 

intrinsic electrical conductivity as mentioned in Chapter 3, PPy:CMC composite was capable of 

providing a sufficient conductive matrix for NMC111 particles thanks to their strong adhesion 

with NMC111 particles. As a result, carbon-additive-free NMC111/PPy:CMC cathode could cycle 

at a high C-rate. The result suggests that the electrical conductivity of battery electrodes depends 

not only on the intrinsic electrical conductivity of conductive agents but also on how conductive 

agents interact with active materials.
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Chapter 5. Revisiting the Degradation of Li-ion Battery Electrode Containing 

Conducting Polymer-based Electrode Matrix 

Abstract 

Polypyrrole:carboxymethyl cellulose (PPy:CMC) composites, examples of conducting 

polymer-based (CP-based) electrode matrices, have been employed for fabricating carbon-

additive-free LiCoO2-based cathodes as metioned in Chapter 3. LiCoO2/PPy:CMC cathodes, 

however, suffered from capacity fading. It is important to investigate the degradation mechanisms 

to understand the compatibility of PPy:CMC composites in Li-ion batteries, which could also 

proliferate the use of other CP-based battery electrode matrices. In this chapter, the causes of 

capacity fading were investigated by means of electrochemical and post-mortem chemical 

analyses. The result suggests that PPy:CMC composites were electrochemically stable within the 

cathode operating voltage window. As the cycle number increased, electrolyte anions became 

dopants for PPy units in PPy:CMC composites. The sharp spike in cell voltage of 

LiCoO2/PPy:CMC cathodes in the first charging cycle suggested that undoped/neutral PPy units 

in PPy:CMC composite were oxidized and doped to become fully conductive. This unique 

phenomena suggested an activation procedure for using other CP-based electrode matrices in Li-

ion batteries such as polyaniline:carboxymethyl cellulose (PANI:CMC) composites.   

I. Introduction  

Conducting polymers have long been used as complementary conductive additives in Li-

ion batteries as described in Chapter 2. Their usage is always accompanied with other conventional 

binder and carbon additives. Chapter 3 and 4 reported the fabrication of carbon-additive-free 

electrodes with PPy:CMC composites as electrode matrices[3]. In these electrodes, PPy:CMC 

composites play a dual role as binder and conductive agents. Without adding carbon additives, 

PPy:CMC composites provide sufficient electrical conductivity for LiCoO2/PPy:CMC cathodes to 

function at high C-rates. Having CMC in their structure, PPy:CMC composites allow aqueous 

electrode casting with good electrode adhesion on aluminum current collectors. In order to 

facilitate the use of CP-based electrode matrices in Li-ion batteries, It is worth investigating their 

properties and compatibility in Li-ion battery operating conditions.  
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Unfortunately, the stability of CPs in Li-ion battery conditions is not well-studied in the 

literature[4]. Several CPs such as poly(3,4-ethylenedioxythiophene) polystyrene sulfonate 

(PEDOT:PSS)[32,185,250,262], polyaniline (PANI)[320], polypyrrole (PPy)[253] showed good 

electrochemical stability or reversibility within the typical voltage window of Li-ion batteries (~ 

2.5-4.2 V vs Li/Li+)[32,250,251,253,260]. However, these studies were mainly dedicated to 

organic electrode development, where CPs were the only active materials that participated in redox 

events.  

Some studies integrated CPs into battery electrodes at a very small quantity to boost 

electrode conductivity. However, carbon additives and other binders were still mainly responsible 

for providing electrode electrical and mechanical connections[48,181,286,321]. At such a low 

quantity, CP degradation over long-term operation may have been underestimated. Any changes 

in the performance of CPs did not significantly impact the overall performance of battery cells. No 

interaction with inorganic electrode materials such as LiCoO2 or LiNixMnyCo1-x-yO2 was studied. 

Owning unsaturated bonds and polar structure, CPs might react with active materials and 

electrolytes, thus potentially cause capacity fading.  

This study, however, worked on carbon-additive-free cathodes. For that reason, the 

performance of CP composites would have a profound impact on battery performance. Therefore, 

this chapter is dedicated to investigating the structural/chemical changes and degradation 

mechanisms of LiCoO2/PPy:CMC cathode to seek further improvements.  

II. Experiment  

1) Material synthesis  

PPy:CMC composites were synthesized by chemically in-situ polymerizing pyrrole in 

aqueous sodium carboxymethyl cellulose solution with FeCl3 as oxidant as reported in Chapter 3. 

According to Chapter 3, the PPy:CMC composite that was synthesized with Py:Na-CMC 1:1 mass 

ratio and Py:FeCl3 1:2.75 molar ratio yielded the best electrode performance. Therefore, 

PPy:CMC11 R2.75 composite was chosen to study in this chapter. The PPy:CMC 1:1 R2.75 

composite reported in Chapter 3 was now denoted as PPy:CMC composite for simplicity.   
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2) Electrode preparation and coin cell fabrication 

Carbon-additive-free LiCoO2/PPy:CMC cathodes (90:10 wt%) were prepared by ball-

milling a mixture of LiCoO2 and PPy:CMC composite in water. The electrode slurry was then cast 

on a hard temper Al current collector[3]. Reference LiCoO2/PVDF/C (90:5:5 wt%) cathodes were 

prepared by a similar procedure in NMP solvent.  PPy:CMC-only cathodes were made by 

compressing 25 mg of PPy:CMC composite into ~0.1 mm-thick, 13mm diameter pellets. R2032 

coin cell fabrication was carried out in an argon-filled glovebox. LiCoO2/PPy:CMC, 

LiCoO2/PVDF/C, or PPy:CMC-pellet were used as cathodes. Lithium metal (Alfar Aesar, 99.9%, 

0.75 mm thick) and glass-fiber (WhatmanTM) were used as anode, and separator, respectively. All 

coin cells used LiPF6 in DMC/EC (50:50 v/v) (Sigma-Aldrich) as liquid electrolyte unless 

otherwise specified.  

