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Description

TECHNICAL FIELD

[0001] The present invention relates to an organic silica film and a method for forming the same, an insulating-film-
forming composition for a semiconductor device and a method for producing the same, a wiring structure, and a semi-
conductor device.

BACKGROUND ART

[0002] Silica (SiO2) films formed by a vacuum process such as a CVD method are abundantly used as an interlayer
dielectric of semiconductor devices in large scale integrated circuits (LSI), and the like. In order to form a semiconductor
interlayer dielectric with a more uniform film thickness, a coating-type insulating film, called an SOG (spin on glass),
which contains an alkoxysilane hydrolyzate as a major component, has been used in recent years. Moreover, along with
high integration of LSI, an interlayer dielectric with a low relative dielectric constant in which an organic silica sol such
as MSQ (methylsilsesquioxane) is used as a major component has also been developed (United States Patent No.
6,235,101, United States Patent No. 6,413,647, and United States Patent No, 6,495,264).
[0003] The organic silica sol can be cured by a dehydration condensation reaction of silanol groups contained in the
sol by heating at 350 to 500°C, to produce an insulating film having a low relative dielectric constant, mechanical
properties, and chemical resistance suitable for semiconductor devices. However, since this reaction of the organic silica
sol is a solid phase reaction, the dehydration condensation proceeds only with difficulty due to diffusion restriction,
requiring a long heating time of at least about 30 minutes, and usually one hour. A batch heating furnace which can heat
many (usually 50 to 150) wafers at once for a long period of time is used for processing a spin-on interlayer dielectric
with a low relative dielectric constant. However, the semiconductor device which mainly needs an interlayer dielectric
with a low relative dielectric constant is in the logic device field, in which the device wiring manufacturing process is
shifting to a sheet-feed process to produce wafers one by one in a short time. Since ASICs and custom ICs which are
in the mainstream of the logic device are produced in high-mix low-volume production, a sheet-feed process is mainly
used in order to promote freedom of the manufacturing process.
[0004] As a method for curing a composition for forming an interlayer dielectric with a low relative dielectric constant,
which uses organic silica sol as a major component in a short time, and improving the strength, a method using electron
beams has been proposed (United States Patent No. 6,204,201 and European Patent No. 1,122,770). The method is
characterized by positively decomposing and activating the organic groups in the organic silica film and introducing new
crosslinking of Si-CHx-Si and the like, in addition to causing a silanol condensation reaction to occur by simultaneous
heating and electron beam irradiation. Use of electron beams makes it possible to produce films with only minimal
moisture absorption and having excellent mechanical properties, usually within five minutes, and to process wafers by
a sheet-feed process. On the other hand, there is a concern that electron beam irradiation may accumulate electric
charges which damage the transistor structure in LSIs. Thus, there are pros and cons in curing the composition for
forming an interlayer dielectric with a low relative dielectric constant using electron beams (E. Mickler et al. Proceedings
of the International Interconnect Technology Conference, p190, 2004, Miyajima, et al. Proceedings of the International
Interconnect Technology Conference, p222, 2004).
[0005] Besides the electron beams, ultraviolet radiation may be another candidate to be used in a method of curing
a composition for forming an interlayer dielectric with a low relative dielectric constant which uses organic silica sol as
a major component in a short time. The point of discussion is once changed to technologies other than the interlayer
dielectric for LSIs. A photo sol-gel technology of gelling silica sol in which the condensation reaction of silanol and
alkoxide is accelerated by adding a photoacid generator or a photobase generator, which generates an acid or a base
by ultraviolet irradiation to silica sol and alkoxysilane, is known and applied to optical waveguide formation and the like
(JP-A-2000-109695, etc.) A silica film produced by curing using such a photoacid generator or a photobase generator
generally contains a large amount of silanol residue and is highly hygroscopic. As a result, the film has a high relative
dielectric constant. The moisture absorption by silanol residue can be reduced by heating the gel obtained by ultraviolet
irradiation at about 250 to 500°C for a period longer than a specific period of time (usually 30 minutes or more). This
method is no more than the above-mentioned method of curing the silica film by heating. In addition, in the composition
containing such a photoacid generator or a photobase generator, the photoacid generator or photobase generator and
the acids and bases produced therefrom act as charged carriers which cause problems such as impairing insulation
and deteriorating wiring metals. Such a composition, therefore, cannot satisfy qualities of the insulation film of semicon-
ductor devices for LSIs in which high insulation reliability is required.
[0006] Due to the excellent transparency to ultraviolet radiation, the siloxane compound has also been studied as a
main skeleton of F2 photoresist which uses ultraviolet radiation at a wavelength of 157 nm. Although siloxane is used
as a backbone, the technology basically applies the principle of chemical amplification photoresist with which KrF and
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ArF light sources are also used. That is, ultraviolet radiation is used not for promoting the crosslinking reaction of the
silica sol, but for causing the photoacid generator to generate an acid. The acid cleaves chemical bonds and produces
a functional group such as a carboxylic acid which is readily dissolved in a basic developer. This technology does not
promote the crosslinking reaction of the silica sol using ultraviolet radiation.
[0007] Since the surface of an organic silica film cured with heat, electron beams, or the like is hydrophobic, such a
surface is treated with ultraviolet radiation with an objective of improving the hydrophobic properties (United States
Patent 6,383,913, JP-A-63-248710, JP-A-63-289939, JP-B-8-29932, JP-A-2001-110802, and etc.). According to these
methods, the pole surface of an organic silica film is oxidized with ozone generated by irradiating the film with ultraviolet
rays in the air, whereby the hydrophobic surface is reformed to the hydrophilic surface which is more reactive with silanol
and the like. The reforming is mainly carried out in order to increase adhesiveness with a film which is formed on the
upper layer.
[0008] As described above, technology of applying a polysiloxane resin solution or an organic silica sol solution to a
substrate and applying ultraviolet radiation after forming a film has been widely studied. However, few technologies are
reported involving the use of ultraviolet radiation for curing organic silica sol in order to form an interlayer dielectric of
semiconductor devices for LSI. A few examples are disclosed in JP-A-3-30427, JP-A-1-194980, WO 03/025994, and
US-A-2004/0058090.
[0009] JP-A-3-30427 discloses a technology of obtaining a silicon dioxide film at a low temperature by applying a
solution of tetraalkoxysilane (for example, tetraethoxysilane (TEOS)) in collodion to a semiconductor substrate and
applying ultraviolet radiation under a nitrogen atmosphere. This technology is characterized by fixing highly volatile
TEOS by collodion and promoting decomposition of collodion and the dehydration-condensation of TEOS by ultraviolet
radiation. JP-A-1-194980 discloses a technology in which an organosiloxane resin is applied to a substrate and subjected
to ultraviolet radiation with a main wavelength of 254 nm with heating at 200°C or less, the surface of the organosiloxane
film is oxidized by ozone produced by application of ultraviolet radiation, and the organosiloxane film is heated at 400°C
or more, particularly about 900°C, to obtain a densified silicon dioxide film.
[0010] On the other hand, WO 03/025994 and US-A-2004/0058090 disclose a method of curing HSQ (hydrogenated
silsesquioxane) or MSQ by ultraviolet radiation. In this method, active oxygen (for example, ozone) generated in the
system by irradiating HSQ or HSQ/MSQ condensate in the presence of oxygen promotes oxidation of Si-H in the HSQ
to form a silica film with many SiO2 bonds. These documents outline that the technique is effective also for MSQ and
the presence of oxygen is more effective for curing, and that formation of SiO2 bonds by active oxygen is thought to be
the main mechanism of the crosslinking reaction. Thus, it is difficult for the other curing methods to form SiO2 bonds in
such a short period of time. The use of ultraviolet radiation is one of the technical features of this method. However, due
to the increased number of SiO2 bonds, which results in a film with high modulus of elasticity and high hardness on the
one hand, the silica film produced by this method has a problem of producing a film with high hydrophilicity which
increases the moisture absorption and relative dielectric constant. Generally, a film with high hygroscopicity is easily
damaged by RIE (reactive ion etching) at the time of processing the interlayer dielectric for semiconductor devices and
has poor resistance to a wet cleaning liquid. This tendency is particularly remarkable in the case of an interlayer dielectric
with a low relative dielectric constant of k = 2.5 or less in which the insulation film itself has a porous structure. Therefore,

(a) an organic silica sol composition curable in a short time, not containing ionic substances such as a photoacid
generator, a photobase generator, and a photosensitizer, or a source of a charge carrier or a corrosive compound,
(b) a method for curing an organic silica film which can be processed by a sheet-feed process without damaging
the transistor structure,
(c) an organic silica film having low hygroscopicity and high hydrophobicity, and
(d) an organic silica film having mechanical properties resistive to formation of a copper damascene structure

are desired for forming an interlayer dielectric with a low relative dielectric constant used in semiconductor devices for LSI.
[0011] The organic silica sol composition for forming an insulation film with a low relative dielectric constant for sem-
iconductor devices is usually formulated so as to exhibit a high modulus of elasticity after heat curing, taking the yield
when producing a dynamic stress such as CMP (chemical mechanical polishing), packaging, and the like into consid-
eration (for example, United States Patent No.6,495,264). Specifically, an absolute crosslink density of the silica film
can be increased by increasing the amount of tetra-functional silane compounds (hereinafter referred to from time to
time as "Q component") in the organic silica to 40 mol% or more. The crosslink density is increased by increasing the
amount of the Q component and a film with a high modulus of elasticity and hardness can be obtained. However, it is
difficult to completely react the crosslinking part (silanol) possessed by the Q component. Use of too large an amount
of the Q component increases silanol residue after heat curing, resulting in hydrophilic and high hygroscopic film. In
order to compensate this weak point, a method of reducing the absolute amount of silanols in the sol by producing a sol
with a high degree of condensation by carrying out the co-condensation reaction with an alkoxysilane having a hydro-
phobic group such as methyltrialkoxysilane usually in the presence of a basic catalyst (such as ammonia and tetraalkyl-
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hydroxyammonium) (United States Patent No. 6,413,647), and a method of additionally processing the high condensation
sol by a hydrophobic treatment (JP-A-2004-59737 and JP-A-2004-149714) have been proposed. The organic silica sol
containing a large amount of such a Q component still does not necessarily exhibit sufficient RIE resistance and wet
cleaning liquid resistance.
[0012] The inventors of the invention have previously proposed a method for producing a polymer by co-condensation
of a polysiloxane derived from a silane monomer containing a hydrolyzable group and a polycarbosilane by reacting the
hydrolyzable group-containing silane monomer in the presence of the polycarbosilane, and a method for producing a
hybrid polymer film having a low relative dielectric constant and exhibiting no phase separation in the film by using a
film-forming composition containing this polymer (WO 2005/068538). However, the hybrid polymer film may be inferior
in modulus of elasticity and anti-crack properties in the film thickness beyond 1 micrometer to a silica film formed using
a composition containing the Q component as a main raw material.
[0013] Further, EP 1746122 A1 discloses a method for forming organic silica film, organic silica film, wiring structure,
semiconductor device, and composition for film formation.

DISCLOSURE OF THE INVENTION

[0014] An object of the invention is to provide an insulating-film-forming composition for a semiconductor device which
can form an insulation film possessing both mechanical properties and etching resistance (for example, RIE resistance
during dry etching, chemical resistance during wet etching, etc.), a method for producing the composition, an organic
silica film obtained by using the composition, and a method for forming the organic silica film.
[0015] Another object of the invention is to provide a composition capable of forming an insulation film with a low
relative dielectric constant which is suitably used for producing a semiconductor device for LSI for which high integration
and multilayering are desired, and requiring only a reduced heating time by irradiation with ultraviolet rays, a method for
producing the composition, an organic silica film obtained by using the composition, and a method for forming the organic
silica film.
[0016] A further object of the invention is to provide a wiring structure including the organic silica film obtained by the
above method for forming an organic silica film and a semiconductor device including the wiring structure.
[0017] The insulating-film-forming composition for a semiconductor device according to one aspect of the invention
comprises an organic silica sol with a carbon atom content of 11 to 17 atom % and an organic solvent. The organic silica
sol comprises a hydrolysis-condensation product P1 and a hydrolysis-condensation product P2. The hydrolysis-con-
densation product P1 is obtained by hydrolyzing and condensing (A) a silane monomer comprising a hydrolyzable group
and (B) a polycarbosilane comprising a hydrolyzable group in the presence of (C) a basic catalyst, and the hydrolysis-
condensation product P2 is obtained by hydrolyzing and condensing (D) a silane monomer comprising a hydrolyzable
group.
[0018] In the insulating-film-forming composition for a semiconductor device, the (A) silane monomer comprising a
hydrolyzable group may be at least one silane compound selected from the group consisting of compounds of the
following formulas (1) to (3),

RaSi(OR1)4-a (1)

wherein R represents a hydrogen atom, a fluorine atom, or a monovalent organic group, R1 represents a monovalent
organic group, and a represents 1 or 2,

Si(OR2)4 (2)

wherein R2 represents a monovalent organic group, and

R3
b(R4O)3-bSi-(R7)d-Si(OR5)3-cR6

c (3)

wherein R3 to R6 individually represent monovalent organic groups, b and c individually represent integers from 0 to 2,
R7 represents an oxygen atom, a phenylene group, or a group -(CH2)m- (wherein m represents an integer from 1 to 6),
and d represents 0 or 1.
[0019] The proportion of the compound shown by the above formula (2) in the (A) silane monomer comprising a
hydrolyzable group may be 40 mol% or less.
[0020] In the insulating-film-forming composition for a semiconductor device, the (A) silane monomer comprising a
hydrolyzable group may be at least one compound selected from the group consisting of compounds of the above
formula (1) and compounds of the above formula (3).
[0021] In the insulating-film-forming composition for a semiconductor device, the (A) silane monomer comprising a
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hydrolyzable group may include a compound of the compounds of the above formula (1). In this instance, at least one
compound of the above formula (1) may be included, and the proportion of the compound having a = 1 in the above
formula (1) in the compounds shown by the above formula (1) may be 60 mass% or more.
[0022] In the above insulating-film-forming composition for a semiconductor device, the above hydrolysis-condensation
product P1 may comprise no site in which one silicon atom is substituted with four oxygen atoms.
[0023] In the above insulating-film-forming composition for a semiconductor device, the organic silica sol may comprise
the hydrolysis-condensation product P1 and the hydrolysis-condensation product P2 in a proportion satisfying the rela-
tionship of P1/(P1+P2) ≥ 0.50 (mass ratio).
[0024] In the insulating-film-forming composition for a semiconductor device, the (B) polycarbosilane comprising a
hydrolyzable group may have a structural unit shown by the following formula (4),

wherein R8 represents a group selected from the group consisting of a hydrogen atom, a halogen atom, a hydroxyl
group, an alkoxy group, an acyloxy group, a sulfone group, a methanesulfone group, a trifluoromethanesulfone group,
an alkyl group, an aryl group, an allyl group, and a glycidyl group, R9 represents a group selected from the group
consisting of a halogen atom, a hydroxyl group, an alkoxy group, an acyloxy group, a sulfone group, a methanesulfone
group, a trifluoromethanesulfone group, an alkyl group, an aryl group, an allyl group, and a glycidyl group, R10 and R11

individually represent a group selected from the group consisting of a halogen atom, a hydroxyl group, an alkoxy group,
an acyloxy group, a sulfone group, a methanesulfone group, a trifluoromethanesulfone group, an alkyl group having 2
to 6 carbon atoms, an aryl group, an allyl group, and a glycidyl group, R12 to R14 individually represent a substituted or
unsubstituted methylene group, an alkylene group, an alkenylene group, an alkynylene group, or an arylene group, and
e, f, and g individually represent an integer from 0 to 10,000, provided that 5<e+f+g<10,000 is satisfied.
[0025] In the above insulating-film-forming composition for a semiconductor device, the (D) silane monomer comprising
a hydrolyzable group may be at least one compound selected from the group consisting of the compound of the following
formula (5), the compound of the following formula (6), the compound of the following formula (7), and the compound
of the following formula (8),

R15Si(OR16)3 (5)

wherein R15 and R16 individually represent an alkyl group or an aryl group,

Si(OR17)4 (6)

wherein R17 represents an alkyl group or an aryl group,

(R18)2Si(OR19)2 (7)

wherein R18 represents an alkyl group or an aryl group, and R19 represents an alkyl group or an aryl group, and

R21
b(R22O)3-bSi-(R25)d-Si(OR23)3-cR24

c (8)

wherein R21 to R24 individually represent an alkyl group or an aryl group, b and c individually represent an integer from
0 to 2, R25 represents an oxygen atom, a phenylene group, or a group -(CH2)m- (wherein m represents an integer from
1 to 6), and d represents 0 or 1.
[0026] In this instance, the (D) silane monomer comprising a hydrolyzable group may comprise 10 to 60 mol% of the
compound shown by the above formula (5) and 40 to 90 mol% of the compound shown by the above formula (6).
[0027] In the above insulating-film-forming composition for a semiconductor device, the weight average molecular



EP 1 981 074 B1

6

5

10

15

20

25

30

35

40

45

50

55

weight of the hydrolysis-condensation product P2 may be larger than the weight average molecular weight of the hy-
drolysis-condensation product P1.
[0028] The above insulating-film-forming composition for a semiconductor device may not comprise a reaction accel-
erator responsive to ultraviolet radiation. In this instance, the reaction accelerator may be one of, or a combination of
two or more of, a reaction initiator, an acid generator, a base generator, and a photosensitizer having a ultraviolet
absorption function.
[0029] The method for producing an insulating-film-forming composition for a semiconductor device according to one
aspect of the invention is a method of producing the above-mentioned insulating-film-forming composition for a semi-
conductor device. The method comprises forming a hydrolysis-condensation product P1 by hydrolyzing and condensing
(A) a silane monomer comprising a hydrolyzable group and (B) a polycarbosilane comprising a hydrolyzable group in
the presence of (C) a basic catalyst, and forming a hydrolysis-condensation product P2 by hydrolyzing and condensing
(D) a silane monomer comprising a hydrolyzable group.
[0030] The method for producing an organic silica film of one aspect of the invention comprises applying the above
insulating-film-forming composition for a semiconductor device to a substrate to form a coating and irradiating the coating
with ultraviolet rays to cure the coating.
[0031] In the above method of forming an organic silica film, the ultraviolet radiation may have a wavelength of 250
nm or less.
[0032] In the above method of forming an organic silica film, the coating may be heated while applying the ultraviolet
radiation.
[0033] In the above method of forming an organic silica film, the heating temperature may be 300 to 450°C.
[0034] In the above method of forming an organic silica film, the ultraviolet radiation may be applied in the absence
of oxygen.
[0035] The organic silica film of one aspect of the invention is obtained by the above method of forming an organic
silica film and has a relative dielectric constant of 1.5 to 3.5 and a film density of 0.7 to 1.3 g/cm3.
[0036] A wiring structure of one aspect of the invention comprises the above organic silica film as an interlayer dielectric .
[0037] The semiconductor device of one aspect of the invention comprises the above wiring structure.
[0038] Due to inclusion of the hydrolysis-condensation product P1 and the hydrolysis-condensation product P2, the
insulating-film-forming composition for a semiconductor device (hereinafter referred to from time to time as "film-forming
composition") can produce an insulating film having both excellent mechanical properties (for example, modulus of
elasticity and crack resistance) and excellent etching resistance (for example, dry etching (RIE) after film-forming and
chemical resistance during wet etching) and having a low relative dielectric constant and low hygroscopicity by applying
the film-forming composition to a substrate and curing the coating by heating or ultraviolet irradiation.

BEST MODE FOR CARRYING OUT THE INVENTION

[0039] The film-forming composition and the method for producing the same, the organic silica film and the method
for forming the same, the wiring structure using the organic silica film, and the semiconductor device including the wiring
structure according to one embodiment of the invention will be described below.

1. Film-forming-composition and method of producing the same

[0040] The film-forming composition according to one embodiment of the invention comprises an organic silica sol
and an organic solvent.
[0041] The method for producing a film-forming composition for a semiconductor device according to one embodiment
of the invention comprises forming a hydrolysis-condensation product P1 by hydrolyzing and condensing (A) a silane
monomer containing a hydrolyzable group and (B) a polycarbosilane containing a hydrolyzable group in the presence
of (C) a basic catalyst, and forming a hydrolysis-condensation product P2 by hydrolyzing and condensing (D) a silane
monomer containing a hydrolyzable group.
[0042] The details of each component of the film-forming composition for a semiconductor device according to one
embodiment of the invention are described below.

1.1. Organic silica sol

[0043] In the film-forming composition for a semiconductor device according to one embodiment of the invention, the
organic silica sol comprises the hydrolysis-condensation product P1 and the hydrolysis-condensation product P2. That
is, due to inclusion of the hydrolysis-condensation product P1 and the hydrolysis-condensation product P2 in the film-
forming composition for a semiconductor device according to one embodiment of the invention, a low dielectric constant
insulating film exhibiting both mechanical characteristics and etching resistance can be obtained by using the film-forming
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composition for a semiconductor device.
[0044] The weight average molecular weight of the hydrolysis-condensation product P2 is preferably larger than the
weight average molecular weight of the hydrolysis-condensation product P1. The weight average molecular weight of
the hydrolysis-condensation product P2 being larger than the weight average molecular weight of the hydrolysis-con-
densation product P1 makes it possible for the insulating film formed from the insulating-film-forming composition of the
invention to have more excellent mechanical characteristics (modulus of elasticity, crack resistance, etc.) than the films
obtained from a composition containing only the hydrolysis-condensation product P1 or a composition containing only
the hydrolysis-condensation product P2. The weight average molecular weight of the hydrolysis-condensation product
P2 is preferably 1.2 to 18 times, more preferably 1.5 to 10 times, and more preferably 2.0 to 5.0 times of the weight
average molecular weight of the hydrolysis-condensation product P1.
[0045] The mixing ratio of the hydrolysis-condensation product P1 and the hydrolysis-condensation product P1 pref-
erably satisfies the relationship P1/(P1+P2)≥0.5. The mixing ratio of the hydrolysis-condensation product P1 and the
hydrolysis-condensation product P2 satisfying the above relationship makes it possible for the insulating film to have as
excellent etching resistance as the film formed from a composition containing only the hydrolysis-condensation product
P1 and to have improved mechanical characteristics such as modulus of elasticity as excellent as the film made from a
composition containing only the hydrolysis-condensation product P1. The mixing ratio of the hydrolysis-condensation
product P1 and the hydrolysis-condensation product P2 more preferably satisfies the relationship P1/(P1+P2)≥0.6, and
still more preferably the relationship P1/(P1+P2)≥0.7.

