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Description

Technical Field

[0001] The present invention relates to a solid-electrolyte secondary battery having a solid electrolyte (also a gel
electrolyte) disposed therein between a positive electrode and negative electrode, and more particularly, to a novel solid-
electrolyte secondary battery capable of an improved number of charge and discharge cycles, that is one of the per-
formance requirements for the secondary batteries in practical use, and which can be manufactured with a higher
productivity.

Background Art

[0002] In recent years, many portable electronic apparatuses such as an integral VTR/video camera unit, portable
telephone, portable computer, etc. have been proposed, and they show a tendency to be more and more compact for
their improved portability. Many developments and researches have been made to provide a thinner or bendable battery,
more specifically, a secondary battery, or a lithium ion battery among others, for use as a portable power source in such
a more compact portable electronic apparatus.
[0003] To attain such a thinner or bendable battery structure, active researches have been made concerning a solidified
electrolyte for use in the battery. Especially, a gel electrolyte containing a plasticizer and a polymeric solid electrolyte
made from a high molecular material having lithium salt dissolved therein are attracting much attention from many fields
of industry.
[0004] As the high molecular materials usable to produce a high molecular solid electrolyte, a silicone gel, acryl gel,
acrylonitrile, polyphosphazen-modified polymer, polyethylene oxide, polypropylene oxide, their composite polymer,
cross-linked polymer, modified polymer, etc. have been reported. In the conventional secondary battery using a solid
electrolyte made from one of these high molecular materials, however, since the electrolyte film has no sufficient film
strength and adhesion to the battery electrodes, there occurs a nonuniformity between the charge and discharge currents,
and a lithium dendrite easily takes place. Thus, the conventional secondary battery has a short charge and discharge
cycle life (number of charge and discharge cycles), namely, it is critically disadvantageous in that it cannot meet the
requirement "stable usability for a longer term" being one of the basic and important requirements for production of a
commercial article.
[0005] Further, for a higher film strength of a solid electrolyte, it has been proposed to cross-link a trifunctional poly-
ethylene glycol and diisocyanate derivative by reaction between them (as disclosed in the Japanese Unexamined Patent
Publication No. 62-48716) or to cross-link polyethylene glycol diacrylate by polymerization (as disclosed in the Japanese
Unexamined Patent Publication No. 62-285954). Because an unreacted substance or a solvent used for the reaction
remains, the electrolyte has no sufficient adhesion to the battery electrodes. Moreover, the indispensable process of
drying removal causes the productivity to be low. These methods are required for a further improvement.
[0006] As mentioned above, the high molecular solid or gel electrolyte has excellent characteristics not found with the
liquid electrolytes, but when it is used in a battery, it can hardly be put in ideal contact with the battery electrodes. This
is because the solid or gel electrolyte will not flow as the liquid electrolyte.
[0007] The contact of the high molecular solid or gel electrolyte with the battery electrodes has a large influence on
the battery performance. Namely, if the contact between them is poor, the contact resistance between the high molecular
solid or gel electrolyte and the battery electrodes is large so that the internal resistance of the battery is large. Furthermore,
there cannot be an ideal ion movement between the high molecular solid or gel electrolyte and the electrodes, and so
the battery capacity is also low. If such a battery is used for a long term, there occurs a nonuniformity between the charge
and discharge currents and a lithium dendrite is likely to take place.
[0008] Therefore, in a battery using a high molecular solid or gel electrolyte, it is extremely important to adhere the
high molecular solid or gel electrolyte to active material layers of electrodes of the battery with a sufficient adhesive
strength.
[0009] To implement the above, it has been proposed as in the Japanese Unexamined Patent Publication No. 2-40867
to use a positive electrode composite in which a high molecular solid electrolyte is added to a positive active material
layer of the positive electrode. In the battery disclosed in the Japanese Unexamined Patent Publication, a part of the
high molecular solid electrolyte is mixed in the positive active material layer to improve the electrical contact between
the high molecular solid electrolyte and positive-electrode active material layer.
[0010] However, in case the method disclosed in the Japanese Unexamined Patent Publication No. 2-40867 is adopted,
the positive-electrode composite to which the high molecular solid electrolyte is added must be used to produce a positive
plate and the high molecular solid electrolyte should be laminated on the positive plate. No ideal contact can be attained
between the positive plate and solid electrolyte. More specifically, if a solid electrolyte having an irregular surface is
laminated on an electrode layer, no good adhesion between them can be ensured and the internal resistance will be
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increased, with a result that the load characteristic becomes worse. Also, a positive or negative electrode composite in
which a high molecular solid or gel electrolyte is added cannot easily be pressed to a sufficient extent because of the
elasticity of the high molecular solid or gel electrolyte, and the grain spacing inside the composite is large, with a result
that the internal resistance is increased. Also in this case, the load characteristic becomes worse. Furthermore, to prevent
an electrolyte salt contained in the high molecular solid or gel electrolyte from being dissolved, the positive or negative
electrode should be produced at a low humidity, their quality cannot easily be controlled, and the manufacturing costs
are large.
[0011] EP-A-0 730 316 discloses an electrochemical cell with a positive electrode, a solid electrolyte and a negative
electrode, wherein the solid electrolyte comprises a porous polyvinylidene fluoride and an electrolyte material combined
therewith. An example for such a polyvinylidene fluoride is Kynar® 460 with a weight-average molecular weight of 572,500.
[0012] US-A-5,565,284 discloses a lithium secondary cell with a negative and/or positive electrode material which is
bonded to a current collector surface by a binder containing a crosslinked polymer or is formed by coating to a current
collector a composition comprising an active material and a polymer binder containing a fluorinated polymer which is
curable upon exposure to radiation, followed by radiation curing treatment.
[0013] US-A-5,456,000 discloses a rechargeable battery structure with positive and negative electrode elements and
a separator element, wherein each of the electrode and separator elements comprises a flexible, polymeric matrix
composition substantially devoid of electrolyte salt. The matrix composition may comprise a copolymer of vinylidene
fluoride with 8 to 25% by weight hexafluoropropylene and has homogeneously distributed therein 20 to 70% by weight
of an organic plasticizer compatible with the copolymer. The negative electrode element composition comprises a carbon
intercalation compound homogeneously distributed in a matrix of the separator element composition.

