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Abstract: Over the past several decades, the number of electric vehicles (EVs) has continued to
increase. Projections estimate that worldwide, more than 125 million EVs will be on the road by
2030. At the heart of these advanced vehicles is the lithium-ion (Li-ion) battery which provides the
required energy storage. This paper presents and compares key components of Li-ion batteries and
describes associated battery management systems, as well as approaches to improve the overall
battery efficiency, capacity, and lifespan. Material and thermal characteristics are identified as critical
to battery performance. The positive and negative electrode materials, electrolytes and the physical
implementation of Li-ion batteries are discussed. In addition, current research on novel high energy
density batteries is presented, as well as opportunities to repurpose and recycle the batteries.

Keywords: Li-ion batteries; Li-ion battery chemistry; battery second-use; battery recycling; grid
stabilization; Li-ion battery improvements

1. Introduction

Electric vehicles (EVs) were first demonstrated in 1828 [1,2] with the first production electric
car introduced in 1884 [3]. These EVs had clear advantages over the competing steam- and
gasoline-powered vehicles, such as absence of the loud noise from an un-muffled internal combustion
engine, and the difficult starting procedures that in early vehicles required the involvement of
specialized staff that would initially heat those engines to operating temperature (the so-called
“chauffeur”—i.e., “warmer”) [4].

The inventions of the internal combustion engine muffler is 1897 [5], the electric engine starter
in 1911 [6], and the desire for larger vehicle autonomy and faster vehicle re-charging procedures
all contributed to internal combustion engine powered vehicles eclipsing the use of EVs except in
specialized uses.

Lately, the desire to decrease the negative ramifications associated with the use of internal
combustion engine powered transportation [7-9], and in particular the drive to decrease carbon
emissions [10,11], has led to a significant resurgence in interest in electrified transportation.
Of particular importance to enable electrified transportation is the availability of economically and
technologically robust batteries.

The Progression of Battery Technologies Used for EV Applications

Many different kinds of batteries exist, and as new systems are developed to commercial maturity,
they have been applied to the problem of electrified transportation. A Ragone plot of some of the more
common battery technologies is shown in Figure 1 [12-14].
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Early EV applications used the rechargeable Lead-Acid battery developed in 1859 by Gaston
Planté [1]. In 1899, Waldemar Jungner introduced the nickel-cadmium battery that made significant
improvements in storage capacity but had some drawbacks including a voltage suppression issue
that occurs as the battery aged, known as a memory effect [15]. Research continued through the
beginning and latter half of the 20th century but it was not until 1985 that the first lithium-ion (Li-ion)
batteries were created. It took a further 6 years of research before they were commercialized [15,16].
In the meantime, EVs using ZEBRA batteries and Nickel-Metal Hydride batteries were developed [17].
The current predominant battery energy storage technology for EVs is the Li-ion battery.

400 T
— &
i @
= 300 5
= =
> 5
o
e
§ 200
=
o
]
=
i

100

Lead—
acid
0 Lighter weight —3»
I I I I I 1
0 50 100 150 200 250

Energy density (W h kg™')

Figure 1. Ragone plot of several of the battery technologies used in EVs [12].

Batteries are fundamentally a storage medium made up of two electrodes in an electrolyte.
This electrolyte provides a medium for the exchange of ions which produces the electricity [14].
Each of the batteries shown in Figure 1 has their own unique advantages and disadvantages, though
recent innovations in Li-ion batteries have propelled them to become the market leader for use in
most handheld and portable electronics as well as EVs. This is primarily due to their specific energy
(Wh/kg), cycle life and high efficiency [14-18]. They do have downsides which include their high cost
and the need for complex safety and monitoring systems [14].

This paper will present an overview of several different types of Li-ion batteries, their advantages,
disadvantages, and opportunities with Li-ion energy storage as it relates to EVs. It will conclude with
a brief overview of ways to recycle or reuse batteries that have reached their end of life in EVs as well
as discuss some additional research opportunities.

2. The Li-Ion Batteries

In general, Li-ion batteries can be characterized as energy storage systems that rely on insertion
reactions from both electrodes where lithium ions act as the charge carrier [18]. Given this broad
definition, there are several different cell chemistries that make up the Li-ion battery family. Most
Li-ion batteries use a negative electrode [19] principally made from carbon (e.g., graphite) or lithium
titanate (Li4TisO1,), with some novel materials under development, namely, Li metal and Li(5i) alloys.
The electrolyte used varies based on the choice of electrode materials, but is typically composed of a
mixture of lithium salts (e.g., LiPFg) and an organic solvent (e.g., diethyl carbonate) to allow for ion
transfer—these components will be discussed in more detail below. A separating membrane is used
to allow lithium ions to pass between the electrodes while preventing an internal short circuit [20].
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This arrangement is shown conceptually in Figure 2, with the transport aspects of the battery when
operating as an energy source (i.e., a galvanic device) illustrated—the electrons travel from the negative
electrode to the positive electrode while simultaneously the Li* ions travel from the negative electrode
through the electrolyte to the positive electrode to maintain electroneutrality. When the system is
operated in charge mode (i.e., as an electrolytic device) the electron current and Li* ion flow is reversed.
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Figure 2. The schematic construction of a Li-ion battery showing the positive and negative electrodes,
the electrode connecting electrolyte that includes a porous separator membrane intended to prevent
direct contact between the two electrodes. When the battery acts as a galvanic device, the electrons
travel from the negative electrode to a current collector to the load, and then via a second current
collector to the positive electrode. Simultaneously, the Li* ions travel from the negative electrode
through the electrolyte to the positive electrode to maintain electroneutrality.