1.1.1 Hydrolysis-condensation product P1

[0046] The hydrolysis-condensation product P1 can be obtained by hydrolysis and condensation of the (A) silane
monomer containing a hydrolyzable group (hereinafter referred to from time to time as "component (A)") and the (B)
polycarbosilane (hereinafter referred to from time to time as "component (B)") in the presence of the (C) basic catalyst.
[0047] The weight average molecular weight of the hydrolysis-condensation product P 1 is preferably 5,000 to 100,000,
and more preferably 10,000 to 50,000. If the weight average molecular weight of the hydrolysis-condensation product
P1 is larger than this range, particles are easily produced and pores in the organic silica film become too large. On the
other hand, if the weight average molecular weight of the hydrolysis-condensation product P1 is smaller than this range,
problems easily occur in coatabilty and storage stability.
[0048] The component (A) may be at least one silane compound (A-1) selected from the group consisting of compounds
of the following formulas (1) to (3),

RaSi(OR1)4-a (1)

wherein R represents a hydrogen atom, a fluorine atom, or a monovalent organic group, R1 represents a monovalent
organic group, and a represents an integer of 1 or 2,

Si(OR2)4 (2)

wherein R2 represents a monovalent organic group, and

R3
b(R4O)3-bSi-(R7)d-Si(OR5)3-cR6

c (3)

wherein R3 to R6 individually represent a monovalent organic group, b and c individually represent an integer from 0 to
2, R7 represents an oxygen atom, a phenylene group, or a group -(CH2)m- (wherein m represents an integer from 1 to
6), and d represents 0 or 1.
[0049] The component (A) may also be at least one compound (A-2) selected from the group consisting of compounds
of the above formula (1) and the compounds of the above formula (3).
[0050] When the component (A) is the compound (A-2), the hydrolysis-condensation product P1 preferably does not
have a site in which one silicon atom is substituted by four oxygen atoms. The statement "not have a site in which one
silicon atom is substituted by four oxygen atoms" can be confirmed by the absence of a peak in a range from -90 ppm
to -120 ppm in the observation by 29Si NMR analysis. The peak is deemed not to be observed in a range from -90 ppm
to -120 ppm by 29Si NMR analysis, if the total value of the integral of the peaks found in the range from -90 to -120 ppm
is less than 0.01, when the total value of the integral of the peaks found in 50 to -80 ppm is presumed to be 1. The peaks
in 50 to -80 ppm correspond to the component of the site in which one silicon atom is substituted by three or less oxygen
atoms.
[0051] In the film-forming composition according to one embodiment of the invention, use of the hydrolysis-conden-
sation product P1 having no site in which one silicon atom is substituted by four oxygen atoms further improves chemical
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resistance, whereby durability in processing for a longer period of time, such as wet etching and dry etching, can be
ensured.
[0052] In order for the hydrolysis-condensation product P1 to have no site in which one silicon atom is substituted by
four oxygen atoms, the component (A) is preferably the compound (A-2). That is, it is preferable not to use a monomer
having a site in which one silicon atom is substituted by four oxygen atoms as the component (A), and to use a component
(B) not having a site in which one silicon atom is substituted by four oxygen atoms.
[0053] The compound (B) may have a structural unit shown by the following formula (4), for example.

wherein R8 represents a group selected from the group consisting of a hydrogen atom, a halogen atom, a hydroxyl
group, an alkoxy group, an acyloxy group, a sulfone group, a methane sulfone group, a trifluoromethane sulfone group,
an alkyl group, an aryl group, an allyl group, and a glycidyl group, R9 represents a group selected from the group
consisting of a halogen atom, a hydroxyl group, an alkoxy group, an acyloxy group, a sulfone group, a methane sulfone
group, a trifluoromethane sulfone group, an alkyl group, an aryl group, an allyl group, and a glycidyl group, R10 and R11

individually represent a group selected from the group consisting of a halogen atom, a hydroxyl group, an alkoxy group,
an acyloxy group, a sulfone group, a methane sulfone group, a trifluoromethane sulfone group, an alkyl group having 2
to 6 carbon atoms, an aryl group, an allyl group, and a glycidyl group, R12 to R14 individually represent a substituted or
unsubstituted methylene group, alkylene group, alkenyl group, alkynyl group, or arylene group, and e, f, and g individually
represent an integer from 0 to 10,000, provided that 5<e+f+g<10,000 is satisfied.
[0054] The component (A), the component (B), the mixing ratio of the components, and additives are described below
in detail.

1.1.1-1. Component (A)

[0055] To form the component (A), the following compounds may be used as the compound shown by the above
formula (1) (hereinafter referred to as "compound 1"), the compound shown by the above formula (2) (hereinafter referred
to as "compound 2"), and the compound shown by the above formula (3) (hereinafter referred to as "compound 3").

(i) Compound 1

[0056] As examples of the monovalent organic group represented by R1 and R2 in the formula (1), an alkyl group, an
alkenyl group, an aryl group, an allyl group, and a glycidyl group can be given. Among these, an alkyl group and a phenyl
group are preferable as the monovalent organic group represented by R1 and R2.
[0057] As examples of the alkyl group, a methyl group, an ethyl group, a propyl group, and a butyl group, can be given.
The alkyl group preferably has 1 to 5 carbon atoms. These alkyl groups may be either linear or branched, in which a
hydrogen atom may be replaced with a fluorine atom, for example. As examples of the aryl group, a phenyl group, a
naphthyl group, a methylphenyl group, an ethylphenyl group, a chlorophenyl group, a bromophenyl group, and a fluor-
ophenyl group can be given. As examples of the alkenyl group, a vinyl group, a propenyl group, a 3-butenyl group, a 3-
pentenyl group and a 3-hexenyl group, can be given.
[0058] Specific examples of the compound 1 include methyltrimethoxysilane, methyltriethoxysilane, methyltri-n-pro-
poxysilane, methyltri-iso-propoxysilane, methyltri-n-butoxysilane, methyltri-sec-butoxysilane, methyltri-tert-butoxysi-
lane, methyltriphenoxysilane, ethyltrimethoxysilane, ethyltriethoxysilane, ethyltri-n-propoxysilane, ethyltri-iso-propoxysi-
lane, ethyltri-n-butoxysilane, ethyltri-sec-butoxysilane, ethyltri-tert-butoxysilane, ethyltriphenoxysilane, n-propyltrimeth-
oxysilane, n-propyltriethoxysilane, n-propyltri-n-propoxysilane, n-propyltri-iso-propoxysilane, n-propyltri-n-butoxysilane,
n-propyltri-sec-butoxysilane, n-propyltri-tert-butoxysilane, n-propyltriphenoxysilane, isopropyltrimethoxysilane, isopro-
pyltriethoxysilane, isopropyltri-n-propoxysilane, isopropyltri-iso-propoxysilane, isopropyltri-n-butoxysilane, isopropyltri-
sec-butoxysilane, isopropyltri-tert-butoxysilane, isopropyltriphenoxysilane, n-butyltrimethoxysilane, n-butyltriethoxysi-
lane, n-butyltri-n-propoxysilane, n-butyltri-iso-propoxysilane, n-butyltri-n-butoxysilane, n-butyltri-sec-butoxysilane, n-
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butyltri-tert-butoxysilane, n-butyltriphenoxysilane, sec-butyltrimethoxysilane, sec-butyliso-triethoxysilane, sec-butyltri-n-
propoxysilane, sec-butyltri-iso-propoxysilane, sec-butyltri-n-butoxysilane, sec-butyltri-sec-butoxysilane, sec-butyltri-tert-
butoxysilane, sec-butyltriphenoxysilane, tert-butyltrimethoxysilane, tert-butyltriethoxysilane, tert-butyl tri-n-propoxysi-
lane, tert-butyltri-iso-propoxysilane, tert-butyltri-n-butoxysilane, tert-butyltri-sec-butoxysilane, tert-butyltri-tert-butoxysi-
lane, tert-butyltriphenoxysilane, phenyltrimethoxysilane, phenyltriethoxysilane, phenyltri-n-propoxysilane, phenyltri-iso-
propoxysilane, phenyltri-n-butoxysilane, phenyltri-sec-butoxysilane, phenyltri-tert-butoxysilane, phenyltriphenoxysilane,
dimethyldimethoxysilane, dimethyldiethoxysilane, dimethyldi-n-propoxysilane, dimethyldiisopropoxysilane, dimethyldi-
n-butoxysilane, dimethyldi-sec-butoxysilane, dimethyldi-tert-butoxysilane, dimethyldiphenoxysilane, diethyldimethoxysi-
lane, diethyldiethoxysilane, diethyldi-n-propoxysilane, diethyldiisopropoxysilane, diethyldi-n-butoxysilane, diethyldi-sec-
butoxysilane, diethyldi-tert-butoxysilane, diethyldiphenoxysilane, di-n-propyldimethoxysilane, di-n-propyldiethoxysilane,
di-n-propyldi-n-propoxysilane, di-n-propyldiisopropoxysilane, di-n-propyldi-n-butoxysilane, di-n-propyldi-sec-butoxysi-
lane, di-n-propyldi-tert-butoxysilane, di-n-propyldi-phenoxysilane, diisopropyldimethoxysilane, diisopropyldiethoxysi-
lane, diisopropyldi-n-propoxysilane, diisopropyldiisopropoxysilane, diisopropyldi-n-butoxysilane, diisopropyldi-sec-bu-
toxysilane, diisopropyldi-tert-butoxysilane, diisopropyldiphenoxysilane, di-n-butyldimethoxysilane, di-n-butyldiethoxysi-
lane, di-n-butyldi-n-propoxysilane, di-n-butyldiisopropoxysilane, di-n-butyldi-n-butoxysilane, di-n-butyldi-sec-butoxysi-
lane, di-n-butyldi-tert-butoxysilane, di-n-butyldi-phenoxysilane, di-sec-butyldimethoxysilane, di-sec-butyldiethoxysilane,
di-sec-butyldi-n-propoxysilane, di-sec-butyldiisopropoxysilane, di-sec-butyldi-n-butoxysilane, di-sec-butyldi-sec-butox-
ysilane, di-sec-butyldi-tert-butoxy silane, di-sec-butyldi-phenoxysilane, di-tert-butyldimethoxysilane, di-tert-butyldiethox-
ysilane, di-tert-butyldi-n-propoxysilane, di-tert-butyldiisopropoxysilane, di-tert-butyldi-n-butoxysilane, di-tert-butyldi-sec-
butoxysilane, di-tert-butyldi-tert-butoxysilane, di-tert-butyldi-phenoxysilane, diphenyldimethoxysilane, diphenyldiethox-
ysilane, diphenyldi-n-propoxysilane, diphenyldiisopropoxysilane, diphenyldi-n-butoxysilane, diphenyldi-sec-butoxysi-
lane, diphenyldi-tert-butoxysilane, and diphenyldiphenoxysilane. These compounds may be used individually or in com-
bination of two or more.
[0059] The particularly preferable compounds for the compound 1 are methyltrimethoxysilane, methyltriethoxysilane,
methyltri-n-propoxysilane, methyltri-iso-propoxysilane, ethyltrimethoxysilane, ethyltriethoxysilane, phenyltrimethoxysi-
lane, phenyltriethoxysilane, dimethyldimethoxysilane, dimethyldiethoxysilane, diethyldimethoxysilane, diethyldiethox-
ysilane, diphenyldimethoxysilane, and diphenyldiethoxysilane. These compounds may be used individually or in com-
bination of two or more.
[0060] The film-forming composition according to one embodiment of the invention preferably includes the compound
shown by the formula (1) as the component (A), and more preferably includes at least one compound shown by the
formula (1), and the proportion of the compound in which a is 1 in the formula (1) among the compounds shown by the
above formula (1) is 60 mass% or more.

(ii) Compound 2

[0061] As examples of the monovalent organic group represented by R2 in the formula (2), the same groups given as
examples of R and R1 in the formula (1) can be given.
[0062] As specific examples of the compound 2, tetramethoxysilane, tetraethoxysilane, tetra-n-propoxysilane, tetra-
iso-propoxysilane, tetra-n-butoxysilane, tetra-sec-butoxysilane, tetra-tert-butoxysilane, and tetraphenoxysilane can be
given. Of these, tetramethoxysilane and tetraethoxysilane are particularly preferable. These compounds may be used
individually or in combination of two or more.
[0063] In the film-forming composition according to one embodiment of the invention, the component (A) includes the
compound 2 in an amount of preferably 40 mol % or less, and more preferably 5 to 35 mol%, when the component (A)
used for preparing the hydrolysis-condensation product P1 is the compound (A-1).

(iii) Compound 3

[0064] As examples of the R3 to R6 in the formula (3), the same groups given as examples of the R1 and the R2 in
the formula (1) can be given.
[0065] Examples of the compound 3, wherein d = 0 in the formula (3), include hexamethoxydisilane, hexaethoxydisilane,
hexaphenoxydisilane, 1,1,1,2,2-pentamethoxy-2-methyldisilane, 1,1,1,2,2-pentaethoxy-2-methyldisilane, 1,1,1,2,2-
pentaphenoxy-2-methyldisilane, 1,1,1,2,2-pentamethoxy-2-ethyldisilane, 1,1,1,2,2-pentaethoxy-2-ethyldisilane,
1,1,1,2,2-pentaphenoxy-2-ethyldisilane, 1,1,1,2,2-pentamethoxy-2-phenyldisilane, 1,1,1,2,2-pentaethoxy-2-phenyldisi-
lane, 1,1,1,2,2-pentaphenoxy-2-phenyldisilane, 1,1,2,2-tetramethoxy-1,2-dimethyldisilane, 1,1,2,2-tetraethoxy-1,2-
dimethyldisilane, 1,1,2,2-tetraphenoxy-1,2-dimethyldisilane, 1,1,2,2-tetramethoxy-1,2-diethyldisilane, 1,1,2,2-tetrae-
thoxy-1,2-diethyldisilane, 1,1,2,2-tetraphenoxy-1,2-diethyldisilane, 1,1,2,2-tetramethoxy-1,2-diphenyldisilane, 1,1,2,2-
tetraethoxy-1,2-diphenyldisilane, 1,1,2,2-tetraphenoxy-1,2-diphenyldisilane, 1,1,2-trimethoxy-1,2,2-trimethyldisilane,
1,1,2-triethoxy-1,2,2-trimethyldisilane, 1,1,2-triphenoxy-1,2,2-trimethyldisilane, 1,1,2-trimethoxy-1,2,2-triethyldisilane,
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1,1,2-triethoxy-1,2,2-triethyldisilane, 1,1,2-triphenoxy-1,2,2-triethyldisilane, 1,1,2-trimethoxy-1,2,2-triphenyldisilane,
1,1,2-triethoxy-1,2,2-triphenyldisilane, 1,1,2-triphenoxy-1,2,2-triphenyldisilane, 1,2-dimethoxy-1,1,2,2-tetramethyldisi-
lane, 1,2-diethoxy-1,1,2,2-tetramethyldisilane, 1,2-diphenoxy-1,1,2,2-tetramethyldisilane, 1,2-dimethoxy-1,1,2,2-tetra-
ethyldisilane, 1,2-diethoxy-1,1,2,2-tetraethyldisilane, 1,2-diphenoxy-1,1,2,2-tetraethyldisilane, 1,2-dimethoxy-1,1,2,2-
tetraphenyldisilane, 1,2-diethoxy-1,1,2,2-tetraphenyldisilane, and 1,2-diphenoxy-1,1,2,2-tetraphenyldisilane.
[0066] Of these, hexamethoxydisilane, hexaethoxydisilane, 1,1,2,2-tetramethoxy-1,2-dimethyldisilane, 1,1,2,2-tetra-
ethoxy-1,2-dimethyldisilane, 1,1,2,2-tetramethoxy-1,2-diphenyldisilane, 1,2-dimethoxy-1,1,2,2-tetramethyldisilane, 1,2-
diethoxy-1,1,2,2-tetramethyldisilane, 1,2-dimethoxy-1,1,2,2-tetraphenyldisilane, and 1,2-diethoxy-1,1,2,2-tetraphenyld-
isilane are preferable.
[0067] Examples of the compound 3, wherein d = 1 in the formula (3), include bis(trimethoxysilyl)methane, bis(tri-
ethoxysilyl)methane, bis(tri-n-propoxysilyl)methane, bis(tri-iso-propoxysilyl)methane, bis(tri-n-butoxysilyl)methane, bis
(tri-sec-butoxysilyl)methane, bis(tri-tert-butoxysilyl)methane, 1,2-bis(trimethoxysilyl)ethane, 1,2-bis(triethoxysilyl)
ethane, 1,2-bis(tri-n-propoxysilyl)ethane, 1,2-bis(tri-iso-propoxysilyl)ethane, 1,2-bis(tri-n-butoxysilyl)ethane, 1,2-bis(tri-
sec-butoxysilyl)ethane, 1,2-bis(tri-tert-butoxysilyl)ethane, 1-(dimethoxymethylsilyl)-1-(trimethoxysilyl)methane, 1-(di-
ethoxymethylsilyl)-1-(triethoxysilyl)methane, 1-(di-n-propoxymethylsilyl)-1-(tri-n-propoxysilyl)methane, 1-(di-iso-pro-
poxymethylsilyl)-1-(tri-iso-propoxysilyl)methane, 1-(di-n-butoxymethylsilyl)-1-(tri-n-butoxysilyl)methane, 1-(di-sec-bu-
toxymethylsilyl)-1-(tri-sec-butoxysilyl)methane, 1-(di-tert-butoxymethylsilyl)-1-(tri-tert-butoxysilyl)methane, 1-(dimeth-
oxymethylsilyl)-2-(trimethoxysilyl)ethane, 1-(diethoxymethylsilyl)-2-(triethoxysilyl)ethane, 1-(di-n-propoxymethylsilyl)-
2-(tri-n-propoxysilyl)ethane, 1-(di-iso-propoxymethylsilyl)-2-(tri-iso-propoxysilyl)ethane, 1-(di-n-butoxymethylsilyl)-2-(tri-
n-butoxysilyl)ethane, 1-(di-sec-butoxymethylsilyl)-2-(tri-sec-butoxysilyl)ethane, 1-(di-tert-butoxymethylsilyl)-2-(tri-tert-
butoxysilyl)ethane, bis(dimethoxymethylsilyl)methane, bis(diethoxymethylsilyl)methane, bis(di-n-propoxymethylsilyl)
methane, bis(di-iso-propoxymethylsilyl)methane, bis(di-n-butoxymethylsilyl)methane, bis(di-sec-butoxymethylsilyl)
methane, bis(di-tert-butoxymethylsilyl)methane, 1,2-bis(dimethoxymethylsilyl)ethane, 1,2-bis(diethoxymethylsilyl)
ethane, 1,2-bis(di-n-propoxymethylsilyl)ethane, 1,2-bis(di-iso-propoxymethylsilyl)ethane, 1,2-bis(di-n-butoxymethylsi-
lyl)ethane, 1,2-bis(di-sec-butoxymethylsilyl)ethane, 1,2-bis(di-tert-butoxymethylsilyl)ethane, 1,2-bis(trimethoxysilyl)ben-
zene, 1,2-bis(triethoxysilyl)benzene, 1,2-bis(tri-n-propoxysilyl)benzene, 1,2-bis(tri-iso-propoxysilyl)benzene, 1,2-bis(tri-
n-butoxysilyl)benzene, 1,2-bis(tri-sec-butoxysilyl)benzene, 1,2-bis(tri-tert-butoxysilyl)benzene, 1,3-bis(trimethoxysilyl)
benzene, 1,3-bis(triethoxysilyl)benzene, 1,3-bis(tri-n-propoxysilyl)benzene, 1,3-bis(tri-iso-propoxysilyl)benzene, 1,3-bis
(tri-n-butoxysilyl)benzene, 1,3-bis(tri-sec-butoxysilyl)benzene, 1,3-bis(tri-tert-butoxysilyl)benzene, 1,4-bis(trimethoxysi-
lyl)benzene, 1,4-bis(triethoxysilyl)benzene, 1,4-bis(tri-n-propoxysilyl)benzene, 1,4-bis(tri-iso-propoxysilyl)benzene, 1,4-
bis(tri-n-butoxysilyl)benzene, 1,4-bis(tri-sec-butoxysilyl)benzene, and 1,4-bis(tri-tert-butoxysilyl)benzene.
[0068] Of these, bis(trimethoxysilyl)methane, bis(triethoxysilyl)methane, 1,2-bis(trimethoxysilyl)ethane, 1,2-bis(tri-
ethoxysilyl)ethane, 1-(dimethoxymethylsilyl)-1-(trimethoxysilyl)methane, 1-(diethoxymethylsilyl)-1-(triethoxysilyl)meth-
ane, 1-(dimethoxymethylsilyl)-2-(trimethoxysilyl)ethane, 1-(diethoxymethylsilyl)-2-(triethoxysilyl)ethane, bis(dimeth-
oxymethylsilyl)methane, bis(diethoxymethylsilyl)methane, 1,2-bis(dimethoxymethylsilyl)ethane, 1,2-bis(diethoxymeth-
ylsilyl)ethane, 1,2-bis(trimethoxysilyl)benzene, 1,2-bis(triethoxysilyl)benzene, 1,3-bis(trimethoxysilyl)benzene, 1,3-bis
(triethoxysilyl)benzene, 1,4-bis(trimethoxysilyl)benzene and 1,4-bis(triethoxysilyl)benzene are preferable.
[0069] Those compounds as the compound 3 may be used either individually or in combination of two or more.

