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Abstract Since their market introduction in 1991, lithium ion
batteries (LIBs) have developed evolutionary in terms of their
specific energies (Wh/kg) and energy densities (Wh/L).
Currently, they do not only dominate the small format battery
market for portable electronic devices, but have also been
successfully implemented as the technology of choice for
electromobility as well as for stationary energy storage.
Besides LIBs, a variety of different technologically promising
battery concepts exists that, depending on the respective tech-
nology, might also be suitable for various application pur-
poses. These systems of the Bnext generation,^ the so-called
post-lithium ion batteries (PLIBs), such as metal/sulfur, metal/
air or metal/oxygen, or Bpost-lithium technologies^ (systems
without Li), which are based on alternative single (Na+, K+) or
multivalent ions (Mg2+, Ca2+), are currently being studied
intensively. From today’s point of view, it seems quite clear
that there will not only be a single technology for all applica-
tions (technology monopoly), but different battery systems,
which can be especially suitable or combined for a particular
application (technology diversity). In this review, we place the
lithium ion technology in a historical context and give insights
into the battery technology diversity that evolved during the
past decades and which will, in turn, influence future research
and development.
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Introduction

One of today’s most challenging issues of mankind is the
preservation of a consistent energy supply that is able to meet
the world’s increasing energy demands. The development of
novel technologies is of utmost importance to ensure sustain-
able long-term energy generation, conversion and storage.
The present Benergy economy^ is considered to be at serious
risk as it is still and to a large extent depending on fossil fuels.
This risk concern gives rise to the development of renewable
energies such as wind or solar power. This trend is not only
due to the increasing shortages of non-renewable (fossil) re-
sources, but also related to the growing concerns about the
environmental impact of fossil fuel combustion products in-
cluding global warming and (air) pollution. Beijing has be-
come famous as just one representative for a vast number of
metropolitan cities where the people strongly suffer from the
high air pollution by smoke and fog, better known as smog. It
has been known for quite some time that air pollutants such as
ozone or fine dust particles are harmful to health. According to
the most recent estimates of the international energy agency
(IEA), more than six million people worldwide die from the
consequences of combustion exhaust gases per year [1].

One major strategy to tackle these immense problems lies
in the integration of clean and efficient energy storage from
renewables into different energy sectors such as transportation
and stationary storage. Electrochemical energy storage in the
form of rechargeable batteries is the most efficient and feasible
solution for various types of storage applications, for small-
scale as well as large-scale utilization. The lithium ion tech-
nology revolutionized energy storage since its market
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introduction in 1991 [2], while an evolutionary development
with continuously increasing energy contents took place in the
recent decades, as reported in various reviews [3–17].
Currently, lithium ion batteries (LIBs) do not only dominate
the small format battery market for portable electronic devices
(laptops, cell phones, etc.), but have also been successfully
implemented as the technology of choice for automotives like
hybrid (HEV), plug-in (PHEV), or fully electric vehicles
(BEV) as well as for stationary energy storage [15, 18, 19].

Besides the state-of-the-art LIBs, a variety of different tech-
nologically promising battery chemistry approaches exists de-
pending on the respective storage technology that it might also
be suitable for either automotive or stationary application pur-
poses. These systems of the Bnext generation,^ the so-called
post-lithium ion batteries (PLIBs), such as metal-sulfur, metal-
air or metal-oxygen as well as systems based on alternative
single (Na+, K+) or multivalent ions (Mg2+, Ca2+), i.e., post-
Li battery systems, are currently intensively studied [20–26].
The authors of this review will use the terms Bnext-generation
battery ,̂ Bbeyond-lithium ion battery ,̂ Bpost-lithium ion bat-
tery (PLIB)^ as well as Bpost-lithium battery^ in consideration,
that the progress of these related alternative battery systems is
comparedwith the alreadywell-performing state-of-the-art LIB
technology and can be realized successfully in the future, i.e.,
after (= post, beyond, or next) the successful realization of the
LIB. It is today however, uncertain whether the alternative
battery systems will sustainably succeed, thus, will ever
(partially) replace the LIB. Any roadmap on battery develop-
ment should regard this uncertainty, as well as that it is the
reality that we have many battery chemistries used in parallel
already today and that there is no reason to believe, expect or
hope that this will be different in the future.

Another next-generation battery approach is aiming at the
so-called Ball-solid-state battery^ (ASSB), which utilizes a
solid electrolyte (SE) and recently raised enormous expecta-
tions with regard to operational safety, flexible cell geometry
as well as high energy density [27, 28]. In particular, there is a
strong academic and industrial interest in an in-depth evalua-
tion and comparison of these different battery systems in terms
of theoretical and practical specific energy (Wh kg−1) and
energy density (Wh L−1) as well as costs [29–35]. A major
focus lies on the evaluation of the practical specific energy and
energy density from the material to the system level of the
PLIBs and their potential to reach commercialization in order
to replace the state-of-the-art LIBs. Among these various tech-
nologies, the sodium ion and lithium/sulfur battery systems
are rated to have the highest potential for commercialization
in the near future [33].

In this paper, we place the lithium ion technology in a
historical context and give insights into the battery technology
diversity that evolved during the past decades, as there will be
more than just one technology to power all the various
applications.

Historic flashback on battery development

From aqueous to non-aqueous battery systems

Figure 1 shows a timeline of selected important discoveries
and developments of primary and secondary battery technol-
ogies from 1800 until today. The early works of Luigi Galvani
(University of Bologna, Italy) and Alessandro Volta
(University of Pavia, Italy) at the end of the eighteenth century
led to the discovery of the first electrochemical cell. In his
experiments, Galvani could observe the muscle twitch of a
frog’s leg when touched by a series of two different metallic
electrodes. While Galvani believed that animals could gener-
ate electricity, Volta recognized that the reason for the muscle
contraction was due to the voltage generated by the two dif-
ferent metals. Based on these considerations, Volta developed
the first electrochemical cell consisting of zinc and copper
plates which were separated by cardboard or leather spacers
soaked with an acidic electrolyte, which was later named
BVolta pile^ (1800). Different electrochemical reactions could
take place during the discharge reaction of the Zn/Cu element,
depending on whether the system was in contact to atmo-
spheric oxygen. If the system was not closed to the atmo-
sphere, the atmospheric oxygen reacted with copper to form
copper(II) oxide (CuO) at the surface of the metal plate. The
cell could produce an electric current by oxidation of Zn and
reduction of CuO to copper at a cell voltage of 1.1 V (accord-
ing to Nernst). Accordingly, as oxygen is necessary for the
formation of CuO, this first primary battery can also be con-
sidered as metal/air system. In contrast, if no oxygen was
present, the formation of CuO could not occur, which resulted
in a different electrochemical reaction at the cathode, namely
the generation of hydrogen gas, at a cell voltage of only 0.76V
(according to Nernst) [36–38].

In 1802, the German physicist Johann Wilhelm Ritter was
on the track for a new discovery: He developed a cell that
consisted of a glass tube which was filled with a saline solu-
tion and closed by corks on both sides, each equipped with
gold wires. Ritter used the Volta pile to charge his cell. When a
current was applied through the glass tube, he could observe
the generation of gas bubbles at both wires, which were later
discovered as oxygen on the one side and hydrogen on the
other side. By this experiment, Ritter showed the first accu-
mulator principle, a rechargeable battery, in which the elec-
trolysis of water took place during charge and the recombina-
tion of oxygen and hydrogen to water occurred during dis-
charge. In addition to the development of the first rechargeable
battery, Ritter designed the first galvanic cell, based on the
redox reaction of H2 with O2, which can be considered as
the forerunner of the fuel cell [38].

These early discoveries were followed by the subsequent
development of further primary and secondary battery tech-
nologies using aqueous electrolytes. Wilhelm Josef Sinsteden,
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a German physicist and physician, invented the rechargeable
lead-acid battery in 1854. In 1859, Gaston Raimond Planté, a
French physicist and paleontologist, developed an improved
construction leading to the first commercially viable and today
well-known lead-acid battery, which nowadays still dominates
the sector of starter and backup batteries, despite its relatively
low practical specific energy (20–40 Wh kg−1) [30, 39].

Another primary battery system was invented by the
French engineer Georges-Lionel Leclanché in 1866. This bat-
tery was based on a zinc rod as negative electrode and a man-
ganese dioxide (MnO2)-carbon mixture as positive electrode
using an aqueous electrolyte consisting of ZnCl2 and NH4Cl.
Since the 1960s, the original technology was redesigned by
changing the acidic electrolyte to a much better conducting
alkaline electrolyte of aqueous potassium hydroxide (KOH).
Nowadays, these primary batteries, the so-called universal al-
kaline batteries, are still being used for many small-scale ap-
plications [36, 39]. Another primary battery technology,
which based on zinc as negative electrode material, was the
zinc-mercury oxide (Zn-HgO) battery using an alkaline elec-
trolyte (KOH). This technologywas known as Ruben-Mallory
(RM) battery, named after the inventor Samuel Ruben and the
leading manufacturer P. R. Mallory and Co Inc. (today:
Duracell), and was introduced during the 1960s to power the

first pacemakers [40]. However, the battery lifetime amounted
only for about 2 years, which is too short for pacemaker ap-
plications. Today, this type of battery is not being used any-
more to avoid the usage of toxic mercury, and, more likely, as
it was replaced by primary lithium batteries which showed a
remarkably enhanced energy content and lifetime.