3) Electrochemical and post-mortem analyses  

LiCoO2/PPy:CMC coin cells underwent galvanostatic charge/discharge at 0.1 C (27.4 

mA.g-1) for 1 cycle, 10 cycles, and 100 cycles within a voltage range of 2.8 V – 4.2 V vs Li/Li+ on 

Neware battery testers. After undergoing certain cycling numbers, coin cells were disassembled in 

an argon-filled glovebox. Cathode materials, that were attached to Al foil, were immersed in 

propylene carbonate 3 times (5 mins/each) and then dried in a vacuum oven at 85 oC for 2 days. 

Samples were stored in the argon-filled glovebox prior to mount on the sample holder for SEM 

(FEI Nova NanoSEM 450) and XPS (Kratos Axis Nova spectrometer, Al X-ray source) 

measurements.  

Galvanostatic electrochemical impedance spectroscopy (EIS) measurement was carried out 

on coin cells assembled with LiCoO2/PVDF/C reference cathode or LiCoO2/PPy:CMC cathode. 

Frequencies were scanned from 100 kHz to 10 mHz by Interface 1010E (Gamry Instrument). EIS 

equivalent circuit fitting was performed on Gamry Echem Analyst by the simplex method. Cyclic 

voltammetry (CV) was carried out within two potential ranges of 2.8-4.2 V vs Li/Li+ and 0-5 V vs 

Li/Li+ on CR2032 coin cells assembled with ~0.1 mm thick PPy:CMC pellets as cathode materials.  

III. Results and discussion  

1) Electrochemical analyses of PPy:CMC composite and LiCoO2/PPy:CMC cathode  

Figure 5.1 shows a similar magnitude of capacity fading within the first 50 cycles of 

LiCoO2/PVDF/C reference cathode and LiCoO2/PPy:CMC cathode. The question was whether the 
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two cathodes shared a similar degradation mechanism. The performance of carbon-additive-free 

LiCoO2/PPy:CMC cathode would depend on the electrochemical, chemical properties of 

PPy:CMC composite and their interactions with other battery components such as LiCoO2 and 

electrolytes. Understanding the stability of PPy:CMC composite in Li-ion battery working 

conditions would be beneficial for the adoption of other CP-based electrode matrices.   

 

Figure 5.1. Voltage profiles and coulombic efficiency versus cycle number plots of 

LiCoO2/PPy:CMC cathode (a,b) and LiCoO2/PVDF/C reference cathode (c,d) cycled at 0.1 C. 

Figure 5.2 shows the XRD diffractogram of LiCoO2/PPy:CMC powder prepared by ball-

milling LiCoO2 with PPy:CMC composite for 6 hours in water. There was no noticeable change 

in the structure of LiCoO2, suggesting no noticeable chemical reaction between PPy:CMC 

composite and LiCoO2 during electrode slurry preparation.  
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Figure 5.2. The XRD diffractogram of pristine LiCoO2/PPy:CMC powder. 

According to the voltage profiles of LiCoO2/PVDF/C reference cathode in Figure 5.1 (c), 

during the charging process, the cell voltage normally increases fast to ~3.6 V vs Li/Li+ and then 

slowly go up to 4.2 V vs Li/Li+ during the de-lithiation of LiCoO2 following the reaction: LiCoO2 

→ Li1-xCoO2 + xLi+ + xe-. However, as shown in Figure 5.1 (a), the voltage profile of 

LiCoO2/PPy:CMC cathode in the first charging cycle was unique. There was a sharp voltage 

increase to approximately 4.0 V vs Li/Li+ followed by a rapid voltage decline. This unique voltage 

profile has been seen for many LiCoO2/PPy:CMC cathodes with different PPy:CMC composites 

as mentioned in Chapter 3. This voltage behavior could be attributed to the oxidation of 

neutral/undoped PPy in the as-prepared PPy:CMC composite. Undoped PPy molecules were 

expected to be oxidized and doped by anionic dopants. More importantly, the oxidation of neutral 

PPy in PPy:CMC composite occurred only in the first charging step (Figure 5.1 (a)), suggesting 

that PPy remained fully-doped within the potential window of cathode regardless of further 

charge/discharge processes.   

The electrochemical behavior of PPy:CMC composite at the cathode working potentials 

was tested by performing cyclic voltammetry measurement on PPy:CMC-pellet coin cells. Within 

the cathode operating potential window, there was no redox reaction observed as shown in Figure 

5.4 (a). Cycling beyond that voltage range provided some characteristic redox information of 

PPy:CMC composite (Figure 5.4 (b)). In the first cycle, a low-intensity oxidation peak between 
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2.5 V to 4.0 V vs Li/Li+ indicated the oxidation of undoped PPy molecules, yielding fully-charged 

PPy molecules in PPy:CMC composite. In the subsequent CV cycle, there was a reduction peak at 

around 1.5 V vs Li/Li+ (Figure 5.4 (b)).  Over multiple cycles, these redox processes remained 

reversible with oxidation and reduction onset near 3V vs. Li/Li+. Oxidation is kinetically slow, 

peaking beyond the 5V potential window, which limits the amount of charge passed within the 

typical cathode battery cycling window. However, there was no additional redox peak within the 

voltage window of the cathode. The results suggested that PPy:CMC composite was 

electrochemically stable at the cathode side.  

 

Figure 5.3. Cyclic voltammograms of pelletized PPy:CMC composite (a) between 2.8-4.2 V vs 

Li/Li+ at different scanning rates; (b) between 0-5 V vs Li/Li+ at 1 mV.s-1 for 5 cycles. 

Figure 5.4 (a,c) compares the differential capacity (dQ/dV) diagrams of LiCoO2/PPy:CMC 

and LiCoO2/PVDF/C cathodes. In comparison to LiCoO2/PVDF/C reference cathode, 

LiCoO2/PPy:CMC cathode showed faster Co3+/Co4+ redox peak shift during the phase transition 

of LiCoO2 ↔ Li1-xCoO2, which correlated to the higher electrode polarization as the cycle number 

increased. The results indicated that the overall electrical conductivity of LiCoO2/PPy:CMC 

cathode decreased relatively faster than that of LiCoO2/PVDF/C reference cathode. The reduction 

of peak intensity at two reversible reduction/oxidation events at 4.03 V/4.07 V and 4.15 V/4.19 V 

that are corresponded to the transition between ordered and disordered lithium ions in CoO2 

structure during (de)lithiation process (Figure 5.5 (b,d))[6,322], suggesting the depletion of 

electrochemically accessible LiCoO2 upon cycling for both cathodes.  
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Figure 5.4. Differential capacity (dQ/dV) analysis of LiCoO2/PPy:CMC cathode (a,b); 

LiCoO2/PVDF/C reference cathode (c,d). 

