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Description

TECHNICAL FIELD

[0001] The present invention relates to an adhesive composition and an adhesion method using the same, as well as
a laminate and a tire, and in particular, to an adhesive composition that may improve both adhesiveness to a film layer
and adhesiveness to a rubber layer and an adhesion method using the same, as well as a laminate formed by the method
and a tire using the laminate.

BACKGROUND ART

[0002] As an inner liner structure of tires, a three-layered structure is known that is formed by a resin film layer (film
layer) 10, an adhesive layer 11 and a butyl inner layer (rubber layer) 12 as illustrated in FIG. 1. In this case, a rubber
composition that is mainly composed of butyl rubber, halogenated butyl rubber, and so on is used for the butyl inner
layer 12, which is disposed on the inner surface of the tire as an air barrier layer to maintain the inner pressure of the
tire. In addition, a known technique utilizes a film that is composed of a thermoplastic resin and a thermoplastic elastomer
as the resin film layer 10. Moreover, a variety of materials have been considered as candidates for the adhesive layer
11 (see, for example, JP 7-082418 A (PTL 1) and JP 2007-098843 A (PTL 2)).
[0003] Since the aforementioned three-layered, inner liner structure involves the resin film layer 10 and the butyl inner
layer 12, the resulting tire would have high resistance to air permeability, but may be heavy in weight.
[0004] To address such a deficiency, studies have been made to reduce the weight of the tire by removing the butyl
inner layer 12 and a squeegee layer 13 (FIG. 2).
[0005] In this context, a known technique allows a resin film layer 20 to be adhered to a carcass cord layer 22 by
applying a commercially available adhesive, such as METALOCK R-46 (manufactured by Toyo Chemical Co., Ltd.) and
Chemlok 6250 (manufactured by LORD Corporation), to the resin film layer 20 or the carcass cord layer 22.
[0006] However, an adhesive layer 21 formed by the aforementioned commercially available adhesive has low tack-
iness due to the reaction of adhesive components in the adhesive layer 21, making it difficult to improve both adhesiveness
to the resin film layer 20 and adhesiveness to the carcass cord layer 22. This results in insufficient adhesiveness between
the resin film layer 20 and the carcass cord layer 22 and peeling off of the resin film layer 20 from the carcass cord layer
22, interfering with stable production of tires and causing separation of the resin film layer 20 under high-load running
conditions.
There is another requirement to use more environment-friendly adhesives without lead, halogen, and so on.

CITATION LIST

Patent Literature

[0007]

PTL 1: JP 7-082418 A
PTL 2: JP 2007-098843 A

SUMMARY OF INVENTION

(Technical Problem)

[0008] An object of the present invention is to provide an adhesive composition that may improve both adhesiveness
to a film layer and adhesiveness to a rubber layer, and an adhesion method using the same, as well as a laminate and a tire.
Another object of the present invention is to provide an adhesive composition that may improve air retention (reduce air
permeability), in addition to improving both adhesiveness to a film layer and adhesiveness to a rubber layer, and an
adhesion method using the same, as well as a laminate and a tire.

(Solution to Problem)

[0009] The inventors of the present invention have made intensive studies to achieve the aforementioned objects and
found that these objects may be accomplished when an adhesive composition contains a rubber component, at least
80 mass% of which rubber component is an epoxidized natural rubber. The present invention has been contrived based
on this discovery.
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[0010] That is, an adhesive composition according to the present invention comprises a rubber component, at least
80 mass% of which rubber component is an epoxidized natural rubber, wherein the epoxidized natural rubber contains
at least an epoxidized natural rubber A and an epoxidized natural rubber B, and the epoxidized natural rubber A has a
higher degree of epoxidation than that of the epoxidized natural rubber B, characterized in that the epoxidized natural
rubber A is contained in the epoxidized natural rubber by 10 mass% to 40 mass%.
As used herein, the epoxidation rate means a ratio (in mol%) of the number of epoxidized double bonds to the total
number of double bonds in rubber before epoxidation, and can be measured by the following method.

<Method of Measuring Epoxidation Rate>

[0011] Each of the prepared epoxidized natural rubber samples (ENR) was dissolved in deuterated chloroform and
the epoxidation rate of the sample was calculated by nuclear magnetic resonance (NMR) (JNM-ECA series available
from JEOL Ltd.) spectroscopy from a ratio of an integral value h (ppm) of the carbon-carbon double bond portion to an
integral value h (ppm) of the aliphatic portion, using the following calculation formula: 

deleted

[0012] It is desirable that the epoxidized natural rubber A has a degree of epoxidation of 40 mol% to 80 mol% and the
epoxidized natural rubber B has a degree of epoxidation of 10 mol% to 35 mol%.

deleted

[0013] It is desirable that the epoxidized natural rubber B is contained in the epoxidized natural rubber by 20 mass%
to 90 mass%, preferably 60 mass% to 85 mass%.
[0014] It is desirable that the epoxidized natural rubber has an average degree of epoxidation of 15 mol% to 70 mol%.
[0015] The adhesive composition may further comprise a crosslinking agent, or a crosslinking agent and a crosslinking
promoter.
[0016] An adhesion method according to the present invention comprises: disposing the aforementioned adhesive
composition between a film layer and an unvulcanized rubber layer; and vulcanizing the film layer and the unvulcanized
rubber layer.
The film layer may contain at least one selected from a polyamide-based polymer, an ethylene-vinyl alcohol-based
copolymer, a urethane-based polymer, an olefin-based polymer, and a diene-based polymer.
[0017] An application liquid formed by dissolving the adhesive composition in a good solvent may be applied to the
film layer or the unvulcanized rubber layer.
The adhesive composition may also be formed into a sheet and disposed between the film layer and the unvulcanized
rubber layer.
[0018] A laminate according to the present invention is formed by a film layer and an unvulcanized rubber layer adhered
to each other by the adhesion method according to the present invention.
In addition, a tire according to the present invention comprises the laminate of the present invention.