There are therefore many choices of materials for the positive and negative electrode materials,
the electrolyte, and the separator. The technological limitations of the various materials are driven by
their function, as detailed below.

The electrolyte must offer the highest possible lithium ion transport under use conditions.
The batteries must operate in the general environment, likely to extend from, e.g., —30 °C for a
vehicle that has been parked for a period of time in extreme cold, to +60 °C for a battery that has heated
as a consequence of the combination of environmental conditions and heat generated by charging [21].

The separator must likewise offer the highest possible lithium ion conduction under the same
operational conditions and must offer the ability for a rapid thermal shutdown if significant overheating
occurs to prevent a thermal runaway process [22-24].

A suitable combination of negative and positive electrode materials must exist that leads to a
cost-effective high capacity battery. A summary of battery electrode materials and their electrochemical
half cell potentials vs. a Li/Li* reference can be found in Figure 3. The eventual cell voltage is the
difference between the chosen pair of electrode materials, and further modified by cell losses, such as
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necessary overpotentials to achieve current flows, or IR losses due to poor Li* ion transport through
the electrolyte. For example, if LiFePO,4 was chosen as the positive half-cell, and LisTisO;, as the
negative half-cell, the nominal open circuit voltage would be Voc = V. — V_ =195V, where V.
represents the half-cell potential of the positive electrode and V_ that of the negative electrode.

Likewise, the cell capacity is dictated by the specific capacity of each of the electrode materials
present in the cell, and the fact that equal capacities are present for the positive and negative electrodes.
For example, using the capacities presented in Figure 3 to construct conceptual pairs, and choosing
the same LiFePOy (170 Ah kg’l) paired with LiyTisOq, (175 Ah kg’l), assuming an idealized ratio
of positive and negative electrode materials in a manner proportionate to their conceptual capacity,
the idealized ratio of LiFePOy:LisTisO1, = 170 Ah kg~1:175 Ah kg~! = 0.97, meaning that an idealized
battery with 170 Ah of capacity would contain 1 kg LiFePOy and 0.97 kg LisTi5O1,. Therefore, because
of the mass of both electrodes combined, and using an approx. 15% weight allowance for the balance of
plant shown in Figure 2 (i.e., electrolyte, separator, current collectors) and a battery enclosure, a battery
with a specific capacity of ca. (170 Ah)/(1 kg+0.97 kg))/1.15 = 75 Ah kg ! would result. Using the
same positive electrode paired with a carbon negative electrode (370 Ah kg~!, resulting in an electrode
mass ratio of 170 Ah kg~1:370 Ah kg~! = 0.46), and the same 15% allowance for balance of plant
would result in a battery that is about 101 Ah kg~!. The specific energy of the battery would then be
obtained by multiplying this resulting capacity by the expected cell voltage for this combination of
electrode materials.
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Figure 3. A summary of some present and future electrode chemistry options for Li-ion batteries.
The proposed capacity of the Li(Si) is 50% of the theoretical capacity of the material, similar to the case
found for some of the positive electrode materials.

Lithium ion batteries have one of the highest coulombic efficiency (CE) ratings in rechargeable
batteries (more than 99%). CE describes the charge efficiency by which electrons are transferred in
batteries and is the ratio of the total charge extracted from the battery to the total charge put into the
battery over a full cycle. The coulombic efficiency of Li-ion batteries improves with cycling. To prove
this, Panasonic, E-one Moli, Sony, LG and Samsung Li-ion batteries in 18,650 cell format where cycled.
Some cells began with a coulombic efficiency of 99.1% and improved to 99.5% with 15 cycles. Some
started at 99.5% and reached 99.9% with 30 cycles. The consistency on repeat tests was high, reflecting
in Li-ion being a very stable battery system [25].
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2.1. Positive Electrode

Positive electrodes generally are intercalation compounds from which Li* ions can diffuse out or
back in. Well known examples of materials used, as detailed in Figure 3, include LiCoO, (~140 Ah
kg1, ~3.9 V vs. Li/Li"), LiFePOy (~170 Ah kg~!, ~3.45 V vs. Li/Li"), Li(Nij—x—yMnyxCoy)O; (e.g.,
NMC811 where 1-x—y =0.8,x=0.1and y=0.1, Li(Nil_X_yCOXAly)OZ (NCA, ~200 Ah kg’l, ~3.8V vs.
Li/Li*), and LiMn;Oy4 (~110 Ah kg’l, ~4.1 Vvs. Li/Li*) [16]. Individual materials will be discussed
briefly below. Generally, the choice of materials is predicated on the desire for battery performance
(principally energy /power vs. cycle lifetime and/or safety), and cost.