The evolution of electrode impedance after each charge/discharge process would provide 

information about electrochemical processes that occurred in battery cells. In contrast to the coin 

cell assembled with LiCoO2/PVDF/C cathode, interestingly, the as-prepared coin cell assembled 

with LiCoO2/PPy:CMC cathode did not yield any charge and discharge capacities during the first 

charge/discharge coupled with EIS measurement. As shown in Figure 5.5, there were high 

impedances in both charge and discharge conditions. A possible explanation is that undoped PPy 

molecule in the pristine PPy:CMC composite needed to be oxidized and then doped by electrolyte 

anions to become electrically conductive. After the first failed charge/discharge cycle, the coin cell 

assembled with LiCoO2/PPy:CMC cathode started to deliver expected charge/discharge capacities 
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with much lower impedances in the first workable charge and discharge steps as shown in Figure 

5.6 (a,b). 

 

Figure 5.5. Nyquist plot of the as-prepared coin cell assembled with LiCoO2/PPy:CMC 

cathode during the first failed charge/discharge and EIS measurement.  

Figure 5.7 describes the proposed equivalent circuit at fully charged (a) and fully 

discharged (b) states of coin cells assembled with LiCoO2/PPy:CMC cathode (Figure 5.6 (a,b)), 

and LiCoO2/PVDF/C reference cathode (Figure 5.6 (c,d)). At the fully charged state (Figure 5.7 

(a)), electrolyte resistance (Re), recorded at the high frequency, was as small as 2-3 Ohm for the 

coin cells studied, Therefore, it is usually ignored. There were two Randles circuits at high and 

medium frequencies, representing impedance at anode and cathode, respectively. The Randles 

circuit typically consists of charge transfer resistance in series with Walburg element, which was 

then connected in parallel with the constant phase element (CPE). At the fully discharged state, 

LiCoO2 was in its original composition. The equivalent circuit consisted of one Randle circuit 

representing cathode impedance (Figure 5.7 (b)). The perfect Warburg diffusion element was a 

constant phase element (CPE) with a phase of 45o, yielding a 45o straight line at low frequencies. 

To yield the best fit for the LiCoO2/PPy:CMC coin cell, the Warburg element was replaced by a 

CPEw, whose phase was different from 45o.  
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Figure 5.6. Nyquist plots of coin cells assembled with LiCoO2/PPy:CMC cathode (a,b); and   

LiCoO2/PVDF/C reference cathode (c,d).  

 

Figure 5.7. EIS equivalent circuit for half-cell Li-ion batteries at 

 fully charged state (a), and fully discharged state (b). 
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At the fully charged state, there were two clear depressed semi-circles at high and medium 

frequencies corresponded to two Randles circuits at anode and cathode, respectively. The 

impedance evolution routes for the two coin cells were different. As the cycle number increased, 

the anode charge transfer resistance (Rct) of the reference LiCoO2/PVDF/C coin cell increased 

relatively fast (Figure 5.6 (c)) while the cathode Rct slowly increased, indicating stable electrical 

conductivity of the LiCoO2/PVDF/C cathode. In contrast, the anode Rct of LiCoO2/PPy:CMC coin 

cell did not change after 5 cycles. But there was a rapid increase in cathode Rct, which was relevant 

to the differential capacity analysis result (Figure 5.4(a)). This observation may support the 

hypothesis that high surface coverage of PPy:CMC composite on LiCoO2 particles prevents 

lithium ions from re-entering LixCoO2 structure in the fully charged state.   

In the fully discharged state, It was clear that LiCoO2/PVDF/C reference cathode showed 

higher cathode impedance than LiCoO2/PPy:CMC cathode. As discussed in Chapter 3, the intrinsic 

electrical conductivity of as-prepared PPy:CMC composite was 10 000 times lower than that of 

carbon black additives. However, PPy:CMC composite seemed to offer better electrical 

conductivity for LiCoO2 electrode than PVDF/C electrode matrix. There are several possible 

explanations. Firstly, undoped PPy molecules in PPy:CMC composite were likely to be oxidized 

and doped by polyanions and anions from battery electrolyte during the first charging process of 

battery cells. As the result, the actual electrical conductivity of PPy:CMC composite in Li-ion 

battery cells was higher than that of their pristine state. Secondly, PPy:CMC composite adhered 

strongly on the surface of LiCoO2 particles, thus providing good electrical conduction from 

particle to particle. In contrast, most carbon additives do not adhere to LiCoO2 particles and are 

trapped inside the non-conductive PVDF binder, which reduces the effective electrical 

conductivity of the PVDF/C electrode matrix.   

2) Post-Mortem Analysis 

After cycling for several charge/discharge cycles, coin cells were disassembled to 

characterize morphological and structural changes of LiCoO2/PPy:CMC cathode upon cycling. 

XPS survey spectra (Figure 5.8) showed that chloride ions were not completely washed from the 

PPy:CMC composite, which was consistent with XPS data reported in the previous study on 

PPy:CMC composite in Chapter 3. Several studies even added LiCl into battery electrolyte 

solution to suppress electrolyte degradation[323] or protect Li metal anode[324]. Chlorine gas 
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evolution has not been reported when chloride-contaminated electrolytes underwent 

charge/discharge cycling[323,324].  

 

Figure 5.8. XPS survey spectra of LiCoO2/PPy:CMC cathode after galvanostatic 

charge/discharge cycling for 1 cycle, 10 cycles, and 100 cycles at 0.1 C. 

