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Description

TECHNICAL FIELD

[0001] The present invention relates to Polyesters, Polyester compositions, pressure-sensitive adhesive compositions,
pressure-sensitive adhesive layers and pressure-sensitive adhesive sheets.

BACKGROUND ART

[0002] As a preventive measure against depletion of a fossil resource and global warming, use of a plant-derived raw
material which is a regeneratable material is recently recommended.
[0003] Under these circumstances, a synthetic rubber and an acrylic raw material have mainly used as a material of
a pressure-sensitive adhesive heretofore, and a plant-derived acrylic pressure-sensitive adhesive which can be used
in the pressure-sensitive adhesive is not found at present.
[0004] On the other hand, in a polyester-based pressure-sensitive adhesive, a plant-derived component exists as a
raw material component thereof such as dicarboxylic acid and a diol component, and a burden on global environment
can be reduced by using these regeneratable circulation type raw materials.
[0005] As the polyester-based pressure-sensitive adhesive, a polyester using polycaprolactone diol, which is liquid at
room temperature, as the diol component is disclosed (Patent Document 1).
[0006] Also, Patent Document 2 proposes a polyester which uses, as a main raw material, an aliphatic diol or dicar-
boxylic acid having a polycarbonate structure, a hydrogenated dimer acid prepared by hydrogenation of a dimer acid
which is obtained by dimerization of an unsaturated fatty acid having 18 carbon atoms such as linoleic acid, or a
hydrogenated dimer diol prepared by reduction of the hydrogenated dimer acid.
[0007] However, the polyesters described in aforementioned Patent Documents 1 and 2 are not plant-derived poly-
esters.
[0008] On the other hand, polylactic acid is known as a plant-derived raw material, and a trial of using a polyester,
which uses the polylactic acid, in a pressure-sensitive adhesive is made. For example, Patent Document 3 discloses a
biodegradable pressure-sensitive adhesive containing, as essential components, an aliphatic polyester (A) which con-
tains 55% by weight or more of a lactic acid residue, and has a molar ratio (L/D) of L-lactic acid to D-lactic acid of 0.11
to 9 and a reduced viscosity within a range from 0.2 to 1.0 dl/g; and a natural product-based tackifying resin (B).
[0009] Also, Patent Document 4 discloses a pressure-sensitive adhesive containing polylactic acid, a glass transition
temperature reducing agent composed of a raw material having biodegradability and/or a plant-derived raw material,
and a tackifier.
[0010] Furthermore, Patent Document 5 discloses a biodegradable pressure-sensitive adhesive containing a aliphatic
polyester-based resin (A) prepared by reacting lactic acid as a main raw material, and rosin or a rosin derivative (B),
wherein the lactic acid is composed of L-lactic acid and D-lactic acid in a molar ratio (L/D) of 1 to 9 and a glass transition
temperature (Tg) is from -5 to -60°C.
[0011] However, it was difficult for the pressure-sensitive adhesives which use a polylactic acid-based polyester dis-
closed in Patent Documents 3 to 5 to obtain sufficient pressure-sensitive adhesion properties.
[0012]

Patent Document 1: JP-A 08-157798
Patent Document 2: JP-A 11-241056
Patent Document 3: JP-A 2004-231797
Patent Document 4: JP-A 2006-070091
Patent Document 5: JP-A 2006-131705

[0013] Thus, an object of the present invention is to provide a polyester, a polyester composition and a pressure-
sensitive adhesive composition capable of obtaining a pressure-sensitive adhesive which is global-environmentally
friendly and is excellent in pressure-sensitive adhesion properties, using a plant-derived raw material; and a pressure-
sensitive adhesive layer and a pressure-sensitive adhesive sheet which can be obtained by using the same.

MEANS FOR SOLVING THE PROBLEMS

[0014] The present inventors have intensively studied so as to solve the above problem, and thus have found the
following polyester and have completed the present invention.
[0015] That is, a polyester of the present invention is a polyester comprising at least a lactic acid unit, a dibasic acid
unit and a glycol unit, and as a component other than the lactic acid unit, the dibasic acid unit and the glycol unit, a tri-
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or higher functional carboxylic acid and/or polyol, wherein the dibasic acid unit contains dimer acid, and the polyester
has a glass transition temperature as measured at a temperature rising rate of 20°C/minute using a differential scanning
calorimeter, of -70 to -20°C, a weight average molecular weight of 20,000 to 300,000 and a hydroxyl value of 1 to 100
mgKOH/g, and the polyester has a dispersion degree (Mw/Mn) of from 2.5 to 10.0.
[0016] Preferably, in the polyester of the present invention, the polyester contains 10 to 50 mol% of the lactic acid
unit, and contains 50 to 90 mol% of a component other than the lactic acid unit, wherein a molar ratio of the dibasic acid
unit to the glycol unit is from 1 : 0.8 to 1 : 1.2.
[0017] Preferably, in the polyester of the present invention, the dibasic acid unit further contains an aliphatic dibasic
acid other than dimer acid.
[0018] In the polyester of the present invention, the polyester contains, as a component other than the lactic acid unit,
the dibasic acid unit and the glycol unit, a tri-or higher functional carboxylic acid and/or polyol, wherein a dispersion
degree (Mw/Mn) is from 2.5 to 10.0.
[0019] Preferably, in the polyester of the present invention, an acid value is 5 mgKOH/g or less.
[0020] Preferably, a polyester composition of the present invention is a polyester composition comprising: 50 to 99
parts by weight of the polyester, and 1 to 50 parts by weight of a branched polyester oligomer having a hydroxyl value
of 100 to 1,000 mgKOH/g.
[0021] Preferably, a pressure-sensitive adhesive composition of the present invention is a pressure-sensitive adhesive
composition comprising the polyester or the polyester composition containing a crosslinking agent.
[0022] Preferably, in the pressure-sensitive adhesive composition, the crosslinking agent is a polyvalent isocyanurate.
[0023] Preferably, a pressure-sensitive adhesive layer is formed from the pressure-sensitive adhesive composition.
[0024] Preferably, in the pressure-sensitive adhesive layer, a storage elastic modulus as measured under the conditions
of 23°C and a frequency of 1 Hz using a dynamic viscoelasticity measuring apparatus is from 1 x 104 to 1 3 107 Pa.
[0025] In addition, a pressure-sensitive adhesive sheet of the invention is preferable that the pressure-sensitive ad-
hesive layer is formed on at least one surface of a support.

EFFECT OF THE INVENTION

[0026] In the present invention, a lactic acid unit and dimer acid being a plant-derived raw material is used. Therefore,
it is possible to obtain a polyester, a polyester composition and a pressure-sensitive adhesive composition which are
global-environmentally friendly and are also capable of obtaining a pressure-sensitive adhesive having excellent pres-
sure-sensitive adhesion properties by adjusting a specific glass transition temperature (Tg), a weight average molecular
weight and a hydroxyl value; and an pressure-sensitive adhesive layer and a pressure-sensitive adhesive sheet which
can be obtained by using the same. Accordingly, the present invention is effective.

