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LIQUID METAL ELECTRODES FOR
RECHARGEABLE BATTERIES

RELATED APPLICATIONS

This application claims priority from U.S. Provisional
Application Ser. No. 61/517.866 filed Apr. 27, 2011, the
entire disclosure of which is incorporated herein by this ref-
erence.

GOVERNMENT INTEREST

This invention was made with government support under
contract number CMMI #1000726 awarded by the National
Science Foundation (NSF). The government has certain
rights in the invention.

TECHNICAL FIELD

The presently-disclosed subject matter relates to a liquid
metal electrode for a rechargeable battery having improved
capacity and durability. In particular. the presently-disclosed
subject matter relates to a lithium ion battery having an elec-

trode including a liquid metal having a melting point that is 1

below the operating temperature of the battery.

INTRODUCTION

A battery usually consists of a first and a second electrode

(e.g., positive electrode and negative electrode). and a liquid
electrolyte. A separator with its pores filled with electrolyte is
positioned between the positive and negative electrodes,
allowing the passage of ions and preventing a short circuit.
While many types of batteries are commercially available, Li
ion and other Li-based batteries have the highest energy den-
sity of most rechargeable batteries and they are becoming one
of the most important energy storage devices for hybrid and
electric vehicles [1-3].

During discharging, the negative electrode (anode) is elec-
trochemically oxidized. This results in the release of Li ions
into the electrolyte (de-lithiation). At the same time, electrons
move through the external circuit and travel toward the posi-
tive electrode, providing usable energy. The Li ions travel
through the electrolyte and insert into the positive electrode.
When the battery is recharged, the reverse process occurs,
converting electrical energy to chemical energy stored in the
electrode.

Presently. there is an intense, worldwide effort toward

developing durable lithium ion batteries (LIBs) with high s

energy and power densities for a wide range of applications.
Among the many desirable attributes, fast electronic conduc-
tion and ionic transport are essential, especially for high
power batteries.

In a typical LIB, the liquid electrolyte provides ionic con- 3

duction. Concurrently, electrons flow through the electrodes
via a percolating conductive network consisting of active
lithium storage materials and conductive particles (e.g, car-
bon black). However. the electronic conducting path may be
broken if fracture occurs either within active materials or at
the interfaces between active materials and conducting par-
ticles [ 1]. Furthermore. the active materials in the broken-off
regions will no longer contribute to electrochemical energy
storage. As the fractured area grows with the number of
charge-and-discharge cycles, degradation in battery energy
and power densities becomes more severe. leading to eventual
failure of the battery.
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Fracture of the electrodes caused by large volume changes
during lithiation and de-lithiation is now recognized as one of
the critical challenges facing the development of LIB tech-
nologies [ 1. 5]. In particular, fracture has been recognized as
a major obstacle to advancing high capacity LIB negative
electrodes [6-8].

Presently. metal oxides, such as LiCoO,. LiNi, sCo, ;
Mn, ;0,. and LiFePO,, are used for the positive electrode
and carbonaceous materials such as graphite, which is
capable of hosting one Li atom per six carbon atoms, are used
for the negative electrode. Theoretically, materials such as Si
and Sn have much higher energy capacity than graphite and
are candidates for the negative electrode. However, the vol-
ume change associate with lithiation and de-lithiation in these
materials can be as high as several hundred percent [1]. As a
result, electrodes made of bulk Sn and Si would fracture to
pieces after less than 10 cycles [6].

Fracture can also contribute to the degradation of positive

1 electrodes. For example, Itou and Ukyo of Toyota Central

Ré&D Labs [9] observed a significant increase in the electrical
resistance in the Li(Ni.Co)O, positive electrode after cycling.
They linked this increase in cell resistance with cracking and
fracture of the Li(Ni,Co)O, electrode. More recently. Ito of
Nissan Research Center and collaborators [10] showed that
micro-cracks could cause cyclic deterioration of
Li[Nig 511, ,C04 sMng 5610, elecirode.  This  material
belongs to the family of Li,MnO,—LiMO, (M=Co and Ni.
etc.) solid-solution electrodes which have high capacity
(>200 mAh g™') and high voltage (4.6 V). These findings
highlight the importance of mitigating fracture in both posi-
tive and negative electrodes.

Previous studies in the field that focused on improving
electrode durability can be divided into three categories: (1)
alloying Li-active materials with inactive elements. (2) build-
ing nanostructured electrodes, and (3) adding conducting
and/or non-conducting buffer components. Alloying Li-ac-
tive with inactive materials improves battery cycle life sig-
nificantly, such as alloying Sn with Cu [32], Co [33], or Ni
[34]. However, the total gravimetric and volumetric energy
densities of the composite electrodes are lowered because the
inactive elements contribute to extra weight and volume.
Nanostructured electrodes. such as thin-film Si [35]. Si nano
particles [36], Si nanowires [12], and TiO, nanowires [37], as
well as porous transition metal oxides [38. 39]. show
improvements in cycle life compared to their bulk-material
counterparts. However, nanostructuring reduces volumetric
capacity of electrodes because of the low packing density of
nanowires, nanoparticles, and porous materials. Furthermore,
nanostructured electrodes may suffer from increased irrevers-
ible capacity degradation due to excessive SEI formation [40]
and other deleterious reactions with the electrolyte because of
their high surface to volume ratio. In addition, conducting
additives and chemical binders. such as carbon black and
polyvinylidene fluoride (PVDF). have been shown to
improve the performance of L1Bs at the cost of extra mass and
volume occupied by the additives and binders.

Accordingly, there remains a need in the art for LIBs hav-
ing high capacity and improved durability, which satisfacto-
rily addresses the problems associated with known LIBs.

SUMMARY

The presently-disclosed subject matter meets some or all of
the above-identified needs. as will become evident to those of
ordinary skill in the art after a study of information provided
in this document.
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This Summary describes several embodiments of the pres-
ently-disclosed subject matter, and in many cases lists varia-
tions and permutations of these embodiments. This Summary
is merely exemplary of the numerous and varied embodi-
ments. Mention of one or more representative features of a
given embodiment is likewise exemplary. Such an embodi-
ment can typically exist with or without the feature(s) men-
tioned: likewise, those features can be applied to other
embodiments of the presently-disclosed subject matter,
whether listed in this Summary or not. To avoid excessive
repetition, this Summary does not list or suggest all possible
combinations of such features.