Nickel-based systems constitute another important type of
battery technology. While the nickel-cadmium battery (Ni-
Cd) invention was finally credited to the Swedish engineer
Waldemar Jungner in 1899, the nickel-iron (Ni-Fe) battery
invention was ascribed by Thomas Edison in 1901. Both
systems were the forerunners of the nickel-metal hydride
(Ni-MH) battery, which was commercialized in 1989 and
showed an improved practical specific energy (70–
100 Wh kg−1) compared to the Ni-Cd and Ni-Fe batteries
(20–50 Wh kg−1) [39]. Since its market introduction, the Ni-
MH battery was largely used to power small-scale consumer
electronics and was also applied as the system of choice for
many of Toyota’s hybrid electric vehicles such as the Toyota
Prius [30]. However, in the recent decades, the nickel-based
systems have been more and more replaced by higher ener-
gy density batteries, namely LIBs, using—just like the Ni-
MH battery—an ion transfer mechanism between the two
electrodes.

Fig. 1 Battery development from 1800 until today showing selected important discoveries of primary and secondary (rechargeable) battery technologies
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In 1938, the first rechargeable ion transfer cell consisting of
two graphite electrodes and an aqueous electrolyte, namely
concentrated sulfuric acid, was published by Rüdorff and
Hofmann [41]. In this type of cell, HSO4

− anions are shuttled
between the two host electrodes during charge and discharge
(Fig. 2).

Therefore, this anion ion transfer cell can be considered as
the earliest ancestor of the lithium ion transfer system, the so-
called lithium Brocking chair^ battery, that is based on the
same working principle, i.e., the transfer of ions (here: lithium
ions) between two insertion electrodes during the charge/
discharge process. Furthermore, Rüdorff and Hofmann devel-
oped the first rechargeable battery based on graphitic carbon
intercalation electrodes; graphite is currently being used as
state-of-the-art anode material in LIBs. In 1989, a recharge-
able battery with an alternative charge/discharge mechanism,
which uses two graphite electrodes in combination with a non-
aqueous electrolyte, was introduced by McCullough et al.
[42–45] and further studied by Carlin et al. [46, 47] during
the 1990s and by Seel and Dahn in 2000 [48, 49]. This system,
the so-called dual-carbon or dual-graphite cell, which enables
cell voltages of up to 5 V, is based on the simultaneous inter-
calation of the electrolyte cations into the graphite anode and

of the electrolyte anions into the graphite cathode during
charge. Thus, the storage mechanism in this type of cell varies
from the ion transfer mechanism, where the electrolyte basi-
cally serves only as the ion transfer medium. Here, the elec-
trolyte has to be considered as active material and will have a
huge impact on the practical energy density and the cell design,
in particular on the electrolyte layer thickness. In order to
differentiate this storage mechanism from the classical ion
transfer mechanism, Placke et al. introduced the term dual-
ion cell in 2012 [50, 51]. Nowadays, dual-ion cells—or their
specific example, dual-graphite cells—are seriously consid-
ered as an alternative to the lithium ion batteries [52–57], even
though they cannot compete in terms of specific energy or
energy density, but show environmental, safety, and cost ben-
efits and, thus, are an interesting option for stationary energy
storage. This technology has not been commercialized yet,
even though the start-up company Power Japan Plus an-
nounced plans to commercialize this battery system [58],
named Ryden battery, in 2014.

From primary lithium metal batteries to secondary
lithium ion batteries

In the late 1960s, many technological innovations were made,
which resulted in various novel battery technologies. This
progress was most likely promoted by the increasing demand
for portable energy in many different sectors, particularly in-
cluding implantable medical devices, military applications,
and consumer electronics. Thereby, it was realized that the
conventional aqueous battery systems could not cope with
the increasing demand of energy, as these batteries were sim-
ply too large and too heavy to satisfactorily serve the
abovementioned applications [36].

The development of a new concept of batteries using me-
tallic lithium as negative electrode in combination with non-
aqueous electrolytes brought the technological breakthrough
by delivering remarkably enhanced specific energies and en-
ergy densities. The fundamental advantage of using metallic
lithium is the low equivalent weight, the correspondingly high
specific, and volumetric capacities (3860 mAh g−1,
2047 mAh cm−3) as well as the very low electrode potential
of −3.05 V (vs. standard hydrogen electrode), which in turn
allows high cell voltages with appropriate cathodes [59]. A
further major advantage of lithium metal is its kinetic stability
in various non-aqueous (aprotic) electrolytes. Despite the ther-
modynamic instability of the electrolyte, an electronically in-
sulating passivation layer is formed by initial electrolyte de-
composition on its surface. This so-called solid electrolyte
interphase (SEI) protects the electrolyte from further degrada-
tion, but, in an ideal case, is permeable for the transport of
lithium ions. The protective SEI layer, which is also formed on
various anode materials for lithium ion batteries that operate at

Fig. 2 HSO4
− ion transfer cell composed of two graphite electrodes and

concentrated sulfuric acid as electrolyte (one graphite electrode is put in
the cell in the intercalated state, thus contains HSO4

- anions, while the
other graphite electrode is assembled free of ions). a Charge process:
HSO4

− anions are intercalated into the positive graphite electrode, while
the negative graphite electrode remains free of ions. b Discharge process:
HSO4

− anions within the positive graphite electrode are transferred to and
intercalated into the negative graphite electrode
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potentials typically below 1 V vs. Li/Li+ (depending on the
electrolyte components), critically determines the long-term
stability, calendar life, and safety of the battery, and has been
intensively studied in the last decades [60–68].

Avast number of primary lithium metal-based cell technol-
ogies were developed in the 1970s including a broad range of
different cathode materials such as iodine (I2), manganese
dioxide (MnO2), thionyl chloride (SOCl2), sulfur dioxide
(SO2), copper oxide (CuO), carbon monofluoride (CFx), silver
vanadium oxide (SVO; Ag2V4O11), pyrite (FeS2), copper sul-
fide (CuS), vanadium pentoxide (V2O5), silver chromate
(Ag2CrO4), and manymore [69–72]. An overview of the most
important primary battery systems, including their practical
specific energies and energy densities, is given in Table 1. In
1972, the Japanese company Matsushita Electric Industrial
Co. Ltd. developed the Li/CFx battery [73], which was used
for aerospace as well as pacemaker applications. Indeed, many
primary lithium batteries have been developed for utilization
in the medical sector. One of the most famous battery systems
is the lithium-iodine cell, which was patented by James R.
Moser and Alan A. Schneider in 1972 [74]. The Li/I2 system,
which is able to deliver a constant and continuous current in
the microampere range, displays a long lifetime of about
10 years and is, thus, nowadays still used as pacemaker battery
and for other implantable devices [37]. Another key driving
force for the development of primary lithium batteries was the
market introduction of a series of consumer electronics in the
1970s, such as electronic watches and cameras. Many of the
applications could be satisfied by the Li/MnO2 battery, which
was fabricated as a coin-type cell and, therefore, could fulfill
the requirements for a small volume size [36].

The success of the primary lithium batteries stimulated an
obvious interest to develop secondary, rechargeable battery
technologies. In this context, the attention was initially fo-
cused on the development of novel cathode materials which
were able to take up and release the electrochemically active

species inside a host material. In the late 1970s, the break-
through was achieved by discovery of the so-called
Bintercalation^ or Binsertion^ materials, such as tantalum di-
sulfide (TaS2) or titanium disulfide (TiS2). TiS2, as the first
intercalation cathode, was discovered by Whittingham while
he was working at Exxon Enterprises Battery Division, who,
in turn, manufactured the first rechargeable lithium battery
based on this material in 1976–78 [77–79]. This system, using
either a metallic lithium or LiAl anode, appeared attractive
because of the Bhigh^ operating voltage of 2.2 V, which led
to a specific energy of ≈40–45 Wh kg−1, as well as the full
range of intercalation (0 < x < 1) without a phase transforma-
tion for LixTiS2 [80]. In addition, four further commercial
rechargeable lithium metal batteries namely Li/MoS2 (Moli
Energy [81, 82]), Li/V2O5 (Toshiba [75]), Li/V3O8 (cell oper-
ating at 80–120 °C and based on a polymer electrolyte [30,
83]), and Li/MnO2 (Tadiran [84, 85]) were introduced.