BEST MODE FOR CARRYING OUT THE INVENTION

[0027] The polyester of the present invention contains at least a lactic acid unit, a dibasic acid unit and a glycol unit
and a tri- or higher functional carboxylic acid and/or polyol.
[0028] The lactic acid unit is not particularly limited and examples thereof include L-lactide, D-lactide, DL-lactide,
mesolactide, L-lactic acid, D-lactic acid and DL-lactic acid. Among them, DL-lactide is preferred from the viewpoint of
efficiency of the polymerization reaction and the solubility in a solvent. A polyester having desired properties can be
obtained by copolymerizing these lactic acid units. These lactic acid units can be used alone, or in combination of two
or more kinds thereof.
[0029] The content of the lactic acid unit in the polyester component is preferably from 10 to 50 mol%, and more
preferably from 15 to 45 mol%. When the content is less than 10 mol%, an elastic modulus of a pressure-sensitive
adhesive layer which uses the polyester decreases, and thus pressure-sensitive adhesion properties of the pressure-
sensitive adhesive may vary with the lapse of time. In contrast, when the content is more than 50 mol%, a glass transition
temperature (Tg) of the polyester increases, and thus pressure-sensitive adhesion properties may deteriorate, unfavo-
rably.
[0030] On the other hand, the content of the component other than the lactic acid unit in the polyester component is
preferably from 50 to 90 mol%, and more preferably from 55 to 85 mol%. When the content is less than 50 mol%,
pressure-sensitive adhesion properties of the pressure-sensitive adhesive which uses the polyester may deteriorate. In
contrast, when the content is more than 90 mol%, a cohesive strength of the pressure-sensitive adhesive which uses
the polyester decreases, and thus an adhering (pressure-sensitive adhering) strength with a sticking material (base
material, support, etc.) may decrease, unfavorably.
[0031] The dibasic acid unit in the present invention contains dimer acid. As the dimer acid unit, a hydrogenated dimer
acid may be used. A polyester having excellent pressure-sensitive adhesion properties can be obtained by copolymerizing
these dibasic acid units. These dibasic acid units can be used alone, or in combination of two or more kinds thereof.
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[0032] In the polyester of the present invention, the dibasic acid unit preferably contains an aliphatic dibasic acid other
than the dimer acid. By copolymerizing the aliphatic dibasic acid other than the dimer acid, compatibility between the
dimer acid and the lactic acid can be improved and an improvement in solvent solubility can be expected.
[0033] The aliphatic dibasic acid is not particularly limited and examples thereof include polyvalent carboxylic acid,
and an alkyl ester thereof and an acid anhydride.
[0034] Examples of the polyvalent carboxylic acid include aliphatic and alicyclic dicarboxylic acids, such as adipic
acid, azelaic acid, sebacic acid, 1,4-cyclohexanedicarboxylic acid, 4-methyl-1,2-cyclohexanedicarboxylic acid, dodece-
nylsuccinic anhydride, fumaric acid, succinic acid, dodecane diacid, hexahydrophthalic anhydride, tetrahydrophthalic
anhydride, maleic acid, maleic anhydride, itaconic acid and citraconic acid, and sebacic acid is particularly preferred
since it is obtained from plants. These can be used alone, or in combination of two or more kinds thereof.
[0035] Furthermore, aromatic dibasic acid can be used as long as properties of the polyester of the present invention
do not deteriorate. The aromatic dibasic acid is not particularly limited and examples thereof include terephthalic acid,
isophthalic acid, orthophthalic acid,

1,5-naphthalenedicarboxylic acid,
2,6-naphthalenedicarboxylic acid, 4,4’-diphenyldicarboxylic acid, 2,2’-diphenyldicarboxylic acid and
4,4’-diphenyletherdicarboxylic acid. These can be used alone, or in combination of two or more kinds thereof.