The presently-disclosed subject matter overcomes some of
the drawbacks associated with known lithium ion batteries
(LIBs), particularly the critical problem of fracture in high
capacity LIB electrodes. Electrodes and batteries of the pres-
ently-disclosed subject matter allow “cracks™ oceurring in
electrode material during cycling to be “healed” by making
use of a liquid metal that transforms from a solid phase to a
liquid phase during delithiation. With reference to FIG. 1, a
lithium-active liquid metal (LM). which melts at a tempera-
ture below the operating temperature of the battery. is used as
an electrode. The LM electrode can undergo liquid-to-solid
phase transformation upon lithiation as a result of the forma-
tion of high melting point intermetallics. In the solid state, the
electrode may crack, just as in other solid electrodes such as
Si and Sn: however, the electrode can undergo solid-to-liquid
phase transformation during delithiation, returning the elec-
trode to the initial liquid state. The cracks formed in the solid
state are “self-healed” afier the solid-to-liquid phase transfor-
mation.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1. Schematic of morphology changes in liquid elec-
trode during cycling. (a) Liquid metal electrode on a solid
substrate before electrochemical cycling. (b) Liquid solidifies
and expands during lithiation. (¢) Cracking occurs in solid
mainly during delithiation. (d) Electrode returns to the liquid
state during delithiation. Cracks are self-healed by the solid-
to-liquid phase transformation.

FI1G. 2. Galvanostatic voltage-capacity profile of Ga at 40°
C. The cycling rate was C/50. The letters a, b, ¢, and d
correspond to different states for the SEM images of FIG. 3.
The numbers (1)-(7) correspond to different states for the
XRD results in F1G. 4.

FI1G. 3. Morphology changes of Ga with cycling. Figures
are taken from different states of cycling depicted in FIG. 2:
(a) Ga before cycling, (b) after full lithiation, (c) cracks for-
mation in Ga—Li alloy during delithiation, and (d) cracks are
self-healed by the solid-liquid transformation.

FIG. 4. Ex-situ XRD results of the Ga electrode during
electrochemical cycling. The numbers (1)-(7) refer to differ-
ent states of lithiation and delithiation of Ga as depicted in
FIG. 1. The stainless steel substrate peaks are indicated as
8

FIG. 5. Discharging voltage-capacity profiles of liquid Ga
(40° C.) and solid Ga (20° C.) at C/2 rate.

FIG. 6. Electrochemical data for the liquid Ga electrode.
(a) Rate dependence of discharging voltage-capacity profiles
of Ga at 40° C. The cell was charged to 0.005V at C/20 rate
before each discharging. (b) Capacity versus cycle number
for liquid Ga at 40° C. The charging rate was C/20, and the
discharging rate was C/5.

FIG. 7. Nyquist plot of EIS of liquid (40° C.) and solid (10®
C.) Ga at 0.890 V vs. LV/Li*. Inset shows the magnified
impedance spectra at high frequency.
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FIG. 8. (a) A capillary cell with (b) its conceptual picture.
(c) Magnified view of the surface near Ga electrode belore
lithiation and (d) after partial lithiation. The lithiated part is
gray and delithiated part is glossy.

FIG. 9. Equilibrium phase diagram of Ga—Li.

FIG. 10. Schematic of a modified coin cell for in situ XRD
of liguid metal electrodes.

FIG. 11. In situ XRD and voltage vs. time for Li,Ga,
= LiGa.

DESCRIPTION OF EXEMPLARY
EMBODIMENTS

The presently-disclosed subject matter includes elec-
trodes, batteries, and methods of making same, which make
use of'a liquid metal, which transforms from a liquid to a solid
during lithiation, and transforms back from a solid to a liquid
during delithiation.

The idea of using liquid metals as battery electrodes at

1 elevated temperatures (>400° C.) can be traced to at least the

1960s in the context of “Thermally Regenerative Batteries.”
For example. Agruss and co-workers proposed and demon-
strated batteries consisting of a liquid metal anode, a molten
salt electrolyte, and a liquid metal cathode [50]. Because of
the high ionic conductivity and high electrode reaction rates
at the liquid metal/molten salt interface, these batteries can
deliver high power. Agruss and co-workers [51] have reported
performance data on Na/Sn, Na/Hg, and K/Hg liquid metal
concentration cells. Agruss also disclosed in a U.S. Pat. No.
3.245.836 an electrochemical power source “having a posi-
tive electrode of a molten metal selected from the group
consisting of lead. tin. mercury, bismuth, cadmium, gallium,
and antimony, and a negative electrode of a molten metal
selected from the group consisting of sodium. potassium,
rubidium, lithium, calcium, and magnesium . . . Recently, a
group of researchers at MIT described in US Patent Applica-
tion Publication No. 2008/0044725 a “liquid electrode bat-
tery™ consisting of three liquid material layers of positive
electrode, electrolyte. and negative electrode. More recently.
the group published a paper describing a high-temperature
(700° C.) magnesium-antimony (Mg||Sb) liquid metal battery
comprising a negative electrode of Mg, a molten salt electro-
lyte (MgCl,—KCIl—NaCl), and a positive electrode of Sb
[54]. Because these batteries operate at high temperature, the
electrodes and electrolytes in these batteries remain in the
liquid state during operation. Thus, although liquid metal has
been employed previously for use in batteries, an electrode or
a battery has not heretofore been described or suggested.

It is also noted that a conceptually different approach to
self-repairing a conducting path using liquid metals has
recently been proposed [48]. Quite distinctly from the pres-
ently-disclosed subject matter, this approach is based on
embedding liquid metal filled microcapsules in an electrodes.
If the electronic conducting path is mechanically damaged.
the microcapsules burst, releasing liquid metals to fill the
cracks in the electrode that exists as a solid during operation.
The electronic conducting pathways can thus be repaired
[49]. Again, this technology is distinct from the presently-
disclosed subject matter, which make use of a liquid metal as
an electrode, which transforms from a liquid to a solid during
lithiation, and transforms back from a solid to a liquid during
delithiation.

