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ABSTRACT: Electrochemical investigations of transition metal complexes provide critical insights into redox 

behavior, ligand influence, and application potential in catalysis, sensing, and electrochromic devices. Before 2020, 

cyclic voltammetry (CV), electrochemical impedance spectroscopy (EIS), and spectroelectrochemical techniques 

enabled characterization of metal-centered and ligand-based electron-transfer processes across a wide range of systems. 

For example, benzimidazole-based complexes of Fe(II), Cu(II), Co(II), and Mn(II) demonstrated clear 

multielectrochromic behavior, with Fe(II) complexes stably cycling through multiple redox states and color changes, 

making them promising for electrochromic devices . 

 

Terpyridine-based metal complexes revealed how substituent electronic effects (electron-donating vs. electron-

withdrawing groups) significantly alter redox potentials and reversibility, emphasizing ligand control over 

electrochemical profiles . Comparative CV studies of Co²⁺, Ni²⁺, Cu²⁺, Zn²⁺, and Cd²⁺ complexes with thiazole-derived 

Schiff base ligands further underscored that ligand scaffolds modulate reduction/oxidation peak positions and current 

intensities, highlighting structure–property relationships . Palladium–phenanthroline complexes displayed high 

electrochemical stability through consistent redox peaks across multiple CV cycles, pointing to potential use in 

catalysis and energy storage . 

 

Additionally, electrochemical impedance and cyclic voltammetric studies of Ni(II) and Co(II) coordination polymers 

prepared via solvothermal methods showed tailored electrode behavior, with morphology–structure correlations 

affecting charge-transfer resistance and voltammetric responses . 

 

Together, these studies—spanning mononuclear organometallic species, coordination polymers, and varied ligand 

systems—demonstrate that electrochemistry is a sensitive probe for elucidating redox mechanisms, gauging stability, 

and guiding design in functional materials. This paper synthesizes the methodologies, findings, advantages, limitations, 

and trajectories emerging from 2020 electrochemical exploration of transition metal complexes. 
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I. INTRODUCTION 

 

Electrochemical characterization of transition metal complexes elucidates their redox properties, stability across 

oxidation states, and potential applications such as electrochromic devices, sensors, catalytic systems, and energy 

storage. Prior to 2020, key techniques—including cyclic voltammetry (CV), electrochemical impedance spectroscopy 

(EIS), and spectroelectrochemistry—were widely utilized to probe metal-centered and ligand-based redox activity 

under well-defined conditions. 

 

In electrochromic studies, benzimidazole-based complexes of Fe(II), Cu(II), and Co(II) exhibited reversible color 

changes upon controlled potential cycling. Particularly, the Fe(II) complex displayed multielectrochromism, stably 

alternating between green (Fe(I)), purple (Fe(II)), yellow (Fe(III)), and pale-yellow (oxidized ligand) states over 

multiple cycles—highlighting both redox reversibility and optical responsiveness . 

 

Ligand-electronic tuning was explored in terpyridine-based complexes: electron-donating substituents lowered 

reduction potentials, while withdrawing groups raised them, affecting peak currents and reversibility. These effects 

were quantifiably observed via CV at various scan rates . Similarly, thiazole-derived Schiff base ligands with different 

coordination environments showed measurable differences in CV profiles across Co²⁺, Ni²⁺, Cu²⁺, Zn²⁺, and Cd²⁺ 

complexes, illustrating how ligand choice shapes electrochemical behavior . 
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Coordination polymers of Ni(II) and Co(II), synthesized via solvothermal routes and studied via EIS and voltammetry 

on modified glassy carbon electrodes, demonstrated how structural morphology impacts electrochemical performance, 

including electrode resistance, signal stability, and layered assembly effects . Palladium–phenanthroline complexes 

further showcased electrochemical durability with consistent redox cycles indicating strong stability and applicability in 

catalytic or storage contexts . 

Collectively, these pioneering studies underscore the versatility of electrochemical tools in characterizing coordination 

chemistry, guiding molecular design, and informing application-driven research in transition metal complexes. 

 

II. LITERATURE REVIEW 

 

2020 research on electrochemistry of transition metal complexes yielded profound insights: 

Electrochromic Transition Metal Complexes 
Mononuclear benzimidazole-based complexes of Fe(II), Cu(II), and Co(II) revealed dynamic and reversible color 

changes upon controlled potential application. The Fe(II) complex exhibited multielectrochromism across four redox 

states with high cycle stability, signaling promise for electrochromic materials . 

 

Ligand Electronic Effects on Redox Behavior 
Terpyridine-derived complexes illustrated how substituents modulate redox potentials: electron-donating groups 

lowered reduction potential and increased current, while withdrawing groups had inverse effects. CV scans across 

variable rates confirmed quasi-reversible behavior influenced by ligand electronics . 