As the cycle number increased, the peak intensity of Cl 2p decreased while the peak 

intensity of F 1s increased simultaneously. According to the previous study on PPy:CMC 

composite, positively charged PPy was doped by carboxyl groups (from CMC structure) and 

residual chloride ions (from residual FeCl3 oxidant)[3]. Initially, chloride ions were key dopants 

for PPy, which explained the high peak intensity of Cl 2p in the XPS spectrum of the electrode 

that cycled for 1 cycle. During the continuous charge/discharge process, PF6
- ions were likely to 

substitute Cl- ions as anionic dopants for PPy due to the excess use of LiPF6 electrolyte. Free 

chloride ions were easily washed out during the electrode washing prior to XPS measurement. In 

contrast, doping Cl- and PF6
- ions were trapped within PPy:CMC electrode matrix. As a result, the 

XPS spectra for the cathode that cycled 100 times exhibited strong peak intensity for F 1s (Figure 

5.8).  
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Figure 5.9. Evolution of Cl 2p XPS spectrum after cycling LiCoO2/PPy:CMC cathode. 

Figure 5.9 (b,c,d) shows the consistency of Cl 2p peak doublet regardless of the cycle 

number, indicating that residual chloride ions did not involve in redox events within the working 

potential range of cathode.  
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Figure 5.10. Co 2p XPS spectra of LiCoO2/PPy:CMC cathode after cycling for 

(a) 1 cycle, and (b) 100 cycles.   

After cycling for 1 cycle, the Co 2p XPS spectrum of LiCoO2/PPy:CMC cathode was 

identical to pristine LiCoO2 as reported in the previous studies[325]. However, there was a 

significant change in the Co 2p XPS spectrum of LiCoO2/PPy:CMC cathode following the 100th 

cycle. Such changes in the specification of Co 2p peaks indicate changes in the surface structure 

of LiCoO2. The question remained whether PPy:CMC composite contribute to the degradation of 

LiCoO2 because the magnitude of capacity fading of LiCoO2/PPy:CMC cathode and 

LiCoO2/PVDF/C reference cathode were similar.  
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Figure 5.11. Evolution of elemental XPS spectra after cycling LiCoO2/PPy:CMC cathode for 1 

cycles, 10 cycles and 100 cycles. (a) O 1s; (b) N 1s; (c) C 1s; (d) Cl 2p. 

At the 100th cycle, two C 1s peaks appeared at approximately 287 eV and 289 eV that could 

be attributed to ester and ether groups of CMC (Figure 5.11 (c)), suggesting a slow increase in the 

average oxidation state of carbon as the cycle number increased. The N 1s XPS spectra were 

shifted to higher binding energy, suggesting increased oxidation state and doping level of PPy.  
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Figure 5.12. SEM images of LiCoO2/PPy:CMC electrodes 

(a) Pristine; (b) after 10 charge/discharge cycles; (c) after 100 charge/discharge cycles. 

The morphologies of LiCoO2/PPy:CMC cathode became rougher as the cycle number 

raised (Figure 5.12). Good contact between electrode composite components sustained repeated 

cycling. The amorphous coverage layer of LiCoO2 was probably a mixture of PPy:CMC 

composites and cathode electrolyte interface (CEI) product.  

3) Comparative experiments for determining root causes of capacity fading  

The performance degradation of Li-ion battery cells could be attributed to many factors 

ranging from the intrinsic properties of electrode materials, to impurities in the electrolyte and 

other electrode components. It is worth noting that the magnitude of capacity fading was the same 

for both LiCoO2/PVDF/C reference cathode and LiCoO2/PPy:CMC cathode. The capacity fading 

mechanism might originate from the intrinsic degradation of LiCoO2 in the investigated system. 

For example, some electrolyte additives were reported to suppress the degradation of LiCoO2 in 

carbonate electrolytes. This study, however, used commercial 1 M LiPF6 DMC:EC (50:50 v:v) 

electrolyte without electrolyte additives, which might contribute to the degradation observed. One 

possible cause for the degradation of LiCoO2/PPy:CMC cathode could be impurities in liquid 

electrolytes used. However, as shown in Chapter 4, the NMC111/PVDF/C cathode exhibited 

excellent capacity retention regardless of using the same bottle of LiFP6-based liquid electrolyte. 

Therefore, electrolyte impurities would not be the reason for the capacity fading of these LiCoO2 

cathodes.  

Residual chloride ions were reported in the composition of PPy:CMC composites that were 

previously purified by vacuum filtration. However, the chloride contamination would not affect 

electrochemical stability of PPy:CMC composites as explained in the cyclic voltammograms. The 

impact of residual chloride ions on the performance of LiCoO2/PPy:CMC cathodes was not well-
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understood. In order to get rid of residual chloride ions in PPy:CMC composites, centrifugation 

was used to purify PPy:CMC composites. Figure 5.13 (c) depicts the performance of 

LiCoO2/PPy:CMC-centrifuged cathode, which was as same as that of normal LiCoO2/PPy:CMC 

cathode, whose PPy:CMC composite was purified by vacuum filtration. Interestingly, the 

LiCoO2/PPy:CMC-centrifuged cathode was not able to undergo charge/discharge processes when 

the normal battery cycling program was applied. It is confirmed that residual chloride ions acted 

as additional dopants for PPy in the structure of PPy:CMC composites. Upon removing residual 

chloride ions, the electrical conductivity of PPy:CMC composites was expected to decrease. As a 

result, the LiCoO2/PPy:CMC-centrifuged cathode could not able to run when applying a fixed 

potential of 2.8 V to 4.2 V vs Li/Li+. However, by setting the charge potential limit to 4.5 V vs 

Li/Li+ in the first few minutes of the charging process, PPy:CMC composite was activated and the 

LiCoO2/PPy:CMC-centrifuged cathode started to run as usual. As shown in Figure 5.13 (c), the 

cell voltage of the LiCoO2/PPy:CMC-centrifuged cathode went up to approximately 4.4 V vs 

Li/Li+ in seconds followed by decaying to around 4.0 V vs Li/Li+. This behavior further confirmed 

the hypothesis that PPy:CMC composite would undergo an activation process, where undoped PPy 

was doped by electrolyte anions.  

As for LiPF6 electrolyte, it is well-known that traces of moisture in electrode could react 

with LiPF6, forming corrosive HF gas that attacks LiCoO2 and degrades overall cell performance. 

Therefore, one could argue that the hygroscopic nature of the CMC component in PPy:CMC 

composite might lead to moisture absorption during the handling of LiCoO2/PPy:CMC electrodes. 