(Advantageous Effect of Invention)

[0019] The present invention may provide an adhesive composition that can improve both adhesiveness to a film layer
and adhesiveness to a rubber layer, and an adhesion method using the same, as well as a laminate and a tire. Furthermore,
the present invention may provide an adhesive composition that may improve air retention (reduce air permeability), in
addition to improving both adhesiveness to a film layer and adhesiveness to a rubber layer, and an adhesion method
using the same, as well as a laminate and a tire.

BRIEF DESCRIPTION OF THE DRAWING

[0020]

FIG. 1 is a schematic configuration diagram illustrating an example of inner liner structure.
FIG. 2 is a schematic configuration diagram illustrating another example of inner liner structure.
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DESCRIPTION OF EMBODIMENTS

[0021] The present invention will now be specifically described below with reference to the accompanying drawings
as appropriate.

(Adhesive Composition)

[0022] An adhesive composition according to the present invention comprises at least a rubber component and,
optionally, a crosslinking agent, a crosslinking promoter and other components.

<Rubber Components>

[0023] The rubber component contains at least an epoxidized natural rubber and, optionally, other optional components.

-Epoxidized Natural Rubber-

[0024] As used herein, the epoxidized natural rubber means a product that is produced by introducing an epoxy group
into a double bond portion in a natural rubber molecule.
[0025] The content of the epoxidized natural rubber in the rubber component may be selected appropriately depending
on the intended use without any particular limitation, as long as it is not less than 80 mass%. This content is preferably
more than 90 mass%, more preferably more than 95 mass%, and particularly preferably 100 mass%.
[0026] If the content of the epoxidized natural rubber is less than 80 mass%, it is not possible to improve both adhe-
siveness to the film layer and adhesiveness to the rubber layer. In contrast, if the content of the epoxidized natural rubber
is within the particularly preferable range, this is advantageous in terms of operability in molding tires because of improved
adhesiveness to the film layer, improved adhesiveness to the rubber layer and enhanced tackiness.
[0027] The epoxidized natural rubber includes at least an epoxidized natural rubber A and an epoxidized natural rubber
B and, optionally, other optional components.

--Epoxidized Natural Rubber A--

[0028] The degree of epoxidation of the epoxidized natural rubber A may be selected appropriately depending on the
intended use without any particular limitation, as long as it is higher than that of the epoxidized natural rubber B. This
degree of epoxidation of the epoxidized natural rubber A is preferably 40 mol% to 80 mol%, and more preferably 45
mol% to 55 mol%.
If the degree of epoxidation of the epoxidized natural rubber A is less than 40 mol%, adhesiveness to the film layer may
be insufficient, while if it is more than 80 mol%, cracks may appear in the adhesion layer when the resulting rubber is
used in a low temperature area. In contrast, if the degree of epoxidation of the epoxidized natural rubber A is within the
more preferable range, this is advantageous in terms of balancing adhesiveness to the film layer and low-temperature
crack resistance.
As used herein, the aforementioned degree of epoxidation represents the molar percentage (mol%) of olefin-unsaturated
positions originally present in the rubber which has been converted into oxirane, and may also be referred to as "oxirane
enzyme concentration." For example, the degree of epoxidation may be calculated using nuclear magnetic resonance
(NMR) (JNM-ECA series available from JEOL Ltd.) spectroscopy, and so forth.
The epoxidized natural rubber (ENR) may be formed by using a commercially available epoxidized natural rubber or
epoxidizing a natural rubber. Methods for epoxidizing a natural rubber are not particularly limited and may be selected
appropriately depending on the intended use, including, for example, a chlorohydrin process, a direct oxidation process,
a hydrogen peroxide process, an alkyl hydroperoxide process, and a peroxidation process. The peroxidation process
includes, for example, a process to allow a natural rubber to react with an organic peracid, such as peracetic acid and
performic acid.
[0029] The content of the epoxidized natural rubber A in the epoxidized natural rubber may be selected appropriately
depending on the intended use being from 10 mass% to 40 mass%, preferably 15 mass% to 40 mass%, and preferably
20 mass% to 30 mass%.
If the content of the epoxidized natural rubber A in the epoxidized natural rubber is less than 15 mass%, adhesiveness
to the film layer may be insufficient, while if the content is more than 40 mass%, cracks may occur in the adhesion layer
when the rubber is used in a low temperature area. In contrast, if the content of the epoxidized natural rubber A in the
epoxidized natural rubber is within the particularly preferable range, this is advantageous in terms of balancing adhe-
siveness to the film layer and low-temperature crack resistance.
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--Epoxidized Natural Rubber B--