2.1.1. Lithium Cobalt Oxide (LiCoO,)

First developed by Sony in 1991, the lithium cobalt oxide battery has been the battery of choice
for most personal electronics (laptops, cameras, tablets, etc.) due to their high energy density, long life
cycle and ease of manufacturing [20]. Lithium cobalt batteries are very reactive and therefore suffer
from poor thermal stability and must be monitored during operation to ensure safe use. The limited
availability of cobalt also makes it more expensive and difficult to be a viable option for use in EVs.
Nevertheless, this high energy dense battery powers the Tesla Roadster and Smart Fortwo electric
drive (ED) [26].

2.1.2. Lithium Nickel Oxide (LiNiO,)

LiNiO, was recognized as a promising material for high voltage batteries (i.e., an approx. 4 V vs.
Li/Li+ electrode potential), because it is a lower cost material (it is Co free) and has a high theoretical
capacity of 250 Ah kg~! [27-29]. However, difficulties with its use, especially the formation of a
self-passivation layer at the surfaces caused difficulties with its use [30]. Because stoichiometric LiNiOp
requires great care in manufacture, and is a somewhat less practical electrode material, solid solutions
of this material with Co [31], Fe [32], Mn [33], Al [34], Ti [35], and Mg were developed [36], from
which the current “NMC 811" (i.e., “Nickel 0.8 Manganese 0.1 Cobalt 0.1”) and related materials were
developed, and discussed below.

2.1.3. Lithium Manganese Oxide (LiMn;Oy)

Lithium manganese oxide batteries (LMO) were first introduced in the early 1980’s [37], though
they took nearly 15 years to commercialize [16]. The architecture forms a three-dimensional spinel
structure that improves ion flow on the electrode, which results in lower internal resistance and
improved current handling. Low internal cell resistance enables fast charging and high-current
discharging. Li-manganese can be discharged at currents of 20-30 A with moderate heat buildup in an
18,650 package. This chemistry provides better thermal stability than the lithium cobalt oxide battery
but results in approximately 33% lower capacity and a lower life span [38].

Most Li-manganese batteries blend with lithium manganese cobalt oxide (NMC) to improve the
specific energy and prolong the life span. The LMO-NMC has been used by multiple EV manufacturers
in the past including Nissan Leaf, Chevy Volt and BMW i3 [20].

One of the main research efforts in the field of lithium-manganese oxide electrodes for Li-ion
batteries involves developing composite electrodes using structurally integrated layered Li,MnOs
and spinel LiMn,Oy, with a chemical formula of xLi;MnOj3 (1—x)Li1;yMn;_Oy4. The combination of
both structures provides increased structural stability during electrochemical cycling while achieving
higher capacity and rate-capability. A rechargeable capacity in excess of 250 Ah kg~! was reported in
2005 using this material, which has nearly twice the capacity of current commercialized rechargeable
batteries of the same dimensions [39].
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2.1.4. Lithium Iron Phosphate (LiFePOy)

In 1996, researchers at the University of Texas in Austin found that phosphate materials could
be used in Li-ion battery positive electrodes [40,41]. LiFePO, (LFP) offers good electrochemical
performance with low resistance, besides high current rating and long cycle life [40]. The phosphate
helps to stabilize the electrode against overcharging and provides a higher tolerance to heat which
limits the breakdown of the material [20]. These batteries have a wide temperature range and can
operate between +60 °C to —30 °C and are much less likely to suffer from a thermal runaway [20].
LiFePOy4 has a higher self-discharge than other Li-ion batteries, which can cause balancing issues with
aging. This can be mitigated through the use of sophisticated control electronics, at increased battery
pack cost. Further, moisture seems to significantly limit the lifetime of the battery [40].

With the efficient power-to-weight ratios, high safety features and the chemistry’s resistance to
thermal runaway, LiFePOy batteries are achieving popularity for use in motorhomes. A consortium of
German companies (ElektroFahrzeuge Stuttgart and WOF, located in Baden-Wurttemberg, Germany)
has teamed up to bring to market the first all-electric motorhome: the Iridium E Mobil, and this electric
powertrain includes a lithium iron phosphate battery [42].

