
Printed by Jouve, 75001 PARIS (FR)

(19)
E

P
3 

34
5 

76
1

A
1

TEPZZ¥¥4576_A_T
(11) EP 3 345 761 A1

(12) EUROPEAN PATENT APPLICATION
published in accordance with Art. 153(4) EPC

(43) Date of publication: 
11.07.2018 Bulletin 2018/28

(21) Application number: 16841873.9

(22) Date of filing: 31.08.2016

(51) Int Cl.:
B32B 27/32 (2006.01) B32B 27/00 (2006.01)

(86) International application number: 
PCT/JP2016/075396

(87) International publication number: 
WO 2017/038843 (09.03.2017 Gazette 2017/10)

(84) Designated Contracting States: 
AL AT BE BG CH CY CZ DE DK EE ES FI FR GB 
GR HR HU IE IS IT LI LT LU LV MC MK MT NL NO 
PL PT RO RS SE SI SK SM TR
Designated Extension States: 
BA ME
Designated Validation States: 
MA MD

(30) Priority: 31.08.2015 JP 2015171229

(71) Applicant: Toppan Printing Co., Ltd.
Tokyo 110-0016 (JP)

(72) Inventors:  
• HIGASHIKAWA, Eiichi

Tokyo 110-0016 (JP)

• NAGAHAMA, Masamitsu
Noda-shi
Chiba 278-8510 (JP)

• SATO, Akira
Noda-shi
Chiba 278-8510 (JP)

• TAKAHASHI, Masatoshi
Noda-shi
Chiba 278-8510 (JP)

(74) Representative: TBK
Bavariaring 4-6
80336 München (DE)

(54) DECORATIVE SHEET AND METHOD FOR MANUFACTURING DECORATIVE SHEET

(57) The present invention provides a decorative
sheet comprising a transparent resin layer having good
scratch resistance, good post-processing resistance,
and high transparency, and a method of manufacturing
the same. The decorative sheet (1) according to one as-
pect of the present invention comprises at least a trans-

parent resin layer (7) formed by adding to a transparent
olefin-based resin nucleating agent vesicles which are
vesicles having a single layer outer membrane and con-
taining a nucleating agent, and the Martens hardness of
the transparent resin layer (7) is 40 N/mm2 or higher.
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Description

[Technical Field]

[0001] The present invention relates to a decorative sheet and a method of manufacturing the same.

[Background Art]

[0002] PTLs 1 to 6 disclose example techniques related to a decorative sheet in which an olefin based resin is used,
which is drawing attention as an alternative decorative sheet to polyvinyl chloride decorative sheets.
[0003] However, many of these decorative sheets comprise a transparent resin layer that lacks good scratch resistance,
good post-processing resistance, and high transparency.

[Citation List]

[Patent Literature]

[0004]

[PTL 1] JP 1990-128843 A
[PTL 2] JP 1992-083664 A
[PTL 3] JP 1994-001881 A
[PTL 4] JP 1994-198831 A
[PTL 5] JP 1997-328562 A
[PTL 6] JP 3772634 B

[Summary of the Invention]

[Technical Problem]

[0005] The present invention has been made in view of the above points. An object of the present invention is to
provide a decorative sheet comprising a transparent resin layer having good scratch resistance, good post-processing
resistance, and high transparency, and a method of manufacturing the same.

[Solution to Problem]

[0006] The inventors of the present invention conducted extensive research in order to solve the above-mentioned
problems, and succeeded in making the average particle diameter of spherulites in the crystal part of the transparent
olefin resin extremely small by adding, to a transparent olefin-based resin which is a main component of a transparent
resin layer, nucleating agent vesicles which are vesicles prepared by the supercritical reverse phase evaporation method
and having a single layer outer membrane containing a nucleating agent. Further, the inventors found that high trans-
parency and good mechanical properties are exhibited by setting the Martens hardness of the transparent resin layer
to 40 N/mm2 or higher, and devised the present invention.
[0007] To achieve the above object, the decorative sheet according to one aspect of the present invention comprises
at least a transparent resin layer formed by adding to a transparent olefin-based resin nucleating agent vesicles which
are vesicles having a single layer outer membrane and containing a nucleating agent, and the Martens hardness of the
transparent resin layer is 40 N/mm2 or higher.

[Effect of the Invention]

[0008] According to one aspect, the present invention provides a decorative sheet comprising a transparent resin layer
having good scratch resistance, good post-processing resistance, and high transparency, and a method of manufacturing
the same.

[Brief Description of the Drawings]

[0009] Fig. 1 is a cross-sectional view of a decorative sheet and a decorative board, showing the configurations thereof,
according to an embodiment of the present invention.
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[Description of the Embodiment]

