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Abstract: Electrochemical energy storage and conversion systems such as electrochemical capacitors,
batteries and fuel cells are considered as the most important technologies proposing environmentally
friendly and sustainable solutions to address rapidly growing global energy demands and
environmental concerns. Their commercial applications individually or in combination of two
or more devices are based on their distinguishing properties e.g., energy/power densities, cyclability
and efficiencies. In this review article, we have discussed some of the major electrochemical energy
storage and conversion systems and encapsulated their technological advancement in recent years.
Fundamental working principles and material compositions of various components such as electrodes
and electrolytes have also been discussed. Furthermore, future challenges and perspectives for the
applications of these technologies are discussed.

Keywords: energy storage systems (ESSs); renewable sources of energy; electrochemical energy
storage and conversion systems (EECSs); future prospects

1. Introduction

The enormous growth in world population, particularly in the developing world, coupled with
technological developments are considered as the key factors behind the immense increase in electrical
energy consumption over the past half century. Further increases in the world energy consumption
are expected with its energy demand projected to be doubled by the middle and tripled by the end
of the century [1] as a result of further population growth (with world population expected to reach
9 billion by 2048) and increased electrical energy demands in industrial and commercial sectors [2].
Currently, fossil fuels such as oil, gas and coal are the primary sources of energy, with more than 85%
of the world’s total energy generation achieved through these conventional sources [3]. Over-reliance
on fossil fuels for production of energy has led to numerous environmental challenges including
poor air quality, unexpected climatic variations, water/soil contamination and a colossal increase in
greenhouse gas emissions [4,5]. To contain or reverse these trends, deployment of more sustainable
and low carbon or even carbon free renewable sources of energy such as wind, solar or tidal are
essential. However, these renewable sources of energy are location- specific and, in some cases
unpredictable in nature and therefore operational flexibility is key for their integration into the power
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systems. This flexibility is attainable when using appropriate energy storage technologies that can
help in managing fluctuations and mismatches in energy supply and demands, ultimately improving
the efficiencies in energy and power supply systems by reducing the gap between production and
consumption. Furthermore, growth in energy proportion added to national grid through the integration
of renewable sources such as wind and solar results in curtailments which can be addressed by using
appropriate storage technologies [6]. There are a broad range of energy storage and conversion
technologies available including chemical, thermochemical, mechanical, electrical and electrochemical
storage systems. Among these, electrochemical energy storage and conversion systems such as
electrochemical capacitors/batteries and fuel cells respectively, have received the most intensive
attention and have been adopted in everyday applications due to their high columbic efficiencies.
Basically energy storage devices perform two important tasks-(a) time shifting bulk energy from
renewables production to time of energy demand (supplied by batteries + fuel cells) (b) production
of clean, stable power and frequency, avoiding voltage spikes (important for digital economy) by
supercapacitors and high power batteries. However, challenges related to their durability, high cost,
environmental concerns, and operability problems must be addressed in order to improve their
effectiveness and further increase uptake. For instance, even though lithium-ion batteries have
transformed the technology of electric vehicles (EV) and portable electronics such as mobile phones
and laptops, this technology still suffers from issues such as high lithium cost and safety concerns [7].
In 2011, almost 78% of lithium was extracted from brines (in Chile, Argentina and USA), and the rest
came from hard rock mines (in China and Australia) [8]. Environmental impact of lithium mining
including human health, effect on biodiversity and availability of clean/fresh water for consumption
and agriculture use are other key concerns. Since major lithium reserves are located in salt lakes and
pans where lithium is extracted through evaporation and flooding of reserves with fresh water [9].
Similarly, electrochemical capacitors (ECs) have inferior energy densities whereas fuel cells have
operability and system issues [10,11].

The aim of this review is to make comprehensive classification of electrochemical energy storage,
conversion systems as shown in Figure 1, explain their basic working principles, and technical
characteristics, highlight the distinctive properties of each system, and discuss their fields of application.
A diverse range of energy storage and conversion devices is shown in Figure 1 based on their energy
delivery time varying with the type of mechanism involved in energy storage or conversion systems.
For example, electrochemical capacitors are considered as high power density devices and their
delivery time is in the range of few seconds to minutes since these devices utilise only the material
on the electrode surface unlike batteries or fuel cells where bulk of the material is involved in energy
storage and conversion respectively. Other characteristics of these devices vary as well due to the
fundamental difference in the mode of energy storage or conversion (physical/electrochemical). In case
of electrochemical capacitors, most of the commercially used devices use electric double layer charge
storage phenomenon, which results in inferior energy densities as compared to other electrochemical
energy storage or conversion devices shown in Figure 2.

However, benefits of interfacial charge storage include better cyclability, efficiency and long
cycle life. Whereas, in case electrochemical batteries and fuel cell electronic charge transfer occurring
through bulk of the material results in superior energy densities nevertheless, these devices suffer from
degradation and poorer cyclability when compared with electrochemical capacitors.
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2. Electrochemical Energy Storage and Conversion Systems

Electrochemical capacitors/batteries and fuel cells are key electrochemical energy storage and
conversion technologies respectively, used in commercial applications with their particular selection
dependent on performance limitations such as energy densities, power densities, and cycle life.

Electrochemical batteries and fuel cells are considered as high energy density devices with typical
gravimetric energy densities in the range of 100–200 Wh kg−1 and 600–1200 Wh kg−1 respectively,
whereas current ECs have significantly lower energy densities with typical values typically between
0.05–30 Wh kg−1 [12]. However, ECs are considered as high-power density devices with very short
charge/discharge times (of the order of seconds) which is difficult to achieve by other electrochemical
energy storage and conversion devices. Figure 2 shows a comparison of specific energy, specific power
and their delivery timescale for different energy storage and conversion devices. At present, none of
these devices has the capability to meet the wide spectrum of requirements demanded by the diverse
range of renewable energy sources such as wind, tidal and solar. However, they can respond to a broad
rang requirements such as fast charge/discharge, peak power demands and high energy storage needs
over a longer period of time when used in a combination of two or more.
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2.1. Electrochemical Capacitors

Electrochemical capacitors (ECs), also known as supercapacitors (SCs) or ultra-capacitors (UCs),
are electrochemical energy storage devices having energy densities (EDs) higher than electrostatic
capacitors but lower than electrochemical batteries, as shown in Figure 2. ECs can bridge the energy
gap in the range of 10−2 to 10 Wh kg−1 between electrochemical batteries and electrostatic capacitors
as shown in Figure 2. Their other distinctive properties include high power densities, remarkably
long cycle life and good capacity retention. According to their charge storage mechanism, ECs can be
further classified into three categories of electric double layer capacitors (EDLCs), pseudo-capacitors
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(PCs) and hybrid capacitors (HCs). Electric double layer capacitors (EDLCs) store electric energy by
storing electric charge through the formation of an electric double layer at the electrode/electrolyte
interface upon polarization, where their capacitance is substantially higher than the capacitance of
a conventional electrostatic capacitor due to very high specific surface areas and charge separation
of only a few Ångstroms. In the case of ideal electric double layer behaviour, cyclic voltammograms
are rectangular in shape with a voltage independent current and linear charge/discharge curves as
shown in Figure 3a–c [14]. Capacitor-like behaviour involving electrochemical, rather than physical,
charge storage has been demonstrated in so-called pseudo-capacitive materials in ECs, initially by
Conway [15] which occupies the middle ground between EDLCs and battery like capacitor as shown
in Figure 3d–f. Pseudo-capacitive charge storage benefits from voltage-dependent electrochemical
electronic transfer, which is known as Faradic charge storage and is similar to that of battery
storage, whereas, hybrid capacitors involve both physical and chemical (battery-like) charge storage
mechanisms (with noticeable and separated peaks associated with the reduction and oxidation) as
shown in Figure 3g,h. The charge/discharge behaviour of batteries/battery like capacitors is non-linear
and symbolised by plateaus of nearly constant potential corresponding to the potentials at which the
Faradaic reduction or oxidation occurs as shown in Figure 3i [16,17]. The charge storage mechanisms
and operating principles of these three main classes of supercapacitor is discussed in detail below.
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for different type of electrode materials [17].

2.1.1. Electric Double Layer Capacitors (EDLCs)

In electric double layer capacitors, a double layer is formed near or at the surface of each electrode
due to electrostatic interactions without any electronic transfer between electrode/electrolyte ions at
the interface.