2.1.5. Lithium Nickel Manganese Cobalt Oxide (Li(NixMnyCo1_x—y)O2)

Lithium Nickel Manganese Cobalt Oxide (NMC) electrodes can be designed for high specific
energy or power with high density. The secret of NMC lies in combining nickel and manganese:
nickel is known for its high specific energy but poor stability; manganese has the benefit of forming a
spinel structure to achieve low internal resistance but offers a low specific energy [37]. The mix of the
various metals (nickel and manganese) varies by manufacturer and is a very closely guarded formula.
Researchers are using nickel-rich electrodes to increase energy density, while reduction in cobalt is also
helpful since it lowers costs. Companies have switched from NMC111 (discharge capacity: 154 Ah
kg~ at 0.1 C) to NMC442 to NMC622, and now NMC811 (discharge capacity: >185 Ah kg~! at 0.1 C)
is slated for introduction. NMC111 means equal parts nickel, manganese and cobalt [43].

Combining nickel and manganese enhances each other’s strengths, making NMC the most
successful Li-ion system and suitable for EV powertrains. These batteries are currently in high demand
given the high specific energy and excellent thermal characteristics. As mentioned above, NMC has
been used by many EV manufacturers, including Nissan Leaf, Chevy Volt and BMW i3 [20].

2.1.6. Lithium Nickel Cobalt Aluminum Oxide (Li(NixCoyAl;_x—y)O2)

Lithium Nickel Cobalt Aluminum Oxide (NCA) has been around since 1999 for special
applications. It shares similarities with NMC by offering high specific energy and specific power
(the rate at which the battery can deliver energy), and a long life span [20]. NCA is not as safe as the
others listed above and as such, require special safety monitoring measures to be employed for use in
EVs. They are also more costly to manufacture, limiting their viability for use in other applications [44].

So far, Tesla is known as the only EV manufacturer who uses NCA chemistry, and claims their
NCA battery in production has even less Cobalt than NMC811. The NCA batteries used in the Tesla
Model 3 and the first Model S in 2012 had only 15% Cobalt content [45,46].

2.2. Negative Electrode

Two main types of negative electrodes being used include lithium titanate and carbon-based
electrodes, and new types of electrodes under development include lithium metal and lithium-metal
alloys with a special focus on lithium-silicon alloys, and conversion electrodes [47].

2.2.1. Carbon Based Electrodes

Carbon, and usually synthetic graphite, still remains the active material of choice for the negative
electrode, due to its relatively high specific capacity of ~370 Ah kg~!, low average voltage (150 mV
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vs. Li/Li") and a relatively flat voltage rendering a high overall cell voltage and high roundtrip
energy efficiency [48]. Further, because it is a very abundant, low cost and non-toxic material, it is
a particularly good choice of electrode and therefore widely used. Regrettably, under some specific
conditions, carbon reacts with atmospheric oxygen, and in the case of a thermal runaway event,
the electrode can catch fire.

2.2.2. Lithium Titanate (LizTi5Oq»)

Batteries with lithium titanate negative electrodes have been known since the 1980s. Li-titanate
(LTO) replaces the graphite in the negative electrode of a typical Li-ion battery and the material forms
into a spinel structure. The counter-electrode can be lithium manganese oxide or NMC [37]. Spinel
lithium titanate has been regarded as a highly useful electrode material because of the zero volume
change during lithiation, leading to an extremely long operational lifetime for the electrode, coupled
with the improved safety owing to an extremely flat discharge and charge plateau at about 1.55 V
vs. Li/Li*. This material has low electronic conductivity and the Li* diffusion coefficient of this
material can result in poor performance at high power levels, though this can be improved through
the reduction of the lithium ion transport path lengths through proper nanostructuring, and the
improvement of the electronic conductivity through doping, surface coating, and forming composites
with better electronic conductors such as carbon materials [49].

Titanate batteries are used in certain Japanese-only versions of Mitsubishi’s i-MiEV electric
vehicle [50], and Honda uses them in its Fit EV [51]. LTO are also used in the Tosa concept
electric bus [52]. Due to their high level of safety, lithium titanate batteries are used in mobile
medical devices [53].

2.2.3. Lithium Metal

With a very large capacity (3860 Ah kg!) and the lowest negative electrochemical potential,
it is natural to consider Li metal electrodes for the negative electrode in a Li-ion battery since
the significant electrode capacity may decrease the mass of the negative electrode by an order of
magnitude, and possibly decrease the mass of the overall battery by about a third. Unfortunately,
Li metal electrodes in secondary batteries have proved challenging due to the growth of metallic
dendrites during Li plating/stripping, with short circuit caused by the dendrites leading to thermal
runaway and a risk of fire/explosion [54]. Nonetheless, research in this electrode option continues [55],
and attempts to create safe lithium metal electrodes may eventually prove practical, greatly enhancing
the performance of EVs [56,57].

2.2.4. Alloy Based Electrodes

Constructing the negative electrode from metals that electrochemically alloy with lithium at close
to room temperature presents opportunities for the creation of Li-ion batteries with higher specific
capacity than that offered by conventional graphite electrodes. For this reason, a number of metals and
metalloids, like aluminum, tin, and silicon which react with lithium to form alloys by electrochemical
processes that are partially reversible, are under study [58]. Unfortunately, the accommodation of so
much lithium is accompanied by enormous volume changes in the host metal plus phase transitions.
The mechanical strain generated during the alloying/de-alloying processes leads to cracking and
crumbling of the metal electrode and a marked loss of capacity to store charge, in the course of a
few cycles [59].