[0010] An embodiment of the present invention will be described with reference to the drawing.
[0011] The drawing is schematic, and the relationship of the thickness and the planar dimensions, the ratios of the
thicknesses of the layers, and the like are different from the actual ones. In addition, in order to simplify the drawing,
well-known structures are schematically shown. The embodiment described below is merely an example showing a
configuration for embodying the technical concept of the present invention, and the technical concept of the present
invention does not limit the materials, shapes, structures, etc. of the constituent parts to those described below. Further,
the technical concept of the present invention can be variously modified within the technical scope defined by the claims
described in the Claims.
[0012] The decorative sheet of the present embodiment comprises at least a transparent resin layer made of a trans-
parent resin sheet formed by adding to a transparent olefin based resin nucleating agent vesicles which are vesicles
having a monolayer outer membrane and containing a nucleating agent. It is important that the Martens hardness of the
transparent resin layer is 40 N/mm2 or higher.
[0013] The Martens hardness is a type of indicator showing the hardness of a substance. It is defined as the quotient
of the indentation force, calculated from the load applied to an indenter to press it into the surface of the sample, divided
by the surface area of the indentation, calculated from the indentation depth obtained by measuring the depth (indentation
depth) of the indentation formed at that time. The measuring method is defined more specifically in ISO14577.
[0014] The higher the value of the Martens hardness, the better the scratch resistance. The Martens hardness of a
transparent resin sheet comprising a transparent olefin-based resin can be increased by improving the degree of crys-
tallinity of the transparent olefin-based resin. The degree of crystallinity of the transparent olefin-based resin can be
improved by controlling the cooling process at the time of film formation. More specifically, adjustments are made in the
cooling process at the time of film formation of the transparent resin sheet, such as increasing the molten resin temper-
ature, increasing the discharge amount of the molten resin, increasing the cooling roll temperature, and decreasing the
feeding speed of the transparent resin sheet. Such adjustments extend the time from the crystallization temperature of
the transparent olefin-based resin to the hardening completion temperature to promote the degree of crystallinity, and
as a result, the Martens hardness becomes 40 N/mm2 or higher.
[0015] Examples of the transparent olefin-based resin include, besides polypropylene, polyethylene, polybutene, and
the like, a homopolymer or a copolymer of one or more of α-olefins (e.g., propylene, 1-butene, 1-pentene, 1-hexene, 1-
heptene, 1-octene, 1-nonene, 1-decene, 1-undecene, 1-dodecene, tridecene, 1-tetradecene, 1-pentadecene, 1-hexa-
decene, 1-heptadecene, 1-octadecene, 1-nonadecene, 1-eicosene, 3-methyl-1-butene, 3-methyl-1-pentene, 3-ethyl-1-
pentene, 4-methyl-1-pentene, 4-methyl-1-hexene, 4,4-dimethyl-1-pentene, 4-ethyl-1-hexene, 3-ethyl-1-hexene, 9-me-
thyl-1-decene, 11-methyl-1-dodecene, 12-ethyl-1-tetradecene, etc.), and a copolymer of ethylene or an α-olefin with
another monomer, for example, an ethylene-vinyl acetate copolymer, ethylene-vinyl alcohol copolymer, ethylene-methyl
methacrylate copolymer, ethylene-ethyl methacrylate copolymer, ethylene-butyl methacrylate copolymer, ethylene-me-
thyl acrylate copolymer, ethylene-ethyl acrylate copolymer, ethylene-butyl acrylate copolymer, and the like.
[0016] In the present embodiment, it is preferable to use polypropylene that has good transparency. More preferably,
using a highly crystalline homopolypropylene resin that is a propylene homopolymer having an isotactic pentad fraction
(mmmm fraction) of 95% or higher, it is possible to obtain a transparent resin sheet having good scratch resistance and
post-processing resistance. The crystallization temperature of the polypropylene resin is generally within the range of
100°C to 130°C, and 100°C to 140°C when a nucleating agent is added. With regard to the transparent resin sheet used
for the decorative sheet of this embodiment, the time taken from the crystallization temperature falling within this range
to the hardening completion temperature is extended by controlling the cooling process as described above, so that the
Martens hardness will be 40 N/mm2 or higher.
[0017] The isotactic pentad fraction (mmmm fraction) is calculated from a value (electromagnetic wave absorption
ratio) obtained by making the resin material resonate at a certain resonance frequency using the 13C-NMR measurement
method (nuclear magnetic resonance measurement method) using carbon C (nuclide) having a mass number of 13,
and defines the atomic arrangement, the electronic structure, and the molecular microstructure in the resin material.
The pentad fraction of the crystalline polypropylene resin is the ratio of five propylene units in a row determined by 13C-
NMR, and it is used as a measure of crystallinity or stereoregularity. The pentad fraction is one of the important factors
that mainly determine the scratch resistance of the surface. In principle, the higher the pentad fraction, the higher the
degree of crystallinity of the sheet, and the better the scratch resistance.
[0018] The nucleating agent vesicle has a structure in which a nucleating agent is encapsulated in a capsule-like
vesicle having a monolayer outer membrane, and can be prepared using the supercritical reverse phase evaporation
method. The nucleating agent is not limited as long as it is a starting material of crystallization in the crystalline polypro-
pylene resin, and examples include phosphoric acid ester metal salts, benzoic acid metal salts, pimelic acid metal salts,
rosin metal salts, benzylidene sorbitol, quinacridone, cyanine blue, and talc. In particular, in the present embodiment,
phosphoric acid ester metal salts, benzoic acid metal salts, pimelic acid metal salts, rosin metal salts, etc., which are
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expected to have transparency, can be considered.
[0019] The supercritical reverse phase evaporation method will be described. The supercritical reverse phase evap-
oration method is a method of preparing nano-sized vesicles (capsules) containing a target substance using carbon
dioxide under a supercritical state, or under a temperature or pressure condition that is equal to or exceeds the critical
point. Carbon dioxide in a supercritical state indicates carbon oxide that is in a supercritical state with a temperature
that is equal to or higher than the critical temperature (30.98 °C) and a pressure that is equal to or higher than the critical
pressure (7.3773 6 0.0030 MPa). Carbon dioxide under a temperature condition that is equal to or exceeds the critical
point or a pressure condition that is equal to or exceeds the critical point indicates carbon dioxide under conditions where
only one of the critical temperature and the critical pressure exceeds the critical condition.
[0020] Specifically, an aqueous phase is injected into a mixture fluid of carbon dioxide in a supercritical state, a
substance forming the outer membrane, and a nucleating agent as the encapsulated substance, and an emulsion of
carbon dioxide in a supercritical state and the aqueous phase is formed by stirring. Then, once the pressure is reduced,
the carbon dioxide expands and evaporates to cause phase transition, and nanovesicles are formed in which the sub-
stance forming the outer membrane in the form of a monolayer membrane covers the surface of the nucleating agent
nanoparticle. According to this supercritical reverse phase evaporation method, a vesicle with a single layer membrane
can be formed, and therefore an extremely small vesicle can be obtained.
[0021] The average particle diameter of the nucleating agent vesicles is preferably half or less of the visible light
wavelength (400 nm to 750 nm), more specifically, is 200 nm to 375 nm or less. In the resin composition, the nucleating
agent vesicle is present in a state where the outer membrane of the vesicle is ruptured and the nano-sized nucleating
agent is exposed. Setting the particle diameter of the nucleating agent to the extremely small size within the above
range, the distances between nucleating agent particles are small. Therefore, an edge part of a crystal growing on the
basis of one nucleating agent particle immediately comes into contact with an edge part of a crystal which has grown
from the surface of another nucleating agent particle adjacent to the nucleating agent particle, and the edge parts of the
crystals inhibit growth to stop the growth of both crystals. This makes it possible to very greatly reduce the average
particle size of spherulites in the crystal parts of the crystalline polypropylene resin, and to provide a transparent resin
sheet having high transparency by reducing light scattering.
[0022] In such a transparent resin layer in the decorative sheet of the present embodiment, it is important that 50%
by weight or more and 100% by weight or less of the transparent olefin-based resin as the main component is composed
of a highly crystalline homopolypropylene resin, and 0.01 part by weight or more and 0.3 parts by weight or less (preferably,
0.05 parts by weight or more and 0.2 parts by weight or less) of nucleating agent vesicles are added per 100 parts by
weight of the transparent olefin-based resin. When the content of the highly crystalline homopolypropylene resin is less
than 50% by weight, the proportion of the crystal part of the transparent olefin-based resin also decreases, making it
difficult to achieve a Martens hardness of 40 N/mm2 or higher.

