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(54) CATHODE CONTAINING SOLID SUPERACID AND LITHIUM-SULFUR SECONDARY BATTERY 
INCLUDING THE SAME

(57) The present invention relates to a cathode con-
taining a solid superacid to improve the electrochemical
properties and lifetime properties of the cathode using
sulfur as an active material, and to a lithium-sulfur sec-
ondary battery including the cathode. According to an
embodiment, a cathode for a lithium-sulfur secondary
battery contains sulfur and a solid superacid. Since the
solid superacid in the cathode does not affect the elec-
trochemical properties of the cathode containing sulfur,

it is possible to utilize sulfur itself as the cathode active
material without technical processing. As a result, it is
possible to minimize a reduction in the energy density of
the lithium-sulfur secondary battery. In addition, the solid
superacid in the cathode can improve the long-term life-
time properties of the lithium-sulfur secondary battery by
controlling the polysulfide which is an intermediate prod-
uct of the charging and discharging reactions of lithium
and sulfur.
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Description

TECHNICAL FIELD

[0001] The present invention relates to a lithium sec-
ondary battery. Particularly, the present invention relates
to a cathode containing a solid superacid to improve the
electrochemical properties and lifetime properties of the
cathode using sulfur as an active material, and to a lith-
ium-sulfur secondary battery including the cathode.

BACKGROUND

[0002] With the growth of technology related to elec-
tronic devices, there is an increasing demand for a small,
thin, lightweight and high-capacity battery in the market.
Also, coping with the development of electric vehicles or
fuel cell vehicles, a battery adapted to a vehicle is re-
quired.
[0003] A lithium-based secondary battery which is one
of rechargeable batteries is being widely used for a great
variety of portable electronic devices such as a mobile
phone, a notebook computer, a small video camera, and
the like. Normally, a lithium secondary battery is com-
posed of a cathode (positive electrode), an anode (neg-
ative electrode), and an electrolyte. In the lithium sec-
ondary battery, lithium ions move from a cathode active
material to an anode active material during charge, and
the reverse process occurs during discharge. While mov-
ing between the electrodes during charge and discharge,
lithium ions transfer electrical energy.
[0004] A typical lithium secondary battery has, howev-
er, some problems such as safety lowering due to over-
heating, a low energy density of about 360 Wh/kg, and
a low power output.
[0005] In order to solve such problems of a typical lith-
ium secondary battery, a lithium-sulfur secondary battery
capable of realizing a high energy density and a high
power output are being developed. Because of using sul-
fur, as a cathode active material, having a high capacity
per mass, the lithium-sulfur secondary battery can realize
a high energy density.
[0006] The lithium-sulfur secondary battery has, how-
ever, a problem that polysulfide which is an intermediate
product of lithium and sulfur flows into the electrolyte dur-
ing subsequent charge/discharge reactions. This causes
a capacity reduction due to a continuous loss of a revers-
ible sulfur active material, a self-discharge due to a shut-
tle reaction of the polysulfide in the electrolyte, and a
formation of a high resistance film at extraction on an
anode surface, thereby deteriorating the long-term life-
time properties of the lithium-sulfur secondary battery.
[0007] As a solution of these problems, many tech-
niques for inserting sulfur into a porous carbon nanos-
tructure having a high electrical conductivity and a large
internal space have been developed. These techniques
are to restrict a movement of the polysulfide produced
during the charge/discharge reactions within the struc-

ture, thereby minimizing the occurrence of the above
problems and improving the long-term lifetime properties
of the lithium-sulfur secondary battery.
[0008] However, the porous carbon nanostructure has
difficulty in increasing an inner pore, so that there is a
limit to increase the content of sulfur inserted into the
porous carbon nanostructure. As a result, even though
having an advantage of improving the long-term lifetime
properties of the lithium-sulfur secondary battery, the car-
bon nanostructure technology is disadvantageous in en-
ergy density as compared with a lithium-sulfur secondary
battery including a cathode using sulfur itself as an active
material.