2.2.5. Silicon Based Electrodes

The lithium-silicon alloy has, in its fully lithiated composition, Li;5Sis, a theoretical specific
capacity of 4200 Ah kg~! which is even higher than the 3860 Ah kg~! for metallic lithium [60].
The major issue with this electrode chemistry is the significant volumetric change of the electrode
material, where the transition between Si and Li;5Sis causes a 280% volumetric change, generating
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high internal strain in the active materials [61]. The resulting strain leads to cracking and eventual
disintegration of the Si material leading to significant reversible capacity fade [62].

Additional drawbacks of Si are a low Li+ diffusion coefficient and high electrical resistivity [63].
Manufacture of composite electrodes composed of nanostructured Si, better able to accommodate
volume expansion [64], and using heavily doped Si embedded in conductive matrices appears to
lead to significantly improved mechanical and electrical properties [65,66]. The combination of these
issues has prevented the practical use of Si-based electrodes in EVs to date, though Si(Li) based battery
technology seems to be approaching commercialization [67].

2.2.6. Conversion Electrodes

A different type of electrode material than the lithium intercalation metal oxide based electrodes
is the conversion electrode [68-70]. In a conversion electrode, an actual chemical reaction takes place,
as opposed to the mere intercalation of the Li* ions into the lattice of a host material. The reaction is
generally of the type

MaXp, + (b x ¢)Li* + (b x c)e” = aM + bLi.X (1)

where M denotes a transition metal and X an anionic species. Anions such as oxides and sulfides have
shown promise as high-theoretical-capacity (generally from 500 to 1500 Ah kg~!) materials [71].
Because of their stability, these electrodes would again add to the safety of the battery system,
decreasing the risks associated with thermal runaway, and also decrease the overall mass of the battery.

2.3. Electrolytes

As mentioned, the electrolyte is an essential part of the battery, providing ionic conductivity
enabling Li* ions to shuttle between the two electrodes, while not being electronically conductive.
Two major classes of electrolytes exist: liquid (aqueous and organic) and solid (polymer
and ceramic) [72].

2.3.1. Aqueous Electrolytes

As in all electrochemical systems, the cell potential is limited by the electrochemical window of
the electrolyte. Although aqueous electrolytes may conceptually be safer and have lower potential
environmental impacts, the restricted electrochemical voltage window (1.23 V) precludes its use in
Li-ion batteries—indeed, all negative electrode materials spontaneously react with water to produce
free hydrogen. While it has been demonstrated that by creating “water in salt” electrolytes (aqueous
mixtures of salts and water at high salt concentrations of the salt, and in which the number of salt
particles exceeds the number of water molecules) can increase this electrochemical window and enable
demonstration Li-ion batteries, this approach is not close to commercialization [73].

2.3.2. Organic Liquid Electrolytes

In order to achieve a wider electrochemical window, Li-ion battery electrolytes are usually
based on an organic solvent loaded with a lithium salt. A common system is the use of an organic
carbonate, such as Ethyl carbonate, propylene carbonate, and dimethyl carbonate, with dissolved
LiPFg, LiBF, or LiClO4 [74]. Using appropriate blends of these solvents and salts, electrolytes with
good electrochemical stability and with suitably high Li+ ion conductivities of approx. 10 mS/cm are
needed for a high-performance battery. A new development in the field is the use of Room Temperature
Ionic Liquids (RTILs) which mitigates the flammability and volatility of organic electrolytes issue [75].

2.3.3. Polymer Electrolytes

Because the use of an organic liquid electrolyte poses an environmental contamination risk due to
leakage, coupled with a flammability issue [76], the development of solid polymer electrolytes (SPEs)
are promising alternatives to enhance the safety performance of batteries [77]. Composite electrolytes
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based on POE (poly(oxyethylene)) and similar matrices have been developed that can have gel-like
(low molecular weight) or solid (high polymer molecular weight) properties for Li-ion cell applications.

2.3.4. Ceramic Electrolytes

Recent advances in battery technology involve using ceramics as the electrolytes, in particular
the use of LiSICONSs (Lithium Super Ion Conductors) and including glassy materials with similar
compositions [78], result in higher conductivities overall due to higher conductivity at grain boundaries.
Work to improve the conductivity of ceramic electrolytes to yield materials with performance similar
to that of liquid electrolytes continues, with some promising results [79].

2.3.5. Solid Electrolyte Interphase

A final resistance to Li* ion transport in the batteries that must be considered to understand
the performance of the Li-ion battery is the presence of the Solid Electrolyte Interphase (SEI) [80,81].
At the electrode surfaces, this passivation layer (SEI) is formed from decomposition products of the
electrolytes. The SEI allows Li* transport while blocking further electrolyte decomposition. While not
completely understood, this nanometer scale SEI film is of paramount importance to the performance
of the battery [82], but materials modelling is starting to reveal its nature [83].

