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ABSTRACT
Polyaniline (PANI) has emerged as a versatile and promising conducting polymer with widespread
applications in various fields, particularly in the realm of electrochemical devices. This review paper provides
a comprehensive analysis of the synthesis methods, properties, nanocomposites, and electrochemical
applications of polyaniline. The goal is to offer a detailed understanding of PANI and its potential for
advancing technology in energy storage, sensing, and other electrochemical domains.
KEYWORDS: Polyaniline, Conducting Polymers, Synthesis, Properties, Nanocomposites, Electrochemical

Applications.

INTRODUCTION

Polyaniline (PANI) stands as a distinctive member among conductive polymers, drawing substantial interest within
the scientific and technological communities. This attention is propelled by its remarkable blend of properties,
including electrical conductivity, facile synthesis methods, and environmental stability. The unique attributes of
PANI position it as a key player in the realm of electrochemical applications, showcasing its potential to redefine
the landscape of energy storage systems and sensors.

In recent years, the quest for sustainable and efficient energy solutions has intensified, underscoring the
importance of innovative materials with superior electrochemical performance. Polyaniline, with its inherent
conductivity and versatility, emerges as a promising candidate for addressing these pressing challenges. Its ability to
conduct electricity, coupled with facile synthesis routes, provides a foundation for the development of advanced

materials with applications ranging from energy storage to sensing technologies.

North Asian International Research Journal Consortiums www.nairjc.com



North Asian International Research Journal of Sciences, Engineering & I.T. ISSN: 2454 - 7514 Vol. 5, Issue 7, July 2019

As the global focus shifts towards renewable energy sources and smart sensing devices, the demand for
materials that bridge the gap between traditional electronics and environmentally friendly technologies has become
more pronounced. PANI's adaptability and electrochemical characteristics make it an ideal candidate to meet these

evolving needs.

This section aims to underscore the significance of polyaniline in the context of electrochemical
applications. By examining its unique attributes and discussing its potential impact on energy storage systems and
sensor technologies, we set the stage for a comprehensive exploration of PANI's synthesis methodologies,
properties, nanocomposites, and diverse electrochemical applications in the subsequent sections of this review.
Through this exploration, we aim to provide a holistic understanding of polyaniline's role in advancing the field of

electrochemistry and contributing to the development of sustainable and efficient technologies.
SYNTHESIS OF POLYANILINE

The synthesis of polyaniline (PANI) encompasses a diverse array of methods, each exerting a distinct influence on
the resultant properties of the polymer. This section aims to provide an overview of the primary synthesis
techniques, emphasizing the pivotal role of reaction conditions in shaping the molecular structure and inherent
properties of PANI.

1. Chemical Oxidative Polymerization:

One of the most widely employed methods for PANI synthesis is chemical oxidative polymerization. This process
typically involves the oxidative polymerization of aniline monomers in the presence of suitable oxidizing agents.
Aniline undergoes oxidative coupling to form the polymer chain, accompanied by the generation of radical
captions.

The choice of oxidizing agent profoundly impacts the polymerization kinetics and the resulting PANI
properties. Common oxidants include ammonium persulfate, ferric chloride, and hydrogen peroxide. Reaction
parameters such as temperature, pH, and concentration play a crucial role in determining the degree of
polymerization, molecular weight, and ultimately, the conductivity of PANI.

2. Electrochemical Polymerization:

Electrochemical polymerization stands out as a precise and controllable method for synthesizing PANI. This
technique involves the electrodeposition of PANI on a conductive substrate, often graphite or platinum, in the
presence of an electrolyte solution containing aniline monomers. The application of an electric potential initiates the
polymerization process.

Electrochemical polymerization allows for fine-tuning of the polymer morphology and properties by adjusting
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parameters such as the applied potential, current density, and electrolyte composition. This method offers superior
control over the growth Kinetics, resulting in well-defined PANI structures with enhanced electrochemical
performance.
3. Other Synthesis Approaches:
In addition to chemical oxidative and electrochemical polymerization, alternative approaches have been explored
for PANI synthesis. These may include template-assisted methods, microwave-assisted synthesis, and interfacial
polymerization. Each approach introduces unique aspects to the synthesis process, influencing the morphology,
crystallinity, and overall performance of PANI.
4. Impact of Reaction Conditions:
The success of PANI synthesis is intricately linked to the modulation of reaction conditions. Parameters such as
temperature, pH, concentration of reactants, and choice of solvents significantly influence the polymerization
process. Variations in these conditions can lead to different PANI structural forms, such as emeraldine base, salt, or
pernigraniline, each possessing distinct electronic and optical properties.