[0030] The degree of epoxidation of the epoxidized natural rubber B may be selected appropriately depending on the
intended use without any particular limitation, as long as it is lower than that of the epoxidized natural rubber A. This
degree of epoxidation of the epoxidized natural rubber B is preferably 10 mol% to 35 mol%, and more preferably 20
mol% to 30 mol%.
If the degree of epoxidation of the epoxidized natural rubber B is less than 10 mol%, adhesiveness to the film layer may
be insufficient, while if it is more than 35 mol%, adhesiveness to the rubber may be insufficient. In contrast, if the degree
of epoxidation of the epoxidized natural rubber B is within the more preferable range, this is advantageous in terms of
balancing adhesiveness to the film layer and adhesiveness to the rubber layer.
[0031] The content of the epoxidized natural rubber B in the epoxidized natural rubber may be selected appropriately
depending on the intended use without any particular limitation, and is preferably 20 mass% to 90 mass%, more preferably
60 mass% to 85 mass%, and particularly preferably 70 mass% to 80 mass%.
If the content of the epoxidized natural rubber B in the epoxidized natural rubber is less than 20 mass%, adhesiveness
to the film layer may be insufficient, while if the content is more than 90 mass%, adhesiveness to the rubber may be
insufficient. In contrast, if the content of the epoxidized natural rubber B in the epoxidized natural rubber is within the
particularly preferable range, this is advantageous in terms of balancing adhesiveness to the film layer and adhesiveness
to the rubber layer.

--Average Degree of Epoxidation of Epoxidized Natural Rubber--

[0032] The average degree of epoxidation of the epoxidized natural rubber may be selected appropriately depending
on the intended use without any particular limitation, and is preferably 15 mol% to 70 mol%, more preferably 20 mol%
to 60 mol%, and particularly preferably 25 mol% to 50 mol%.
[0033] If the average degree of epoxidation of the epoxidized natural rubber is less than 15 mol%, adhesiveness to
the film layer may be insufficient, while if the average degree of epoxidation is more than 70 mol%, adhesiveness to the
rubber layer may be insufficient. In contrast, if the degree of epoxidation of the epoxidized natural rubber B is within the
particularly preferable range, this is advantageous in terms of balancing adhesiveness to the film layer and adhesiveness
to the rubber layer.
[0034] Additionally, the average degree of epoxidation represents a number-average degree of epoxidation of the
epoxidized natural rubber A and the epoxidized natural rubber B, and may be calculated, for example, using nuclear
magnetic resonance (NMR) (JNM-ECA series available from JEOL Ltd.) spectroscopy, and so forth.

<Crosslinking Agent>

[0035] The aforementioned crosslinking agent may be selected appropriately depending on the intended use without
any particular limitation, and examples thereof include sulfur, zinc oxide, and p,p’-dibenzoylquinonedioxime. These
examples may be used alone or in combination of two or more.
[0036] Among these, preferred is sulfur in terms of better strength and fatigue resistance of the resulting adhesion layer.
[0037] The content of the crosslinking agent is not particularly limited and may be selected appropriately depending
on the intended use. The preferred content thereof is 0.5 parts by mass to 1.5 parts by mass per 100 parts by mass of
the aforementioned rubber component.
[0038] If the content of the crosslinking agent is less than 0.5 parts by mass, the strength of the adhesion layer after
crosslinking may be insufficient, while if the content is more than 1.5 parts by mass, blooming of the crosslinking agent
may occur, reducing the tackiness of the resulting rubber.

<Crosslinking Promoter>

[0039] The aforementioned crosslinking promoter may be selected appropriately depending on the intended use without
any particular limitation, and examples thereof include N,N’-dicyclohexyl-2-benzothiazolylsulfenamide, diphenylguani-
dine, dibenzothiazyl disulfide, N-t-butyl-2-benzothiazylsulphenamide, hexamethylenetetramine, N,N’-diphenylthiourea,
trimethylthiourea, N,N’-diethylthiourea, 1,3-diphenylguanidine, 2-mercaptobenzothiazole, and N-cyclohexyl-2-benzothi-
azolylsulfenamide. These examples may be used alone or in combination of two or more.
[0040] Among these, preferred is N-cyclohexyl-2-benzothiazolylsulfenamide in terms of balancing adhesiveness to
the film layer and adhesiveness to the rubber.
[0041] The content of the crosslinking promoter is preferably more than 0 parts by mass and not more than 2 parts
by mass per 100 parts by mass of the aforementioned rubber component.
[0042] If the content of the crosslinking promoter is more than 2 parts by mass, adhesiveness to the film layer may



EP 2 698 407 B1

6

5

10

15

20

25

30

35

40

45

50

55

be reduced.

<Other Components>

[0043] The aforementioned other components may be selected appropriately depending on the intended use without
any particular limitation, and examples thereof include carbon black, stearic acid, zinc oxide, a tackifying resin, and an
age resister. These examples may be used alone or in combination of two or more.

-Tackifying Resin-

[0044] The aforementioned tackifying resin may be selected appropriately depending on the intended use without any
particular limitation, and examples thereof include a rosin-based resin, a terpene-based resin, and a phenol-based resin.
These examples may be used alone or in combination of two or more.

-Age Resister-

[0045] The aforementioned age resister may be selected appropriately depending on the intended use without any
particular limitation, and examples thereof include N-(1,3-dimethylbutyl)-N’-phenyl-p-phenylenediamine(N-phenyl-
N’-(1,3-dime thylbutyl)-p-phenylenediamine), 6-ethoxy-1,2-dihydro-2,2,4-trimethyl quinoline, N-phenyl-1-naphthyl-
amine, alkylated diphenylamine, octylated diphenylamine and a refined product of a polymeric material of 2,2,4-trimethyl-
1,2-dihydroquinoline. These examples may be used alone or in combination of two or more.

(Adhesion Method)

[0046] An adhesion method according to the present invention may comprise at least a disposition step and a vulcan-
ization step, as well as other optional steps.