This electrostatic charge accumulation is non-Faradic and is identical in nature to that of electrostatic
capacitor since there is no transportation of charge between electrode and electrolyte. After the
application of voltage, charge is accumulated on the electrode surface where ions of the opposite
charges diffuse into the pore of active material with opposite charge. An electric double layer is formed
at the interface since electrodes are engineered in such a way to prevent the recombination of ions.
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This physical charge storage on very high specific surface area of active materials where charges are
separated by very small distance of the order of nano-meters results in very high specific capacitance
and exceptionally high cyclability. If ES1 and ES2 are the electrode surface, A− anion, C+ is cation
and interface is represented by //, then interfacial electrochemical reaction can be expressed by the
following equations [18]:

On one electrode:
Es1 + A− → E+

S1 // A− + e− [Charging] (1)

E+
S1 // A− + e− → Es1 + A− [Discharging] (2)

On other electrode:
Es2 + C+ + e− → E−S2 // C+ [Charging] (3)

E−S2 // C+
→ Es2 + C+ + e− [Discharging] (4)

Complete reaction [charge/discharge]:

ES1 + ES2 + A− + C+
→ E+

S1 // A− + E−S2 // C+ [Charging] (5)

E+
S1 // A− + E−S2 // C+

→ ES1 + ES2 + A− + C+[Discharging] (6)

The structure of the electric double layer on a porous electrode is shown in Figure 4.
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The specific surface area and average pore size of the active material are key parameters playing
an important role in the capacitive performance of EDLC which can be seen by considering the simple
expression for a parallel plate capacitor, Equation (7):

C =
εA
d

(7)

where A is the surface area of the capacitor, d is the separation of the electrodes and ε is the permittivity
of the dielectric occupying the space between the electrodes.
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Optimised pore size, high specific surface area, good conductivity and inertness are the basic
requirements for the selection of electrode materials. Carbon based electrode materials in a wide variety
of shapes and forms have been used in electrochemical capacitors, however, the most commonly used
active electrode materials in ELDCs are graphene, carbon nanotubes, activated carbon and carbon
aerogels. Carbon based materials are preferred choice due to their unique properties such as high
surface area, tunable pore size, ease of process-ability, excellent electronic conductivity and nontoxicity.

Activated carbon is the most commonly used carbon electrode material commercially for ECs.
However, due to the surface charge storage, the specific capacitance of carbon-based materials is
limited and is in the range of 200–300 Fg−1, which is one of the main reasons behind the inferior energy
densities which restrict their wider use in commercial applications. By improving the pore structure
of the active material (high specific surface area and pore optimization) high specific capacitance
can be realistically achieved. Recently, Kesavan and co-workers reported a specific capacitance of
381 Fg−1 at a current density of 1.7 Ag−1, using a biomass-derived nanoporous activated carbon as
the active material, with an impressive 95% capacity retention after 6000 cycles using 1.0 M H2SO4

aqueous solution as the electrolyte. Kesavan and co-workers were able to achieve an energy density of
47.1 Wh kg−1 and a power density of 22.6 kW kg−1, one of the highest reported energy density for these
type of materials achieved due to the hierarchical porous structure obtained after physical activation of
bio-derived food waste based carbon [20]. Numerous other approaches, such as using a redox-active
electrolyte have been adopted to enhance the performance of EDLCs. An exceptionally high specific
capacitance of 885 Fg−1 was attained by introducing 0.05 M FeBr3 into 0.5MNa2SO4 solution as a
redox active additive resulting in a specific capacitance four times higher than the specific capacitance
of 204 Fg−1 measured without the redox additive [21]. Other approaches for increasing the specific
capacitance of EDLCs, such as the introduction of pseudo-capacitive materials (i.e., metal oxides) or
functional groups into the carbon matrix or on its surface, have also been investigated recently will be
discussed in the following sections.

2.1.2. Pseudo-Capacitors (PCs)

Electrochemical capacitors, particularly EDLCs, have significantly lower energy densities when
compared with electrochemical batteries such as the extensively commercialised lithium-ion batteries.
Two common approaches can be implemented to enhance the energy density of supercapacitors:
by increasing their operating voltages or by introducing new highly capacitive electrodes. The former
generally results in lower power densities since the non-aqueous electrolytes such as organic or ionic
liquids used to sustain the operating voltage of the device above about 1 V, are more resistive in
nature than aqueous electrolytes. while, the latter is considered rather more promising where specific
capacitance is enhanced pseudocapacitively, improving the energy density given by Equation (8) whilst
retaining high power densities:

E =
1
2

CV2 (8)

where ‘E’ is the energy density in Wh kg−1, ‘C’ is the capacitance in Farads and ‘V’ is the operating
voltage in Volts.

Unlike EDLCs, PCs exhibit a superior capacitive performance where metal oxide (MOs) or
conducting polymers (CPs) are commonly used as an active material. The total capacitance of a
pseudocapacitor is the sum of both the electric double layer component at the interface between the
electrode and electrolyte and a pseudocapacitive contribution through electronic charge transfer [22,23].
The energy storage mechanism underpinning pseudocapacitance is based on fast and highly reversible
redox reactions where electron transfer occurs to and from reactants adsorbed at the electrode surface
or from reactant solution. Pseudocapacitance charge storage can be further categoriesed into three
different charge storage mechanisms (a) under-potential deposition, (b) redox pseudocapacitance and
(c) intercalation pseudocapacitance, as shown in Figure 5 [24].
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under-potential deposition, (b) redox pseudocapacitance and (c) intercalation pseudocapacitance [24].

Conductive polymers commonly used as active material in ECs include polypyrrole (PPY),
polythiophene (PT), and polyaniline (PANI). Conducting polymer-based materials have not been
explored extensively since their specific capacitance-typically in the range of 80–190 Fg−1 [25,26]-is
quite low. In contrast, metal oxide based materials exhibit substantially higher capacitive performance,
with specific capacitance reaching around 1500 Fg−1 for ruthenium oxides [27].

The extraordinary properties of ruthenium oxide, such as high theoretical specific capacitance
(1400–2000 Fg−1), good electrical conductivity, large surface area and excellent power densities due
to interconnected channels have resulted in the exceptional performance of electrodes based on
this material. However, the cost of RuO2 is very high, since ruthenium is one of the rarest metals,
which makes it unviable for commercial applications. Other metal oxides, such as nickel oxide (NiO) [28]
cobalt oxide (Co3O4) [29] and manganese dioxide (MnO2) [30] have demonstrated pseudocapacitance,
with MnO2 being the most investigated due it its excellent capacitive performance, cost-effectiveness
and wide availability. Despite the promise of their high capacitances, the commercial use of metal oxide
pseudocapacitive materials is hindered by shortcomings such high resistivity (with the exception of
ruthenium oxide), high cost and poor cyclability (since the redox reaction is not completely reversible).

2.1.3. Hybrid-Capacitors (HCs)

As discussed above EDLCs have superior power densities (PDs) whereas to PCs have relatively
higher energy densities (EDs). In order to benefit from both the high EDs and PDs of PCs and EDLCs,
respectively a new type of electrochemical capacitors has been developed where the supercapacitor
cell consists of a combination of a pseudocapacitive electrode (at which faradic processes occur) and
EDL-capacitor like electrode (where charge storage is non-Faradic) [31], as shown in Figure 6.
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The Faradic electrode normally consists of metal oxides (MOs) or conducting polymers (CPs)
exhibiting high specific capacitance and so contributing towards higher EDs, whereas the non-Faradic
electrode commonly consists of carbon-based material providing outstanding PDs. Additional
motivations behind the development of hybrid electrode systems include excellent cyclability,
improved cost-effectiveness, enhanced reaction kinetics and exhibiting higher energy densities while
maintaining outstanding power densities [33]. Hybrid capacitors can be divided into three categories
according to their electrode configuration: i.e., asymmetric hybrid, composite hybrid and battery-type
hybrid capacitors [34]. The key object of the development of HCs is to improve energy densities
of supercapacitors to fill the energy gap between batteries and conventional capacitors and bring
them closer to electrochemical batteries. A study by Peifeng, et al. developed a zinc-ion hybrid
supercapacitor by producing zinc/carbon composites using a well-connected high specific surface area
(SSA) fine-tuned hierarchical porous architecture where the well-engineered architect provided active
sites for the zinc-ion storage resulting in an excellent energy density of 118 Wh kg-1 and outstanding
cycling stability of over 94.9% after 20,000 cycles [35]. An alternative approach to produce HCs with
high capacitive performance is by using composites of more than two active materials. A study by
Wei et al. employed CNT/Co3S4@NiCo layered double hydroxide (LDH) ternary nanocomposites as
the active material in a battery-type hybrid cell which possessed a SC of 774 Fg−1 at a current density
of 1 Ag−1. This cell structure was also able to achieve an energy density of 60 Wh kg−1 at a power
density of 1507 W kg-1 [36].

The future direction of research for HCs necessitates to improve reaction kinetics of anode and
cathode to maintain high PDs since pseudo-capacitive component of HC cell results in higher ESR.
Also, advancements in carbonaceous cathode materials (synthesis of new martials and controlling their
porosity) is essential to enhance their capacitive performance further to improve their contribution
towards higher EDs.

3. Comparison of Different Types of ECs

Table 1 shows the material selection criteria and performance parameters for different
electrochemical capacitor types.

Table 1. Material selection and performance characteristics of ELDCs, PCs and HCs.

Electric Double Layer Capacitors
(EDLCs)

Pseudo-Capacitors
(PCs)

Hybrid Capacitor
(HCs)

Electrode material
Carbon-based materials: activated

carbon, graphene, carbon
nanotubes and polymeric carbons

MOs: MnO2, NiO and RuO2.
CPs: PANI, PT and PPY

Combination of EDL material
and pseudo-capacitive material

Specific capacitance
(F g−1) 200–300 [37] 200–1340 [38] 50–1893 [39]

Energy density
(Wh kg−1) 6.8–12 [40] 167–223 [41] 132–231 [42]

Power density
(kW kg−1) 98,000–165 [40,43] 21,000–220 [41] 2800–57 [42]

Cyclability
(cycles) 100,000 [44] 5000 [45] 12,000 [46]

Capacitance retention
(%) 60–100 [47,48] 52–96 [49–51] 80–95 [52,53]

Charge storage
mechanism Physical Chemical physical + chemical

Among SAs discussed above, EDLCs are the best performing devices in terms of power densities
but they suffer from low energy densities when compared with PCs or HCs. The development of novel
materials and new types of supercapacitor devices such HCs (symmetric, asymmetric and battery
type) has potentially opened up new routes to address some of the deficiencies of EDLCs. However,
these new generation devices are at their initial stages of development and require substantial further
R&D efforts to respond to required energy/power densities in a wide range of practical applications.
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In particular, the following areas of research need further exploration to improve performance of
electrochemical capacitors:

• Synthesis of novel and better-quality materials (both electrode and electrolyte) to enhance
performance and reduce cost.

