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Description

Technical Field

[0001] The present invention relates to a copper-clad laminate, a printed wiring board, a semiconductor package, and
a method for producing the copper-clad laminate.

Background Art

[0002] With recent miniaturization and high performance of electronic devices, printed wiring boards have been de-
veloped to have higher wiring density and higher integration, and accordingly, there has been an increasing demand for
improvement in reliability of copper-clad laminates for printed wiring boards.
[0003] The copper-clad laminate is obtained by laminating an insulating layer and a copper foil, and is generally
produced by laminating a prepreg obtained by impregnating a glass cloth with a resin and a copper foil, and heating and
pressurizing the laminate. The obtained copper-clad laminate is then subjected to heat treatment such as annealing
treatment and reflow treatment after a circuit is formed, and a printed wiring board using the copper-clad laminate is
produced.
[0004] As described above, in the production process of a printed wiring board, a plurality of heat treatments are
performed in a state where an insulating layer such as a prepreg and a copper foil are laminated. At this time, swelling
(hereinafter also referred to as "blister") may occur between the insulating layer and the copper foil. Since the blister
causes deterioration in yield of the copper-clad laminate, deterioration in reliability of the printed wiring board, and the
like, it is desired to suppress the occurrence of the blister.
[0005] In particular, in recent years, from the viewpoint of global environmental protection, the use of lead-free solder
has progressed, and the temperature of the reflow process at the time of mounting components on a printed wiring board
and at the time of assembling a semiconductor package has become extremely high. In addition, the heating temperature
at the time of lamination molding is sometimes increased for the purpose of improving production efficiency, and the
heat history imparted to the copper-clad laminate is becoming increasingly severe, and there is an increasing demand
for increasing the blister resistance of the copper-clad laminate.
[0006] Various studies have been conducted for the purpose of improving blister resistance of the copper-clad laminate.
[0007] For example, PTL 1 discloses a printed circuit board in which a metal wall portion is formed on at least one of
peripheral edge portions of the printed circuit board for the purpose of suppressing entry of moisture which causes
blisters from a side surface of the printed circuit board during reflow.
[0008] In addition, PTL 2 discloses a method for producing a cured product in which an epoxy resin material containing
an epoxy resin, an active ester compound, and a curing accelerator is used, and the epoxy resin material is cured in an
inert gas atmosphere, as a method for producing a cured product capable of suppressing the occurrence of blisters
when exposed to high temperatures.

Citation List

Patent Literature

[0009]

PTL 1: JP 2013-062441 A
PTL 2: JP 2013-075948 A

Summary of Invention

Technical Problem

[0010] However, in the printed circuit board described in PTL 1, it is necessary to form a metal wall portion in the
peripheral edge portion, and there is a problem in that the degree of freedom in design of the printed circuit board is
restricted.
[0011] In addition, in the method for producing a cured product described in PTL 2, the epoxy resin material needs to
be cured in an inert gas atmosphere, and there is a problem in that productivity and handling property are poor.
[0012] The present invention has been made in view of the above circumstances, and an object of the present invention
is to provide a copper-clad laminate in which generation of blisters is suppressed, a method for producing the copper-
clad laminate, and a printed wiring board and a semiconductor package using the copper-clad laminate.
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Solution to Problem

[0013] As a result of intensive studies to solve the above problems, the present inventors have found that the above
problems can be solved by the present invention described below, and have completed the present invention.
[0014] The present invention relates to the following [1] to [9].

[1] A copper-clad laminate including an insulating layer containing a resin and a copper foil arranged on at least one
surface of the insulating layer, wherein the copper foil is a surface-treated copper foil having a metal-treated layer
containing zinc, and a content of zinc in the metal-treated layer is 10 to 2,500 mg/dm2.
[2] The copper-clad laminate according to [1], wherein the metal-treated layer further contains one or more metals
selected from the group consisting of nickel, cobalt, and molybdenum.
[3] The copper-clad laminate according to [2], wherein a total content of one or more metals selected from the group
consisting of nickel, cobalt, and molybdenum in the metal-treated layer is 10 to 2,500 mg/dm2.
[4] The copper-clad laminate according to any one of [1] to [3], wherein the metal-treated layer further contains
nickel, and a content of nickel in the metal-treated layer is 10 to 200 mg/dm2.
[5] The copper-clad laminate according to any one of [1] to [4], wherein the content of zinc in the metal-treated layer
is 10 to 500 mg/dm2.
[6] The copper-clad laminate according to any one of [1] to [5], wherein the surface-treated copper foil is obtained
by subjecting one surface or both surfaces of a copper foil to heat resistance treatment, chromate treatment, and
silane coupling agent treatment.
[7] A method for producing the copper-clad laminate according to any one of [1] to [6], wherein the insulating layer
is a layer obtained by curing a prepreg containing a thermosetting resin, and the method includes heating the prepreg
or the insulating layer obtained by curing the prepreg and the surface-treated copper foil at 210°C or higher in a
state where the prepreg or the insulating layer obtained by curing the prepreg and the surface-treated copper foil
are bonded to each other.
[8] A printed wiring board including the copper-clad laminate according to any one of [1] to [6].
[9] A semiconductor package including a semiconductor element mounted on the printed wiring board according to [8].

Advantageous Effects of Invention

[0015] According to the present invention, it is possible to provide a copper-clad laminate in which generation of blisters
is suppressed, a method for producing the copper-clad laminate, and a printed wiring board and a semiconductor package
using the copper-clad laminate.

Description of Embodiments

[0016] In the numerical ranges described in this description, the upper limit value or the lower limit value of the numerical
range may be replaced with a value shown in Examples. In addition, the lower limit value and the upper limit value of
the numerical range are arbitrarily combined with the lower limit value and the upper limit value of another numerical
range, respectively.
[0017] In addition, unless otherwise specified, each component and material exemplified in this description may be
used alone or in combination of two or more kinds thereof. In the description herein, when a plurality of substances
corresponding to each component are present in the composition, the content of each component in the composition
means the total amount of the plurality of substances present in the composition unless otherwise specified.
[0018] Embodiments in which the items described in this description are arbitrarily combined are also included in the
present invention.

[Copper-Clad Laminate]

[0019] The copper-clad laminate of the present embodiment is a copper-clad laminate including an insulating layer
containing a resin (hereinafter also simply referred to as an "insulating layer") and a copper foil arranged on at least one
surface of the insulating layer, wherein the copper foil is a surface-treated copper foil having a metal-treated layer
containing zinc, and a content of zinc in the metal-treated layer is 10 to 2,500 mg/dm2.
[0020] In the following description, the surface-treated copper foil having a metal-treated layer with a zinc content of
10 to 2,500 mg/dm2 included in the copper-clad laminate of the present embodiment is also referred to as "surface-
treated copper foil (I)".
[0021] The structure of the copper-clad laminate of the present embodiment is not particularly limited as long as it
includes a structure in which an insulating layer and a surface-treated copper foil (I) are arranged on at least one surface
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of the insulating layer.
[0022] When the copper-clad laminate of the present embodiment includes two or more copper foils, the two or more
copper foils may be only the surface-treated copper foil (I), or may be a combination of the surface-treated copper foil
(I) and a copper foil other than the surface-treated copper foil (I).
[0023] As the structure of the copper-clad laminate, a copper foil may be laminated on one or both surfaces of the
insulating layer, or one or more insulating layers and one or more copper foils may be alternately formed. Alternatively,
one or more insulating layers and one or more copper foils may be alternately formed on one or both surfaces of a core
substrate having copper foils on both surfaces.
[0024] The number of insulating layers included in the copper-clad laminate of the present embodiment may be one
or more, and may be appropriately selected from, for example, 2 to 20, depending on the application.
[0025] The number of copper foils included in the copper-clad laminate of the present embodiment is one or more,
and may be appropriately selected from, for example, 2 to 20, depending on the application.
[0026] Furthermore, the copper foil included in the copper-clad laminate of the present embodiment may have a circuit
formed by a method described later.
[0027] In the above description, the term "copper foil" refers to "surface-treated copper foil (I)" when the copper-clad
laminate includes only "surface-treated copper foil (I)", and to both "surface-treated copper foil (I)" and "copper foil other
than surface-treated copper foil (I)" when the copper-clad laminate includes "surface-treated copper foil (I)" and "copper
foil other than surface-treated copper foil (I)".
[0028] The thickness of the copper-clad laminate of the present embodiment is not particularly limited and may be
appropriately determined according to the application of the copper-clad laminate, and is, for example, 0.03 to 1.6 mm.
[0029] Next, the surface-treated copper foil (I) and the insulating layer included in the copper-clad laminate of the
present embodiment will be described.