1.1.1-2. Component (B)

[0070] As mentioned above, the component (B) is a polycarbosilane having a hydrolyzable group. Specific examples
of the hydrolyzable group include, but are not limited to, a halogen atom, a hydroxyl group, an alkoxy group, an acyloxy
group, a sulfone group, a methanesulfone group, and a trifluoromethanesulfone group.
[0071] The component (B) may be, for example, a polycarbosilane compound having a structural unit shown by the
formula (4) (hereinafter referred to as "compound 4").
[0072] As examples of the alkylene group represented by R12 to R14 in the formula (4), an ethylene group, a propylene
group, a butylene group, a hexylene group, and a decylene group can be given. The alkylene group preferably has 2 to
6 carbon atoms and may be linear, branched, or cyclic. The hydrogen atoms of the alkylene group may be replaced with
fluorine atoms and the like.
[0073] As examples of the alkenyl group represented by R12 to R14 in the formula (4), an ethenylene group, a prope-
nylene group, a 1-butenylene group, and a 2-butenylene group can be given. The alkenyl group may be a dienylene
group. The alkenyl group preferably has 1 to 4 carbon atoms. The hydrogen atoms of the alkenyl group may be replaced
with fluorine atoms, for example. As examples of the alkynyl group represented by R12 to R14, an acetylene group, and
a propynylene group, can be given. As examples of the arylene group represented by R12 to R14, a phenylene group,
and a naphthylene group can be given. The hydrogen atoms of the arylene group may be replaced with fluorine atoms,
for example. R8 to R11 may be the same group or different groups.
[0074] In the formula (4), e, f, and g represent 0 to 10,000, provided that 5<e+f+g<10,000. If e+f+g<10, storage stability
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of the film-forming composition may be inferior, and if 10,000<e+f+g, layer separation occurs, which may lead to forming
a nonuniform film. e, f and g are preferably 0<e<800, 0<f<500, 0<g<1000, and more preferably 0<e<500, 0<f<300,
0<g<500, and still more preferably 0<e<100, 0<f<50, 0<g<100.
[0075] It is preferable that e, g, and g satisfy 5<e+f+g<1000, more preferably 5<e+f+g<500, still more preferably
5<e+f+g<250, and most preferably 5<e+f+g<100.
[0076] The compound 4 may be obtained by reacting at least one compound selected from chloromethyltrichlorosilane,
bromomethyltrichlorosilane, chloromethylmethyldichlorosilane, chloromethylethyldichlorosilane, chloromethylvinyl-
dichlorosilane, chloromethylphenyldichlorosilane, bromomethylmethyldichlorosilane, bromomethylvinyldichlorosilane,
chloromethyldimethylchlorosilane, chloromethyldivinylchlorosilane, bromomethyldimethylchlorosilane, (1-chloroethyl)
trichlorosilane, (1-chloropropyl)trichlorosilane, chloromethyltrimethoxysilane, bromomethyltrimethoxysilane, chlo-
romethylmethyldimethoxysilane, chloromethylvinyldimethoxysilane, chloromethylphenyldimethoxysilane, bromomethyl-
methyldimethoxysilane, bromomethylvinyldimethoxysilane, bromomethylphenyldimethoxysilane, chloromethyldimethyl-
methoxysilane, chloromethyldivinylmethoxysilane, chloromethyldiphenylmethoxysilane, bromomethyldimethylmethox-
ysilane, bromomethyldiisopropylmethoxysilane, chloromethyltriethoxysilane, bromomethyltriethoxysilane, chlorometh-
ylmethyldiethoxysilane, chloromethylethyldiethoxysilane, chloromethylvinyldiethoxysilane, chloromethylphenyldiethox-
ysilane, bromomethylmethyldiethoxysilane, bromomethylvinyldiethoxysilane, bromomethylphenyldiethoxysilane, chlo-
romethyldimethylethoxysilane, chloromethyldiethylethoxysilane, bromomethyldivinylethoxysilane, chloromethyltriiso-
propoxysilane, and bromomethyltriisopropoxysilane in the presence of at least one of an alkali metal and an alkaline
earth metal, optionally followed by treatment with an alcohol, an organic acid, or a reducing agent.
[0077] The weight average molecular weight of the component (B) is preferably 300 to 100,000, and more preferably
500 to 10,000. If the weight average molecular weight of the component (B) exceeds this range, particles are easily
produced and pores in the organic silica film become too large.

1.1.1-3. Basic catalyst (C)

[0078] Examples of the basic catalyst (C) include sodium hydroxide, potassium hydroxide, lithium hydroxide, cerium
hydroxide, barium hydroxide, calcium hydroxide, pyridine, pyrrole, piperazine, pyrrolidine, piperidine, picoline, ammonia,
methylamine, ethylamine, propylamine, butylamine, dimethylamine, diethylamine, dipropylamine, dibutylamine, trimeth-
ylamine, triethylamine, tripropylamine, tributylamine, monoethanolamine, diethanolamine, dimethylmonoethanolamine,
monomethyldiethanolamine, triethanolamine, diazabicyclooctane, diazabicyclononane, diazabicycloundecene, urea, te-
tramethylammonium hydroxide, tetraethylammonium hydroxide, tetrapropylammonium hydroxide, tetrabutylammonium
hydroxide, benzyltrimethylammonium hydroxide, and choline. Among these, ammonia, organic amines, and ammonium
hydroxides are preferable and tetramethylammonium hydroxide, tetraethylammonium hydroxide, and tetrapropylammo-
nium hydroxide are particularly preferable. These basic catalysts may be used individually or in combination of two or more.
[0079] The amount of the basic catalyst (C) is usually 0.00001 to 1 mol, and preferably 0.00005 to 0.5 mol for 1 mol
of the total amount of the alkoxyl groups in the component (A) and the component (B). The use of the basic catalyst (C)
in the above range reduces the possibility of polymer deposition and gelling during the reaction.
[0080] When the component (A) and the component (B) are hydrolyzed and condensed in the presence of the basic
catalyst (C), it is desirable to add water in an amount of preferably 0.5 to 150 mol, and particularly preferably 0.5 to 130
mol, for 1 mol of the total amount of the component (A) and the component (B). Because a long time is required for
hydrolysis and condensation reactions, an amount less than 0.5 mol of water is not preferable when productivity is
considered. If the amount of water exceeds 150 mol, polymer deposition and gelling during the condensation reaction
may occur.
[0081] Alcohols having a boiling point of 100°C or less are preferably used together with water. Examples of the
alcohols having a boiling point of 100°C or less are methanol, ethanol, n-propanol, and isopropanol. The amount of the
alcohols having a boiling point of 100°C or less is usually 3 to 100 mol, and preferably 5 to 80 mol, for 1 mol of the total
amount of the component (A) and the component (B).
[0082] Alcohols having a boiling point of 100°C or less may be produced when the component (A) and the component
(B) are hydrolyzed and/or condensed. It is desirable to remove such alcohols by distillation or the like so that the content
is maintained at 20 wt% or less, and preferably at 5 wt% or less. A dehydrating agent such as methyl orthoformate, an
additional metal complex, and a leveling agent may be added as additives.
[0083] It is preferable to adjust the pH to 7 or less after producing the hydrolysis-condensation product P1 by hydrolyzing
and condensing the component (A) and the component (B) in the presence of the basic catalyst (C). Examples of the
method of adjusting the pH are: 1) adding a pH adjuster, 2) removing the basic compounds from the composition by
evaporation under a normal or reduced pressure, 3) removing the basic compounds from the composition by injecting
gas such as nitrogen, argon, and the like, 4) removing the basic compounds from the composition using ion-exchange
resins, 5) removing the basic compounds from the system by extraction or washing, for example. These methods may
be used in combination.
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[0084] As examples of the pH adjuster, an inorganic acid and an organic acid can be given. As examples of the
inorganic acid, hydrochloric acid, nitric acid, sulfuric acid, fluoric acid, phosphoric acid, boric acid, and oxalic acid can
be given. As examples of the organic acid, acetic acid, propionic acid, butanoic acid, pentanoic acid, hexanoic acid,
heptanoic acid, octanoic acid, nonanoic acid, decanoic acid, oxalic acid, maleic acid, methylmalonic acid, adipic acid,
sebacic acid, gallic acid, butyric acid, mellitic acid, arachidonic acid, shikimic acid, 2-ethylhexanoic acid, oleic acid,
stearic acid, linolic acid, linoleic acid, salicylic acid, benzoic acid, p-aminobenzoic acid, p-toluenesulfonic acid, benze-
nesulfonic acid, monochloroacetic acid, dichloroacetic acid, trichloroacetic acid, trifluoroacetic acid, formic acid, malonic
acid, sulfonic acid, phthalic acid, fumaric acid, citric acid, tartaric acid, succinic acid, fumaric acid, itaconic acid, mesaconic
acid, citraconic acid, malic acid, hydrolysate of glutaric acid, hydrolysate of maleic anhydride, and hydrolysate of phthalic
anhydride can be given. These compounds may be used individually or in combination of two or more.
[0085] The pH of the composition is adjusted to 7 or less, preferably 1 to 6, by the pH adjustor mentioned above. The
storage stability of the film-forming composition is improved by adjusting the pH in the above range. The amount of the
pH adjuster is selected appropriately to put the pH of the film-forming composition in the above range.

1.1.2. Hydrolysis-condensation product P2

1.1.2-1. Raw materials

[0086] The hydrolysis-condensation product P2 is obtained by hydrolyzing and condensing the (D) silane monomer
containing a hydrolyzable group (hereinafter referred to from time to time as "Compound (D)").
[0087] The weight average molecular weight of the hydrolysis-condensation product P2 is preferably 10,000 to 500,000,
and more preferably 20,000 to 300,000. If the weight average molecular weight of the hydrolysis-condensation product
P2 is more than 500,000, particles are easily produced and pores in the organic silica film become too large. If the weight
average molecular weight of the hydrolysis-condensation product P2 is less than 10,000, mechanical properties of the
insulating film formed from the P1/P2-mixed film composition are not fully exhibited.
[0088] The component (D) may be at least one silane compound selected from the group consisting of a compound
shown by the following formula (5) (hereinafter referred to from time to time as "compound 5"), a compound shown by
the following formula (6) (hereinafter referred to from time to time as "compound 6"), a compound shown by the following
formula (7) (hereinafter referred to from time to time as "compound 7"), and a compound shown by the following formula
(8) (hereinafter referred to from time to time as "compound 8"),

R15Si(OR16)3 (5)

wherein R15 and R16 individually represent an alkyl group or an aryl group,

Si(OR17)4 (6)

wherein R17 represents an alkyl group or an aryl group,

(R18)2Si(OR19)2 (7)

wherein R18 represents an alkyl group or an aryl group, and R19 represents an alkyl group or an aryl group, and

R21
b(R22O)3-bSi-(R25)d-Si(OR23)3-cR24

c (8)

wherein R21 to R24 individually represent an alkyl group or an aryl group, b and c individually represent an integer from
0 to 2, R25 represents an oxygen atom, a phenylene group, or a group -(CH2)m- (wherein m represents an integer from
1 to 6), and d represents 0 or 1.
[0089] The component (D) is preferably a silane compound containing 10 to 60 mol% of the compound 5 and 40 to
90 mol% of the compound 6. The target mechanical properties of the insulating film may be improved if the component
(D) contains the compound 5 and the compound 6 in the above amount.
[0090] In this instance, the amount of the compound 5 is preferably 20 to 60 mol%, and more preferably 30 to 50
mol%. The amount of the compound 6 is preferably 40 to 80 mol%, and more preferably 50 to 70 mol%.

(i) Compound 5

[0091] As examples of the alkyl group and the aryl group represented by R15 and R16 in the formula (5), the same
groups given as examples of the alkyl group and the aryl group represented by R1 and R2 in the formula (1) can be given.
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[0092] As specific examples of the compound 5, methyltrimethoxysilane, methyltriethoxysilane, methyltri-n-propox-
ysilane, methyltriisopropoxysilane, methyltri-n-butoxysilane, methyltri-sec-butoxysilane, methyltri-tert-butoxysilane,
methyltriphenoxysilane, ethyltrimethoxysilane, ethyltriethoxysilane, ethyltri-n-propoxysilane, ethyltriisopropoxysilane,
ethyltri-n-butoxysilane, ethyltri-sec-butoxysilane, ethyltri-tert-butoxysilane, ethyltriphenoxysilane, n-propyltrimethoxysi-
lane, n-propyltriethoxysilane, n-propyltri-n-propoxysilane, n-propyltriisopropoxysilane, n-propyltri-n-butoxysilane, n-pro-
pyltri-sec-butoxysilane, n-propyltri-tert-butoxysilane, n-propyltriphenoxysilane, isopropyltrimethoxysilane, isopropyltri-
ethoxysilane, isopropyltri-n-propoxysilane, isopropyltriisopropoxysilane, isopropyltri-n-butoxysilane, isopropyltri-sec-bu-
toxysilane, isopropyltri-tert-butoxysilane, isopropyltriphenoxysilane, n-butyltrimethoxysilane, n-butyltriethoxysilane, n-
butyltri-n-propoxysilane, n-butyltriisopropoxysilane, n-butyltri-n-butoxysilane, n-butyltri-sec-butoxysilane, n-butyltri-tert-
butoxysilane, n-butyltriphenoxysilane, sec-butyltrimethoxysilane, sec-butyl-iso-triethoxysilane, sec-butyltri-n-propoxysi-
lane, sec-butyltriisopropoxysilane, sec-butyltri-n-butoxysilane, sec-butyltri-sec-butoxysilane, sec-butyltri-tert-butoxysi-
lane, sec-butyltriphenoxysilane, tert-butyltrimethoxysilane, tert-butyltriethoxysilane, tert-butyltri-n-propoxysilane, tert-
butyltriisopropoxysilane, tert-butyltri-n-butoxysilane, tert-butyltri-sec-butoxysilane, tert-butyltri-tert-butoxysilane, tert-
butyltriphenoxysilane, phenyltrimethoxysilane, phenyltriethoxysilane, phenyltri-n-propoxysilane, phenyltriisopropoxysi-
lane, phenyltri-n-butoxysilane, phenyltri-sec-butoxysilane, phenyltri-tert-butoxysilane, and phenyltriphenoxysilane can
be given. These compounds may be used individually or in combination of two or more.

(ii) Compound 6

[0093] As examples of the alkyl group and the aryl group represented by R17 in the formula (6), the same groups given
as examples of the alkyl group and the aryl group represented by R1 and R2 in the formula (1) can be given.
[0094] As specific examples of the compound 6, tetramethoxysilane, tetraethoxysilane, tetra-n-propoxysilane, tetra-
iso-propoxysilane, tetra-n-butoxysilane, tetra-sec-butoxysilane, tetra-tert-butoxysilane, and tetraphenoxysilane can be
given. Of these, tetramethoxysilane and tetraethoxysilane are particularly preferable. These compounds may be used
individually or in combination of two or more.

(iii) Compound 7

[0095] As examples of the alkyl group and the aryl group represented by R18 and R19 in the formula (7), the same
groups given as examples of the alkyl group and the aryl group represented by R1 and R2 in the formula (1) can be given.
[0096] As specific examples of the compound 7, dimethyldimethoxysilane, dimethyldiethoxysilane, dimethyldi-n-pro-
poxysilane, dimethyldiisopropoxysilane, dimethyldi-n-butoxysilane, dimethyldi-sec-butoxysilane, dimethyldi-tert-butox-
ysilane, dimethyldiphenoxysilane, diethyldimethoxysilane, diethyldiethoxysilane, diethyldi-n-propoxysilane, diethyldiiso-
propoxysilane, diethyldi-n-butoxysilane, diethyldi-sec-butoxysilane, diethyldi-tert-butoxysilane, diethyldiphenoxysilane,
di-n-propyldimethoxysilane, di-n-propyldiethoxysilane, di-n-propyldi-n-propoxysilane, di-n-propyldiisopropoxysilane, di-
n-propyldi-n-butoxysilane, di-n-propyldi-sec-butoxysilane, di-n-propyldi-tert-butoxysilane, di-n-propyldi-phenoxysilane,
diisopropyldimethoxysilane, diisopropyldiethoxysilane, diisopropyldi-n-propoxysilane, diisopropyldiisopropoxysilane, di-
isopropyldi-n-butoxysilane, diisopropyldi-sec-butoxysilane, diisopropyldi-tert-butoxysilane, diisopropyldiphenoxysilane,
di-n-butyldimethoxysilane, di-n-butyldiethoxysilane, di-n-butyldi-n-propoxysilane, di-n-butyldiisopropoxysilane, di-n-
butyldi-n-butoxysilane, di-n-butyldi-sec-butoxysilane, di-n-butyldi-tert-butoxysilane, di-n-butyldi-phenoxysilane, di-sec-
butyldimethoxysilane, di-sec-butyldiethoxysilane, di-sec-butyldi-n-propoxysilane, di-sec-butyldiisopropoxysilane, di-sec-
butyldi-n-butoxysilane, di-sec-butyldi-sec-butoxysilane, di-sec-butyldi-tert-butoxysilane, di-sec-butyldi-phenoxysilane,
di-tert-butyldimethoxysilane, di-tert-butyldiethoxysilane, di-tert-butyldi-n-propoxysilane, di-tert-butyldiisopropoxysilane,
di-tert-butyldi-n-butoxysilane, di-tert-butyldi-sec-butoxysilane, di-tert-butyldi-tert-butoxysilane, di-tert-butyldi-phenoxysi-
lane, diphenyldimethoxysilane, diphenyldiethoxysilane, diphenyldi-n-propoxysilane, diphenyldiisopropoxysilane, diphe-
nyldi-n-butoxysilane, diphenyldi-sec-butoxysilane, diphenyldi-tert-butoxysilane, and diphenyldiphenoxysilane can be giv-
en. These compounds may be used individually or in combination of two or more.

(iv) Compound 8

[0097] As examples of the alkyl group and the aryl group represented by R21 to R24 in the formula (8), the same groups
given as examples of the alkyl group and the aryl group represented by R1 and R2 in the formula (1) can be given.
[0098] Specific examples of the compound 8 are the same compounds given as examples of the compound 3.

1.1.2-2. Production of hydrolysis-condensation product 2

[0099] The hydrolysis-condensation product P2 may be produced by hydrolyzing and condensing the component (D).
The hydrolysis and condensation of the component (D) may be carried out in the presence of a metal chelate compound,
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an acidic catalyst, or a basic catalyst. The basic catalyst may be the basic catalyst (C) used for producing the hydrolysis-
condensation product P1. The metal chelate compound and the acidic catalyst are described below.