Disclosure of the Invention

[0014] Accordingly, the present invention has an object to overcome the above-mentioned drawbacks of the prior art
by providing a solid electrolyte excellent in adhesion to the active material layers of the electrodes, and thus providing
a solid-electrolyte secondary battery using therein the solid electrolyte to ensure a good electrical contact between the
solid electrolyte and active material layers of a positive electrode and negative electrode of the battery.
[0015] Also, the present invention has another object to provide a solid-electrolyte secondary battery adapted to have
an ideal grain spacing in the active material layers of the positive and negative electrode, an improved charge and
discharge cycle life, and a high productivity.
[0016] These objects are achieved by the subject matter of claim 1.
[0017] To attain the above object, the Inventors have been made many researches for a long term. As a result of the
researches, it has been found that the molecular weight of a fluorocarbon polymer used as a matrix polymer in the solid
electrolyte has a great influence on the characteristics of the electrolyte, use of a fluorocarbon polymer having a large
molecular weight makes it possible to adhere a high molecular solid or gel electrolyte to the active material of the
electrodes with a sufficient strength and provide a good electrical contact between the solid or gel electrolyte and the
active material of the positive and negative electrodes, and that use of such a fluorocarbon polymer allows to provide a
solid-electrolyte secondary battery having a longer charge and discharge cycle life and an excellent productivity.
[0018] The solid-electrolyte secondary battery according to the present invention as defined in claim 1 is completed
based on the above findings by the Inventors.
[0019] Note that the term "solid electrolyte" used herein refers to a so-called solid electrolyte as well as to a gel
electrolyte in which a matrix polymer is plasticized by a plasticizer, for example. Therefore, the solid-electrolyte secondary
battery of the present invention includes a gel-electrolyte secondary battery as well.
[0020] According to the present invention, a fluorocarbon polymer of 550, 000 or more in weight-average molecular
weight (Mw) is contained in the matrix polymer. The fluorocarbon polymer of 550,000 or more in weight-average molecular
weight assures an excellent adhesion of the electrolyte to the active material of the positive and negative electrodes.
Therefore, it is possible to adhere the high molecular solid or gel electrolyte to the active material of the electrodes with
a sufficient strength and thus reduce the internal resistance of the electrodes, thereby permitting to attain an improved
charge and discharge cycle life of the battery.
[0021] These objects and other objects, features and advantages of the present intention will become more apparent
from the following detailed description of the preferred embodiments of the present invention when taken in conjunction
with the accompanying drawings.

Brief Description of the Drawings

[0022]

FIG. 1 shows a characteristic curve of the correlation between weight-average molecular weight (Mw), number-



EP 1 001 476 B1

4

5

10

15

20

25

30

35

40

45

50

55

average molecular weight (Mn) and logarithmic viscosity number (dl/g);
FIG. 2 is a sectional view of an experimental battery of the present invention; and
FIG. 3 is also a sectional view of the peel test equipment.