SUMMARY

[0009] Accordingly, it is an object of the present inven-
tion to provide a cathode containing a solid superacid
and a lithium-sulfur secondary battery including the
same, which can increase the sulfur content in the cath-
ode and also suppress the influence of polysulfide which
is an intermediate product.
[0010] According to embodiments of the present inven-
tion, a cathode for a lithium-sulfur secondary battery con-
tains sulfur and a solid superacid.
[0011] In the cathode, the solid superacid may be con-
tained with a weight percent of 1 to 10 and may be a
powder having a particle size of 3 micrometers or less.
[0012] In the cathode, the sulfur may be contained with
a weight percent of 50 to 80.
[0013] The cathode may further contain a conductive
material with a weight percent of 7 to 25 and a binder
with a weight percent of 7 to 25.
[0014] In the cathode, the solid superacid may include
sulfated zirconia, sulfated titanium dioxide, sulfated tin
dioxide, or sulfated aluminum oxide.
[0015] According to embodiments of the present inven-
tion, a cathode structure for a lithium-sulfur secondary
battery comprises a current collector and a cathode
formed on the current collector and containing sulfur and
a solid superacid.
[0016] According to embodiments of the present inven-
tion, a lithium-sulfur secondary battery comprises a cath-
ode containing sulfur and a solid superacid.
[0017] According to the present invention, since the
cathode for the lithium-sulfur secondary battery contains
a solid superacid in addition to sulfur, it is possible to
improve the long-term lifetime properties of the lithium-
sulfur secondary battery while utilizing sulfur itself as a
cathode active material without technical processing.
[0018] That is, since the solid superacid in the cathode
does not affect the electrochemical properties of the cath-
ode containing sulfur, it is possible to utilize sulfur itself
as the cathode active material without any technical
processing. As a result, it is possible to minimize a re-
duction in the energy density of the lithium-sulfur sec-
ondary battery.
[0019] In addition, the solid superacid in the cathode
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can improve the long-term lifetime properties of the lith-
ium-sulfur secondary battery by controlling the
polysulfide which is an intermediate product of the charg-
ing and discharging reactions of lithium and sulfur.

BRIEF DESCRIPTION OF THE DRAWINGS

[0020]

FIG. 1 is a flow diagram illustrating a method of man-
ufacturing a solid superacid contained in a cathode
for a lithium-sulfur secondary battery according to
the present invention.
FIG. 2 is a SEM photograph of the solid superacid
manufactured by the method shown in FIG. 1.
FIG. 3 is a photograph showing a change in color
before and after the solid superacid manufactured
by the method shown in FIG. 1 is added to an elec-
trolytic solution containing polysulfide.
FIG. 4 is a cross-sectional view showing a cathode
structure for a lithium-sulfur secondary battery ac-
cording to the present invention.
FIG. 5 is a graph showing charge/discharge curves
of a lithium-sulfur secondary battery according to a
comparative example and an embodiment of the
present invention.
FIG. 6 is a graph showing lifetime properties of a
lithium-sulfur secondary battery at room temperature
according to a comparative example and an embod-
iment of the present invention.

DETAILED DESCRIPTION

[0021] Hereinafter, embodiments of the present inven-
tion will be described in detail with reference to the ac-
companying drawings.
[0022] In the following description of embodiments,
techniques that are well known in the art and not directly
related to the present invention are not described. This
is to clearly convey the subject matter of the present in-
vention by omitting an unnecessary explanation. For the
same reason, some elements in the drawings are exag-
gerated, omitted, or schematically illustrated. Also, the
size of each element does not entirely reflect the actual
size.
[0023] In addition, terms used herein are defined in
consideration of functions of this invention and may be
varied depending on a user or an operator’s intention or
custom. Therefore, the definition should be made based
on the contents throughout this description.
[0024] According to embodiments of the present inven-
tion, a cathode for a lithium-sulfur secondary battery con-
tains sulfur and a solid superacid and may further contain
a conductive material and a binder. The cathode may
include the solid superacid with a weight percent of 1 to
10, the sulfur with a weight percent of 50 to 80, the con-
ductive material with a weight percent of 7 to 25, and the
binder with a weight percent of 7 to 25. The solid super-