(i) Metal chelate compound

[0100] The metal chelate compound which may be used for hydrolysis and condensation of the component (D) is
shown by the following formula (9),

R26betaM(OR27)alpha-beta (9)

wherein R26 represents a chelating agent, M represents a metallic atom, R27 represents an alkyl group having 2 to 5
carbon atoms or an aryl group having 6 to 20 carbon atoms, alpha represents the valence of the metal M, and beta
represents an integer from 1 to alpha.
[0101] As the metal M, at least one metal selected from III-B metals (aluminum, gallium, indium, and thallium) and IV-
A metals (titanium, zirconium, and hafnium) is preferable, and titanium, aluminum and zirconium are more preferable.
[0102] Specific examples of the metal chelate compound include titanium chelate compounds such as triethoxy-mono
(acetylacetonate)titanium, tri-n-propoxy-mono(acetylacetonate)titanium, tri-iso-propoxy-mono(acetylacetonate)titani-
um, tri-n-butoxy-mono(acetylacetonate)titanium, tri-sec-butoxy-mono(acetylacetonate)titanium, tri-tert-butoxy-mono
(acetylacetonate)titanium, diethoxy bis(acetylacetonate)titanium, di-n-propoxy bis(acetylacetonate)titanium, diisopro-
poxy bis(acetylacetonate)titanium, di-n-butoxy bis(acetylacetonate)titanium, di-sec-butoxy bis(acetylacetonate)titanium,
di-tert-butoxy bis(acetylacetonate)titanium, mono-ethoxy tris(acetylacetonate)titanium, mono-n-propoxy tris(acetylace-
tonate)titanium, mono-iso-propoxy tris(acetylacetonate)titanium, mono-n-butoxy tris(acetylacetonate)titanium, mono-
sec-butoxy tris(acetylacetonate)titanium, mono-tert-butoxy tris(acetylacetonate)titanium, tetrakis(acetylacetonate)tita-
nium, triethoxy-mono(ethylacetoacetate)titanium, tri-n-propoxy-mono(ethylacetoacetate)titanium, tri-iso-propoxy-mono
(ethylacetoacetate)titanium, tri-n-butoxy-mono(ethylacetoacetate)titanium, tri-sec-butoxy-mono(ethylacetoacetate)tita-
nium, tri-tert-butoxy-mono(ethylacetoacetate)titanium, diethoxy bis(ethylacetoacetate)titanium, di-n-propoxy bis(ethyl-
acetoacetate)titanium, diisopropoxy bis(ethylacetoacetate)titanium, di-n-butoxy bis(ethylacetoacetate)titanium, di-sec-
butoxy bis(ethylacetoacetate)titanium, di-tert-butoxy bis(ethylacetoacetate)titanium, mono-ethoxy tris(ethylacetoace-
tate)titanium, mono-n-propoxy tris(ethylacetoacetate)titanium, mono-iso-propoxy tris(ethylacetoacetate)titanium, mono-
n-butoxy tris(ethylacetoacetate)titanium, mono-sec-butoxy tris(ethylacetoacetate)titanium, mono-tert-butoxy tris(ethyl-
acetoacetate)titanium, tetrakis(ethylacetoacetate)titanium, mono(acetylacetonate)tris(ethylacetoacetate)titanium, bis
(acetylacetonate)bis(ethylacetoacetate)titanium, and tris(acetylacetonate)-mono(ethylacetoacetate)titanium; zirconium
chelate compounds such as triethoxy-mono(acetylacetonate)zirconium, tri-n-propoxy-mono(acetylacetonate)zirconium,
tri-iso-propoxy-mono(acetylacetonate)zirconium, tri-n-butoxy-mono(acetylacetonate)zirconium, tri-sec-butoxy-mono
(acetylacetonate)zirconium, tri-tert-butoxy-mono(acetylacetonate)zirconium, diethoxy bis(acetylacetonate)zirconium,
di-n-propoxy bis(acetylacetonate)zirconium, diisopropoxy bis(acetylacetonate)zirconium, di-n-butoxy bis(acetylaceto-
nate)zirconium, di-sec-butoxy bis(acetylacetonate)zirconium, di-tert-butoxy bis(acetylacetonate)zirconium, mono-
ethoxy tris(acetylacetonate)zirconium, mono-n-propoxy tris(acetylacetonate)zirconium, mono-iso-propoxy tris(acetylac-
etonate)zirconium, mono-n-butoxy tris(acetylacetonate)zirconium, mono-sec-butoxy tris(acetylacetonate)zirconium,
mono-tert-butoxy tris(acetylacetonate)zirconium, tetrakis(acetylacetonate)zirconium, triethoxy mono-(ethylacetoace-
tate)zirconium, tri-n-propoxy-mono(ethylacetoacetate)zirconium, tri-iso-propoxy-mono(ethylacetoacetate)zirconium, tri-
n-butoxy-mono(ethylacetoacetate)zirconium, tri-sec-butoxy-mono(ethylacetoacetate)zirconium, tri-tert-butoxy-mono
(ethylacetoacetate)zirconium, diethoxy bis(ethylacetoacetate)zirconium, di-n-propoxy bis(ethylacetoacetate)zirconium,
diisopropoxy bis(ethylacetoacetate)zirconium, di-n-butoxy bis(ethylacetoacetate)zirconium, di-sec-butoxy bis(ethylace-
toacetate)zirconium, di-tert-butoxy bis(ethylacetoacetate)zirconium, mono-ethoxy tris(ethylacetoacetate)zirconium, mo-
no-n-propoxy tris(ethylacetoacetate)zirconium, mono-iso-propoxy tris(ethylacetoacetate)zirconium, mono-n-butoxy tris
(ethylacetoacetate)zirconium, mono-sec-butoxy tris(ethylacetoacetate)zirconium, mono-tert-butoxy tris(ethylacetoace-
tate)zirconium, tetrakis(ethylacetoacetate)zirconium, mono-(acetylacetonate)tris(ethylacetoacetate)zirconium, bis
(acetylacetonate)bis(ethylacetoacetate)zirconium, tris(acetylacetonate)-mono(ethylacetoacetate)zirconium; and alumi-
num chelate compounds such as triethoxy-mono(acetylacetonate)aluminum, tri-n-propoxy-mono(acetylacetonate)alu-
minum, tri-iso-propoxy-mono(acetylacetonate)aluminum, tri-n-butoxy-mono(acetylacetonate)aluminum, tri-sec-butoxy-
mono(acetylacetonate)aluminum, tri-tert-butoxy-mono(acetylacetonate)aluminum, diethoxy bis(acetylacetonate)alumi-
num, di-n-propoxy bis(acetylacetonate)aluminum, diisopropoxy bis(acetylacetonate)aluminum, di-n-butoxy bis(acety-
lacetonate)aluminum, di-sec-butoxy bis(acetylacetonate)aluminum, di-tert-butoxy bis(acetylacetonate)aluminum, mono-
ethoxy tris(acetylacetonate)aluminum, mono-n-propoxy tris(acetylacetonate)aluminum, mono-iso-propoxy tris(acetylac-
etonate)aluminum, mono-n-butoxy tris(acetylacetonate)aluminum, mono-sec-butoxy tris(acetylacetonate)aluminum,
mono-tert-butoxy tris(acetylacetonate)aluminum, tetrakis(acetylacetonate)aluminum, triethoxy-mono(ethylacetoace-
tate)aluminum, tri-n-propoxy-mono(ethylacetoacetate)aluminum, tri-iso-propoxy-mono(ethylacetoacetate)aluminum,
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tri-n-butoxy-mono(ethylacetoacetate)aluminum, tri-sec-butoxy-mono(ethylacetoacetate)aluminum, tri-tert-butoxy-mono
(ethylacetoacetate)aluminum, diethoxy bis(ethylacetoacetate)aluminum, di-n-propoxy bis(ethylacetoacetate)aluminum,
diisopropoxy bis(ethylacetoacetate)aluminum, di-n-butoxy bis(ethylacetoacetate)aluminum, di-sec-butoxy bis(ethylac-
etoacetate)aluminum, di-tert-butoxy bis(ethylacetoacetate)aluminum, mono-ethoxy tris(ethylacetoacetate)aluminum,
mono-n-propoxy tris(ethylacetoacetate)aluminum, mono-iso-propoxy tris(ethylacetoacetate)aluminum, mono-n-butoxy
tris(ethylacetoacetate)aluminum, mono-sec-butoxy tris(ethylacetoacetate)aluminum, mono-tert-butoxy tris(ethylacetoa-
cetate)aluminum, tetrakis(ethylacetoacetate)aluminum, mono-(acetylacetonate) tris(ethylacetoacetate)aluminum, bis
(acetylacetonate) bis(ethylacetoacetate)aluminum, and tris(acetylacetonate)-mono(ethylacetoacetate)aluminum. One
or more of these metal chelate compounds are preferably used.
[0103] In particular, one or more of (CH3(CH3)HCO4-tTi(CH3COCH2COCH3)t, (CH3(CH3)HCO)4-tTi
(CH3COCH2COOC2H5)t, (C4H9O)4-tTi(CH3COCH2COCH3)t, (C4H9O)4-tTi(CH3COCH2COOC2H5)t, (C2H5(CH3)CO4-tTi
(CH3COCH2COCH3)t, (C2H5(CH3)CO)4-tTi(CH3COCH2COOC2H5)t, (CH3(CH3)HCO)4-tZr(CH3COCH2COCH3)t, (CH3
(CH3)HCO)4-tZr(CH3COCH2COOC2H5)t, (C4H9O)4-tZr(CH3COCH2COCH3)t, (C4H9O)4-tZr(CH3COCH2COOC2H5)t,
(C2H5(CH3)CO)4-tZr(CH3COCH2COCH3)t, (C2H5(CH3)CO)4-tZr(CH3COCH2COOC2H5)t, (CH3(CH3)HCO)3-tAl
(CH3COCH2COCH3)t, (CH3(CH3)HCO)3-tAl(CH3COCH2COOC2H5)t, (C4H9O)3-tAl(CH3COCH2COCH3)t, (C4H9O)3-tAl
(CH3COCH2COOC2H5)t, (C2H5(CH3)CO)3-tAl(CH3COCH2COCH3)t, and (C2H5(CH3)CO)3-tAl(CH3COCH2COOC2H5)t
are preferable as the metal chelate compound that can be used.
[0104] The amount of the metal chelate compound is 0.0001 to 10 parts by weight, and preferably 0.001 to 5 parts by
weight for 100 parts by weight of the total amount of the component (D) (presumed to be completely hydrolyzed and
condensed) at the time of hydrolysis and condensation. If the metal chelate compound is used in an amount of less than
0.0001 part by weight, coatability of the film may be impaired, and if more than 10 parts by weight, growth of polymers
may not be controlled, which may lead to gellation. The metal chelate compound may be previously added to the organic
solvent together with the component (D) at the time of hydrolysis and condensation, or may be dissolved or dispersed
in water when adding the water.
[0105] When the component (D) is hydrolyzed and condensed in the presence of the metal chelate compound, it is
preferable to use 0.5 to 20 mol of water, and particularly preferable to use 1 to 10 mol of water, for 1 mol of the total
amount of the component (D). If the amount of water is less than 0.5 mol, the hydrolysis and condensation reaction does
not proceed sufficiently, which may cause problems in applicability and storage stability. If more than 20 mol, polymer
deposition and gelling may occur during the hydrolysis and condensation reaction. Water is preferably added intermittently
or continuously.

(ii) Acidic catalyst

[0106] Organic acid or inorganic acid may be used as the acidic catalyst during hydrolysis and condensation of the
compound (D). Examples of the organic acid include acetic acid, propionic acid, butanoic acid, pentanoic acid, hexanoic
acid, heptanoic acid, octanoic acid, nonanoic acid, decanoic acid, oxalic acid, maleic acid, methylmalonic acid, adipic
acid, sebacic acid, gallic acid, butyric acid, mellitic acid, arachidonic acid, shikimic acid, 2-ethylhexanoic acid, oleic acid,
stearic acid, linolic acid, linoleic acid, salicylic acid, benzoic acid, p-aminobenzoic acid, p-toluenesulfonic acid, benze-
nesulfonic acid, monochloroacetic acid, dichloroacetic acid, trichloroacetic acid, trifluoroacetic acid, formic acid, malonic
acid, sulfonic acid, phthalic acid, fumaric acid, citric acid, tartaric acid, maleic anhydride, fumaric acid, itaconic acid,
succinic acid, mesaconic acid, citraconic acid, malic acid, malonic acid, hydrolysate of glutaric acid, hydrolysate of maleic
anhydride, and hydrolysate of phthalic anhydride. As examples of the inorganic acid, hydrochloric acid, nitric acid, sulfuric
acid, fluoric acid, and phosphoric acid can be given. Among these, organic acids are preferable due to small possibility
of polymer deposition and gelling during the hydrolysis and condensation reaction. A compound having a carboxyl group
is more preferable. A hydrolysis and condensation product obtained by using acetic acid, oxalic acid, maleic acid, formic
acid, malonic acid, phthalic acid, fumaric acid, itaconic acid, succinic acid, mesaconic acid, citraconic acid, malic acid,
malonic acid, glutaric acid, or maleic anhydride is particularly preferable. The acid catalysts may be used individually or
in combination of two or more.
[0107] The amount of the acidic catalyst is 0.0001 to 10 parts by weight, and preferably 0.001 to 5 parts by weight,
for 100 parts by weight of the total amount of the component (D) (presumed to be completely hydrolyzed and condensed)
at the time of hydrolysis and condensation. If the acidic catalyst is used in an amount of less than 0.0001 part by weight,
coatability of the film may be impaired, and if more than 10 parts by weight, the hydrolysis and condensation reaction
may proceed too rapidly, which may lead to gellation. The acidic catalyst may be previously added to the organic solvent
together with the component (D) at the time of hydrolysis and condensation, or may be dissolved or dispersed in water
when adding the water.
[0108] When the component (D) is hydrolyzed and condensed in the presence of the acidic catalyst, it is preferable
to use 0.5 to 20 mol of water, and particularly preferable to use 1 to 10 mol of water, for 1 mol of the total amount of the
component (D). If the amount of water is less than 0.5 mol, the hydrolysis and condensation reaction does not proceed
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sufficiently, which may cause problems in applicability and storage stability. If more than 20 mol, polymer deposition
and gelling may occur during the hydrolysis and condensation reaction. Water is preferably added intermittently or
continuously.

1.1.3. Organic solvent

[0109] The above mentioned silane compounds may be hydrolyzed and condensed in an organic solvent when pre-
paring the hydrolysis-condensation products P1 and P2. Among the organic solvents described below, the organic
solvent shown by the following formula (10) is preferably used,

R28O(CHCH3CH2O)gammaR29 (10)

wherein R28 and R29 individually represent a hydrogen atom or a monovalent organic group selected from an alkyl group
having 1 to 4 carbon atoms and a group CH3CO-, and gamma is an integer of 1 to 2.
[0110] As examples of the alkyl group having 1 to 4 carbon atoms in the formula (10), the same compounds given as
the examples of the alkyl group in the formula (1) can be given.
[0111] Specific examples of the organic solvent shown by the formula (10) include propylene glycol monomethyl ether,
propylene glycol monoethyl ether, propylene glycol monopropyl ether, propylene glycol monobutyl ether, propylene
glycol dimethyl ether, propylene glycol diethyl ether, propylene glycol dipropyl ether, propylene glycol dibutyl ether,
dipropylene glycol monomethyl ether, dipropylene glycol monoethyl ether, dipropylene glycol monopropyl ether, dipro-
pylene glycol monobutyl ether, dipropylene glycol dimethyl ether, dipropylene glycol diethyl ether, dipropylene glycol
dipropyl ether, dipropylene glycol dibutyl ether, propylene glycol monomethyl ether acetate, propylene glycol monoethyl
ether acetate, propylene glycol monoprolyl ether acetate, propylene glycol monobutyl ether acetate, dipropylene glycol
monomethyl ether acetate, dipropylene glycol monoethyl ether acetate, dipropylene glycol monopropyl ether acetate,
dipropylene glycol monobutyl ether acetate, propylene glycol diacetate, and dipropylene glycol diacetate. Propylene
glycol monomethyl ether, propylene glycol monoethyl ether, propylene glycol monopropyl ether, propylene glycol
monobutyl ether, propylene glycol dimethyl ether, propylene glycol diethyl ether, propylene glycol monomethyl ether
acetate, propylene glycol monoethyl ether acetate, and propylene glycol monopropyl ether acetate are particularly
preferable. These solvents may be used individually or in combination of two or more. These solvent may contain some
amount of other solvents such as an ester solvent and an amide solvent together with the solvent shown by the formula
(10).

1.1.4. Composition of organic silica sol

[0112] The carbon atom content in the organic silica sol is 11 to 17 atom % in the film-forming composition according
to one embodiment of the invention. If the carbon content in the organic silica sol is less than 11 atom %, diffusion
obstruction at the time of the solid phase reaction is high, and the reaction proceeds only with difficulty even when
ultraviolet radiation is applied. If the carbon content in the organic silica sol is more than 17 atom %, molecular motility
becomes too active, leading to a low modulus of elasticity which, in some cases, may cause the film to exhibit a glass
transition. The carbon content of the organic silica sol refers to the percentage of carbon atoms in the organic silica sol,
and is determined by the elemental composition of the organic silica sol in which the hydrolysable groups in the com-
ponents, including the component (A), the component (B) when the component (B) is used, and the component (D)
when the component (D) is used, used for the preparation of the organic silica sol have been completely hydrolyzed into
silanol groups, and the silanol groups have been completely condensed to form siloxane bonds. Specifically, the carbon
content is calculated using the following formula. 

[0113] The weight average molecular weight of the organic silica sol may be 500 to 500,000 in the film-forming
composition according to one embodiment of the invention. If the weight average molecular weight of the organic silica
sol exceeds this range, particles are easily produced and pores in the organic silica film become too large. If the weight
average molecular weight of the organic silica sol is below this range, coatability and storage stability may be impaired.
[0114] The film-forming composition according to one embodiment of the invention may not contain a reaction accel-
erator to accelerate the hydrolysis reaction and/or the condensation reaction of the organic silica sol. The term "reaction
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accelerator" means one of, or a combination of two or more of, a reaction initiator, a catalyst (acid generator or base
generator), and a photosensitizer having a ultraviolet absorption function. As mentioned above, the silica film cured by
using an acid generator or a base generator usually has many residual silanols and high hygroscopicity. As a result, the
film has a high relative dielectric constant. Furthermore, the composition having an acid generator or a base generator
may not satisfy the quality of an insulating film for LSI semiconductor devices requiring high insulation reliability, because
the acid generator, the base generator, or the acid or base materials generated by the acid generator or the base
generator becomes an electric charge carrier which impairs insulation and degrades metal wires. These problems may
be avoided according to one embodiment of the invention since the film-forming composition may be cured with heat
and ultraviolet radiation without a reaction accelerator.
[0115] In the film-forming composition according to one embodiment of the invention, it is preferable that the sodium
content, the potassium content, and the iron content be respectively 100 ppb or less. These elements are a source of
contamination in semiconductor devices, and it is preferable to remove these elements as far as possible.
[0116] The total solid content in the film-forming composition according to one embodiment of the invention is preferably
0.1 to 20 wt%, which may be appropriately adjusted according to the purpose of use. By having the total solid content
of the film-forming composition according to one embodiment of the invention at 0.1 to 20 wt%, a suitable thickness of
the coated film and better storage stability may be obtained. If necessary, the total solid content may be adjusted by
concentration or dilution with an organic solvent.

1.2. Organic solvent

[0117] As the organic solvent which may be used in the film-forming composition according to one embodiment of the
invention, at least one solvent selected from the group consisting of an alcohol solvent, a ketone solvent, an amide
solvent, an ether solvent, an ester solvent, an aliphatic hydrocarbon solvent, an aromatic solvent, and a halogen-con-
taining solvent may be used.
[0118] The following solvents can be given as examples of the alcohol solvent: monohydric alcohols such as methanol,
ethanol, n-propanol, i-propanol, n-butanol, i-butanol, sec-butanol, t-butanol, n-pentanol, i-pentanol, 2-methylbutanol,
sec-pentanol, t-pentanol, 3-methoxybutanol, n-hexanol, 2-methylpentanol, sec-hexanol, 2-ethylbutanol, sec-heptanol,
heptanol-3, n-octanol, 2-ethylhexanol, sec-octanol, n-nonyl alcohol, 2,6-dimethylheptanol-4, n-decanol, sec-undecyl
alcohol, trimethylnonyl alcohol, sec-tetradecyl alcohol, sec-heptadecyl alcohol, furfuryl alcohol, phenol, cyclohexanol,
methylcyclohexanol, 3,3,5-trimethylcyclohexanol, benzyl alcohol, and diacetone alcohol; polyhydric alcohols such as
ethylene glycol, 1,2-polyethylene glycol, 1,3-butylene glycol, pentanediol-2,4, 2-methylpentanediol-2,4, hexanediol-2,5,
heptanediol-2,4, 2-ethylhexanediol-1,3, diethylene glycol, dipropylene glycol, triethylene glycol, and tripropylene glycol;
polyhydric alcohol partial ether solvents such as ethylene glycol monomethyl ether, ethylene glycol monoethyl ether,
ethylene glycol monopropyl ether, ethylene glycol monobutyl ether, ethylene glycol monohexyl ether, ethylene glycol
monophenyl ether, ethylene glycol mono-2-ethylbutyl ether, diethylene glycol monomethyl ether, diethylene glycol mo-
noethyl ether, diethylene glycol monopropyl ether, diethylene glycol monobutyl ether, diethylene glycol monohexyl ether,
propylene glycol monomethyl ether, propylene glycol monoethyl ether, propylene glycol monopropyl ether, propylene
glycol monobutyl ether, dipropylene glycol monomethyl ether, dipropylene glycol monoethyl ether, and dipropylene glycol
monopropyl ether. These alcohol solvents may be used individually or in combination of two or more.
[0119] As examples of the ketone solvent, acetone, methyl ethyl ketone, methyl n-propyl ketone, methyl n-butyl ketone,
diethyl ketone, methyl i-butyl ketone, methyl n-pentyl ketone, ethyl n-butyl ketone, methyl n-hexyl ketone, di-i-butyl
ketone, trimethylenonanone, cyclopentanone, cyclohexanone, cycloheptanone, cyclooctanone, 2-hexanone, methylcy-
clohexanone, 2,4-pentanedione, acetonylacetone, diacetone alcohol, acetophenone, and fenchone can be given. These
ketone solvents may be used individually or in combination of two or more.
[0120] As examples of the amide solvent, nitrogen-containing solvents such as N,N-dimethylimidazolidinone, N-meth-
ylformamide, N,N-dimethylformamide, N,N-diethylformamide, acetamide, N-methylacetamide, N,N-dimethylacetamide,
N-methylpropioneamide, and N-methylpyrrolidone can be given. These amide solvents may be used individually or in
combination of two or more.
[0121] As examples of the ether solvent, ethyl ether, i-propyl ether, n-butyl ether, n-hexyl ether, 2-ethylhexyl ether,
ethylene oxide, 1,2-propylene oxide, dioxolane, 4-methyl dioxolane, dioxane, dimethyl dioxane, ethylene glycol mono-
methyl ether, ethylene glycol dimethyl ether, ethylene glycol monoethyl ether, ethylene glycol diethyl ether, ethylene
glycol mono-n-butyl ether, ethylene glycol mono-n-hexyl ether, ethylene glycol monophenyl ether, ethylene glycol mono-
2-ethyl butyl ether, ethylene glycol dibutyl ether, diethylene glycol monomethyl ether, diethylene glycol dimethyl ether,
diethylene glycol monoethyl ether, diethylene glycol diethyl ether, diethylene glycol mono-n-butyl ether, diethylene glycol
di-n-butyl ether, diethylene glycol mono-n-hexyl ether, ethoxy triglycol, tetraethylene glycol di-n-butyl ether, propylene
glycol monomethyl ether, propylene glycol monoethyl ether, propylene glycol monopropyl ether, propylene glycol
monobutyl ether, dipropylene glycol monomethyl ether, dipropylene glycol monoethyl ether, tripropylene glycol mono-
methyl ether, tetrahydrofuran, 2-methyltetrahydrofuran, diphenyl ether, and anisole can be given. These ether solvents
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may be used individually or in combination of two or more.
[0122] As examples of the ester solvent, diethyl carbonate, propylene carbonate, methyl acetate, ethyl acetate, gamma-
butyrolactone, gamma-valerolactone, n-propyl acetate, i-propyl acetate, n-butyl acetate, i-butyl acetate, sec-butyl ace-
tate, n-pentyl acetate, sec-pentyl acetate, 3-methoxybutyl acetate, methylpentyl acetate, 2-ethylbutyl acetate, 2-ethyl-
hexyl acetate, benzyl acetate, cyclohexyl acetate, methylcyclohexyl acetate, n-nonyl acetate, methyl acetoacetate, ethyl
acetoacetate, ethylene glycol monomethyl ether acetate, ethylene glycol monoethyl ether acetate, diethylene glycol
monomethyl ether acetate, diethylene glycol monoethyl ether acetate, diethylene glycol mono-n-butyl ether acetate,
propylene glycol monomethyl ether acetate, propylene glycol monoethyl ether acetate, propylene glycol monopropyl
ether acetate, propylene glycol monobutyl ether acetate, dipropylene glycol monomethyl ether acetate, dipropylene
glycol monoethyl ether acetate, glycol diacetate, methoxy triglycol acetate, ethyl propionate, n-butyl propionate, i-amyl
propionate, diethyl oxalate, di-n-butyl oxalate, methyl lactate, ethyl lactate, n-butyl lactate, n-amyl lactate, diethyl
malonate, dimethyl phthalate, and diethyl phthalate can be given. These ester solvents may be used individually or in
combination of two or more.
[0123] As examples of the aliphatic hydrocarbon solvent, n-pentane, i-pentane, n-hexane, i-hexane, n-heptane, i-
heptane, 2,2,4-trimethylpentane, n-octane, i-octane, cyclohexane, and methylcyclohexane can be given. These aliphatic
hydrocarbon solvents may be used individually or in combination of two or more.
[0124] As examples of the aromatic hydrocarbon solvent, benzene, toluene, xylene, ethylbenzene, trimethylbenzene,
methylethylbenzene, n-propylebenzene, i-propylebenzene, diethylbenzene, i-butylbenzene, triethylbenzene, di-i-propyl-
benzene, n-amylnaphthalene, and trimethylbenzene can be given. These aromatic hydrocarbon solvents may be used
individually or in combination of two or more. As examples of the halogen-containing solvent, dichrolomethane, chloro-
form, freon, chlorobenzene, and dichlorobenzene can be given.
[0125] In the film-forming composition according to one embodiment of the invention, it is preferable to use an organic
solvent having a boiling point of less than 150°C. As the type of the solvent, an alcohol solvent, a ketone solvent, and
an ester solvent are particularly preferable. It is more preferable to use one or more of these solvents.