However, due to major safety concerns, the commercial
breakthrough of rechargeable batteries based on lithium metal
failed and led to their withdrawal from the market [72, 86].
These safety risks were clearly associated with the anode:
During the charge process in liquid organic electrolytes, me-
tallic lithium is not deposited homogeneously, but in form of
high surface area lithium (HSAL), often referred to as
Bdendrites,^ which can have different structures, such as
needle-like (= dendritic), mossy, or granular deposits [87,
88]. This process not only consumes electrolyte by continuous
re-formation of the SEI layer in each cycle, but also results in
high safety risks (i) because of the high reactivity of HSAL
with the electrolyte and (ii) especially when the dendrites
grow from the anode towards the cathode and cause a short
circuit, which, in turn, can cause fire and even explosion of the
cell. In contrast, Li/MnO2 batteries contained an internal safe-
ty system, which could maintain a high cycle life of the Li
metal anode. Nevertheless, this system was also a commercial
failure because cycle life was limited as continuous reaction of

Table 1 Overview of different primary lithium-based battery technologies [37, 69–71, 75, 76]

Battery
technology
(anode-cathode)

Specific
capacity of
anode
(mAh g−1)

Volumetric
capacity of anode
(mAh cm−3)

Specific capacity
of cathode
(mAh g−1)

Volumetric capacity
of cathode
(mAh cm−3)

Nominal
cell voltage
(V)

Practical specific
energy of the cell
(Wh kg−1)

Practical
energy density
of the cell
(Wh L−1)

Li-I2 3860 2047 211 1041 2.8 210–270 810–1030

Li-MnO2 3860 2047 308 1540 3.0 230–270 520–535

Li-CFx 3860 2047 865 2335 3.0 250–590 635–1050

Li-SOCl2 3860 2047 451 746 3.6 ≈590 ≈1100
Li-SO2 3860 2047 419 - 3.0 ≈300 415

Li-CuO 3860 2047 670 4260 2.2 ≈300 550–700

Li-FeS2 3860 2047 890 4350 1.8 ≈297 300–400

Li-Ag2V4O11 3860 2047 315 1510 3.2 ≈270 ≈780
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the Li metal electrode with the electrolyte led to drying out of
the electrolyte and the cell required very long charging times
in the range of several hours [11, 84, 85]. Although the use of
lithium metal anodes in rechargeable batteries clearly offers
advantages in terms of specific energies and energy densities,
their broad commercial use in batteries could not be
established up to now. Nevertheless, today the rechargeable
Li metal anode is even considered as the Bholy grail^ for
lithium battery research and development, which particularly
includes the lithiummetal-based post-lithium ion technologies
(e.g., lithium/air, lithium/sulfur, or ASSBs) [11, 30].

On the route to today’s lithium ion battery, it was clear that
the lithium metal anode had to be replaced by a more reliable
and safe anode material. Hereby, the new charge/discharge
concept considered the combination of two host electrodes
which were able to reversibly accept and release lithium ions.
In this approach, called first Brocking chair^ battery [89, 90],
later on lithium ion cell, the negative electrode active material
acts the Blithium sink^ and the positive electrode active ma-
terial as the Blithium source^ during charge, while the oppo-
site situation is found during discharge of the cell [36, 87].
Therefore, the major difference between lithium metal cells
and lithium ion cells was not only the introduction of an
anode host material for lithium ions, but also the fact that a
cathode material, which had to act as the lithium source dur-
ing charge, needed to be found. In 1980, Goodenough and
collaborators discovered a new class of cathode materials, the
layered transition-metal oxides such as LiCoO2 [91], which
later on was found to be a breakthrough for the development
of today’s LIB. The search for a suitable anode material fi-
nally led to the discovery of carbonaceous materials such as
graphitic or amorphous carbons, which showed the ability to
take up lithium ions by intercalation or insertion [92, 93].
This discovery was based on the early studies on lithium-
graphite intercalation compounds (LixC6) by chemical and
electrochemical means [94–101, 105], while the electrochem-
ical intercalation of lithium into graphite was presented by
Besenhard in 1976 [101]. The first (intended) use of carbons
as anode material in LIBs was reported by the Bell Telephone
Laboratories in 1981 [106]. Overall, the carbonaceous mate-
rials displayed only a minor volume changes upon lithiation
and had a potential close to the one of metallic lithium, which
is preferable for achieving a high energy density. In combi-
nation with a suitable electrolyte, in most cases carbonate-
based electrolytes, the carbons showed a high reversibility
for lithium uptake and release. Finally, it should be noted,
that a major difference between Li metal batteries and LIBs
is that LIBs are assembled in the discharged state. Therefore,
they need Bformation,^ i.e., during the first charge process,
the cell is Bactivated^ and an appropriate SEI is formed on the
anode, as well as a CEI (cathode electrolyte interphase)
[102–104, 107] on the cathode. This process is carried out
by the cell manufacturer, as it requires significant experience

and knowledge to initiate a proper activation, as well as create
SEI and CEI with desired properties.

In 1991, the commercial breakthrough of the lithium ion
technology was achieved by Sony Corporation’s introduction
of a high energy (80 Wh kg−1; 200 Wh L−1) and high voltage
(≈3.7 V) cell based on coke as anode material, a non-aqueous
electrolyte and LiCoO2 as cathode material [2, 108, 109].
Even though the general concept of two insertion electrodes
with largely different redox potentials for Li insertion is still
state-of-the-art for today’s LIBs, there has been a continuous
development in terms of advanced components considering
the active (anode, cathode) and inactive materials (electrolyte,
separator, binder, conductive additive, etc.) as well as im-
provements in manufacturing and engineering, which resulted
in a steady, stepwise increase of the lithium ion cell’s specific
energies and energy densities in the last decades (Fig. 3).
Nevertheless, today’s LIBs still use copper (negative elec-
trode) and aluminum (positive electrode) as current collectors
[110–113] and LiPF6 based non-aqueous aprotic organic sol-
vent electrolytes [114–116].

As an example for the various technological achievements
of the numerous companies, the early development stages at
Sony are reported. Sony could improve the first generation
LIB by changing the anode material from coke (soft carbon)
to hard carbon, which offered an enhanced storage capacity,
and by using a higher charging voltage (4.2 V instead of
4.1 V). Thus, the second-generation LIB offered an improved
specific energy and energy density (120 Wh kg−1;
295 Wh L−1) [117]. The third-generation of Sony’s LIB was
further improved by using a graphitic carbon anode material
(mesocarbon microbeads (MCMB)) and by using tailored
electrolytes, so that the energy could be further increased
(155 Wh kg−1; 400 Wh L−1) [117]. By further developments,
both the specific energy (80➔ 256 Wh kg−1) and the energy
density on cell level (200➔ 697 Wh L−1) could be more than
tripled since market introduction until today (Fig. 3).

This incremental performance increase is driven not only by
technical achievements, but also by various demands of the
consumer and the society such as rising application require-
ments as well as a growing trend for sustainability and lower
costs. Nowadays, the lithium ion technology can be considered
as mature, while the run for further performance improvements,
i.e. increase of the energy content, dominates the development.
Furthermore, the present market for lithium ion batteries seems
to be much more complicated than two decades ago, where it
was mainly dominated by the requirements for the 3C market
(computers, consumer electronics and cameras). Today, there
are many additional markets for small-scale devices (lighting,
toys, medical devices), for portable power tools, e-bikes, as well
as for large-scale applications such as electromobility and sta-
tionary energy storage [15, 16, 28]. Particularly in the last de-
cade, there was a rapid increase in the demand for LIBs, as
shown by the lithium ion cell sales in Fig. 4.
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This trend also correlates with the increasing demand from
electric-powered vehicles (xEVs), while already ≈42% of the
LIB sales (inWh) account for automobiles in 2016. As there is
no indication that the demand for high energy density electro-
chemical storage devices will stagnate or decline in the near
future, the motivation for research and development of novel
advanced materials for LIBs is strong, as well as to look at
systems beyond LIBs, at the so-called post-lithium ion batte-
ries (PLIBs).

Going for alternatives to lithium ion batteries:
development of post-lithium ion technologies

Today, it is widely assumed that the current lithium ion tech-
nology will reach its fundamental/intrinsic limits in terms of
specific energies and energy densities soon, raising doubts
whether this technology is able to cope with the increasing
energy storage requirements [30, 33, 120]. In this respect,
alternative and advanced battery technologies have been
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intensively evaluated in recent years, including metal/sulfur,
metal/air (or metal/oxygen) systems, batteries based on alter-
native single (Na+, K+) or multivalent ions (Mg2+, Ca2+), as
well as ASSBs. Two of the most promising options in terms of
their theoretical energy density are based on lithium metal
anodes and have been discussed intensively in the last decade:
the Li/O2 and Li/S battery technologies [20–24, 121–126].