To reject this hypothesis, several coin cells with LiCoO2/PPy:CMC cathodes were made with 1M 

LiClO4 in polypropylene carbonate electrolyte, which is insusceptible to moisture contamination. 

However, the electrode still suffered from capacity fading as shown in Figure 5.13 (d).  
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Figure 5.13. Voltage profiles of (a) LiCoO2/PVDF/C reference cathode, (b) LiCoO2/PPy:CMC 

cathode,(c) LiCoO2/PPy:CMC-centrifuged cathode with 1M LiPF6 in DMC:EC (50:50 v:v) 

electrolyte. (d) Voltage profiles of LiCoO2/PPy:CMC-centrifuged cathode with 1 M LiClO4  in 

polyethylene carbonate (PC) electrolyte 

To sum up, the degradation of the LiCoO2/PPy:CMC cathode was likely due to the intrinsic 

problem of LiCoO2 active materials. Nevertheless, more studies should have been done to fully 

understand the properties of CP-based electrode matrices such as PPy:CMC composites in the 

working environment of Li-ion batteries.  
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4) Activating CP-based composites in the first charging process 

It is imperative to emphasize the importance of activating CPs in Li-ion batteries by setting 

a high charging potential limit in the first charging stage. This unique protocol of activating CPs 

in Li-ion batteries has not been reported elsewhere. Without activation, the electrical conductivity 

of CPs would be too low to conduct electrons in carbon-additive-free electrodes. As a result, most 

of the studies still added carbon additives to CP-containing electrodes. This intriguing activation 

phenomenon suggests a good strategy to activate CPs in Li-ion batteries. For example, PANI:CMC 

composite was able to function carbon-additive-free LiCoO2/PANI:CMC cathode as depicted in 

Figure 5.14. More information on the activation mechanism of CPs in Li-ion batteries would 

facilitate the adoption of CP-based electrode matrices for many types of rechargeable batteries.   

 

Figure 5.14. Voltage Profile of LiCoO2/PANI:CMC cathode cycled at 0.1 C.  

IV. Conclusions 

The study proved that PPy:CMC composite demonstrated good electrochemical stability 

within the potential range of cathode. Having a high number of carboxyl and hydroxyl groups, 

CMC offered a great affinity towards the surface of LiCoO2, forming a good coverage on LiCoO2 

particles. During the first charging step, undoped PPy in PPy:CMC composite was oxidized to 

become fully-charged, which explained the abnormally sharp increase in the voltage profile within 

few seconds of the charging process. When the amount of residual chloride ions in PPy:CMC 

composites decreases by more careful purification, the activation potential was observed to 

increase accordingly. Once the activation potential goes beyond the upper working potential range 
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of cathode (4.2 V vs Li/Li+ for LiCoO2), setting a high potential limit (4.5 V vs Li/Li+ for LiCoO2) 

in the first charging step is necessary to allow neutral PPy unit to be oxidized and doped, thus 

activating PPy:CMC composites. The same activation protocol has been applied successfully to 

activate PANI:CMC composites as electrode matrices. Further studies should be carried out to 

understand this unique activation mechanism, which would pave the way for using more CPs in 

Li-ion batteries. Based on the XPS measurement, as the cycle number increased, PF6
- ions 

continued to substitute carboxyl groups and residual chloride ions to become one of the main 

dopants for positively charged PPy molecules. The degradation of  LiCoO2/PPy:CMC cathodes 

was likely to originate from the degradation of LiCoO2, whose changes in cobalt speciation need 

to be investigated further. 
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Chapter 6. Conclusions and Suggestions for future works 

I. Research Summary  

Getting prepared for the next generation of Li-ion batteries requires multidisciplinary 

research ranging from material exploration, battery cell design, performance testing to 

manufacturing innovation, and battery system management. From the material science point of 

view, each battery component has room for improvement. The electrode matrix is commonly 

considered an inactive component in Li-ion batteries. However, their performance as a conductive 

and adhesive framework for active materials significantly impacts battery performance as a whole. 

The conventional electrode matrix consisting of polyvinylidene fluoride (PVDF) and carbon-black 

(C) has been proven to be ineffective for the next generation of Li-ion batteries, where high-

energy-density active materials are used[117,140,247,326].  

This thesis aimed to design a new class of electrode matrices for Li-ion batteries. New 

electrode matrices are composites of conducting polymers and water-dispersible carboxyl-

containing polymers, combining in such a way that yields water-dispersible, electrically 

conductive, and strongly adhesive electrode matrices for electrode active materials. In particular, 

polypyrrole:carboxymethyl cellulose (PPy:CMC) composites were synthesized and investigated 

as representative examples for the class of CP-based electrode matrices. The study has yielded 

several research outcomes: 

1) A proof of concept for designing CP-based composites 

New electrode matrices derived from composites of CPs and aqueous carboxyl-containing 

polymers were synthesized by in situ polymerization, which is relevant to the industrial process of 

producing CPs[327]. CP monomers were slowly polymerized and oxidized by oxidants and then 

simultaneously doped by the carboxyl groups of carboxyl-containing polymers. Solvent 

immersion allows CP composites to precipitate without washing out carboxyl-containing polymers 

at the end. The vacuum filtration process allows cost-effective purification. Starting from low-cost 

precursors, CP composites were synthesized by a facile, scalable process to yield inexpensive 

battery electrode matrices. The unique arrangement of composite components via charge balancing 

mechanism, allowing the homogeneous molecular structure to form. Even though this work has 

mainly focused on PPy:CMC composites, the general electrode matrix design concept may extend 

to other combinations where CPs are polypyrrole (PPy), polyaniline (PANI), polythiophene (Pth), 
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and so on. Likewise, water-dispersible carboxyl-containing polymers can be chosen from or 

combined with several carboxyl-containing polymers such as carboxymethyl cellulose (CMC), 

alginate (SA), polyacrylic acid (PAA) (Figure 6.1).  

 

 

Figure 6.1. A general synthesis route for CP-based composites. 