<Disposition Step>

[0047] The aforementioned disposition step is a step of disposing the adhesive composition of the present invention
between the film layer and the unvulcanized rubber layer.
[0048] In this case, the adhesive composition may also be formed into a sheet before being disposed between the
film layer and the unvulcanized rubber layer.

-Film Layer-

[0049] The shape, structure and size of the aforementioned film layer may be selected appropriately depending on
the intended use without any particular limitation.
[0050] The thickness of the film layer is preferably 200 mm or less, although it may also be selected appropriately
depending on the intended use without any particular limitation.
The film layer having a thickness of more than 200 mm may result in poor fatigue durability.
[0051] The material of the film layer may be selected appropriately depending on the intended use without any particular
limitation, and examples thereof include a polyamide-based polymer, an ethylene-vinyl alcohol-based copolymer, a
urethane-based polymer, an olefin-based polymer, and a diene-based polymer. These examples may be used alone or
in combination of two or more.
Among these, preferred is an ethylene-vinyl alcohol-based copolymer in terms of air retention (air permeability).

-Unvulcanized Rubber Layer-

[0052] The shape, structure and size of the aforementioned unvulcanized rubber layer may be selected appropriately
depending on the intended use without any particular limitation.
[0053] The thickness of the unvulcanized rubber layer is preferably in the range of 200 mm to 5000 mm, although it
may also be selected appropriately depending on the intended use without any particular limitation.
The unvulcanized rubber layer having a thickness of less than 200 mm may result in poor operability during the disposition
step, while the unvulcanized rubber layer having a thickness of more than 5000 mm may lead to poor fatigue durability.
[0054] The material of the unvulcanized rubber layer may be selected appropriately depending on the intended use
without any particular limitation, and examples thereof include natural rubber, emulsion-polymerized styrene butadiene
rubber, solution-polymerized styrene butadiene rubber, high cis-butadiene rubber, low cis-butadiene rubber, isoprene
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rubber, acrylonitrile-butadiene rubber, hydrogenated nitrile rubber, butyl rubber, halogenated butyl rubber, and chloro-
prene rubber. These examples may be used alone or in combination of two or more.
Among these, preferred is natural rubber in terms of co-crosslinkability with the adhesion layer, fatigue resistance and
tackiness.
[0055] In addition, the unvulcanized rubber layer may be blended as appropriate with carbon black, sulfur, a vulcan-
ization accelerator, an age resister, an additive such as aromatic oil.

-Disposition-

[0056] The way of performing the aforementioned disposition may be selected appropriately depending on the intended
use without any particular limitation, and examples thereof include application to the film layer or the unvulcanized rubber
layer.
[0057] While the way of performing the application may be selected appropriately depending on the intended use
without any particular limitation, an application liquid that is formed by dissolving the adhesive composition of the present
invention in a good solvent is preferably used.
[0058] The solid concentration of the application liquid is preferably in the range of 10 mass% to 40 mass%, although
it may be selected appropriately depending on the intended use without any particular limitation.
[0059] The application liquid having a solid concentration of less than 10 mass% may result in poor application oper-
ability due to an excessively low viscosity of the application liquid, while the application liquid having a solid concentration
of more than 40 mass% may lead to poor application operability due to an excessively high viscosity of the application
liquid.

--Good Solvent--

[0060] The aforementioned good solvent may be selected appropriately depending on the intended use without any
particular limitation, and examples thereof include toluene, cyclohexane, and tetrahydrofuran (THF).

<Vulcanization Step>

[0061] The aforementioned vulcanization step is a step of vulcanizing the film layer and the unvulcanized rubber layer.

-Vulcanization-

[0062] While the way of performing the aforementioned vulcanization may be selected appropriately depending on
the intended use without any particular limitation, the vulcanization is preferably performed at temperatures of 120 °C
to 180 °C for 0.1 hour to 0.8 hour.
[0063] If the temperature is lower than 120 °C, adhesiveness to the rubber may be insufficient, while if it is higher than
180 °C, adhesiveness to the film layer may be reduced.

<Other Steps>

[0064] The aforementioned other steps may be selected appropriately depending on the intended use without any
particular limitation, and examples thereof include a thermal compression step.

(Laminate)

[0065] A laminate according to the present invention may be selected appropriately depending on the intended use
without any particular limitation, as long as members constituting the laminate are adhered to each other by the adhesion
method according to the present invention, and examples thereof include a laminate having a three-layered structure
formed by a resin film layer (film layer), an adhesive layer, and a carcass cord layer (rubber layer).

(Tire)

[0066] A tire according to the present invention is preferably a pneumatic tire, although it may be selected appropriately
depending on the intended use without any particular limitation, as long as it has the laminate according to the present
invention.
[0067] The tire may be manufactured by a conventional method. For example, when the film layer is used as the inner
liner of a pneumatic tire, a thermoplastic resin composition is extruded in advance into a film having a predetermined
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width and thickness. Then, the adhesive composition is applied onto the film and subsequently the film applied with the
adhesive composition is attached to a tire molding drum in a cylindrical form so that a surface of the film to which the
adhesive composition has not been applied faces the drum side (down). Successively laminated thereon are a carcass
layer, a belt layer, a tread layer, which are composed of unvulcanized rubber, and other members used for the production
of usual tires, after which the drum is withdrawn to obtain a green tire. Then, the green tire is heated and vulcanized in
accordance with a conventional method to thereby manufacture a desired pneumatic tire.