<Surface-treated Copper Foil (I)>

[0030] The surface-treated copper foil (I) included in the copper-clad laminate of the present embodiment has a metal-
treated layer containing zinc on at least one surface.
[0031] Here, the metal-treated layer formed on the surface of the copper foil may have a metal-treated layer containing
zinc on at least one surface, and the purpose of forming the metal-treated layer is not particularly limited. That is, the
metal-treated layer may be formed by, for example, heat resistance treatment for the purpose of improving heat resistance,
weather resistance, or the like, or may be formed by chromate treatment or the like for the purpose of improving rust
prevention. In addition, the metal-treated layer may be formed by both heat resistance treatment and chromate treatment,
or may be formed by other treatments.
[0032] The content of zinc in the metal-treated layer is 10 to 2,500 mg/dm2, preferably 15 to 1,000 mg/dm2, more
preferably 20 to 500 mg/dm2, still more preferably 25 to 300 mg/dm2, and particularly preferably 30 to 200 mg/dm2.
[0033] When the content of zinc in the metal-treated layer is the above lower limit value or more, a sufficient rust
prevention effect is obtained and the fine wiring property is excellent, and when the content is the above upper limit
value or less, the blister resistance is excellent.
[0034] In the description herein, the content of the specific element in the metal-treated layer means the content of
the specific element in one metal-treated layer. Therefore, when the surface-treated copper foil (I) has metal-treated
layers on both surfaces, the content of the specific element in the metal-treated layer means the content of the specific
element in the metal-treated layer on one surface among the metal-treated layers on both surfaces.
[0035] The metal-treated layer preferably contains, in addition to zinc, one or more metals selected from the group
consisting of nickel, cobalt, and molybdenum (hereinafter, also referred to as "second metal", and when two or more
elements are contained as the second metal, these two or more elements are also referred to as "second metal"), and
more preferably contains nickel. When the metal-treated layer contains the second metal, the obtained copper-clad
laminate is further excellent in blister resistance.
[0036] When the metal-treated layer contains the second metal, the total content of the second metal in the metal-
treated layer is preferably 10 to 2,500 mg/dm2, more preferably 40 to 1,000 mg/dm2, still more preferably 60 to 500
mg/dm2, and particularly preferably 100 to 300 mg/dm2.
[0037] When the metal-treated layer contains nickel as the second metal, the content of nickel in the metal-treated
layer is preferably 10 to 500 mg/dm2, more preferably 40 to 400 mg/dm2, still more preferably 60 to 300 mg/dm2, and
particularly preferably 100 to 200 mg/dm2.
[0038] When the metal-treated layer contains the second metal, the ratio [second metal/zinc] of the content of zinc in
the metal-treated layer to the total content of the second metal is preferably 0.1 to 20, more preferably 0.5 to 10, still
more preferably 1.0 to 5, and particularly preferably 1.2 to 2, in terms of mass ratio, from the viewpoint of further improving
blister resistance.
[0039] The contents of zinc and the second metal in the metal-treated layer can be measured by fluorescent X-ray
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analysis.
[0040] The copper foil included in the copper-clad laminate of the present embodiment is not particularly limited, and
may be a rolled copper foil or an electrolytic copper foil, but is preferably an electrolytic copper foil.
[0041] At least one surface of the surface-treated copper foil (I) may be subjected to a roughening treatment.
[0042] The method and conditions for the roughening treatment may be appropriately selected from conventionally
known methods and conditions according to the required surface properties, and examples thereof include a method of
attaching a film having fine irregularities to the surface of a copper foil by electroplating of copper or the like. Before the
roughening treatment, pretreatment such as acid cleaning may be appropriately performed.
[0043] When the surface-treated copper foil (I) is subjected to the roughening treatment, the surface-treated layer may
be provided on either or both of the roughened surface and the non-roughened surface, and is preferably provided on
the roughened surface.
[0044] At least a part of the metal-treated layer of the surface-treated copper foil (I) of the present embodiment is
preferably formed by heat resistance treatment.
[0045] The heat resistance treatment preferably includes a plating treatment using zinc. The plating treatment using
zinc may be either a zinc plating treatment or a zinc alloy plating treatment, and is preferably a zinc alloy plating treatment.
[0046] In the case of the zinc alloy plating treatment, examples of the metal forming an alloy with zinc include the
same metals as the second metal described above. Specific examples of the zinc alloy include a zinc-nickel alloy, a
zinc-cobalt alloy, a zinc-molybdenum alloy, and a zinc-cobalt-molybdenum alloy, and among these, a zinc-nickel alloy
and a zinc-cobalt-molybdenum alloy are preferable.
[0047] Suitable ranges of the contents and the content ratio of zinc and the second metal in the metal-treated layer
formed by the zinc plating treatment or the zinc alloy plating treatment are as described above.
[0048] At least a part of the metal-treated layer of the surface-treated copper foil (I) of the present embodiment may
be formed by chromate treatment (rust prevention treatment). By performing the chromate treatment, oxidation of the
copper foil can be suppressed, and fine wiring can be favorably formed at the time of circuit formation. The chromate
treatment may be either an electrolytic chromate treatment or an immersion chromate treatment, but the electrolytic
chromate treatment is preferable from the viewpoint of the stability of the adhesion amount.
[0049] The surface-treated copper foil (I) may be further subjected to a silane coupling agent treatment. This can
improve moisture resistance, chemical resistance, adhesion to the insulating layer, and the like. The silane coupling
agent treatment can be performed by, for example, appropriately diluting the silane coupling agent, applying the silane
coupling agent to the copper foil, and drying the silane coupling agent. The silane coupling agent can be appropriately
selected from known silane coupling agents according to desired characteristics.
[0050] The surface-treated copper foil (I) is preferably subjected to the above-described heat resistance treatment,
chromate treatment, and silane coupling agent treatment.
[0051] The thickness of the surface-treated copper foil (I) may be appropriately determined in accordance with the
application of the copper-clad laminate, and the like, and is, for example, preferably 1 to 120 mm, more preferably 2 to
60 mm, and still more preferably 3 to 40 pm. From the viewpoint of further reducing the thickness of the semiconductor
package, the thickness is preferably 35 pm or less, more preferably 20 pm or less, and still more preferably 15 pm or less.

<Insulating Layer>

[0052] The insulating layer containing a resin, included in the copper-clad laminate of the present embodiment is not
particularly limited, and may be appropriately selected from conventionally known insulating resin materials according
to desired characteristics.
[0053] The insulating layer preferably contains a cured product of a thermosetting resin composition, and more pref-
erably is a cured product of a prepreg obtained by impregnating a sheet-shaped reinforcing substrate such as a glass
cloth with a thermosetting resin composition.
[0054] The thermosetting resin composition is not particularly limited as long as it contains a thermosetting resin.
[0055] Examples of the thermosetting resin include a maleimide compound, an epoxy resin, a phenol resin, a cyanate
resin, an isocyanate resin, a benzoxazine resin, an oxetane resin, an amino resin, an unsaturated polyester resin, an
allyl resin, a dicyclopentadiene resin, a silicone resin, a triazine resin, and a melamine resin. One of the thermosetting
resins may be used singly or two or more thereof may be used in combination. Among these, a maleimide compound
and an epoxy resin are preferable from the viewpoint of heat resistance, moldability, and electrical insulation.
[0056] The thermosetting resin composition preferably contains (A) a maleimide compound, and more preferably
further contains one or more selected from the group consisting of (B) an epoxy resin, (C) a copolymer resin having a
structural unit derived from a substituted vinyl compound and a structural unit derived from a maleic anhydride, (D) an
inorganic filler, (E) a curing agent, (F) a thermoplastic elastomer, and (G) a curing accelerator, from the viewpoint of
further enhancing blister resistance and obtaining excellent copper foil adhesion, low thermal expansion, dielectric
characteristics, and the like.
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[0057] Hereinafter, preferred embodiments of each component will be described in detail.