acid may be a powder having a particle size of several
micrometers, for example, 3 micrometers or less.
[0025] The reason why the solid superacid is contained
in the sulfur-based cathode is that it can improve the long-
term lifetime properties of the lithium-sulfur secondary
battery while utilizing sulfur itself as a cathode active ma-
terial without technical processing. That is, since the solid
superacid in the cathode does not affect the electrochem-
ical properties of the cathode containing sulfur, it is pos-
sible to utilize sulfur itself as the cathode active material
without any technical processing. As a result, it is possible
to minimize a reduction in the energy density of the lith-
ium-sulfur secondary battery. In addition, the solid su-
peracid in the cathode can improve the long-term lifetime
properties of the lithium-sulfur secondary battery by con-
trolling the polysulfide which is an intermediate product
of the charging and discharging reactions of lithium and
sulfur.
[0026] The conductive material is used to obviate a
problem caused by low electrical conductivity of sulfur.
However, if the amount of the conductive material includ-
ed in the cathode is excessively large, aggregation of the
conductive material may occur due to deterioration of
dispersion characteristics, and the energy density of the
entire battery may be lowered.
[0027] As the conductive material, various materials
may be used. For example, graphite such as natural
graphite or artificial graphite may be used as the conduc-
tive material. For example, carbon black, acetylene
black, ketjen black, channel black, furnace black, lamp
black, or thermal black may be used as the conductive
material. For example, conductive fiber such as carbon
fiber or metallic fiber may be used as the conductive ma-
terial. For example, metal powder such as carbon fluoride
powder, aluminum powder, or nickel powder may be
used as the conductive material. For example, conduc-
tive whisker such as zinc oxide or potassium titanate may
be used as the conductive material. For example, a con-
ductive metal oxide such as titanium oxide may be used
as the conductive material. For example, any conductive
material such as polyaniline, polythiophene, polyacety-
lene, polypyrrole, or polyphenylene derivative may be
used. However, the conductive material is not limited to
the above examples.
[0028] As the binder, a material having excellent dis-
persibility with respect to the conductive material and be-
ing capable of stably attaching the cathode to the current
collector may be used. For example, a fluorine-based,
rubber-based, or acrylate-based binder may be used.
However, the binder is not limited to these examples.
The amount of the binder may be within a range that does
not lower the energy density of the entire battery without
causing aggregation of the conductive material.
[0029] The solid superacid has higher acid strength
than that of a 100% sulfuric acid. As the solid superacid,
sulfated zirconia, sulfated titanium dioxide, sulfated tin
dioxide, or sulfated aluminum oxide may be used. How-
ever, the solid superacid is not limited to these examples.
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The sulfated zirconia is zirconia (ZrO2) whose solid par-
ticle surface is modified with a sulfuric acid group (SO4

2-

). The sulfated titanium dioxide is titanium dioxide (TiO2)
whose solid particle surface is modified with a sulfuric
acid group (SO4

2-). The sulfated tin dioxide is tin dioxide
(SnO2) whose solid particle surface is modified with a
sulfuric acid group (SO4

2-). The sulfated aluminum diox-
ide is aluminum oxide (Al2O3) whose solid particle sur-
face is modified with a sulfuric acid group (SO4