 

Metal-Ligand Variations in Schiff Base Complexes 
Transition metal complexes employing thiazole-based Schiff base ligands (MTA vs. NTA) across Co, Ni, Cu, Zn, and 

Cd exhibited notable differences in CV characteristics. Although similar reduction peaks were observed (around –0.4 V 

vs. Ag/AgCl), ligand frameworks affected peak prominence, indicating ligand-dependent redox responsiveness . 

 

Electrochemical Behavior in Coordination Polymers 
Ni(II) and Co(II) coordination polymers studied via EIS and CV on layered electrodes demonstrated how electrode 

morphology and layer number influence charge-transfer and redox signals. Changing polymer layering altered 

impedance and voltammetry outcomes, linking structure to electrochemical performance . 

 

Electrochemical Stability of Organometallic Complexes 
Palladium-phenanthroline complexes exhibited high electrochemical stability under repetitive CV cycling, with distinct 

and reproducible redox peaks—suggesting application potential in sensors and catalysis . 

 

These studies collectively highlight how electrochemical techniques helped decode redox behavior, ligand influences, 

and practical properties. The research provided a foundation for designing functional coordination compounds tailored 

for electronic, optical, and energy applications. 

 

III. RESEARCH METHODOLOGY 

 

A consolidated methodology, informed by 2020 studies, employs the following components: 

1. Synthesis & Characterization 
o Prepare transition metal complexes using standard coordination strategies with ligands such as benzimidazole 

derivatives, terpyridine analogs, Schiff base frameworks, and phenanthroline scaffolds. Confirm structure via 

spectroscopic and crystallographic methods . 

 

2. Electrode Preparation 
o Modify electrode surfaces (e.g., glassy carbon) through drop-casting of complexes or coordination polymers for 

immobilization. For coordination polymers, use layer-by-layer deposition to vary thickness and morphology . 

 

3. Electrochemical Techniques 
o Cyclic Voltammetry (CV): Apply variable scan rates (e.g., 40–200 mV/s) over appropriate potential ranges to 

generate redox profiles. Identify anodic and cathodic peaks, reversibility, and signal stability across cycles. 

o Electrochemical Impedance Spectroscopy (EIS): Evaluate polymer-modified electrodes for impedance and 

equivalent circuit parameters to probe charge-transfer characteristics . 
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4. Spectroelectrochemical Monitoring 
o When applicable (e.g., electrochromic complexes), record spectral changes during redox cycling to correlate color 

transitions with electrochemical states . 

 

5. Data Analysis & Interpretation 
o Analyze CV peak potentials, currents, and separations to assess electrochemical reversibility and kinetics. Compare 

ligand influences and interpret structure–redox correlations. Use EIS to quantify resistance, capacitance, and electrode 

behavior. 

 

6. Repeatability & Stability Assessment 
o Perform multiple CV cycles to evaluate electrochemical stability and color-switching repeatability (crucial for 

electrochromic candidates) . 

 

This integrated methodological framework allows systematic exploration of redox properties, stability, ligand effects, 

and electrode behavior across diverse transition metal complexes. 

 

 
 

IV. KEY FINDINGS 

 

Analysis of 2020 electrochemical studies yields several core observations: 

1. Redox Tunability through Ligand Structure 
o Electron-donating substituents on terpyridine ligands reduce the reduction potential, facilitating electron uptake; in 

contrast, electron-withdrawing groups raise reduction potential—demonstrating precise control via ligand design . 

 

2. Electrochromic Multistability 
o The Fe(II) benzimidazole complex exhibited reversible color transitions across multiple redox states with high cycle 

stability, marking it as a strong candidate for electrochromic applications . 

 

3. Ligand-dependent Redox Behavior Across Metals 
o Thiazole-Schiff base ligands (MTA vs. NTA) yielded distinct CV profiles in Co, Ni, Cu, Zn, and Cd complexes. 

NTA-based complexes produced less pronounced reduction peaks than their MTA counterparts, highlighting ligand 

impact on electron density and redox accessibility . 

 

4. Stability of Organometallic Redox Cycling 
o Palladium-phenanthroline complexes maintained consistent redox peaks over repeated cycles, indicating robustness 

valuable in catalysis and energy applications . 

 

5. Morphology-Dependent Electrochemical Performance 
o Layered coordination polymer electrodes demonstrated variable charge-transfer resistance and CV behavior 

depending on layer number and morphology—underscoring electrode engineering significance . 

 

In sum, ligand electronics, coordination environment, and electrode structure critically influence redox potential, 

reversibility, electrochemical stability, and functional performance of transition metal complexes. 
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V. WORKFLOW 

 

A general experimental workflow emerges from these studies: 

1. Complex Synthesis 
o Design and synthesize transition metal complexes with chosen ligands; confirm structure via FT-IR, UV-Vis, NMR, 

X-ray, etc. 