EXAMPLES

[0068] The present invention will now be specifically described below with reference to examples thereof in a non-
limiting way.

(Comparative Example 1)

<Adhesion>

[0069] A composition formulated as shown in Comparative Example 1 of Table 1 was kneaded at 60 °C to 100 °C for
5 minutes using a kneader (trade name: Plastomill, manufacturer: Toyo Seiki Seisaku-sho, Ltd.) to obtain an adhesive
composition.
[0070] Added to the obtained adhesive composition was toluene (trade name: special grade toluene, manufacturer:
Kanto Chemical Co., Inc.) as a good solvent to prepare an application liquid having a solid concentration of 15 mass%.
[0071] A resin film layer (film layer) composed of ethylene vinyl alcohol to which the prepared application liquid had
been applied was adhered to a carcass cord layer (rubber layer) composed of natural rubber, and the adhered product
was vulcanized at a temperature of 160 °C for 20 minutes.
[0072] It should be noted that the resin film layer (film layer) was prepared in the following manner.

«Method of Manufacturing the Film Layer»

[0073] Ethylene-vinyl alcohol copolymer pellets (synthesized by the method disclosed in paragraph [0040] of
WO2006/059621 as described below) were used to form a film using a film forming device composed of a 40 mmφ
extruder (PLABOR GT-40-A manufactured by Research Laboratory of Plastics Technology Co., Ltd.) and a T-die under
the following extrusion conditions to obtain a single-layer film of 20 mm thick.
Type: single-screw extruder (non-bent type)
L/D: 24
Bore: 40 mmφ
Screw: single full flight type, surface nitrided steel
Screw speed: 40 rpm
Die: 550 mm wide, coat hanger die
Lip gap: 0.3 mm
Cylinder and die temperature setting: C1/C2/C3/Adaptor/Die =
180/200/210/210/210 (°C)

<<<Method of synthesizing ethylene-vinyl alcohol copolymer pellets>>>

[0074] In this case, 2 parts by mass of an ethylene-vinyl alcohol copolymer having an ethylene content of 44 mol%
and a degree of saponification of 99.9 mol% (MFR: 5.5 g/10 min (at 190 °C under load of 21.18 N)) and 8 parts by mass
of N-methyl-2-pyrrolidone were fed to a pressure reactor vessel, which in turn was heated at 120 °C for 2 hours under
stirring to thereby completely dissolve the ethylene-vinyl alcohol copolymer. Then, as an epoxy compound, 0.4 parts by
mass of epoxypropane was added thereto, which was heated at 160 °C for 4 hours. Upon completion of the heating,
the resulting product was precipitated in 100 parts by mass of distilled water and the precipitate was washed thoroughly
with a large amount of distilled water to remove therefrom N-methyl-2-pyrrolidone and unreacted epoxypropane, whereby
a modified ethylene-vinyl alcohol copolymer was obtained. Further, the modified ethylene-vinyl alcohol copolymer thus
obtained was ground to a particle size of about 2 mm using a grinder and again washed thoroughly with a large amount
of distilled water. The washed particles were vacuum dried for 8 hours at room temperature and then melt at 200 °C
using a twin screw extruder for pelletization.
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<Adhesiveness Measurement>

[0075] Adhesiveness between a resin film layer (film layer) and a carcass cord layer (rubber layer) was measured
using a tensile testing machine (trade name: Strograph VE5D, manufacturer: Toyo Seiki Co., Ltd.) where a 10mm-wide
test specimen was peeled at an angle of 180°. The measurement results are shown in Table 1.

<Air Permeability Measurement>

[0076] Air permeability (gas permeability) of the adhesive layer formed by the aforementioned adhesive composition
was measured using MOCON OX-TRAN2/20 manufactured by Modern Controls Inc., under the conditions of 20 °C, 65
% RH, according to the method specified in JIS K7126 (isopiestic method). The measurement results are shown in Table
1. In Table 1, smaller values of air permeability indicate better results.

(Comparative Example 2)

[0077] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Comparative Example 2 of Table 1 in place
of that of Comparative Example 1 of Table 1. The measurement results are shown in Table 1.

(Reference Example 1) (not according to the invention)

[0078] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Example 1 of Table 1 in place of that in
Comparative Example 1 of Table 1. The measurement results are shown in Table 1.

(Reference Example 2) (not according to the invention)

[0079] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Example 2 of Table 1 in place of that of
Comparative Example 1 of Table 1. The measurement results are shown in Table 1.

(Example 3)

[0080] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Example 3 of Table 1 in place of that of
Comparative Example 1 of Table 1. The measurement results are shown in Table 1.

(Reference Example 4) (not according to the invention)

[0081] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Example 4 of Table 1 in place of that of
Comparative Example 1 of Table 1. The measurement results are shown in Table 1.

(Comparative Example 3)

[0082] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Comparative Example 3 of Table 2 in place
of that of Comparative Example 1 of Table 1. The measurement results are shown in Table 2.

(Comparative Example 4)

[0083] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Comparative Example 4 of Table 2 in place
of that of Comparative Example 1 of Table 1. The measurement results are shown in Table 2.

(Reference Example 5) (not according to the invention)

[0084] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
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described in Comparative Example 1, except for the formulation as shown in Example 5 of Table 2 in place of that of
Comparative Example 1 of Table 1. The measurement results are shown in Table 2.

(Reference Example 6) (not according to the invention)

[0085] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Example 6 of Table 2 in place of that of
Comparative Example 1 of Table 1. The measurement results are shown in Table 2.