1.4. Other additives

[0126] The film-forming composition according to one embodiment of the invention may further contain an organic
polymer, a surfactant, a silane coupling agent. These additives may be added to the solvent in which the components
before preparing the film-forming composition according to one embodiment of the invention are either dissolved or
dispersed.

1.4.1. Organic polymer

[0127] The organic polymer used in the film-forming composition according to one embodiment of the invention may
be added as a decomposable component to form pores in the silica films. The addition of these organic polymers is
disclosed in references such as JP-A-2000-290590, JP-A-2000-313612, and "Templating Nanoporosity in Thin Film
Dielectric Insulators" by Hedrick, J.L., et al., Adv. Mater., 10 (13), 1049, 1998. The organic polymer similar to the polymer
described in the references may also be used.
[0128] As examples of the organic polymer, a polymer having a sugar chain structure, a vinyl amide polymer, a (meth)
acrylic polymer, an aromatic vinyl compound polymer, a dendrimer, a polyimide, a polyamic acid, a polyarylene, a
polyamide, a polyquinoxaline, a polyoxadiazole, a fluorine polymer, and a polymer having a polyalkylene oxide structure
can be given.

1.4.2. Surfactant

[0129] As examples of the surfactant, a nonionic surfactant, an anionic surfactant, a cationic surfactant, and an am-
photeric surfactant can be given. Specific examples include a fluorine-containing surfactant, a silicone surfactant, a
polyalkylene oxide surfactant, and a poly(meth)acrylate surfactant. Of these, the fluorine-containing surfactant and the
silicone surfactant are preferable.
[0130] As examples of the fluorine-containing surfactant, compounds having a fluoroalkyl or fluoroalkylene group in
at least one of the molecular terminal, main chain, and side chain, such as 1,1,2,2-tetrafluorooctyl (1,1,2,2-tetrafluoro-
propyl) ether, 1,1,2,2-tetrafluorooctyl hexyl ether, octaethylene glycol di(1,1,2,2-tetrafluorobutyl) ether, hexaethylene
glycol (1,1,2,2,3,3-hexafluoropentyl) ether, octapropylene glycol di(1,1,2,2-tetrafluorobutyl) ether, hexapropylene glycol
di(1,1,2,2,3,3-hexafluoropentyl) ether, sodium perfluorododecylsulfonate, 1,1,2,2,8,8,9,9,10,10-decafluorododecane,
1,1,2,2,3,3-hexafluorodecane, N-[3-(perfluorooctanesulfonamide)-propyl]-N,N’-dimethyl-N-carboxymethylene ammoni-
um betaine, perfluoroalkylsulfonamide propyltrimethyl ammonium salt, perfluoroalkyl-N-ethylsulfonyl glycine salt, bis(N-
perfluorooctylsulfonyl-N-ethylaminoethyl) phosphate, and monoperfluoroalkylethyl phosphate can be given.
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[0131] As examples of commercially available products of the fluorine-containing surfactant, Megafac F142D, F172,
F173, F183 (manufactured by Dainippon Ink and Chemicals, Inc.), Eftop EF301, EF303, EF352 (manufactured by Shin-
Akita Kasei Co., Ltd.), Fluorad FC-430, FC-431 (manufactured by Sumitomo 3M, Ltd.), Asahi Guard AG710, Surflon S-
382, SC-101, SC-102, SC-103, SC-104, SC-105, SC-106 (manufactured by Asahi Glass Co., Ltd.), BM-1000, BM-1100
(manufactured by BM Chemie), and NBX-15 (manufactured by NEOS Co., Ltd.) can be given. Among these, Megafac
F172, BM-1000, BM-1100, and NBX-15 are particularly preferable.
[0132] As the silicone surfactant, SH7PA, SH21PA, SH30PA, ST94PA (manufactured by Toray-Dow Coming Silicone
Co., Ltd.) may be used. Among these, SH28PA and SH30PA are particularly preferable.
[0133] The surfactant is used in an amount of usually 0.00001 to 1 part by weight for 100 parts by weight of the film-
forming composition. These surfactants may be used individually or in combination of two or more.

1.4.3. Silane coupling agent

[0134] As examples of the silane coupling agents, 3-glycidyloxypropyltrimethoxysilane, 3-aminoglycidyloxypropyltri-
ethoxysilane, 3-methacryloxypropyltrimethoxysilane, 3-glycidyloxypropylmethyldimethoxysilane, 1-methacryloxypropyl-
methyldimethoxysilane, 3-aminopropyltrimethoxysilane, 3-aminopropyltriethoxysilane, 2-aminopropyltrimethoxysilane,
2-aminopropyltriethoxysilane, N-(2-aminoethyl)-3-aminopropyltrimethoxysilane, N-(2-aminoethyl)-3-aminopropylmeth-
yldimethoxysilane, 3-ureidopropyltrimethoxysilane, 3-ureidopropyltriethoxysilane, N-ethoxycarbonyl-3-aminopropyltri-
methoxysilane, N-ethoxycarbonyl-3-aminopropyltriethoxysilane, N-triethoxysilylpropyltriethylenetriamine, N-triethoxys-
ilylpropyltriethylenetriamine, 10-trimethoxysilyl-1,4,7-triazadecane, 10-triethoxysilyl-1,4,7-triazadecane, 9-trimethoxys-
ilyl-3,6-diazanonylacetate, 9-triethoxysilyl-3,6-diazanonylacetate, N-benzyl-3-aminopropyltrimethoxysilane, N-benzyl-3-
aminopropyltriethoxysilane, N-phenyl-3-aminopropyltrimethoxysilane, N-phenyl-3-aminopropyltriethoxysilane, N-bis
(oxyethylene)-3-aminopropyltrimethoxysilane, and N-bis(oxyethylene)-3-aminopropyltriethoxysilane can be given.
These silane coupling agents may be used individually or in combination of two or more.

2. Method for forming organic silica film

[0135] The method of forming an organic silica film according to one embodiment of the invention comprises applying
the above film-forming composition to a substrate to form a coating, heating the coating, and irradiating the coating with
ultraviolet rays to cure the coating. In the curing treatment, it is desirable to heat the coating while applying ultraviolet
radiation. The condensation reaction of the organic silica sol can be fully attained and the target organic silica film can
be obtained at a comparatively low temperature in a short period of time by heating the coating while applying ultraviolet
radiation. The curing can be carried out preferably in 30 seconds to 10 minutes, and more preferably in 30 seconds to
7 minutes by heating while applying ultraviolet radiation.
[0136] Since the method of forming the organic silica film according to one embodiment of the invention can cure the
film at a low temperature in a short period of time, a sheet-feed process can be used in the manufacture of LSI without
damage to semiconductor devices.
[0137] The curing method of the coated film is described below in detail.
[0138] Ultraviolet rays with a wavelength of 250 nm or less, preferably 150 to 250 nm may be used in the ultraviolet
radiation. Ultraviolet rays with a wavelength in this range can complete the condensation reaction of the molecule in the
organic silica sol at a low temperature in a short time without using a reaction accelerator suitable for ultraviolet radiation.
If the wavelength of ultraviolet rays is more than 250 nm, the condensation reaction of the organic silica sol is not
sufficiently accelerated. If the wavelength is less than 150 nm, the organic group in the organic silica sol is easily
decomposed or dissociated from the silicon atom.
[0139] It is preferable to use a light source emitting a number of light rays with different wavelengths of 250 nm or less
when applying ultraviolet radiation in order to prevent a local change in film properties due to standing waves caused
by reflection of the substrate to which the film-forming composition is applied.
[0140] In the method of forming an organic silica film according to one embodiment of the invention, the heating
temperature during curing the coating is preferably from 300 to 450°C. If the temperature is lower than 300°C, motility
of the molecular chains in the organic silica sol remains inactive. A sufficiently high rate of condensation cannot be
achieved. If the heating temperature is higher than 450°C, the molecules in the organic silica sol are easily decomposed.
In addition, a temperature higher than 450°C precludes the other steps in the semiconductor device manufacturing
process which are usually performed at a temperature of 450°C or less, such as a copper damascene process. A hot
plate, infrared lamp annealing may be used for example for heating while applying ultraviolet irradiation.
[0141] In the method of forming an organic silica film according to one embodiment of the invention, the coating may
be cured in an inert atmosphere or under reduced pressure. In the curing treatment, it is particularly preferable to apply
ultraviolet radiation in the absence of oxygen. The term "absence of oxygen" refers to the conditions in which the oxygen
partial pressure is preferably 0.5 kPa or less, more preferably 0.1 kPa or less, and particularly preferably 0.01 kPa or



EP 1 981 074 B1

20

5

10

15

20

25

30

35

40

45

50

55

less. If the oxygen partial pressure is more than 0.5 kPa, ozone is produced during the ultraviolet radiation. The ozone
oxidizes the silica sol condensate and increases hydrophilicity of the resulting organic silica film, which easily induces
an increase in the moisture absorption and the relative dielectric constant of the film. An organic silica film which is highly
hydrophobic and does not easily induce an increase in the relative dielectric constant can be obtained by curing in the
absence of oxygen.
[0142] In the method of forming an organic silica film of the embodiment, ultraviolet radiation may be applied in an
inert gas atmosphere. The inert gas that can be used includes N2, He, Ar, Kr, and Xe. Of these, He and Ar are preferable.
The film is oxidized only with difficulty by applying ultraviolet radiation an inert gas atmosphere, whereby the relative
dielectric constant of the film can be maintained at a low level.
[0143] In the method of forming an organic silica film according to one embodiment of the invention, ultraviolet radiation
may be applied either under pressure or under reduced pressure. The pressure is preferably from 0.001 to 1000 kPa,
and more preferably from 0.001 to 101.3 kPa. If the pressure is outside of the above range, the degree of curing may
not be uniform throughout a plane. In order to control the curing rate of the coating, the coating may be heated stepwise,
or an inert gas atmosphere such as nitrogen or reduced pressure may be selected as required.
[0144] As examples of the substrate on which the film-forming composition is applied, layers of an Si-containing
material such as Si, SiO2, SiN, SiC, and SiCN can be given. As the method of applying the film-forming composition on
the substrate, spin coating, an immersing method, a roll-coating method, a spray method, and the like can be given.
After applying the film-forming composition to a substrate, the solvent is removed to form a coated film. A film with a
thickness after drying of 0.05 to 2.5 micrometers (in the case of one application) or 0.1 to 5.0 micrometers (in the case
of duplicate application) may be formed. An organic silica film can be obtained by subjecting the resulting coated film to
the above-mentioned curing treatment.

3. Organic silica film

[0145] As clear from the later-described examples, the organic silica film according to one embodiment of the invention
has an extremely high modulus of elasticity and film density, and a low relative dielectric constant. Based on the high
modulus of elasticity, it can be said that the organic silica film according to one embodiment of the invention has a
sufficiently high crosslinking density. Specifically, the organic silica film of the embodiment has a relative dielectric
constant of preferably 1.5 to 3.5, more preferably 1.8 to 3.0, and still more preferably 1.8 to 2.5, a modulus of elasticity
of preferably 3.0 to 15.0 GPa, and more preferably 4.0 to 12.0 GPa, and a film density of preferably 0.7 to 1.3 g/cm3,
and more preferably 0.8 to 1.27 g/cm3. Based on these property values, the organic silica film according to one embod-
iment of the invention can be regarded as possessing extremely excellent mechanical characteristics and insulation film
characteristics such as a relative dielectric constant.
[0146] The organic silica film according to one embodiment of the invention has a contact angle with water of preferably
60° or more, more preferably 70° or more, and still more preferably 80° or more. This indicates that the organic silica
film according to one embodiment of the invention is hydrophobic. Since the organic silica film exhibits low hygroscopicity,
a low relative dielectric constant can be maintained. Due to the low hygroscopicity, the organic silica film is damaged
only with difficulty by RIE used in a semiconductor manufacturing process and has excellent resistance to a wet cleaning
liquid. This tendency is particularly remarkable in the case of the organic silica film with a low relative dielectric constant
k of 2.5 or less in which the insulation film itself has a porous structure.
[0147] As mentioned above, the organic silica film according to one embodiment of the invention has the following
characteristics:

(a) since the film-forming composition has a specific composition and specific carbon content, the film has excellent
insulation film characteristics such as a relative dielectric constant and modulus of elasticity and can formed in a
short time at a low temperature,
(b) since the film-forming composition need not contain ionic substances such as a photoacid generator, a photobase
generator, and a photosensitizer reactive to ultraviolet radiation, or a source of a charge carrier or a corrosive
compound, the film does not contain a substance that may pollute semiconductor devices,
(c) since damages to a transistor structure in a semiconductor process such as RIE and wet etching are very small
when using the organic silica film, the organic silica film can be cured by a sheet-feed process,
(d) since the organic silica film is highly hydrophobic and exhibits low hygroscopicity, a low relative dielectric constant
can be maintained, and
(e) since the organic silica film excels in mechanical characteristics such as modulus of elasticity, the film can be
used for forming a copper damascene structure.

[0148] In the film-forming composition according to one embodiment of the invention, motility of the molecular weight
chains is increased and residual silanol remaining after curing can be reduced due to inclusion of the hydrolysis-con-
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densation product P1 prepared by using the component (A) in which the proportion of the compound 2 (component Q)
is 40 mol% or less. Such a film-forming composition was confirmed to produce a film having low hygroscopicity as
compared with films requiring a long time for heat curing if applied and dried on a substrate and heated while applying
ultraviolet radiation preferably in the absence of oxygen. Although a detailed mechanism is not known, use of the film-
forming composition with a reduced content of the component Q and heating during curing are considered to lower the
diffusion obstruction at the time of the solid phase reaction, and ultraviolet radiation is considered to increase probability
of the reaction in excited sites.
[0149] In other words, in the film-forming composition according to one embodiment of the invention, the condensation
degree is increased to a larger extent by heating and ultraviolet radiation in a short period of time as compared with a
general composition requiring a long time for curing with heat. The increase in the degree of condensation indicates a
decrease of residual silanol. 1. Due to the feature of the composition containing a larger amount of carbonaceous
components as compared with corresponding compositions in related art (for example, Example 1 of United States
Patent No. 6,413,647) as indicated by the carbon atom content of 11 to 17 atom % in the organic silica sol, in addition
to the increased degree of condensation, the hydrophobicity of the organic silica film after curing dramatically increases.
The increase in the degree of condensation also indicates an increase of the degree of crosslinking, which results in
improvement of mechanical strength such as modulus of elasticity.
[0150] Furthermore, since the film-forming composition according to one embodiment of the invention contains the
hydrolysis-condensation product P1 prepared by using the component (A) in which the proportion of the compound 2
(component Q) is 40 mol% or less, a film exhibiting a modulus of elasticity equivalent to or larger than the modulus of
elasticity of the film obtained from a composition which contains a hydrolysis-condensation product prepared by using
the component (A) in which the proportion of the component Q is more than 40 mol%, can be obtained by curing with
heating while applying ultraviolet radiation. In this manner, an organic silica film with sufficient hydrophobicity and high
modulus of elasticity can be obtained from the film-forming composition according to one embodiment of the invention.
[0151] In the film-forming composition according to one embodiment of the invention, motility of the molecular chains
is increased and residual silanol remaining after curing can be reduced particularly due to inclusion of the hydrolysis-
condensation product P1 prepared by using the component (A), which does not contain the component Q, and the
component (B) and the hydrolysis-condensation product P2 prepared by using the component (D). The organic silica
film obtained from the film-forming composition by heating while applying ultraviolet radiation, preferably in the absence
of oxygen, after coating and drying has low hygroscopicity and exhibits excellent mechanical characteristics and etching
resistance as compared with films requiring a long time for curing with heat. In this manner, an organic silica film with
sufficient hydrophobicity, high mechanical characteristics (high modulus of elasticity, crack resistance, etc.), and etching
resistance can be obtained.
[0152] Due to these characteristics, the organic silica film according to one embodiment of the invention is particularly
excellent as an interlayer dielectric for semiconductor devices such as LSI, system LSI, DRAM, SDRAM, RDRAM, and
D-RDRAM, and can be suitably used for semiconductor devices such as an etching stopper film, an overcoat such as
a surface coating for semiconductor devices, an intermediate layer in the semiconductor preparation process using
multiple layer resists, and an interlayer dielectric of multiple layer interconnecting substrates. The organic silica film
according to one embodiment of the invention is also useful for semiconductor devices including a copper damascene
process.

4. Examples

[0153] The invention will now be described in more detail by way of examples. However, these Examples should not
be considered as limitations to the invention. In the Examples and Comparative Examples, "part" and "%" respectively
refer to "part by weight" and "wt%" unless otherwise indicated.

4.1. Examples 1 to 5, Comparative Examples 1 to 5, and Reference Examples 1 to 8

[0154] The film-forming compositions were prepared and the silica films were formed by the following methods.

4.1.1. Preparation of film-forming composition

[0155] The film-forming compositions shown in Table 1 were used in Examples 1 to 5, Comparative Examples 1 to 5,
and Reference Examples 1 to 8. The film-forming compositions used in Examples 1 to 5, Comparative Examples 1 to
5, and Reference Examples 1 to 8 were prepared in the later-described Synthesis Examples 1 to 6 or prepared using
the hydrolysis-condensation products obtained in the later-described Preparation Examples 1 to 6.
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4.1.1-1. Synthesis Example 1

[0156] A 3-liter four-neck flask equipped with a thermometer, a condenser, a dropping funnel, and a stirrer, of which
the atmosphere was replaced with argon gas, was charged with 1 liter of dried tetrahydrofuran and 60 g of magnesium
metal. Argon gas was then bubbled into the mixture. 467.5 g of chloromethyltriethoxysilane was slowly added to the
mixture using the dropping funnel while stirring at 20°C.
[0157] After the addition, the mixture was stirred at 45°C for 24 hours. After cooling, magnesium salt produced was
removed from the reaction mixture by filtration. Then, tetrahydrofuran was removed from the filtrate by heating under
reduced pressure to obtain 260.1 g of a brown liquid polymer (i) (component (B)) which has a structural unit shown by
the following formula (11) (wherein n is an integer of 2 or more). The weight average molecular weight of the polymer
(i) was 1200.

4.1.1-2. Synthesis Example 2

[0158] In a separable flask made of quartz, 17 g of the polymer (i) (component (B)) obtained in Synthesis Example 1,
49 g of methyltrimethoxysilane, 9.6 g of tetramethoxysilane (component (A)), and 15.3 g of a 25% aqueous solution of
tetrapropylammonium hydroxide (TPAH) (component (C)) were dissolved in 250 g of methanol. The mixture was stirred
using a three-one motor, and the solution temperature was stabilized at 55°C. Next, a mixed solution of 40 g of ion-
exchanged water and 160 g of propylene glycol monoethyl ether was added over one hour.
[0159] After allowing the mixture to react at 55°C for four hours, 20 g of a 10% propylene glycol monopropyl ether
solution of acetic acid was added to the mixture. After reaction for a further 30 minutes, the reaction solution was cooled
to room temperature. The reaction solution was concentrated at 50°C under reduced pressure until the solid content
was reduced to 10% to obtain a film-forming composition A. The carbon content of the hybrid polymer (film-forming
composition A) obtained in this manner was 15.4 atom % and the weight average molecular weight of the condensate
(hydrolysis-condensation product P1) in the composition A was 21,000.