2-).
[0030] The sulfated zirconia may be manufactured by
a method as shown in FIG. 1. FIG. 1 is a flow diagram
illustrating a method of manufacturing a solid superacid
contained in a cathode for a lithium-sulfur secondary bat-
tery according to the present invention.
[0031] First, at step S11, ZrOCl2·8H2O and (NH4)2SO4
are prepared as raw materials for manufacturing the sul-
fated zirconia.
[0032] Next, at step S13, ZrOCl2·8H2O of 25 to 30wt%
and (NH4)2SO4 of 70 to 75wt% are poured into a con-
tainer and then mixed for 30 minutes to prepare a paste.
[0033] Then, at step S15, the prepared paste is aged
at 25°C for 18 hours or more.
[0034] Then, at step S17, the aged paste undergoes
calcination at 600°C for 5 hours to obtain the sulfated
zirconia. Here, the calcination may proceed in an air flow
atmosphere.
[0035] FIG. 2 is a SEM photograph of the solid super-
acid manufactured by the method shown in FIG. 1.
[0036] As seen from FIG. 2, the solid superacid man-
ufactured by the method of FIG. 1 is a powder having a
uniform particle size of 3mm or less.
[0037] Before evaluating the electrochemical proper-
ties and long-term lifetime properties of the lithium-sulfur
secondary battery according to the present invention, an
experiment for verifying a polysulfide control capability
of the solid superacid was carried out as shown in FIG.
3. FIG. 3 is a photograph showing a change in color be-
fore and after the solid superacid manufactured by the
method shown in FIG. 1 is added to an electrolytic solu-
tion containing polysulfide.
[0038] As shown in FIG. 3, the solid superacid was
added to an electrolytic solution in which polysulfide was
dissolved, and after storage for 48 hours, a color change
was observed. As a result of comparison in the color of
the electrolytic solution before and after storage for 48
hours, it was observed that the color of the electrolytic
solution was cleaner after storage. This means that
polysulfide was controlled by the solid superacid.
[0039] Thereafter, in order to evaluate the electro-
chemical properties and long-term lifetime properties of
the lithium-sulfur secondary battery according to the
present invention, lithium-sulfur secondary batteries ac-
cording to an embodiment and a comparative example
were obtained as follows.
[0040] In an embodiment, sulfur and a solid superacid
were mixed uniformly and physically, and then a conduc-
tive material and a binder were added thereto. Then,
through a typical method, a cathode containing the solid

superacid was obtained. Specifically, a slurry was pre-
pared by dissolving sulfur of 55wt%, a solid superacid of
5wt%, ketjen black of 20wt% as a conductive material,
and polyethylene oxide (PEO) of 20wt% as a binder in
acetonitrile (ACN). The prepared slurry was applied to
an aluminum foil having a thickness of 20mm, dried, and
compacted by a press. Then, the slurry was dried in vac-
uum at 60°C for 12 hours. As a result, a working electrode
(cathode) was obtained in the form of a disc having a
diameter of 12mm.
[0041] The obtained working electrode may have a
structure as shown in FIG. 4. FIG. 4 is a cross-sectional
view showing a cathode structure 20 for a lithium-sulfur
secondary battery according to the present invention.
[0042] As shown in FIG. 4, the cathode structure 20
includes a current collector 21 and a cathode 29. The
cathode 29 is formed on the current collector 21 and con-
tains sulfur 23 and a solid superacid 25. The current col-
lector 21 may be an aluminum foil. A reference numeral
27 denotes a conductive material and a binder that form
the cathode 29.
[0043] On the other hand, a cathode (working elec-
trode) according to a comparative example was prepared
through the same method as the above-described meth-
od of the embodiment except that sulfur of 5wt% was
further added instead of the solid superacid. That is, the
cathode according to the comparative example contains
sulfur of 60wt%.
[0044] As a counter electrode (also a reference elec-
trode), a lithium metal foil punched with a diameter of
14mm was used. As a separator, a PE film was used. As
an electrolytic solution, a mixed solution of 1M LiTFSI
and DME/DOL 8:2 v/v with 0.2M LiNO3 added was used.
[0045] A case (model CR2032 of SUS Corporation)
was used, and the separator was immersed in the elec-
trolytic solution between the working electrode and the
counter electrode. As a result, the lithium-sulfur second-
ary battery according to each of the embodiment and the
comparative example was obtained.
[0046] Thereafter, charge/discharge reactions were
performed at 0.1C in the range of 1.7 to 2.6V (vs. Li+/Li)
under the condition of 25°C, and the lifetime was evalu-
ated at 0.5C.
[0047] FIG. 5 is a graph showing charge/discharge
curves of a lithium-sulfur secondary battery according to
a comparative example and an embodiment of the
present invention.
[0048] As shown in FIG. 5, a discharge capacity was
measured equally as about 1060 mAh/g in each of the
comparative example and the embodiment. Therefore,
it was seen that the presence or not of a solid superacid
had no influence on the capacity-per-mass implementa-
tion of the battery.
[0049] FIG. 6 is a graph showing lifetime properties of
a lithium-sulfur secondary battery at room temperature
according to a comparative example and an embodiment
of the present invention. In particular, the 0.5C lifetime
properties were compared at room temperature between
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the comparative example and the embodiment.
[0050] As shown in FIG. 6, when charge/discharge re-
actions were repeated 50 times in each of the compara-
tive example and the embodiment, the effect of improving
the lifetime properties by the solid superacid was ob-
served as about 80% in case of the comparative example
and as about 90% in case of the embodiment. This seems
to be caused by the solid superacid of controlling
polysulfide.
[0051] As a result of evaluating the electrochemical
properties and long-term lifetime properties of the lithium-
sulfur secondary battery according to the present inven-
tion, it can be seen that it is possible to utilize sulfur itself
as the cathode active material without any technical
processing since the solid superacid in the cathode does
not affect the electrochemical properties of the cathode
containing sulfur. Also, it is possible to minimize a reduc-
tion in the energy density of the lithium-sulfur secondary
battery.
[0052] In addition, the solid superacid in the cathode
can improve the long-term lifetime properties of the lith-
ium-sulfur secondary battery by controlling the
polysulfide which is an intermediate product of the charg-
ing/discharging reactions of lithium and sulfur.
[0053] While this disclosure has been particularly
shown and described with reference to an exemplary em-
bodiment thereof, it will be understood by those skilled
in the art that various changes in form and details may
be made therein without departing from the scope of the
present invention as defined by the appended claims.