Best Mode For Carrying Out the Invention

[0023] The solid-electrolyte secondary battery according to the present invention uses two fluorocarbon polymers as
matrix polymer.
[0024] The fluorocarbon polymers usable as a matrix polymer in the solid electrolyte according to the present invention
are polyvinylidene fluoride or vinylidene fluoride-hexafluoropropylene copolymer.
[0025] The fluorocarbon polymer used as the matrix polymer should have a weight-average molecular weight of
550,000 or more. If the fluorocarbon polymer has a weight-average molecular weight of under 550,000, it has no sufficient
adhesive strength. Note that as the fluorocarbon polymer has a weight-average molecular weight increased from 300,000,
it has a gradually increased adhesive strength. However, the adhesive strength assured by a weight-average molecular
weight under 550,000 cannot always be said to be sufficient. To ensure a sufficient adhesive strength, the weight-average
molecular weight (Mw) should be over 550,000.
[0026] The fluorocarbon polymer should desirably have a weight-average molecular weight of more than 550,000;
however, for a weight-average molecular weight of more than 3,000,000, the polymer ratio has to be lowered to an
impractical dilution ratio. The solid or gel electrolyte is produced by using, singly or as a component of the plasticizer,
one of esters, ethers or carbonates usable in a battery to prepare a solution of the high molecular compound, electrolyte
salt and solvent (and further a plasticizer for a gel electrolyte), impregnating the solution into a positive or negative
electrode active material, and removing the solvent to solidify the electrolyte. Therefore, the esters, ethers or carbonates
usable in the battery are limited of themselves. The esters, ethers or carbonates included in the limited range and having
a weight-average molecular weight of more than 1,000,000 do not show a sufficient solubility to prepare a suitable solution.
[0027] Therefore, the weight-average molecular weight (Mw) of the fluorocarbon polymer should preferably range
from 550,000 to 3,000,000, and more preferably from 550,000 to 1,000,000.
[0028] In case a fluorocarbon polymer of 550,000 or more in weight-average molecular weight (Mw) is used, another
fluorocarbon of 300,000 or more and under 550,000 in Mw is used in combination to lower the viscosity for facilitating
to form a film of the electrolyte. In this case, however, the ratio of the fluorocarbon polymer of 550,000 or more in Mw
should preferably be 30 % or more by weight. = If the ration of the fluorocarbon polymer of 550,000 or more in Mw is
lower, it will be difficult to ensure an intended sufficient adhesive strength of the solid electrolyte.
[0029] The fluorocarbon polymer of 550,000 or more in Mw is prepared by using a peroxide and polymerizing a
monomer at a temperature ranging from room temperature to 200°C and under an atmospheric pressure of 300 or less.
It is industrially produced by the suspension polymerization or emulsion polymerization process.
[0030] In the suspension polymerization process, water is used as a medium, a dispersant is added to the monomer
to disperse the latter as liquid drops into the medium, the organic peroxide dissolved in the monomer is polymerized as
a polymerization initiator.
[0031] Also, during suspension polymerization of the monomer in the medium in the presence of an oil-soluble po-
lymerization initiator (will be referred to as "initiator" hereinunder), a monomer selected from hexafluoropropylene, eth-
ylene tetrafluoride, etc. may be used as a copolymer component in 1 to 7 % by weight of all the monomers to provide
a copolymer.
[0032] The hexafluoropropylene or ethylene tetrafluoride may be totally added into a polymerization container during
the initial charging. Otherwise, it may partially or wholly be add in a divisional or continuous manner to the polymerization
container after the initial charging.
[0033] A chain transfer agent used at this time includes acetone, isopropyl acetate, ethyl acetate, diethyl carbonate,
dimethyl carbonate, baked ethyl carbonate, propionic acid, trifluoroacetic acid, trifluoroethyl alcohol, formaldehyde dime-
thyl acetal, 1,3-butadiene epoxide, 1, 4-dioxane, β-buthyl lactone, ethylene carbonate, vinylene carbonate or the like.
Among them, however, acetone or ethylene acetate should preferably be used for the easy availability and handling.
[0034] The initiator may be any one of dinormalpropyl peroxidicarbonate (NPP), diisopropyl peroxidicarbonate or the
like.
[0035] For each of the initiator and chain transfer agent, a king and amount may be selected and one or more than
two kinds be used in combination to attain a desired molecular weight.
[0036] The dispersant usable in the process of preparing the electrolyte may be any one of partially suspended polyvinyl
acetate used in ordinary suspension polymerization, a water-soluble cellulose ether such as methyl cellulose, hydrox-
yethyl cellulose, hydroxypropyl cellulose, hydroxypropyl methyl cellulose or the like, a water-soluble polymer such as
gelatin or the like, for example.
[0037] The water, monomer, dispersant, initiator, chain transfer agent and other auxiliaries may be charged in any
manner which would be suitably used in ordinary suspension polymerization.
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[0038] For example, the water, dispersant, initiator, chain transfer agent and other auxiliaries are charged, and then