• Development of hierarchical porous microstructures in order to maintain high power densities
while improving the energy densities and avoiding the creation of inaccessible specific surface area.

• Improved understanding of energy storage mechanisms due to interfacial reactions at the
electrode/electrode interface.

• Improvements to the interfacial interactions between electrolyte ions and electroactive material
through surface modification.

3.1. Electrochemical Batteries

3.1.1. Rechargeable Batteries

As the oldest technology for electrical energy storage (EES) rechargeable batteries are extensively
used in everyday life and industrial applications [54]. An electrochemical battery consists of
electrochemically active positive (anode) and negative (cathode) electrodes and liquid or solid
electrolytes and stores energy in the form of electric charge and chemical energy in its electrodes’
electroactive materials. During the discharge cycle, electrochemical reactions occur at both cathode
and anode simultaneously, a circuit is completed with the flow of electrons through external circuit
where electrons originating from anode are collected at the cathode. Whereas during the charging cycle
the reverse reaction takes place and the battery is recharged through the application of an external
potential at both electrodes, as shown in Figure 7 [55]. Complete chemical reactions (anodic/cathodic)
for all widely commercialised battery systems discussed in this review are given in Table 2.Energies 2020, 13, x FOR PEER REVIEW 11 of 42 
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Commercially available rechargeable batteries are usually available in four different shapes i.e.,
coin, cylindrical, prismatic, and pouch cells as shown in Figure 8.
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Electrochemical batteries can be used in a wide range of applications including energy management,
transportation, power quality and ride-through power. Installation of battery storage is reasonably
straightforward due to flexibility of location and short installation time. Despite these benefits, there are
major barriers for their applications in large-scale facilities. These obstructions include relatively low
cyclability, comparatively high maintenance cost and inferior power densities. Recycling of spent
batteries is another factor which plays a key role for the selection of different battery systems for
energy storage applications [58]. In this section of review article, the working principles, advantages,
disadvantages and some of the main applications of different rechargeable and flow batteries will be
discussed in detail.

Table 2. Chemical reactions and single unit voltages of different battery systems [59–61].

Battery Type Chemical Reaction at Anodes and Cathodes Voltage (V)

Lead-acid
Pb + SO2

4 ⇔ PbSO4 + 2e−
2.0

PbO2 + SO2
4 + 4H+ + 2e− ⇔ PbSO4 + 2H2O

Lithium-ion
C + nLi+ ne− ⇔ LinC

3.7LiXXO2 ⇔ Li1−nXXO2 + nLi+ + ne−

Nickel-cadmium
Cd + 2OH− ⇔ Cd(OH)2 + 2e−

1.0–1.32NiOOH + 2H2O + 2e− ⇔ 2Ni (OH)2 + OH−

Nickel-metal hybrid H2O + e− ⇔ 1
2 H2 + OH−

1.0–1.3Ni(OH)2 + OH− ⇔ NiOOH + H2O + e−

Lithium-Ion Batteries (Li-ion)

Lithium ion batteries are currently the most frequently used electrical energy storage technology
for a wide range of commercial applications. The main consumption of Li-ion batteries at present is
the portable electronic sectors where their excellent properties such as exceptionally low maintenance,
excellent cyclability, high voltage (~3.6 V), low self-discharge and very high specific energy led
to the displacement of nickel-based battery systems (Ni-Cd and NiMH) which had previously
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predominated the battery market. Li-ion batteries are also becoming more common in applications
such as electric/hybrid electric vehicles (EVs and HEVs), the military and aerospace industries [62–64].

Graphite, with its layered structure, is the key anode material for Li-ion batteries however,
some acceleration in research activity around non-graphitic carbons, metal oxides and their composites
has been witnessed recently [65–67]. Lithiated metal oxides such as lithium cobalt oxide, lithium
iron sulphates, lithium nickel cobalt aluminium oxide, lithium nickel manganese cobalt oxide and
Li manganese oxide are used as cathode materials for Li-ion batteries [68,69]. Conventional Li-ion
batteries use liquid electrolytes which consist of lithium-based salts (e.g., LiPF6, LiClO4 and LiAsF6)
dissolved in an organic solvent (such as C4H8O3, C3H6O3, C4H6O3 and C5H10O3). Selection of
appropriate organic solvents is crucial since they play a fundamental role in improving Li-ion mobility,
which ultimately improves overall performance of the battery cell and is also crucial to the safety of
the device [70]. New state-of-the-art all solid-state batteries, also known as Li-ion polymer batteries
where Li salt containing highly conductive polymer gels replace the conventional liquid Li based salts
as electrolyte are becoming commercially available. Li-ion polymer batteries are mainly popular for
portable electronics such as mobile phones, ultra-slim laptops and wearable electronics due to their
leakage free compact and light cell structure [71,72]. Material composition by percentage weight of
different commercially used Li-ion batteries used in various applications including plug-in hybrid
electric vehicles (PHEV) where 20 and 40 are all electric range in miles, electric vehicles (EVs) and
laptops is provided in Table 3.

Table 3. Composition of leading Li-ion batteries [73].

Component Typical Material PHEV 20◦ PHEV 40◦ EV Laptop

Cathode LiCoCO2, LiMn2O4 LiNiO2 36 40 33 25
Anode Graphite (LiC6) Li4Ti5O12, Cu 31 29 21 20

Electrolyte b ECM c Propylene carbonate LiPF6, LiBF4, LiClO4 11 12 7 12
Separator PP 2 1 4 3

Case Steel, PE/PP, Al, Cu, Fe 20 17 19 40
Others a Cu, PE/PP, Steel, Fe 16

a Other denotes materials like binders, recipe ingredients, and control circuitry, insulation. Includes solvent. b

Argonne model; LiNi0.8Co0.15Al0.05O2 cathode and graphite anode batteries. c Ethyl-Methyl-Carbonate.

Like other electrochemical battery systems, in Li-ion batteries the ions move from anode to cathode
by passing through electrolyte and separator while electron flow through external circuit completes the
electrochemical reaction. During the discharge cycle, the reaction proceeds in the reverse direction, as
shown in Figure 7. A complete electrochemical reaction for Li-ion batteries is given in Table 2, based on
the intercalation and de-intercalation of lithium ions.

Performance parameters such as energy/power densities, safety, stability and cyclability of
lithium-ion batteries are continually improving as a result of the introduction of new materials (anode,
cathode and electrolyte) and improvement in battery technology (stock design, reduced self-discharge
and weight). Wang et al. recently produced a cell which showed excellent cyclability with high energy
density in which a phosphorus/carbon composite anode was used alongside LiCoO2 (LCO) as the
cathode. This cell delivered a highly reversible capacity of 104 mAhg−1 with 100% capacity retention
over 2000 cycles [74]. Despite their outstanding characteristics, Li-ion batteries are still lagging behind
in some key areas such as their high cost when compared with their counterparts such as lead acid or
sodium ion batteries, which originates from the high lithium cost resulting from limited availability
and sporadic geographical distribution of elemental lithium reserves. Moreover, at temperatures over
30 °C there is a considerable drop in capacity retention and cyclability over longer period of time
in Li-ion batteries. Another major issue which surrounds Li-ion batteries is their operational safety,
since additional protection circuits are required to limit circuit currents and voltages for their safe
operation to avoid overloading [57]. Currently research is under way to address these issues and
improve battery technology even further in order to enhance the suitability of Li-ion batteries for a
wider range of applications.
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Lead-Acid Batteries (Pb-A)

The lead-acid (Pb-A) battery was invented by French physicist Gaston Planté in 1859. In a
standard Pb-A battery cell PbO2 is used as the cathode and Pb as the anode with sulphuric acid
used as an electrolyte. The chemistry of this type of battery system is considered mature, robust
and well understood, with Pb-A batteries considered one of the most technologically developed and
commercially successful battery systems [75,76]. The complete composition of the various constituents
of these batteries by percentage weight is given in Table 4. Lead-acid batteries retain the largest market
share both in terms of production capacity (MWh) and sales volume, the automotive industry being
the principal user with secondary markets for other industries such as standby and emergency power
sources, portable electronic devices and telecommunications/data networks applications, making it
the market leader [77]. Lead acid battery systems are based on particularly complex primary and
secondary electrochemical reactions. Cathode and anode are comprised of lead peroxide (PbO2) and
sponge lead (Pb) on lead lattice respectively using water and sulphuric acid solutions as electrolyte.
During complete reversible charge/discharge reactions lead and lead peroxide are converted into lead
sulphate (PbSO4) [78], complete electrochemical reaction is given in Table 2.

Table 4. Composition (by percentage weight) of two leading Pb-A batteries.