Claims

1. A cathode for a lithium-sulfur secondary battery, the
cathode containing sulfur and a solid superacid.

2. The cathode of claim 1, wherein the solid superacid
is contained with a weight percent of 1 to 10 and is
a powder having a particle size of 3 micrometers or
less.

3. The cathode of claim 2, wherein the sulfur is con-
tained with a weight percent of 50 to 80.

4. The cathode of claim 3, further containing a conduc-
tive material with a weight percent of 7 to 25 and a
binder with a weight percent of 7 to 25.

5. The cathode of claim 1, wherein the solid superacid
includes sulfated zirconia, sulfated titanium dioxide,
sulfated tin dioxide, or sulfated aluminum oxide.

6. A cathode structure for a lithium-sulfur secondary
battery, the cathode structure comprising:

a current collector; and
a cathode formed on the current collector and

containing sulfur and a solid superacid.

7. The cathode structure of claim 6, wherein the cath-
ode contains the solid superacid with a weight per-
cent of 1 to 10 and the sulfur with a weight percent
of 50 to 80, and
wherein the solid superacid is a powder having a
particle size of 3 micrometers or less.

8. The cathode structure of claim 7, wherein the cath-
ode further contains a conductive material with a
weight percent of 7 to 25 and a binder with a weight
percent of 7 to 25.

9. The cathode structure of claim 6, wherein the solid
superacid includes sulfated zirconia, sulfated titani-
um dioxide, sulfated tin dioxide, or sulfated aluminum
oxide.

10. A lithium-sulfur secondary battery comprising a cath-
ode containing sulfur and a solid superacid.

11. The lithium-sulfur secondary battery of claim 10,
wherein the cathode contains the solid superacid
with a weight percent of 1 to 10 and the sulfur with
a weight percent of 50 to 80, and
wherein the solid superacid is a powder having a
particle size of 3 micrometers or less.

12. The lithium-sulfur secondary battery of claim 11,
wherein the cathode further contains a conductive
material with a weight percent of 7 to 25 and a binder
with a weight percent of 7 to 25.
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