As a possible power source for electric vehicles, metal/air
batteries (such as zinc/air, iron/air, magnesium/air, and lithium/
air) have been originally proposed in the 1970s [127]. The
interest in this technology was revived in 1996, as Abraham
and coworkers introduced the first non-aqueous Li/air battery
by using a porous carbon cathode and a carbonate-based
polyvinylidene gel polymer electrolyte membrane [128, 129].
In 2006, Ogasawara et al. demonstrated the reversibility for the
formation of the discharge product Li2O2 by using MnO2 as
catalyst in combination with an organic electrolyte [125],
which, in turn, raised the scientific interest for this technology
that rapidly got prominent in the following years. However, the
initial excitement for the Li/O2 system, that was strongly
encouraged by the high theoretical specific energy compared
to LIBs, soon slowed down as it was recognized that this tech-
nology is quite complex and suffers from various drawbacks
such as poor rate capability, electrolyte decomposition during
charge as well as by reactive intermediate products such as the
lithium superoxide LiO2, high lithium metal anode reactivity
and corresponding safety issues as well as high overvoltages,
especially during charge. Therefore, it is generally supposed
that the Li/O2 technology may not be realizable in the near
future as it requires fundamentally new components for the
electrolyte or for the separator/membrane [31, 33, 124, 130].

Danuta and Juliusz firstly reported sulfur as positive elec-
trode materials for Belectric dry cells and storage batteries^ in
1962 [131]. The concept of the Li-sulfur technology was first
proposed and patented by Mallory & Co. Inc. in 1966 [132],
while the first electrochemical results were reported by Rauh
et al. in the late 1970s [133]. However, intensive research and
development on rechargeable Li/S batteries started in the
2000s, as can be seen by the exponentially increasing number
of publications [24, 126, 134–136]. Recently, Sion Power
Corporation and Oxis Energy Ltd. both have announced to
launch the commercial production of Li/S cells. In 2008,
Sion Power already published data for prototype Li/S cells
having a specific energy of 350 Wh kg−1 and an energy den-
sity of 320Wh L−1 with a lifetime of ≈50 cycles. In 2016, they
reported an even enhanced specific energy and energy density
of 400Wh kg−1 and 800WhL−1 with a lifetime of ≈150 cycles
[137]. Even though Li/S batteries still suffer from a relatively
low cycle life and poor rate performance, it is generally as-
sumed that they will have benefits compared to LIBs for ap-
plications where a high specific energy is necessary (e.g. avi-
ation) and limited cycle life can be tolerated (e.g. military
applications). Nevertheless, an ongoing improvement in terms

of cycle life and other performance parameters is also expect-
ed in the next years [20, 23, 130].

Besides the above mentioned lithium-based air and sulfur
batteries, a variety of novel battery concepts and technologies
approached and developed in the recent years, so that the
situation for electrochemical energy storage concepts became
much more complex since the commercial introduction of
LIBs in the 1990s (Fig. 5). These advanced or alternative
post-lithium ion technologies include for example sodium-
ion batteries [138–140], ASSBs [28, 141, 142], dual-ion or
dual-carbon batteries [51–53, 56], redox flow batteries [143],
magnesium batteries [25, 26, 144, 145], potassium-ion batte-
ries [146, 147], and calcium (-ion) batteries [25, 148, 149]. As
all of these technologies are relatively Byoung^ and cannot be
considered as mature, large efforts in research and develop-
ment are needed to improve these novel storage concepts to be
able compete with the state-of-the-art lithium ion technology
for certain applications. Development progress of a certain
technology in the future will be promoted by the increasing
demand for higher specific energy and energy density and the
request for low costs.

As all of these advanced post-lithium ion technologies are
not established yet, there is also no clear Bbenchmark^ system
available and a comparison of these technologies regarding
their electrochemical performance seems difficult up to now.
Considering the lithium-based systems, in particular the Li/O2

and the Li/S technologies, a broad variety of publications is
available that often report a large variation in performance
parameters such as discharge capacities, capacity retention
and, thus, practically available specific energies and energy
densities. This is due to the fact that various types of cell
set-ups and components are used and important parameters
(e.g., the electrode mass, the amount of the electrolyte with
respect to geometrical electrode surface, etc.) are in many
cases not stated or stated incompletely, which in turn may
put the results in a better light.

Overall, a realistic estimation and comparison of the spe-
cific energy and energy density and other performance param-
eters of different post-lithium ion technologies to state-of-the-
art LIBs will only be possible if consistent and standardized
cell set-ups and measurement protocols are used and if the
authors consistently publish all important parameters that al-
low a fair comparison.

Approaching the limits: maximizing specific energies
and energy densities

Energy density improvements along the battery
value chain

For the current evaluation and comparison of the specific en-
ergy and energy density for different battery technologies, it is
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very important to consider the various Blevels^ along the bat-
tery value chain (Fig. 6). The value chain starts at the active
material level where—for chemistries where the electrolyte is
not actively involved in the charge/discharge reaction—only
the anode and cathode active materials are considered, while
for a typical lithium ion cell the cathode acts as the lithium ion
source and, thus, determines the available lithium capacity
after assembly. The common strategy to optimize the energy
density on the material level is to improve the materials’

specific and volumetric capacities as well as their operating
potentials, i.e., cathode materials should operate at high elec-
trode potentials and anode materials should operate at low
electrode potentials in order to maximize the cell voltage.

In the following steps along the battery value chain, the
energy density will be decreased by the addition of inactive
materials and components. It is widely known that the weight
and volume of these inactive components have to be reduced
to a minimum for a maximum energy output, however, certain

Fig. 5 Battery cell chemistries which have been or are considered in R&D to have technological relevance: a up to the 1990s, b today and tomorrow
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inactive materials or minimum amounts of them are mandato-
ry to ensure the key requirements in terms of performance and
safety. [18].

On the electrode level, inactive materials including the
polymeric binder [150, 151], the conductive carbon additive
[152–154] and the current collector [110–113] have to be
added, while the amount and the type of these inactive mate-
rials have to be chosen and tailored with respect to the active
material properties (e.g., particle size, specific surface area,
electronic conductivity, volume expansion during lithiation/
de-lithiation, etc.). Furthermore, it is often neglected that the
electrode porosity as well as the electrolyte inside the pores
have to be considered, as these parameters will have an impact
on both the specific energies and energy densities. Major strat-
egies to enhance the energy density on the electrode level
include: (1) the optimization of the electrode composition
(higher active material/inactive material ratio) in dependence
of the preparation technique and parameters [155–159], (2)
the increase of electrode mass loading (coating thickness)
[160, 161], and (3) decrease of the electrode porosity by
calendaring [161–164].

Many energy density projections reported in literature
do either not state to which Blevel^ their calculations
refer or do not supply sufficient information, e.g., about
the inactive components and their amounts, about the
electrode capacity balancing, etc. Furthermore, as also
recently reported by Berg et al. [33], evaluations of ac-
tive materials are often just simple comparisons of their
energy density data based on their specific or volumetric
capacities and their operating potential (= material level)
which, in turn, may lead to misconceptions. In particular,
differences in the reaction mechanism (e.g., intercalation/
insertion vs. alloying vs. conversion reactions), which are
most likely associated with completely different electrode
requirements to ensure a suitable electrochemical

performance, are neglected in these rather simple energy
density projections. One very famous example is the
comparison between graphite and silicon-based anode
materials for LIBs: While graphite has a high electronic
conductivity and only a moderate volume expansion of
about ≈10% during lithium uptake via intercalation, sili-
con displays a poor electronic conductivity and a volume
expansion between 300 and 400%, in dependence of the
state of lithiation, via an alloying reaction [33, 87, 165].
In turn, a common strategy is to change the binder and
use more flexible polymers for Si-based electrodes
[166–168], which may also interact with the silicon par-
ticle surface. Furthermore, the amount of both, the binder
and conductive carbon, needs to be enhanced to ensure a
high mechanical stability and electronic conductivity of
the composite electrode. Currently, state-of-the-art graph-
ite anodes have a high amount of active material in the
range of ≈96 wt% with just ≈1 wt% of conductive addi-
tive and ≈3 wt% of binder [18]. In contrast, silicon-based
anodes , i . e . , S i -C composi tes e lec t rodes (1:3 ,
1100 mAh g−1), are considered to have a significantly
decreased active ratio (≈88 wt%) with increasing
amounts inactive components, i.e., ≈2 wt% of conductive
additive and ≈10 wt% of binder [18]. Overall, in order to
establish more realistic energy density projections, one
can only agree with Berg et al. [33] that energy density
projections should at least consider the electrode level,
but even better the cell or battery pack/system level.
Various advanced models for energy calculations at the
cell and/or pack level have been proposed in the litera-
ture [29, 31, 33, 169].