2.4. Physical Implementation of Li-Ion Batteries

Individual cell design can come in several different forms and shapes that can be seen in
Table 1 [18]. This flexibility helps to broaden the uses for Li-ion batteries as they can be designed
around multiple different form factors for each specific need [18].

Table 1. Cell designs and Relative Strengths and Weaknesses. Figures adapted from [84] with permission.
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Exterior A~

|Separators "f“omm
[ S5 —205mym ———
@_9%\,&‘0 = - —

Cathode.
W

Separators

Anode —— _
Thickness: 10mm —

Pouch

———
e ———

Diagram Y
5 Instacks of
4 AN anode-separator-cathode
7 Separator ==
Canl Cathode! Anode Can ﬁgﬁi: - =
Electrode Arrangement Wound Wound Stacked
Mechanical Strength ++ + _
Heat Management — + +
Specific Energy + + ++
Energy Density + ++ +

2.5. Comparisons of Different Types of Li-lon Batteries Used in Electric Vehicles

There are no ideal contenders for the electric powertrain, and Li-ion remains a good choice.
Figure 4 graphically compares different types of Li-ion batteries used in EVs considering several
characteristics, with the larger colored area being more desirable. The major factors considered are
specific energy, specific power, safety, performance, life span, and cost. Specific energy demonstrates
how much energy a battery can hold per unit weight, which reflects the driving range. Specific power
is the ability to deliver high current on demand and demonstrates potential vehicle acceleration. Safety
is naturally one of the most important aspects when choosing a battery for the EV—an incident could
significantly affect public opinion. Performance reflects the condition of the battery when driving the
EV in extreme temperature conditions. Life Span reflects cycle count and longevity. Cost naturally
presents technology feasibility, with necessary ancillary systems for safety, battery management for
state of charge status monitoring, climate control for longevity, and the 8-10-year warranty adding to
this challenge [26].
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Figure 4. Comparisons of different types of Li-ion batteries used in EVs from the following perspectives:
specific energy (capacity), specific power, safety, performance, life span, and cost (the outer hexagon is
most desirable). Lithium Nickel Manganese Cobalt Oxide (NMC), Lithium Iron Phosphate (LiFePOj,)
and Lithium Manganese Oxide stand out as being superior among these six candidates [26].

3. Li-Ion Battery Lifespan

There are several factors that affect the health and lifespan of Li-ion batteries [85]. The performance
degradation of Li-ion batteries can be characterized by the loss of either capacity (i.e., available energy)
or power (i.e., reaction rate). Capacity is lost when the active material has been transformed into
inactive phases as a result of parasitic chemical reactions [86], though the issue is complicated and
not straightforward to model from fundamental approaches [87]. Power is likewise reduced when
parasitic reactions occur that convert battery materials to other compounds that act as transport
barriers, increasing the cell’s internal impedance, and which in turn reduces the operating voltage at
each discharge rate [88,89]. A recent report highlights the high correlation between capacity fade and
energy efficiency of the cell (i.e., low hysteresis), presumably due to the low impedance of the solid
electrolyte interphase of the new cell, and the rate at which this interphase therefore changes [90,91].
This section reviews some of the key issues that can affect the overall State of Health (SOH) of those
batteries, e.g., the ability to deliver power compared to a new pack, and provides a review of several
current research areas that help address the issues. Note, SOH is an important indicator of battery
functionality that predicts the number of times the battery can be charged and discharged before its
life is terminated [92,93].

3.1. Temperature

The temperature of the batteries, especially during charging and discharging is one of the key
factors that affect the performance and lifespan of a Li-ion battery [94]. Overheating of the batteries can
lead to a thermal runaway where temperatures can reach as high as 500 °C [24]. The thermal runaway
of even a single cell can lead to a chain reaction with other cells potentially causing fire and loss of
life or property. There have been several high-profile cases of battery fires that have cost companies
millions of dollars to rectify [95-97].

To improve the lifespan of the battery and solve the greater safety issue, all Li-ion batteries
have a battery management system (BMS) which regulates and controls all aspects of the batteries
including charging, discharging, and cell equalization and monitoring as well as controlling the overall
temperature of the system [20]. In EVs, a BMS can perform data logging, report to a Supervisory
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Control Module (SCM) and improve battery performance and optimize vehicle operation including the
following perspectives: (1) protecting from safety hazards such as fire and shock [98]; (2) maintaining
an optimal operating environment (30—40 °C), state of charge (SOC), depth of discharge (DOD),
SOH, charge/discharge power and battery cell balancing for the enhancement of the battery life
and efficiency [99]; (3) and accurately predicting the remaining driving distance that the battery can
support [100]. The components of BMS and their roles are listed below in Table 2.