[0036] The glycol unit is not particularly limited and, for example, an aliphatic glycol can be used. It becomes possible
to increase the molecular weight of the polyester of the present invention by using the aliphatic glycol, thus making it
possible to improve pressure-sensitive adhesion properties and durability of the pressure-sensitive adhesive which uses
the polyester.
[0037] Examples of the aliphatic glycol include ethylene glycol, 1,2-propylene glycol, 1,3-propanediol, 2-methyl-1,3-
propanediol, 1,2-butanediol, 1,3-butanediol, 1,4-butanediol, 1,5-pentanediol, 1,6-hexanediol, 3-methyl-1,5-pentanediol,
neopentyl glycol, diethylene glycol, dipropylene glycol, 2,2,4-trimethyl-1,5-pentanediol, 2-ethyl-2-butylpropanediol, 1,9-
nonanediol, 2-methyloctanediol, 1,10-decanediol, 1,4-cyclohexanedimethanol and 1,2-cyclohexanedimethanol, and 1,3-
propanediol is particularly preferred since it is obtained from plants. These can be used alone, or in combination of two
or more kinds thereof.
[0038] A glycol unit other than the aliphatic glycol may be used in combination as long as properties of the polyester
of the present invention do not deteriorate, and examples thereof include an ethylene oxide adduct and a propylene
oxide adduct of bisphenol A, an ethylene oxide adduct and a propylene oxide adduct of hydrogenated bisphenol A,
polytetramethylene glycol, polypropylene glycol, polyethylene glycol and polycarbonate glycol. These can be used alone,
or in combination of two or more kinds thereof.
[0039] A molar ratio of the dibasic acid unit to the glycol unit is preferably from 1 : 0.8 to 1 : 1.2, and more preferably
from 1 : 0.9 to 1 : 1.1. When the molar ratio is less than 1 : 0.8 (the content of the glycol unit is low), an acid value may
increase or a molecular weight may decrease. When the molar ratio is more than 1 : 1.2 (the content of the glycol unit
is high), a molecular weight may decrease and pressure-sensitive adhesion properties tend to deteriorate, unfavorably.
[0040] Furthermore, the polyester of the present invention contains, as a component other than the lactic acid unit,
dibasic acid unit and glycol unit, a tri- or higher functional carboxylic acid and/or a polyol. A dispersion degree (Mw/Mn)
is preferably from 2.5 to 10.0, and more preferably from 2.5 to 9.5. When the dispersion degree is within the above
range, it is effective since a pressure-sensitive adhering strength can be improved and transfer of the pressure-sensitive
adhesive to the adherend can be prevented. It is possible to further increase the molecular weight of the polyester of
the present invention by containing a tri- or higher functional carboxylic acid and/or a polyol, and the pressure-sensitive
adhesive which uses this polyester is excellent in pressure-sensitive adhesion properties. Mw represents a weight
average molecular weight, while Mn represents a number average molecular weight.
[0041] The tri- or higher functional carboxylic acid is not particularly limited and examples thereof include trimellitic
acid, pyromellitic acid, benzophenonetetracarboxylic acid, biphenyltetracarboxylic acid, ethylene glycol bis(anhydrotri-
mellitate) and glycerol tris(anhydrotrimellitate).
[0042] Examples of the tri- or higher functional polyol include glycerin, trimethylolpropane, pentaerythritol and polyg-
lycerin.
[0043] The content of the tri- or higher functional carboxylic acid and/or the polyol in the polyester component is
preferably from 0.01 to 10 mol%, and more preferably from 0.1 to 5 mol%, from the viewpoint of reactivity.
[0044] Glycolic acid or lactones can be copolymerized (used) as long as properties of the polyester of the present
invention do not deteriorate, and it is also possible to modify molecular ends by adding and polymerizing the glycolic
acid or lactones after polymerizing other components. It is also possible to modify molecular ends into carboxyl groups
by adding and polymerizing acid anhydride after polymerizing other components. These can be used alone, or in com-
bination of two or more kinds thereof.
[0045] In the polyester of the present invention, a glass transition temperature (Tg) as measured at a temperature
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rising rate of 20°C/minute using a differential scanning calorimeter is from -70 to -20°C, and preferably from -60 to -40°C.
When Tg is lower than -70°C, the retention force may decrease. In contrast, when Tg is higher than -20°C, pressure-
sensitive adhesion properties of the pressure-sensitive adhesive which uses the polyester at normal temperature may
deteriorate, unfavorably.
[0046] The polyester of the present invention has a weight average molecular weight of 20,000 to 300,000, and
preferably from 50,000 to 300,000. When the weight average molecular weight is less than 20,000, a pressure-sensitive
adhering strength of the pressure-sensitive adhesive which uses the polyester may decrease. In contrast, when the
weight average molecular weight is more than 300,000, a decrease in cohesive strength and a decrease in retention
force may arise, unfavorably.
[0047] The polyester of the present invention has a hydroxyl value of 1 to 100 mgKOH/g, and preferably 3 to 100
mgKOH/g. When the hydroxyl value is less than 1 mgKOH/g, reactivity with a crosslinking agent may become worse
and a cohesive strength of the pressure-sensitive adhesive which uses the polyester may decrease. In contrast, when
the hydroxyl value is more than 100 mgKOH/g, water resistance may deteriorate, unfavorably.
[0048] The polyester of the present invention preferably has an acid value of 5 mgKOH/g or less, and more preferably
0.1 to 3 mgKOH/g. When the acid value is more than 5 mgKOH/g, hydrolysis may be accelerated and durability may
deteriorate, unfavorably.
[0049] The polyester composition of the present invention preferably contains 50 to 99 parts by weight of the polyester
(polyester (i)) and also contains 1 to 50 parts by weight of a branched polyester oligomer (ii) having a hydroxyl value of
100 to 1,000 mgKOH/g. The polyester composition of the present invention more preferably contains 65 to 99 parts by
weight of the polyester (i) and also contains 1 to 35 parts by weight of a branched polyester oligomer (ii) having a hydroxyl
value of 100 to 800 mgKOH/g. By mixing the branched polyester oligomer (ii), curing (crosslinking) is accelerated and,
when used as the pressure-sensitive adhesive, contamination to the adherend after re-peeling can be reduced, and
thus it is effective. When the hydroxyl value is less than 100 mgKOH/g, the curing acceleration effect may become
insufficient. In contrast, when the hydroxyl value is more than 1,000 mgKOH/g, solubility in a general-purpose organic
solvent may deteriorate, unfavorably. When the amount of the branched polyester oligomer (ii) is less than 1 part by
weight, the curing acceleration effect may become insufficient. In contrast, when the amount is more than 50 parts by
weight, pressure-sensitive adhesion properties may deteriorate, unfavorably.
[0050] Furthermore, the total hydroxyl value of the polyester composition is preferably from 10 to 200 mgKOH/g. When
the total hydroxyl value is less than 10 mgKOH/g, the curing acceleration effect may become insufficient. In contrast,
when the total hydroxyl value is more than 200 mgKOH/g, pressure-sensitive adhesion properties may deteriorate,
unfavorably.
[0051] The branched polyester oligomer (ii) has a branch in the structure and has satisfactory solubility in an organic
solvent, and is also comparatively inexpensive from an economical point of view.
[0052] The branched polyester oligomer (ii) preferably has a number average molecular weight of 1,000 to 8,000, and
more preferably 1,000 to 6,000. When the number average molecular weight is less than 1,000, contamination to the
adherend may arise. In contrast, when the number average molecular weight is more than 8,000, reactivity with the
crosslinking agent may deteriorate, unfavorably.
[0053] There is no particular limitation on the structure of branched polyester oligomer (ii). For example, it is preferred
to have a structure containing those obtained by a polycondensation reaction or a polyaddition reaction of an ABx type
compound as a main skeleton. Herein, the ABx type compound means a compound having both different functional
groups A and B (organic groups) . The ABx type compound is a compound having a functional group which does not
cause an intramolecular condensation or an intramolecular addition reaction, but can cause an intermolecular conden-
sation or an intermolecular addition reaction. Particularly preferred is a compound which has an ester bond in the main
skeleton, and also has different functional groups, for example, a carboxyl group or a derivative group thereof as a
functional group A, and a hydroxyl group or a derivative group thereof as a functional group B, and has both functional
groups.
[0054] Specific examples of the ABx type compound include 2,2-dimethylolpropionic acid, 2,2-dimethylolbutanoic acid,
5-(2-hydroxyethoxy)isophthalic acid, 5-acetoxyisophthalic acid, 3,5-bis(2-hydroxyethoxy)benzoic acid, 3,5-bis(2-hydrox-
yethoxy)benzoic acid methyl ester, 4,4-(4’-hydroxyphenyl)pentanoic acid, 5-hydroxycyclohexane-1,3-dicarboxylic acid,
1,3-dihydroxy-5-carboxycyclohexane, 5-(2-hydroxyethoxy)cyclohexane-1,3-dicarboxylic acid and 1,3-(2-hydrox-
yethoxy)-5-carboxycyclohexane. It is particularly preferred to use 2,2-dimethylolpropionic acid or 2,2-dimethylolbutanoic
acid from the viewpoints of general-purpose properties of a compound as a raw material, and convenience of the
polymerization reaction process.
[0055] The branched polyester oligomer (ii) is effective since it has an ester bond and is therefore excellent in com-
patibility with the polyester (i), resulting in more enhanced transparency of these reactants (crosslinked materials). A
branched polyester oligomer (ii) composed of an aliphatic monomer is particularly preferred since it tends to be more
excellent in compatibility.
[0056] According to the method of producing the branched polyester oligomer (ii), the branched polyester oligomer
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can be synthesized by reacting the ABx type compound alone in the presence of a condensation reaction catalyst. It is
also possible to use as a branch point of the branched polyester oligomer (ii) a polyhydric hydroxyl group-containing
compound, a polyvalent carboxylic acid, or a compound having both a hydroxyl group and a carboxyl group.
[0057] Examples of the polyhydric hydroxyl group-containing compound include various general-purpose glycol com-
pounds, and tri- or higher functional hydroxyl group-containing compounds such as trimethylolpropane, pentaerythritol
and dipentaerythritol.
[0058] Examples of the polyvalent carboxylic acid include various general-purpose dibasic acids, and tri- or higher
functional carboxylic acid compounds such as trimellitic acid, pyromellitic acid and benzophenonetetracarboxylic acid.
[0059] Furthermore, examples of the compound having both a hydroxyl group and a carboxyl group include glycolic
acid, hydroxypivalic acid, 3-hydroxy-2-methylpropionic acid, lactic acid, glyceric acid, malic acid and citric acid.
[0060] It is also possible to use, as the branch point of the branched polyester oligomer (ii), a straight-chain (linear)
polyester oligomer obtained by a condensation reaction of dibasic acid and a glycol compound, and a specific functional
group-containing branched polyester oligomer (iii) obtained by copolymerizing the oligomer with a tri- or higher functional
polyhydric hydroxyl group-containing compound or a polyvalent carboxylic acid, in addition to the polyhydric hydroxyl