(Reference Example 7) (not according to the invention)

[0086] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Example 7 of Table 2 in place of that of
Comparative Example 1 of Table 1. The measurement results are shown in Table 2.

(Example 8)

[0087] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Example 8 of Table 3 in place of that of
Comparative Example 1 of Table 1. The measurement results are shown in Table 3.

(Comparative Example 5)

[0088] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Comparative Example 5 of Table 3 in place
of that of Comparative Example 1 of Table 1. The measurement results are shown in Table 3.

(Comparative Example 6)

[0089] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Comparative Example 6 of Table 3 in place
of that of Comparative Example 1 of Table 1. The measurement results are shown in Table 3.

(Reference Example 9) (not according to the invention)

[0090] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Example 9 of Table 3 in place of that of
Comparative Example 1 of Table 1. The measurement results are shown in Table 3.

(Reference Example 10) (not according to the invention)

[0091] Adhesion and measurements of adhesiveness and air permeability were performed in the same manner as
described in Comparative Example 1, except for the formulation as shown in Example 10 of Table 3 in place of that of
Comparative Example 1 of Table 1. The measurement results are shown in Table 3.

[Table 1]

Comp. Ex. 
1

Comp. Ex. 
2

Ref. Ex. 1** Ref. Ex. 2** Ex. 3 Ref. Ex. 4**

ENR25*1 70 - 80 - 90 20

ENR50*2 - 70 - 80 10 80

ENR10*3 - - - - - -

ENR60*4 - - - - - -

Natural Rubber 
(NR)*5 30 30 20 20 - -
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(continued)

Comp. Ex. 
1

Comp. Ex. 
2

Ref. Ex. 1** Ref. Ex. 2** Ex. 3 Ref. Ex. 4**

Carbon Black (C/B)*6 30 30 30 30 30 30

Stearic Acid 1 1 1 1 1 1

Zinc Oxide 3 3 3 3 3 3

Tackifying Resin*7 10 10 10 10 10 10

Age Resister*8 1 1 1 1 1 1

Crosslinking 
Promoter*9 1.5 1.5 1.5 1.5 1.5 1.5

Sulfur (Crosslinking 
Agent)

1.05 1.05 1.05 1.05 1.05 1.05

Air Retention 
(310(-10)ml·cm 
/cm2·sec·cmHg)

16 10 14 6.7 11.8 5.8

Adhesiveness (N/25 
mm)

20 25 45 50 ≥70 ≥75

Fracture Pattern
Interfacial 
Peeling

Interfacial 
Peeling

Interfacial 
Peeling

Interfacial 
Peeling

Base Material 
Fracture*10

Base Material 
Fracture*10

**(no according to the invention)

[Table 2]

Comp. Ex. 3 Comp. Ex. 4 Ref. Ex. 5** Ref. Ex. 6** Ref. Ex. 7**

ENR25*1 - - - - -

ENR50*2 - - - - -

ENR10*3 70 - 80 - 20

ENR60*4 - 70 - 80 80

Natural Rubber (NR)*5 30 30 20 20 -

Carbon Black (C/B)*6 30 30 30 30 30

Stearic Acid 1 1 1 1 1

Zinc Oxide 3 3 3 3 3

Tackifying Resin*7 10 10 10 10 10

Age Resister*8 1 1 1 1 1

Crosslinking Promoter*9 1.5 1.5 1.5 1.5 1.5

Sulfur (Crosslinking 
Agent)

1.05 1.05 1.05 1.05 1.05

Air Retention 
(310(-10)ml·cm 
/cm2·sec·cmHg)

20 9 19 6 4.8

Adhesiveness (N/25 mm) 10 30 45 55 ≥75

Fracture Pattern
Interfacial 
Peeling

Interfacial 
Peeling

Interfacial 
Peeling

Interfacial 
Peeling

Base Material 
Fracture*10

**(not according to the invention)
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[0092] It can be seen from Tables 1 to 3 that the adhesive compositions of Examples 3 and 8, and Reference Examples
1, 2, 4 to 7 and 9 and 10 where at least 80 mass% of the rubber component is an epoxidized natural rubber may improve
adhesiveness more than the adhesive compositions of Comparative Examples 1 to 6 where less than 80 mass% of the
rubber component is an epoxidized natural rubber.

REFERENCE SIGNS LIST

[0093]

[Table 3]

Ex. 8 Comp. Ex. 5 Comp. Ex. 6 Ref. Ex. 9** Ref. Ex. 10**

ENR25*1 - 30 - 40 -

ENR50*2 - 30 - 40 -

ENR10*3 90 - 30 - 40

ENR60*4 10 - 30 - 40

Natural Rubber (NR)*5 - 40 40 20 20

Carbon Black (C/B)*6 30 30 30 30 30

Stearic Acid 1 1 1 1 1

Zinc Oxide 3 3 3 3 3

Tackifying Resin*7 10 10 10 10 10

Age Resister*8 1 1 1 1 1

Crosslinking Promoter*9 1.5 1.5 1.5 1.5 1.5

Sulfur (Crosslinking 
Agent)

1.05 1.05 1.05 1.05 1.05

Air Retention 
(310(-10)ml·cm 
/cm2·sec·cmHg)