Table 2. Components of BMS and their roles [101].

Components of BMS Functional Details of Each Component

capture individual cell voltages, battery current, and battery
Measurement Block temperature at different points of the battery bank, as well as the
ambient temperature, and convert them into digital values

estimate state of charge (SOC) L and state of health (SOH) 2 using
Battery Algorithm Block the measured battery variables such as battery voltage, current,
and temperature

send information to the engine control unit (ECU) about the present

Capability Estimation Block safe level of charging and discharging current of the battery

compare the cell voltages, find the difference between the highest

Cell Equalization Block and lowest cell voltage, and apply cell balancing techniques

read ambient and battery temperatures, initiate cooling or heating
Thermal Management Block operation, and send an emergency signal to ECU in case of
abnormal rise in temperature

12 50C is an indicator that represents the available charge stored in the battery compared to the full capacity charge
of the battery. An accurate estimation of the SOC is necessary not only for optimal management of the energy in the
EVs but also to protect the battery from going to unhealthy DOD or overcharge conditions that degrade battery life
and may create potentially dangerous situations.

The temperature range for each battery varies based on the chemistry used for that specific battery.
Operating the batteries outside of their ideal temperature range can adversely affect the maximum
charge capacity and reduce the total number of cycles a battery can provide [102].

To help reduce the drastic change in temperatures experienced during charging and discharging,
most EVs employ one or more thermal management systems. These systems can include both passive
and active cooling systems and may also include one or more heating sources to warm the batteries in
colder climates [20]. These systems are designed to maintain the temperatures of the entire battery
system, but can extend to monitoring the temperature of groups of cells or even individual cells
to prevent performance degradation, given that failure of a single cell can significantly impair the
performance of the entire battery. The BMS adds additional complexity and power demands from the
batteries they are maintaining but the benefit far outweighs the additional weight and power costs.

The Open Circuit Voltage (OCV) curve represents the battery’s electrochemical processes and
thermodynamics at various SOCs. It is generally a nonlinear monotonic function relating SOC and
OCV Li-ion and is hence widely used in battery management systems (BMS) for correcting SOC
calculations [103]. The accuracy of the OCV curve has a great influence on the estimations of SOC
value and battery capacity [104]. The OCV curve is naturally heavily dependent on the different
battery chemistries of various Li-ion batteries, as shown below in Figure 5 [103].
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3.2. Charge/Discharge Rate

Most manufacturers recommend a standard charging convention known as constant current,
constant voltage (CC-CV). The typical CC-CV charge cycle can be seen in Figure 6 [105]. When charging
using this profile, the system provides a constant current until the battery reaches the maximum

charging voltage then drops the current to maintain this charging voltage to prevent overcharging of
the cells [106].
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Figure 6. Example Constant Current, Constant Voltage (CC-CV) battery charging approaches [106].

The ratio at which a battery can be charged or discharged relative to its maximum capacity is

called the Ciate:
Pch

Ecap

@

Crate =

where P, is the total charge power and Ec,p is the total capacity of the battery. If a battery has a
capacity of 75 kWh, then at 1 C it would indicate 75 kW for one hour to fully charge the battery [107].
Rated capacity in ampere-hour (Ah) is typically used to describe a battery’s ability to deliver current.
For a fixed time period, the higher the Crae, the lower the rated Ah capacity [108].

While the battery is being charged, the charger analyzes the battery condition and adjusts the
charge current as needed. An ultra-fast charger may operate at up to 10 C at the start of the charge
process, and gradually reduce this to 1 C or even less as the battery approaches the normal operating
voltage. This additional current during the initial charge time increases the stress on the battery
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which increases the battery temperature. The goal is to maintain a normal working temperature and
avoid lithium plating of the electrodes. As such, it is recommended to use ultra-fast chargers only
when necessary [109].

Some research has been done by Abdullah, et al. [106] into different charge profiles that change the
profile of the CC-CV standard charging profile by adding resting periods to the process. This process
does add additional time to the charge cycle but helps to reduce stress on the cells by reducing
temperature fluctuations during the charging process [106]. An alternative approach to achieve very
fast re-energizing of electric vehicles is through the use of the “battery swap” approach, in which the
batteries are physically removed and a freshly recharged pack mounted on the vehicle, which also
results in not requiring stressing the batteries by charging at accelerated rates [110].

3.3. Charge/Discharge Depth

From [111], an EV Li-ion battery has reached the end of its useful life when it will no longer charge
above 80% of its original capacity [112]. While Li-ion batteries are not as prone to the “memory effect”
of older battery types, the depth of discharge (DoD) can affect the total number of charge cycles that a
battery can accommodate during its useful life. DOD is an alternate method to indicate a battery’s state
of charge (SOC). The DOD is the complement of SOC: as one increases, the other decreases. Just as
mechanical wear on gears and pistons will shorten the life of the part, so does the level to which
the battery is discharged due to the secondary chemical processes taking place within the battery
during the discharge and subsequent charge cycle [112]. Table 3 shows the number of cycles that can
be expected from a typical Li-ion battery [113] with 100% DoD indicating a full drain and charge of
the battery.