(Embodiment)

(Overall configuration)

[0023] Specific examples of the configurations of the decorative sheet 1 and a decorative board of this embodiment
will be described with reference to Fig. 1.
[0024] As shown in Fig. 1, the decorative sheet 1 of the present embodiment includes a primer layer 2, a concealing
layer 3, a primary film layer 4, a pattern printing layer 5, an adhesive layer 6, a transparent resin layer 7, and a top coat
layer 8 laminated in this order from the side of a substrate B to which the decorative sheet 1 is attached. Examples of
the substrate B include a wooden board, inorganic board, and a metal plate. A decorative board is formed by bonding
the decorative sheet 1 to the substrate B.
[0025] A detailed explanation of each resin layer will be given below.

(Primer layer 2)

[0026] The primer layer 2 may be an appropriate one of nitrocellulose, cellulose, vinyl chloride-vinyl acetate copolymer,
polyvinyl butyral, polyurethane, acrylic, and polyester, and denatured materials, serving as a binder. These may be in
any form, such as aqueous, solvent, emulsion-type, or the like. The curing method can also be appropriately selected
and used from a one-part type that is curable by itself, a two-part type that requires a curing agent in addition to the main
agent, a type that is cured by irradiation with ultraviolet rays or electron beams, and the like. A general curing method
is a two-part type which performs curing by combining a urethane-based main agent with an isocyanate-based curing
agent. This method is preferable in workability, cost, and cohesive power of the resin itself. In addition to the above-
mentioned binder, for example, a coloring agent such as a pigment or dye, an extender pigment, solvent, and any of
various additives may be added. In particular, regarding the primer layer 2, since it is located on the backmost side of
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the decorative sheet 1, considering that the decorative sheet 1 is rolled up as a continuous plastic film (web), it is
necessary to prevent blocking caused by films tightly adhering to each other and becoming difficult to slip or not peeling
off, and to enhance adhesion with the adhesive. To this end, an inorganic filler such as silica, alumina, magnesia, titanium
oxide, barium sulfate or the like may be added to the primer layer 2. Since the aim is to secure the adhesion with the
substrate B, the total thickness is preferably within the range of 0.1 mm or greater and 20 mm or less.

(Concealing layer 3)

[0027] The concealing layer 3 may be made of the same material as the primer layer 2. As the pigment, for example,
it is preferable to use an opaque pigment, titanium oxide, iron oxide or the like in order to impart opacity. Further, for
example, the opacity may be improved by adding a metal such as gold, silver, copper, or aluminum. Typically, aluminum
flakes are used.

(Primary film layer 4)

[0028] The primary film layer 4 may be selected from, for example, paper such as thin paper, titanium paper, and resin
impregnated paper, synthetic resin such as polyethylene, polypropylene, polybutylene, polystyrene, polycarbonate,
polyester, polyamide, ethylene-vinyl acetate polymer, polyvinyl alcohol, and acrylic, foams of these synthetic resins, a
rubber such as ethylene-propylene polymer rubber, ethylene-propylene-diene copolymer rubber, styrene-butadiene
copolymer rubber, styreneisoprene-styrene block copolymer rubber, and polyurethane, an organic or inorganic nonwoven
fabric, synthetic paper, and foil of metal such as aluminum, iron, gold, and silver. When a primary film resin sheet 4
mainly comprised of a polyolefin-based resin is used as the primary film layer 4, due to its surface inertness, for example,
both sides of the primary film resin sheet 4 are preferably subjected to corona treatment, plasma treatment, ozone
treatment, electron beam treatment, ultraviolet ray treatment, dichromic acid treatment, or the like so as to activate the
surfaces. Further, the primer layer 2 may also be provided between the primary film resin sheet 4 and the pattern printing
layer 5 in order to ensure sufficient adhesion. In addition, when it is desired to impart opacity to the decorative sheet 1,
the concealing layer 3 may be provided, or an opaque pigment or the like may be added to the primary film resin sheet
4 itself so as to impart opacity.