4.1.1-3. Synthesis Example 3

[0160] A quartz flask equipped with a condenser was charged with 8.3 g of a 20% aqueous solution of tetrabutylam-
monium hydroxide (TBAH), 118.6 g of ultra-pure water, and 516.1 g of isopropyl alcohol. The mixture was stirred at
40°C. After the addition of 34.4 g of tetraethoxysilane and 22.5 g of methyltriethoxysilane (component (D)) continuously
over one hour, the mixture was stirred at 80°C for a further one hour. After cooling the reaction solution to room tem-
perature, 1269.4 g of propylene glycol monopropyl ether and 55.5 g of a 20% acetic acid aqueous solution were added.
The reaction solution was concentrated under reduced pressure until the solid content was reduced to 10% to obtain a
film-forming composition B. The carbon content of the composition B was 10.5 atom % and the weight average molecular
weight of the condensate (hydrolysis-condensation product P2) in the composition B was 52,000.

4.1.1-4. Preparation Example 1

[0161] The composition A obtained in Synthesis Example 2 and the composition B obtained in Synthesis Example 3
were mixed so that the ratio of A:B was 80:20, to obtain a composition C. The carbon content of the composition C was
14.4 atom % and the weight average molecular weight of the mixture of the hydrolysis-condensation products (P1 and
P2) in the composition C was 26,000.

4.1.1-5. Preparation Example 2

[0162] The composition A obtained in Synthesis Example 2 and the composition B obtained in Synthesis Example 3
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were mixed so that the ratio of A:B was 50:50, to obtain a composition D. The carbon content of the composition D was
13.0 atom % and the weight average molecular weight of the mixture (mixture of hydrolysis-condensation products P1
and P2) in the composition D was 34,000.

4.1.1-6. Preparation Example 3

[0163] The composition A obtained in Synthesis Example 2 and the composition B obtained in Synthesis Example 3
were mixed so that the ratio of A:B was 20:80, to obtain a composition E. The carbon content of the composition E was
11.5 atom % and the weight average molecular weight of the mixture (mixture of hydrolysis-condensation products P1
and P2) in the composition E was 47,000.

4.1.1-7. Synthesis Example 4

[0164] A 3-liter four-neck flask equipped with a thermometer, a condenser, a dropping funnel, and a stirrer, of which
the atmosphere was replaced with argon gas, was charged with 1 liter of dried tetrahydrofuran and 55 g of magnesium
metal. Argon gas was then bubbled into the mixture. 80.3 g of chloromethylmethyldiethoxysilane was slowly added to
the mixture using the dropping funnel while stirring at 20°C.
[0165] After the addition, the mixture was stirred at 45°C for 24 hours. After cooling, magnesium salt produced was
removed from the reaction mixture by filtration. Then, tetrahydrofuran was removed from the filtrate by heating under
reduced pressure to obtain 75.2 g of a brown liquid polymer (ii) (component (B)) which has a structural unit shown by
the following formula (12) (wherein n is an integer of 2 or more). The weight average molecular weight of the polymer
(ii) was 1400.

4.1.1-8. Synthesis Example 5

[0166] In a separable flask made of quartz, 3.5 g of the polymer (ii) (component (B)) obtained in Synthesis Example
4, 40 g of methyltrimethoxysilane, 3 g of tetramethoxysilane (component (A)), and 40 mg of triethylamine (component
(C)) were dissolved in 250 g of methanol. The mixture was stirred using a three-one motor, and the solution temperature
was stabilized at 55°C. Next, a mixed solution of 40 g of ion-exchanged water and 160 g of propylene glycol monoethyl
ether was added over one hour.
[0167] After allowing the mixture to react at 55°C for four hours, 8 g of a 10% propylene glycol monopropyl ether
solution of acetic acid was added to the mixture. After reaction for a further 30 minutes, the reaction solution was cooled
to room temperature. The reaction solution was concentrated at 50°C under reduced pressure until the solid content
was reduced to 10% to obtain a film-forming composition F. The carbon content of the condensate obtained in this
manner was 15.7 atom % and the weight average molecular weight of the condensate (hydrolysis-condensation product
P1) in the composition F was 28,000.

4.1.1-9. Synthesis Example 6

[0168] A quartz flask equipped with a condenser was charged with 20.4 g of a 20% aqueous solution oftetrapropy-
lammonium hydroxide, 417.6 g of ultra-pure water, and 862.9 g of isopropyl alcohol. The mixture was stirred at 40°C.
After the addition of 69.4 g of tetraethoxysilane and 30.3 g of methyltrimethoxysilane (component (D)) continuously over
one hour, the mixture was stirred at 80°C for a further 30 minutes. After cooling the reaction solution to room temperature,
2002.5 g of propylene glycol monopropyl ether and 20.7 g of a 20% butylic acid aqueous solution were added. The
reaction solution was concentrated under reduced pressure until the solid content was reduced to 10% to obtain a film-
forming composition G. The carbon content of the composition G was 7.5 atom % and the weight average molecular
weight of the condensate (hydrolysis-condensation product P2) in the composition G was 73,000.
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4.1.1-10. Preparation Example 4

[0169] The composition F obtained in Synthesis Example 5 and the composition G obtained in Synthesis Example 6
were mixed so that the ratio of A:B was 80:20, to obtain a composition H. The carbon content of the composition H was
14.1 atom % and the weight average molecular weight of the mixture (a mixture of hydrolysis-condensation products
P1 and P2) in the composition H was 37,000.

4.1.1-11. Preparation Example 5

[0170] The composition F obtained in Synthesis Example 5 and the composition G obtained in Synthesis Example 6
were mixed so that the ratio of A:B was 60:40, to obtain a composition J. The carbon content of the composition J was
12.4 atom % and the weight average molecular weight of the mixture (hydrolysis-condensation products P1 and P2) in
the composition J was 46,000.

4.1.1-12. Preparation Example 6

[0171] The composition F obtained in Synthesis Example 5 and the composition G obtained in Synthesis Example 6
were mixed so that the ratio of A:B was 40:60, to obtain a composition K. The carbon content of the composition K was
10.8 atom % and the weight average molecular weight of the mixture (hydrolysis-condensation products P1 and P2) in
the composition K was 55,000.
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TABLE 1

Composition Blend
Carbon 
content 
(atom%)

Curing 
method

Conditions of curing with ultraviolet 
radiation

Properties

Temperatur
e (°C)

Time 
(min)

Oxygen 
partial 

pressur
e (kPa)

Relative 
dielectric 
constant

Delta k
Modulus 

of 
elasticity

Contact 
angle

Crack 
resistance

Example 1 C
A:B=80:

20
14.4 UV light 400 3 0.01 2.49 0.11 10.7 92 A

Example 2 D
A:B=50:

50
130. 
13.0

UV light 400 3 0.01 2.45 0.10 11.0 86 A

Example 3 E
A:B=20:

80
11.5 UV light 400 3 0.01 2.39 0.12 7.9 81 A

Comparative 
Example 2

B - 10.5 UV light 400 3 0.01 2.24 0.14 4.3 76 A

Example 4 H
F:G=80:

20
14.1 UV light 400 3 0.01 2.34 0.13 8.1 92 A

Example 5 J
F:G=60:

40
12.4 UV light 400 3 3 0.01 2.32 0.11 7.5 84 A

Comparative 
Example 3

F - 15.7 UV light 400 3 0.01 2.35 0.12 6.3 99 B

Comparative 
Example 4

G - 7.5 UV light 400 3 0.01 2.18 0.11 4.1 65 A

Comparative 
Example 5

K
F:G=40:

60
10.8 UV light 400 3 0.01 2.31 0.12 6.3 76 A

Reference 
Example 1

C
A:B=80:

20
14.4 Heat - - - 2.50 0.15 8.5 88 B

Reference 
Example 2

D
A:B=50:

50
13.0 Heat - - - 2.48 0.17 8.9 84 A

Reference 
Example 3

H
F:G=80:

20
14.1 Heat - - - 2.38 0.15 7.4 80 B
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(continued)

Composition Blend
Carbon 
content 
(atom%)

Curing 
method

Conditions of curing with ultraviolet 
radiation

Properties

Temperatur
e (°C)

Time 
(min)

Oxygen 
partial 

pressur
e (kPa)

Relative 
dielectric 
constant

Delta k
Modulus 

of 
elasticity

Contact 
angle

Crack 
resistance

Reference 
Example 4

J
F:G=60:

40
12.4 Heat - - - 2.34 0.18 7.2 81 A

Reference 
Example 5

C
A:B=80:

20
14.4 UV light 400 3 1.00 2.53 0.20 8.2 40 A

Reference 
Example 6

D
A:B=50:

50
13.0 UV light 400 3 1.00 2.56 0.22 8.3 35 A

Reference 
Example 7

H
F:G=80:

20
14.1 UV light 400 3 1.00 2.43 0.19 7.0 37 A

Reference 
Example 8

J
F:G=60:

40
12.4 UV light 400 3 1.00 2.41 0.20 6.8 29 A
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4.1.2. Formation of organic silica film

[0172] The organic silica films of Examples 1 to 4, Comparative Examples 1 to 10, and Reference Examples 1 to 4
were obtained from the compositions and the curing conditions shown in Table 1.
[0173] The film-forming compositions obtained in 4.1.1. were applied to 20,32 cm (8 inch) silicon wafers by a spin
coat method, and the coatings were heated at 90°C for one minute on a hot plate and dried at 200°C for one minute
under nitrogen atmosphere. The coatings were cured by applying ultraviolet radiation while heating on the hot plate to
obtain organic silica film samples. The type of the film-forming compositions and the curing conditions in Examples and
Comparative Examples are shown in Table 1.
[0174] White ultraviolet light including light with a wavelength of 250 nm or less was used as a source of ultraviolet
radiation. Since the ultraviolet radiation included white ultraviolet light, the luminance could not be measured by an
effective method.
[0175] In the curing treatment of Examples 1 to 5 and Comparative Examples 1 to 5, the coatings were heated while
applying ultraviolet radiation. On the other hand, in Reference Examples 1 to 4, the samples were obtained by only
heating the coatings at 420°C for 60 minutes without applying ultraviolet radiation. In Reference Examples 5 to 8, the
coatings were heated while applying ultraviolet radiation. In Examples 1 to 5, the partial pressure of oxygen was 0.01
kPa, while the partial pressure of oxygen was 1 kPa in Reference Examples 5 to 8.

4.1.3. Evaluation method

[0176] The organic silica films obtained in 4.1.2. and the condensates obtained in 4.1.1. were evaluated according to
the following methods.

4.1.3-1. Relative dielectric constant, delta k

[0177] An aluminum electrode pattern was formed by vapor deposition on the organic silica film formed by the method
mentioned above on an N-type 20,32 cm (8 inch) silicon wafer having a resistivity of 0.1 ohm·cm or less. The relative
dielectric constant of the organic silica film was measured using the sample by the CV method in which an electrode
"HP16451B" and a precision LCR meter "HP4284A" (both manufactured by Agilent) were used at a frequency of 100 kHz.
[0178] Delta k is the difference between the relative dielectric constant (k@RT) measured in an atmosphere of 40%
RH at 24°C and the relative dielectric constant (k@200°C) measured in a dry nitrogen atmosphere (delta k = k@RT -
k@200°C). An increase of the relative dielectric constant due to moisture absorption mainly by the film can be evaluated
by delta k. Generally, a film with delta k of 1.5 or more is an organic silica film with high moisture absorption.

4.1.3-2. Modulus of elasticity of silica film

[0179] Modulus of elasticity of the insulation film formed by the above-mentioned method was measured by a continuous
rigidity measuring method using a supermicro hardness meter "Nanoindentator XP" equipped with a Berkovich type
indenter.

4.1.3-3. Contact angle

[0180] In order to evaluate hydrophobicity of the film, the contact angle was measured by adding ultra-pure water
dropwise on the surface of the insulation film formed by the above-mentioned method using a contact angle measuring
device "Drop Master 500" manufactured by Kyowa Interface Science Co., Ltd. In general, the larger the surface tension
of the water droplet, the larger the contact angle and the higher the hydrophobicity of the insulation film. The higher the
hydrophobicity of the insulation film, the higher the etching resistance (for example, resistance to RIE or chemicals).

4.1.3-4. Crack resistance

[0181] Thin films with a thickness of 1 micrometer were prepared from the film-forming compositions and observed
using an optical microscope (�100). A sample on which no crack was observed was evaluated to have good crack
resistance and rated as "A", otherwise the sample was rated as "B".

4.1.3-5. Weight average molecular weight; Mw

[0182] The weight average molecular weight of the hydrolysis-condensation product was measured by size exclusion
chromatography (SEC) under the following conditions. Sample: was prepared by dissolving 0.1 g of the hydrolysis-
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condensation product in 100 cc of a 10 mmol/L LiBr-H3PO4 2-methoxyethanol solution.
Standard sample: Polyethylene oxide manufactured by Wako Pure Chemical Industries, Ltd.
Measurement system: High performance GPC apparatus ("HLC-8120" manufactured by Tosoh Corp.
Column: Three "TSK-GEL SUPER AWM-H" (15 cm in length), manufactured by Tosoh Corp., installed in series
Measurement temperature: 40°C
Flow rate: 0.6 ml/min
Detector: "UV-8220 RI" manufactured by Tosoh Corp.

4.1.4. Evaluation results

[0183] The results of evaluation of the dielectric constant, delta k, modulus of elasticity, contact angle, and crack
resistance of the films obtained in Examples 1 to 5, Comparative Examples 1 to 5, and Reference Examples 1 to 8 are
shown in Table 1.
[0184] The film obtained in Comparative Example 1 showed a large contact angle, indicating the hydrophobic prop-
erties, but was found to have poor crack resistance. The film obtained in Comparative Example 2 showed good crack
resistance, but the contact angle value suggests small hydrophobicity of the film. In contrast, the films obtained in
Examples 1 to 3 showed a larger contact angle and also exhibited good crack resistance. Furthermore, the films obtained
in Examples 1 and 2 had a modulus of elasticity higher than the films obtained in Comparative Examples 1 and 2,
indicating improvement of mechanical strength due to blending of the hydrolysis-condensation products P1 and P2 in
the compositions. Furthermore, the films obtained in Examples 1 and 2 had a large contact angle and a modulus of
elasticity higher than the films obtained in Comparative Examples 1 and 2, indicating that the blending ratio of the
hydrolysis-condensation products P1 and P2 in the compositions is an important factor affecting the mechanical strength
and etching resistance. The above tendencies were also found in the films obtained in Examples 4 and 5 and the films
obtained in Comparative Examples 3 to 5.
[0185] In Reference Examples 1 to 4, curing was carried out only using heat without using ultraviolet radiation. It was
confirmed that the films obtained in Reference Examples 1 to 4 showed a modulus of elasticity smaller than the modulus
of elasticity of the films obtained in Examples 1, 2, 4, and 5. The films obtained in Reference Examples 1 and 3 were
found to have poor crack resistance. Based on these results, curing by ultraviolet radiation was found to be superior to
curing with heat.
[0186] Reference Examples 5 and 8 are experiments in which an oxygen rich atmosphere was used in curing with
ultraviolet radiation. It can be seen that the films obtained in Reference Examples 5 to 8 showed significantly reduced
values of contact angle as compared with the films obtained in Examples 1 to 5, indicating an increase in the hydropho-
bicity. The reason is considered to be the result of conversion of oxygen in the atmosphere into ozone by ultraviolet
radiation, which is thought to have denatured the film into hydrophilic. These results indicate that the oxygen concentration
of the atmosphere is preferably maintained at a low level during ultraviolet radiation.
[0187] As is clear from the above Examples, an organic silica film with a low relative dielectric constant, low hygro-
scopicity, high mechanical strength, and excellent etching resistance can be formed using the film-forming composition
of the invention. Due to high mechanical strength, excellent etching resistance, a low relative dielectric constant, and
low hygroscopicity, the organic silica film of the invention can be suitably used as an interlayer dielectric for semiconductor
devices.

4.2 Examples 6 to 12, Comparative Examples 6 to 13, and Reference Examples 9 to 12

4.2.1. Preparation of film-forming composition

[0188] In Examples 6 to 12, Comparative Examples 6 to 13, and Reference Examples 9 to 12 described later, silica
films were prepared from the compositions K to R shown in Table 2. That is, the film-forming compositions used in
Examples 6 to 12, Comparative Examples 6 to 13, and Reference Examples 9 to 12 are the compositions K to R prepared
in the later-described Synthesis Examples 11 to 20, or compositions I to VIII which are obtained by mixing any two
compositions selected from the compositions K to R.

4.2.1-1. Synthesis Example 11

[0189] A 3-liter four-neck flask equipped with a thermometer, a condenser, a dropping funnel, and a stirrer, of which
the atmosphere was replaced with argon gas, was charged with 1 liter of dried tetrahydrofuran and 60 g of magnesium
metal. Argon gas was then bubbled into the mixture. 467.5 g of chloromethyltriethoxysilane was slowly added to the
mixture using the dropping funnel while stirring at 20°C.
[0190] After the addition, the mixture was stirred at 45°C for 24 hours. After cooling, magnesium salt produced was
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removed from the reaction mixture by filtration. Then, tetrahydrofuran was removed from the filtrate by heating under
reduced pressure to obtain 260.1 g of a brown liquid polymer (i) (component (B)) which has a structural unit shown by
the above formula (11) (wherein n is an integer of 2 or more). The weight average molecular weight of the polymer (i)
was 1200.

4.2.1-2. Synthesis Example 12

[0191] In a separable flask made of quartz, 21 g of the polymer (i) (component (B)) obtained in Synthesis Example
11, 32 g of methyltrimethoxysilane (component (A)), and 8.3 g of a 25% aqueous solution of tetrapropylammonium
hydroxide (TPAH) (component (C)) were dissolved in 500 g of methanol. 1. The mixture was stirred using a three-one
motor, and the solution temperature was stabilized at 55°C. Next, a mixed solution of 31 g of ion-exchanged water and
409 g of propylene glycol monoethyl ether was added over one hour.
[0192] After allowing the mixture to react at 55°C for four hours, 14 g of a 10% propylene glycol monopropyl ether
solution of acetic acid was added to the mixture. After reaction for a further 30 minutes, the reaction solution was cooled
to room temperature. The reaction solution was concentrated at 50°C under reduced pressure until the solid content
was reduced to 10% to obtain a film-forming composition K. The carbon content of the hybrid polymer (film-forming
composition K (hydrolysis-condensation product P1)) and the weight average molecular weight of the condensate in the
composition K are shown in Table 2.
[0193] The spectrum data of 29Si NMR spectrum (100 MHz) of the film-forming composition K (no diluent solvent) was
as follows. In the 29Si NMR measurement of the film-forming composition K, the total value of the integral of the peaks
found in the range from -90 to -120 ppm was less than 0.01, when the total value of the integral of the peaks existing in
50 to -80 ppm was presumed to be 1. -75 to -45 ppm (broad), -30 to -10 ppm (broad), 0 to 20 ppm (broad)

4.2.1-3. Synthesis Example 13

[0194] In a separable flask made of quartz, 21 g of the polymer (i) (component (B)) obtained in Synthesis Example
11, 28 g of methyltrimethoxysilane and 5.5 g of tetramethoxysilane (component (A)), and 8.7 g of a 25% aqueous solution
of tetrapropylammonium hydroxide (TPAH) (component (C)) were dissolved in 498 g of methanol. The mixture was
stirred using a three-one motor, and the solution temperature was stabilized at 55°C. Next, a mixed solution of 31 g of
ion-exchanged water and 407 g of propylene glycol monoethyl ether was added over one hour.
[0195] After allowing the mixture to react at 55°C for four hours, 15 g of a 10% propylene glycol monopropyl ether
solution of acetic acid was added to the mixture. After reaction for a further 30 minutes, the reaction solution was cooled
to room temperature. The reaction solution was concentrated at 50°C under reduced pressure until the solid content
was reduced to 10% to obtain a film-forming composition L. The carbon content of the hybrid polymer (film-forming
composition L) and the weight average molecular weight of the condensate in the composition L are shown in Table 2.
[0196] The spectrum data of 29Si NMR spectrum (100 MHz) of the film-forming composition L (no diluent solvent) was
as follows. In the 29Si NMR measurement of the film-forming composition L, the total value of the integral of the peaks
found in the range from -90 to -120 ppm was 0.01 or more, when the total value of the integral of the peaks existing in
50 to -80 ppm was presumed to be 1.
-115 to -90 ppm (broad), -75 to -45 ppm (broad), -40 to -30 ppm (broad), -20 to 10 ppm (broad), 10 to 30 ppm (broad)

4.2.1-4. Synthesis Example 14

[0197] A quartz flask equipped with a condenser was charged with 8.3 g of a 20% aqueous solution of tetrabutylam-
monium hydroxide (TBAH), 118.6 g of ultra-pure water, and 516.1 g of isopropyl alcohol. The mixture was stirred at
40°C. After the addition of 34.4 g of tetraethoxysilane and 22.5 g methyltriethoxysilane (component (D)) continuously
over one hour, the mixture was stirred at 80°C for a further one hour. After cooling the reaction solution to room tem-
perature, 1269.4 g of propylene glycol monopropyl ether and 55.5 g of a 20% acetic acid aqueous solution were added.
The reaction solution was concentrated under reduced pressure until the solid content was reduced to 10% to obtain a
film-forming composition M. The carbon content of the film-forming composition M and the weight average molecular
weight of the condensate in the composition M are shown in Table 2.

4.2.1-5. Synthesis Example 15

[0198] A 3-liter four-neck flask equipped with a thermometer, a condenser, a dropping funnel, and a stirrer, of which
the atmosphere was replaced with argon gas, was charged with 1 liter of dried tetrahydrofuran and 55 g of magnesium
metal. Argon gas was then bubbled into the mixture. 67.9 g of chloromethylmethyldimethoxysilane was slowly added to
the mixture using the dropping funnel while stirring at 20°C.
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[0199] After the addition, the mixture was stirred at 45°C for 24 hours. After cooling, magnesium salt produced was
removed from the reaction mixture by filtration. Then, tetrahydrofuran was removed from the filtrate by heating under
reduced pressure to obtain 75.2 g of a brown liquid polymer (ii) (component (B)) which has a structural unit shown by
the above formula (12) (wherein n is an integer of 2 or more). The weight average molecular weight of the polymer (ii)
was 1400.