[(A) Maleimide Compound]

[0058] The maleimide compound (A) is a maleimide compound having at least two N-substituted maleimide groups
(a1) (hereinafter also referred to as "maleimide compound (a1)").
[0059] Examples of the maleimide compound (a1) include a maleimide compound having an aliphatic hydrocarbon
group between any two maleimide groups of a plurality of maleimide groups (provided that an aromatic hydrocarbon
group is not present) (hereinafter also referred to as "aliphatic hydrocarbon group-containing maleimide") and a maleimide
compound having an aromatic hydrocarbon group between any two maleimide groups of a plurality of maleimide groups
(hereinafter also referred to as "aromatic hydrocarbon group-containing maleimide"). Among these, an aromatic hydro-
carbon group-containing maleimide is preferable from the viewpoint of high heat resistance, low relative permittivity,
high copper foil adhesion, and the like.
[0060] From the same viewpoint, the maleimide compound (a1) is preferably a maleimide compound having two to
five N-substituted maleimide groups in one molecule, more preferably a maleimide compound having two N-substituted
maleimide groups in one molecule, still more preferably an aromatic hydrocarbon group-containing maleimide repre-
sented by any one of the following general formulae (a1-1) to (a1-4), and particularly preferably an aromatic hydrocarbon
group-containing maleimide represented by the following general formula (a1-2).
[0061] One of the maleimide compounds (A) may be used singly or two or more thereof may be used in combination.

[0062] In the formulae, RA1 to RA3 each independently represent an aliphatic hydrocarbon group having 1 to 5 carbon
atoms. XA1 represents an alkylene group having 1 to 5 carbon atoms, an alkylidene group having 2 to 5 carbon atoms,
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-O-, -C(=O)-, -S-, -S-S-, or a sulfonyl group. p, q, and r each independently represent an integer of 0 to 4. s represents
an integer of 0 to 10.
[0063] Examples of the aliphatic hydrocarbon group having 1 to 5 carbon atoms, as represented by RA1 to RA3, include
a methyl group, an ethyl group, an n-propyl group, an isopropyl group, an n-butyl group, an isobutyl group, a t-butyl
group, and an n-pentyl group. The aliphatic hydrocarbon group is, from the viewpoint of high heat resistance, low relative
permittivity, high copper foil adhesion, and the like, preferably an aliphatic hydrocarbon group having 1 to 3 carbon
atoms, and more preferably a methyl group or an ethyl group.
[0064] Examples of the alkylene group having 1 to 5 carbon atoms, as represented by XA1, include a methylene group,
a 1,2-dimethylene group, a 1,3-trimethylene group, a 1,4-tetramethylene group, and a 1,5-pentamethylene group. The
alkylene group is, from the viewpoint of high heat resistance, low relative permittivity, high copper foil adhesion, and the
like, preferably an alkylene group having 1 to 3 carbon atoms, and more preferably a methylene group.
[0065] Examples of the alkylidene group having 2 to 5 carbon atoms, as represented by XA1, include an ethylidene
group, a propylidene group, an isopropylidene group, a butylidene group, an isobutylidene group, a pentylidene group,
and an isopentylidene group. Among these, from the viewpoint of high heat resistance, low relative permittivity, and high
copper foil adhesion, an isopropylidene group is preferable.
[0066] Among the above-mentioned choices, XA1 is preferably an alkylene group having 1 to 5 carbon atoms or an
alkylidene group having 2 to 5 carbon atoms. More preferred ones are as mentioned above.
[0067] p, q, and r each independently represent an integer of 0 to 4, and from the viewpoint of high heat resistance,
low relative permittivity, high copper foil adhesion, and the like, preferably an integer of 0 to 2, more preferably 0 or 1,
and still more preferably 0.
[0068] s represents an integer of 0 to 10, and from the viewpoint of easy availability, preferably an integer of 0 to 5,
and more preferably an integer of 0 to 3.
[0069] Specifically, examples of the maleimide compound (a1) include an aliphatic hydrocarbon group-containing
maleimide such as N,N’-ethylenebismaleimide, N,N’-hexamethylenebismaleimide, bis(4-maleimidecyclohexyl)methane,
and 1,4-bis(maleimidemethyl)cyclohexane; and an aromatic hydrocarbon group-containing maleimide such as N,N’-(1,3-
phenylene)bismaleimide, N,N’-[1,3-(2-methylphenylene)]bismaleimide, N,N’-[1,3-(4-methylphenylene)]bismaleimide,
N,N’-(1,4-phenylene)bismaleimide, bis(4-maleimidephenyl)methane, bis(3-methyl-4-maleimidephenyl)methane, 3,3’-
dimethyl-5,5’-diethyl-4,4’-diphenylmethanebismaleimide, bis(4-maleimidephenyl)ether, bis(4-maleimidephenyl)sulfone,
bis(4-maleimidephenyl)sulfide, bis(4-maleimidephenyl)ketone, 1,4-bis(4-maleimidephenyl)cyclohexane, 1,4-bis(male-
imidemethyl)cyclohexane, 1,3-bis(4-maleimidephenoxy)benzene, 1,3-bis(3-maleimidephenoxy)benzene, bis[4-(3-
maleimidephenoxy)phenyl]methane,
bis[4-(4-maleimidephenoxy)phenyl]methane,
1,1-bis[4-(3-maleimidephenoxy)phenyl]ethane,
1,1-bis[4-(4-maleimidephenoxy)phenyl]ethane,
1,2-bis[4-(3-maleimidephenoxy)phenyl]ethane,
1,2-bis[4-(4-maleimidephenoxy)phenyl]ethane,
2,2-bis[4-(3-maleimidephenoxy)phenyl]propane,
2,2-bis[4-(4-maleimidephenoxy)phenyl]propane,
2,2-bis[4-(3-maleimidephenoxy)phenyl]butane,
2,2-bis[4-(4-maleimidephenoxy)phenyl]butane,
2,2-bis[4-(3-maleimidephenoxy)phenyl]-1,1,1,3,3,3-hexafluoropropane, 2,2-bis[4-(4-maleimidephenoxy)phenyl]-
1,1,1,3,3,3-hexafluoropropane,
4,4’-bis(3-maleimidephenoxy)biphenyl,4,4’-bis(4-maleimidephenoxy)biphenyl, bis[4-(3-maleimidephenoxy)phenyl]ke-
tone,
bis[4-(4-maleimidephenoxy)phenyl]ketone, bis(4-maleimidephenyl)disulfide, bis[4-(3-maleimidephenoxy)phe-
nyl]sulfide,
bis[4-(4-maleimidephenoxy)phenyl]sulfide,
bis[4-(3-maleimidephenoxy)phenyl]sulfoxide,
bis[4-(4-maleimidephenoxy)phenyl]sulfoxide,
bis[4-(3-maleimidephenoxy)phenyl]sulfone,
bis[4-(4-maleimidephenoxy)phenyl]sulfone,
bis[4-(3-maleimidephenoxy)phenyl]ether,
bis[4-(4-maleimidephenoxy)phenyl]ether,
1,4-bis[4-(4-maleimidephenoxy)-α,α-dimethylbenzyl]benzene,
1,3-bis[4-(4-maleimidephenoxy)-α,α-dimethylbenzyl]benzene,
1,4-bis[4-(3-maleimidephenoxy)-α,α-dimethylbenzyl]benzene,
1,3-bis[4-(3-maleimidephenoxy)-α,α-dimethylbenzyl]benzene,
1,4-bis[4-(4-maleimidephenoxy)-3,5-dimethyl-α,α-dimethylbenzyl]benzene,
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1,3-bis[4-(4-maleimidephenoxy)-3,5-dimethyl-α,α-dimethylbenzyl]benzene,
1,4-bis[4-(3-maleimidephenoxy)-3,5-dimethyl-α,α-dimethylbenzyl]benzene, 1,3-bis[4-(3-maleimidephenoxy)-3,5-dime-
thyl-α,α-dimethylbenzyl]benzene, and polyphenylmethanemaleimide.
[0070] Among these, from the viewpoint of high reactivity and advanced heat resistance, bis(4-maleimidephenyl)meth-
ane, bis(4-maleimidephenyl)sulfone, bis(4-maleimidephenyl)sulfide, bis(4-maleimidephenyl)disulfide, N,N’-(1,3-phe-
nylene)bismaleimide, and 2,2-bis[4-(4-maleimidephenoxy)phenyl]propane are preferable, and from the viewpoint of
inexpensiveness, bis(4-maleimidephenyl)methane and N,N’-(1,3-phenylene)bismaleimide are preferable.
[0071] The maleimide compound (A) is preferably a compound obtained by reacting the maleimide compound (a1)
with one or more selected from the group consisting of a monoamine compound (a2) and a diamine compound (a3)
(hereinafter also referred to as "modified maleimide compound"), and more preferably a compound obtained by reacting
the maleimide compound (a1) with a monoamine compound (a2) and a diamine compound (a3), or a compound obtained
by reacting the maleimide compound (a1) with a diamine compound (a3).