Material (%) Industrial [79] EV battery [80]

Lead 25 69 *
Lead oxide 35

Polypropylene 10 4
Sulphuric acid 10 11

Water 16 18
Glass 2 4

Antimony 1

* 1:3 ratio of lead to lead oxides.

Lead-acid batteries can be further divided into two groups: valve regulated and sealed lead-acid
batteries. Valve regulated batteries have valves installed in order to release excess pressure generated
at positive electrode during oxygen reduction reaction whereas sealed lead-acid batteries with
innovative and improved technology, known as valve regulated lead acid (VRLA) based battery cells,
were introduced between 196 and 1975 and are completely sealed [81,82]. VRLA based battery systems
are more compact in size than valve regulated cells making them more useful for small scale applications
such as small portable devices. In contrast, valve operated battery systems can be readily scaled
up, resulting in higher storage capacity leading to a broader application base such as in emergency
lighting, uninterruptible power supplies (UPS) and as energy sources for power telecommunication.
Although, VRLA technology did not improve the operating performance (energy/power densities)
of Pb-A based battery systems they resulted in additional benefits due to lower electrolyte content,
including a lower level of maintenance, improved reliability and most importantly it is easier for them
to meet airfreight and transportation regulations. Other benefits of Pb-A batteries include fast response
times, small daily self-discharge rates (<0.3%), relatively high cycle efficiencies (~63–90%) and low
capital costs (50–600 $/kWh) [83–85]. Other advantageous properties of lead-acid batteries which
make them a commercially attractive technology include cost-effectiveness, excellent rate capability,
outstanding charge retention and good performance over wide temperature ranges.

Despite these beneficial properties, lead-acid batteries suffer from short life span (300–500 cycles),
pose environmental concerns, possess a relatively poor energy density (40 Wh kg−1) and suffer acid
stratification [77,86]. Moreover, VRLA based Pb-A batteries suffer from ‘dry out’ failures and perform
poorly at low temperatures, requiring temperature controlled voltage management systems to address
these issues which increases the overall cost of a battery system [87,88]. In order to address the
performance and operational issues of lead acid batteries, currently R&D in Pb-A batteries focuses on:
(a) material innovation for battery performance enhancement such as cyclability and deep discharge
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capability improvements; (b) reduction in response time; (c) optimization of battery technology for their
commercialisation in a wide range of applications including transportation sector and photovoltaic
power integration [89].

Nickel-Cadmium Batteries (Ni-Cd)

The nickel-cadmium battery system was first patented by Swedish engineer Waldemar Jungner in
1899 [90]. Metallic cadmium and nickel hydroxide are used as anode and cathode respectively along
with an aqueous alkali solution such as potassium hydroxide (KOH) as an electrolyte which does not
undergo significant changes during operation. Anode and cathode are separated by a three-layer
porous polymeric separator which normally consists of nylon/polypropylene/nylon layers assisting
in electrolyte diffusion [91]. The material composition of a typical nickel-cadmium battery is given
in Table 5, where it can be seen that the fundamental material composition can vary substantially
depending on application. In a Ni-Cd Cell Ni is reduced (NiOOH→ Ni(OH)2) at the cathode during
the discharge cycle and cadmium (Cd) is oxidized (Cd→ Cd(OH)2) at the anode. During charging
the reverse reactions take place. However, during the discharge cycle oxygen and hydrogen are
produced at the positive and negative electrodes, respectively requiring the addition of water and
venting [92]. The complete chemical reaction scheme for the operation of a Ni-Cd battery system is
given in Table 2. The composition of the various constituents of Ni-Cd batteries by percentage weight
used for automotive and portable electronic applications is given in Table 5.

Table 5. Typical materials composition (by percentage weight) of the Nickel-Cadmium Battery types
used for automotive and portable electronic applications.

Material(%) Automotive [79] Portable Electronic [93]

Cd 25 16.4
Ni powder 20 20.5
Ni (OH)2 17 8.1

KOH 5 3.5
Plastic 3 3.7

Steel & copper 16 39
Water 12 8
Others 2

Nickel-cadmium batteries operate on the same working principle as other electrochemical battery
systems but with two distinctive designs, one a completely sealed cell and other with a vent to release
gases (oxygen and hydrogen) [94,95]. Sealed cells are used in everyday life whereas vented Ni-Cd
batteries are used in aircraft and diesel engine starters, where large energy per weight and volume
are critical [96]. The nickel-cadmium battery system offers advantageous properties including fast
charge/discharge and long cycle life (they can complete up to 3000 cycles). They can tolerate deep
discharge rates without any capacity loss and have good size flexibility (ranging from small portable
devices to large vented cells) in comparison to other battery systems such as the lead acid batteries. As a
result of these remarkable characteristics, Ni-Cd batteries were widely used and had the largest market
share until the 1990s in applications such as standby power sources and portable applications, before
losing market share to other, superior, rechargeable battery systems such as lithium-ion batteries [97–99].
The disadvantageous characteristics of the Ni-Cd system, such as environmental concerns due to
cadmium toxicity and their high production cost (nearly ten time higher than lead-acid batteries)
limit their wider use. Another drawback of Ni-Cd batteries is that they suffer from ‘memory’ issues
which limit their capacity if they are un-used for extensive periods or not discharge completely before
charging [100,101].
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Nickel-Metal Hybrid Batteries (Ni-MH)

Nickel metal hydride (Ni-MH) battery technology is a further development of nickel-cadmium
batteries with the key objective of addressing two fundamental issues-high cadmium cost and
environmental concerns. Ni-MH batteries can be considered an improved form of Ni-Cd batteries
since both have similar configurations, with identical cathode and electrolyte material. The primary
difference is that the anode in Ni-MH is replaced with an hydrogen absorbing alloy [102]. Additionally,
cell voltages and charge/discharge curves are also identical for both battery systems. As shown Table 2,
similar to lithium-ion batteries in which Li ions transfer between the electrodes during the operation of
the battery, in the overall cell reaction of a Ni-MH batteries, hydrogen is transferred from one electrode
to the other [103]. The very simple electrochemical reactions of Ni-MH batteries provide the basis for
their long cycle life (~500 cycles) and fast kinetics (high power densities, typically ≥ 1000 Wkg−1)2.
The typical material composition of leading Ni-MH batteries is outlined in Table 6.

Table 6. Composition (by weight percentage) of two leading Ni-MH batteries [104].

Material NiMH-AB2
a Percentage NiMH-AB5

b Percentage

Ni 12 15
Ni(OH)2 12 15

M: Ni, Ti, V, Zr 13
M: La, Nd, Pr, Ce 8

KOH 3 3
PP 5 5

Steel 44 44
Others 11 10

a Anode materials consists of titanium (Ti), zirconium (Zr), Ni, and vanadium (V). b Anode based on metals from
lanthanum (La) to lutetium (Lu).

NiMH batteries are inferior to Li-ion cells however, some of their key characteristics that make
them preferable choice over Ni-Cd technology, particularly for applications in portable electronic
devices include: an insignificant memory effect, outstanding performance over a wider temperature
range, rapid charging (they can be fully charged within an hour) and a high energy density (50% higher
than the energy density of Ni-Cd batteries) [105,106]. Electric/hybrid electric vehicles (EVs/HEVs)
such as the Toyota Prius are significant users of Ni-MH batteries. Applications of Ni-MH batteries
depend on the nickel-metal hydride cell’s chemistry, where the cell offers tolerance to both overcharge
and over-discharge through gas recombination reactions. This results in a maintenance free battery
cell since there is no pressure build up even inside a totally sealed battery cell. This extraordinary
capability of the Ni-MH cell eliminates the requirement for cell voltage monitoring, which results in
simplified battery management systems (BMS) as compared with other high energy density systems
such as sodium-sulphur and lithium-ion systems [107,108].

The applications of Ni-MH batteries are declining with time due to collective effects of the
development of other efficient battery technologies (such as lithium-ion batteries) and the deficiencies
of Ni-MH battery systems. The principal drawback of Ni-MH cells is their very high self-discharge
rate (up to three times that of Ni-Cd batteries and even higher when compared with other rechargeable
battery systems such as lead-acid or lithium-ion) which results in a Ni-MH battery losing up to third
of its charge within a month even without being used. The self-discharge issue of the battery is
less noticeable in applications such as EVs/HEVs due their frequency of use, but it becomes more
prominent in occasionally used portable electronic devices. Other disadvantages include a high
material cost which makes them less competitive to other rechargeable batteries such as lithium-ion
in longer term [109,110]. The key objective of all rechargeable battery systems is to increase their
energy densities without compromising on their power densities, while simultaneously restricting
their mass and volume to allow the diversification of their applications. Figure 9 illustrates the
relationship between energy and power densities of various commercialised rechargeable battery
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systems among them the Li-ion battery shows the highest gravimetric and volumetric energy densities.
These are the main characteristics which make Li-ion batteries commercially successful electrical energy
storage technology.
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As discussed above, an ideal battery system needs to possess high energy/power densities coupled
with fast charge/discharge rates, operational safety, and appropriate cyclability. The advantages and
disadvantages of the four rechargeable battery systems discussed above are summarized in Table 7,
which gives a comprehensive understanding of the different characteristics of these rechargeable
battery systems.

Table 7. Advantages and disadvantages of different battery systems modified from [112].