(Pattern printing layer 5)

[0029] The pattern printing layer 5 may be made of the same material as the primer layer 2. Examples of highly versatile
pigments include condensed azo pigment, insoluble azo pigment, quinacridone, isoindoline, anthraquinone, imidazolone,
cobalt, phthalocyanine, carbon, titanium oxide, iron oxide, pearl pigments of mica, and the like. For example, gravure
printing, offset printing, screen printing, flexographic printing, electrostatic printing, ink jet printing, or the like can be
applied to the primary film layer 4 using the above-mentioned materials to form the pattern printing layer 5. Apart from
the method of forming the pattern printing layer 5 by applying ink comprising a mixture of the above binder and pigment,
it is also possible to provide the pattern by vapor deposition or sputtering of various metals.

(Adhesive layer 6)

[0030] The adhesive layer 6, for example, can be selected from acrylic, polyester, and polyurethane based ones.
Typically, a two-part curing type material which comprises a urethane type polyol as the main agent and isocyanate as
the curing agent is used for its workability, cost, and high cohesive force.

(Transparent resin layer 7)

[0031] The transparent resin layer 7 may be a transparent resin sheet 7 made of a resin composition formed by adding
nucleating agent vesicles and various functional additives to a highly crystalline homopolypropylene resin having an
isotactic pentad fraction of 95% or higher. The transparent resin sheet 7 has a Martens hardness of 40 N/mm2 or higher.
Examples of the various functional additives include a thermal stabilizer, ultraviolet absorber, light stabilizer, antiblocking
agent, catalyst scavenger, colorant, light scattering agent, and gloss control agent. On the surface of the transparent
resin layer 7, as shown in Fig. 1, an embossed pattern 7a having a plurality of recesses is formed.

(Top coat layer 8)

[0032] The top coat layer 8 is not limited as long as it is a resin material that serves to protect the surface and adjust
gloss. For example, it may be appropriately selected from resin materials based on polyurethane, acrylic, acrylic silicon,
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fluorine, epoxy, vinyl, polyester, melamine, aminoalkyd, urea, and the like. The form of the material is also not limited,
and it may be, for example, an aqueous, emulsion, or solvent type. The curing method can be appropriately selected
and used from a one-part type that is curable by itself, a two-part type that requires a curing agent in addition to the main
agent, a type that is cured by irradiation with ultraviolet rays or electron beams, and the like. In particular, one that is
cured by mixing a urethane-based main agent with an isocyanate-based curing agent is preferable in view of workability,
cost, the cohesive power of the resin itself, and the like.
[0033] Further, the decorative sheet 1 of the present embodiment is an example of the aspects of implementation,
and for example, the concealing layer 3 and/or the primary film layer 4 may be removed. The primer layer 2 and the
adhesive layer 6 can be omitted if there is no problem in the adhesiveness between the two resin layers facing them.
[0034] Regarding the decorative sheet 1 of the present embodiment, considering workability, cost, etc., it is preferable
that the primer layer 2 is 0.1 to 20 mm thick, the concealing layer 3 is 2 mm to 20 mm thick, the primary film layer 4 is 30
mm to 250 mm thick, the pattern printing layer 5 is 3 mm to 20 mm thick, the adhesive layer 6 is 1 mm to 20 mm thick, the
transparent resin layer 7 is 20 mm to 200 mm thick, the top coat layer 8 is 3 mm to 20 mm thick, and the total thickness
of the decorative sheet 1 is preferably in the range of 59 mm to 550 mm.

(Effects of the present embodiment)

[0035]

(1) The decorative sheet 1 of the present embodiment comprises at least a transparent resin layer 7 formed by
adding, to a transparent olefin based resin, nucleating agent vesicles which are vesicles having a monolayer outer
membrane and containing a nucleating agent. The transparent resin layer 7 has a Martens hardness of 40 N/mm2

or higher.
Such a configuration provides a decorative sheet 1 comprising a transparent resin layer 7 having good scratch
resistance, good post-processing resistance, and high transparency.
(2) In the decorative sheet 1 of the present embodiment, 50% by weight or more and 100% by weight or less of the
transparent olefin-based resin may be composed of a highly crystalline homopolypropylene resin.
Such a configuration provides a decorative sheet 1 comprising a transparent resin layer 7 having an even better
scratch resistance and higher transparency.
(3) In the decorative sheet 1 of the present embodiment, the highly crystalline homopolypropylene resin may have
an isotactic pentad fraction (mmmm fraction) of 95% or higher.
Such a configuration provides a decorative sheet 1 comprising a transparent resin layer 7 having a particularly good
scratch resistance.
(4)The method of manufacturing the decorative sheet 1 of the present embodiment is a method of manufacturing
a decorative sheet which comprises at least a transparent resin layer 7 formed by adding, to a transparent olefin
based resin, nucleating agent vesicles which are vesicles having a monolayer outer membrane and containing a
nucleating agent, wherein the Martens hardness of the transparent resin layer 7 is 40 N/mm2 or higher, and the
nucleating agent is encapsulated in the vesicle using a supercritical reverse phase evaporation method.

[0036] Such a configuration provides a method of manufacturing a decorative sheet 1 comprising a transparent resin
layer 7 having good scratch resistance, good post-processing resistance, and high transparency.

[Examples]

[0037] Specific examples of the decorative sheet 1 of the present invention will be described below.