(Monoamine Compound (a2))

[0072] The monoamine compound (a2) is not particularly limited as long as it is a compound having one amino group,
but is preferably a monoamine compound having an acidic substituent, and more preferably a monoamine compound
represented by the following general formula (a2-1), from the viewpoint of high heat resistance, low relative permittivity,
high copper foil adhesion, and the like.

[0073] In the formula, RA4 represents an acidic substituent selected from a hydroxy group, a carboxy group, and a
sulfonic acid group. RA5 represents an alkyl group having 1 to 5 carbon atoms or a halogen atom. t is an integer of 1 to
5, u is an integer of 0 to 4, and 1 ≤ t + u ≤ 5 is satisfied. However, when t is an integer of 2 to 5, plural RA4’s may be the
same or different. Further, when u is an integer of 2 to 4, plural RA5’s may be the same or different.
[0074] The acidic substituent represented by RA4 is, from the viewpoint of solubility and reactivity, preferably a hydroxy
group or a carboxy group, and is, also in consideration of heat resistance, more preferably a hydroxy group.
[0075] t represents an integer of 1 to 5, and from the viewpoint of high heat resistance, low relative permittivity, high
copper foil adhesion, and the like, preferably an integer of 1 to 3, more preferably 1 or 2, and still more preferably 1.
[0076] Examples of the alkyl group having 1 to 5 carbon atoms, as represented by RA5, include a methyl group, an
ethyl group, an n-propyl group, an isopropyl group, an n-butyl group, an isobutyl group, a t-butyl group, and an n-pentyl
group. The alkyl group is preferably an alkyl group having 1 to 3 carbon atoms.
[0077] Examples of the halogen atom, as represented by RA5, include a fluorine atom, a chlorine atom, a bromine
atom, and an iodine atom.
[0078] u represents an integer of 0 to 4, and from the viewpoint of high heat resistance, low relative permittivity, high
copper foil adhesion, and the like, preferably an integer of 0 to 3, more preferably an integer of 0 to 2, still more preferably
0 or 1, and particularly preferably 0.
[0079] Examples of the monoamine compound (a2) include o-aminophenol, m-aminophenol, p-aminophenol, o-ami-
nobenzoic acid, m-aminobenzoic acid, p-aminobenzoic acid, o-aminobenzenesulfonic acid, m-aminobenzenesulfonic
acid, p-aminobenzenesulfonic acid, 3,5-dihydroxyaniline, and 3,5-dicarboxyaniline. Among these, from the viewpoint of
heat resistance, o-aminophenol, m-aminophenol, and p-aminophenol are preferable, and also in consideration of die-
lectric characteristics, low thermal expansion, and production cost, p-aminophenol is more preferable.
[0080] One of the monoamine compounds (a2) may be used singly or two or more thereof may be used in combination.

(Diamine Compound (a3))

[0081] The diamine compound (a3) is not particularly limited as long as it is a compound having two amino groups,
but is preferably a diamine compound represented by the following general formula (a3-1) and a modified siloxane
compound having an amino group at a molecular terminal, which will be described later, from the viewpoint of high heat
resistance, low relative permittivity, high copper foil adhesion, and the like.
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[0082] In the formula, XA2 represents an aliphatic hydrocarbon group having 1 to 3 carbon atoms or -O-. RA6 and RA7

each independently represent an alkyl group having 1 to 5 carbon atoms, a halogen atom, a hydroxy group, a carboxy
group, or a sulfonic acid group. v and w each independently represent an integer of 0 to 4.
[0083] Examples of the aliphatic hydrocarbon group having 1 to 3 carbon atoms, as represented by XA2, include a
methylene group, an ethylene group, a propylene group, and a propylidene group.
[0084] XA2 is preferably a methylene group.
[0085] Examples of the alkyl group having 1 to 5 carbon atoms, as represented by RA6 and RA7, include a methyl
group, an ethyl group, an n-propyl group, an isopropyl group, an n-butyl group, an isobutyl group, a t-butyl group, and
an n-pentyl group. The alkyl group is preferably an alkyl group having 1 to 3 carbon atoms.
[0086] v and w each are preferably an integer of 0 to 2, more preferably 0 or 1, and still more preferably 0.
[0087] Examples of the modified siloxane compound having an amino groups at the molecular terminal include a
diamine compound represented by the following general formula (a3-2).

[0088] In the formula, RA8 to RA11 each independently represent an alkyl group having 1 to 5 carbon atoms, a phenyl
group, or a phenyl group having a substituent. RA12 and RA13 each independently represent a divalent organic group,
and m represents an integer of 2 to 100.
[0089] Examples of the alkyl group having 1 to 5 carbon atoms, as represented by RA8 to RA11, include a methyl group,
an ethyl group, an n-propyl group, an isopropyl group, an n-butyl group, an isobutyl group, a t-butyl group, and an n-
pentyl group. The alkyl group is preferably an alkyl group having 1 to 3 carbon atoms, and more preferably a methyl group.
[0090] Examples of the substituent in the phenyl group having a substituent include an alkyl group having 1 to 5 carbon
atoms, an alkenyl group having 2 to 5 carbon atoms, and an alkynyl group having 2 to 5 carbon atoms. Examples of the
alkyl group having 1 to 5 carbon atoms are the same as those described above. Examples of the alkenyl group having
2 to 5 carbon atoms include a vinyl group and an allyl group. Examples of the alkynyl group having 2 to 5 carbon atoms
include an ethynyl group and a propargyl group.
[0091] Examples of the divalent organic group represented by RA12 and RA13 include an alkylene group, an alkenylene
group, an alkynylene group, an arylene group, -O-, or a divalent linking group formed by combining these groups.
Examples of the alkylene group include an alkylene group having 1 to 10 carbon atoms such as a methylene group, an
ethylene group, and a propylene group. Examples of the alkenylene group include an alkenylene group having 2 to 10
carbon atoms. Examples of the alkynylene group include an alkynylene group having 2 to 10 carbon atoms. Examples
of the arylene group include an arylene group having 6 to 20 carbon atoms such as a phenylene group and a naphthylene
group.
[0092] Among these, RA12 and RA13 are preferably an alkylene group or an arylene group.
[0093] m is preferably an integer of 2 to 50, more preferably an integer of 3 to 40, and still more preferably an integer
of 5 to 30.
[0094] Specifically, examples of the diamine compound (a3) include 4,4’-diaminodiphenylmethane, 4,4’-diaminodiphe-
nylethane, 4,4’-diaminodiphenylpropane, 2,2’-bis(4,4’-diaminodiphenyl)propane, 3,3’-dimethyl-4,4,’-diaminodiphenyl-
methane,
3,3’-diethyl-4,4’-diaminodiphenylmethane,
3,3’-dimethyl-4,4’-diaminodiphenylethane,
3,3’-diethyl-4,4’-diaminodiphenylethane, 4,4’-diaminodiphenyl ether, 4,4’-diaminodiphenyl thioether, 3,3’-dihydroxy-4,4’-
diaminodiphenylmethane, 2,2’,6,6’-tetramethyl-4,4’-diaminodiphenylmethane,
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3,3’-dichloro-4,4’-diaminodiphenylmethane,
3,3’-dibromo-4,4’-diaminodiphenylmethane,
2,2’,6,6’-tetrachloro-4,4’-diaminodiphenylmethane,
2,2’,6,6’-tetrabromo-4,4’-diaminodiphenylmethane, and the modified siloxane compounds having an amino group at a
molecular terminal described above. Among these, from the viewpoint of inexpensiveness, 4,4’-diaminodiphenylmeth-
ane, 3,3’-diethyl-4,4’-diaminodiphenylmethane, and the modified siloxane compounds having an amino group at a mo-
lecular terminal are preferable.
[0095] One of the diamine compounds (a3) may be used singly or two or more thereof may be used in combination.
[0096] The reaction of the maleimide compound (a1) with one or more selected from the group consisting of the
monoamine compound (a2) and the diamine compound (a3) is preferably carried out by reacting them in the presence
of an organic solvent at a reaction temperature of 70 to 200°C for 0.1 to 10 hours. The reaction temperature is more
preferably 70 to 160°C, still more preferably 70 to 130°C, and particularly preferably 80 to 120°C.
[0097] The reaction time is more preferably 1 to 8 hours, and still more preferably 2 to 6 hours.
[0098] In the reaction of the component (a1) with one selected from the group consisting of the component (a2) and
the component (a3) in the production of the modified maleimide compound, the amounts used of the three components
are preferably such that the relationship between the sum total of the -NH2 group equivalent (primary amino group
equivalent) of one or more selected from the group consisting of the component (a2) and the component (a3) and the
maleimide group equivalent of the component (a1) satisfies the following formula: 

[0099] By setting [maleimide group equivalent]/[sum total of -NH2 group equivalent] to 0.1 or more, gelation and
decrease in heat resistance are suppressed, and by setting the ratio to 10 or less, solubility in organic solvent, copper
foil adhesion, and heat resistance are improved.
[0100] From the same viewpoint, the amounts of the three components used more preferably satisfy the following
formula: 

and still more preferably satisfy the following formula: 

[0101] When the modified maleimide compound is a compound obtained by reacting the component (a1), the com-
ponent (a2), and the component (a3), the ratio (molar ratio) of the structural unit derived from the component (a2) to the
structural unit derived from the component (a3) is preferably 0.9 to 5.0, more preferably 1.0 to 4.5, and still more preferably
1.0 to 4.0.
[0102] The weight average molecular weight (Mw) of the modified maleimide compound is preferably 400 to 3,500,
more preferably 600 to 2,000, and still more preferably 800 to 1,500.
[0103] The weight average molecular weight (Mw) in this description is a value measured according to a gel permeation
chromatography (GPC) method (standard polystyrene-equivalent conversion value) using tetrahydrofuran as an eluent,
and is more specifically a value measured according to the method described in the section of Examples.