Battery Type Advantages Disadvantages

Lead-acid

(i) Mature technology
(ii) Word wide production
(iii) Low material cost
(iv) No memory effect
(v) Low self-discharge rate
(vi) Relatively low capital cost

(i) Short cycle life
(ii) Modest energy/power density
(iii) Long charging time
(iv) Safety issues (gas discharge)
(v) Temperature sensitive output
(vi) Poor reliability

Lithium-ion (Li-ion)

(i) Long cycle life
(ii) High round trip efficiency
(iii) Global R&D efforts
(iv) Relatively fast charging
(v) Highly reliable
(vi) Low discharge rates
(vii) Excellent energy/power density

(i) High capital cost
(ii) Safety issues (Thermal runaway)
(iii) Material bottle concerns
(iv) Poor recovery/recycling
(v) Advanced battery management
systems required
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Table 7. Cont.

Battery Type Advantages Disadvantages

Nickel metal hydride
(NiMH)

(i) Modest initial cost
(ii) Acceptable energy/power density
(iii) Modest round-trip efficiency
(iv) Highly reliable
(v) Excellent safety record
(vi) Relatively fast charging
(vii) Eco-friendly materials
(viii) Low operational maintenance

(i) Higher self-discharge rate
(ii) Memory effect
(iii) Relatively short cycle life
(iv) Poor recovery/recycling

Nickel-cadmium (Ni-Cd)

(i) Comparatively low capital cost
(ii) Highly reliable
(iii) Mature technology
(iv) Superb safety record
(v) Wide operating temperatures
(vi) Relatively fast recharge
(vii) Excellent cycle life
(viii) Low operational maintenance

(i) Modest energy/power density
(ii) Memory effect
(iii) Relatively poor round trip efficiency
(iv) Reliance on hazardous cadmium

3.1.2. Flow Batteries

A flow battery system is comprised of two external liquid electrolyte tanks connected to a cell
stack and separated by an ion selective membrane, as shown in Figure 10. Electrolytes are pumped
from electrolyte tanks to the cell stack where operation is based on reduction-oxidation reactions of the
electrolyte solutions. Electrical energy is converted into chemical energy during charging, when one
electrolyte is reduced at the cathode and the other electrolyte is oxidized at the anode. During the
discharge phase the same process is completed in reverse direction [113].
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Flow batteries can be classified into two groups: hybrid flow batteries and redox flow batteries.
Properties such as design flexibility and scalability, low toxicity, safety, durability and un-limited
capacity make flow batteries a favourable option compared with currently available electrochemical
energy storage technologies for energy storage in large scale applications [115–117]. The shortcomings
of flow batteries include a comparatively high manufacturing cost, inferior performance resulting
from non-uniform pressure drops and reactant mass transfer limitations and highly complicated
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system requirements when compared with other rechargeable batteries [118,119]. Some of the most
technologically mature flow battery systems include vanadium redox flow battery (VRB), zinc bromine
(ZnBr) flow battery and polysulfide bromine (PSB) flow battery. These battery systems are still at
research stages and have not seen widespread applicability and commercialization when compared
with commercialized rechargeable batteries. Some of their fundamental technical characteristics
including energy/power densities, cycle-ability, self-discharge, cyclic efficiency and battery lifetime are
compared in Table 8.

3.2. Fuel Cells

The development of fuel cell technology can be traced back over 180 years to Sir William Grove’s
pioneering work experimentally demonstrating the electrolyser /fuel cell in 1839 [120]. This was
followed by construction of a full-scale device (initially called a gas battery which latter came to be
known as fuel cell) in which electricity was produced by combining oxygen and hydrogen in a cell.
The British engineer Francis Thomas Bacon has been credited with developing the first fully operational
fuel cell in 1959, which was later adopted by NASA for space research [121]. NASA used both alkaline
fuel cells (AFC) and polymer electrolyte membrane fuel cells (PEMFC) for space exploration missions
such as Gemini and Apollo in the 1960s. In the 1990s PEMFC and direct methanol fuel cells (DMFC)
attracted worldwide interest, which resulted in further development in this field. Currently fuel
cell technology is witnessing huge research drive, resulting in improvement in technology which
will lead to widespread commercialisation. The fuel cell is an electrochemical energy conversion
device where chemical energy is directly converted into electrical energy, resulting in high energy
conversion efficiencies. This exchange of energy takes place within the core of the cell which comprises
of an electrolyte in direct contact with the cathode (positive electrode) and anode (negative electrode).
According to their fuels, operating temperatures and electrolytes, fuel cells can be classified into six
main categories as follow [122,123].

1. Solid oxide fuel cell (SOFC)
2. Proton exchange membrane or polymer electrolyte membrane fuel cell (PEMFC). These can be

further subdivided into standard PEMFC (operating below 100 °C) or high temperature PEMFC
or HT-PEMFC (operating in temperature ranges of up to 200 °C).

3. Molten carbonate fuel cell (MCFC)
4. Alkaline fuel cell (AFC)
5. Phosphoric acid fuel cell (PAFC)
6. Direct methanol fuel cell (DMFC)
7. Single layered fuel cell (SLFC)

Fuel cell technology has seen a limited use in nearly all types of power applications, ranging
from the small scale such as personal computers and cell phones (up to 10 kW) to medium range
applications such as transport applications (up to 100 kW) and lastly in large scale power applications
(up to 10 MW) [124–126]. The operational and technical aspects and recent developments of some of
the key fuel cells are discussed briefly in the following subsections.

3.2.1. Solid Oxide Fuel Cell (SOFC)

Solid oxide fuel cells (SOFCs) differ significantly from their counterparts since they are solid
state devices without any moving components and have distinguishing characteristics such as
combustion free operation, low emissions, inherently high conversion efficiencies and very high
operational temperatures (in the range of 800–1000 ◦C). Efforts have been made to introduce new
electrode materials to improve their thermal stability, electrical conductivity, catalytic activity, chemical
compatibility and cost-effectiveness especially with the drop in operational temperature from to
400–700 ◦C.
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Table 8. Comparison of technical characteristics of different fuel cell technologies [127–129].

Fuel Cell Type Operating
Temperature (°C)

Output
(kW)

Efficiency
(%) Applications Advantages Disadvantages

Alkaline 900–100 10–100 60 (i) Military/Space
(i) Faster cathode reaction in
alkaline electrolyte
(ii) Variety of catalysts used

(i) Costly removal of CO2

Molten Carbonate 600–700 1–1000 ≥40 (i) Electric utility
(ii) Distributed generation (large scale)

(i) High efficiency
(ii) Fuel flexibility
(iii) Variety of catalysts used

(i) Complex electrolyte management
(ii) High operating temperature
(iii) Slow start up

Polymer electrolyte
membrane 50–100 1–250 53–58

(i) Backup power
(ii) Portable power
(iii) Transportation
(iv) Distributed generation (small scale)

(i) Solid electrolyte: reduced
electrolyte and corrosion issues
(ii) Quick start up
(iii) Low temperature

(i) Expensive catalyst requirement
(ii) Highly sensitive to fuel impurities
(iii) Low temperature (Heat wastage)

Direct methanol 60–200 0.001–100 40 (i) Portable devices (i) Reduced cost due to the absence
of fuel reformer

(i) Methanol high toxic and flammable
(ii) Low efficiency

Phosphoric acid 150–200 50–1000 40 (i) Distributed generation (i) Higher overall efficiencies
(ii) Increased impurity tolerance

(i) Platinum catalysts required
(ii) Low power output
(iii) Large size

Solid Oxide 600–1000 1–3000 35–45
(i) Electric utility
(ii) Auxiliary power
(iii) Distributed generation (large scale)

(i) High efficiency
(ii) Fuel flexibility
(iii) Suitable for CHP
(iv) Hybrid GT/Cycle
(v) Variety of catalysts used

(i) High temperature enhances cell
breakdown and corrosion
(ii) Slow start up

Single layered 550–750 97–98 (i) Transportations
(ii) Portable devices

(i) High efficiency
(ii) Low cost
(iii) Low emissions

(i) Un-tested technology
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Selection of suitable anode materials is a key to maintain superior performance of SOFCs,
since anode materials accounts for nearly 95% of the overall percentage of material in anode supported
cell. Most commonly used anode material in SOFCs is Ni-YSZ due to its high stability and excellent
conductivity however, the materials is susceptible to carbon deposition when comes in contact with
hydrocarbon fuels [130]. Song et al. improved the performance of a Ni-YSZ based SOFCs through
doping of its anode by adding Al2O3 to Ni-YSZ which resulted in improved electrical conductivity,
decreased anode activation polarisation and nearly 39% improvement in performance of the cell [131].
Other anode materials used in SOFCs include CrTi2O5, Cu-CeO2, CrTi2O5 La0.8Sr0.2Fe0.8Cr0.2O3 and
Sc0.1Y0.1Zr0.6Ti0.2O1.9 [132].

The cathode is another fundamental component of a SOFC system and has different selection
criteria when compared to the anode since the cathode in a SOFC requires distinctive operational
properties such as high level of porosity and stability in oxygen environment. Also due to their elevated
operating temperatures, SOFCs use more cost-effective and widely available transition metal oxides
such as Cu, Co, Ce, Sr and Ni as an alternative to costlier metals such as Pt as cathode since high
temperature operations of the cell result in sufficiently improved kinetics and thermodynamics of the
chemical reactions underpinning fuel cell operation. Moreover, SOFCs can be used as a substitute
for electrochemical batteries due to their high efficiencies even in in reverse mode as solid oxide
electrolysis cells (SOEC) in which steam is electrolysed into hydrogen by feeding water and electric
current into the cell to produce hydrogen and oxygen. [133]. Owing to these excellent properties and
their modularity, fuel adaptability, diverse scale of application (small, medium and large scale) and
vibration free, quiet operation, SOFC are promising candidates for use in the field of energy storage
and conversion in the future [134,135].