16 14 15 11.8 12.2

Adhesiveness (N/25 mm) ≥70 15 15 60 60

Fracture Pattern
Base Material 

Fracture*10
Interfacial 
Peeling

Interfacial 
Peeling

Interfacial 
Peeling

Interfacial 
Peeling

Notes) **(no according to the invention)
*1 ENR25: epoxidized natural rubber (trade name: ENR25, manufacturer: RRIM, degree of epoxidation (epoxidation
rate): 25 %)
*2 ENR50: epoxidized natural rubber (trade name: ENR50, manufacture: RRTM, degree of epoxidation (epoxidation
rate): 50 %)
*3 ENR10: epoxidized natural rubber (trade name: ENR-10, manufacturer: Kumpulan Guthrie Berhact, degree of
epoxidation (epoxidation rate): 10 %)
*4 ENR60: epoxidized natural rubber (trade name: ENR-60, manufactured by Muang Mai Guthrie, degree of epoxi-
dation (epoxidation rate): 60 %)
*5 natural rubber (trade name: BC2X, manufacturer: Thai Natural Rubber)
*6 HAF carbon (trade name: SEAST NB, manufacturer: Tokai Carbon Co., Ltd.)
*7 butylphenol acetylene resin (trade name: Koresin, manufacturer: BASF Aktiengesellschaft)
*8 N-phenyl-N’-(1,3-dimethylbutyl)-p-phenylenediamine (trade name: Antigen 6C, manufacture: Sumitomo Chemical
Co., Ltd.)
*9 N-cyclohexyl-2-benzothiazolesulfenamide (trade name: NOCCELER CZ-G, manufacture: Ouchi Shinko Chemical
Industrial Co., Ltd.)
*10 "Base Material Fracture" in Examples 3and 8 and and Reference Examples 4 and 7 indicates the occurrence of
fracture of rubber as the base material without interfacial peeling due to sufficiently high adhesiveness.
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10 Resin film layer (film layer)
11 Adhesive layer
12 Butyl inner layer (rubber layer)
13 Squeegee layer
14 Carcass cord layer (rubber layer)
20 Resin film layer (film layer)
21 Adhesive layer
22 Carcass cord layer (rubber layer)

Claims

1. An adhesive composition comprising a rubber component, at least 80 mass% of which rubber component is an
epoxidized natural rubber,
wherein the epoxidized natural rubber contains at least an epoxidized natural rubber A and an epoxidized natural
rubber B, and
the epoxidized natural rubber A has a higher degree of epoxidation than that of the epoxidized natural rubber B,
characterized in that the epoxidized natural rubber A is contained in the epoxidized natural rubber by 10 mass%
to 40 mass%.

2. The adhesive composition according to claim 1, wherein the epoxidized natural rubber A has a degree of epoxidation
of 40 mol% to 80 mol% and the epoxidized natural rubber B has a degree of epoxidation of 10 mol% to 35 mol%.

3. The adhesive composition according to claim 1 or 2, wherein the epoxidized natural rubber A is contained in the
epoxidized natural rubber by 15 mass% to 40 mass%.

4. The adhesive composition according to claim 1, 2 or 3, wherein the epoxidized natural rubber B is contained in the
epoxidized natural rubber by 20 mass% to 90 mass%.

5. The adhesive composition according to claim 4, wherein the epoxidized natural rubber B is contained in the epoxidized
natural rubber by 60 mass% to 85 mass%.

6. The adhesive composition according to any of claims 1 to 5, wherein the epoxidized natural rubber has an average
degree of epoxidation of 15 mol% to 70 mol%.

7. The adhesive composition according to any of claims 1 to 6 further comprising a crosslinking agent.

8. The adhesive composition according to any of claims 1 to 7 further comprising a crosslinking promoter.

9. An adhesion method for adhering a film layer to an unvulcanized rubber layer, comprising: disposing the adhesive
composition according to any of claims 1 to 8 between a film layer and an unvulcanized rubber layer; and vulcanizing
the film layer and the unvulcanized rubber layer.

10. The adhesion method according to claim 9, wherein an application liquid formed by dissolving the adhesive com-
position in a good solvent is applied to the film layer or the unvulcanized rubber layer.

11. The adhesion method according to claim 9 or 10, wherein the adhesive composition is formed into a sheet before
being disposed between the film layer and the unvulcanized rubber layer.

12. A laminate formed by a film layer and an unvulcanized rubber layer adhered to each other by the adhesion method
according to any of claims 9 to 11.

13. A tire comprising the laminate according to claim 12.

Patentansprüche

1. Haftstoffzusammensetzung umfassend eine Kautschukkomponente, von welcher Kautschukkomponente mindes-
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tens 80 Masse-% ein epoxydierter Naturkautschuk ist,
wobei der epoxydierte Naturkautschuk mindestens einen epoxydierten Naturkautschuk A und einen epoxydierten
Naturkautschuk B enthält und
der epoxydierte Naturkautschuk A einen höheren Epoxidationsgrad aufweist als der epoxydierte Naturkautschuk B,
dadurch gekennzeichnet, dass der epoxydierte Naturkautschuk A in dem epoxydierten Naturkautschuk in einer
Menge von 10 Masse-% bis 40 Masse-% enthalten ist.

2. Haftstoffzusammensetzung nach Anspruch 1, wobei der epoxydierte Naturkautschuk A einen Epoxidationsgrad von
40 Mol-% bis 80 Mol-% aufweist und der epoxydierte Naturkautschuk B einen Epoxidationsgrad von 10 Mol-% bis
35 Mol-% aufweist.

3. Haftstoffzusammensetzung nach Anspruch 1 oder 2, wobei der epoxydierte Naturkautschuk A in dem epoxydierten
Naturkautschuk in einer Menge von 15 Masse-% bis 40 Masse-% enthalten ist.