[(B) Epoxy Resin]

[0104] Examples of the epoxy resin (B) include glycidyl ether type epoxy resins, glycidylamine type epoxy resins, and
glycidyl ester type epoxy resins. Among these, glycidyl ether type epoxy resins are preferable.
[0105] The epoxy resin (B) can be classified into various kinds of epoxy resins depending on the difference in the main
skeleton. The epoxy resins of the above-mentioned types can be further grouped into bisphenol type epoxy resins such
as bisphenol A type epoxy resins, bisphenol F type epoxy resins, and bisphenol S type epoxy resins; novolak type epoxy
resins such as biphenyl aralkyl novolak type epoxy resins, phenol novolak type epoxy resins, alkylphenol novolak type
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epoxy resins, cresol novolak type epoxy resins, naphtholalkylphenol copolymerized novolak type epoxy resins, naph-
tholaralkylcresol copolymerized novolak type epoxy resins, bisphenol A novolak type epoxy resins, and bisphenol F
novolak type epoxy resins; stilbene type epoxy resins; triazine skeleton-containing epoxy resins; fluorene skeleton-
containing epoxy resins; naphthalene type epoxy resins; anthracene type epoxy resins; triphenylmethane type epoxy
resins; biphenyl type epoxy resins; xylylene type epoxy resins; and alicyclic epoxy resins such as dicyclopentadiene
type epoxy resins.
[0106] One of the epoxy resins (B) may be used singly or two or more thereof may be used in combination.
[0107] The epoxy equivalent of the epoxy resin (B) is preferably 100 to 500 g/eq, more preferably 120 to 400 g/eq,
still more preferably 140 to 300 g/eq, and particularly preferably 170 to 240 g/eq.
[0108] Here, the epoxy equivalent is a mass of resin per epoxy group (g/eq), and can be measured according to the
method defined in JIS K 7236 (2001). Specifically, using an automatic titrator manufactured by Mitsubishi Chemical
Analytech Co., Ltd. "GT-200 Model", 2 g of an epoxy resin is metered in a 200-mL beaker, 90 mL of methyl ethyl ketone
is dropwise added thereto to dissolve the epoxy resin therein with an ultrasonic washer, and 10 mL of glacial acetic acid
and 1.5 g of cetyltrimethylammonium bromide are added, and the resultant solution is titrated with a solution of 0.1 mol/L
perchloric acid/acetic acid to thereby determine the epoxy equivalent of the resin.

[(C) Specific Copolymer Resin]

[0109] The component (C) is a copolymer resin having a structural unit derived from a substituted vinyl compound
and a structural unit derived from a maleic anhydride (hereinafter also referred to as a "copolymer resin (C)").
[0110] Examples of the substituted vinyl compound include an aromatic vinyl compound, an aliphatic vinyl compound,
and a functional group-substituted vinyl compound. Examples of the aromatic vinyl compound include styrene, 1-meth-
ylstyrene, vinyltoluene, and dimethylstyrene. Examples of the aliphatic vinyl compound include propylene, butadiene,
and isobutylene. Examples of the functional group-substituted vinyl compound include acrylonitrile and a compound
having a (meth)acryloyl group such as methyl acrylate and methyl methacrylate. Among these, aromatic vinyl compounds
are preferable, and styrene is more preferable.
[0111] As the component (C), a copolymer resin having a structural unit represented by the following general formula
(C-i) as a structural unit derived from a substituted vinyl compound and a structural unit represented by the following
formula (C-ii) as a structural unit derived from a maleic anhydride is preferable.
[0112] One of the components (C) may be used singly or two or more thereof may be used in combination.

[0113] In the formula, RC1 represents a hydrogen atom, or an alkyl group having 1 to 5 carbon atoms, RC2 represents
an alkyl group having 1 to 5 carbon atoms, an alkenyl group having 2 to 5 carbon atoms, an aryl group having 6 to 20
carbon atoms, a hydroxy group, or a (meth)acryloyl group, and x represents an integer of 0 to 3, provided that when x
is 2 or 3, plural RC2’s may be the same or different.
[0114] Examples of the alkyl group having 1 to 5 carbon atoms, as represented by RC1 and RC2, include a methyl
group, an ethyl group, an n-propyl group, an isopropyl group, an n-butyl group, an isobutyl group, a t-butyl group, and
an n-pentyl group. The alkyl group is preferably an alkyl group having 1 to 3 carbon atoms.
[0115] Examples of the alkenyl group having 2 to 5 carbon atoms, as represented by RC2 include an allyl group and
a crotyl group. The alkenyl group is preferably an alkenyl group having 3 or 4 carbon atoms.
[0116] Examples of the aryl group having 6 to 20 carbon atoms, as represented by RC2, include a phenyl group, a
naphthyl group, an anthryl group, and a biphenylyl group. The aryl group is preferably an aryl group having 6 to 10
carbon atoms. x is preferably 0 or 1, and more preferably 0.
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[0117] The content ratio of the structural unit derived from a substituted vinyl compound to the structural unit derived
from a maleic anhydride [(structural unit derived from a substituted vinyl compound)/(structural unit derived from a maleic
anhydride)] (molar ratio) in the copolymer resin (C) is preferably 1 to 9, more preferably 2 to 9, and still more preferably
3 to 8. When the content ratio is equal to or greater than the lower limit value, the effect of improving dielectric charac-
teristics tends to be sufficient, and when the content ratio is equal to or less than the upper limit value, miscibility with
other resin components tends to be favorable.
[0118] In the copolymer resin (C), the total content of the structural unit derived from a substituted vinyl compound
and the structural unit derived from a maleic anhydride is preferably 50% by mass or more, more preferably 70% by
mass or more, still more preferably 90% by mass or more, and particularly preferably substantially 100% by mass.
[0119] The weight average molecular weight (Mw) of the copolymer resin (C) is preferably 4,500 to 18,000, more
preferably 6,000 to 17,000, still more preferably 8,000 to 16,000, and particularly preferably 8,000 to 15,000.

[(D) Inorganic Filler]