In the next step, by going from the electrode to the cell level
(Fig. 6), further inactive materials and parameters, including
the separator, the electrolyte (in particular when considering
solid electrolytes (SEs)), the current collector tabs, the anode-

Fig. 6 Schematic illustration of
the battery value chain from the
material level via the battery cell
to the battery system level. In
each step, inactive components
are added which decrease the
practical specific energy/energy
density
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cathode capacity balancing as well as different components
for the cell housing have to be considered for estimation of
the energy content. In particular, the cell format does have a
major impact on the specific energies and energy densities.
Nowadays, three main formats are used for commercial LIB
applications: prismatic, cylindrical, and pouch cells. These
cells differ in their volume occupancy inside the cell and in
the packing density in the battery module and battery
pack/system. While cylindrical cells typically exhibit a higher
volume utilization on the cell level, prismatic, or pouch cells
are more convenient to achieve a high packing efficiency for
the battery module [18], Among these cell types, the 18650
cylindrical cell, i.e., a cylindrical cell with a diameter of
18 mm and a height of 65 mm, has the highest production
volume with about 660 million cells manufactured annually
[170]. Since its market introduction, the energy density of the
18650 cell could be remarkably increased (Fig. 3), which is to
a large extent a result of an enhanced active material ratio:
While the 18650 cell introduced by Sony in 1991 had an
active material weight ratio (anode and cathode) of ≈47%,
current cells exhibit an active material weight ratio of ≈61%
(Panasonic NCR18650B) [126]. Nevertheless, also other
cylindrical cell formats such as 20700 (20 mm diameter,
70 mm height) or 21700 cells (21 mm diameter, 70 mm
height) are currently in discussion to replace the 18650 cell
for certain applications, as the active material content and,
thus, the energy density can be further increased.

On the module level, the single cells are connected in series
and are packed in a module container. The module also con-
tains a thermal management system, which is required to reg-
ulate the temperature and to keep it in the desired operating
range. Even though the use of air as a heat transfer medium is
less complicated for technical design, it is also less effective.
Therefore, for automotive applications, a thermal manage-
ment based on liquid coolants such as ethylene glycol or high
dielectric constant, non-flammable thermal management
fluids (e.g., 3M Novec™ [171]) are commonly used. The
modules are also equipped with electronic module control
units (MCUs), which have to control the various relevant pa-
rameters such as the temperature, the cell voltage, and the
current in order to actively prevent failure modes. [170, 172]
In the last step, by going to the battery system level (Fig. 6),
the battery modules are connected in series and in parallel, to
build a battery pack or battery system with a nominal voltage
that typically ranges between 300 and 350 V. The battery
management system (BMS) consists of the battery control unit
(BCU) which collects the data from the single MCUs and
develops strategies to protect the cells from their operation
outside the threshold conditions, i.e., to prevent overcharging,
overdischarging, too high or too low temperatures, short-
circuiting, or other failure modes. In order to improve the
specific energies and energy densities on the module and pack
level, research and development focuses on the investigation

of advanced light-weight container or packing materials as
well as on optimized strategies for higher packing efficiencies
of the cells [170].

Active material contributions to energy density
optimization

The total cell capacity a of a lithium ion cellQcell in [mAh g−1]
can be calculated according to the following Eq. [173]:

Qcell mAh g‐1
� � ¼ 1

1

Qneg
þ 1

Qpos
þ minact:

with Qneg and Qpos being the practical specific discharge ca-
pacities of the corresponding anode and cathode material and
minact corresponding to the mass of the inactive components
per capacity [g Ah−1]. minact has been determined to be
6.20 g Ah−1 for a state-of-the-art 18650 cell (Panasonic
NCR18650B, 3.35 Ah, 47.5 g), which has a specific energy
of 243 Wh kg−1 and an energy density of 676 Wh L−1 [126].
Figure 7 shows the effect of the anode capacity or cathode
capacity on the total cell capacity Qcell. As it can be seen in
Fig. 7a,Qcell rapidly runs into a plateau area for specific anode
capacities beyond 1000 mAh g−1, when the cathode capacity
is 200 mAh g−1 (e.g., NCA) or less. From this point of view, a
further increase of the anode capacity much beyond a value of
1000 mAh g−1 has only little effect on the overall specific
energy of the resulting cell. Only if a cathode with a substan-
tially higher specific capacity would be deployed, a higher
capacity anode such as a silicon/carbon composite (Si-C;
Qneg = 1000 mAh g−1) [174] or metallic lithium (Li,
Qneg = 3862 mAh g−1) [175] would generate a gain in specific
energy. In the case of a cathode with a specific capacity of
300 mAh g−1 (e.g., a Li-rich Ni-, Mn-, and Co-based layered
oxide; LRNMC) [176], the overall cell capacity may be sig-
nificantly increased when a high-capacity anode such as Si-C
or metallic lithium is used.

Figure 7b shows that an increase of the cathode capacity
would cause a much more pronounced overall gain for Qcell,
as the curves progress much steeper and do not run into a
plateau. This clearly illustrates that a high-capacity cathode
with a suitable discharge potential (>3 V vs. Li/Li+) would
have an immense positive impact on the overall energy con-
tent of a LIB [18]. Current high-capacity positive electrode
materials are still limited to specific capacities of up to
200 mAh g−1 for NCA or Ni-rich layered oxides such as
LiNi0.8Mn0.1Co0.1O2 (NMC-811) [177] or even up to
300 mAh g−1 for Li-rich layered oxides [176, 178, 179],
whereas the latter still lack of a suitable long-term cycling
stability. In summary, the optimum cell capacity can be
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achieved, when anodes and cathodes with very high, but also
comparably high capacities are deployed.

Fig. 7c, d shows the corresponding total cell specific ener-
gy Ecell in [Wh kg−1], which can be calculated according to:

Ecell Wh kg−1
� � ¼ U cell

1

Qneg
þ 1

Qpos
þ minact:

where Ucell is the nominal voltage of the cell.
These plots take the resulting redox potential of the

used active material into account, which have an impact
on the resulting specific energy of the cell. For Fig. 7c, a
state-of-the-art graphite anode is assumed as a virtual
negative electrode (U(graphite) = 0.1 V vs. Li/Li+).
While the mean discharge potential of the layered oxides

LCO or NCA does not differ significantly, it should be
noted that Li-rich oxides on average show a lower dis-
charge potential (~3.4 vs. Li/Li+). Therefore, the advan-
tage of LRNMC in specific energy specific energy [Wh/
kg] is lower than is to be expected from the comparison
of capacities only.

The same considerations are true, when C-rates, reflecting
the charge/discharge currents, and charge/discharge powers,
reflecting both charge/discharge currents and charge/
discharge voltages, are compared.

Figure 7d shows Ecell for different anode materials versus a
virtual NMC cathode (U(NMC) = 3.8 V vs. Li/Li+). In this
plot, the advantage of the light-weight and low-potential lith-
ium metal over intermetallic anodes such as Si-C composites
in terms of specific energy becomes apparent. It should be
noted that for simplification all graphs have been calculated
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Fig. 7 Total cell capacity Qcell as a function of a varying specific anode
capacities for three different positive electrode materials and b varying
specific cathode capacities for three different negative electrode
materials. c, d show the plots of the corresponding total cell specific

energies Ecell (vs. virtual anode and cathodes: c vs. graphite at 0.1 V vs.
Li/Li+ d) vs. NMC at 3.8 V vs. Li/Li+), which take the redox potential of
the active materials into account. All graphs were calculated with
minact = 6.20 g Ah−1
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with a constant value for minact of 6.20 g Ah−1. In practical
cells this value may vary.

A cell comprising of a NCA cathode with 200 mAh g−1

versus a graphitic anode would yield a specific cell energy of
≈265 Wh kg−1, which is already today almost reached by the
Panasonic NCR18650B cell. A change of the anode chemistry
from a high density graphite to Si-C (1000 mAh/g, Si:C ratio
of 20:80) [173] or Li metal would result in higher specific
energies of 279 or 331 Wh kg−1, respectively.

As LIBs are nowadays regularly used in mobile applica-
tions, such as portable electronics, and recently also electric
vehicles, i.e., applications where the installation space is lim-
ited, the battery volume and, thus, its energy density [Wh/L] is
generally rated of even higher importance than its mass, i.e.,
specific energy [Wh/kg]. As battery cells should ideally con-
tain a maximum amount of active material, their volumetric
capacities Qvol [mAh cm−3] are just as important as their spe-
cific capacities, though they are rarely reported in literature.
The volumetric capacity can be simply calculated by multipli-
cation of the practical specific discharge capacityQgrav and the
crystallographic density or bulk density ρ of a battery material.
For the Si-C composites described here, a specific capacity of
Qgrav = 1000 mAh g−1 and a bulk density of ρ = 2.2 g cm−3

were assumed.

Qvol[mAh cm−3] =Qgrav
∗ρ

Figure 8 gives an overview of the volumetric capacities for
the most commonly discussed, established and upcoming,
positive, and negative electrode materials. Despite their very
high discharge capacities of up to 300 mAh g−1, Li-rich lay-
ered oxides (LRNMC) have a slightly lower crystallographic
density of ~4.25 g cm−3 vs. the classical layered oxides such
as NMC or NCA (ρ = 4.7 g cm−3). Despite of this, LRNMC
oxides provide the highest volumetric capacities of up to
1250 mAh cm−3 among all >3 V cathode materials.