Understanding and optimizing these reaction conditions are imperative for tailoring PANI to specific
applications. The resulting molecular structure and properties dictate PANI's performance in various

electrochemical applications, ranging from energy storage to sensing.
PROPERTIES OF POLYANILINE

Polyaniline (PANI) exhibits a diverse range of intrinsic properties that make it a distinctive and versatile material.
This section provides an in-depth exploration of key properties, including electrical conductivity, redox behavior,
thermal stability, and mechanical characteristics. The discussion will further delve into the impact of doping and
different forms of PANI, such as emeraldine base, salt, and pernigraniline, on these fundamental properties.

1. Electrical Conductivity:

PANI's electrical conductivity is a defining feature that positions it as a notable conducting polymer. In its
conductive form, known as emeraldine base, PANI demonstrates a semi-metallic behavior with electrical
conductivity in the range of 10 to 100 S/cm. The conjugated n-electron system along the polymer chain facilitates
charge transport, rendering PANI suitable for various electronic and electrochemical applications.

The conductivity of PANI can be modulated by factors such as doping level, oxidation state, and structural
morphology. Doping with suitable agents enhances the charge carrier concentration, thereby influencing the
electrical conductivity of PANI and tailoring it for specific applications.

2. Redox Behavior:
PANI exhibits redox behavior owing to the reversible protonation and deprotonation of nitrogen atoms in the
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polymer chain during electrochemical processes. This redox activity is a crucial aspect for applications in energy
storage devices, such as batteries and supercapacitors. The ability to undergo redox transitions ensures PANI's
participation in charge storage mechanisms, contributing to its electrochemical performance.

The redox behavior of PANI is intricately linked to its different oxidation states, including the conducting
emeraldine base, the insulating pernigraniline, and the intermediate leucoemeraldine. Understanding and
manipulating these states are pivotal for optimizing PANI's performance in diverse electrochemical applications.

3. Thermal Stability:
PANI exhibits noteworthy thermal stability, making it suitable for applications involving elevated temperatures. The
polymer's thermal behavior is influenced by factors such as molecular weight, doping level, and the presence of
counter ions. The emeraldine base form, in particular, displays stability in the range of 200 to 300°C, depending on
the specific conditions.

The thermal stability of PANI is a crucial consideration for applications in electronic devices and sensors,
where exposure to varying temperatures is common. Additionally, the exploration of PANI-based composites often
involves understanding the synergistic effects of combining PANI with thermally stable materials.

4. Mechanical Properties:
PANI exhibits a balance of mechanical properties, including flexibility and rigidity, depending on its oxidation state
and structural form. The emeraldine base form, in its conductive state, typically displays reasonable flexibility,
allowing for applications in flexible electronics and sensors. However, variations in the oxidation state can
influence the mechanical strength of PANI.

The mechanical properties of PANI are crucial for applications such as flexible sensors and actuators, where the
material must endure mechanical stress while maintaining its electronic functionality.
5. Influence of Doping and Forms:
Doping plays a pivotal role in tailoring PANI's properties. The introduction of dopant molecules alters the charge
distribution along the polymer chain, influencing electrical conductivity and redox behavior. Different forms of
PANI, such as emeraldine base, salt, and pernigraniline, exhibit varying properties, offering a spectrum of
functionalities.

Emeraldine base, in its conducting form, is the most widely studied due to its superior electrical conductivity.
The insulating pernigraniline and intermediate leucoemeraldine, while less conductive, contribute unique properties

that find applications in specific contexts.
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NANOCOMPOSITES OF POLYANILINE

The integration of polyaniline (PANI) with nanomaterials has opened new avenues for the development of
advanced nanocomposites, exhibiting enhanced performance in diverse applications. This section delves into the
incorporation of carbon-based nanomaterials, such as graphene and carbon nanotubes, along with inorganic
nanoparticles like metal oxides, into PANI matrices. The discussion emphasizes the synergistic effects of these
hybrid materials, elucidating the resulting improvements in conductivity and stability.