[0120] The thermosetting resin composition may further contain an inorganic filler (D).
[0121] Examples of the inorganic filler (D) include silica, alumina, titanium oxide, mica, beryllia, barium titanate, po-
tassium titanate, strontium titanate, calcium titanate, aluminum carbonate, magnesium hydroxide, aluminum hydroxide,
aluminum silicate, calcium carbonate, calcium silicate, magnesium silicate, silicon nitride, boron nitride, clay such as
calcined clay, talc, aluminum borate, silicon carbide, quartz powder, short glass fiber, fine glass powder, and hollow
glass. Examples of the glass include E glass, T glass, and D glass.
[0122] One of the inorganic fillers (D) may be used singly or two or more thereof may be used in combination.
[0123] Among these, silica is preferable from the viewpoint of dielectric characteristics, heat resistance, and low thermal
expansion. Examples of the silica include a precipitated silica produced by a wet process and having a high water
content, and dry process silica produced by a dry process and hardly containing bound water and the like, and the dry
process silica is further classified into crushed silica, fumed silica, fused spherical silica, and the like depending on the
difference in production method. Among these, fused spherical silica is preferable from the viewpoint of low thermal
expansion and flowability when filled in a resin.
[0124] The average particle diameter of the inorganic filler (D) is preferably 0.1 to 10 mm, more preferably 0.3 to 8
mm, and still more preferably 0.5 to 2 mm. When the average particle diameter is 0.1 pm or more, it is possible to favorably
maintain the flowability when the resin is highly filled, and when the average particle diameter is 10 pm or less, it is
possible to reduce the mixing probability of coarse particles and to suppress the occurrence of defects caused by coarse
particles. Here, the average particle diameter in the present invention is a particle size at a point corresponding to 50%
volume on a cumulative frequency distribution curve of particle size drawn with the total volume of particles as 100%,
and can be measured using a particle sizer or the like according to a laser diffraction scattering method.
[0125] The use of silica treated with an aminosilane coupling agent as the inorganic filler (D) is preferable because
low thermal expansion is improved, and adhesion of silica to the components (A) to (C) is improved to suppress dropping
off of silica, and thus the effect of suppressing deformation of laser via shape due to excessive desmearing is obtained.
[0126] The aminosilane coupling agent may have one amino group, or may have two amino groups, or three or more
amino groups. In general, the aminosilane coupling agent has one or two amino groups.
[0127] Examples of the aminosilane coupling agent having one amino group include 3-aminopropyltrimethoxysilane,
3-aminopropyltriethoxysilane, N -phenyl-3- aminopropyltrimethoxysilane,
3-triethoxysilyl-N-(1,3-dimethyl-butylidene)propylamine, and 2-propynyl[3-(trimethoxysilyl)propyl]carbamate.
[0128] Examples of the aminosilane coupling agent having two amino groups include N-2-(aminoethyl)-3-aminopro-
pylmethyldimethoxysilane, N -2 - (aminoethyl) -3-aminopropyltrimethoxysilane, 1-[3-(trimethoxysilyl)propyl]urea, and
1-[3-(triethoxysilyl)propyl]urea.
[0129] One of the aminosilane coupling agents may be used singly or two or more thereof may be used in combination.

[(E) Curing Agent]

[0130] The thermosetting resin composition may further contain a curing agent (E). Examples of the curing agent (E)
include dicyandiamide; linear aliphatic amines except dicyandiamide, such as ethylenediamine, diethylenetriamine,
triethylenetetramine, tetraethylenepentamine, hexamethylenediamine, diethylaminopropylamine, tetramethylguanidine,
and triethanolamine; cyclic aliphatic amines such as isophoronediamine, diaminodicyclohexylmethane, bis(aminome-
thyl)cyclohexane, bis(4-amino-3-methyldicyclohexyl)methane, N-aminoethylpiperazine, and 3,9-bis(3-aminopropyl)-
2,4,8, 10-tetraoxaspiro[5.5]undecane; aromatic amines such as xylenediamine, phenylenediamine, diaminodiphenyl-
methane, and diaminodiphenyl sulfone.
[0131] One of the curing agents (E) may be used singly or two or more thereof may be used in combination.
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[(F) Thermoplastic Elastomer]

[0132] The thermosetting resin composition may further contain a thermoplastic elastomer (F).
[0133] Examples of the thermoplastic elastomer (F) include a styrene elastomer, an olefin elastomer, a urethane
elastomer, a polyester elastomer, a polyamide elastomer, an acrylic elastomer, a silicone elastomer, and derivatives
thereof. Among these, a styrene elastomer is preferable.
[0134] One of the thermoplastic elastomers (F) may be used singly or two or more thereof may be used in combination.
[0135] However, in the present embodiment, the definition of the thermoplastic elastomer (F) does not include the
component (C).
[0136] The thermoplastic elastomer (F) preferably has a reactive functional group at a molecular terminal or in a
molecular chain. Examples of the reactive functional group include an epoxy group, a hydroxy group, a carboxy group,
an amino group, an amide group, an isocyanate group, an acrylic group, a methacrylic group, and a vinyl group. By
having these reactive functional groups at the molecular terminal or in the molecular chain, miscibility with other resin
components is improved, and heat resistance of the substrate can be improved. Among these reactive functional groups,
a carboxy group, an amino group, and a hydroxy group are preferable from the viewpoint of adhesion to a copper foil.
[0137] Examples of the styrene elastomer include a styrene-butadiene copolymer such as a styrene-butadiene-styrene
block copolymer; a styrene-isoprene copolymer such as a styrene-isoprene-styrene block copolymer; a styrene-ethylene-
butylene-styrene block copolymer; and a styrene-ethylene-propylene-styrene block copolymer. As the raw material
monomer of the styrene elastomer, styrene derivatives such as α-methylstyrene, 3-methylstyrene, 4-propylstyrene, and
4-cyclohexylstyrene can be used in addition to styrene. Among these, a styrene-butadiene copolymer and a styrene-
isoprene copolymer are preferable, and hydrogenated styrene-based thermoplastic elastomers such as a hydrogenated
styrene-butadiene copolymer resin and a hydrogenated styrene-isoprene copolymer resin, obtained by hydrogenating
the double bond portion of these copolymers are more preferable.

[(G) Curing Accelerator]

[0138] The thermosetting resin composition may further contain a curing accelerator (G) from the viewpoint of accel-
erating the curing reaction.
[0139] Examples of the curing accelerator (G) include organophosphorus compounds such as triphenylphosphine;
imidazoles and derivatives thereof; nitrogen-containing compounds such as secondary amines, tertiary amines, and
quaternary ammonium salts; organic peroxides such as dicumyl peroxide, 2,5-dimethyl-2,5-bis(t-butylperoxy)hexyne-3,
2,5-dimethyl-2,5-bis(t-butylperoxy)hexane, and α,α’-bis(t-butylperoxy)diisopropylbenzene; and organometallic salts
such as zinc naphthenate, cobalt naphthenate, tin octylate, and cobalt octylate. Among these, organic phosphorus
compounds are preferable.
[0140] One of the curing accelerators (G) may be used singly or two or more thereof may be used in combination.

(Content of Each Component in Thermosetting Resin Composition)

[0141] The content of each component in the thermosetting resin composition is not particularly limited, and can be,
for example, in the range described below.
[0142] When the thermosetting resin composition contains the component (A), the content thereof is preferably 10 to
90 parts by mass, more preferably 20 to 85 parts by mass, and still more preferably 40 to 80 parts by mass, with respect
to 100 parts by mass of the total amount of the resin components contained in the thermosetting resin composition.
When the content of the component (A) is equal to or greater than the lower limit value, heat resistance, relative permittivity,
glass transition temperature, and low thermal expansion tend to be excellent. On the other hand, when the content is
equal to or less than the upper limit value, flowability and moldability tend to be excellent.
[0143] When the thermosetting resin composition contains the component (B), the content thereof is preferably 5 to
50 parts by mass, more preferably 10 to 40 parts by mass, and still more preferably 20 to 35 parts by mass, with respect
to 100 parts by mass of the total amount of the resin components contained in the thermosetting resin composition.
When the content of the component (B) is equal to or greater than the lower limit value, heat resistance, glass transition
temperature, and low thermal expansion tend to be excellent. On the other hand, when the content is equal to or lower
than the upper limit value, heat resistance, relative permittivity, glass transition temperature, and low thermal expansion
tend to be excellent.
[0144] When the thermosetting resin composition contains the component (C), the content thereof is preferably 2 to
40 parts by mass, more preferably 5 to 35 parts by mass, and still more preferably 10 to 30 parts by mass, with respect
to 100 parts by mass of the total amount of the resin components contained in the thermosetting resin composition.
When the content of the component (C) is equal to or greater than the lower limit value, heat resistance and relative
permittivity tend to be excellent. On the other hand, when the content is equal to or lower than the upper limit value, heat
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resistance, copper foil adhesion, and low thermal expansion tend to be excellent.
[0145] When the thermosetting resin composition contains the component (D), the content thereof is preferably 30 to
200 parts by mass, more preferably 40 to 150 parts by mass, and still more preferably 45 to 120 parts by mass, with
respect to 100 parts by mass of the total amount of the resin components contained in the thermosetting resin composition.
When the content of the component (D) is equal to or greater than the lower limit value, low thermal expansion tends to
be excellent. On the other hand, when the content is equal to or less than the upper limit value, heat resistance, flowability,
and moldability tend to be excellent.
[0146] When the thermosetting resin composition contains the component (E), the content thereof is preferably 0.1 to
10 parts by mass, more preferably 0.5 to 5 parts by mass, and still more preferably 1 to 3 parts by mass, with respect
to 100 parts by mass of the total amount of the resin components contained in the thermosetting resin composition.
When the content of the component (E) is equal to or greater than the lower limit value, copper foil adhesion and low
thermal expansion tend to be excellent. On the other hand, when the content is equal to or less than the upper limit
value, heat resistance tends to be excellent.
[0147] When the thermosetting resin composition contains the component (F), the content thereof is preferably 2 to
30 parts by mass, more preferably 5 to 20 parts by mass, and still more preferably 7 to 15 parts by mass, with respect
to 100 parts by mass of the total amount of the resin components contained in the thermosetting resin composition.
When the content of the component (F) is equal to or greater than the lower limit value, relative permittivity tends to be
excellent. On the other hand, when the content is equal to or lower than the upper limit value, heat resistance and copper
foil adhesion tend to be excellent.
[0148] When the thermosetting resin composition contains the component (G), the content thereof is preferably 0.05
to 5 parts by mass, more preferably 0.1 to 3 parts by mass, and still more preferably 0.2 to 1 part by mass, with respect
to 100 parts by mass of the total amount of the resin components contained in the thermosetting resin composition.