group-containing compound, the polyvalent carboxylic acid, or the compound having both a hydroxyl group and a carboxyl
group.
[0061] It is possible to use, as a raw material of the straight-chain (linear) polyester oligomer and the specific functional
group-containing branched polyester oligomer (iii) which can serves as the branch point, various general-purpose dibasic
acids, a glycol compound, a tri- or higher functional polyvalent carboxylic acid and a polyhydric alcohol compound.
[0062] Examples of the dibasic acid include aliphatic dibasic acids such as succinic acid, adipic acid, azelaic acid,
sebacic acid and dodecanoic acid; aromatic dibasic acids such as terephthalic acid, isophthalic acid, orthophthalic acid,
1,2-naphthalenedicarboxylic acid and 1,6-naphthalenedicarboxylic acid; and alicyclic dibasic acids such as 1,2-cyclohex-
anedicarboxylic acid, 1,4-cyclohexanedicarboxylic acid and 4-methyl-1,2-cyclohexanedicarboxylic acid. Among them,
from the viewpoint of heat resistance, terephthalic acid, isophthalic acid, orthophthalic acid, 1,2-naphthalenedicarboxylic
acid and 1,6-naphthalenedicarboxylic acid are preferred, and terephthalic acid, 1,2-naphthalenedicarboxylic acid and
1,6-naphthalenedicarboxylic acid are particularly preferred.
[0063] Examples of the glycol compound include aliphatic diols such as ethylene glycol, 1,2-propylene glycol, 1,3-
propylene glycol, 1,2-butylene glycol, 1,3-butylene glycol, 2,3-butylene glycol, 1,4-butylene glycol, 2-methyl-1,3-propyl-
ene glycol, neopentyl glycol, 3-methyl-1,5-pentadiol, 2,2,4-trimethyl-1,3-pentanediol, 2,4-diethyl-1,5-pentanediol, 2-
ethyl-1,3-hexanediol, 2,2-dimethyl-3-hydroxypropyl-2’,2’-dimethyl-3’-hydroxypropa nate, 2-n-butyl-2-ethyl-1,3-propane-
diol, 3-ethyl-1,5-pentanediol, 3-propyl-1,5-pentanediol, 2,2-diethyl-1,3-propanediol and 3-octyl-1,5-pentanediol; alicyclic
glycols such as 1,3-bis(hydroxymethyl)cyclohexane, 1,4-bis(hydroxymethyl)cyclohexane, 1,4-bis(hydroxyethyl)cy-
clohexane, 1,4-bis(hydroxypropyl)cyclohexane, 1,4-bis(hydroxymethoxy)cyclohexane, 1,4-bis(hydroxyethoxy)cy-
clohexane, 2,2-bis(4-hydroxymethoxycyclohexyl)propane, 2,2-bis(4-hydroxyethoxycyclohexyl)propane, bis(4-hydroxy-
cyclohexyl)methane, 2,2-bis(4-hydroxycyclohexyl)propane and 3(4),8(9)-tricyclo[5.2.1.02,6]decanedimethanol; and ar-
omatic glycols such as an ethylene oxide adduct and a propylene oxide adduct of bisphenol A or the like.
[0064] Furthermore, examples of the tri- or higher functional polyvalent carboxylic acid and the polyhydric hydroxyl
group-containing compound include trimellitic acid, pyromellitic acid, benzophenonetetracarboxylic acid, glycerin, tri-
methylolpropane and pentaerythritol.
[0065] Examples of a method of removing water produced by the polymerization (condensation) reaction include a
method in which azeotropic dehydration is conducted using toluene or xylene, a method in which an inert gas is bubbled
into a reaction system thereby ejecting produced water and monoalcohol out of the reaction system, together with the
inert gas, and a method of distilling under reduced pressure.
[0066] It is possible to use, as a polymerization catalyst used in the polymerization (condensation) reaction, those
used as a polymerization catalyst used in a conventional polyester, and examples of usable polymerization catalyst
include, but are not limited to, various metal compounds such as titanium-based, tin-based, antimony-based, zinc-based
and germanium-based compounds; and strong acid compounds such as p-toluenesulfonic acid and sulfuric acid.
[0067] In order to improve compatibility with the polyester, it is more preferred to introduce a long-chain hydrocarbon
group having 6 or more carbon atoms into the end group of a branched polyester oligomer. Examples of the method of
introducing a hydrocarbon group having 6 or more carbon atoms include a method in which a compound having a
hydrocarbon group of 6 or more carbon atoms is subjected to the addition or condensation reaction with a carboxyl
group or a hydroxyl group at the end of a branched polyester oligomer synthesized in advance. Examples of the compound
include monoalcohols having a long-chain alkyl group, such as hexanol, octanol, decyl alcohol, undecyl alcohol and
dodecyl alcohol; and monocarboxylic acids having a long-chain alkyl or an alkenyl group, such as octanoic acid, decanoic
acid, dodecanoic acid, myristic acid, palmitic acid, stearic acid, and oleic acid having an unsaturated group, or methyl
ester derivatives.
[0068] The method further includes a method in which a carboxylic anhydride compound having a hydrocarbon group
of 6 or more carbon atoms is ring-opening added to a terminal hydroxyl group in the presence of a basic catalyst, and
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a method in which a compound having a hydrocarbon group of 6 or more carbon atoms and a glycidyl group is added
to a terminal carboxyl group through the reaction in the presence of a proper catalyst such as triphenylphosphine.
Examples of the compound having a hydrocarbon group include an acid anhydride compound and specific examples
thereof include dodecenylsuccinic anhydride and octadecylsuccinic anhydride. Examples of the compound having a
glycidyl group include various aryl glycidyl ethers such as phenyl glycidyl ether; polyethylene glycol mono glycidyl ether,
polypropylene glycol monoglycidyl ether, and polytetramethylene glycol monoglycidyl ether; and monoglycidyl ethers
such as alkyl, alkenyl and alkynyl glycidyl ethers.
[0069] In a preferred aspect, the polyester or polyester composition is produced from a plant-derived raw material.
The reason is that the plant-derived raw material is biodegradable and is said to be a carbon neutral, thus making it
possible to obtain an environmentally friendly type pressure-sensitive adhesive which is global-environmentally friendly.
As a standard of the content of the plant-derived raw material, biomass degree is preferably 70% or more, and more
preferably 80% or more. Herein, biomass degree (%) is calculated by the proportion of the plant-derived monomer
component from the weight of the plant-derived monomer component to the weight of all monomer components consti-
tuting the polyester or polyester composition. Examples of the plant-derived raw material include, for example, acid
components such as lactic acid, dimer acid and sebacic acid; and glycol (diol) components such as 1,3-propylene glycol.
[0070] In the pressure-sensitive adhesive composition of the present invention, the polyester or the polyester compo-
sition preferably contains a crosslinking agent. A pressure-sensitive adhesive layer can be obtained by appropriately
performing the crossliking reaction of a pressure-sensitive adhesive composition containing a crosslinking agent. The
crosslinking agent is not particularly limited and conventionally known crosslinking agents can be used. For example, a
polyvalent isocyanurate, a polyfunctional isocyanate, a polyfunctional melamine compound, a polyfunctional epoxy
compound, a polyfunctional oxazoline compound, a polyfunctional aziridine compound and a metal chelate compound
can be used. From the viewpoints of obtaining transparency and high gel fraction of the obtained pressure-sensitive
adhesive layer, in a preferred aspect, a polyvalent isocyanurate or a polyfunctional isocyanate compound is used.
[0071] Examples of the polyvalent isocyanurate include a polyisocyanurate compound of hexamethylene diisocyanate.
Use of the polyvalent isocyanurate is effective since it is possible to achieve an object of obtaining transparency and
high gel fraction of the obtained pressure-sensitive adhesive layer. It is also possible to use commercially available
products of the polyvalent isocyanurate and specific examples thereof include "DURANATE TPA-100" (trade name,
manufactured by Asahi Kasei Chemicals Corporation), and "CORONATE HK", "CORONATE HX" and "CORONATE
2096" (trade names, manufactured by Nippon Polyurethane Industry Co., Ltd.). These can be used alone, or in combi-
nation of two or more kinds thereof.
[0072] The polyfunctional isocyanate compound is not particularly limited and is preferably a compound having at
least two or more isocyanate groups, and more preferably three or more isocyanate groups in the molecule (may be
two or more isocyanate groups when the branched polyester oligomer (ii) is mixed), and specific examples thereof
include aliphatic polyisocyanates, alicyclic polyisocyanates and aromatic polyisocyanates. These can be used alone, or
in combination of two or more kinds thereof.
[0073] Examples of the aliphatic polyisocyanates include tetramethylene diisocyanates such as 1,2-ethylene diisocy-
anate, 1,2-tetramethylene diisocyanate, 1,3-tetramethylene diisocyanate and 1,4-tetramethylene diisocyanate; hexam-
ethylene diisocyanates such as 1,2-hexamethylene diisocyanate, 1,3-hexamethylene diisocyanate, 1,4-hexamethylene
diisocyanate, 1,5-hexamethylene diisocyanate, 1,6-hexamethylene diisocyanate and 2,5-hexamethylene diisocyanate;
and 2-methyl-1,5-pentane diisocyanate, 3-methyl-1,5-pentane diisocyanate and lysin diisocyanate.
[0074] Examples of the alicyclic polyisocyanates include isophorone diisocyanate; cyclohexyl diisocyanates such as
1,2-cyclohexyl diisocyanate, 1,3-cyclohexyl diisocyanate and 1,4-cyclohexyl diisocyanate; cyclopentyl diisocyanates
such as 1,2-cyclopentyl diisocyanate and 1,3-cyclopentyl diisocyanate; hydrogenated xylylene diisocyanate, hydrogen-
ated tolylene diisocyanate, hydrogenated diphenylmethane diisocyanate, hydrogenated tetramethylxylene diisocyanate
and 4,4’-dicyclohexylmethane diisocyanate.
[0075] Examples of the aromatic polyisocyanates include 2,4-tolylene diisocyanate, 2,6-tolylene diisocyanate, 4,4’-
diphenylmethane diisocyanate, 2,4’-diphenylmethane diisocyanate, 2,2’-diphenylmethane diisocyanate, 4,4’-diphe-
nyletherdiisocyanate, 2-nitrodiphenyl-4,4’-diisocyanate, 2,2’-diphenylpropane-4,4’-diisocyanate, 3,3’-dimethyldiphenyl-
methane-4,4’-diisocyanate, 4,4’-diphenylpropane diisocyanate, m-phenylene diisocyanate, p-phenylene diisocyanate,
naphthylene-1,4-diisocyanate, naphthylene-1,5-diisocyanate, 3,3’-dimethoxydiphenyl-4,4’-diisocyanate, xylylene-1,4-
diisocyanate and xylylene-1,3-diisocyanate.
[0076] It is possible to use, as the polyfunctional isocyanate compound, for example, dimers and trimers of the aliphatic
polyisocyanates, alicyclic polyisocyanates, aromatic polyisocyanates and araliphatic polyisocyanates. Specific examples
thereof include a dimmer and a trimer of diphenylmethane diisocyanate; a reaction product of trimethylolpropane and
tolylene diisocyanate; a reaction product of trimethylolpropane and hexamethylene diisocyanate; and polymers such as
polymethylene polyphenylisocyanate, polyether polyisocyanate and polyester polyisocyanate.
[0077] It is also possible to use commercially available products as the polyfunctional isocyanate compound, and
specific examples thereof include "CORONATE L" (trade name, manufactured by Nippon Polyurethane Industry Co.,
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Ltd.) as a trimer adduct of trimethylolpropane and tolylene diisocyanate, and "CORONATE HL" (trade name, manufac-
tured by Nippon Polyurethane Industry Co., Ltd.) as a trimer adduct of trimethylolpropane and hexamethylene diisocy-
anate.
[0078] Examples of the polyfunctional melamine compound include methylated methylolmelamine and butylated hex-
amethylolmelamine, and examples of the polyfunctional epoxy compound include diglycidylaniline and glycerin diglycidyl
ether. These can be used alone, or in combination of two or more kinds thereof.