This unite solid-liquid transformation of the liquid metal
electrode of the presently-disclosed subject matter allows for

5 unexpected improved capacity and durability. One important

problem that is addressed is that of fracture in high capacity
LIB electrodes. Electrodes and batteries of the presently-
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disclosed subject matter allow “cracks™ occurring in elec-
trode material during cycling to be “healed” as the liquid
metal transforms from a solid phase to a liquid phase during
delithiation. With reference to FIG. 1, a lithium-active liquid
metal (LM), which melts at a temperature below the operating
temperature of the battery. is used as an electrode. The LM
electrode can undergo liquid-to-solid phase transformation
upon lithiation as a result of the formation of high melting
point intermetallics. In the solid state, the electrode may
crack, just as in other solid electrodes previously described:
however, the electrode of the presently-disclosed subject mat-
ter can undergo solid-to-liquid phase transformation during
delithiation. returning the electrode to the initial liquid state.
The cracks formed in the solid state are “self-healed™ after the
solid-to-liquid phase transformation.

The presently-disclosed subject matter includes a battery.
which includes a first electrode, and a second electrode. one
of said electrodes comprising a liquid metal, wherein the
liquid metal transforms from a liquid to a solid during lithia-
tion, and wherein the liquid metal transforms from a solid to
a liquid during delithiation.

The electrode comprised of the liquid metal can be either a
positive electrode or a negative electrode. When the liquid
metal electrode serves as the positive electrode, the electrode
metal transforms from a liquid to a solid when during dis-
charge, and from a solid to a liquid during charge. When the
liquid metal electrode serves as a negative electrode, the
electrode metal transforms from a liquid to a solid during
charge, and from a solid to a liquid during discharge. In some

embodiments, both the first and the second electrodes are -

comprised of liquid metal, e.g., both the positive and negative
electrodes can include liquid metal.

As used herein, “liquid metal” refers to a metal that has a
melting temperature that is below the operating temperature
of the battery and which is capable of lithium insertion/host-
ing lithium atoms. The term liquid metal is inclusive of alloys.
In some embodiments, the melting temperature that is below
the operating temperature of the battery is about 40, 35, 30,
25,20, 15, 10, 5, 0, -5, =10, =15, =20, or -25° C. Examples
of liquid metals include. but are not limited to, gallium and
alloys of gallium, indium, and/or tin. Specific examples of
liquid metals include. but are not limited to, those set forth in
Table 1.

TABLE 1

Examples of liguid metals and their melting points

Composition (wt. %) Melting point (° C.)

Ga 29.8
Gagslngg 15.7
Gagg sIny sSnyo -19
(galinstan)
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M is, for example, Sn, In, or Ga), have high Li:M ratios (e.g.,
2<y<4.4). They have theoretical capacities much greater than
that of carbon electrodes since the latter typically require six
carbon atoms to host each Li atom. i.e., LiC,, which corre-
sponds to a charge capacity of 372 mAh g~' [1]. In contrast,
Sn has high theoretical gravimetric 993 mAh g and volumet-
ric 7262 mAh cm™ capacities [1. 7]. The Li,M alloys also
havea plateau potential close to that of Li/Li* [1]. Li, Malloys
have, therefore. been considered as negative electrodes for
LIB applications. However, cracking caused by the very large
volume change has severely limited the use of Li M alloy
electrodes in practice [1, 8]. By forming liquid metals using
these elements, the presently-disclosed subject matter
achieves high energy and power density, as well as long cycle
life by a self-healing mechanism. Furthermore, the liquid
metal electrodes of the presently-disclosed subject matter
provide self-healing ability in composite electrodes, though
their high energy storage capacity is of secondary benefit.

As noted hereinbelow, electrodes of the presently-dis-
closed subject matter can be made using powders of liquid
metals. In some embodiments. an electrode comprising a
liquid metal can further include small amounts (e.g., about
1-5% weight) of materials such as conducting additives and
binders. Conducting additives and binders commonly used in
the battery arts will be useful in this regard, and will be known
to those of ordinary skill in the art.

In some embodiments of the presently-disclosed subject
matter, the liquid metal can be mixed with an additional
electrode material. Electrodes comprising a liquid metal
mixed with another electrode material are sometimes referred
to herein as composite electrodes. Such composite electrodes
can include a liquid metal and either a high capacity positive
electrode (cathode) or negative electrode (anode) material.
When the electrode material fractures during cycling, as the
liquid metal component transforms from a solid to a liquid
during delithiation. it infiltratrates the cracks and re-estab-
lishes both electronic and lithium conduction paths. Because
liquid metals can also store lithium and there is no need of
additional binders or conductive particles, the composite
electrodes have both high gravimetric and volumetric energy
densities, as well as self-healing capability.

The liquid-metal based composite electrodes can be made
by mixing the liquid metal and other electrode materials,
including new materials and conventional materials, as will
be known to those of ordinary skill in the art. Examples of
liquid metals are included in Table 1, above. Materials that
can be mixed with the liquid metal to make composite elec-
trodes include, but are not limited to, those set forth in Table
2.

TABLE 2

Examples of materials with which liquid metals can be mixed

In addition to their low melting points, in some embodi-

ments, liquid metals of particular interest have several attrac-
tive properties that are important to self-healing electrode
applications, such as: (1) electrically conducting in both the
solid and liquid state (e.g.. liquid Galn has a resistivity of
29.4x107° ©-cm compared to 17x1077 Q-cm for copper); (2)
low vapor pressure: and (3) non-flammable and low toxicity,
such as metals that have been used as replacements for Hg and
Pb in other applications. e.g.. indium has been used in dental
fillings and Ga is a trace nutrient; indium, and Sn are used in
Pb-free solders in the semiconductor industry.