2) Understanding the structural formation of PPy:CMC molecular composites 

Multiple characterization tools such as TEM/EDX, STXM, XPS were applied to 

characterize the structure, physical/chemical properties of PPy:CMC composites in the light of 

seeking multifunctional electrode matrices. The structure of PPy:CMC composite can be 

considered as a molecular composite. Positively charged PPy molecules were doped by carboxyl 

(R-COO-) groups (from CMC), and chloride ions (residual from FeCl3 oxidant)[3]. Such doping 

mechanism is responsible for the electrical conductivity of PPy:CMC composites. The electrical 

conductivity of PPy:CMC composite, however, did not follow the Bruggeman relationship for 

common conductor-insulator composites. The surface coverage of PPy particles by CMC layers 

may result in quantum tunneling electrical conduction.  
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Figure 6.2. A schematic representation of carbon-additive-free LiCoO2/PPy:CMC cathode. 

Grey spheres represent LiCoO2 particles surrounded by PPy:CMC composites.  

3) Fabricating carbon-additive-free cathodes  

As shown in Figure 6.2, PPy:CMC composites were applied as electrode matrices for 

common cathode active materials such as LiCoO2 and NMC111. By forming ionic interactions, 

PPy:CMC composites were self-doped, leading to such an electrical conductivity that was 

sufficient to make fully functional cathodes without adding carbon additives. High C-rate battery 

cycling was achieved for carbon-additive-free cathodes by using self-conductive PPy:CMC 

composites, which has been rarely reported in the literature. Only one report from Kim et al. 

demonstrated the fabrication of a carbon-additive-free cathode by coating commercial 

PEDOT:PSS on the surface of LiCoO2[120]. LiCoO2@PEDOT:PSS cathode delivered a discharge 

capacity of ~140 mAh.g-1 at 1 C, but also suffered from capacity fading as similar as 

LiCoO2/PPy:CMC cathodes reported in Chapter 3.  

The two studies on carbon-additive-free cathodes suggested the possibility of using CP 

composites as conductive electrode matrices[119,120]. This study further confirms that conducting 

polymers are capable of providing good electrode conductivity. Moreover, the presence of CMC, 

a well-known aqueous binder, in the PPy:CMC composite structure allowed PPy:CMC composites 

to disperse well in water for electrode slurry preparation. PPy:CMC composites showed strong 

adhesion to LiCoO2, LiNi1/3Mn1/3Co1/3O2 surfaces as revealed by SEM imaging. Good electrode 

adhesion to the aluminum current collector was also achieved as confirmed by the scratch test. The 
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dual functionality of PPy:CMC composites enables them to be used as mono-component electrode 

matrices to substitute conventional PVDF/C mixtures.  

4) Studying the compatibilities of CP-based electrode matrices in Li-ion batteries.   

Unexpected capacity fading was a challenge for using water-based binders and electrode 

matrices at the cathode side[117,120,272,275]. For example, Kim et al. reported the fast capacity 

fading of LiCoO2 cathode with aqueous PEDOT:PSS electrode matrix[120], but without detailed 

investigation on the degradation mechanism. Some studies suggested that the degradation resulted 

from the interfacial instabilities of cathode active materials processed with aqueous binders[317]. 

The pH of aqueous electrode slurry increases as a result of lithium leaching would also lead to 

structural changes and Al current collector corrosion. Adjusting the pH of electrode slurry could 

address these problems[274,317].  

With PPy:CMC composites as water-based electrode matrices, the capacity fading was still 

observed. Electrochemical analyses confirmed that PPy:CMC composites showed good 

electrochemical stability within the operating potential range of the cathode. No structural change 

was observed for active materials after mixing with PPy:CMC composites in water. Post-mortem 

analyses were applied to study the degradation causes of LiCoO2/PPy:CMC cathodes. After 

performing comparative analyses, the capacity fading observed for LiCoO2/PPy:CMC cathodes 

was likely to originate from the intrinsic performance of LiCoO2. Nonetheless, more studies should 

be done to understand better the compatibilities of PPy:CMC composites and other CP-based 

electrode matrices with other components in Li-ion batteries.  

In conclusion, the research project has placed the first step in developing a new class of 

electrode matrices for Li-ion batteries by simply combining CPs and carboxyl-containing aqueous 

binders. One of the examples for multifunctional CP-based electrode matrices is PPy:CMC 

composite. As a conductor, PPy:CMC composite provides electrical conduction pathways between 

electrode active materials, allowing batteries to function at high C-rates without carbon additives 

added. As an adhesive binder, PPy:CMC composite was found to have strong interactions with 

LiCoO2 and NMC111 cathode materials. Strong interactions are also expected between PPy:CMC 

composites and other electrode materials such as silicon/tin-based materials (Li-ion battery 

anodes), and sulfur (Li-S battery cathodes), to name a few. Such unique features could be 

beneficial for the development of other rechargeable batteries such as Li-S batteries, multivalent 
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metal-ions batteries. Aqueous electrode processing was also achieved by using this class of 

electrode matrices, thus contributing to the development of a greener battery fabrication process. 

This class of electrode matrices, however, is still in its infancy. Future studies are needed for 

understanding the behaviors of CP-based electrode matrices in Li-ion batteries for future 

applications.  

II. Research Suggestions  

This study has shown a proof of concept for designing and applying CP-based electrode 

matrices in Li-ion batteries. Two representatives, including PPy:CMC and PANI:CMC 

composites, have shown promising performances as conductive, adhesive, and water-processable 

battery electrode matrices. However, the development of CP-based electrode matrices is still in its 

infancy with many open questions on their chemical/electrochemical stability and compatibility. 

To commercialize this class of CP-based electrode matrices, future studies should focus on:  

1) Exploring other CP-based composites 

Other composite combinations such as PPy:PAA, PANI:PAA composites have unexplored 

characteristics. Different CPs have their unique electrochemical and chemical properties, which 

could be more compatible with Li-ion batteries. Because polyanions are dopants for CPs in CP-

based composites, changing polyanions in terms of size, functionality, polarity could tune the 

mobility, structural stability of CP-based composites. It should be noted that too strong interactions 

between PPy:CMC and LiCoO2 might be responsible for capacity fading. Therefore, exploring 

other composites could lead to fruitful results.   