put under a reduced pressure for deaeration, the monomer is charged, and agitation of the mixture is started. After the
mixture reaches a predetermined temperature, it is kept at that temperature for proceeding of the polymerization. When
the conversion reaches, for example, 10 to 50 %, the chain transfer agent is charged under pressure. The polymerization
is further allowed to progress. When the conversion reaches 80% or more, for example, an unreacted monomer is
recovered. Then the polymer is dehydrated, washed and dried to provide a polymer.
[0039] By controlling the temperature, pressure and reaction time appropriately at this time, it is possible to provide a
high-molecular-weight fluorocarbon polymer of 550,000 or more in weight-average molecular weight.
[0040] The fluorocarbon polymer thus produced forms, together with the electrolyte salt and solvent (in addition, a
plasticizer for a gel electrolyte), a solid or gel electrolyte. The electrolyte is provided between a positive electrode and
negative electrode. At this time, the fluorocarbon polymer should preferably be impregnated in the state of a solution
into the active material of the positive or negative electrode, and the solvent be removed for solidification of the electrolyte.
Thereby a part of the electrolyte is impregnated into the active material of the positive or negative electrode to provide
a higher adhesive strength which can ensure an improved adhesion of the electrolyte to the electrodes.
[0041] In the solid or gel electrolyte, the matrix polymer is used in 2 to 30 % by weight and an ester, ether or a carbonate
is used as one component of the solvent or plasticizer.
[0042] The solid or gel electrolyte contains a lithium salt which may be a one used in ordinary battery electrolytes.
More particularly, the lithium salt may be a one selected from lithium chloride, lithium bromide, lithium iodide, lithium
chlorate, lithium perchlorate, lithium bromate, lithium iodate, lithium nitrate, tetrafluoro lithium borate, hexafluoro lithium
phosphate, lithium acetate, bis(trifluoromethane sulfonyl)imide lithium, LiAsF6, LiCF3SO3, LiC(SO2CF3)3, LiAlCl4, LiSiF6,
etc.
[0043] These lithium salts may be used singly or in combination as mixed together, but among them, LiPF6 and LiBF4
should desirably be used for the oxidation stability.
[0044] The dissolution concentration of the lithium salt should preferably be 0.1 to 3.0 mols /liter in the plasticizer for
a gel electrode, and more preferably 0.5 to 2.0 mols/liter.
[0045] The solid-electrolyte secondary battery according to the present invention can be constructed similarly to the
conventional lithium ion secondary battery provided that it uses the above-mentioned solid or gel electrolyte.
[0046] That is, the negative electrode of a lithium ion battery may be made of a material into or from which lithium ion
can be inserted or extracted. The material for the negative electrode may be, for example, a carbon material such as a
carbon material difficult to be graphitized or a graphite material. More particularly, the material may be any one selected
from carbon materials such as pyrocarbons, cokes (pitch coke, needle coke, petroleum coke), graphites, vitreous carbons,
sintered organic high molecular compounds (phenol resin, furan resin or the like sintered at an appropriate temperature
for carbonization), carbon fiber, activated charcoal and the like. In addition, it may be any one of materials into or from
which lithium ion can be inserted or extracted, including high molecular compounds such as polyacetylene, polypropyl,
etc., oxides such as SnO2, etc. For forming a negative electrode from such a material, a well-known binder or the like
may be added to the material.
[0047] The positive electrode may be formed from a metal oxide, metal sulfide or a special high molecular compound
used as a positive electrode active material depending upon an intended type of battery. For a lithium ion battery, for
example, the positive electrode active material may be a metal sulfide or oxide containing no lithium such as TiS2, MoS2,
NbSe2, V2O5 or the like, or a lithium composite oxide or the like containing as the base LiMO2 (M is one or more kind
of transition metal, and x differs depending upon the charged or discharged extent of the battery, normally over 0.05
and under 1.10). The transition metal M composing the lithium composite oxide should preferably be Co, Ni, Mn or the
like. More particularly, the lithium composite oxides include LiCoO2, LiNiO2, LiNiyCOi-yO2 (0 < y < 1), LiMn2O4. These
lithium composite oxides can be a positive electrode active material allowing to generate a high voltage and excellent
in energy density. The positive electrode may be formed from more than one of these active materials. For forming a
positive electrode from any of these active materials, a well-known conducting material, binder or the like may be added
to the active material.
[0048] The battery according to the present invention is not limited to any special shape but may be designed to have
a cylindrical, square or rectangular, coin, button or any other shape. Also, the battery according to the present invention
may freely be dimensioned large, thin or otherwise.
[0049] The present invention will further be described herebelow concerning the experimental embodiments of the
battery based on the experiment results.