Many elements, such as Sn, In. and Ga. react with Li to
form binary alloys [1]. These alloys, denoted by Li,M (where

60

Negative Electrode (anodes) Positive Electrode (cathodes)

Layer-structured cathode materials
(e.g., LiCoO;, Li(Ni, sCo, sMn, 3)0),
Olivine-structured cathode materials
(e.g., LiFePO,, LiFeSi0,),

graphite,

carbon,

carbon nanotubes,
carbon nanoribbons,

silicon (8i), Spinel-structured materials
tin (Sn), (e.g., such as LiMn,0,).
germanium (Ge),

titania (TiO,),

aluminum (Al),

tin oxides (SnO_),
amorphous alloys
(e.g., Sn—Fe—C).
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In some embodiments, a composite electrode for use as a
negative electrode is desired. In some embodiments the elec-
trode comprises a liquid metal mixed with an additional elec-
trode material selected from: graphite, carbon, carbon nano-
tubes, carbon nanoribbons, silicon (8i), tin (Sn), germanium
(Ge), titania (Ti0O,), aluminum (Al), tin oxides, and amor-
phous alloys. In some embodiments, the additional electrode
material is silicon.

In some embodiments. a composite electrode for use as a
positive electrode is desired. In some embodiments the elec-
trode comprises a liquid metal mixed with an additional elec-
trode material selected from: a layer-structure cathode mate-
rial, an olivine-structured cathode material, and a spinel-
structured material. In some embodiments. the additional
electrode material is selected from LiCoO,, Li(Ni, ;Co,
Mn, ;)O,. LiFePO,. LiFeSiO,. and LiMn,0,.

In some embodiments, an electrode includes a liquid metal
(or liquid metal and additional electrode material. in the case
of a composite electrode) that is provided in a film on a
conductor. As further described below, a powder of the liquid
metal, which can further include small amounts of conducting
additives and/or binders if desired. is provided in a film on the
conductor. Once the electrode is made, under a temperature
that is slightly above the melting point of the liquid metal. the
original solid liquid metal powder in the electrode will form a
network of liquid metal, or in the macroscopic view, the liquid
metal will be a film.

Without wishing to be bound by theory or mechanism, it is
believed that the thickness of the film can be important. As
will be recognized by one of ordinary skill in the art. the
desired thickness of the film can vary, depending on the
particular liquid metal that is selected. Such desired thickness
can be determined by one skilled in the art, upon study of the
present application, using only routine experimentation. In
some embodiments, the thickness of the film can be about 100
nm, 150 nm. 200 nm, 250 nm, 300 nm, 350 nm, 400 nm, 450
nm, 500 nm, 550 nm, 600 nm, 650 nm, 700 nm, 750 nm. 800
nm, 850 nm, 900 nm, or 950 nm. In some embodiments, the
thickness of the film can be about 1,2.3.4.5,6,7,8.9,10.11,
12,13,14,15,16,17, 18,19, 20, 21,22, 23,24, 25,26, 27, 28,
29.30,31,32.33,34.35,36,37.38,39.40,41,42, 43, 44,45,
46.47,48. 49, 50,51, 52, 53, 54, 55, 56, 57, 58, 59, 60, 61, 62,
63, 64,65, 606,67,68,69,70,71,72,73,74,75,76,77. 78,79,
80,81,82, 83,84, 85, 86,87, 88,89, 90,91, 92,93, 94, 95, 96,
97.98, 99, 100, 101, 102, 103. 104. 105, 106, 107, 108, 109,
110, 111,112, 113, 114, 115, 116, 117, 118, 119, 120, 121,
122, 123, 124, or 125 pm. In some embodiments, the thick-
ness of the film can be about 100 nm-100 pm. In some
embodiments, the thickness of the film can be about 100
nm-20 pm. In some embodiments, the thickness of the film
can be about 20 pm-100 pm. In some embodiments, the
thickness of the film can be about 50-100 pm. In some
embodiments, the thickness of the film can be about 65 pm. In
embodiments wherein the electrode comprises a liquid metal
and another electrode material (composite) it can be desirable
in some embodiments, to have thickness closer to the higher
end of the foregoing ranges. e.g. about 100 pm.

By way of providing an example, an electrode of the pres-
ently-disclosed subject matter can be provided in a coin cell
battery. The liquid metal electrode can include a gallium alloy
provided in a film on a stainless steel conductor. The other
electrode can be lithium metal (e.g., foil). The coin cell bat-
tery can include a separator soaked in an electrolyte solution
of LiPF ; dissolved in ethyl carbonate and dimethyl carbonate.

In some embodiments, the liquid metal electrode can be
provided in a container. In some embodiments. the other
electrode is also provided in the container, and an electrolyte

wn

3¢

35

4

45

50

55

60

8

is provided in a space between the first and second electrodes.
By way of provided an example, the liquid metal electrode
can include a gallium alloy provided in a container (e.g., filled
through a first opening on one side of the container). Lithium
metal can serve as the other electrode, and can be provided in
the container (e.g.. pushed through a second opening on the
other side of the container). An electrolyte solution can fill the
space between.

The presently-disclosed subject matter includes methods
of making electrodes and batteries of the presently-disclosed
subject matter. In some embodiments, a method of making an
electrode for a lithium ion battery includes lowering a liquid
metal to a temperature at which the liquid metal is a solid;
milling the liquid metal into a powder: and placing a layer of
the liquid metal powder on a conductor.

As will be recognized by one of ordinary skill in the art, the
temperature that is sufficiently low to allow for milling will
differ, depending on the liquid metal that is selected (e.g.,

1 melting point) and whether additives, binding agents, and/or

additional electrode materials (composite electrode) are
being used. It is generally desirable for the liquid metal to be
lowered to a temperature at which it is a brittle solid such that
it can be crushed into a fine powder with a milling shaft. Such
a temperature is often below 0° C.. and can be in the range of
77-273 K. The particle size of the liquid metal powder can
controlled with the milling speed and time. Fine particles can
be selected using sieves and shakers.

In some embodiments, the method further includes placing
a layer of the liquid metal powder on a conductor or current
collector. In other embodiments, the method can include plac-
ing the liquid metal powder in a container.

In some embodiments, the method further includes heating
the liquid metal powder to about the melting point of the
liquid metal. This can be accomplished, for example. by
heating the conductor or current collector.

In some embodiments, the method further includes rub-
bing the liquid metal powder on the conductor or current
collector. This can be accomplished. for example, with a
rubbing cotton/rubber cloth. The rubbing action provides a
uniform film of liquid metal on the current collector. Without
wishing to be bound by theory. it is believed that the rubbing
action provides localized heating which is used for (1) melt-
ing of the LM and spreading of the LM on the current collec-
tor; and (2) forming a thin film of oxidation product of the LM
in between the current collector and LM (such an oxidation
film allows the LM to spread on the current collector with
much improved wettability). It should be noted that such a
film cannot be formed in the absence of oxygen, such as in
controlled argon/nitrogen chambers. As such, in some
embodiments, the method is performed in the presence of
oxygern.