2) Studying stability of CP-based composites in Li-ion batteries  

A limitation of this study is that the reactions and interactions between CP-based electrode 

matrices and other electrode components such as active materials and electrolytes have not been 

fully investigated. Therefore, a strong conclusion about the stability of CP-based electrode 

matrices in Li-ion battery cells is not available. A natural progression of this work is to test the 

performance of CP-based electrode matrices in battery cells containing different types of cathode, 

and anode materials. Some electrolyte additives should be used to extend the cycle life of battery 

cells.  

It is worth mentioning that the cycling data is collected by running several half-cell 

CR2032 coin cells, which used reference lithium metal anode. To study the actual battery 
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performance, It is recommended to fabricate and test full-cell coin cells, which use graphite or 

silicon-based anodes. More coin cells for each sample should be fabricated and tested to have good 

statistical data. Using a high-precision battery tester is also a good way to predict battery lifetime 

by measuring coulombic efficiency more accurately[328]. 

3) Studying the architecture of electrodes that used CP-based electrode matrices    

The ways that CP-based electrode matrices interact and support active materials are 

different from that of conventional PVDF/C electrode matrices. Investigating mechanical 

properties could reveal root causes for capacity fading. By performing ex-situ or in-situ X-ray 

imaging of battery electrodes after certain charge/discharge cycles, morphological changes could 

be analyzed to study electrode mechanical integrity[220,329,330], which was claimed as one of 

the main advantages of using CP-based electrode matrices[3].  

The synchrotron-based X-ray microscope could be applied to collect a series of radiographs 

of electrodes rotated 180 o on a sample holder. By using tomography data analysis software, 3D 

images of electrode structure could be constructed after performing appropriate segmentation and 

image construction. Following that, quantitative analyses could be performed to estimate volume 

fraction, porosity, tortuosity of the electrodes[220,331,332], which yield important information 

about changes in electrode architecture upon galvanostatic cycling [247,287].  

4) Implementing CP-based electrode matrices in different types of rechargeable batteries   

It is well-known that the performance of CMC binder outweighs that of PVDF binder for 

high-energy-density anodes where silicon[159,193,247,287,333], and tin[117,137] anode active 

materials were used. Strong intermolecular interactions between CMC and those anode materials 

maintain good electrode mechanical integrity during repeated cycling, thus retains high capacity 

over many cycles. Due to time constraints, this research project mainly focuses on the cathode side 

of Li-ion batteries. Future research should be undertaken to explore how CP-based electrode 

matrices work at the anode side of Li-ion batteries.  

As the closest analog to Li-ion batteries, Na-ion batteries own the same problem that is 

found in Li-ion batteries[72]. For example, catastrophic volume changes during the (de)solidation 

of silicon-based, tin-based anodes could result in fast capacity fading[74,218,242]. The selection 

of electrode matrix for Na-ion batteries could differentiate between failed and workable electrodes. 
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Further application of CP-based electrode matrices on Na-ion batteries, therefore, is required to 

confirm their versatility for rechargeable batteries.  

The importance of electrode matrix design becomes even more critical in lithium-sulfur 

(Li-S) batteries[98]. The working principle of Li-S batteries relies on the electrochemical reaction 

between lithium (anode) with sulfur (cathode). Technical challenges mostly arise from the sulfur-

based cathode. For example, sulfur experiences remarkable volume changes between charged and 

discharged, which induces large structural stresses[98]. Replicative volume expansion and 

shrinking result in particle pulverization and electrode delamination, which are similar to the 

degradation mechanism of silicon and tin anodes in Li-ion batteries. Strongly adhesive electrode 

matrices are vital for ensuring the mechanical integrity of sulfur cathode[91,98,154]. Strong 

interactions between electrode matrices and sulfur compounds could suppress the devastating 

shuttle effect by capturing polysulfides[98,99,239]. Besides, conductive electrode matrices are of 

paramount importance to address the low electrical conductivity of sulfur cathode. Because carbon 

additives are loosely connected to sulfur particles, a large quantity of carbon additives is needed 

to provide sufficient electrode conductivity[91,93,239], which lowers the volumetric and 

gravimetric capacity advantages of Li-S batteries. Theoretically, CP-based electrode matrices 

seem to address the above-mentioned issues simultaneously. Containing charged molecules, 

PPy:CMC could form strong intermolecular interactions with sulfur to minimize the shuttle effect 

of polysulfides while ensuring mechanical integrity during operation. The intrinsic electrical 

conductivity of CP-based electrode matrices would reduce or even eliminate carbon additives used, 

thus improving the overall volumetric and gravimetric capacity of Li-S batteries.  

By designing alternative electrode matrices, this work lays the groundwork for future study 

to address the limitations of conventional PVDF/C electrode matrices to prepare for the next 

generation of rechargeable batteries, whose electrodes exhibit large volume change, unstable 

mechanical structure, and poor electrical conductivity. Considerably more work will need to be 

done to fully understand the behaviors of CP-based electrode matrices in Li-ion battery cells from 

mechanical to chemical aspects. Future research, investigating a wide range of composite 

combinations, could introduce promising electrode matrices for wide-scale applications in Li-ion 

batteries. Last but not least, expanding the implication of CP-based electrode matrices to the next 
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generation of rechargeable batteries such as Na-ion, multivalent metal-ion, Li-S batteries is the 

next step to exploit the unique properties of CP-based electrode matrices.  
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Appendix 

Supporting Information for Chapter 4: 

Conducting Polymer Composites as Water-Dispersible Electrode Matrices for Li-Ion 

Batteries: Synthesis and Characterization 

Particle size analysis 

TEM images were imported into ImageJ, where individual particles were manually 

assigned. The diameter for each particle was then measured. The sample size for in situ 

polymerized PPy:CMC 1:1 composite and mechanically mixed PPy:CMC 1:1 composite were 22 

and 31 particles, respectively. The particle size distribution is estimated by applying the student’s 

t-distribution with a confidence interval of 95%.   

STXM measurement and data treatment  

The PPy:CMC 1:1 sample was sonicated in water to form a homogenous suspension before 

depositing onto a Si3N4 window, which was immobilized on an STXM sample plate by carbon 

tape. After drying the specimen, the sample plate was transferred into the STXM chamber, which 

was vacuumed and then back-filled with helium gas (~1/6 atm) prior to analysis.  