Example of polymerizing conditions for fluorocarbon polymer

[0050] Following monomers and auxiliaries were charged into a pressure-resistant autoclave made of a stainless steel
and having a volume of 14 liters, and the polymerization was started at a temperature of 25°C:
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[0051] In 3 to 24 hours after start of the polymerization (when the conversion of 30 to 80 % has been attained), 3.0
parts by weight of ethyl acetate was added to the mixture and the polymerization was allowed to proceed. When the
internal pressure of the polymerization container decreased by 50% for example from the equilibrium pressure after the
polymerization was started down, the unreacted monomer was recovered, a polymer slurry thus produced was dehy-
drated, washed and dried.

Molecular weight measurement

a. Distribution of molecular weight (Mw/Mn)

[0052] A gel-permeation chromatograph (8010 series by Toso, with two columns TSK-GEL GMHXL of 7.8 mm in
diameter, 300 mm in length, connected in series) was used to measure the weight-average molecular weight (Mw) of a
dimethyl acetoamide solution in which the powder of the polymer obtained as in the above was dissolved at a concentration
of 0.2 % by weight at a temperature of 40°C and flow rate of 0.8 ml/min.

b. Composition analysis of the polymer

[0053] The composition was measured using 19F NMR.

c. Logarithmic viscosity number

[0054] A Ubbelohde viscometer was used to measure an efflux time at 30 °Cof a solution in which the powder of the
polymer was dissolved in dimethyl formamide at a concentration of 4 g/liter. The following equation was used to calculate
a logarithmic viscosity number from the measured efflux time: 

where ηrel: Efflux time of sample solution/Efflux time of solvent
C: Concentration of sample solution (0.4 g/dl)

[0055] FIG.1 shows the correlation between the measured weight-average molecular weight (Mw), number-average
molecular weight (Mn) and logarithmic viscosity number.

Experimental embodiment 1 (Comparative Example)

[0056] First, a negative electrode was prepared as in the following:

Ninety parts by weight of a crushed graphite powder and 10 parts by weight of vinylidene fluoride/hexafluoropropylene
copolymer as a binder were mixed together to prepare a negative electrode mixture. The mixture was dispersed in
N-methyl-2-pyrolidone to produce a slurry.

[0057] The slurry was applied uniformly to one side of a copper foil stripe of 10 mm in thickness, used as an anode
collector. After the slurry was dried, the copper foil stripe was compressed and formed by a roll press to prepare a
negative electrode.
[0058] On the other hand, a positive electrode was prepared as in the following:

To produce a positive electrode active material (LiCoO2), lithium carbonate and cobalt carbonate were mixed at a

Vinylidene fluoride 93 parts by weight (3,000 g)
Hexafluoropropylene 7 parts by weight

Purified water 300 parts by weight
Methyl cellulose 0.1 part by weight
Soda pyrophosphate 0.2 part by weight
NPP 0.61 part by weight
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ratio of 0.5 mol to 1 mol and sintered in the atmosphere at 900 °C for 5 hours. Ninety one parts by weight of the
LiCoO2 thus produced, 6 parts by weight of graphite as a conducting material and 10 parts by weight of vinylidene
fluoride/hexafluoropropylene copolymer were mixed together to prepare a positive electrode mixture. The mixture
was further dispersed in N-methyl-2-pyrolidone to produce a slurry. The slurry was applied uniformly to one side of
an aluminum foil stripe of 20 mm in thickness used as an cathode collector. After the slurry was dried, the aluminum
foil stripe was compressed and formed by the roll press to produce a positive electrode.