The details of one or more embodiments of the presently-
disclosed subject matter are set forth in this document. Modi-
fications to embodiments described in this document, and
other embodiments, will be evident to those of ordinary skill
in the art after a study of the information provided in this
document. The information provided in this document, and
particularly the specific details of the described exemplary
embodiments, is provided primarily for clearness of under-
standing and no unnecessary limitations are to be understood
therefrom. In case of conflict, the specification of this docu-
ment, including definitions, will control.

While the terms used herein are believed to be well under-

5 stood by one of ordinary skill in the art, definitions are set

forth to facilitate explanation of the presently-disclosed sub-
ject matter.
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Unless defined otherwise. all technical and scientific terms
used herein have the same meaning as commonly understood
by one of ordinary skill in the art to which the presently-
disclosed subject matter belongs. Although any methods.
devices, and materials similar or equivalent to those described
herein can be used in the practice or testing of the presently-
disclosed subject matter. representative methods, devices,
and materials are now described.

Following long-standing patent law convention, the terms
“a”, *an”, and “the” refer to “one or more” when used in this
application, including the claims.

Unless otherwise indicated, all numbers expressing quan-
tities of ingredients, properties such as reaction conditions.
and so forth used in the specification and claims are to be
understood as being modified in all instances by the term
“about”. Accordingly, unless indicated to the contrary. the
numerical parameters set forth in this specification and claims
are approximations that can vary depending upon the desired
properties sought to be obtained by the presently-disclosed
subject matter.

As used herein, the term “about,” when referring to a value
or to an amount (e.g., thickness, concentration, time, etc.) or
percentage is meant to encompass variations of in some
embodiments +20%, in some embodiments £10%, in some
embodiments +5%, in some embodiments =1%, in some
embodiments +0.5%, and in some embodiments +0.1% from
the specified amount, as such variations are appropriate to
practice the presently-disclosed subject matter.

As used herein, ranges can be expressed as from “about™
one particular value, and/or to “about” another particular
value. It is also understood that there are a number of values
disclosed herein, and that each value is also herein disclosed
as “about” that particular value in addition to the value itself.
For example, if the value 107 is disclosed, then “about 107 is
also disclosed. It is also understood that each unit between
two particular units are also disclosed. For example, if 10 and
15 are disclosed, then 11, 12, 13, and 14 are also disclosed.

The presently-disclosed subject matter is further illustrated
by the following specific but non-limiting examples. The
following examples may include compilations of data that are
representative of data gathered at various times during the
course of development and experimentation related to the
present invention.

EXAMPLES
Example 1

Liquid Metal Alloys as Self-Healing Electrodes for
Lithium lon Batteries

Improving the capacity and durability of electrode materi-
als is one of the critical challenges lithium-ion battery tech-
nology is facing presently. Several promising anode materi-
als, such as Si, Ge, and Sn, have theoretical capacities several
times larger than that of the commercially used graphite nega-
tive electrode. However, their applications are limited
because of the short cycle life due to fracture caused by
diffusion-induced stresses (DISs) and the large volume
change during electrochemical cycling. In this example, a
strategy is presented to achieve high capacity and improved
durability of electrode materials using low-melting point.
lithium active, liquid metals (LMs) as LIB electrodes. Gal-
lium as a negative electrode was used as an example to show
that at a temperature above the melting point of Ga, a revers-
ible solid-liquid transition occurs upon lithiation (lithium
insertion) and delithiation (lithium extraction) of Ga. This
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example illustrates the reversibility of lithiation of the LM
pure Ga at 40° C., as a negative electrode for a LIB. Ga hosts
2 Li atoms per Ga atom upon full lithiation, delivers a theo-
retical gravimetric capacity of 769 mAh g=' by forming
Li,Ga alloy*', and shows a discharge potential close to the
Li/Li* reaction. It has been shown that LiGa alloys™*, CuGa
alloys™, and Ga confined in carbon matrix** deliver capaci-
ties of about 200-400 mAh g~" upon extended cycling. While
the previous work was on either high temperature liquid Ga or
alloying of Ga for L1B applications, the present work describe
herein focuses on showing self-healing of cracks as a result of
reversible liquid-to-solid phase transformation when a liquid
metal electrode is used in accordance with the presently-
disclosed subject matter. While a self-healing nature of gal-
lium has been suggested, it is been concurrently explained
that it is “critically important” to use “a confining porous
matrix” to implement self healing.*® Distinctly, the presently-
disclosed subject matter makes use of a liquid metal without
any need of a support matrix.

As illustrated by this example, the electrode and battery of
the presently-disclosed subject matter allows for cracks
formed in the lithiated solid state to be “healed” once the
electrode returns to liquid after delithiation. This example
shows that cracking as a failure mode can be remedied using
liquid metal electrodes as disclosed herein.

Experimental

Commercial pure gallium (Ga) metal (99.99%, Alfa Aesar)
was applied onto 0.025 mm thick 304-type stainless steel (S8)
foils (Alfa Aesar) without any binder or conducting additive.
The thickness of Ga film on SS substrate was controlled to be
about 1 pm, and the mass of Ga was precisely measured by a
microbalance (XS 205, Mettler Toledo). Samples were
assembled into CR 2025-type coin cells (Hohsen) in an
argon-filled glove-box (MBraun) with oxygen and moisture
contents less than 0.1 ppm. Li metal foils (99.9%, Sigma
Aldrich) were used as the counter electrode (CE). One piece
of Celgard 3501 separator soaked in the electrolyte solution
consisting of 1M LiPF dissolved in a mixture of ethyl car-
bonate and dimethyl carbonate (EC/DMC, volumetric ratio
1:1) (Novolyte) was used in making the coin cells. Capillary
cells were assembled with liquid gallium as the working
electrode (WE) and lithinm metal as the CE. Electrolyte
solution was the same as for coin cells. The capillary was
filled with liquid Ga from one end and solid lithium attached
to a copper current collector was pushed in through the other
end. The space between the electrodes was filled with the
electrolyte which lengths approximately 2 mm. Copper wires
were used as current conductors. Both ends of the cell were
sealed with Ton-seal (Varian). Electrolyte contacting air was
avoided from Torr-seal with a Teflon cap. The transparent
glass body allowed direct observation of the color and texture
changes in the Ga during lithiation and delithiation.