<Method of preparing nucleating agent vesicles>

[0038] The method of preparing nucleating agent vesicles used in the Examples will now be described. Nucleating
agent vesicles were formed using the supercritical reverse phase evaporation method described above. First, 100 parts
by weight of methanol, 70 parts by weight of phosphate ester metal salt nucleating agent (ADK STAB NA-21, manufactured
by ADEKA) as a nucleating agent, and 5 parts by weight of phosphatidylcholine as a phospholipid constituting the outer
membrane of the vesicle were put into a high-pressure stainless steel container kept at 60 °C, and after sealing the
container, carbon dioxide was injected into the container so that pressure becomes 20 MPa and a supercritical state is
reached. Then, the content of the container was vigorously stirred and 100 parts by weight of ion exchanged water was
added. Maintaining the temperature and pressure at a supercritical state, mixing by stirring was continued further for 15
minutes. After that, the carbon dioxide was discharged from the container to return it to atmospheric pressure, thereby
forming nucleating agent vesicles containing a nucleating agent in the vesicle having a single layer outer membrane
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made of phospholipid.

<Example 1>

[0039] In Example 1, a decorative sheet 1 comprising a transparent resin layer 7 having a Martens hardness of 60 N
/mm2 was prepared by adding the above nucleating agent vesicles to a highly crystalline homopolypropylene resin. The
decorative sheet 1 of the present example comprises a primary film resin sheet 4 as the primary film layer 4, and was
formed by bonding the primary film resin sheet 4 and the transparent resin sheet 7 together by dry lamination.
[0040] Specifically, 500 PPM of a hindered amine based antioxidant (IRGANOX 1010, manufactured by BASF), 2000
PPM of a benzotriazole based ultraviolet absorbing agent (TINUVIN 328, manufactured by BASF), 2000 PPM of a
hindered amine based light stabilizer (CHIMASSORB 944, manufactured by BASF), and 1000 PPM of the aforementioned
nucleating agent vesicles were added to a transparent olefin based resin made of 100% by weight of a highly crystalline
homopolypropylene resin with a pentad fraction of 97.8%, a melt flow rate (MFR) of 15 g/10 min (230 °C), and a molecular
weight distribution MWD (Mw/Mn) of 2.3. Then, the mixture was extruded using a melt extruder to form a transparent
resin sheet 7 having a thickness of 80 mm. Next, corona treatment was applied to both surfaces of the transparent resin
sheet 7 so that the wetting tension of the surfaces becomes 40 dyn/cm or higher. At this time, the Martens hardness of
the transparent resin sheet 7 was 60 N/mm2. Then, on one side of the primary film resin sheet 4 having opacity and a
thickness of 70 mm, a pattern printing layer 5 was formed by printing a pattern using a two-part curing type urethane ink
(V180, manufactured by Toyo Ink), and on the other side of the primary film resin sheet 4, a primer layer 2 was formed.
Further, the transparent resin sheet 7 was attached to the upper surface of the pattern printing layer 5 provided on one
side of the primary film resin sheet 4 via an adhesive layer 6 formed of a dry lamination adhesive (TAKELAC A540,
manufactured by Mitsui Chemicals, applied amount 2 g/m2) by dry lamination. Next, an embossed pattern 7a was formed
on the surface of the transparent resin sheet 7 using a mold roll for embossing, and then a two-part curing type urethane
top coat (W184, manufactured by DIC Graphics, applied amount 3 g /m2) was applied so as to cover the embossed
pattern 7a, thereby forming the top coat layer 8. Thus, the decorative sheet 1 having a total thickness of 154 mm according
to Example 1 was obtained.

<Example 2>

[0041] In Example 2, a decorative sheet 1 comprising a transparent resin layer 7 having a Martens hardness of 60 N
/mm2 was prepared by adding the above nucleating agent vesicles to a highly crystalline homopolypropylene resin. The
decorative sheet 1 of the present example comprises a primary film resin sheet 4 as the primary film layer 4, and was
formed by bonding the primary film resin sheet 4 and the transparent resin sheet 7 together by extrusion lamination.
[0042] Specifically, 500 PPM of a hindered amine based antioxidant (IRGANOX 1010, manufactured by BASF), 2000
PPM of a benzotriazole based ultraviolet absorbing agent (TINUVIN 328, manufactured by BASF), 2000 PPM of a
hindered amine based light stabilizer (CHIMASSORB 944, manufactured by BASF), and 1000 PPM of the aforementioned
nucleating agent vesicles were added to a transparent olefin based resin made of 100% by weight of a highly crystalline
homopolypropylene resin with a pentad fraction of 97.8%, a melt flow rate (MFR) of 15 g/10 min (230 °C), a molecular
weight distribution MWD (Mw/Mn) of 2.3. Then, the resin composition formed by adding the above additives to the
transparent olefin-based resin and an adhesive layer 6 made of a polyethylene-based easily adhesive resin were coex-
truded using a melt extruder so as to obtain a resin sheet comprising a transparent resin layer 7 having a thickness of
80 mm. Further, the resin sheet and the primary film resin sheet 4 having opacity and a thickness of 70 mm were bonded
together by extrusion lamination. At this time, the Martens hardness of the transparent resin layer 7 was 60 N/mm2.
Next, an embossed pattern 7a was formed on the surface of the transparent resin layer 7 using a mold roll for embossing,
and then a two-part curing type urethane top coat (W184, manufactured by DIC Graphics, applied amount 3 g /m2) was
applied so as to cover the embossed pattern 7a, thereby forming the top coat layer 8. Thus, the decorative sheet 1
having a total thickness of 155 mm according to Example 2 was obtained.