[0059] Further, a solid electrolyte (or gel electrolyte) was prepared as in the following:
[0060] The negative and positive electrodes were applied uniformly with a solution in which 30 parts by weight of a
plasticizer composed of 42.5 parts by weight of ethylene carbonate (EC), 42.5 parts by weight of propylene carbonate
(PC) and 15 parts by weight of LiPF6, 10 parts by weight of polyvinyl fluoride being a matrix polymer of 600,000 in weight-
average molecular weight (logarithmic viscosity number of 1.93) and 60 parts by weight of diethyl carbonate were mixed
and dissolved. Thus, the solution was impregnated into the electrodes. The electrodes were left at normal temperature
for 8 hours. Thereafter, the dimethyl carbonate was vaporized for removal to provide a gel electrolyte.
[0061] The negative and positive electrodes applied with the gel electrolyte were superposed one on another for the
gel electrolytes thereon to opposite to each other, and a pressure was applied to the electrodes, thereby preparing a
flat gel-electrode battery of 2. 5 cm by 4.0 cm in area and 0.3 mm in thickness.
[0062] FIG. 2 schematically illustrates the battery thus prepared. As seen, it comprises a negative electrode having
an anode collector 1 on which an anode active material layer 2 was formed, a positive electrode having a cathode
collector 3 on which a cathode active material layer 4 is formed, and a gel electrolyte 5 applied to the anode and cathode
active material layers 2 and 4, respectively.

Experimental embodiment 2

[0063] A flat gel electrolyte battery was prepared in a similar manner to that in the experimental embodiment 1 having
been described above except that 7 parts by weight of a polyvinylidene fluoride of 700,000 in weight-average molecular
weight (Mw) and 3 parts by weight of a polyvinylidene fluoride of 300,000 in weight-average molecular weight (Mw) were
used as matrix polymers.

Experimental embodiment 3 (Comparative Example)

[0064] A flat gel electrolyte battery was prepared in a similar manner to that in the experimental embodiment 1 having
been described above except that a vinylidene fluoride/hexafluoropropylene copolymer having a weight-average mo-
lecular weight (Mw) of 600,000 (content of the hexafluoropropylene was 7.0 % by weight as measured by NMR) was
used as a matrix polymer.

Experimental embodiment 4

[0065] A flat gel electrolyte battery was prepared in a similar manner to that in the experimental embodiment 1 having
been described above except that a vinylidene fluoride/hexafluoropropylene copolymer having a weight-average mo-
lecular weight (Mw) of 700,000 (content of the hexafluoropropylene was 7.0 % by weight as measured by NMR) and a
vinylidene fluoride/hexafluoropropylene copolymer having a weight-average molecular weight (Mw) of 300,000 (content
of the hexafluoropropylene was 7.0 % by weight as measured by NMR) were used as matrix polymers at a ratio in weight
of 7 : 3.

Experimental embodiment 5

[0066] A flat gel electrolyte battery was prepared in a similar manner to that in the experimental embodiment 1 having
been described above except that a vinylidene fluoride/hexafluoropropylene copolymer having a weight-average mo-
lecular weight (Mw) of 800,000 (content of the hexafluoropropylene was 7.0 % by weight as measured by NMR), vinylidene
fluoride/hexafluoropropylene copolymer having a weight-average molecular weight (Mw) of 600,000 (content of the
hexafluoropropylene was 7.0 % by weight as measured by NMR) and a vinylidene fluoride/hexafluoropropylene copol-
ymer having a weight-average molecular weight (Mw) of 300,000 (content of the hexafluoropropylene was 7.0 % by
weight as measured by NMR) were used as matrix polymers at a ratio in weight of 3 : 3: 4.

Experimental embodiment 6 (Comparative Example)

[0067] A flat gel electrolyte battery was prepared in a similar manner to that in the experimental embodiment 1 having
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been described above except that a vinylidene fluoride/hexafluoropropylene copolymer having a weight-average mo-
lecular weight (Mw) of 2,000,000 (content of the hexafluoropropylene was 7.0 % by weight as measured by NMR) was
used as a matrix polymer.

Comparative example 1

[0068] A flat gel electrolyte battery was prepared in a similar manner to that in the experimental embodiment 1 having
been described above except that a vinylidene fluoride/hexafluoropropylene copolymer having a weight-average mo-
lecular weight (Mw) of 300,000 (content of the hexafluoropropylene was 7.0 % by weight as measured by NMR) was
used as a matrix polymer.

Comparative example 2

[0069] A flat gel electrolyte battery was prepared in a similar manner to that in the experimental embodiment 1 having
been described above except that a polyvinylidene fluoride/hexafluoropropylene copolymer having a weight-average
molecular weight (Mw) of 500,000 was used as a matrix polymer.

Comparative example 3

[0070] A flat gel electrolyte battery was prepared in a similar manner to that in the experimental embodiment 1 having
been described above except that a vinylidene fluoride/hexafluoropropylene copolymer having a weight-average mo-
lecular weight (Mw) of 380,000 (content of the hexafluoropropylene was 7.0 % by weight as measured by NMR) was
used as a matrix polymer.