In analogy to the specific capacities and specific energies
discussed above, the following two equations describe the

dependency of the volumetric capacity Qcell [Ah L−1] and
energy density Ecell [Wh L−1] from the practical capacities
and redox potentials of the used active materials:

Qcell mAh L‐1
� � ¼ 1

1
Qneg

þ 1
Qpos

þV inact:

Ecell Wh L‐1
� � ¼ U cell

1
Qneg

þ 1
Qpos

þV inact:

with Qpos and Qneg being the practical volumetric discharge
capacities [Ah L−1] of the corresponding cathode and anode
material, Ucell the nominal voltage of the LIB, and Vinact the
corresponding volume of inactive components per capacity
[L Ah−1]. Vinact has been determined to be 2.98 mL Ah−1 for a
state-of-the-art 18650 cell (Panasonic NCR18650B, 3.35 Ah,
17.6 cm3) and has been used for the calculation of all graphs
(Fig. 9) [126]. As in the case of the calculated specific cell ener-
gies, the value of Vinact may vary for practical LIBs based on
different cell chemistries. The three classes of anode materials
discussed herein, namely graphite, Si-C composites and lithium
metal, provide volumetric capacities of 820, 1270, and
2050 mAh cm−3, respectively [175, 181]. Despite its very high
specific capacity, the low-bulk density of metallic lithium
(0.53 g cm−3), which is herein calculated to be even slightly
lower than that of the Si-C composite, negatively impacts its
volumetric capacity. This trivial conclusion on Li metal is note-
worthy as the low density of metallic Li is frequently claimed as
an advantage for the metallic Li anode in research papers. It is
conceivable that a Si-C composite anode in a real cell would
likely to require additional void volume for the lithiated silicon
to expand into or significant internal stress in the electrode and
cell will be generated, as proposed in the models in [182], [183].

The volumetric cell capacities Qcell as a function of the
volumetric anode capacity, depicted in Fig. 9a, show the same
trend as in the case of the specific capacities (Fig. 7a). As the
bulk densities of the layered oxides show little variation, both
Qgrav and Qvol increase in the order: LCO < NCA < LRNMC
[18]. The analogous graph forQcell as a function of volumetric

Fig. 8 Plot of the redox potential
of positive and negative active
materials for rechargeable lithium
batteries versus their volumetric
capacities [mAh cm−3]
(LRNMC = Li-rich NMC,
LNMO = LiNi0.5Mn1.5O4,
LFP = LiFePO4) [176, 180]
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cathode capacity is shown in Fig. 9b. As seen before, the Li-
metal based cell shows the highest value for Qcell and has a
clear advantage of over the cells involving the state-of-the-art
graphite anode and Si-C composites.

Figure 9c, d shows plots of the total cell energy density Ecell
as a function of varying anode and cathode capacities. Again,
the nominal cell voltage Ucell has been calculated using redox
potential of the respective active material versus the potential
of the current state-of-the-art counter electrode (NMC or
graphite). Due to the higher operating potential and higher
bulk density of the layered oxide NCA, the energy density
Ecell of a NCA-based cell has a slight advantage over a cell
based on LRNMC, despite the significantly higher specific
and volumetric capacities of LRNMC cathodes. In combina-
tion with a high-capacity anode with suitable operating

potential, energy densities beyond 700Wh/L may be realized,
which are already almost realized in Panasonic’s
NCR18650GA cell with its reported 693 Wh/L. Regarding
the impact of the anode chemistry on the total cell energy
density, metallic lithium holds the greatest potential among
the three compared anode materials in maximizing Ecell, due
to its immense specific capacity and still very high volumetric
capacity (despite its low density) and the lowest electrode
potential among all elements (−3.04 V vs. SHE). When a
Vinact = 2.98 mL Ah−1 is kept constant and a Si-C composite
with the chosen properties (Qvol = 1270 mAh cm−3, E = 0.4 V
vs. Li/Li+) is used, the energy density of the resulting cell is on
par with a graphite-based cell (see Fig. 9d).

Figure 10 shows the schematic representation of various
LIB electrode set-ups, for which energy densities were
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Fig. 9 Total cell capacity Qcell as a function of a varying volumetric
anode capacities for three different positive electrode materials and b
varying volumetric cathode capacities for three different negative
electrode materials. c, d show the plots of the corresponding total cell

energy density Ecell, which take the redox potentials of the active
mater ia ls into account . Al l graphs were calculated wi th
Vinact = 2.98 mL Ah−1
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calculated based on an electrode stack energy model [33].
Typical cell parameters of a state-of-the-art LIB such as an
electrode porosities of 30% and thicknesses of separator
(20 μm) and current collectors (Al = 20 μm, Cu = 10 μm) were
selected. A negative to positive capacity balancing (N/P ratio)
of 1.1 (=10% excess anode capacity) was chosen for all con-
figurations. Even in the case of lithium metal this value was
chosen, although the cell could be in principle be run lithium
metal-free, as the cathode is the source of lithium ions [184].
Nevertheless, a continuous immobilization of Li+ is to be ex-
pected during cycling, therefore, this excess of Li is chosen.

The calculations of stacks a–c (Fig. 10) are based on
a NCA cathode with a high electrode thickness of
100 μm. The resulting cell specific energies and energy
densities of the C/NCA, Li/NCA, and Si-C/NCA elec-
trode stacks amount to 296 Wh/L/765 Wh/L, 435 Wh/
kg/1177 Wh/L, and 402 Wh/kg/1213 Wh/L, respective-
ly. The substitution of today’s graphitic negative elec-
trode by Li metal would result in a ~50% gain in spe-
cific energy and a ~55% gain in energy density. Among
the three thin cell set-ups, the Si-C/NCA stack exhibits
the highest energy density of 1213 Wh/L, although a
higher electrode porosity of 50% (instead of 30%) for
the Si-C anode has been taken into account in this en-
ergy density calculation.

The positive impact of high-capacity anode materials on
the overall energy density becomes even more obvious, when
the same volume is utilized by the energy-optimized LIB
stack, e.g., in an 18650-type cell. This is exemplified in
Fig. 10d, where a significantly thicker NCA electrode of
165 μm is used instead of a 100 μm electrode. Leaving aside
the practical feasibility of such a thick electrode due to diffu-
sion limitations within the composite cathode, the resulting

stack energies of 474 Wh/kg/1286 Wh/L are even higher than
for the thinner Li/NCA stack shown in Fig. 10b.

Fig. 11 shows a comparison of the currently well-
established lithium ion technology with the currently most
discussed post-lithium ion technologies such as lithium/
sulfur (Li/S) or lithium/oxygen (Li/O2) batteries on the cell
level in an energy density vs. specific energy diagram
(Wh L−1 = Wh kg−1).

The dark blue ellipse represents the range of today’s LIBs,
which can significantly vary depending on the chosen cell
design and field of application (high-power or high-energy
cell). In this graph, a major advantage of LIBs becomes obvi-
ous, namely its very high energy density, which is usually 2–3
times higher than the specific energy. Thus, the dark blue
ellipse lies clearly above the gray line of specific energy =
energy density parity. Through the implementation of novel
active materials with even higher volumetric and specific ca-
pacities (Si-based anodes, Li-rich layered (LRNMC) cath-
odes), the energy contents of current LIBs may be further
increased. These Benergy-optimized^ LIBs are represented
by the light-blue ellipse in Fig. 11, with specific energies/
energy densities of ≈400 Wh/kg/800 Wh/L.

If the technical challenges of the metallic lithium
anode, especially regarding safety and processing, could
be overcome in the near future, this would pave the
way to batteries with even higher energy contents. The
most intensely discussed post-lithium ion technologies
Li/S and Li/O2 (yellow and red ellipses) both require
a lithium metal negative electrode. Beside their pro-
nounced technical challenges for realization, their ener-
gy densities are not likely to be much higher than that
for the specific energy, which is visualized by their
ellipses laying on the dotted gray parity line [31, 126,

Fig. 10 Schematic representation
of various LIB electrode stacks
with calculated specific energies
and energy densities; from left to
right: a C/NCA, b Li/NCA, c Si-
C/NCA, and d a thick Li/NCA
configuration. The shown scale
arrows refer to the thickness of
the composite cathode of 100 μm
for the first three stacks a–c and
165 μm for the stack d, which is
as thick as stack a
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185]. A lithium metal anode could, however, also been
combined with existing or upcoming high-energy
density/specific energy cathode materials. As this cell
set-up would involve a lithium metal anode, it should
no longer be termed as lithium ion cell. We refer to
these cells as classical lithium metal batteries (CLIMs),
which are represented by the green ellipse in Fig. 11. In
an optimistic scenario, CLIMs may reach specific ener-
gies of up to 500 Wh/kg and possibly exceed energy
densities of 1000 Wh/L.