<Example 3>

[0043] In Example 3, a decorative sheet 1 comprising a transparent resin layer 7 having a Martens hardness of 60 N
/mm2 was prepared by adding the above nucleating agent vesicles to a highly crystalline homopolypropylene resin. In
the decorative sheet 1 of this example, the primary film layer 4 is omitted.
[0044] Specifically, 500 PPM of a hindered amine based antioxidant (IRGANOX 1010, manufactured by BASF), 2000
PPM of a benzotriazole based ultraviolet absorbing agent (TINUVIN 328, manufactured by BASF), 2000 PPM of a
hindered amine based light stabilizer (CHIMASSORB 944, manufactured by BASF), and 1000 PPM of the aforementioned
nucleating agent vesicles were added to a transparent olefin based resin made of 100% by weight of a highly crystalline
homopolypropylene resin with a pentad fraction of 97.8%, a melt flow rate (MFR) of 15 g/10 min (230 °C), a molecular
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weight distribution MWD (Mw/Mn) of 2.3. Then, it was extruded using a melt extruder to form a transparent resin sheet
7 having a thickness of 80 mm. Next, corona treatment was applied to both surfaces of the transparent resin sheet 7 so
that the wetting tension of the surfaces becomes 40 dyn/cm or higher. At this time, the Martens hardness of the transparent
resin sheet 7 was 60 N/mm2. Then, on one side of the obtained transparent resin sheet 7, a pattern printing layer 5 was
formed by printing a pattern using a two-part curing urethane ink (V180, manufactured by Toyo Ink), and over the pattern
printing layer 5, a two-part curing type urethane ink (V180, manufactured by Toyo Ink, applied amount 6 g /m2) was
applied to form a concealing layer 3. Further, an embossed pattern 7a was formed on the other side of the transparent
resin sheet 7 using a mold roll for embossing, and then a two-part curing type urethane top coat (W184, manufactured
by DIC Graphics, applied amount 3 g /m2) was applied so as to cover the embossed pattern 7a, thereby forming the top
coat layer 8. Thus, the decorative sheet 1 having a total thickness of 110 mm according to Example 3 was obtained.

<Example 4>

[0045] In Example 4, a decorative sheet 1 comprising a transparent resin layer 7 having a Martens hardness of 45
N/mm2 was prepared by adding the above nucleating agent vesicles to a transparent olefin-based resin comprising 60%
by weight of highly crystalline homopolypropylene resin and 40% by weight of random polypropylene resin. The decorative
sheet 1 of the present example comprises a primary film resin sheet 4 as the primary film layer 4, and it was formed by
bonding the primary film resin sheet 4 and the transparent resin sheet 7 together by extrusion lamination.
[0046] Specifically, the basic configuration of this example is the same as that of the decorative sheet 1 of Example
2, except that a transparent resin sheet 7 was used wherein the transparent olefin-based resin comprises 60% by weight
of a highly crystalline homopolypropylene resin having a pentad fraction of 97.8%, a melt flow rate (MFR) of 15 g/10 min
(230 °C), a molecular weight distribution MWD (Mw/Mn) of 2.3, and 40% by weight of a low-crystallinity random poly-
propylene resin (J226T, manufactured by Prime Polymer), and various functional additives and 1000 PPM of nucleating
agent vesicles are added thereto. At this time, the Martens hardness of the transparent resin layer 7 was 45 N/mm2.

<Comparative Example 1>

[0047] In Comparative Example 1, a decorative sheet 1 comprising a transparent resin layer 7 having a Martens
hardness of 50 N/mm2 was prepared by adding, to a highly crystalline homopolypropylene resin, a nucleating agent on
which the vesicle formation process has not been carried out. The decorative sheet 1 of the present example comprises
a primary film resin sheet 4 as the primary film layer 4, and it was formed by bonding the primary film resin sheet 4 and
the transparent resin sheet 7 together by extrusion lamination.
[0048] Specifically, the basic configuration of this comparative example is the same as that of the decorative sheet 1
of Example 2, except that a transparent resin sheet 7 was used wherein various functional additives and 1000 PPM of
a phosphate ester metal salt based nucleating agent (ADK STAB NA-21, manufactured by ADEKA) as a nucleating
agent on which vesicle formation is not performed are added to a transparent olefin-based resin. At this time, the Martens
hardness of the transparent resin layer 7 was 50 N/mm2.

<Comparative Example 2>

[0049] In Comparative Example 2, a decorative sheet 1 comprising a transparent resin layer 7 having a Martens
hardness of 52 N/mm2 was prepared by adding, to a highly crystalline homopolypropylene resin, a nucleating agent on
which a nanoization process has been carried out using a solid phase method. The decorative sheet 1 of the present
comparative example comprises a primary film resin sheet 4 as the primary film layer 4, and it was formed by bonding
the primary film resin sheet 4 and the transparent resin sheet 7 together by extrusion lamination.
[0050] Specifically, the basic configuration of this comparative example is the same as that of the decorative sheet 1
of Example 2, except that a transparent resin sheet 7 was used wherein various functional additives and 1000 PPM of
a nucleating agent on which a nanoization process has been performed using a solid phase method are added to a
transparent olefin-based resin. The solid phase method here may be a method of mechanically pulverizing particles by
a ball mill, a bead mill, a rod mill, a colloid mill, a conical mill, a disc mill, a hammer mill, or a jet mill. In the present
comparative example, a mixture of isopropyl alcohol and phosphoric acid ester metal salt based nucleating agent (ADK
STAB NA-21, manufactured by ADEKA) was pulverized for 60 minutes with a bead mill using stabilized zirconia beads
having a particle size of 30 mm, and the resulting product was used as the solid phase nanoized nucleating agent. At
this time, the Martens hardness of the transparent resin layer 7 was 52 N/mm2.

<Comparative Example 3>

[0051] In Example 3, a decorative sheet 1 comprising a transparent resin layer 7 having a Martens hardness of 30 N



EP 3 345 761 A1

9

5

10

15

20

25

30

35

40

45

50

55

/mm2 was prepared without adding a nucleating agent to a highly crystalline homopolypropylene resin. The decorative
sheet 1 of the present comparative example comprises a primary film resin sheet 4 as the primary film layer 4, and it
was formed by bonding the primary film resin sheet 4 and the transparent resin sheet 7 together by extrusion lamination.