The basic structure of a SOFC consists of a porous anode and cathode sandwiched around a
ceramic based solid electrolyte such as yttria-stabilised zirconia (YSZ) or gadolium-doped ceria (GDC),
as shown in Figure 11.
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Figure 11. Schematic representation of solid oxide fuel cell (SOFC) (a) oxide-ion conducting electrolyte,
(b) proton conducting electrolyte [136].

Electrons are generated at the anode through oxidation and are accepted at the cathode for oxygen
reduction, resulting in circuit completion with the production of electricity due to the flow of electrons
from anode to cathode through an external circuit. The chemical reactions at the anode and cathode
are given by Equations (9)–(13) below. A detailed discussion of the chemical reactions and mechanism
of energy conversion in a SOFC is given by Tesfai et al. [137].
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1/2 O2 + 2e− → e2− (10)

H2 + 1/2O2 → H2O (11)

Anode:
H2 + O2−

→ H2O + 2e (12)

Cathode:
1/2O2 + 2e− → O−2 (13)

SOFC technology has the potential to transform the overall electrical energy generation
landscape with insignificant environmental impact if it is more extensively commercialised.
Their commercialisation has nonetheless been limited by several disadvantages such as high material
costs, the requirement of high operating temperatures (800–1000 ◦C), safety issues and the complex stack
and cell assembly. Furthermore, high operating temperatures have added issues including catalyst
poisoning, electrode sintering, electrode/electrolyte interfacial diffusion and thermal/mechanical
stability. These issues, and particularly the need for high operating temperatures, has forced research
towards low temperature SOFC technology. The benefits of lowering operating temperatures include
widening the area of application and improving the life span of the SOFCs, technical improvements
(i.e., reducing the likelihood of cermet anode’s redox degradation) and economic advantages (i.e., using
more cost effective cell components) [138]. Asia and co-workers reported improved electrochemical
performance of SOFCs where co-doped Sr/Sm–ceria–carbonate electrolyte was employed within the
temperature range of 400–580 ◦C with H2 as fuel, as opposed to the more commonly studied samarium
doped ceria. This nanocomposite electrolyte was found to display excellent power density, reaching
~900 mW cm−2 [139].

The development of different components and stock designs has enabled SOFC technology
to become increasingly cost-effective, efficient and has resulted a drop in operating temperatures.
These improvements have made SOFC devices more desirable for wide ranging industrial applications
however, there are numerous challenges remaining to be addressed through further research including
high oxygen ion resistance through solid electrolyte, over potential, non-compatibility in oxidising and
reducing environments.

3.2.2. Direct Methanol Fuel Cell (DMFC)

Direct methanol fuel cells are considered as a subcategory of proton exchange membrane (PEM)
fuel cells and can also be considered as low operating temperature PEM, where methanol is used as
fuel. DMFCs work on the principle of directly converting the chemical energy of high energy density
liquid methanol fuel to electric power via electrochemical processes with carbon dioxide and water
as by products [140,141]. The potential for adoption of DMFCs as a key energy conversion device
is predominately a result of the high specific energy of pure methanol (up to 6000 Wh kg−1) [142].
A schematic representation of a DMFC system is shown in Figure 12, illustrating its basic working
principles (e.g., reactants/products gasses and ion conduction flow direction).

The electrochemical reaction between oxygen and methanol occurs at cathode and
anode respectively whereas the complete electrochemical reaction of DMFC is given by
Equations (14)–(16) below:

Anode:
CH3OH + H2O → CO2 + 6H + 6e− (14)

Cathode
3/2O2 + 6H + 6e− → 3H2O (15)

Complete reaction:
CH3OH + 3/2O2 → CO2 + 2H2O (16)
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Methanol is a fuel with an excellent conversion efficiency, reaching around 96.5% which is
much higher than internal combustion engine, the latter being restricted by Carnot cycle [144].
The efficiency of methanol conversion is explained through the electrochemical process described
above. The maximum achievable theoretical operating voltage in a methanol-air cell is ~1.21 V, although
this cannot be attained in practical operation due to sluggish reaction kinetics and ohmic losses in the
electrolyte [145,146].

One of the benefits of using methanol as fuel in DMFC is the storage and transportation of
methanol, which is much easier than fuels such as hydrogen. Moreover, there is the added benefit of
the high energy density of methanol, which is three orders of magnitude higher than hydrogen. Direct
methanol fuel cell technology is considered promising due to characteristics such as high-power density,
low operating temperatures and easy start up. However, DMFC suffers various drawbacks which
hinder its wider commercial use. Firstly, the overall performance of DMFC degrades with time due to
the methanol crossover the through electrolyte membrane [142]. Effort have been made to address this
issue by designing composite membranes. Yan and co-workers produced composite membrane by
sandwiching a monolayer graphene between two thin Nafion membranes which resulted in drop in
methanol permeability by nearly 69% [147]. Secondly, large amount of gaseous CO2 is released during
methanol oxidation which disturbs the methanol transport to catalyst sites and contributes towards
polluting the Environment [148]. Thirdly, voltage losses on the cathode side increase due to impeded
oxygen transportation to the catalyst sites resulting from high water flux through the membrane [149].
Finally, the kinetics of the methanol electrochemical reaction are much slower than that of hydrogen,
which is a major component of the overall voltage loss at anode whereas in the hydrogen cell the anode
voltage loss is negligible [121].

3.2.3. Polymer Electrolyte Membrane Fuel Cell (PEMFC)

The working principle of polymer electrolyte membrane fuel cell (PEMFC) is similar to that of
other fuel cells. Its structure consists of a gas diffusion layer (GDL), polymer electrolyte membrane
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(PEM), bipolar plate and catalyst layer (CL), as shown in Figure 13. Electrochemical reactions occur in
the CLs while reactant gases flow through the GDL with hydrogen supplied to the anode and air or
oxygen to the cathode. The chemistry of these cells leads to water being the only by-product, making
the operation of PEMFCs completely environmentally friendly.

Figure 13. Schematic of working principle of polymer electrolyte membrane fuel cell [150].

Advantageous properties such as low noise, lower operating temperature, high power density and
excellent dynamic properties make PEMFCs a promising power source for automotive applications.
In addition, the simultaneous generation of both heat and power with high efficiency makes the
PEMFC highly suitable for residential power generation applications. In this case, additional heat
generated during fuel cell operation can be used by households, which ultimately increases the overall
efficiency of the cell especially high temperature HT-PEMFCs. HT-PEMFCs operate at temperature
range of 100–200 ◦C which is considerably higher than 60–80 ◦C for low temperature LT-PEMFCs which
provides wider range of thermal energy usage [151]. However, the cost of PEMFCs is still considered a
major obstacle for frequent use in this area of application [152]. PEMFCs are also a promising power
source for portable electronic such as cell phones, laptops and military radio/communication devices,
due to their high energy capabilities and small stack size [153–155]. Although cost once more hinders
major applications, there is potential for some usage scenarios such as a backup power source in
telecommunication companies and banks, where the cost associated with breakdown is sufficiently
high to offset the investment required to deploy this technology.

To attain sufficiently higher power outputs to meet the requirements of specific applications,
fuel cells can be stacked up as shown in Figure 14, where currents and voltages ranges between
0.5–1 A cm−2 and 0.4–0.9 V respectively [156,157].
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World-wide commercialisation is under achieved for PEM fuel cell technology where cost and
durability are two major barriers. Furthermore, various components of the fuel cell, particularly
the membrane electrode assembly (MEA), suffer degradation during long term operation [159].
In general, the typical expected lifetime of a PEMFC is around 2500 hrs, which is well below the
required life expectancy of 5000 hrs and 40,000 hrs for transportation and stationary applications,
respectively [155,160]. Cost is another major impediment towards commercialisation of this fuel
cell technology, with the catalyst (which is Pt based) and MEA (Nafion membrane) being two key
contributors towards higher costs. However, Pt loading has been reduced by two orders of magnitude
with the potential for further reduction, and there has been a drop in the cost of the MEA, bringing the
fuel cell cost down towards the target of $30 kW−1 for PEMFCs [161]. Mass production (which will
improve the cost effectiveness) and further improvements to materials (to enhance the durability) are
nonetheless necessary to overcome fundamental barriers of cost and durability while maintaining the
performance for wider deployments of PEMFC technology.

3.2.4. Single Layer Fuel Cell (SLFC)

A new type of fuel cell, the single layer fuel cell (SLFC), has been reported recently based on
semiconductor and an ionic conductor material. In contrast to a conventional fuel cell, the single
layer fuel cell merges all three functional layers into one and is therefore also known as an electrolyte
free fuel cell. Material composition and microstructure can be adjusted within the cell in order to
reach a balanced ion/electron-conductivities and to reduce the lattice mismatch inside the fuel cell,
hence enhancing the efficiency and performance. In a single layer fuel cell, the mixture of ionic and
semiconducting materials provides the electrochemical reaction sites and charge transport medium
respectively. The functional layer of a conventional fuel cell is the electrolyte layer whereas in a
SLFC the nanocomposite material inside the single layer acts as a complete fuel cell [162]. This newly
developed fuel cell was reported by Zhu and co-workers as “three in one”, which is significantly
different from the conventional anode/electrolyte/cathode three-layer structured cells [163]. Where cell
technology is less complex and has reduced material requirements. The material choice of SLFC
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widely involves semiconductors, electronic/ionic conducting materials including not only existing
SOFC electrolyte and electrode, but also more semiconductors and hetero-structured composites than
a traditional SOFCs.