Cycling performance of coin cells was evaluated using a
potentiostat (VersaSTAT 3, PAR). The cells were galvano-
staticlly cycled between 2.0 V and 0.005 V at various rates.
During cycling, coin cells were kept in an environmental
chamber (Test Equity) with precise temperature controlled at
40, 20, and 10° C., according to the experimental needs. The
temperature fluctuation is less than +0.1° C. In this work
charging refers to lithiation and discharging refers to delithia-
tion. Electrochemical Impedance Spectrometry (EIS) was
conducted using a potentiostat (2273, PAR) at 40° C. and 10°

5 C.. respectively. Before each EIS measurement, coin cells

were cycled 5 times for stabilization, and then held at 0.890V
until the current was less than 10 nA. The amplitude of the ac
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signal applied to the electrodes was 8 mV and the frequency
was varied from 10° to 5x107* Hz. For capillary cells, gal-
vanostatic cycling was conducted with a current of 10 pA
using a potentiostat (VersaSTAT 3, PAR).

Before characterization. the cycled cells were disas-
sembled and the WE was washed by DMC (99%, Alfa Aesar).
Ex-situ x-ray diffraction (XRD) was carried out using a D8
Discover (Bruker AXS) system with Cu Ka radiation (wave-
length 1.54 nm). Samples were maintained at 40° C. during
XRD tests. Scanning electron microscopy (SEM) imaging
was performed using a Hitachi S-4300 with an acceleration
voltage of 3 kV. A high sensitivity energy dispersive x-ray
spectrometer (EDS, PGT) was used to conduct chemical
analysis. The optical observations of the capillary cells were
made under a model QXS5 optical microscope (Prime Enter-
tainment Company).

Results and Discussion

The melting point of pure Ga is 29° C. Electrochemical
cycling tests in this work were held at 40° C. to ensure the
liquid state of pure Ga. Different from the Ga—Li equilib-
rium phase diagram™ and observations of Li in Ga at 415°
C."7, three intermetallic phases. Li,Ga,. LiGa, and Li,Ga,
form during the electrochemical reaction of Ga with Li at 40°
C. The potential-capacity profile in F1G. 2 clearly shows four
narrow single-phase regions, as well as two-phase regions
(plateaus). The theoretical Coulombic capacity in going from
Ga to Li,Ga corresponds to 769 mAh per gram of Ga. The
electrode used to generate the data of FIG. 2 yielded 700
mAh/g, about 91% of the theoretical value, which indicates
that the vast majority of the Ga within the electrode was
utilized for reaction with Li.

The morphology changes of Ga at various stages of cycling
were examined by ex-situ SEM, as shown in FIG. 3. Before
cycling, the applied Ga forms a uniform thin layer on the
stainless steel substrate (FIG. 3A). After full lithiation, the
alloy becomes solid and surface roughness increases (FIG.
3B). Through-thickness interconnected cracks form in the
alloy primarily during delithiation (F1G. 3C). Afier cycling.
most cracks disappear because the alloy returns to pure Ga,
which is a LM at 40° C. (FIG. 3D). Thus, cracks are self-
healed by the solid-to-liquid transformation of the Ga elec-
trode.

X-ray diffraction (XRD) of Ga at 40° C. shows that before
cycling Ga is liquid, as seen by a wide bump at 20-36° (FIG.
4). During cycling three reversible phases. Li,Ga,, LiGa, and
Li,Ga, form, as seen from XRD peak identification using
information as reported in ref 18 and JCPDS files (file NO.
31-0539, file NO. 09-0043), respectively. After complete
delithiation, Ga returns to its liquid state. indicated by the
hump at 20=36° in the XRD profile. Thus, a reversible liquid-
solid-liquid transition in Ga is confirmed upon lithiation and
delithiation. corroborating the electrochemical results.

Based on the XRD and electrochemical results, and con-
sistent with the previous work of Saint et al.*?, the electro-
chemical reaction of liquid Ga with Li at 40° C. can be
summarized as follows. By combining electrochemical mea-
surements and ex situ XRD (FIGS. 1 and 3). it is shown that
three intermetallic phases form in the sequence [28]:

Lithiation: Ga() 5 Li»Gay 5 LiGa 3 Li,Ga &
@)

Delithiation: LixGa = LiGa™s LixGay =5 Ga(h)

“To further understand the effect of a liquid electrode on the
electrochemical performance, the discharging voltage-capac-
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ity profiles of (a) liquid Ga (40° C.) and (b) solid Ga (21° C.)
at a C/2 rate are compared in FIG. 5. For Ga at 40° C., the
Gal.i, compounds are solid at this temperature. Afier the cell
reaches the final plateau near 0.9 V. the electrode is a mixture
of solid Li,Ga, and liquid Ga. Because Li diffusion in liquid
Ga is much faster than in a solid, Li diffusion in solid Li,Ga,
is rate limiting at this stage. After reaching the liquid Ga
single phase (starting at about 0.95 V), most of the electrode
is liquid and Li diffusion is especially fast. Thus. the cell
potential increases to the upper potential limit quickly. For the
case of solid Ga at 21° C.. after reaching the final potential
plateau, the electrode is a mixture of solid Li,Ga, and solid
Ga, where Li diffusion is relatively slow. Because of the slow
diffusion, the boundary between Ga single phase region and
Li,Ga,—Ga two-phase region is not clearly defined. Hence,
the potential rises much more slowly for the case of solid Ga.

The potential-capacity profile in FIG. 3 clearly shows four
narrow single-phase regions, as well as two-phase regions
(plateaus). The phases that formed were found to be a subset

1 of the phases present in the Ga—Li equilibrium phase dia-

gram (FI1G. 9) [45] and it was observed that when Li reacts
with Ga at 415° C. [41]. Electrochemical cell were also con-
structed for in situ XRD (FIG. 10) [46]. Using this cell,
progressive shifts of the XRD peak positions of the LiGa
phase were detected (FIG. 8), suggesting a finite solubility
range of Liin the LiGa intermetallic phase which is consistent
with the tentative phase boundaries for the LiGa phase in the
equilibrium phase diagram (FIG. 9). A continuously chang-
ing voltage profile (FI1G. 4) also suggests a single phase of
LiGa with finite solubility.