<Comparative Example 4>

[0052] In Comparative Example 4, a decorative sheet 1 comprising a transparent resin layer 7 having a Martens
hardness of 35 N/mm2 was prepared by adding the above nucleating agent vesicles to a transparent olefin-based resin
comprising 40% by weight of highly crystalline homopolypropylene resin and 60% by weight of random polypropylene
resin. The decorative sheet 1 of the present comparative example comprises a primary film resin sheet 4 as the primary
film layer 4, and it was formed by bonding the primary film resin sheet 4 and the transparent resin sheet 7 together by
extrusion lamination.

<Method of measuring Martens hardness>

[0053] The method of measuring the Martens hardness of the transparent resin layers 7 of Examples 1 to 4 and
Comparative Examples 1 to 4 will be described. The measurement was carried out using a Martens hardness measuring
device (FISCHERSCOPE HM 2000, manufactured by Fischer Instruments) that complies with ISO14577. The meas-
urement is carried out with respect to a cut surface of the decorative sheet 1 in order to avoid the influence of the
laminated resin layers other than the transparent resin layer 7 at the time of measurement. Thus, after surrounding each
decorative sheet 1 with resin such as a cold-hardening epoxy resin or UV curing resin and sufficiently curing it, it was
cut so that a cut surface of each decorative sheet 1 appears, and then mechanical polishing was performed to obtain
the measurement surface of each sample. In these examples and comparative examples, in order to exclude the influence
of hardness distribution in the direction parallel to the pressing direction of the indenter (hardness distribution in the
depth direction) and the hardness distribution in the direction perpendicular to the pressing direction of the indenter
(hardness distribution in the measurement surface direction), the total thickness of the transparent resin layer 7 was set
within the range of 20 mm or greater and 200 mm or less. The specific measurement method is to press an indenter into
the transparent resin layer 7 at the measurement surface of each sample, and calculate Martens hardness from the
indentation depth and the load. The measurement was carried out with a test force of 10 mN, a test force loading required
time of 10 seconds, and a test force maintaining time of 5 seconds. The calculated Martens hardness of each sample
is as shown in Table 1.
[0054] Each of the decorative sheets 1 of Examples 1 to 4 and Comparative Examples 1 to 4 obtained as described
above was attached to a wooden substrate B using a urethane based adhesive, and then subjected to a pencil hardness
test, a V-groove bending suitability test, and a visual design evaluation test. The detailed evaluation method of each
evaluation test will be explained below.

<Pencil hardness test>

[0055] In the pencil hardness test, using pencils of 2B, B, HB, F, H, 2H, and 3H, the angle of each pencil with respect
to the decorative sheet 1 was fixed at 45 6 1°, and the pencil was slid applying a load of 1 kg to the pencil to determine
whether a scratch is formed on the decorative sheet (in compliance with JIS K5400 of former JIS). The test was carried
out starting from pencils with lower hardnesses, and the hardness at which a scratch was formed is indicated as the
surface hardness of the decorative sheet 1.

<V-groove bending suitability test>

[0056] In the V-groove bending suitability test, on one side of a medium density fiber board (MDF) as the substrate
B, each of the decorative sheets 1 of Examples 1 to 4 and Comparative Examples 1 to 4 obtained as described above
were attached using a urethane-based adhesive, and a V-shaped groove was formed in the other side of the substrate
B so that it reaches the boundary where the substrate B and the decorative sheet 1 are bonded to each other and in
such a manner that the opposite side of the decorative sheet 1 is not damaged. Next, the substrate B is bent to 90
degrees along the V-shaped groove so that the apex comes to the surface of the decorative sheet 1. The bent part of
the surface of the decorative sheet 1 is observed with an optical microscope to find whitening or cracking, thereby
evaluating its post-processing resistance. The evaluation was conducted with the following three stages.

s: No whitening or cracking observed
Δ: Whitening observed
x: Cracking observed
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<Design evaluation test>

[0057] In the design evaluation test, the decorative sheets 1 were visually evaluated by eye. "s" indicates that it
suffices the design property required for decorative sheets, and in other cases, the observed abnormalities are described.
[0058] Table 1 shows the results of the pencil hardness test, V-groove bending suitability test, and visual design
evaluation test.