 

2. Electrode Preparation 
o Prepare clean electrode (e.g., glassy carbon). For coordination polymers, create multi-layer films via drop-casting 

with controlled layer count. 

 

3. Electrochemical Measurements 
o Conduct CV: define potential window, scan rate series, and record multiple cycles to assess redox behavior and 

reproducibility. 

o For polymers, perform EIS under open-circuit potential to extract impedance characteristics. 

 

4. Spectroelectrochemical Analysis (if applicable) 
o Monitor color or absorbance changes during redox transitions for electrochromic complexes. 

 

5. Data Analysis 
o Analyze CV for peak positions, reversibility (ΔEp), current ratios, and cycle stability. Evaluate EIS data via 

equivalent circuit modeling for charge-transfer resistance. 

 

6. Structure–Property Correlation 
o Compare redox behavior across ligand types, metal centers, and morphological variants to derive structure-driven 

insights. 

 

7. Stability Assessment 
o Assess cycle-to-cycle consistency, electrode robustness, and potential application viability. 

 

This workflow supports comprehensive electrochemical profiling of transition metal complexes, combining synthetic, 

electroanalytical, and analytical techniques. 

 

VI. ADVANTAGES & DISADVANTAGES 

 

Advantages 

 Sensitive redox profiling: CV and EIS reveal both metal-centered and ligand-based redox processes. 

 Design flexibility: Ligand modifications tune electrochemical behavior. 

 Functionality insights: Electrochromism and robust cycling inform application potential. 

 Morphological control: Electrode design impacts performance, enabling optimization. 

 

Disadvantages 

 Complex interpretation: Mixed redox signals can be challenging to assign (metal vs ligand). 

 Film reproducibility: Layered electrodes may suffer from inconsistent morphology. 

 Limited mechanistic clarity: Without in-depth spectroelectrochemical data, redox assignments remain tentative. 

 Potential degradation: Some complexes (e.g., Mn(II) benzimidazole) decomposed on oxidation (not electroactive)  

 

VII. RESULTS AND DISCUSSION 

 

The electrochemical examination of transition metal complexes indicates: 

 Strong tunable behavior: Ligand substitution patterns meaningfully shift redox potentials, as seen in terpyridine 

systems . 

 Functional electrochromism: Fe(II) benzimidazole complex demonstrated stable, multistate color switching, 

affirming redox cycling capability . 

 Stability in redox cycling: Palladium–phenanthroline complexes retained redox signatures across CV scans, 

suggesting durability for electrochemical applications . 
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 Structure–electrochemistry relationship: Variations in ligand framework (MTA vs. NTA) altered reduction peak 

profiles across metal centers . 

 Electrode morphology influences performance: The number of polymeric layers on electrodes influenced 

impedance and voltammetric signals, underscoring importance of film uniformity and electrode architecture. 

 

These findings highlight the dynamic interplay between chemical structure, electrochemical behavior, and electrode 

design—each crucial for tailoring complexes toward sensors, energy devices, or smart materials. 

 

VIII. CONCLUSION 

 

2020 electrochemical studies of transition metal complexes underscore the power of CV, EIS, and 

spectroelectrochemistry in unpacking redox behavior. Ligands play a central role in tuning redox potentials; 

benzimidazole and terpyridine-based systems demonstrate rich electrochemical modulation. Stable redox cycling in Fe, 

Cu, Co, Mn, and Pd complexes point to application-ready performance in electrochromism, catalysis, and sensing. 

Coordination polymer electrodes reveal that morphology significantly affects electrochemical response. 

 

Still, challenges remain: mechanistic deconvolution of complex redox pathways, achieving reproducible electrode 

films, and preventing decomposition under redox stress. Nonetheless, these foundational studies lay a robust basis for 

rational design of future electroactive transition metal complexes. 

 

IX. FUTURE WORK 

 

Future directions, inspired by 2020 findings: 

1. Advanced Spectroelectrochemistry: Combine in situ UV-Vis or Raman with CV to precisely assign redox 

transitions (metal vs ligand). 

2. Electrode Optimization: Employ nanostructured or conductive polymer supports for better film uniformity and 

charge transfer. 

3. Mechanistic Modeling: Use computational chemistry to predict redox behavior and correlate with experimental 

outputs. 

4. Broader Ligand Scopes: Explore diverse ligand systems (e.g., macrocycles, heterobimetallic frameworks) to 

further tune electrochemical properties. 

5. Application-Focused Design: Leverage stable and multistate redox systems (e.g. Fe complex) in device 

prototypes—smart windows, electrochromic displays, or redox flow batteries. 

6. Durability Testing: Conduct long-term cycling to assess stability under practical operating conditions. 

These advances will harness electrochemical insights to engineer robust, tunable, and functional transition metal 

complexes for emerging technologies. 
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