The SLFC structure is presented schematically in Figure 15. Mixed ionic and semiconductor
materials are used to assemble the cell, both sides of this composite single layer is pasted by current
collector (CC) for the current collection during the electrochemical operation. During this process,
the side of SLFC which comes in contact with the hydrogen fuel becomes the anode while the side
coming in contact with oxygen becomes the cathode. The anode side releases electrons by creating H+

ions while the cathode side receives electrons, hence generating electricity and water.
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Compared with a conventional three-layered fuel cell, SLFC boasts a simplified cell structure and
assembly consisting of a single functional layer, which should result in reduce production costs and
making this type of fuel cell suitable for commercial applications. The full reaction scheme for the
SLFC can be described into two steps, given by Equations (17)–(19) [164].

Reaction at hydrogen-contacting (fuel) side:

H2 → 2H+ + 2e− (17)

Reaction at the air contacting side:

1/2O2 + 2e− → 2O2− (18)

Complete electrochemical reaction:

H2 + 1/2O2 → H2O + electricity + heat (19)

New technologies always come with associated challenges and in the case of the SLFC, researchers
are working to derive a sufficiently detailed explanation of its behaviour, however it has not yet been
possible to fully explain its operating mechanism for its functionality. Its overall behaviour is similar
to that of conventional fuel cell with all the functionality of the three layers of the latter occurring in a
single layer. This type of fuel cell has similar applicability as any other conventional cells but should



Energies 2020, 13, 5847 26 of 41

be more suitable for transportation and PEDs. This new device is expected to be low cost, efficient and
have very low emissions compared with similar conventional device.

Table 8 summarises the operational parameters, applications, advantages, and shortcomings of
the different fuel cell systems discussed in detail above, where it can be seen that different fuel cells
technologies should be matched to specific projected applications for optimal use.

Some key fuel cell types have been discussed briefly to elucidate their suitability for various
applications according to their operational parameters. Although the working principle of all types of
fuel cells is similar, their outputs, stack designs and working parameters are very different. For example,
an alkaline fuel cell is the most efficient, with electrical efficiency around 60% whereas a molten
carbonate has the lowest efficiency (of around 40%) with polymer electrolyte membrane fuel cells
lying in the middle with intermediate efficiencies of around 55%. Although, PEMFCs are not highly
efficient, nevertheless they are ideal for transport applications due to their small size and low operating
temperatures, while PAFCs and DMFCs are most cost-effective but suffer from low efficiencies. Current
fuel cell technology has come long way from original cell technology proposed by Sir William Groves
nearly two hundred years ago, with fuel cells offering numerous advantages over other electrochemical
storage and conversion technologies. However, in order to commercialize these devices and make
their application widespread, further research and development (R&D) efforts by both industry and
research institutions are required. In particular, fuel cell technology needs to evolve further in terms
of cost-effectiveness and improvement in fundamental technology to enhance their chances of mass
production and wider commercialisation.

4. Comparison of Different Electrochemical Energy Storage and Conversion Systems

Energy storage/conversion devices perform two important tasks through time shifting bulk
energy from renewables production to time of energy demand (supplied by batteries + fuel cells) and
by production of clean, stable power and frequency, avoiding voltage spikes whish are important
for digital economy by supercapacitors and high power batteries. Table 9 compares a number of
fundamental characteristics of different electrochemical energy storage and conversion devices, such as
electrochemical capacitors, batteries and fuel cells. It can be seen that electrochemical batteries and
fuel cells are high energy density devices with typical gravimetric energy densities in the range of
75–200 Wh kg-1 and 800–1000 Wh kg-1 respectively. Conversely, electrochemical capacitors possess
much lower energy densities, ranging from 10–230 Wh kg−1, particularly in commercialised electric
double layer capacitors where energy densities are in the range of 5–10 Wh kg−1. Nevertheless, for high
power density applications (i.e., power fluctuations, load shifting and short-term storage requiring fast
charge/discharge). Furthermore, ECs are beneficial in applications requiring long cycle life and high
efficiencies including backup power, safety and low maintenance applications such as uninterruptible
power supplies (UPS) which results in improvements in power quality. However, the higher level
of self-discharge in electrochemical capacitors when compared with other electrochemical devices is
one of the major drawbacks which restricts their wider applications. On the contrary, electrochemical
batteries and fuel cells are predominantly useful power sources for high energy density applications
where the delivery is needed over longer period of time. Electrochemical batteries are more desirable
in transportation and portable electronics applications since the technology is fully grown compared to
FCs and ECs whereas other applications such as micro-grids, medical and power source for remote
military installations where high power delivery is required over a sustained period with long cycle
life is very vital makes FCs more desirable choice. Other benefits using fuel cells is the use of secondary
heat generated during their operations in applications such for combined heat and power (CHP) when
driving micro gas turbines. Even though FCs are extremely useful power devices, they are still in
testing phase and require R&D efforts to bring them in line with electrochemical batteries commercially.
Electrochemical batteries are more useful and still maintain the highest market share in applications
such as portable electronics, electric and hybrid electric vehicles due to scalability and the maturity of
the technology [148,165–167].
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Table 9. Technical characteristics of key energy storage and conversion technologies.

Technology Specific Energy
(Wh kg−1)

Specific Power
(Wkg−1)

Life-Time
(Years)

Cycle-Ability
(Cycles)

Cyclic Efficiency
(%)

Daily Discharge
(%)

Different operating parameters of electrochemical capacitors
EDLCs 6.8–12 [40] 65–10,200 [41] <30 [168,169] Up to 500,000 [170] 60–100 [44] ~25 [171]
PCs 23–67 [41] 21,000–220 [41] 5–9 [172] Up to 5000 [44] 52–96 [49,51]
HCs 132–231 [42] 2800–57 [42] <10 [173] 12,000 [46] 80–95 [52,53]

Different operating parameters of Batteries
Lead-acid 25–50 [174] 10–400 [60] 5–15 [84] 200–1800 [61] 63–90 [83] 0.1–0.3 [60]
Li-ion 75–200 [60] 500–2000 [84] 14–16 [175] Up to 20,000 [176] 75–90 [89] 1–5 [61]
NiCd 45–80 [177] 150–300 [60] 10–20 [60] Up to 3500 [178] 60–83 [83] 0.2–0.6 [60]
NiMH 145–152 [179,180] 390–2000 [179,181] <15 [182] 40,000 [182] 88–98 [179] ~1 [183]
VRB 10–30 [60] 166 [184] 5–20 [185] ≤12,000 [60] 75–85 [60,186] Very low [61]
ZnBr 30–80 [60,187] 45–100 [187,188] ~10 [175] ≤2000 [60] 66–80 [83] Small [189]
PSB 97–165 [190,191] 77–83 [192,193] 10–15 [60] ≤2000 [194] 93–95 [195] ~Zero [185]

Different operating parameters of Fuel cells
SOFC 800–1000 [196] 200–1000 [197] ~4.5 [198] 50–1000 [199,200] 35–45 [127]
PEMFC 500–1000 [201,202] 90–1000 [203,204] ~5 [205] Up to 9000 [206] 53–58 [127]
DMFC Up to 1500 [207] ~1000 [208] ~10 [209] 300–10,000 [210,211] ~40 [127] ~Zero [212]
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In case of electrochemical batteries short cycle life and inferior efficiencies are the drawbacks
requiring attention. None of these technologies has the capability to fulfil all the requirements for
very broad range of applications alone, a problem which can be overcome by using hybrid systems
consisting of combination of two or more of these devices, with ability to respond to applications with
more complex requirements (e.g., in EVs/HEVs where high energy density batteries or fuel cells are
coupled with high power capable ECs). Such combinations will result in longer overall system life,
performance improvements and design flexibility, since batteries or fuel cells will not be pushed to
the limits of their power capabilities and edge of their stabilities and response time Comprehensive
details of technical characteristics of different electrochemical energy storage and conversion devices
are listed in Table 9 above.

5. Computational Modelling Applications in Electrochemical Energy Storage and
Conversion Systems

Apart from conventionally used characterisation techniques (physiochemical/electrochemical),
computer simulations have become a vital tool to study and understand reaction fundamentals and
impact of various operational parameters on the performance of energy storage and conversion devices.