[0079] The use amount of the crosslinking agent is preferably from 0.001 to 20 parts by weight, and more preferably
from 0.001 to 10 parts by weight, based on 100 parts by weight of the polyester or polyester composition. When the use
amount is less than 0.001 parts by weight, the cohesive strength cannot be improved when a pressure-sensitive adhesive
layer is formed. In contrast, when the use amount is more than 20 parts by weight, the obtained pressure-sensitive
adhesive layer cannot attain sufficient pressure-sensitive adhering strength and the pressure-sensitive adhering strength
decreases, unfavorably.
[0080] It is possible to obtain a pressure-sensitive adhesive composition (and a pressure-sensitive adhesive, a pres-
sure-sensitive adhesive layer) having desired properties by using the polyester or polyester composition in combination
with a tackifying resin, together with the crosslinking agent.
[0081] The tackifying resin is not particularly limited and conventionally known tackifying resins can be used. Examples
thereof include a terpene-based tackifying resin, a phenol-based tackifying resin, a rosin-based tackifying resin, an
aliphatic petroleum resin, an aromatic petroleum resin, a copolymer-based petroleum resin, an alicyclic petroleum resin,
a xylene resin, an epoxy-based tackifying resin, a polyamide-based tackifying resin, a ketone-based tackifying resin and
an elastomer-based tackifying resin. It is particularly preferred to use a plant-derived rosin-based resin and a terpene-
based tackifying resin. These can be used alone, or in combination of two or more kinds thereof.
[0082] Specifically, it is possible to use, as the terpene-based resin, an α-pinene polymer, a β-pinene polymer, a
dipentene polymer, and terpene-based resins obtained by phenol modification, aromatic modification, hydrogenation
modification and hydrocarbon modification of them.
[0083] Specifically, it is possible to use, as the phenol-based tackifying resin, condensates of various phenols such
as phenol, m-cresol, 3,5-xylenol, p-alkylphenol and resorcin, and formaldehyde can be used. It is also possible to use
resol obtained by an addition reaction of the phenols and formaldehyde in the presence of an alkali catalyst, novolak
obtained by a condensation reaction of the phenols and formaldehyde in the presence of an acid catalyst, and a rosin-
modified phenol resin obtained by adding phenol to rosins such as an unmodified or modified rosin, or a derivatives
thereof in the presence of an acid catalyst, followed by thermopolymerization.
[0084] Specifically, it is possible to use, as the rosin-based tackifying resin, unmodified rosins (raw rosins) such as
gum rosin, wood rosin and tall oil rosin; modified rosins obtained by hydrogenation, dismutation, polymerization and
other chemical modification of these unmodified rosins; and derivatives thereof.
[0085] The additive amount of the tackifying resin is preferably from 10 to 100 parts by weight, more preferably from
15 to 80 parts by weight, and particularly preferably from 20 to 60 parts by weight, based on 100 parts by weight of the
polyester or polyester composition. When the additive amount is less than 10 parts by weight, the effect due to the
addition cannot be obtained and the desired pressure-sensitive adhering strength cannot be obtained, and also the pot
life prolonging effect cannot obtained. In contrast, when the additive amount is more than 100 parts by weight, the
crosslinking effect due to the crosslinking agent becomes insufficient and compatibility with the polymer component
(polyester or polyester composition) is poor, and also a problem such as a decrease in pressure-sensitive adhering
strength arises, unfavorably.
[0086] As long as properties of the pressure-sensitive adhesive composition of the present invention (and pressure-
sensitive adhesive, pressure-sensitive adhesive layer) are not impaired, it is possible to use common additives such as
ultraviolet absorbers, photostabilizers, peeling regulators, plasticizers, softening agents, fillers, colorants such as pig-
ments and dyes, antioxindants and surfactants.
[0087] The pressure-sensitive adhesive layer of the present invention is preferably formed by the pressure-sensitive
adhesive composition. It is possible to obtain a pressure-sensitive adhesive layer which is global-environmentally friendly
and is excellent in pressure-sensitive adhesion properties, by using the pressure-sensitive adhesive composition.
[0088] In the pressure-sensitive adhesive layer of the present invention, a storage elastic modulus as measured under
the conditions of 23°C and a frequency of 1 Hz using a dynamic viscoelasticity measuring apparatus is preferably from
1 3 104 to 1 3 107 Pa, and more preferably from 1 3 105 to 1 3 106 Pa. When the storage elastic modulus is less than
1 3 104 Pa, there arises a problem that the cohesive strength and the retention force of the pressure-sensitive adhesive
layer decreases. In contrast, when the storage elastic modulus is more than 1 3 107 Pa, there arises a problem that the
pressure-sensitive adhesive layer becomes hard and the pressure-sensitive adhering strength decreases.
[0089] The thickness of the pressure-sensitive adhesive layer of the present invention can be appropriately selected.
For example, the thickness is preferably from about 5 to 1,000 mm, more preferably from 20 to 500 mm, and still more
preferably from about 50 to 200 mm. The pressure-sensitive adhesive layer may be in any form of a single layer and a
laminate.
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[0090] In the pressure-sensitive adhesive sheet of the present invention, the pressure-sensitive adhesive layer is
preferably formed on at least one surface of a support. As long as properties of the pressure-sensitive adhesive sheet
of the present invention are impaired, the pressure-sensitive adhesive sheet of the present invention may have an
intermediate layer or an undercoating layer.
[0091] The support is not particularly limited and conventionally known supports can be used. For example, it is possible
to use papers such as a glassine paper, a kraft paper, a Japanese paper, a high quality paper and a synthetic paper;
fabrics (woven fabrics) made from fibrous substances, for example, natural fibers, semisynthetic fibers or synthetic fibers,
such as a cotton cloth and a staple cloth; nonwoven fabrics made from fibrous substances, for example, natural fibers,
semisynthetic fibers or synthetic fibers, such as rayon, polyvinyl alcohol fibers (vinylon), polyester fibers, polyamide
fibers (nylon fibers), polyolefin fibers (polypropylene fiber, polyethylene fiber, etc.), acrylic fibers, acetate fibers, Manila
hemp and cotton; porous plastic base materials such as polyolefin-based, polyester-based and polyurethane-based
films and sheets; polyolefin resins, for example, homopolymers, random copolymers and block copolymers, such as low
density polyethylene, middle density polyethylene, high density polyethylene, linear low density polyethylene, ethylene/α-
olefin copolymer, ethylene/vinyl acetate copolymer, ethylene/ethyl acrylate copolymer, ethylene/methyl methacrylate
copolymer, ethylene/n-butylacrylate copolymer and polypropylene. When the porous plastic base material and nonwoven
fabric are used, a non-porous base material such as a plastic film or sheet can be laminated on one surface thereof.
[0092] In the support, if necessary, various additives used in a conventional base material for a pressure-sensitive
adhesive tape (support), such as ultraviolet absorbers, photostabilizers, antioxidants, fillers, pigments and dyes can be
used.
[0093] The support can be appropriately subjected to physical treatments such as a corona discharge treatment and
a plasma treatment; and chemical treatments such as an undercoating treatment and a back treatment.
[0094] The thickness of the support (base material) can be appropriately selected according to the material and form.
For example, the thickness is preferably from about 1 to 1,000 mm, and more preferably from about 20 to 500 mm.
[0095] The pressure-sensitive adhesive layer can be formed in accordance with known methods for producing a
pressure-sensitive adhesive sheet, for example, a method in which a solution of a pressure-sensitive adhesive in a
solvent, or a hot melt is applied on a support (base material) ; a method in which a pressure-sensitive adhesive layer
formed by applying on a release liner is transferred; a method in which a pressure-sensitive adhesive layer-forming
material is applied while extruding on a support (base material) to form a pressure-sensitive adhesive layer; a method
in which a support (base material) and a pressure-sensitive adhesive layer are extruded in the form of two layers or
multi-layers; a method in which a pressure-sensitive adhesive layer is single-layer laminated on a support (base material);
a method in which a pressure-sensitive adhesive layer is two-layer laminated, together with a laminate layer; and a
method in which a pressure-sensitive adhesive layer and a support (base material)-forming material such as a film or a
laminate layer are two-layer or multi-layer laminated. It is also possible to use a method in which a pressure-sensitive
adhesive layer is subjected to co-extrusion molding of two layers or multi-layers, together with a support (base material)
layer made of a thermoplastic resin, using an inflation method or a T-die method. The pressure-sensitive adhesive sheet
of the present invention includes a pressure-sensitive adhesive film and a pressure-adhesive tape.
[0096] A conventionally known coater can be used in the method of applying the pressure-sensitive adhesive com-
position. Specific examples thereof include a gravure roll coater, a reverse roll coater, a kiss roll coater, a dip roll coater,
a bar coater, a knife coater and a spray coater.
[0097] The release liner is not particularly limited and conventionally known release liners can be appropriately used.
For example, it is possible to use a release liner in which a release coat layer is formed on at least one surface of a base
material (base material for a release liner) . The base material for a release liner can use any form of a single layer and
plural layers.
[0098] It is possible to use, as the base material for a release liner, various thin leaf-shaped materials such as a plastic
film, a paper, a foam and a metal foil, and a plastic film is particularly preferred. Examples of the raw material of the
plastic film include polyesters such as polyethylene terephthalate; polyolefins such as polypropylene and an ethylene-
propylene copolymer; and thermoplastic resins such as polyvinyl chloride.
[0099] The thickness of the base material for a release liner can be appropriately selected according to the purposes.
[0100] The release coat layer is not particularly limited and a conventionally known one can be used. For example, it
is also possible to provide a coat layer formed from an appropriate release agent such as silicone-based, long-chain
alkyl-based and fluorine-based.
[0101] The pressure-sensitive adhesive sheet of the present invention can be widely used as a substitute of a con-
ventionally well-known pressure-sensitive adhesive sheet. However, because of a small burden on the global environment
upon disposal after use, the pressure-sensitive adhesive sheet is re-peeled after use and can be preferably used in
applications where wastes are generated. For example, the pressure-sensitive adhesive sheet can be preferably used
as a pressure-sensitive adhesive sheet having applications such as surface protection and process materials.
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Examples