Evaluation

[0071] The experimental embodiments 1 to 6 and comparative examples 1 to 3 were tested on the peel strength, and
further on the charge and discharge cycles.
[0072] The peel strength was measured as in the following. Namely, an electrode active material layer 12 was formed
on an electric collector 11, and a gel electrolyte 13 was applied to the active material 13, as shown in FIG. 3. The test
piece thus prepared was pulled in the direction of arrow (180°) with a weight of 500 g at a rate of 10 cm/sec or so. The
test results are shown in Table 1 with a marking (s) for the breakage of the gel electrolyte 13 at the end of the electrode
active material layer 12 and a marking (3) for the peeling of the gel electrolyte 13 and electrode active material layer
12 from the boundary between them.
[0073] On the other hand, the charge and discharge cycle test was done 500 cycles by discharging the theoretical
capacity (0.5C) for 2 hours (hourly rate). Each of the batteries was evaluated as in the following.
[0074] Each battery was charged at a constant current and voltage at a temperature of 23 °C up to the upper limit of
4.2 V, and then discharged at a constant current (0.5C) down to an end voltage of 3.2 V. The discharge capacity was
thus determined and evaluated with a discharge output maintenance factor after the 500 cycles of charge and discharge.
The test results are also shown in Table 1.

Table 1

Peel strength Discharge output maintenance factor (0.5C) after 500 cycles

Embodiment 1* s 85%

Embodiment 2 s 90%

Embodiment 3* s 92%

Embodiment 4 s 95%

Embodiment 5 s 95%

Embodiment 6* s 93%

Comparative Example 1 3 48%

Comparative Example 2 3 55%

Comparative Example 3 3 50%

*Embodiments 1, 3 and 6 are Comparative Examples
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[0075] As apparent from Table 1, each of the experimental embodiments using the fluorocarbon of 550,000 or more
in weight-average molecular weight (Mw) as a gel electrolyte was proved to be excellent in peel strength and also in
output maintenance factor after the cycle test.
[0076] The experimental embodiment 6 uses a fluorocarbon polymer of 2,000,000 in weight-average molecular weight
(Mw) is excellent in peel strength and output maintenance factor as shown, but it showed a productivity not so good
because of its high viscosity.
[0077] As having been described in the foregoing, the present invention can provide a solid electrolyte excellent in
adhesion to the electrode active material layers, and thus the present invention can also provide a solid-electrolyte
secondary battery with a solid electrolyte having a good electrical contact with positive and negative active material
layers and having a considerably improved charge and discharge cycle life.

Claims

1. A solid-electrolyte secondary battery, comprising:

a positive electrode (3, 4);
a negative electrode (1, 2); and
a solid electrolyte (5) provided between the electrodes;

the solid electrolyte (5) containing as a matrix polymer a fluorocarbon polymer of 550,000 or more in weight-average
molecular weight, characterized in that
the matrix polymer further contains a fluorocarbon polymer of 300,000 or more and under 550,000 in weight-average
molecular weight, wherein the matrix polymer contains 30 % or more by weight of the fluorocarbon polymer of
550,000 or more in weight-average molecular weight, wherein the fluorocarbon polymer is at least either polyvinyli-
dene fluoride, or vinylidene fluoride/hexafluoropropylene copolymer.

2. The solid-electrolyte secondary battery as set forth in Claim 1, characterized in that a binder contained in the
positive (3, 4) and/or negative (1,2) electrode is made of a high polymer material which is same or similar in molecular
structure as or to the matrix polymer of the solid electrolyte (5).

3. The solid-electrolyte secondary battery as set forth in Claim 1, characterized in that the negative electrode (1, 2)
contains a material into or from which a lithium ion can be inserted or extracted.

4. The solid-electrolyte secondary battery as set forth in Claim 3, characterized in that the material into or from which
a lithium ion can be inserted or extracted material is a carbon material.

5. The solid-electrolyte secondary battery as set forth in Claim 1, characterized in that the positive electrode (3, 4)
contains a composite oxide of lithium and a transition metal.

6. The solid-electrolyte secondary battery as set forth in Claim 1, characterized in that there is formed the solid-
electrolyte layer on at least one of the opposing faces of the positive (3, 4) and negative (1, 2) electrodes, respectively,
impregnating into the face a solution in which the solid electrolyte (5) is dissolved and removing the solution from
the face.