The discharging potential-capacity profiles of Ga LM in
the second cycle with various rates are compared in FIG. 6a.
Before each discharging. the cells were charged at C/20 rate
to ensure full lithiation of Ga. It is seen that as the discharging
rate increases, the potential of each two-phase region
increases slightly, which is an indication of polarization due
to limited diffusivity of Li in lithiated Ga phases. The total
capacity decreases with increasing discharging rate. Ga
reaches a capacity of 626 mAh g~' at C/5 discharging rate,
which is a standard rate to evaluate the performance of elec-
trode materials. Even at a fast rate of 2 C, Ga still delivers a
considerable discharge capacity of 560 mAh g~'. The forma-
tion of LiGa delivers a capacity of 385 mAh g™ and that of
Li,Ga delivers a capacity of 769 mAh g'. which is the
theoretical maximum capacity of Ga.

The capacity versus cycle number for liquid Gaat 40° C. is
shown in FIG. 6b. Efficiency was calculated from the ratio of
delithiation to lithiation in each cycle. The charging rate was
(/20 and the discharging rate was C/5. A gradual decrease of
capacity with cycling is apparent. Commercial lithium salt
based electrolytes show fast Li diffusivity and moderate
application temperature range compare to other types of elec-
trolytes. such as ionic liquids and solid electrolytes. However,
there is a drawback of SEI forming on top of electrodes when
the WE is charged (lithiated) to below 0.7 V vs. the Li/Li*
reaction. The SEI consumes electrolyte. lithium, and elec-
trode material. This SEI layer cannot be dissolved during the
reversal electrochemistry process and contributes to irrevers-
ible capacity loss. For most negative materials, SE1 formation
completes in the first few cycles and facilitates Li transporta-
tion during subsequent cycling. In this work. because the Ga
electrode is in liquid state at the beginning of charging and
returns to liquid at the end of discharging at each cycle, the
SEI may come off the electrode surface and is no longer

5 stable. Thus, fresh SEI forms during every cycle and brings

irreversible capacity loss. This is likely the continuous capac-
ity drop with cycling, as indicated in FIG. 6b. To commer-
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cially apply liquid metal with low discharging potential, for-
mation of SEI has to be avoided using other methods, such as
using electrolytes that do not form SEL

FIG. 7 shows the EIS measurements of Ga/Li coin cells.
The measurements were conducted at 0.890 V, which is Ga
single phase region (FIG. 2). Both plots are composed of a
depressed semi-circle at high frequency range, a short straight
line with approximately 45° at medium frequency range. and
a steeper ling at high frequency range. The depressed semi-
circleis attributed to SEI film and charge-transfer process, the
45%straight line is attributed to the Warburg diffusion process.
which is lithium diffusion in active materials, and the steeper
line is the onset of finite length diffusion. The Warburg dif-
fusion happens at a frequency range of 125-3 Hz for 40° C.,
and 10-0.3 Hz for 10° C., which indicates that the charge-
transfer process at high temperature is much faster. The dif-
fusion coeflicient can be calculated for the Warburg diffusion
stage using™

2 (3)

[ Va [d!:‘
T 2| FAo rn]

where V (cm® mol™') is the molar volume of liquid or
solid Ga, F is Faraday constant, A is the area of WE, o is the
linear dependence of Z' or 7" on

(w is the angular frequency).

dE
dx

is the composition dependence of potential, respectively. The
value of

dE
dx

is approximately calculated from potential profile of slow
cycling (C/50 rate). The diffusion coeflicient of Li in liquid
Gais 1.4x1077 em®s™" for40° C.and is 3.7x107" em® s™" for
solid Ga at 10° C. The two orders of magnitude difference in
the diffusion coeflicients consistent with the discussion of the
voltage-capacity profiles in FIG. 5.

The capillary cell was observed in real time under micro-
scope during lithiation and d-lithiation. Lithium-free liquid
Ga appears glossy under the optical microscope (FIG. 8¢).
After partial lithiation, a distinct gray layer of lithiated Ga
above the delithiated liquid Ga is observed. Delithiated liquid
Ga could be still observed to be glossy as it was initially (FI1G.
8d). The partially lithiated gallium was completely delithi-
ated: the glossy liquid Ga is completely recovered. Thus, the
liquid-solid-liquid transition of gallium upon lithiation and
delithiation was directly observed.

Conclusion

In this example. using low-melting point metal/alloys as
lithium-ion battery electrodes is shown.
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A conceptual picture consistent with all of the experimen-
tal observations is givenin F1G. 1 for self-healing liquid metal
electrodes. The liquid metal electrode undergoes crystalliza-
tion upon lithiation and transforms to a solid electrode. Dur-
ing delithiation the solid phases are transformed to the liquid
state. Cracking forms in the electrode mostly during delithia-
tion and can be self-healed by the solid-to-liquid transforma-
tion of the electrode during delithiation, when the electrode
returns to its initial liquid state. Since many low melting point
alloys exist and can be reasonably expected to store large
quantities of Li, the liquid metal approach demonstrated by
the liquid Ga example can be generalized to many systems of
technological significance.

Example 2

Self-Healing [iquid Metal-Based Composite
Electrodes

As described in Example 1. lithium-induced liquid-to-
solid phase transformation using a liquid metal can be revers-
ible. As a result, the cracks formed after lithiation of the liquid
metal can be “self-healed”™ during de-lithiation when the elec-
trode returns to the liquid state. Liquid-solid phase transfor-
mation can be used as a mechanism to achieve self-healing of
cracks in high capacity lithium ion batteries.