Wide range of computational modelling studies have been performed on electrochemical
capacitators to evaluate the effect of various physical and chemical parameters such as average
pore size/specific surface area and pseudocapacitive doping (heteroatoms or transition metal oxides)
respectively on their electrochemical performance and cycle life. Most commonly used tools employed
in modelling of energy storage systems include Monte Carlo (MC) simulations, density function theory
(DFT), computational fluid dynamics simulation (CFD) and molecular dynamics (MD) [213–221].
With the turn of the century, modelling has seen increased used for the analysis of the performance of
the energy storage systems. In a study performed in early 2000s, a mathematical model which was
originally used by Newman and Tiedemann [222] was adopted to analyse the effect of composition of
composite electrode materials comprised of hydrous RuO2 doped carbon, different carbon materials,
and concentration polarization on the performance of an electrochemical capacitor. It was found that
carbon with higher specific surface area (microporous) has higher capacitance in both electric double
layer and Faradaic pseudocapacitance when used on its own or in combination with RuO2. It was also
observed that polarization of the electrolyte has substantial effect on the cell performance. These results
were in good agreement with the experimental results available in literature [223]. In a very recent study
by Ers et al., electrode/electrolytes interface was studied through simulation using density functional
theory (DFT) based molecular dynamics simulations [224]. Graphene and 1-ethyl-3-methylimidazolium
tetrafluoroborate based ionic liquid were used as electrode and electrolytes respectively and interfacial
surface charge distribution and polarization were investigated. No electronic transfer was witnessed
during charge/discharge and also non-uniform distribution of surface charge was observed which
looks in good agreement with the available data in literature [224]. Electrochemical batteries have
also been analysed using computational methods. Wasalathilake et al. investigated the effect of
different dopants on the adsorption of Na ion in graphene-based anode as a result of variations
in electronic and geometrical factors in sodium ion batteries. It was found that graphene doping
with N, B and F resulted in improved Na ion accommodation due to the electron deficient sites,
whereas P doping resulted in improved Na storage which can be attributable to its bond length
mismatch and geometrical factors [225]. Solid state electrolytes have seen immense interest in the
development of energy storage/conversion systems in order to eliminate highly flammable liquid
electrolytes. A recent study conducted by Case and co-workers, on the transportation properties of
Li-ion computationally using classical molecular (CM) dynamic simulation and DFT calculations where
it was shown that transportation pathway only involves the M1(6b) and M2(18e) sites [226]. This is in
an excellent agreement with the neutron diffraction data, unlike claimed by Dashjav et al. [227]. Similar
to electrochemical capacitors and batteries, computational simulations have also been used extensively
in fuel cells. In a recent study by Jeon, CFD simulations was used to investigate the electrochemical
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performance of a SOFC and to gain insight of the complex transportation phenomena. The obtained
simulated data were compared with experimentally analysed data to authenticate the computational
model. The obtained results agreed well with the cell performance reported by other researchers, who
used similar operating conditions and microstructures. The model displayed that the over potential
increases with decease in operation temperature and it is dominant at 600 °C [228].

With no doubt, computational simulation is an excellent tool to investigate various aspects of
electrochemical systems however it is still evolving and require further development. Major drawback
is the gap between theoretical prediction and experimental results, which is linked to two main issues:
(a) timescale and lengths of simulation is usually considerably shorter than experimental setup, (b) data
used in simulation for electronic properties and calculation of other forces is unrealistic. Gap in later is
decreasing with the improvement in molecular simulation methods and computer hardware however
limitation on atomic simulation (limited to around 100,000 for DFT) reduces the accuracy of modelling.
This gap is expected to decrease with the further development in mathematical models and with the
advancement in computer hardware.

6. Conclusions and Future Prospects

This comprehensive review provides an overview of technological advances, operational
parameters, material composition and current/potential applications of electrochemical energy storage
and conversion devices where their technical maturity and commercial practicability have also been
discussed. Detailed comparison of technical data of various electrochemical energy storage and
conversion devices have enabled their advantages for specific applications to be assessed and areas to
be targeted for improvement identified.

ECs, particularly EDLCs, are generally considered as complementary technologies when
compared with electrochemical batteries and fuel cells and as contrary to these devices ECs have
higher power densities and lower energy densities. However, newly developed pseudo-capacitors
and hybrid-capacitors gain properties of both electrochemical batteries and more conventional
electrochemical capacitors due to the combination of both electric double layer and faradaic
(pseudo-capacitive) charge storage mechanisms in the active material. ECs are useful for high
power applications such as memory back-up power sources, surge protection devices and pulse power
sources for smart weapons, due to their remarkable properties including exceptionally long cycle
life and excellent capacitive retention. EDLCs have seen remarkable scientific developments over six
decades whereas PCs/HCs are considered as fairly new technologies and require substantial further
research and development to improve their performance characteristics and costs for their widespread
industrial use.

Electrochemical batteries are considered as one of the oldest and technically advanced energy
storage technologies and, as a result have been the most widely adopted in the commercial sphere.
Electrochemical batteries have distinctive properties including exceptionally high energy densities,
particularly in Li-ion batteries, technological maturity and cost effectiveness (mainly related to lead acid
batteries and sodium-ion batteries, respectively). However, these electrical energy storage devices face
major challenges including the need of further enhancement in their energy densities while improving
power densities and preserving the integrity of electro-electrolyte interface. Synthetic control over
the pore structure of battery active materials, and surface modification through functionalisation of
their electrode materials at the nanoscale could provide breakthroughs in their energy storage capacity
while conserving their high power density, e.g., porosity control and high surface area coupled with
improved wettability of electrode materials, tailored according to the properties of the electrolyte used
can result in high energy density originating from the high surface area providing more active sites
with excellent charge/discharge rates due to the optimised porosity to match the electrolyte ion sizes.
Other challenges faced are environmental concerns and high costs which can be addressed by adopting
more green, sustainable and cost-effective materials in a battery system. Although, electrochemical
batteries have seen exponential growth in their industrial applications ranging from portable electronic
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devices, large scale power storage systems and EV/HEVs, especially with the advances in Li-ion and
lead acid batteries, these devices require further improvements to respond adequately sufficiently to
our future energy demands.

With the development in fuel cell technology over last three decades, it can be anticipated that
these devices will make a sizeable contribution towards future power generation requirements. Fuel cell
devices have advantages and disadvantages depending on area of application and type of fuel cell.
Due to their properties including low emissions, high reliability, efficiency and flexible modularity
they are ideal candidates for future power needs. Even though fuel cells possess these outstanding
characteristics they have not reached their full commercial potential due to fundamental issues such as
high system costs, which can be addressed by developing more efficient reformers and dependence
on gas clean-up systems which can be rectified through catalyst optimisations. Fuel cells, like other
electrochemical devices, have potential for a wide range of applications with the selection of fuel
cell technology dependent on the specific nature of its proposed use. For instance, high temperature
fuel cells with internal reforming are most suitable for high power applications, whereas for the
electrification of vehicular applications (EVs/HEVs) low temperature fuel cells are more appropriate
and, finally, for use in PEDs low temperature fuel cell particularly DMFC and PEM fuel cells are
considered more realistic choice.

Despite a significant progress in the development of energy storage and conversion systems in
the recent years, there are still many fundamental challenges ahead to make these technologies and
viable systems to respond to our future energy demands [229]. Electrochemical capacitor and fuel cell
technology is neither mature nor as commercialised as electrochemical batteries especially lithium ion
battery systems. Several challenges and barriers including low energy density, high manufacturing
costs restricts the potential application of supercapacitors [230]. Therefore, fundamental research
effort in order to understand the interfacial charge storage phenomenon and to develop new materials
to improve the energy density of electrochemical capacitors without compromising their superior
characteristics such as high power density and cyclability is required to bring this technology in line
with other energy storage and conversion technologies.

In terms of fuel cell technology, although the choice and design of electrolyte and electrode
materials are crucial and still a significant challenge for the cell performance, however, complementary
materials such as bipolar plates, cell interconnection, sealing and catalysts also play a key role in the
cell operability, where their expected life-time, cost and mass production are still a major challenge and
yet to be solved with reduction in operational cost cycle for the practical application of this technology
as a mature energy conversion technology [231].

Simultaneously, electrochemical batteries and particularly more commercially adopted Li-ion
batteries have their own challenges, due to their increased cost and concerns over their recycling and
post use environmental impacts. And therefore, despite conquering the portable electronic markets,
challenges such as long-term stability, high specific energy, safety and access to cheap and cost effective
and more eco-efficient electrode materials seem to be the overriding factors in high-volume applications
of the technology and are needed to be addressed in the future [232]. These can be addressed by either
further development in solid-state battery systems or by bringing other battery systems such as sodium
ion batteries as a more cost-effective technology in line with lithium ion batteries.

Selection of a particular device depends on the requirements of the proposed application since
there is no single ideal device, which satisfies all possible demands as discussed above. However,
the combination of two or more energy storage technologies can be advantageous since they can
synergically fulfil a diverse range of needs-e.g., electrochemical batteries and electrochemical capacitors
used together in EVs can be very effective, since the battery can satisfy the requirement for high energy
density whereas the EC component of the energy storage system can respond to high power demands.
The EC part of a hybrid power storage solution can be charged rapidly through energy capture systems
(regenerative breaking) and that energy can be released quickly when high power is needed especially
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during acceleration. Such hybrid systems not only improve overall efficiency, but also enhances the
lifetime of the battery used, which is often a significant cost in EV/HEV manufacture.

This detailed review demonstrates that although there has been tremendous efforts and research
activities with major progress in the development of electrochemical energy storage technologies
over a sustained period, however there are still gaps in fulfilling the energy demands spectrum
and requirements for further research and developments, particularly through the synthesis of
novel, rationally designed materials in order to reduce the cost and enhance the performance of
the energy storage/conversion technologies and, as importantly, to make these technologies more
environmentally friendly.
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