[0102] The present invention will be described in more detail by way of Examples of the present invention. Parts in
Examples are by weight. The contents of formulations and evaluation results are shown in Table 1 and Table 2.

(Preparation of polyester)

<Example 1-1>

[0103] In a reaction can equipped with a stirrer, a thermometer, and a condenser for outflow, 86 parts of dimer acid,
10 parts of sebacic acid, 30 parts of 1,3-propylene glycol, 0.4 parts of trimethylolpropane, 50 parts of DL-lactide, and
0.014 parts of tetrabutyl titanate and 0.014 parts of tin octylate as polymerization catalysts were charged. After raising
a temperature to 250°C over 5 hours under a normal pressure in a nitrogen atmosphere, the mixture was reacted for 1
hour and distilled water was removed out of the system and the esterification reaction was conducted. Furthermore, the
pressure was reduced to 10 mmHg over 30 minutes and initial polymerization was conducted at 250°C for 30 minutes.
Furthermore, the pressure was reduced to 1 mmHg and latter polymerization was conducted at 250°C for 30 minutes
to obtain a polyester A. The evaluation results of the obtained polyester A are shown in Table 1.

<Example 1-2>

[0104] In the same manner as in Example 1-1, a polyester B was obtained using 74 parts of dimer acid, 4 parts of
sebacic acid, 30 parts of neopentyl glycol, 1.2 parts by weight of trimethylolpropane, 65 parts of DL-lactide, and 0.009
parts of tetrabutyl titanate and 0.018 parts of tin octylate. The evaluation results of the obtained polyester B are shown
in Table 1.
[0105] In the same manner as in Example 1-1, a polyester C was obtained using 96 parts of dimer acid, 25 parts of
1, 3-propylene glycol, 0.3 parts by weight of trimethylolpropane, 49 parts of DL-lactide, and 0.011 parts of tetrabutyl
titanate and 0.013 parts of tin octylate. The evaluation results of the obtained polyester B are shown in Table 1.
[0106] In the same manner as in Example 1-1, a polyester D was obtained using 79 parts of dimer acid, 9 parts of
sebacic acid, 28 parts of 1,3-propylene glycol, 49 parts of DL-lactide, and 0.011 parts of tetrabutyl titanate and 0.013
parts of tin octylate. The evaluation results of the obtained polyester B are shown in Table 1.

<Comparative Example 1-1>

[0107] In a reaction can equipped with a stirrer, a thermometer and a condenser for outflow, 30 parts of L-lactide, 20
parts of DL-lactide, 33 parts of ε-caprolactone, 0.2 parts of neopentyl glycol, and 0.026 parts of tin octylate as a polym-
erization catalyst were charged. After raising a temperature to 180°C over 1 hour under a normal pressure in a nitrogen
atmosphere, the mixture was further reacted for 3 hours. Next, the pressure was reduced to 1 mmHg over 10 minutes
and the residual lactide was removed by reducing the pressure at 180°C for 30 minutes to obtain a polyester E. The
evaluation results of the obtained polyester E are shown in Table 1.
[0108] In the same manner as in Comparative Example 1-2, a polyester F was obtained using 21 parts of L-lactide,
14 parts of DL-lactide, 53 parts of ε-caprolactone, 0.2 parts of ethylene glycol, and 0.029 parts of tin octylate as a
polymerization catalyst. The evaluation results of the obtained polyester F are shown in Table 1.

<Comparative Example 1-3>

[0109] In a reaction can equipped with a stirrer, a thermometer and a condenser for outflow, 86 parts of dimer acid,
10 parts of sebacic acid, 30 parts of 1,3-propylene glycol, 0.4 parts of trimethylolpropane, 50 parts of DL-lactide, and
0.014 parts of tetrabutyl titanate and 0.014 parts of tin octylate as polymerization catalysts were charged. After raising
a temperature to 250 °C over 5 hours under a normal pressure, the mixture was further reacted for 1 hour, distilled water
was removed out of the system, and the esterification reaction was conducted. Furthermore, the pressure was reduced
to 10 mmHg over 30 minutes to obtain a polyester G. The evaluation results of the obtained polyester G are shown in
Table 1.

(Preparation of pressure-sensitive adhesive composition)

<Example 2-1>

[0110] After dissolving 100 parts of a polyester A in a mixed solvent of 75 parts of methyl ethyl ketone (MEK) and 75
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parts of ethyl acetate, 8 parts of polyisocyanurate (trade name "DURANATE TPA100", manufactured by Asahi Kasei
Chemicals Corporation) as a crosslinking agent was mixed. The mixture was applied on a polyethylene terephthalate
film subjected to a release treatment so as to be a thickness after drying of 50 mm, dried at 80°C for 3 minutes and then
allowed to stand at 50°C for 5 days to obtain a pressure-sensitive adhesive sheet.

<Example 2-3>

[0111] After dissolving 100 parts of a polyester A and 8 parts of a branched polyester oligomer (trade name "hyper-
branched polymer Boltorn H20, hydroxyl value: 500 mgKOH/g, weight average molecular weight: 2,100) in a mixed
solvent of 100 parts of methyl ethyl ketone (MEK) and 100 parts of ethyl acetate, 10 parts of polyisocyanate (trade
name "CORONATE HK", manufactured by Nippon Polyurethane Industry Co., Ltd.) as a crosslinking agent was mixed.
The mixture was applied on a polyethylene terephthalate film subjected to a release treatment so as to be a thickness
after drying of 50 mm, dried at 80 °C for 3 minutes and then allowed to stand at 50 °C for 5 days to obtain a pressure-
sensitive adhesive sheet.

<Example 2-4>

[0112] A pressure-sensitive adhesive sheet was obtained in the same manner as in Example 2-3, except that 8 parts
of a branched polyester oligomer (trade name "hyperbranched polymer Boltorn H40, hydroxyl value: 490 mgKOH/g,
weight average molecular weight: 5,100) and 6 parts of polyisocyanate (trade name "CORONATE HK", manufactured
by Nippon Polyurethane Industry Co., Ltd.) as a crosslinking agent were mixed.

<Example 2-5>

[0113] A pressure-sensitive adhesive sheet was obtained in the same manner as in Example 2-3, except that 30 parts
of a branched polyester oligomer having a long-chain hydrocarbon group introduced therein (trade name "hyperbranched
polymer Boltorn H2004, hydroxyl value: 120 mgKOH/g, weight average molecular weight: 3,200) and 6 parts of polyiso-
cyanate (trade name "CORONATE HK", manufactured by Nippon Polyurethane Industry Co., Ltd.) as a crosslinking
agent were mixed.

<Example 2-2, Comparative Examples 2-1 to 2-3>

[0114] Pressure-sensitive adhesive sheets were obtained in the same manner as in Example 2-1, except for the
contents of the formulations.
[0115] With respect to the obtained polyesters, pressure-sensitive adhesive layers and pressure-sensitive adhesive
sheets using the same, the following evaluations were conducted. The evaluation results are shown in Table 1 and Table 2.

(Composition of polyester)

[0116] A polyester was dissolved in chloroform D and the composition of a polyester was analyzed by 1H-NMR analysis
using a nuclear magnetic resonance analyzer (NMR) 400-MR, manufactured by Varian, Inc.

(Molecular weight)

[0117] A number average molecular weight (Mn) and a weight average molecular weight (Mw) were determined by
the following procedure. Before adding a crosslinking agent, a polyester or a polyester composition was applied on a
polyethylene terephthalate film subjected to a release treatment so as to be a thickness after drying of 100 mm, and then
dried at 120°C for 2 hours to remove a solvent. Then, the polyester layer or the polyester composition layer was peeled
off from the film, weighed (0.01 g), added to 10 g of tetrahydrofuran (THF) and then allowed to stand for 24 hours thereby
dissolving the layer. Using this solution for a gel permeation chromatography (GPC) method, each molecular weight
was measured by a calibration curve formed by standard polystyrene.