[0059] As shown in Table 1, the evaluation test results of the decorative sheets 1 indicate that the decorative sheets
1 of Examples 1 to 4 and Comparative Examples 1 and 2 have Martens hardnesses of 40 N/mm2 or higher, and the
pencil hardness test results show that they have good surface hardness. As for the decorative sheets 1 of Comparative
Example 3 and Comparative Example 4 with Martens hardnesses smaller than 40 N/mm2, the hardness is lowest, at
2B, which shows that they have poor surface hardness. Regarding the decorative sheet 1 of Comparative Example 3,
the reason for the poor surface hardness is considered to be due to the lack of nucleating agent addition. Regarding the
decorative sheet 1 of Comparative Example 4, the reason for the poor surface hardness indicated by the lowest hardness
2B is considered to be due to the low content (40% by weight) of the highly crystalline homopolypropylene resin in the
transparent olefin-based resin.
[0060] In addition, with regard to the decorative sheets 1 of Examples 1 to 4 to which the nucleating agent vesicles
were added, no whitening or cracking was observed in the V-groove bending suitability test, indicating that they have
good post-processing resistance. The decorative sheets 1 of Comparative Example 1 and Comparative Example 2 in
which a nucleating agent that is not nanoized or a solid phase nanoized nucleating agent is used did not have the post-
processing resistance required for decorative sheets. This is considered to be because the use of a nucleating agent
that is not nanoized or a solid phase nanoized nucleating agent caused the nucleating agent to agglomerate in the highly
crystalline polypropylene resin, resulting in the mechanical strength of that part to reduce. The decorative sheets 1 of
Comparative Example 3 to which a nucleating agent was not added and the decorative sheet 1 of Comparative Example
4 to which nucleating agent vesicles were added had the post-processing resistance required for decorative sheets.
[0061] As to the design property, white turbidity was observed in the decorative sheet 1 of Comparative Example 1 to
which a nucleating agent that has not been subjected to vesicle formation was added.
[0062] According to the above evaluation results, it was found that, as with the decorative sheets 1 of Examples 1 to
4 of the present invention, those comprising a transparent resin layer 7 formed by adding to a transparent olefin-based
resin nucleating agent vesicles and having a Martens hardness of 40 N/mm2 or higher provide decorative sheets 1
having good scratch resistance, good post-processing resistance, and high transparency.
[0063] Further, decorative sheets 1 comprising a transparent resin layer 7 in which a transparent olefin-based resin
comprises 50% by weight or more and 100% by weight or less, in particular 60% by weight or more of a highly crystalline
homopolypropylene resin provide decorative sheets 1 that have particularly good scratch resistance.
[0064] Examples of the decorative sheet 1 of the present invention are not limited to the above-described embodiments
and examples, and various modifications may be made within a range not departing from the spirit of the present invention.

[Table 1]

Nucleating agent
Martens hardness 

[N/mm2]
Pencil 

hardness
V-groove 
bending

Design 
evaluation

Example 1 Vesicle formation 60 2H s s

Example 2 Vesicle formation 60 2H s s

Example 3 Vesicle formation 60 2H s s

Example 4 Vesicle formation 45 H s s

Comparative 
Example 1

No vesicle 
formation

50 H 3 White turbidity

Comparative 
Example 2

Solid phase 
nanoization

52 H Δ s

Comparative 
Example 3

- 30 2B s s

Comparative 
Example 4

Vesicle formation 35 2B s s
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[Reference examples]

[0065] Decorative sheets other than the decorative sheets described in the embodiment of the present invention will
be briefly described as reference examples of the present invention.
[0066] In recent years, as shown in PTLs 1 to 5 described above, a number of decorative sheets in which olefin-based
resin is used have been proposed as alternative decorative sheets to polyvinyl chloride decorative sheets.
[0067] Since these decorative sheets do not use vinyl chloride resin, the generation of toxic gases and the like at the
time of incineration is suppressed. However, since these decorative sheets use a polypropylene sheet or a soft poly-
propylene sheet made of a general olefin-based resin, the surface scratch resistance is poor and far inferior to the scratch
resistance of the conventional polyvinyl chloride decorative sheets.
[0068] Thus, in order to solve these drawbacks, the inventors of the present invention proposed a decorative sheet
that has good scratch resistance and post-processing resistance of the surface described in PTL 6 described above.
However, along with the increase in the use of decorative boards using such decorative sheets, consumers are paying
more attention to their quality.
[0069] In general, a crystalline resin such as an olefin-based resin can change its mechanical properties by controlling
the degree of crystallinity, which is the ratio of the crystalline components to the amorphous components in the resin.
Factors for controlling the degree of crystallinity include material factors such as the molecular structure of the resin
itself and the addition of a nucleating agent, and process factors such as molding processing conditions for processing
the crystalline resin. In the present invention, the inventors invented a decorative sheet having good scratch resistance
and post-processing resistance by controlling both of the material factors and process factors so that the mechanical
strength of the transparent resin layer made of an olefin-based resin is improved.
[0070] In addition, since the spherulite size in the crystal part of polypropylene resins is usually larger than visible light
wavelengths (400 to 750 nm), scattering of light is increased and a milky white color is exhibited. On the other hand,
transparent resin layers expected to be substituted by polypropylene resin need to have high transparency from design
aspects so that patterns or designs formed on a lower layer thereof can be clearly seen through the transparent resin layer.
[0071] Regarding the control of the degree of crystallinity described above, when crystal growth was carried out solely
by controlling the molding processing conditions, the transparency may be impaired due to excessive growth of the
spherulite size. Thus, attempts have been made to improve the transparency of the polypropylene resin by adding a
nucleating agent. However, as described in PTL 6 mentioned above, when the size of the spherulites becomes 1 mm
or less, cracks and voids tend to appear due to interfacial destruction between spherulites and brittle fracture of spherulites
upon bending, for example, V-groove bending. Therefore, it was difficult to simultaneously achieve high transparency,
and surface scratch resistance and good post-processability.

[Reference Signs List]

[0072]

1 Decorative sheet
2 Primer layer
3 Concealing layer
4 Primary film layer (primary film resin sheet)
5 Pattern printing layer
6 Adhesive layer
7 Transparent resin layer (transparent resin sheet)
7a Embossed pattern
8 Top coat layer

Claims

1. A decorative sheet comprising at least a transparent resin layer formed by adding, to a transparent olefin-based
resin, nucleating agent vesicles that are vesicles having a single layer outer membrane and containing a nucleating
agent, characterized in that
the transparent resin layer has a Martens hardness of 40 N/mm2 or higher.

2. The decorative sheet according to claim 1, characterized in that 50% by weight or more and 100% by weight or
less of the transparent olefin-based resin is composed of a highly crystalline homopolypropylene resin.
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3. The decorative sheet according to claim 2, characterized in that the highly crystalline homopolypropylene resin
has an isotactic pentad fraction (mmmm fraction) of 95% or higher.

4. A method of manufacturing the decorative sheet according to any one of claims 1 to 3, comprising
encapsulating the nucleating agent in the vesicle by a supercritical reverse phase evaporation method.
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