Current LIBs therefore hold a clear advantage when it
comes to energy density, which is of high importance for the
fast-growing market of mobile consumer applications and
electromobility. The implementation of new high-capacity
positive electrode materials and the potential renaissance of
the lithium metal negative electrode promises even higher
energies. In the future, practical Li/S or even Li/O2 battery
cells are likely to show advantages in terms of energy per

weight over LIBs and should, therefore, be of interest for more
mass-critical fields of application such as aviation.

From lithium ion cells back to lithium metal systems:
the all-solid-state battery concept

After first developments of solid electrolytes (SEs) for re-
chargeable lithium metal solid state batteries in the early
1980s [187], the concept of an all-solid-state battery (ASSB)
remained less economically attractive with a few exceptions
(e.g., the lithium/iodine battery [188]) due to performance
drawbacks and safety issues regarding to the lithium metal
anode [36]. The discovery of new ceramic electrolytes with
sufficient conductivity at room temperature in recent years led
to a renewing interest in establishing a performance-competitive
ASSB. SEs can be promising alternatives to liquid electrolytes as
their solid nature can overcome several disadvantages of organic
solvent-based LIBs. Compared to current liquid organic

Fig. 12 Comparison of two cell
designs: series connection of
conventional lithium ion
cells (left). Bipolar stacking of
anodes and cathodes separated by
SE layers in an ASSB (right).
Adopted from [199]

Fig. 11 Energy density vs.
specific energy plot of today’s
LIBs (dark blue) in comparison to
energy-optimized LIBs (light
blue), classical Li-metal batteries
(CLIMs; green) and post-lithium
ion technologies such as lithium/
sulfur (Li/S) as well as lithium/
oxygen batteries (Li/O2) on the
cell level. The dotted gray line
represents the parity of energy
density and specific energy (Wh/
L = Wh/kg). Values are partly
taken from reference [186]
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electrolytes in LIBs, solid ceramic (inorganic) electrolytes can
provide safety improvements as they are not flammable (though
they can be oxidized), avoid leakages and gas formation from/in
the cell, and are stable against high temperatures [27]. LIBs with
SE show further only minor self-discharge due to a negligible
electronic conductivity of the SE. [189] New inorganic electro-
lytes (e.g., Li7P3S11) [190], which are single-ion conductors
(Li+ only conduction) with high-ionic conductivities (also at
room temperature), were reported to enable higher charging rates
and quicker charging times compared to liquid electrolytes. At
high charging rates, high charge concentrations can occur in
liquid electrolyte solvents which can be avoided in SEs.
Moreover, SEs can enable new cell chemistries and cell designs
[191].Unlike liquid electrolytes, SEs do not require a costly
separator.

On the one hand, SEs show the advantage to hinder the
exchange of redox-active species that could shuttle between
the positive and negative electrode which may often lead to a
capacity loss by internal reactions. Therefore, SEs may be able
to overcome common problems like the diffusion of soluble
polysulfides in lithium/sulfur cells (Bpolysulfide shuttle^)
[122] or a leaching of transition metal ions from LIB cathode
materials [192–195] or metal cations from Li storage anodes
[196]. The mechanical rigidity of ceramic electrolytes, on the
other hand, may suppress the formation of lithium dendrites
allowing the usage of lithium metal as anode material [197].
Furthermore, novel cell designs can be achieved in ASSBs
that reduce the amount of inactive parts (cell housing, wiring,
etc.) on the battery system/pack level. Such a concept repre-
sents a bipolar stacking of anodes and cathodes with SE sep-
aration (see Fig. 12, right) that leads to smaller lateral dimen-
sions of the cell as well as to higher inherent cell voltages.
Compared to a series connection of conventional lithium ion
cells (Fig. 12, left), the bipolar stack can offer a higher specific
energy on the system level due to less inactive parts and better
use of space is possible [198–200].

In general, SEs for ASSBs can be divided into two material
classes. The first class comprises of organic solid polymers,
known for a few decades as ionic conductors in lithium metal
and lithium ion cells [187, 201–204]. Due to their usually
malleable and elastic nature, just like electrode binders, poly-
mers could be the ideal SE to compensate large volume

changes of the active materials in the electrodes. However,
presently the ionic conductivities of polymer electrolytes are
too low at room temperature for operation in high-power/
high-energy density batteries like in automotive applications.
Only at elevated temperatures (e.g., 80 °C), polymer-based
ASSBs can be competitive with conventional LIBs, although
also the rate capability of these high-temperature systems is
limited [28]. Further developments concerning charging rate
improvements and higher energy densities will be the main
challenge for the next generation of polymeric electrolytes.
Also the use of jellified polymers or polymer/liquid hybrids
may be an option [205–208].

The second class covers inorganic crystalline or glass-
ceramic materials. In the past, many research groups aimed
to improve the ionic conductivity of oxide- and phosphate-
based ceramics, i.e., of the LISICON-type lithium ion conduc-
tor (lithium super ion conductor, Li14ZnGe4O16) [209], the
LATP lithium ion conductor (Li1+xAlxTi2−x(PO4)3) with
NASICON-type structure (sodium super ion conductor)
[210] , perovski te (La0 .5Li0 .5TiO3) [211] , garnet
(Li7La3Zr2O12, LLZO) [212], and Blithium phosphorus oxide
nitride^ (Li2.88PO3.73N0.14, LiPON) classes [213]. Although
these materials exhibit ionic conductivities in the order of 10−3

to 1 mS cm−1 [214], major drawbacks are their rigidity, inflex-
ibility, and brittleness which makes the electrode processing
challenging. Here, sulfide glasses or glass-ceramics with com-
parable lithium ion conductivities may bemore suitable due to
their higher ductility [215]. However, sulfide glasses are

Fig. 13 Schematic illustrations
of a conventional lithium ion cell
containing a liquid electrolyte and
a polypropylene (PP) separator
(left) and ASSB cell with an
electrolyte and separating layer
consisting of an ionically
conductive material (right). See
also [28]
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unstable against moisture and tend to decompose under for-
mation of H2S [216]. Recent progress on sulfide-based struc-
tures led to lithium ion conductors that exhibit room temper-
ature conductivities comparable to those of liquid electrolytes.
Record conductivities are shown for Li7P3S11 (LPS), a meta-
stable crystalline phase in the Li2S-P2S5 system, and
Li10GeP2S12 of the thio-LISICON class with 17 and
12 mS cm−1, respectively [190, 217]. Most promising novel
lithium ion conducting materials, however, are less thermody-
namically stable and form a passivating interphase on lithium
metal surfaces [218, 219]. Some materials can further easily
be oxidized at elevated potentials on the cathode side similar
to liquid carbonate-based electrolytes [220]. Therefore, pro-
tective coatings on the SE particles are necessary to overcome
the high surface reactivity of reactive compounds.

A closer look at the electrode and cell design of SE-based
cells (see Fig. 13) reveals the main challenges of an ASSB cell
processing.

While liquid electrolytes can easily impregnate the porous
structure of composite electrodes and the separator, resulting
in an optimized contact between electrolyte and active mate-
rial, in an ASSB cell the SE has to be premixed with the
electrode materials to obtain a mutual penetration
(Bentanglement^) of the active material and the SE for a high
contact area and optimal ionic conductivity. To ensure a high
cycle life, the SE and electrode material need to stay in contact
and, thus, a fixation of a stable interphase between both com-
pounds is mandatory. The tasks for the ASSB cell production
are firstly to guarantee a homogeneous distribution of the SE
particles in the electrode for an optimal entanglement of both
substances. Secondly, a subsequent sintering step after the
assembly of anode, separating and cathode layer might be
necessary to establish a stable contact between all particles.
To maintain the close contact during operation, a compressing

cell housing with an external pressure on the cell stack should
be considered [28]. In a third place, strategies have to be
developed for a high-speed production of ASSB cells that
are economically competitive with current LIB cell production
techniques.

Beside safety reasons and other benefits (see above), SEs
are often associated with a remarkable increase potential for
the specific energy (Wh kg−1) in ASSBs compared to conven-
tional organic solvent-based LIBs. However, when the elec-
trolyte densities of these systems are compared (see Fig. 14), it
is obvious that SEs can exhibit up to nearly five times higher
values than carbonate solvent-based liquid electrolytes.

Hence, the mass of an ASSB cell with identical cell param-
eters such as electrolyte content and electrode thicknesses is
inevitably higher resulting in a lower specific energy [Wh/kg].
For example, specific energy calculations of electrode stacks
with parameters listed in Table 2, containing the active mate-
rials graphite and a Ni-rich layered oxide cathode
LiNi0.8Mn0.1Co0.1O2 (NMC-811) as depicted in Fig. 13, de-
liver values of 302 Wh kg−1 for cells with carbonate-based
electrolyte and 278 Wh kg−1 for an ASSB cell employing the
light SE LPS. For this calculation, the weight of the cell hous-
ing material was neglected.