4. Haftstoffzusammensetzung nach Anspruch 1, 2 oder 3, wobei der epoxydierte Naturkautschuk B in dem epoxydierten
Naturkautschuk in einer Menge von 20 Masse-% bis 90 Masse-% enthalten ist.

5. Haftstoffzusammensetzung nach Anspruch 4, wobei der epoxydierte Naturkautschuk B in dem epoxydierten Na-
turkautschuk in einer Menge von 60 Masse-% bis 85 Masse-% enthalten ist.

6. Haftstoffzusammensetzung nach einem der Ansprüche 1 bis 5, wobei der epoxydierte Naturkautschuk einen durch-
schnittlichen Epoxidationsgrad von 15 Mol-% bis 70 Mol-% aufweist.

7. Haftstoffzusammensetzung nach einem der Ansprüche 1 bis 6, ferner ein Vernetzungsmittel umfassend.

8. Haftstoffzusammensetzung nach einem der Ansprüche 1 bis 7, ferner einen Vernetzungspromotor umfassend.

9. Befestigungsverfahren zum Befestigen einer Filmschicht an einer nicht vulkanisierten Kautschukschicht, umfassend:
das Einbringen der Haftstoffzusammensetzung nach einem der Ansprüche 1 bis 8 zwischen eine Filmschicht und
eine nicht vulkanisierte Kautschukschicht; und das Vulkanisieren der Filmschicht und der nicht vulkanisierten Kau-
tschukschicht.

10. Befestigungsverfahren nach Anspruch 9, wobei eine Anwendungsflüssigkeit, die durch Lösen der Haftstoffzusam-
mensetzung in einem guten Lösungsmittel gebildet wird, auf die Filmschicht oder die nicht vulkanisierte Kautschuk-
schicht aufgebracht wird.

11. Befestigungsverfahren nach Anspruch 9 oder 10, wobei die Haftstoffzusammensetzung zu einer Platte gebildet
wird, bevor sie zwischen die Filmschicht und die nicht vulkanisierte Kautschukschicht eingebracht wird.

12. Schichtstoff, der durch eine Filmschicht und eine nicht vulkanisierte Kautschukschicht gebildet wird, die durch das
Befestigungsverfahren nach einem der Ansprüche 9 bis 11 aneinander befestigt werden.

13. Reifen umfassend den Schichtstoff nach Anspruch 12.

Revendications

1. Composition adhésive comprenant un composant de caoutchouc, dont au moins 80 % en masse de ce composant
de caoutchouc est un caoutchouc naturel époxydé,
dans laquelle le caoutchouc naturel époxydé contient au moins un caoutchouc naturel époxydé A et un caoutchouc
naturel époxydé B, et
le caoutchouc naturel époxydé A présente un degré d’époxydation supérieur à celui du caoutchouc naturel époxydé B,
caractérisée en ce que le caoutchouc naturel époxydé A est contenu dans le caoutchouc naturel époxydé en une
quantité de 10 % en masse à 40 % en masse.

2. Composition adhésive selon la revendication 1, dans laquelle le caoutchouc naturel époxydé A présente un degré
d’époxydation de 40 % en mole à 80 % en mole et le caoutchouc naturel époxydé B présente un degré d’époxydation
de 10 % en mole à 35 % en mole.
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3. Composition adhésive selon la revendication 1 ou 2, dans laquelle le caoutchouc naturel époxydé A est contenu
dans le caoutchouc naturel époxydé en une quantité de 15 % en masse à 40 % en masse.

4. Composition adhésive selon la revendication 1, 2 ou 3, dans laquelle le caoutchouc naturel époxydé B est contenu
dans le caoutchouc naturel époxydé en une quantité de 20 % en masse à 90 % en masse.

5. Composition adhésive selon la revendication 4, dans laquelle le caoutchouc naturel époxydé B est contenu dans
le caoutchouc naturel époxydé en une quantité de 60 % en masse à 85 % en masse.

6. Composition adhésive selon l’une quelconque des revendications 1 à 5, dans laquelle le caoutchouc naturel époxydé
présente un degré moyen d’époxydation de 15 % en mole à 70 % en mole.

7. Composition adhésive selon l’une quelconque des revendications 1 à 6 comprenant en outre un agent de réticulation.

8. Composition adhésive selon l’une quelconque des revendications 1 à 7 comprenant en outre un promoteur de
réticulation.

9. Procédé d’adhésion pour l’adhésion d’une couche formant film à une couche de caoutchouc non vulcanisé, com-
prenant: la mise en place de la composition adhésive selon l’une quelconque des revendications 1 à 8 entre une
couche formant film et une couche de caoutchouc non vulcanisé; et la vulcanisation de la couche formant film et
de la couche de caoutchouc non vulcanisé.

10. Procédé d’adhésion selon la revendication 9, dans lequel un liquide d’application formé par dissolution de la com-
position adhésive dans un bon solvant est appliqué à la couche formant film ou à la couche de caoutchouc non
vulcanisé.

11. Procédé d’adhésion selon la revendication 9 ou 10, dans lequel la composition adhésive est formée en une feuille
avant d’être mise en place entre la couche formant film et la couche de caoutchouc non vulcanisé.

12. Stratifié formé d’une couche formant film et d’une couche de caoutchouc non vulcanisé adhérant l’une à l’autre par
le procédé d’adhésion selon l’une quelconque des revendications 9 à 11.

13. Pneumatique comprenant le stratifié selon la revendication 12.
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