To help maintain the battery life, manufacturers have typically added software controls into their
BMS to mitigate this issue by not allowing the battery to be drained or charged beyond specific set
points. This allows a bit of an emergency “limp home” power should the driver need it but helps to
control and extend the battery life [114].

3.4. Additonal Ways to Extend the Life of Li-lon Batteries

It is also possible to improve on the design of the electrodes and increase the battery capacity
reviewing the design and/or size of the materials used for the construction of the battery.

Within Li-ion batteries, the chemical reactions take place at the electrodes. By reducing the internal
resistance of the electrodes, it is possible to reduce the heat generated during use, and therefore increase
the cell capacity and lifespan. Zhao, et al. [94] noted in their research that the electrode sizes could
be reduced to improve efficiency. They found that there were limits to the reduction, such as if the
electrode thickness fell below 130 pm then the battery was no longer able to meet the needed energy
specifications. There are additional tradeoffs with the thinner material size including an increased cost
of manufacturing. Zhao, et al. recommended that the electrode size can be included as a key design
factor in the overall design of the entire system [94].

Table 3. Cycle life ! as a function of Depth of Discharge [114].

Depth of Discharge Discharge Cycles (NMC/LiPO4)
100% 300-600
80% 400-900
60% 600-900
40% 1000-3000
20% 2000-9000
10% 6000-15,000

! Useful lifetime defined as 80% energy performance threshold.
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Another area of improvement can be made in the construction of the electrodes. By modifying
the material as they are produced, it is possible to optimize the transport distances, or route the ion
travel to improve the overall conductivity and thermal performance [25]. This can be done by coating,
doping or adding deposits to the electrodes as they are being produced. In some cases, these changes
have had the added benefit of improving the strength of the material as well as improving thermal
efficiency or overall capacity. Materials added to the electrodes have included gold, graphene, yttrium,
and zinc among others. Many different factors affect this process and further research in the area
is ongoing [25].

4. Recycling and Repurposing

With the large increase in battery-powered devices and vehicles over the past 20 years, efforts
have been made to determine ways to reduce or reuse the batteries and components.

4.1. Recycling

Older lead-acid battery recycling programs have been in place for many years. The recycling
rate for these batteries in the US alone is almost 99%, in part due to existing laws and the existence
of the infrastructure to collect the used batteries as part of the sale of replacements [115]. The use
of Li-ion batteries is still relativity new and therefore the infrastructure is not yet in place to match
the high success rate of lead-acid batteries. It is possible to recycle many of the materials used in the
electrode production with some studies showing nearly a 96% recovery rate for the copper used as
part of the batteries [116].

A recent study on the economic viability of recycling Li-ion batteries found that while
pyrometallurgical and/or hydrometallurgical recycling processes, which reduce cells back to their
elemental products, do not show significant carbon emissions advantages beyond the mere economic
advantage of the recycling process, direct material recycling, where the positive electrode material is
reconditioned for use in new batteries and which requires only a fraction of the energy required by the
metallurgical processes, has the potential to also significantly reduce emissions [117].

The European Union has target recycling rates of 65% for lead-acid, 75% for nickel-cadmium and
50% for all other batteries. As of 2013, Unicom, a company based out of Belgium, has been able to
achieve effective recycling of 60% for the steel casings and 51% for synthetic cased batteries which is
encouraging but additional work and research needs to be done in this area [118].

4.2. Repurposing for Power Grid

Another promising research topic involves reusing the existing batteries from EVs to provide
additional stability and redundancy to the existing utility grids. These second-life batteries are taken
from the vehicles when they are no longer able to be charged above 70-80% of their rated capacity [108],
tested and re-built to provide modules that can be deployed to supplement wind, solar, or other areas
of heavy grid usage. These batteries can help augment the generation capability and provide needed
load shaping during times of limited production [111]. Second-life batteries will not have the original
full capacity and would need to be monitored by BMS systems but are able to provide peak load
shifting and stabilization for stationary applications where the higher capacity required for EVs is
not needed.

5. Conclusions

This paper has provided an overview of Li-ion batteries as a method for energy storage for
EVs. Different materials for positive and negative electrodes, various types of electrolytes and the
physical implementation of Li-ion batteries are presented and compared, and components of battery
management systems are described. The performance of existing lithium batteries is heavily dependent
on material and thermal characteristics. As discussed, most of the heat from the battery is generated
at the electrodes and additional research in various cooling methods and electrode design criteria is



Energies 2019, 12, 1074 15 of 20

needed to reduce or compensate for the heat, therefore, improving the battery life and capacity. As EV
batteries reach the end of their useful life, research is showing the different approaches to repurpose
them as a supplement to the existing power grid or recycle the battery materials when they are no
longer viable.
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