4.2.1-6. Synthesis Example 16

[0200] In a separable flask made of quartz, 11 g of the polymer (ii) (component (B)) obtained in Synthesis Example
15, 34 g of methyltrimethoxysilane (component (A)), and 0.89 g of triethylamine (TEA) (component (C)) were dissolved
in 507 g of methanol. 1. The mixture was stirred using a three-one motor, and the solution temperature was stabilized
at 55°C. Next, a mixed solution of 32 g of ion-exchanged water and 415 g of propylene glycol monoethyl ether was
added over one hour.
[0201] After allowing the mixture to react at 55°C for four hours, 12 g of a 10% propylene glycol monopropyl ether
solution of acetic acid was added to the mixture. After the reaction for a further 30 minutes, the reaction solution was
cooled to room temperature. The reaction solution was concentrated at 50°C under reduced pressure until the solid
content was reduced to 10% to obtain a film-forming composition N. The carbon content of the hybrid polymer (film-
forming composition N) and the weight average molecular weight of the condensate in the composition N are shown in
Table 2.
[0202] The spectrum data of 29Si NMR spectrum (100 MHz) of the film-forming composition N (no diluent solvent)
was as follows. In the 29Si NMR measurement of the film-forming composition N, the total value of the integral of the
peaks found in the range from -90 to -120 ppm was less than 0.01, when the total value of the integral of the peaks
existing in 50 to -80 ppm was presumed to be 1.
-75 to -45 ppm (broad), -30 to -10 ppm (broad), 0 to 20 ppm (broad)

4.2.1-7. Synthesis Example 17

[0203] In a separable flask made of quartz, 11 g of the polymer (ii) (component (B)) obtained in Synthesis Example
15, 31 g of methyltrimethoxysilane, 4 g of tetramethoxysilane (component (A)), and 0.92 g of triethylamine (TEA) (com-
ponent (C)) were dissolved in 506 g of methanol. The mixture was stirred using a three-one motor, and the solution
temperature was stabilized at 55°C. Next, a mixed solution of 33 g of ion-exchanged water and 414 g of propylene glycol
monoethyl ether was added over one hour.
[0204] After allowing the mixture to react at 55°C for four hours, 13 g of a 10% propylene glycol monopropyl ether
solution of acetic acid was added to the mixture. After the reaction for a further 30 minutes, the reaction solution was
cooled to room temperature. The reaction solution was concentrated at 50°C under reduced pressure until the solid
content was reduced to 10% to obtain a film-forming composition O. The carbon content of the hybrid polymer (film-
forming composition O) and the weight average molecular weight of the condensate in the composition O are shown in
Table 2.
[0205] The spectrum data of 29Si NMR spectrum (100 MHz) of the film-forming composition O (no diluent solvent)
was as follows. In the 29Si NMR measurement of the film-forming composition O, the total value of the integral of the
peaks found in the range from -90 to -120 ppm was 0.01 or more, when the total value of the integral of the peaks existing
in 50 to -80 ppm was presumed to be 1.
-115 to -90 ppm (broad), -75 to -45 ppm (broad), -40 to -30 ppm (broad), -20 to 10 ppm (broad), 10 to 30 ppm (broad)

4.2.1-8. Synthesis Example 18

[0206] A quartz flask equipped with a condenser was charged with 20.4 g of a 20% aqueous solution oftetrapropy-
lammonium hydroxide, 417.6 g of ultra-pure water, and 862.9 g of isopropyl alcohol. 1. The mixture was stirred at 40°C.
After the addition of 69.4 g of tetraethoxysilane and 30.3 g methyltrimethoxysilane (component (D)) continuously over
one hour, the mixture was stirred at 80°C for a further 30 minutes. After cooling the reaction solution to room temperature,
2002.5 g of propylene glycol monopropyl ether and 20.7 g of a 20% butylic acid aqueous solution were added. The
reaction solution was concentrated under reduced pressure until the solid content was reduced to 10% to obtain a film-
forming composition P. The carbon content of the film-forming composition P and the weight average molecular weight
of the condensate in the composition P are shown in Table 2.

4.2.1-9. Synthesis Example 19

[0207] In a separable quartz flask equipped with a condenser, 21 g of the polymer (i) (component (B)) obtained in
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Synthesis Example 11, 32 g of methyltrimethoxysilane (component (A)) were dissolved in 100 g of propylene glycol
monoethyl ether. The mixture was stirred using a three-one motor, and the solution temperature was stabilized at 55°C.
Next, 20 g of ion-exchanged water in which 0.10 g of oxalic acid was dissolved was added over one hour.
[0208] After reacting at 55°C for one hour, 400 g of propylene glycol monoethyl ether was added and the mixture was
cooled to room temperature. The reaction solution was concentrated under reduced pressure until the solid content was
reduced to 10% to obtain a film-forming composition Q. The carbon content of the hybrid polymer (film-forming composition
Q) and the weight average molecular weight of the condensate in the composition Q are shown in Table 2.

4.2.1-10. Synthesis Example 20

[0209] In a separable quartz flask equipped with a condenser, 34.4 g of tetraethoxysilane and 22.5 g of methyltriethox-
ysilane (component (D)) were dissolved in 100 g of propylene glycol monoethyl ether. The mixture was stirred using a
three-one motor, and the solution temperature was stabilized at 55°C. Next, 100 g of ion-exchanged water in which 0.10
g of oxalic acid was dissolved was added over one hour.
[0210] After reacting at 55°C for one hour, 400 g of propylene glycol monoethyl ether was added and the mixture was
cooled to room temperature. The reaction solution was concentrated under reduced pressure until the solid content was
reduced to 10% to obtain a film-forming composition R. The carbon content of the hybrid polymer (film-forming composition
R) and the weight average molecular weight of the condensate in the composition N are shown in Table 2.

4.2.1-11. Preparation Example 1

[0211] The compositions K to R obtained in Synthesis Examples 11 to 20 were mixed at the mass ratios shown in
Table 3 to obtain compositions I to VIII. The carbon content of each composition are shown in Table 3.
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TABLE 2

Composition Component (A) Component (B) Component (C) Component (D) Catalyst

Type
Carbon 

content (atom 
%)

Molecular 
weight

Component Q 
(mol%)

Component T 
(mol%)

(mol%) Type
Component Q 

(mol%)
Component T 

(mol%)
Type

K 17.0 19,000 0 60 40 TPAH - - -

L 16.3 20,000 9 51 40 TPAH - - -

M 10.5 52,000 - - - - 50 50 TBAH

N 18.6 21,000 0 67 33 TEA - - -

O 18.2 23,000 7 60 33 TEA - - -

P 7.5 73,000 - - - - 60 40 TPAH

Q 17.0 2,600 0 60 40 Oxalic acid - - -

R 10.5 3,100 - - - - 50 50 Oxalic acid
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TABLE 3

Composition

Carbon 
content 
(atom 

%)

Curing 
method

Conditions of curing with 
ultraviolet radiation

Properties of film

P1 P2
Ratio 
P1:P2

Temperatur
e (°C)

Tim
e 

(min
)

Oxygen 
partial 

pressur
e (kPa)

Relative 
dielectric 
constant

Delta 
k

Modulus 
of 

elasticity 
(GPa)

Chemical 
resistance

Crack 
resistance

Example 6 I K M
K:

M=80:
20

15.7 UV light 400 3 0.01 2.45 0.14 11.3 A A

Example 7 II K M
K:

M=50:
50

13.8 UV light 400 3 0.01 2.38 0.13 10.3 A A

Example 8 III K M
K:

M=20:
80

11.8 UV light 400 3 0.01 2.26 0.14 5.3 B A

Example 9 I L M
L:

M=80:
20

15.1 UV light 400 3 0.01 2.42 0.15 10.8 B A

Comparative 
Example 6

K K - - 17.0 UV light 400 3 0.01 2.55 0.18 9.5 A B

Comparative 
Example 7

L L - - 16.3 UV light 400 3 0.01 2.53 0.17 10.2 A B

Comparative 
Example 8

M M - - 10.5 UV light 400 3 0.01 2.24 0.14 4.3 B A

Example 10 IV N P
N:

P=70:
30

15.2 UV light 400 3 0.01 2.46 0.13 10.7 A A

Example 11 V O P
O:

P=70:
30

15.0 UV light 400 3 0.01 2.44 0.11 10.5 B A
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(continued)

Composition

Carbon 
content 
(atom 

%)

Curing 
method

Conditions of curing with 
ultraviolet radiation

Properties of film

P1 P2
Ratio 
P1:P2

Temperatur
e (°C)

Tim
e 

(min
)

Oxygen 
partial 

pressur
e (kPa)

Relative 
dielectric 
constant

Delta 
k

Modulus 
of 

elasticity 
(GPa)

Chemical 
resistance

Crack 
resistance

Example 12 VII Q M
Q:

M=80:
20

15.7 UV light 400 3 0.01 2.92 0.14 13.0 A B

Comparative 
Example 9

N N - - 16.7 UV light 400 3 0.01 2.51 0.19 9.7 A B

Comparative 
Example 10

O O - - 16.2 UV light 400 3 0.01 2.52 0.18 10.0 A B

Comparative 
Example 11

P P - - 7.5 UV light 400 3 0.01 2.18 0.11 4.1 B A

Comparative 
Example 12

VI N P
N:

P=30:
70

10.3 UV light 400 3 0.01 2.58 0.14 11.2 B A

Reference 
Example 9

I K M
K:

M=80:
20

15.7 Heat - - - 2.42 0.22 9.3 A B

Reference 
Example 10

V N P
N:

P=70:
30

15.2 Heat - 3 - 2.40 0.21 9.7 A B

Reference 
Example 11

I K M
K:

M=80:
20

15.7 UV light 400 3 1.00 2.60 0.20 10.3 B A

Reference 
Example 12

V N P
N:

P=70:
30

15.2 UV light 400 3 1.00 2.56 0.21 10.1 B A

Comparative 
Example 13

VIII K R
K:

R=80:
20

15.7 UV light 400 3 0.01 2.65 0.22 9.1 A B
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4.2.2. Preparation of organic silica film

[0212] The organic silica films of Examples 6 to 12, Comparative Examples 6 to 13, and Reference Examples 9 to 12
were obtained using the compositions K to R and compositions I to VIII shown in Table 2.
[0213] The film-forming compositions obtained in 4.2.1. were applied to 20,32 cm (8 inch) silicon wafers by a spin
coat method, and the coatings were heated at 90°C for one minute on a hot plate and dried at 200°C for one minutes
under a nitrogen atmosphere. The coatings were cured by applying ultraviolet radiation while heating on the hot plate
to obtain organic silica film samples. The type of the compositions and the curing conditions in Examples, Reference
Examples, and Comparative Examples are shown in Table 3.
[0214] White ultraviolet rays including rays with a wavelength of 250 nm or less were used as a source of ultraviolet
radiation. Since the ultraviolet radiation included white ultraviolet lights, the luminance could not be measured by an
effective method.
[0215] In the curing treatment of Examples 6 to 12, Comparative Examples 6 to 13, and Reference Examples 11 and
12, the coatings were cured by heating while applying ultraviolet radiation. On the other hand, in Reference Examples
9 and 10, the samples were obtained by merely heating the coatings at 420°C for 60 minutes without applying ultraviolet
radiation. In Examples 6 to 12 and Comparative Examples 6 to 13, the oxygen partial pressure was 0.01 kPa, while the
oxygen partial pressure was 1 kPa in Reference Examples 11 and 12.

4.2.3. Evaluation method

[0216] The organic silica films obtained in 4.2.2. and the condensates obtained in 4.2.1. were evaluated according to
the following methods.

4.2.3-1. Relative dielectric constant, delta k

[0217] An aluminum electrode pattern was formed by vapor deposition on the organic silica film formed by the method
mentioned above on an N-type 20,32 cm (8 inch) silicon wafer having resistivity of 0.1 ohm·cm or less. The relative
dielectric constant of the organic silica film was measured using the sample by the CV method in which an electrode
"HP16451B" and a precision LCR meter "HP4284A" (both manufactured by Agilent Technologies) were used at a
frequency of 100 kHz.
[0218] Delta k is the difference between the relative dielectric constant (k@RT) measured in an atmosphere of 40%
RH at 24°C and the relative dielectric constant (k@200°C) measured in a dry nitrogen atmosphere (delta k = k@RT -
k@200°C). An increase of the relative dielectric constant due to moisture absorption mainly by the film can be evaluated
by delta k. Generally, a film with a delta k of 0.15 or more is an organic silica film with high moisture absorption.

4.2.3-2. Modulus of elasticity

[0219] The modulus of elasticity of the organic silica film formed by the above-mentioned method was measured by
a continuous rigidity measuring method using a supermicro hardness meter "Nanoindentator XP" (manufactured by
MTS) equipped with a Berkovich type indenter.

4.2.3-3. Chemical resistance

[0220] An 20,32 cm (8-inch) silicon wafer on which the organic silica film was formed was dipped in a 0.2% diluted
hydrofluoric acid aqueous solution for three minutes at room temperature, and the thickness change before and after
dipping was inspected. If the residual film rate which is defined below was 99% or more, the film was judged to have
good chemical resistance and rated as "A", otherwise the films were rated as "B". 

4.2.3-4. Crack resistance

[0221] Organic silica films with a thickness of 1 micrometer were prepared from the insulation film-forming compositions
and were observed using an optical microscope (�100). A sample on which no crack was observed was evaluated to
have good crack resistance and rated as "A", otherwise the sample was rated as "B".
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4.2.3-5. Weight average molecular weight; Mw

[0222] The weight average molecular weight of the hydrolysis-condensation product was measured by size exclusion
chromatography (SEC) under the following conditions. Sample: was prepared by dissolving 0.1 g of the hydrolysis-
condensation product in 100 cc of a 10 mmol/L LiBr-H3PO4 2-methoxyethanol solution
Standard sample: Polyethylene oxide manufactured by Wako Pure Chemical Industries, Ltd.
Measurement system: High performance GPC apparatus "HLC-8120" manufactured by Tosoh Corp.
Column: Three "TSK-GEL SUPER AWM-H" (15 cm in length), manufactured by Tosoh Corp., installed in series
Measurement temperature: 40°C
Flow rate: 0.6 ml/min.
Detector: RI installed in a high performance GPC apparatus "HLC-8120" manufactured by Tosoh Corp.

4.2.3-6. 29Si NMR spectrum measurement

[0223] 29Si NMR spectrum (100 MHz) of the condensates was measured using "BRUKER AVANCE 500".

4.2.4 Evaluation results

[0224] The results of evaluation of the dielectric constant delta k, modulus of elasticity, chemical resistance, and crack
resistance of the organic silica films obtained in Examples 6 to 12, Comparative Examples 6 to 13, and Reference
Examples 9 to 12 are shown in Table 3.
[0225] The film obtained in Comparative Examples 6 and 7 showed good chemical resistance, but appeared to have
poor crack resistance. On the other hand, the films obtained in Examples 6 to 9 were found to have good crack resistance.
Furthermore, the films obtained in Examples 6, 7, and 9 had modulus of elasticity higher than the films obtained in
Comparative Examples 6 to 8, indicating improvement of mechanical strength due to blending of the hydrolysis-conden-
sation products P1 and P2 in the compositions. Films obtained in Examples 6 and 7 were found to exhibit crack resistance
and modulus of elasticity equivalent to the film obtained in Example 9, and to have particularly good chemical resistance
showing that inclusion of the component Q in the hydrolysis condensate P1 among the hydrolysis condensates to be
mixed is detrimental to chemical resistance. This is also shown in the characteristics of the films obtained in Examples
10 and 11, in which the same tendency was seen. In Comparative Example 12 in which the amount of the hydrolysis-
condensation product P1 was smaller than the amount of the hydrolysis-condensation product P2, the composition had
a small carbon content and produced a film with poor chemical resistance. In Example 12, the condensate P1 synthesized
by using an acid catalyst was used. It can be seen that, although the molecular weight of the condensate P1 used in
Example 12 was smaller than the molecular weight of the condensates P1 used in Examples 6 to 11, the films produced
in Examples 6 to 11 had a smaller relative dielectric constant and better crack resistance than the film obtained in
Example 12. On the other hand, although the condensate P2 synthesized using an acid catalyst was used in Comparative
Example 13, the resulting film showed poor crack resistance.
[0226] In Reference Examples 9 and 10, curing was carried out only using heat without using ultraviolet radiation. The
films obtained in Comparative Examples 9 and 10 showed smaller modulus of elasticity and poor crack resistance as
compared with the films obtained in Examples 6 and 10. Based on these results, curing by ultraviolet radiation was found
to be is superior to curing with heat.
[0227] Reference Examples 11 and 12 are experiments in which an oxygen-rich atmosphere was used in curing with
ultraviolet radiation. It was confirmed that the films obtained in Reference Examples 11 and 12 showed poor crack
resistance as compared with the films obtained in Examples 6 and 10. The reason is considered to be the result of
conversion of oxygen in the atmosphere into ozone by ultraviolet radiation, which is thought to have denatured the film
into hydrophilic. These results indicate that the oxygen concentration of the atmosphere is preferably maintained at a
low level during ultraviolet radiation.
[0228] As is clear from the above examples, an organic silica film with a low relative dielectric constant and low
hygroscopicity, and excellent mechanical strength and etching resistance can be formed using the film-forming compo-
sition of the invention. Due to high mechanical characteristics, excellent etching resistance, a low relative dielectric
constant, and low hygroscopicity, the organic silica film of the invention can be suitably used as an interlayer dielectric
of semiconductor devices.

Claims

1. An insulating-film-forming composition for a semiconductor device comprising an organic silica sol with a carbon
atom content of 11 to 17 atom % and an organic solvent, the organic silica sol comprising a hydrolysis-condensation
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product P1 and a hydrolysis-condensation product P2, the hydrolysis-condensation product P1 being obtained by
hydrolyzing and condensing (A) a silane monomer comprising a hydrolyzable group and (B) a polycarbosilane
comprising a hydrolyzable group in the presence of (C) a basic catalyst, and the hydrolysis-condensation product
P2 being obtained by hydrolyzing and condensing (D) a silane monomer comprising a hydrolyzable group.

2. The insulating-film-forming composition for a semiconductor device according to claim 1,
wherein the (A) silane monomer comprising a hydrolyzable group is at least one silane compound selected from
the group consisting of compounds shown by the following formulas (1) to (3),

RaSi(OR1)4-a (1)

wherein R represents a hydrogen atom, a fluorine atom, or a monovalent organic group, R1 represents a monovalent
organic group, and a represents 1 or 2,

Si (OR2)4 (2)

wherein R2 represents a monovalent organic group, and

R3
b (R4O)3-bSi- (R7)d-Si (OR5)3-cR6

c (3)

wherein R3 to R6 individually represent monovalent organic groups, b and c individually represent integers from 0
to 2, R7 represents an oxygen atom, a phenylene group, or a group -(CH2)m- (wherein m represents an integer from
1 to 6), and d represents 0 or 1.

3. The insulating-film-forming composition for a semiconductor device according to claim 2,
wherein the proportion of the compound shown by the formula (2) in the (A) silane monomer comprising a hydrolyzable
group is 40 mol% or less.

4. The insulating-film-forming composition for a semiconductor device according to claim 1,
wherein the (A) silane monomer comprising a hydrolyzable group is at least one compound selected from the group
consisting of compounds shown by the formula (1) and compounds of the formula (3).

5. The insulating-film-forming composition for a semiconductor device according to claim 4 comprising at least one
compound shown by the formula (1),
wherein the (A) silane monomer comprising a hydrolyzable group is a compound shown by the formula (1),
wherein the proportion of the compound of the formula (1) in which a is 1 in the compounds shown by the formula
(1) is 60 mass% or more.

6. The insulating-film-forming composition for a semiconductor device according to claim 4 or 5,
wherein the hydrolysis-condensation product P1 does not comprises a site in which one silicon atom is substituted
with four oxygen atoms.

7. The insulating-film-forming composition for a semiconductor device according to any one of claims 1 to 6,
wherein the organic silica sol comprises the hydrolysis-condensation product P1 and the hydrolysis-condensation
product P2 in a proportion satisfying the relationship of P1/(P1+P2) ≥ 0.5 (mass ratio); and/or
wherein the (B) polycarbosilane comprising a hydrolyzable group has a structural unit shown by the following formula
(4),

wherein R8 represents a group selected from the group consisting of a hydrogen atom, a halogen atom, a hydroxyl
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group, an alkoxy group, an acyloxy group, a sulfone group, a methanesulfone group, a trifluoromethanesulfone
group, an alkyl group, an aryl group, an allyl group, and a glycidyl group, R9 represents a group selected from the
group consisting of a halogen atom, a hydroxyl group, an alkoxy group, an acyloxy group, a sulfone group, a
methanesulfone group, a trifluoromethanesulfone group, an alkyl group, an aryl group, an allyl group, and a glycidyl
group, R10 and R11 individually represent a group selected from the group consisting of a halogen atom, a hydroxyl
group, an alkoxy group, an acyloxy group, a sulfone group, a methanesulfone group, a trifluoromethanesulfone
group, an alkyl group having 2 to 6 carbon atoms, an aryl group, an allyl group, and a glycidyl group, R12 to R14

individually represent a substituted or unsubstituted methylene group, an alkylene group, an alkenylene group, an
alkynylene group, or an arylene group, and e, f, and g individually represent an integer from 0 to 10,000, provided
that 5<e+f+g<10,000 is satisfied; and/or
wherein the (D) silane monomer comprising a hydrolyzable group is at least one compound selected from the group
consisting of the compound shown by the following formula (5), the compound shown by the following formula (6),
the compound shown by the following formula (7), and the compound shown by the following formula (8),

R15 Si (OR16)3 (5)

wherein R15 and R16 individually represent an alkyl group or an aryl group,

Si(OR17)4 (6)

wherein R17 represents an alkyl group or an aryl group,

(R18)2Si(OR19)2 (7)

wherein R18 represents an alkyl group or an aryl group, and R19 represents an alkyl group or an aryl group, and

R21
b(R22O)3-bSi-(R25)d-Si(OR23)3-cR24

c (8)

wherein R21 to R24 individually represent an alkyl group or an aryl group, b and c individually represent an integer
from 0 to 2, R25 represents an oxygen atom, a phenylene group, or a group -(CH2)m- (wherein m represents an
integer from 1 to 6), and d represents 0 or 1.