1. Graphene-PANI Nanocomposites:

The integration of graphene, a two-dimensional carbon allotrope with exceptional electrical conductivity and
mechanical strength, with PANI has garnered significant attention. The unique properties of graphene complement
PANI's characteristics, leading to synergistic effects. The high surface area of graphene provides abundant sites for
PANI deposition, enhancing the overall electrical conductivity of the composite.

Graphene-PANI nanocomposites exhibit improved charge carrier mobility, making them ideal candidates for
applications in supercapacitors and sensors. The 2D structure of graphene also contributes to the mechanical
reinforcement of PANI, enhancing the overall structural integrity of the nanocomposite.

2. Carbon Nanotube-PANI Nanocomposites:

Carbon nanotubes (CNTSs), with their exceptional mechanical strength and high electrical conductivity, offer another
avenue for enhancing PANI properties. The one-dimensional nature of CNTs facilitates electron transport along
their length, complementing the charge transport capabilities of PANI.

The incorporation of CNTs into PANI matrices results in nanocomposites with improved electrical conductivity,
mechanical strength, and flexibility. These attributes find applications in flexible electronics, conductive coatings,
and energy storage devices.

3. Metal Oxide-PANI Nanocomposites:

Inorganic nanoparticles, particularly metal oxides, have been successfully integrated into PANI matrices to impart
additional functionalities. Metal oxides, such as titanium dioxide (TiO,), zinc oxide (ZnO), and iron oxide (Fe,05),
contribute to the enhancement of PANI's stability, electrochemical performance, and catalytic properties.

Metal oxide-PANI nanocomposites often exhibit superior performance in applications like sensors, catalysis,
and energy storage. The synergistic effects arise from the combination of the unique properties of metal oxides,
such as high surface area and catalytic activity, with the electrical conductivity of PANI.

4. Synergistic Effects and Improvements:
The synergy achieved in these nanocomposites stems from the complementary properties of PANI and the
incorporated nanomaterials. The combination of PANI's intrinsic conductivity with the high surface area,

mechanical strength, and unique properties of graphene, CNTs, or metal oxides results in nanocomposites that
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surpass the individual components in terms of performance.

These enhancements include improved electrical conductivity, mechanical strength, and stability, making
nanocomposites of PANI attractive for applications in energy storage devices, sensors, and conductive coatings. The
tailored properties of these hybrid materials offer versatility, allowing them to be customized for specific

technological requirements.
ELECTROCHEMICAL APPLICATIONS OF POLYANILINE

Polyaniline's distinctive electrochemical properties position it as a versatile material with widespread applications
in various domains. This section delves into the pivotal role of PANI in energy storage devices, sensors, and
corrosion protection coatings. Specifically, the focus is on the advancements and challenges associated with the
utilization of PANI-based materials in supercapacitors, batteries, and sensors.

1. Supercapacitors:

Advancements: PANI's high pseudocapacitance, coupled with its excellent electrical conductivity, makes it an ideal
material for supercapacitors. The redox behavior of PANI allows for reversible charge storage, contributing to high
energy and power densities.

Challenges: However, challenges such as limited cycling stability and the need for improved capacitance retention
over extended cycles persist. Strategies to address these challenges involve optimizing the synthesis methods and
exploring hybrid materials to enhance PANI's performance in supercapacitor applications.

2. Batteries:

Advancements: PANI has demonstrated considerable potential in various battery systems, including lithium-ion
batteries (LIBs) and sodium-ion batteries (SIBs). Its ability to undergo reversible redox reactions facilitates charge
storage, leading to enhanced battery performance.

Challenges: Challenges in PANI-based batteries include issues related to volume expansion during charge-discharge
cycles, which can lead to mechanical stress and decreased cycling stability. Research efforts are directed toward
mitigating these challenges through the design of advanced electrode architectures and nanocomposites.

3. Sensors:

Advancements: PANI's conductivity modulation in response to external stimuli, such as changes in pH or the
presence of specific analytes, makes it an excellent candidate for sensor applications. PANI-based sensors have
been developed for detecting gases, biomolecules, and environmental pollutants.