(Measurement conditions)

[0118]

Name of apparatus: HLC-8220GPC, manufactured by TOSOH CORPORATION
Concentration of sample: 0.1% by weight (THF solution)
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Injection amount of sample: 20 ml
Fluent: THF
Flow rate: 0.300 ml/min
Measuring temperature: 40°C
Column: Sample column; TSKguardcolumn SuperHZ-L (one column) + TSKgel SuperHZM-M (two columns), Ref-
erence column; TSKgel SuperH-RC (one column), manufactured by TOSOH CORPORATION Detector: differential
refractive index detector (RI)

(Glass transition temperature of polyester)

[0119] Using a differential scanning calorimeter (name of apparatus: DSC220, manufactured by Seiko Instruments
Inc.), 5 mg of a measuring sample was placed in an aluminum pan and a glass transition temperature (Tg: °C) was
determined by measuring under the measurement conditions of a temperature of -120 to 150°C and a temperature rising
rate of 20°C/minute.

(Hydroxyl value of polyester)

[0120] About 0.5 g of a sample (polyester) was placed in a 250 ml Erlenmeyer flask and the weight was measured.
Then, 20.00 ml of a solution prepared by mixing acetic anhydride and anhydrous pyridine with adjusting a ratio of 1 : 10
(mass ratio) was taken and placed in the Erlenmeyer flask. After mounting a condenser, the solution was refluxed under
stirring for 20 minutes and then cooled to room temperature. Furthermore, 20 ml of acetone and 20 ml of distilled water
were added in the Erlenmeyer flask through the condenser. A phenolphthalein indicator was added thereto and titration
was conducted using a 1.00 N (normal) aqueous sodium hydroxide solution. A hydroxyl value (mgKOH/g) was calculated
by subtracting the measurement results of a blank (containing no sample) measured separately.

(Acid value of polyester)

[0121] After dissolving 0.2 g of a resin in 20 ml of chloroform, phenolphthalein was used as an indicator and the solution
was titrated using a 0.100 N (normal) potassium hydroxide ethanol solution thereby calculating an acid value (mgKOH/g).

(Biomass degree)

[0122] Biomass degree (%) was determined by calculating the percentage of the weight of a plant-derived monomer
component (for example, dimer acid, sebacic acid, 1,3-propylene glycol, lactic acid, etc.) based on the total weight of
monomer components used.

(Storage elastic modulus)

[0123] On a release liner, a pressure-sensitive adhesive layer measuring 3 mm in thickness and 8 mmϕ in length was
formed to obtain a test sample. Then, the test sample was sandwiched between parallel plates (for a shear test) having
a diameter of 7. 9 mm and shear strain at a frequency of 1 Hz was applied thereto, and then a storage elastic modulus
(G’: Pa) at 23°C was measured using a viscoelasticity test machine ARES manufactured by Rheometrics INC.

(Adhering strength: peel strength)

[0124] A pressure-sensitive adhesive layer having a thickness adjusted to 50 mm was stuck on polyethylene tereph-
thalate (thickness: 25 mm) to obtain a test sample measuring 100 mm in length and 20 mm in width. Then, the test
sample was laminated on a stainless steel plate (SUS plate) by a single reciprocating motion with a roller of 2 kg and
an adhering strength (pressure-sensitive adhering strength) (N/20 mm) was measured at a tension speed of 300 mm/min
in accordance with JIS C 2107. A peel strength is appropriately selected according to applications and is not particularly
limited. For example, when the polyester or polyester composition is used as a pressure-sensitive adhesive for production
process, the peel strength is preferably from 2 to 20 N/20 mm, and more preferably from 4 to 10 N/20 mm.

(Retention force)

[0125] A pressure-sensitive adhesive layer was formed on a release liner and the pressure-sensitive adhesive layer
having a thickness adjusted to 50 mm was laminated on an aluminum tape having a thickness of 90 mm. Then, the
obtained laminate was cut into a rectangle measuring 100 mm in length and 10 mm in width to obtain a test sample.
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Then, the test sample was laminated on a bakelite plate in an adhesive area measuring 2 mm in thickness, 125 mm in
length and 25 mm in width so as to have the adhesive area measuring 20 mm in length and 10 mm in width. When the
obtained laminate was allowed to stand at an atmospheric temperature of 40°C for 30 minutes and then allowed to stand
for 2 hours under a load of 0. 5 kg in a vertical direction, a shift distance (mm) was measured and a shift distance per
1 hour was regarded as a retention force (mm/hr). The retention force is appropriately selected to applications and is
not particularly limited. For example, when the polyester or polyester composition is used as a pressure-sensitive adhesive
for production process, the retention force is preferably from 0 to 0.5 mm/hr, and more preferably from 0 to 0.1 mm/hr.

(Tack)

[0126] A test sample measuring 50 mm in thickness, 100 mm in length and 70 mm in width was made. Using the test
sample, balls (steel balls) were rolled at an inclination angle of 30° and a runway length of 100 mm by a rolling ball
method in accordance with JIS Z 0237 and a maximum diameter (inch) of balls stopped completely in the measuring
portion having a length of 100 mm (a pressure-sensitive adhesive surface of a test sample) was evaluated as tack. The
tack is appropriately selected according to applications and is not particularly limited. For example, when the polyester
or polyester composition is used as a pressure-sensitive adhesive for production process, the maximum diameter is
preferably from 7 to 15 inches, and more preferably from 9 to 12 inches.

Table 1

Composition of polyester (mol% ratio) and evaluation results
Example

Comparative 
example

1-1 1-2 1-3 1-4 1-1 1-2 1-3

Produced polyester A B C D E F G

Acid component
Dimer acid 30 26 35 29 14

Sebacic acid 10 4 9 5

Glycol component

1,3-propylene glycol 39 34 38 18

Neopentyl glycol 28

Trimethylolpropane 1 2 1

Lactic acid component 20 40 30 24 70 51 63

Copolymer component ε -caprolactone 30 49

Dibasic acid unit/glycol unit 1.0 1.0 1.0 1.0 1.1

Glass transition temperature (°C) -54 -53 -50 -53 -15 -39 -47

Hydroxyl value mgKOH/g 6 9 6 2 1 0.6 26

Acid value mgKOH/g 0.6 0.6 0.6 0.6 0.6 1.1 12.9

Weight average molecular weight (Mw 3 104) 15.3 28.5 19.8 9.2 7.4 8.3 1.2

Number average molecular weight (Mn 3 104) 2.9 3.1 3.3 3.6 5.4 4.9 0.5

Dispersion degree (Mw/Mn) 5.3 9.2 6.0 2.6 1.4 1.7 2.4
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[0127] As is apparent from Table 1, it could be confirmed that polyesters having desired properties can be obtained
in the polyesters having a lactic acid unit, a dibasic acid unit and a glycol unit likes Examples 1-1 to 1-4 (polyesters A
to D) included in the invention of the present application.
[0128] In contrast, since Comparative Example 1-1 (polyester E) does not contain dimer acid and a glycol unit, it was
impossible to obtain predetermined numerical values of a glass transition temperature (Tg) and dispersion degree. Since
Comparative Example 1-2 (polyester F) does not contain dimer acid and a glycol unit, it was impossible to obtain
predetermined numerical values of a hydroxyl value and dispersion degree. Since Comparative Example 1-3 (polyester
G) have low polymerization degree, it was impossible to obtain a predetermined numerical value of a weight average
molecular weight.
[0129] As is apparent from Table 2, it could be confirmed that pressure-sensitive adhesion properties such as peel
strength, retention force, storage elastic modulus and tack show satisfactory values in the pressure-sensitive adhesives
(pressure-sensitive adhesive layer, pressure-sensitive adhesive sheet) of Examples 2-1 to 2-5, and these pressure-
sensitive adhesives are excellent as pressure-sensitive adhesives. Also, biomass degree is 70% or more and therefore
the content of a plant raw material is large, and thus a global-environmentally friendly pressure-sensitive adhesive could
be obtained.
[0130] In contrast, it could be confirmed that the pressure-sensitive adhesive (pressure-sensitive adhesive layer,
pressure-sensitive adhesive sheet) of Comparative Example 2-1 shows small tack, low biomass degree of 58% and
poor pressure-sensitive adhesion properties, and therefore it is not environmentally friendly. It could be also confirmed
that Comparative Example 2-2 shows too high retention force, small tack, very low biomass degree of 39% and poor
pressure-sensitive adhesion properties, and therefore it is not environmentally friendly. It could be confirmed that Com-
parative Example 2-3 shows no retention force and too high tack.