Patentansprüche

1. Festelektrolyt-Sekundärbatterie mit:

einer positiven Elektrode (3, 4);
einer negativen Elektrode (1, 2) und
einem Festelektrolyt (5) zwischen den Elektroden;

wobei der Festelektrolyt als Matrixpolymer ein Fluorcarbonpolymer mit einem gewichtsmittleren Molekulargewicht
von 550.000 oder mehr enthält, dadurch gekennzeichnet, dass
das Matrixpolymer ferner ein Fluorcarbonpolymer mit einem gewichtsmittleren Molekulargewicht von 300.000 oder
mehr und unter 550.000 enthält, wobei das Matrixpolymer 30 Gew.-% oder mehr des Fluorcarbonpolymers mit
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einem gewichtsmittleren Molekulargewicht von 550.000 oder mehr enthält, wobei das Fluorcarbonpolymer Polyvi-
nylidenfluorid und/oder Vinylidenfluorid/Hexafluorpropylen-Copolymer ist.

2. Festelektrolyt-Sekundärbatterie nach Anspruch 1, dadurch gekennzeichnet, dass ein in der positiven Elektrode
(3, 4) und/oder negativen Elektrode (1, 2) enthaltenes Bindemittel aus einem Hochpolymermaterial, das die gleiche
Molekularstruktur oder eine ähnliche Molekularstruktur wie das Matrixpolymer des Festelektrolyts (5) aufweist,
besteht.

3. Festelektrolyt-Sekundärbatterie nach Anspruch 1, dadurch gekennzeichnet, dass die negative Elektrode (1, 2)
ein Material enthält, in das ein Lithiumion insertiert oder aus dem ein Lithiumion extrahiert werden kann.

4. Festelektrolyt-Sekundärbatterie nach Anspruch 3, dadurch gekennzeichnet, dass es sich bei dem Material, in das
ein Lithiumion insertiert oder aus dem ein Lithiumion extrahiert werden kann, um ein Kohlenstoffmaterial handelt.

5. Festelektrolyt-Sekundärbatterie nach Anspruch 1, dadurch gekennzeichnet, dass die positive Elektrode (3, 4) ein
Mischoxid von Lithium und einem Übergangsmetall enthält.

6. Festelektrolyt-Sekundärbatterie nach Anspruch 1, dadurch gekennzeichnet, dass die FestelektrolytSchicht auf
mindestens einer der gegenüberliegenden Seiten der positiven Elektrode (3, 4) beziehungsweise der negativen
Elektrode (1, 2) ausgebildet wird, wobei eine Lösung, in der der Festelektrolyt (5) gelöst ist, in die Seite imprägniert
wird und die Lösung von der Seite entfernt wird.

Revendications

1. Batterie rechargeable à électrolyte solide, comprenant :

une électrode positive (3,4) ;
une électrode négative (1,2) ; et
un électrolyte solide (5) disposé entre les électrodes ;

l’électrolyte solide contenant comme polymère matriciel un polymère fluorocarboné d’un poids moléculaire moyen
en poids d’au moins 550 000, caractérisée en ce que
le polymère matriciel contient en outre un polymère fluorocarboné d’un poids moléculaire moyen en poids d’au
moins 300 000 et inférieur à 550 000, le polymère matriciel contenant au moins 30 % en poids du polymère fluoro-
carboné d’un poids moléculaire moyen en poids d’au moins 550 000, le polymère fluorocarboné étant au moins le
polyfluorure de vinylidène ou un copolymère fluorure de vinylidène/hexafluoropropylène.

2. Batterie rechargeable à électrolyte solide selon la revendication 1, caractérisée en ce que un liant contenu dans
l’électrode positive (3,4) et/ou négative (1,2) est constitué d’un matériau hautement polymère dont la structure
moléculaire est identique ou similaire à celle du polymère matriciel de l’électrolyte solide (5).

3. Batterie rechargeable à électrolyte solide selon la revendication 1, caractérisée en ce que l’électrode négative
(1,2) contient un matériau dans ou depuis lequel un ion lithium peut être inséré ou extrait.

4. Batterie rechargeable à électrolyte solide selon la revendication 3, caractérisée en ce que le matériau dans ou
depuis lequel un ion lithium peut être inséré ou extrait est un matériau carboné.

5. Batterie à électrolyte solide selon la revendication 1, caractérisée en ce que l’électrode positive (3,4) contient un
oxyde composite de lithium et d’un métal de transition.

6. Batterie rechargeable à électrolyte solide selon la revendication 1, caractérisée en ce que la couche d’électrolyte
solide est formée sur au moins une des faces opposées des électrodes positive (3, 4) et négative (1, 2), respecti-
vement, en imprégnant dans la face une solution dans laquelle est dissous l’électrolyte solide (5) et en éliminant la
solution de la face.
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