Challenges: Challenges include the need for improved selectivity, sensitivity, and response times in PANI-based
sensors. Advances in material design, incorporation of nanomaterials, and optimization of sensor configurations are

actively pursued to address these challenges and enhance the performance of PANI-based sensors.
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4. Corrosion Protection Coatings:

Advancements: PANI's corrosion inhibition properties, attributed to its ability to form a protective barrier on metal

surfaces, have been explored for corrosion protection coatings. PANI-based coatings have shown promise in

preventing corrosion and enhancing the longevity of metallic structures.

Challenges: Challenges include ensuring the long-term stability and adhesion of PANI coatings on metal surfaces.

Research is directed toward developing effective coating strategies and understanding the underlying mechanisms

to optimize PANI for corrosion protection applications.

5. Recent Advancements and Future Directions:

Recent advancements in PANI research include the exploration of novel synthesis methods, the development of

hybrid materials, and the integration of PANI with advanced nanocomposites to overcome existing challenges.
Future directions involve tailoring PANI properties for specific electrochemical applications through precise

control of its structural forms, optimization of doping levels, and the incorporation of nanomaterials.
CHALLENGES AND FUTURE PERSPECTIVES

Challenges:

1. Cycling Stability:

Issue: One of the primary challenges associated with PANI is its limited cycling stability, particularly in energy
storage applications such as batteries and supercapacitors. The structural changes during repeated charge-discharge
cycles can lead to degradation and diminished performance over time.

Potential Solutions: Addressing this challenge requires innovative strategies, including the design of advanced
electrode architectures, exploration of novel electrolyte systems, and the incorporation of nanomaterials to mitigate
the effects of volume expansion during cycling.

2. Scalability of Synthesis Methods:

Issue: Many PANI synthesis methods face challenges when it comes to scalability for large-scale industrial
applications. The reproducibility and cost-effectiveness of synthesis methods become crucial factors for widespread
implementation.

Potential Solutions: Future research should focus on developing scalable and cost-efficient synthesis routes for
PANI. Continuous flow synthesis, template-assisted methods, and innovative reactor designs could contribute to
overcoming scalability issues.

3. Limited Solubility and Processability:

Issue: PANI often exhibits limited solubility in common solvents, hindering its processability into various forms
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such as thin films or coatings. This limitation restricts its application in certain areas, such as flexible electronics.
Potential Solutions: Strategies to enhance PANI solubility include chemical modification, copolymerization with
solubilizing monomers, or the use of suitable dopants. These approaches can improve the processability of PANI for

diverse applications.
Future Perspectives:

1. Advanced Synthesis Techniques:

Future research should explore novel synthesis techniques that not only address scalability concerns but also enable
precise control over PANI's morphology and properties. Techniques such as controlled radical polymerization and
innovative templating methods could open new possibilities for tailoring PANI at the molecular level.

2. Tailoring PANI for Specific Applications:

Customizing PANI for specific applications involves optimizing its properties based on the targeted requirements.
This includes tuning the polymer's conductivity, redox behavior, and mechanical strength. The exploration of PANI
in different structural forms and the development of smart doping strategies are key areas for future investigation.

3. Integration with Emerging Technologies:

PANI's role in emerging technologies, such as flexible electronics, wearable devices, and internet of things (loT)
applications, holds significant promise. Future research should focus on integrating PANI into these technologies,
exploring new functionalities and enhancing the adaptability of PANI-based materials.

4. Multifunctional Nanocomposites:

Designing multifunctional nanocomposites by combining PANI with diverse nanomaterials could lead to materials
with synergistic properties. The integration of PANI with 2D materials, quantum dots, or other conductive polymers
may open avenues for developing advanced materials with enhanced performance.

5. Environmental Considerations:

Future perspectives on PANI should also encompass environmental considerations. Sustainable synthesis routes,
recyclability of PANI-based materials, and the development of green chemistry approaches are vital aspects to be
explored to ensure the eco-friendly nature of PANI applications.

6. Collaborative Research Efforts:

Collaboration between academia, industry, and research institutions is essential for the successful translation of
PANI research into practical applications. Interdisciplinary approaches that bring together materials scientists,

chemists, engineers, and industry experts can accelerate progress and overcome existing challenges.
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CONCLUSION

The review concludes by summarizing the key findings on the synthesis, properties, nanocomposites, and
electrochemical applications of polyaniline. It emphasizes the importance of continued research to harness the full

potential of PANI and its derivatives in advancing electrochemical technologies.
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