Claims

1. A polyester comprising at least a lactic acid unit, a dibasic acid unit, a glycol unit and as a component other than
the lactic acid unit, the dibasic acid unit and the glycol unit, a tri- or higher functional carboxylic acid and/or polyol,
wherein
the dibasic acid unit contains dimer acid,
the polyester has a glass transition temperature as measured at a temperature rising rate of 20°C/minute using a

Table 2

Formulation of pressure-sensitive adhesive 
composition and evaluation results

Example Comparative example

2-1 2-2 2-3 2-4 2-5 2-1 2-2 2-3

Polyester

A 100 100 100 100

B 100

E 100

F 100

G 100

Branched polyester 
oligomer

H20 8

H40 8

H2004 30

Crosslinking agent
CORONATE HK 2 10 6 2

DURANATE TPA100 8 4 3 2.5

Peel strength N/mm 8 8 7 5 7 5 9 8

Retention force mm/hr 0.1 0.1 0.2 0.3 0.3 0.1 0.8
Drop 
ping

Storage elastic modulus 3 105Pa 2.3 2.2 4.3 4 4.2 4.2 8.3 0.6

Tack Inch 9 9 10 10 10 5 5 19

Biomass degree % 92 85 84 87 72 58 39 93



EP 2 311 896 B1

15

5

10

15

20

25

30

35

40

45

50

55

differential scanning calorimeter, of -70 to -20°C, a weight average molecular weight of 20,000 to 300,000 and a
hydroxyl value of 1 to 100 mgKOH/g, and
the polyester has a dispersion degree (Mw/Mn) of from 2.5 to 10.0.

2. The polyester according to claim 1, which contains 10 to 50 mol% of the lactic acid unit, and contains 50 to 90 mol%
of a component other than the lactic acid unit, wherein
a molar ratio of the dibasic acid unit to the glycol unit is from 1 : 0.8 to 1 : 1.2.

3. The polyester according to claim 1 or 2, wherein the dibasic acid unit further contains an aliphatic dibasic acid other
than dimer acid.

4. The polyester according to any one of claims 1 to 3, wherein an acid value is 5 mgKOH/g or less.

5. A polyester composition comprising:

50 to 99 parts by weight of the polyester according to any one of claims 1 to 4, and
1 to 50 parts by weight of a branched polyester oligomer having a hydroxyl value of 100 to 1,000 mgKOH/g.

6. A pressure-sensitive adhesive composition comprising the polyester according to any one of claims 1 to 4 or the
polyester composition according to claim 5, the polyester or the polyester composition containing a crosslinking agent.

7. The pressure-sensitive adhesive composition according to claim 6, wherein the crosslinking agent is a polyvalent
isocyanurate.

8. A pressure-sensitive adhesive layer formed from the pressure-sensitive adhesive composition according to claim
6 or 7.

9. The pressure-sensitive adhesive layer according to claim 8, wherein a storage elastic modulus as measured under
the conditions of 23°C and a frequency of 1 Hz using a dynamic viscoelasticity measuring apparatus is from 1 3
104 to 1 3 107 Pa.

10. A pressure-sensitive adhesive sheet, wherein the pressure-sensitive adhesive layer according to claim 8 or 9 is
formed on at least one surface of a support.

Patentansprüche

1. Polyester, umfassend mindestens eine Milchsäureeinheit, eine zweibasische Säureeinheit, eine Glykoleinheit und
als Bestandteil, der nicht die Milchsäureeinheit, die zweibasische Säureeinheit und die Glykoleinheit ist, eine tri-
oder höher funktionelle Carbonsäure und/oder ein Polyol, wobei
die zweibasische Säureeinheit eine Dimersäure enthält,
der Polyester eine Glasübergangstemperatur, gemessen bei einer Temperaturanstiegsrate von 20°C/Minute unter
Verwendung eines Differenzial-Scanning-Kalorimeters, von -70 bis -20°C, ein gewichtsmittleres Molekulargewicht
von 20.000 bis 300.000 und einen Hydroxylwert von 1 bis 100 mgKOH/g aufweist, und
der Polyester einen Dispersionsgrad (Mw/Mn) von 2,5 bis 10,0 aufweist.

2. Polyester nach Anspruch 1, der 10 bis 50 Mol-% der Milchsäureeinheit enthält, und 50 bis 90 Mol-% einer Komponente
enthält, die nicht die Milchsäureeinheit ist, wobei
das Molverhältnis der zweibasischen Säureeinheit zu der Glykoleinheit 1 : 0,8 bis 1 : 1,2 ist.

3. Polyester nach Anspruch 1 oder 2, wobei die zweibasische Säureeinheit ferner eine aliphatische zweibasische
Säure enthält, die keine Dimersäure ist.

4. Polyester nach einem der Ansprüche 1 bis 3, wobei die Säurezahl 5 mgKOH/g oder weniger ist.

5. Polyesterzusammensetzung, umfassend:

50 bis 99 Gewichtsteile des Polyesters gemäß einem der Ansprüche 1 bis 4, und



EP 2 311 896 B1

16

5

10

15

20

25

30

35

40

45

50

55

1 bis 50 Gewichtsteile eines verzweigten Polyesteroligomers mit einem Hydroxylwert von 100 bis 1.000 mg-
KOH/g.

6. Haftklebstoffzusammensetzung, umfassend den Polyester nach einem der Ansprüche 1 bis 4 oder die Polyester-
zusammensetzung nach Anspruch 5, wobei der Polyester oder die Polyesterzusammensetzung ein Vernetzungs-
mittel enthält.

7. Haftklebstoffzusammensetzung nach Anspruch 6, wobei das Vernetzungsmittel ein mehrwertiges Isocyanurat ist.

8. Haftklebstoffschicht, gebildet aus der Haftklebstoffzusammensetzung nach Anspruch 6 oder 7.

9. Haftklebstoffschicht nach Anspruch 8, wobei der Speicherelastizitätsmodul, gemessen unter Bedingungen von 23°C
und einer Frequenz von 1 Hz unter Verwendung einer Meßvorrichtung für dynamische Viskoelastizität, 1 3 104 bis
1 3 107 Pa ist.

10. Haftklebstofffolie, wobei die Haftklebstoffschicht nach Anspruch 8 oder 9 auf mindestens einer Oberfläche eines
Trägers gebildet ist.

Revendications

1. Polyester comprenant au moins un motif acide lactique, un motif acide dibasique, un motif glycol et comme composant
autre que le motif acide lactique, le motif acide dibasique et le motif glycol, un acide carboxylique trifonctionnel ou
plus et/ou un polyol, où
le motif acide dibasique contient un acide dimère,
le polyester présente une température de transition vitreuse telle que mesurée à une vitesse d’élévation de tempé-
rature de 20°C/minute en utilisant un calorimètre différentiel à compensation de puissance, de -70 à-20°C, un poids
moléculaire moyen en poids de 20 000 à 300 000 et un indice de groupe hydroxyle de 1 à 100 mg de KOH/g, et
le polyester présente un degré de dispersion (Mw/Mn) de 2,5 à 10,0.

2. Polyester selon la revendication 1, qui contient de 10 à 50 % en mole du motif acide lactique, et qui contient de 50
à 90 % en mole d’un composant autre que le motif acide lactique, où
un rapport molaire du motif acide dibasique au motif glycol est de 1:0,8 à 1:1,2.

3. Polyester selon la revendication 1 ou 2, où le motif acide dibasique contient en outre un acide dibasique aliphatique
autre que l’acide dimère.

4. Polyester selon l’une quelconque des revendications 1 à 3, où un indice d’acidité est de 5 mg de KOH/g ou moins.

5. Composition de polyester comprenant :

de 50 à 99 parties en poids du polyester selon l’une quelconque des revendications 1 à 4, et
de 1 à 50 parties en poids d’un oligomère de polyester ramifié présentant un indice de groupe hydroxyle de
100 à 1 000 mg de KOH/g.

6. Composition adhésive sensible à la pression comprenant le polyester selon l’une quelconque des revendications
1 à 4 ou la composition de polyester selon la revendication 5, le polyester ou la composition de polyester contenant
un agent de réticulation.

7. Composition adhésive sensible à la pression selon la revendication 6, dans laquelle l’agent de réticulation est un
isocyanurate polyvalent.

8. Couche adhésive sensible à la pression formée à partir de la composition adhésive sensible à la pression selon la
revendication 6 ou 7.

9. Couche adhésive sensible à la pression selon la revendication 8, où un module d’élasticité au repos tel que mesuré
sous les conditions de 23°C et une fréquence de 1 Hz en utilisant un appareil de mesure de la viscoélasticité
dynamique est de 1 3 104 à 1 3 107 Pa.
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10. Feuille adhésive sensible à la pression, dans laquelle la couche adhésive sensible à la pression selon la revendication
8 ou 9 est formée sur au moins une surface d’un support.
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