Even though the rather light SE Li7P3S11 (LPS) was con-
sidered for the calculation, the conventional carbonate-based
LIB cell excels an ASSB cell in terms of specific energy, if a
comparable cell set-up with the state-of-the-art active mate-
rials is assumed.

In order to establish a high-energy density and high-
specific energy ASSB cell, the most promising step seems to
switch from the lithium ion technology back to lithium metal-
based cells (see Fig. 15) [197].

Battery-grade lithium metal has never been a cheap mate-
rial, mostly because of the costs of processing to thin foil or

Fig. 15 Schematic comparison
of ASSB cells with graphite (left)
and lithiummetal (right) as anode
materials. See also [28]

Table 2 Parameters of model
cells containing graphite and
nickel manganese cobalt oxide
(NMC-811) as active materials
and a liquid carbonate-based
electrolyte or a light SE (LPS)

Parameter Carbonate-based
electrolyte

Solid electrolyte
(LPS)

Layer thickness of NMC (μm) 100 100

Layer thickness of graphite (μm) 120 120

Separation layer thickness (separator material) (μm) 20 (PP) 20 (LPS)

Electrode porosity (vol%) 30 0

SE content in the electrode (vol%) 0 30
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particles. Moreover, raw material prices do fluctuate strongly
in general and especially the lithium metal price has increased
steeply recently [221] and is expected to increase further. This
will have an effect not only on ASSBs, but also on other Li
metal chemistries, such as Li/S, Li/air, and CLIM (see above),
making Li metal anode chemistries presently (2017) not cost-
competitive to lithium ion cell chemistries [222].

Nevertheless, Li metal is finding strong attention in the
community, as anode material due to its high theoretical dis-
charge capacity of 3860 mAh g−1, which reduces the overall
cell weight as well as the cell dimensions and improves there-
fore the energy densities and specific energies compared to
graphite-based and most other lithium ion storage anode
material-based cell chemistries. Calculations of a model cell
stack with the parameters of Table 2 containing a 30 μm thick
lithiummetal anode instead of the 120 μmgraphite layer show
a specific energy of 426 Wh kg−1 for a LPS-based or even

324 Wh kg−1 for a garnet-based ASSB. Lithium metal-based
ASSB cells exhibit, thus, a remarkable specific energy in-
crease of 53% compared to its graphite-based version. This
demonstrates the enormous potential of lithium metal anodes
that seem to be only applicable with solid inorganic electro-
lytes to date due to their potential (but not so far sufficiently
proven) ability to prevent the formation of hazardous lithium
dendrites occurring in liquid organic solvent-based electro-
lytes [223, 224]. Recent developments of cathode materials
with thin SE coatings [225, 226] reveal another option to raise
further the specific energy of ASSBs. Instead of a mutual
penetration of SE and cathode material, thin ionic conductive
coatings could fulfill the lithium ion transport while reducing
the fraction of SE in the cathode at the same time. The rela-
tionship between the SE content within the cathode and the
specific energy of a model cell containing a lithium metal
anode and a NMC-811 cathode is presented in Fig. 16.

The calculations show that the reduction of the SE volume
fraction in the cathode from 30% to a more realistic value of
15% lead to a specific energy of 479Wh kg−1 for the light LPS
and 397 Wh kg−1 for the heavier garnet type SE. When high-
energy cells are considered, it becomes obvious that the appli-
cation of a light SE (LPS) is the most realistic scenario for
ASSB cells. For a certain specific energy value, e.g.,
450 Wh kg−1 (see dashed line in Fig. 16), the calculation
reveals that a model cell with the light LPS contains a reason-
able SE volume fraction of 25%, whereas a model cell with a
heavy garnet SE allows only a SE volume fraction of 5%. In
relation to that, a liquid-based model cell with a lithium anode
would exhibit a porosity of 35%. It should be noted at this
point that research of SE-coated particles leading to a lower
SE amount in the cell is still in the very early stages and that
the calculations rather target the revealing of possible ways to
optimize the specific energy of an ASSB cell.

Our calculations as well as current research trends regard-
ing SEs suggest that the future of ASSBs with high energy
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and specific energy calculations
of model ASSB cells containing
nickel manganese cobalt oxide
(NMC-811) cathodes, graphite
(Gr), or lithium metal (Li) as
active materials. A separation
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carbonate-based liquid electrolyte
or LPS-based (SE) electrolyte in
the electrodes were used for the
calculation. A single asterisk
indicates that a SE content of
15 vol% was considered for the
SE-coated NMC-811 cathode
particles

0

100

200

300

400

500

600

0 10 20 30 40 50 60

S
p

e
c
i
f
i
c

e
n

e
r
g

y
/
 
W

h
k
g

-
1
 

SE volume fraction or porosity in cathode / Vol.-%

Liquid electrolyte

Light SE (LPS)

Heavy SE (Garnet)
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density and specific energy relies on the application of lithium
metal and an optimized cell processing. Figure 17 summarizes
our model cell calculations and shows a possible development
path from the liquid-based state-of-the-art LIB technology to
the high-energy all-solid-state battery based on lithium metal.
In addition, the energy density, which is considered to be
important for mobile applications, does not change signifi-
cantly when a model cell stack is switched from liquid to
SEs under the same cell design parameters.

Although the calculated values of the SE-based cell sys-
tems are quite impressive, the realization of these concepts
remains challenging. All the possible ASSB systems offer,
in our point of view, at least one major task to solve. In the
case of a SE-based cell with lithium ion storage electrodes
(graphite/NMC), a high contact area between SE and active
material has to be established and conserved during operation.
When lithium metal is applied as anode in the second case,
new strategies must be found to overcome the instability of the
thermodynamically less stable SEs (for example LPS). In the
third case, SE-coated cathode particles should be highly
ionically as well as electronically conductive. While the first
case can be managed with a deeper understanding of the in-
terfacial reactions between SE and active material and a

thereon fitted cell design, the second and third cases can be
expected to be rather long-term challenges. In all three cases,
the complex cell mechanics (electrode/electrolyte contacts) of
shape-changing electrodes have to be considered, as lithium
ion storage materials do expand and contract during charge
and discharge [227], whereas Li metal dissolves and deposits
during charge and discharge, thus, creating a dynamic inter-
face between the anode and the SE. Hence, for SE-based cells,
zero-strain electrode and cell designs need to be created. At
contrast, these mechanics play a minor role in liquid electro-
lyte cells where the electrolyte is able to conform a Bwetted
interface^ with electrodes of shape-changing electrodes
throughout charge/discharge cycling.

Thinking in generations and roadmaps

The history of electrochemical energy storage is more than
200 years old. With LIBs nowadays considered as the state-
of-the-art battery technology for various small- and large-scale
applications, many primary (= non-rechargeable) and second-
ary (= rechargeable) battery systems that have been developed
before the commercial introduction of LIBs in 1991 can be

Fig. 19 Development of battery
technologies

Fig. 18 Terminology of battery
systems: BBefore-lithium ion,^
BParallel-to-lithium ion,^ and
BPost-lithium ion^
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expressed as BBefore-LIB.^.A few of these Bold^ battery sys-
tems still have commercial relevance until today (parallel-to-
LIB), including for example the nickel-based systems (Ni-Cd,
Ni-MH), the lead-acid battery or various primary lithium met-
al systems (Fig. 18).

Based on its unique mix of beneficial performance
(high specific energy and energy density, long cycle and
calendar life, high safety) and cost properties, the LIB has
become the benchmark for eventual future battery systems,
the post-lithium ion technologies (post-LIBs, PLIBs) includ-
ing ,e.g., lithium metal-based systems (CLIM, Li/S, Li/O2,
ASSB, etc.). Experiences that have been made in the develop-
ment of LIBs and Before-LIBs so far, will help to further
optimize LIBs and develop advanced PLIBs.

For the upcoming years, it is a common sense that research
and development will significantly improve the specific ener-
gies and energy densities of LIBs. There is, however, agree-
ment in the community that the limits of standard (= known)
chemistries will be soon reached on the material level, so that
further energy density increases are only possible up to a dou-
bling of the current energy density values. Further improve-
ments concern the inactive cell material components, which
are expected to reduce the weight and volume. In addition to
better cell chemistries, optimized cell-, module-, and system-
components are expected on the engineering/system level.
However, currently it seems rather uncertain, whether these
optimized LIBs can be surpassed in the future by post-lithium
ion technologies, or even post-lithium technologies (contain-
ing cell chemistries without Li) and even if so, whether this
will lead to removal of LIBs from the market. Overall, from
today’s point of view it seems quite clear that as in the past and
today, there will not only be one technology for all applica-
tions (monopoly), but different battery systems, which can be
especially suitable or combined for a particular application
(technology diversity, Fig. 19).
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