STXM imaging was performed at the 10ID-1 SM beamline of the Canadian Light Source 

(CLS), Canada with the detailed instrument information and data treatment reported in a previous 

study[334]. The incident photon energy ranged from 280 eV to 425 eV to cover C 1s and N 1s was 

used to acquire STXM-XANES image stacks. The energy step was varied in steps of 0.1 eV near 

the absorption edge and 1 eV for the pre-edge and continuum regions. The scan area covered 

sample regions as well as a blank region for Io measurement.   

By measuring the intensity of incident X-rays (Io) and transmitted X-rays (I), the XANES 

spectra were recorded in transmission mode according to the Beer-Lambert law and converted into 

optical density scales by the following equation: 

𝑇 =
𝐼𝑜

𝐼
 

𝑂𝐷 = 𝐴 = −𝑙𝑛𝑇 = ln (
𝐼𝑜

𝐼
) = µ𝜌𝑙 
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where OD is optical density (also called absorbance (A)) and T denotes transmittance. The energy-

dependent mass absorption coefficient (cm2/g), density (g/cm3), and thickness (mm) of the sample 

were denoted as µ, ρ, and 𝑙, respectively.    

Data treatment was performed with the aXis2000 and Matlab R2018a software packages. 

All images in the stack were aligned automatically by using the Jacobsen Stack Analyze and Zimba 

techniques. After that, the aligned image stack in transmission mode was converted to optical 

density mode by normalizing the transmitted light intensity (I) by incident light intensity (Io), 

which was measured in the blank region. The image was created by dividing the integrated OD in 

the region between 284 eV to 286 eV by the total integrated OD of the C 1s spectrum and assigning 

the result to the color saturation scale. The brightness scale was set by the integrated OD of the 

full C 1s spectrum. 

XPS data analysis 

The XPS spectra were analyzed by the CasaXPS software. The calibration of binding 

energies is based on the C 1s peak at 284.8 eV. Peak fittings of C 1s, N 1s, O 1s spectra, used a 

Shirley background and a simplex algorithm to fit components with pure Gaussian line shape.  

Electrical conductivity measurement  

Error bars on electrical conductivity graphs (Figure 3.4 (a), Figure SI.3.8 and Figure 

SI.3.10) represent a confidence interval of 95% by t-distribution with sample sizes ranging from 8 

to 15).  
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Supporting Figures  

 

Figure SI.3.1. Bruggeman model for the electrical conductivity of PPy:CMC R2.5 composites. 

 

 

Figure SI.3.2. Dispersion stability of PPy and PPy:CMC 1:1 R2.5 composite in water  

with a concentration of 4 mg/ml. 
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Figure SI.3.3. Digital images of LiCoO2/(PPy:CMC 1:1 R2.5) electrode with H2O as solvent 

(a) and LiCoO2/PVDF/C electrode with NMP as solvent (b). 

 

Figure SI.3.4. Electrical conductivity of PPy:CMC 1:1 composites synthesized at different 

Py:FeCl3 ratio of 1:2.5 (R2.5), 1:2.75 (R2.75) and 1:3.0 (R3.0). 
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Figure SI.3.5. Galvanostatic charge and discharge voltage profiles at 0.1 C of 

LiCoO2/(PPy:CMC 1:0.5 R2.50) electrode (a), LiCoO2/(PPy:CMC 1:0.75 R2.50) electrode (b), 

LiCoO2/(PPy:CMC 1:1 R2.50) electrode (c), LiCoO2/(PPy:CMC 1:1.25 R2.50) electrode (d). 



129 

 

 

Figure SI.3.6. Comparison between the electrical conductivity of  

mechanically mixed and in situ polymerized PPy:CMC composites.   
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Figure SI.3.7. Plots of charge/discharge capacity and coulombic efficiency at 0.1 C vs. cycle 

number of LiCoO2/PVDF/C electrode (a), LiCoO2/(PPy:CMC 1:1 R.2.50) electrode (b), 

LiCoO2/(PPy:CMC 1:1 R2.75) electrode (c), and LiCoO2/(PPy:CMC 1:1 R3.0) electrode (d). 
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Figure SI.3.8. The comparison of IR drops between LiCoO2-based electrodes with PPy:CMC 

1:1 composites synthesized at Py:FeCl3 ratio of 1:2.5 (R2.50), 1:2.75 (R2.75) and 1:3.0 (R3.0).  
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Supporting Information for Chapter 5:  

Revisiting the Degradation of Li-ion Battery Electrode Containing Conducting 

Polymer-based Electrode Matrix 

Synthesis of polyaniline:carboxymethyl cellulose (PANI:CMC) composite 

PANI:CMC composite was synthesized by chemically in situ polymerization. First of all, 

sodium carboxymethyl cellulose (MW= 250000 g/mol, DS= 0.9, Sigma-Aldrich) was dissolved in 

deionized water to form a viscous solution. Following that, aniline (≥99.5%, Sigma-Aldrich) was 

mixed with the above Na-CMC solution. An ice bath was used to cool down the precursor solution 

before adding ammonium persulfate (≥98%, Sigma-Aldrich) solution. The aniline:CMC mass ratio 

and aniline:(NH4)2S2O8 molar ratio were fixed as 1:1 and 1:1.25, respectively. The concentration 

of aniline in the reaction mixture was approximately 0.6 mol.L-1. The chemical polymerization 

reaction was carried out for 6 hours in an ice bath and then 18 hours at room temperature. After 

immersing product suspension in ethanol overnight with the suspension:ethanol volume ratio of 

1:4, vacuum filtration was used to purify precipitates with ethanol until the filtrate solution became 

colorless. The purified product was dried in a vacuum oven at 80 oC before use.  

Activation procedure for CP-based electrode matrices.  

After fabrication, coin cells were kept at their open circuit potential for 12 hours. In the 

first charging step, the potential was set at 4.5 V vs Li/Li+ for a maximum of 10 mins. After 10 

mins, the charge/discharge cycling program was set at a normal potential range of 2.8-4.2 V vs 

Li/Li+.  
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Figure SI.5.1. Voltage profile of LiCoO2/PPy:CMC cathode cycled at 0.1 C.
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