The main idea is to develop composite electrodes consist-
ing of liquid metal alloys and either a high capacity positive
(cathode) or negative electrode (anode) material. When the
electrode material fractures during lithiation-and-delithia-
tion, the liquid metal will infiltrate the cracks and re-establish
both electronic and lithium conduction paths. While Ga was
used as an example in Example 1, the concept of self-healing
electrodes will be further advanced in this example to include
multicomponent liquid metal alloys (e.g.. Ga—In—Sn) with
a melting point as low as =19 C. From the technology devel-
opment point of view, multi-component liquid metals can
further suppress the melting point. thus extending the tem-
perature range for self-healing of cracks. Furthermore,
because liquid metals can also store lithium and there is no
need of additional binders or conductive particles, the liquid
metal/silicon composite electrodes will have both high gravi-
metric and volumetric energy densities. as well as self-heal-
ing capability.

The liquid-metal based composite electrodes can be made
by mixing the liquid metal and other electrode materials,
including new materials and conventional materials, as will
be known to those of ordinary skill in the art. Examples of
liquid metals are included in Table 1.

TABLE 1
Composition (wt. %) Melting point (° C.)
Ga 29.8
Gagslngs 15.7
Gagg slng; <80, -19
(galinstan)

Materials that can be mixed with the liquid metal to make
composite electrodes are included in Table 2.

TABLE 2

Negative Electrode (anodes) Positive Electrode (cathodes)

Layer-structured cathode materials

(e.g., LiCoO;, LitNi; 3C0,,3:Mn,3)05),

graphite,
carbon,



US 8,841,014 Bl

15
TABLE 2-continued

Negative Electrode (anodes) Positive Electrode (cathodes)

Olivine-structured cathode materials
(e.g., LiFePO,, LiFeSiO,),

carbon nanotubes,
carbon nanoribbons,

silicon (81), Spinel-structured materials
tin (Sn), (e.g., such as LiMn,Oy).
gemmanium (Ge),

titania (TiO,),

aluminum (Al),
tin oxides (Sn0O,),
amorphous alloys
(e.g., Sn—Fe—C).

Example 3

Exemplary Procedure to Fabricate Liquid
Metal-Based Electrodes

Low melting point metals or alloys (1.LM) such as gallium
do not have good wetting tendency to the possible current
collectors such as stainless steel foils. It makes it difficult to
have a layer of liquid metal with controlled thickness. To
fabricate liquid metal electrodes with good stability the
present inventors developed a 2-step process.

Step 1: Create a fine powder of the liquid metal. Cryo
milling is a tool that can be used to mill the LM into fine
powders. The LM is lowered to a temperature sufficient to
allow for milling. which is typically below zero Celsius (e.g..
77 to 273 K). At this low temperature the LM is a brittle solid
and thus can be crushed into fine powders with a milling shaft.
The particle size can be controlled with the milling speed and
time. Fine particles are selected using sieves and shakers for
the next step.

Step 2: Film deposition. In this step, a thin layer of LM
powder is put on the current collector. It is then heated to a
temperature near or above the melting temperature of LM.
The powder is then rubbed on the current collector with a
rubbing cotton/rubber cloth. The rubbing action provides a
uniform film of liquid metal on the current collector. Without
wishing to be bound by theory. it is believed that the rubbing
action provides localized heating which is used for (1) Melt-
ing of the LM and spreading of the LM on the current collec-
tor; and (2) Forming a thin film of oxidation product of the
LM in between the current collector and LM (such an oxida-
tion film allows the LM to spread on the current collector with
much improved wettability). It should be noted that such a
film cannot be formed in the absence of oxygen, such as in
controlled argon/nitrogen chambers.

Throughout this document, various references are men-
tioned. All such references are incorporated herein by refer-
ence to the same extent as if each individual reference was
specifically and individually indicated to be incorporated by
reference, including the references set forth in the following
list:
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What is claimed is:
1. A battery, comprising:
a first electrode, and
a composite electrode comprising
a liquid metal that transforms from a liquid to a solid
during lithiation and from a solid to a liquid during
delithiation, allowing cracks occurring in the com-
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posite electrode to fill during delithiation and to be
healed during lithiation, and

an additional electrode material selected from: graphite,
carbon, carbon nanotubes, carbon nanoribbons, sili-
con (8i), germanium (Ge), titania (T10,), aluminum
(Al). tin oxides, LiCoO,. Li(Ni,;Co,:Mn,;)O,
LiFePO,, LiFeSiO, and LiMn,O,.

2. The battery of claim 1, wherein the additional electrode
material is silicon.

3. The battery of claim 1, wherein the additional electrode
material is selected from LiCoO,. Li(Ni,Co,Mn,,,)O,,
LiFePO,, LiFeSiO,, and LiMn,0,.

4. The battery of claim 1. wherein the liquid metal is
provided in a film on a conductor.

5. The battery of claim 4, wherein the film has a thickness
of 100 nm to 100 pm.

6. The battery of claim 4, wherein the film has a thickness
of 20 pm to 100 pm.

7. The battery of claim 1, wherein the liquid metal is
provided in a container.

8. The battery of claim 7, wherein the other electrode is also
provided in the container. and an electrolyte is provided in a
space between the first and second electrodes.

9. The battery of claim 1, wherein the other of said elec-
trodes is lithium metal.
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10. The battery of claim 1, further comprising an electro-

lyte.

11. A composite electrode for use in a lithium ion battery,

comprising:

a layer of liquid metal mixed with an additional electrode
material selected from graphite, carbon, carbon nano-
tubes, carbon nanoribbons, silicon (Si), germanium
(Ge). titania (TiO,), aluminum (Al), tin oxides, LiCoO,,
Li(N, ;Co, ;Mn, ;)O,. LiFePO,, LiFeSiO,. and
LiMn,O,: and

a conductor, wherein the layer of liquid metal is provided
on the conductor: and

wherein the liquid metal transforms from a liquid to a solid
during lithiation, and wherein the liquid metal trans-
forms from a solid to a liquid during delithiation. allow-
ing cracks occurring in the one of said electrodes to fill
during delithiation and to be healed during lithiation.

12. The electrode of claim 11, wherein the liquid metal is

selected from: Ga, Ga,sIn,s. and Gagg 5In,, <Sn,,.

13. The electrode of claim 11, wherein the conductor is

stainless steel.

14. The electrode of claim 11, wherein the liquid metal is

provided in a film on the conductor, wherein the film has a
thickness of 100 nm to 100 pum.
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