(Other Components)

[0149] The thermosetting resin composition may further contain other components such as a flame retardant, a colorant,
an antioxidant, a reducing agent, an ultraviolet absorber, a fluorescent brightener, an adhesion improver, and an organic
filler, as long as the effects of the present invention are not impaired. One of these components may be used singly or
two or more thereof may be used in combination.

[Method for Producing Prepreg]

[0150] When the insulating layer is formed by curing a prepreg, the prepreg can be produced, for example, by impreg-
nating or coating the sheet-shaped reinforcing substrate with the thermosetting resin composition and semicuring the
composition by heating or the like (for conversion into B-stage).
[0151] When the sheet-shaped reinforcing substrate is impregnated or coated with the thermosetting resin composition,
the thermosetting resin composition may be in a state of varnish diluted with an organic solvent such as methyl ethyl
ketone. The concentration of non-volatile components in the varnish is, for example, 40 to 80% by mass, and preferably
50 to 75% by mass.
[0152] The drying conditions after impregnation are not particularly limited, but the heating temperature is, for example,
120 to 200°C, preferably 140 to 180°C, and the heating time is, for example, 30 seconds to 30 minutes, preferably 1 to
10 minutes.
[0153] As the sheet-shaped reinforcing substrate for the prepreg, any well-known one that is used in laminates for
various electric insulating materials can be used. Examples of the material of the sheet-shaped reinforcing substrate
include natural fibers such as paper and cotton linter; inorganic fibers such as glass fibers and asbestos; organic fibers
such as aramid, polyimide, polyvinyl alcohol, polyester, tetrafluoroethylene, and acrylic; and mixtures thereof. Among
these, glass fibers are preferable from the viewpoint of flame retardancy. Examples of the glass fiber substrate include
a glass cloth using E glass, C glass, D glass, S glass, or the like, or a glass cloth obtained by bonding short fibers with
an organic binder; and a mixture of glass fibers and cellulose fibers. Among these, glass cloth using E glass is preferable.
[0154] These sheet-shaped reinforcing substrates have various shapes of, for example, woven fabric, nonwoven
fabric, roving, chopped strand mat, and surfacing mat. The material and the shape can be selected depending on the
use and the performance of the intended molded article, and one alone or, as needed, two or more kinds of materials
and shapes can be used either singly or as combined.
[0155] The thickness of the prepreg is preferably 0.01 to 0.5 mm, more preferably 0.02 to 0.3 mm, and still more
preferably 0.05 to 0.2 mm, from the viewpoint of moldability and enabling high-density wiring.
[0156] The thickness of the insulating layer included in the copper-clad laminate is preferably 0.01 to 0.5 mm, more
preferably 0.02 to 0.3 mm, and still more preferably 0.05 to 0.2 mm, from the viewpoint of moldability and enabling high-
density wiring.
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[Method for Producing Copper-Clad Laminate]

[0157] The method for producing a copper-clad laminate of the present embodiment is a method for producing a
copper-clad laminate, in which the insulating layer is a layer obtained by curing a prepreg containing a thermosetting
resin, and the method includes heating the prepreg or the insulating layer obtained by curing the prepreg and the surface-
treated copper foil (I) at 210°C or higher in a state where the prepreg or the insulating layer and the surface-treated
copper foil (I) are bonded to each other.
[0158] The "step of heating at 210°C or higher" means that the product temperature (that is, the laminate obtained by
bonding the insulating layer and the surface-treated copper foil (I)) is 210°C or higher. In order to set the product
temperature to 210°C or higher, for example, the heating device to be used may be set to 210°C or higher.
[0159] The heating temperature in the heating step is more preferably 215°C or higher, and still more preferably 220°C
or higher, from the viewpoint of improving productivity. In addition, the heating temperature is preferably 300°C or lower,
and more preferably 250°C or lower, from the viewpoint of causing a uniform curing reaction.
[0160] Regarding the molding condition for the laminate, any known molding method for laminates and multilayer
plates for electric insulating materials may be employed. As the molding machine, for example, a multistage press, a
multistage vacuum press, a continuous molding machine, an autoclave molding machine or the like may be used for
molding under the conditions of a pressure of 0.2 to 10 MPa and a heating time of 0.1 to 5 hours at the above-mentioned
heating temperature.

[Printed Wiring Board]

[0161] The printed wiring board of the present embodiment is a printed wiring board using the copper-clad laminate
of the present embodiment.
[0162] The printed wiring board of the present embodiment can be produced by subjecting the copper foil of the copper-
clad laminate to circuit processing. The circuit processing can be performed by, for example, forming a resist pattern on
the surface of the copper foil, removing unnecessary portions of the copper foil by etching, removing the resist pattern,
forming necessary through holes by drilling, forming a resist pattern again, performing plating for electroconduction to
the through holes, and finally removing the resist pattern. The step of laminating a copper-clad laminate on the surface
of the obtained printed wiring board under the same conditions as described above and the step of circuit processing
are repeated a required number of times to obtain a multilayer printed wiring board.

[Semiconductor Package]

[0163] The semiconductor package of the present embodiment includes a semiconductor element mounted on the
printed wiring board of the present embodiment. The semiconductor package of the present embodiment can be man-
ufactured by mounting a semiconductor chip, a memory, and the like at a predetermined position of the printed wiring
board of the present embodiment.

Examples

[0164] Next, the present invention will be described in more detail with reference to the following examples, but these
examples are not intended to limit the present invention in any way.

[Evaluation methods]

<Blister resistance>

[0165] Using a four-layered copper-clad laminate produced in each Example, the highest achieving temperature was
set to 266°C, the four-layered copper-clad laminate was allowed to flow for 50 seconds in a constant temperature bath
environment of 260°C or higher as one cycle, the number of cycles until the occurrence of blisters was visually confirmed
was determined, and evaluation was performed based on the following criteria. A larger number of cycles indicates more
excellent heat resistance.

(Evaluation criteria)

[0166]

A: More than 20 times
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B: More than 15 times and 20 times or less
C: More than 5 times and 15 times or less
D: More than 3 times and 5 times or less
E: 2 times or more and 3 times or less
F: 1 time or less

Production Example 1

(Preparation of prepreg A)

[0167] In preparing the prepreg A, the following components were prepared.
[0168] Component (A): a solution of a maleimide compound produced by the following method
[0169] 19.2 g of 4,4’-diaminodiphenylmethane, 174.0 g of bis(4-maleimidephenyl)methane, 6.6 g of p-aminophenol,
and 330.0 g of dimethylacetamide were put in a reactor equipped with a thermometer, a stirrer and a water metering
device with a reflux condenser tube and having a volume of 1 L, and reacted therein at 100°C for 2 hours to give a
dimethylacetamide solution of a maleimide compound having an acidic substituent and an N-substituted maleimide
group (Mw = 1,370) as a modified maleimide compound. This was used as the component (A).
[0170] The weight average molecular weight (Mw) was determined through gel permeation chromatography (GPC)
with a standard polystyrene-equivalent calibration curve. The calibration curve was approximated in a cubic equation
using standard polystyrene: TSK standard POLYSTYRENE (Type: A-2500, A-5000, F-1, F-2, F-4, F-10, F-20, F-40)
(manufactured by Tosoh Corporation).
The GPC condition is shown below.

Apparatus: (Pump: Model: L-6200 [manufactured by Hitachi High-Tech Corporation]),
(Detector: Model: L-3300 RI [manufactured by Hitachi High-Tech Corporation]),
(Column oven: L-655A-52 [manufactured by Hitachi High-Tech Corporation])
Columns: TSKgel Super HZ2000 + TSKgel Super HZ2300 (all manufactured by Tosoh Corporation)
Column Size: 6.0 3 40 mm (guard column), 7.8 3 300 mm (column) Eluent: tetrahydrofuran
Sample Concentration: 20 mg/5 mL
Injection Amount: 10 mL
Flow Rate: 0.5 mL/min
Measurement Temperature: 40°C

[0171]

Component (B): Cresol novolak type epoxy resin "EPICLON (registered trademark) N-673" (manufactured by DIC
Corporation)
Component (C): "SMA (registered trademark) EF40" (styrene/maleic anhydride molar ratio = 4, Mw = 11,000, man-
ufactured by Cray Valley Corporation)
Component (D): Fused silica treated with an aminosilane coupling agent, average particle diameter: 1.9 mm, specific
surface area: 5.8 m2/g
Component (E): Dicyandiamide

[0172] Next, 45 parts by mass of the component (A), 30 parts by mass of the component (B), 25 parts by mass of the
component (C), 50 parts by mass of the component (D) with respect to 100 parts by mass of the total amount of the
resin components [the sum total of the components (A) to (C)], and 2 parts by mass of the component (E) with respect
to 100 parts by mass of the total amount of the resin components described above were blended, and methyl ethyl
ketone was further added so that the non-volatile content of the solution was 67% by mass to prepare a resin varnish.
The blending amount of each component described above is a part by mass of a solid content, and in the case of a
solution (excluding an organic solvent) or a dispersion, the blending amount is an amount in terms of a solid content.
[0173] The resultant resin varnish was impregnated into a glass cloth (thickness: 0.1 mm) of IPC Standard #3313,
and dried at 160°C for 4 minutes to obtain prepreg A.

Production Example 2

(Preparation of prepreg B)

[0174] In preparing the prepreg B, the following components were prepared. Component (A): a solution of a modified
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maleimide compound produced by the following method
[0175] In a reactor capable of heating and cooling equipped with a thermometer, a stirrer, and a water metering device
with a reflux condenser tube and having a volume of 2 L, 15.9 g of diamine-modified siloxane at both ends (trade name:
X-22-161A, manufactured by Shin-Etsu Chemical Co., Ltd.), 28.6 g of 3,3’-diethyl-4,4’-diaminodiphenylmethane, 280.5
g of bis(4-maleimidophenyl)methane, and 200.0 g of propylene glycol monomethyl ether were added and reacted at
126°C for 5 hours under reflux to obtain a solution of a modified maleimide compound.
[0176]

Component (C): "SMA (registered trademark) EF80" (styrene/maleic anhydride molar ratio = 8, manufactured by
Sartomer)
Component (D): Spherical fused silica (average particle diameter: 0.5 pm)
Component (F): "Tuftec M1913" (carboxylic acid modified hydrogenated styrene-butadiene copolymer resin) (styrene
amount: 30% by mass) (manufactured by Asahi Kasei Chemicals Corporation)
Component (G): Tetraphenylphosphonium Tetra-p-tolylborate
Component (H): PX-200: aromatic phosphate (phosphorus content: 9% by mass) (manufactured by Daihachi Chem-
ical Industry Co., Ltd.)

[0177] 80 parts by mass of the component (A), 10 parts by mass of the component (C), 10 parts by mass of the
component (F), 2 parts by mass of the component (H) with respect to 100 parts by mass of the total amount of the resin
components [the sum total of the component (A), the component (C), and the component (F)], 0.5 parts by mass of the
component (G) with respect to 100 parts by mass of the total amount of the resin components described above, and
100 parts by mass of the component (D) with respect to 100 parts by mass of the total amount of the resin components
described above were blended, and toluene was further added so that the non-volatile content of the solution was 60%
by mass to prepare a resin varnish. The blending amount of each component described above is a part by mass of a
solid content, and in the case of a solution (excluding an organic solvent) or a dispersion, the blending amount is an
amount in terms of a solid content.
[0178] The resultant resin varnish was impregnated into a glass cloth (thickness: 0.1 mm) of IPC Standard #3313,
and dried at 160°C for 4 minutes to obtain prepreg B.

Examples 1 to 7 and Comparative Examples 1 to 4

[0179] The prepregs produced in each production example and the copper foil shown in Table 1 were combined as
shown in Table 2, and a four-layered copper-clad laminate was produced by the following method.
[0180] The copper foil shown in Table 1 is obtained by subjecting one surface thereof to heat resistance treatment,
chromate treatment, and silane coupling agent treatment.

(Production of Four-Layered Copper-Clad Laminate)

[0181] The copper foil shown in Table 2 was laminated one by one on both sides of the prepreg (one sheet) shown
in Table 2 so that the metal-treated layer was on the prepreg side, and the copper foil laminate was subjected to heating
and press molding for 90 minutes under the conditions of a temperature of 225°C and a pressure of 25 kgf/cm2 (2.45
MPa) to produce a double-sided copper-clad laminate. Next, inner layer adhesion treatment (MULTIBOND 100 (man-
ufactured by McDermid Performance Solutions Japan K.K.) treatment) was performed on the copper foil surfaces of
both sides of the double-sided copper-clad laminate.
[0182] Subsequently, the prepregs were stacked one by one on the copper foils on both sides of the double-sided
copper-clad laminate, and further, the copper foils shown in Table 2 were stacked one by one on the prepregs such that
the metal-treated layer was on the prepreg side. Thereafter, the copper-clad laminate was subjected to heating and
press molding at a temperature of 225°C and a pressure of 25 kgf/cm2 (2.45 MPa) for 90 minutes to produce a four-
layered copper-clad laminate. The four-layered copper-clad laminate was evaluated for blister resistance according to
the method described above.

Table 1

Thickness (pm)
Content of each element in metal-treated layer (mg/dm2)

Zn Ni Co Mo

Copper foil 1 12 110 150 0 0

Copper foil 2 12 100 170 0 0
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(continued)

Thickness (pm)
Content of each element in metal-treated layer (mg/dm2)

Zn Ni Co Mo

Copper foil 3 12 40 0 250 130

Copper foil 4 12 180 0 0 0

Copper foil 5 12 100 210 0 0

Copper foil 6 12 50 140 0 0

Copper foil 7 12 2640 180 0 0

Copper foil 8 12 4780 120 0 0

Copper foil 9 12 3310 60 0 0

*The content of each element in the metal-treated layer is a value measured by fluorescent X-ray analysis (manu-
factured by Rigaku Corporation, trade name: ZSX Primus II).
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[0183] Table 2 shows that the copper-clad laminates of Examples 1 to 7 using the surface-treated copper foil (I) of
the present embodiment are excellent in blister resistance. On the other hand, the copper-clad laminates of Comparative
Examples 1 to 4 using the copper foils having a zinc content exceeding 2,500 mg/dm2 in the metal-treated layer had
poor blister resistance.

Claims

1. A copper-clad laminate comprising an insulating layer containing a resin and a copper foil arranged on at least one
surface of the insulating layer, wherein the copper foil is a surface-treated copper foil having a metal-treated layer
containing zinc, and a content of zinc in the metal-treated layer is 10 to 2,500 mg/dm2.

2. The copper-clad laminate according to claim 1, wherein the metal-treated layer further contains one or more metals
selected from the group consisting of nickel, cobalt, and molybdenum.

3. The copper-clad laminate according to claim 2, wherein a total content of one or more metals selected from the
group consisting of nickel, cobalt, and molybdenum in the metal-treated layer is 10 to 2,500 mg/dm2.

4. The copper-clad laminate according to any one of claims 1 to 3, wherein the metal-treated layer further contains
nickel, and a content of nickel in the metal-treated layer is 10 to 500 mg/dm2.

5. The copper-clad laminate according to any one of claims 1 to 4, wherein the content of zinc in the metal-treated
layer is 20 to 500 mg/dm2.

6. The copper-clad laminate according to any one of claims 1 to 5, wherein the surface-treated copper foil is obtained
by subjecting one surface or both surfaces of a copper foil to heat resistance treatment, chromate treatment, and
silane coupling agent treatment.

7. A method for producing the copper-clad laminate according to any one of claims 1 to 6, wherein the insulating layer
is a layer obtained by curing a prepreg containing a thermosetting resin, and the method comprises heating the
prepreg or the insulating layer obtained by curing the prepreg and the surface-treated copper foil at 210°C or higher
in a state where the prepreg or the insulating layer obtained by curing the prepreg and the surface-treated copper
foil are bonded to each other.

8. A printed wiring board comprising the copper-clad laminate according to any one of claims 1 to 6.

9. A semiconductor package comprising a semiconductor element mounted on the printed wiring board according to
claim 8.
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