8. The insulating-film-forming composition for a semiconductor device according to claim 7,
wherein the (D) silane monomer comprising a hydrolyzable group comprises 10 to 60 mol% of the compound shown
by the formula (5) and 40 to 90 mol% of the compound shown by the formula (6).

9. The insulating-film-forming composition for a semiconductor device according to any one of claims 1 to 8,
wherein the weight average molecular weight of the hydrolysis-condensation product P2 is larger than the weight
average molecular weight of the hydrolysis-condensation product P1; and/or
the insulating-film-forming composition for a semiconductor device not comprising a reaction accelerator responsive
to ultraviolet radiation.

10. A method for producing the insulating-film-forming composition for a semiconductor device according to any one of
claims 1 to 9 comprising:

hydrolyzing and condensing (A) a silane monomer comprising a hydrolyzable group and (B) a polycarbosilane
comprising a hydrolyzable group in the presence of (C) a basic catalyst to form a hydrolysis-condensation
product P1 and hydrolyzing and
condensing (D) a silane monomer comprising a hydrolyzable group to form the hydrolysis-condensation product
P2.

11. A method for forming an organic silica film comprising applying the insulating-film-forming composition for a semi-
conductor device according to any one of claims 1 to 9 to a substrate to form a coating, heating the coating, and
irradiating the coating with ultraviolet rays to cure the coating.

12. The method for forming an organic silica film according to claim 11,
wherein the ultraviolet radiation has a wavelength of 250 nm or less; and/or
wherein the coating is heated while applying the ultraviolet radiation; and/or
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wherein the coating is heated at 300 to 450°C; and/or
wherein the ultraviolet radiation is applied in the absence of oxygen.

13. An organic silica film obtained by the method for forming an organic silica film according to claim 12 and having a
relative dielectric constant of 1.5 to 3.5 and a film density of 0.7 to 1.3 g/cm3.

14. A wiring structure comprising the organic silica film according to claim 13 as an interlayer dielectric.

15. A semiconductor device comprising the wiring structure according to claim 14.

Patentansprüche

1. Isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement, die ein organisches Silicasol mit einem
Kohlenstoffatomgehalt von 11 bis 17 Atom% und ein organisches Lösungsmittel umfasst, wobei das organische
Silicasol ein Hydrolysekondensationsprodukt P1 und ein Hydrolysekondensationsprodukt P2 umfasst, wobei das
Hydrolysekondensationsprodukt P1 durch Hydrolysieren und Kondensieren (A) eines Silanmonomers, das eine
hydrolysierbare Gruppe umfasst, und (B) eines Polycarbosilans, das eine hydrolysierbare Gruppe umfasst, in der
Gegenwart (C) eines basischen Katalysators erhalten ist und das Hydrolysekondensationsprodukt P2 durch Hydro-
lysieren und Kondensieren (D) eines Silanmonomers, das eine hydrolysierbare Gruppe umfasst, erhalten ist.

2. Isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement nach Anspruch 1,
wobei das (A) Silanmonomer, das eine hydrolysierbare Gruppe umfasst, mindestens eine Silanverbindung ausge-
wählt aus der Gruppe, die aus durch die folgenden Formeln (1) bis (3) gezeigten Verbindungen besteht, ist,

RaSi(OR1)4-a (1)

wobei R ein Wasserstoffatom, ein Fluoratom oder eine monovalente organische Gruppe darstellt, R1 eine mono-
valente organische Gruppe darstellt, und a 1 oder 2 darstellt,

Si(OR2)4 (2)

wobei R2 eine monovalente organische Gruppe darstellt und

R3
b(R4O)3-bSi-(R7)d-Si(OR5)3-cR6

c (3)

wobei R3 bis R6 selbständig monovalente organische Gruppen darstellen, b und c selbständig ganze Zahlen von 0
bis 2 darstellen, R7 ein Sauerstoffatom, eine Phenylengruppe, oder eine -(CH2)m- Gruppe (wobei m eine ganze
Zahl von 1 bis 6 darstellt) darstellt, und d 0 oder 1 darstellt.

3. Isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement nach Anspruch 2,
wobei der Anteil der durch die Formel (2) gezeigten Verbindung in dem (A) Silanmonomer, das eine hydrolysierbare
Gruppe umfasst, 40 mol-% oder weniger ist.

4. Isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement nach Anspruch 1,
wobei das (A) Silanmonomer, das eine hydrolysierbare Gruppe umfasst, mindestens eine Verbindung ausgewählt
aus der Gruppe, die aus durch die Formeln (1) gezeigten Verbindungen und Verbindungen der Formel (3) besteht, ist.

5. Isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement nach Anspruch 4, die mindestens eine durch
die Formel (1) gezeigte Verbindung umfasst,
wobei das (A) Silanmonomer, das eine hydrolysierbare Gruppe umfasst, eine durch die Formel (1) gezeigte Ver-
bindung ist,
wobei der Anteil der Verbindung der Formel (1), in welcher a gleich 1 ist, in den durch die Formel (1) gezeigten
Verbindungen 60 Massen% oder mehr ist.

6. Isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement nach einem der Ansprüche 4 oder 5,
wobei das Hydrolysekondensationsprodukt P1 keine Position umfasst, an welcher ein Siliciumatom mit vier Sauer-
stoffatomen substituiert ist.
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7. Isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement nach einem der Ansprüche 1 bis 6,
wobei das organischen Silicasol das Hydrolysekondensationsprodukt P1 und das Hydrolysekondensationsprodukt
P2 in einem Anteil umfasst, das die Beziehung von P1/(P1+P2) ≥ 0,5 (Massenverhältnis) erfüllt; und/oder
wobei das (B) Polycarbosilan, das eine hydrolisierbare Gruppe umfasst, eine durch die folgende Formel (4) gezeigte
strukturelle Einheit aufweist,

wobei R8 eine Gruppe darstellt ausgewählt aus der Gruppe, die aus einem Wasserstoffatom, einem Halogenatom,
einer Hydroxylgruppe, einer Alkoxygruppe, einer Acyloxygruppe, einer Sulfongruppe, einer Methansulfongruppe,
einer Trifluormethansulfongruppe, einer Alkylgruppe, einer Arylgruppe, einer Allylgruppe und einer Glycidylgruppe
besteht, R9 eine Gruppe darstellt ausgewählt aus der Gruppe, die aus einem Halogenatom, einer Hydroxylgruppe,
einer Alkoxygruppe, einer Acyloxygruppe, einer Sulfongruppe, einer Methansulfongruppe, einer Trifluormethansul-
fongruppe, einer Alkylgruppe, einer Arylgruppe, einer Allylgruppe und einer Glycidylgruppe besteht, R10 und R11

selbständig eine Gruppe darstellen ausgewählt aus der Gruppe, die aus einem Halogenatom, einer Hydroxylgruppe,
einer Alkoxygruppe, einer Acyloxygruppe, einer Sulfongruppe, einer Methansulfongruppe, einer Trifluormethansul-
fongruppe, einer Alkylgruppe mit 2 bis 6 Kohlenstoffatomen, einer Arylgruppe, einer Allylgruppe und einer Glycidyl-
gruppe besteht, R12 bis R14 selbständig eine substituierte oder unsubstituierte Methylengruppe, eine Alkylengruppe,
eine Alkenylengruppe, eine Alkynylengruppe oder eine Arylengruppe darstellen, und e, f und g selbständig eine
ganze Zahl von 0 bis 10000 darstellen, sofern 5<e+f+g<10000 erfüllt ist; und/oder
wobei das (D) Silanmonomer, das eine hydrolysierbare Gruppe umfasst, mindestens eine Verbindung ausgewählt
aus der Gruppe, die aus der durch die folgende Formel (5) gezeigten Verbindung, der durch die folgende Formel
(6) gezeigten Verbindung, der durch die folgende Formel (7) gezeigten Verbindung und der durch die folgende
Formel (8) gezeigten Verbindung besteht, ist,

R15Si(OR16)3 (5)

wobei R15 und R16 selbständig eine Alkylgruppe oder eine Arylgruppe darstellen,

Si(OR17)4 (6)

wobei R17 eine Alkylgruppe oder eine Arylgruppe darstellt,

(R18)2Si(OR19)2 (7)

wobei R18 eine Alkylgruppe oder eine Arylgruppe darstellt, und R19 eine Alkylgruppe oder eine Arylgruppe darstellt,
und

R21
b(R22O)3-bSi-(R25)d-Si(OR23)3-cR24

c (8)

wobei R21 bis R24 selbständig eine Alkylgruppe oder eine Arylgruppe darstellen, b und c selbständig eine ganze
Zahl von 0 bis 2 darstellen, R25 ein Sauerstoffatom, eine Phenylengruppe, oder eine -(CH2)m-Gruppe (wobei m eine
ganze Zahl von 1 bis 6 darstellt) darstellt, und d 0 oder 1 darstellt.

8. Isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement nach Anspruch 7,
wobei das (D) Silanmonomer, das eine hydrolysierbare Gruppe umfasst, 10 bis 60 mol-% der durch die Formel (5)
gezeigten Verbindung und 40 bis 90 mol-% der durch die Formel (6) gezeigten Verbindung umfasst.

9. Isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement nach einem der Ansprüche 1 bis 8,
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wobei das gewichtgemittelte Molekulargewicht des Hydrolysekondensationsprodukts P2 größer ist, als das gewicht-
gemittelte Molekulargewicht des Hydrolysekondensationsprodukts P1; und/oder
die isolationsfilmbildende Zusammensetzung für ein Halbleiterbauelement keinen Reaktionsbeschleuniger, der auf
ultraviolette Strahlung reagiert, umfasst.

10. Verfahren zum Herstellen der isolationsfilmbildenden Zusammensetzung für ein Halbleiterbauelement nach einem
der Ansprüche 1 bis 9, das umfasst:

Hydrolysieren und Kondensieren (A) eines Silanmonomers, das eine hydrolysierbare Gruppe umfasst, und (B)
eines Polycarbosilans, das eine hydrolysierbare Gruppe umfasst, in der Gegenwart (C) eines basischen Kata-
lysators, um ein Hydrolysekondensationsprodukt P1 zu bilden und Hydrolysieren und
Kondensieren (D) eines Silanmonomers, das eine hydrolysierbare Gruppe umfasst, um das Hydrolysekonden-
sationsprodukt P2 zu bilden.

11. Verfahren zum Bilden eines organischen Silicafilms umfassend, das Aufbringen der isolationsfilmbildenden Zusam-
mensetzung für ein Halbleiterbauelement nach einem der Ansprüche 1 bis 9 auf ein Substrat um eine Beschichtung
zu Bilden, Erhitzen der Beschichtung, und Bestrahlen der Beschichtung mit ultravioletten Strahlen, um die Beschich-
tung auszuhärten.

12. Verfahren zum Bilden eines organischen Silicafilms nach Anspruch 11,
wobei die ultraviolette Strahlung eine Wellenlänge von 250 nm oder weniger aufweist; und/oder
wobei die Beschichtung während des Anwendens der ultravioletten Strahlung erhitzt wird; und/oder
wobei die Beschichtung auf 300 bis 450°C erhitzt wird; und/oder
wobei die ultraviolette Strahlung in der Abwesenheit von Sauerstoff angewendet wird.

13. Organischer Silicafilm, der durch das Verfahren zum Bilden eines organischen Silicafilms nach Anspruch 12 erhalten
ist und eine relative dielektrische Konstante von 1,5 bis 3,5 und eine Filmdichte von 0,7 bis 1,3 g/cm3 aufweist.

14. Leiterbahnstruktur, die den organischen Silicafilm nach Anspruch 13 als ein Zwischenschicht-Dielektrikum umfasst.

15. Halbleiterbauelement, das die Leiterbahnstruktur nach Anspruch 14 umfasst.

Revendications

1. Composition de formation d’un film isolant pour un dispositif semi-conducteur comprenant un sol de silice organique
avec une teneur en atomes de carbones de 11 à 17% atomique et un solvant organique, le sol de silice organique
comprenant un produit P1 d’hydrolyse et de condensation et un produit P2 d’hydrolyse et de condensation, le produit
P1 d’hydrolyse et de condensation est obtenu en hydrolysant et en condensant (A) un monomère silane comprenant
un groupe hydrolysable et (B) un polycarbosilane comprenant un groupe hydrolysable en présence de (C) un
catalyseur basique, et le produit P2 d’hydrolyse et de condensation est obtenu en hydrolysant et en condensant
(D) un monomère silane comprenant un groupe hydrolysable.

2. Composition de formation de film isolant pour un dispositif semi-conducteur selon la revendication 1,
dans laquelle le (A) monomère silane comprenant un groupe hydrolysable est au moins un composé silane choisi
du groupe constitué de composés montrés par les formules (1) à (3) suivantes,

RaSi (OR1)4-a (1)

où R représente un atome d’hydrogène, un atome de fluor, ou un groupe organique monovalent, R1 représente un
groupe organique monovalent, et a représente 1 ou 2,

Si(OR2)4 (2)

où R2 représente un groupe organique monovalent, et

R3
b(R4O)3-bSi-(R7)d-Si(OR5)3-cR6

c (3)
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où R3 à R6 représentent individuellement des groupes organiques monovalents, b et c représentent individuellement
des entiers de 0 à 2, R7 représente un atome d’oxygène, un groupe phénylène, ou un groupe -(CH2)m-(où m
représente un entier de 1 à 6), et d représente 0 ou 1.

3. Composition de formation de film isolant pour un dispositif semi-conducteur selon la revendication 2, dans laquelle
la proportion du composé montré par la formule (5) dans le (A) monomère silane comprenant un groupe hydrolysable
est 40% molaire ou moins.

4. Composition de formation de film isolant pour un dispositif semi-conducteur selon la revendication 1,
dans laquelle le (A) monomère silane comprenant un groupe hydrolysable est au moins un composé silane choisi
du groupe constitué de composés montrés par la formule (1) et des composés de la formule (3).

5. Composition de formation de film isolant pour un dispositif semi-conducteur selon la revendication 4 comprenant
au moins un composé montré par la formule (1),
dans laquelle le (A) monomère silane comprenant un groupe hydrolysable est un composé montré par la formule
(1) dans laquelle la proportion du composé de la formule (1) dans laquelle a est 1 dans les composés montrés par
la formule (1) est 60% en masse ou plus.

6. Composition de formation de film isolant pour un dispositif semi-conducteur selon la revendication 4 ou 5, dans
laquelle le produit P1 d’hydrolyse et de condensation ne comprend pas de site dans lequel un atome de silicium
est substitué par quatre atomes d’oxygène.

7. Composition de formation de film isolant pour un dispositif semi-conducteur selon l’une quelconque des revendica-
tions 1 à 6, dans laquelle le sol de silice organique comprend le produit P1 d’hydrolyse et de condensation et le
produit P2 d’hydrolyse et de condensation en une proportion satisfaisant la relation de P1/(P1+P2) ≥ 0,5 (rapport
massique) ; et/ou
dans laquelle le (B) polycarbosilane comprenant un groupe hydrolysable a une unité structurelle montrée par la
formule (4) suivante,

dans laquelle R8 représente un groupe choisi du groupe constitué d’un atome d’hydrogène, d’un atome halogène,
d’un groupe hydroxyle, d’un groupe alcoxy, d’un groupe acyloxy, d’un groupe sulfone, d’un groupe méthanesulfone,
d’un groupe trifluorométhanesulfone, d’un groupe alkyle, d’un groupe aryle, d’un groupe allyle, et d’un groupe
glycidyle, R9 représente un groupe choisi du groupe constitué d’un atome halogène, d’un groupe hydroxyle, d’un
groupe alcoxy, d’un groupe acyloxy, d’un groupe sulfone, d’un groupe méthanesulfone, d’un groupe trifluorométha-
nesulfone, d’un groupe alkyle, d’un groupe aryle, d’un groupe allyle, et d’un groupe glycidyle, R10 et R11 représentent
individuellement un groupe choisi du groupe constitué d’un atome halogène, d’un groupe hydroxyle, d’un groupe
alcoxy, d’un groupe acyloxy, d’un groupe sulfone, d’un groupe méthanesulfone, d’un groupe trifluorométhanesulfone,
d’un groupe alkyle ayant 2 à 6 atomes de carbone, d’un groupe aryle, d’un groupe allyle, et d’un groupe glycidyle,
R12 à R14 représentent individuellement un groupe méthylène substitué et non-substitué, un groupe alcylène, un
groupe alcénylène, un groupe alkynylène, ou un groupe arylène, et e, f, et g représentent individuellement un entier
de 0 à 10,000, à condition que 5<e+f+g<10,000 soit satisfaite ; et/ou
dans laquelle le (D) monomère silane comprenant un groupe hydrolysable est au moins un composé choisi du
groupe constitué du composé montré par la formule (5) suivante, du composé montré par la formule (6) suivante,
du composé montré par la formule (7) suivante, et du composé montré par la formule (8) suivante,

R15Si (OR16)3 (5)

où, R15 et R16 représentent individuellement un groupe alkyle ou un groupe aryle,
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Si(OR17)4 (6)

où R17 représente un groupe alkyle ou un groupe aryle,

(R18)2Si(OR19)2 (7)

où, R18 représente un groupe alkyle ou un groupe aryle, et R19 représente un groupe alkyle ou un groupe aryle, et

R21
b(R22O)3-bSi-(R25)d-Si(OR23)3-cR24c (8)

où R21 à R24 représentent individuellement un groupe alkyle ou un groupe aryle, b et c représentent individuellement
un entier de 0 à 2, R25 représente un atome d’oxygène, un groupe phénylène, ou un groupe -(CH2)m-(où m représente
un entier de 1 à 6), et d représente 0 ou 1.

8. Composition de formation de film isolant pour un dispositif semi-conducteur selon la revendication 7, dans laquelle
le (D) monomère silane comprenant un groupe hydrolysable comprend 10 à 60% molaire du composé montré par
la formule (5) et 40 à 90% molaire du composé montré par la formule (6).

9. Composition de formation de film isolant pour un dispositif semi-conducteur selon l’une quelconque des revendica-
tions 1 à 8, dans laquelle le poids moléculaire moyen pondéral du produit P2 d’hydrolyse et de condensation est
supérieur au poids moléculaire moyen pondéral du produit P1 d’hydrolyse et de condensation ; et/ou
la composition de formation de film isolant pour un dispositif semi-conducteur ne comprenant pas un accélérateur
de réaction sensible au rayonnement ultraviolet.

10. Procédé pour produire la composition de formation de film isolant pour un dispositif semi-conducteur selon l’une
quelconque des revendications 1 à 9 comprenant le fait :

d’hydrolyser et de condenser (A) un monomère silane comprenant un groupe hydrolysable et (B) un polycar-
bosilane comprenant un groupe hydrolysable en présence en présence de (C) un catalyseur basique pour
former un produit P1 d’hydrolyse et de condensation et d’hydrolyser et
de condenser (D) un monomère silane comprenant un groupe hydrolysable pour former le produit P2 d’hydrolyse
et de condensation.

11. Procédé pour former un film de silice organique comprenant l’application de la composition de formation de film
isolant pour un dispositif semi-conducteur selon l’une quelconque des revendications 1 à 9 à un substrat pour former
un revêtement, le chauffage du revêtement, et l’irradiation du revêtement aux rayons ultraviolets pour durcir le
revêtement.

12. Procédé pour former un film de silice organique selon la revendication 11,
dans lequel le rayonnement ultraviolet a une longueur d’onde de 250 nm ou moins ; et/ou
dans lequel le revêtement est chauffé tout en appliquant le rayonnement ultraviolet ; et/ou
dans lequel le revêtement est chauffé à 300 à 450°C ; et/ou
dans lequel le rayonnement ultraviolet est appliqué en l’absence d’oxygène.

13. Film de silice organique obtenu par le procédé pour former un film de silice organique selon la revendication 12 et
ayant une constante diélectrique relative de 1,5 à 3,5 et une densité de film de 0,7 à 1,3 g/cm3.

14. Structure de câblage comprenant le film de silice organique selon la revendication 13 comme un diélectrique inter-
couche.

15. Dispositif semi-conducteur comprenant la structure de câblage selon la revendication 14.



EP 1 981 074 B1

44

REFERENCES CITED IN THE DESCRIPTION

This list of references cited by the applicant is for the reader’s convenience only. It does not form part of the European
patent document. Even though great care has been taken in compiling the references, errors or omissions cannot be
excluded and the EPO disclaims all liability in this regard.

Patent documents cited in the description

• US 6235101 B [0002]
• US 6413647 B [0002] [0011] [0149]
• US 6495264 B [0002] [0011]
• US 6204201 B [0004]
• EP 1122770 A [0004]
• JP 2000109695 A [0005]
• US 6383913 B [0007]
• JP 63248710 A [0007]
• JP 63289939 A [0007]
• JP 8029932 B [0007]
• JP 2001110802 A [0007]

• JP 3030427 A [0008] [0009]
• JP 1194980 A [0008] [0009]
• WO 03025994 A [0008] [0010]
• US 20040058090 A [0008] [0010]
• JP 2004059737 A [0011]
• JP 2004149714 A [0011]
• WO 2005068538 A [0012]
• EP 1746122 A1 [0013]
• JP 2000290590 A [0127]
• JP 2000313612 A [0127]

Non-patent literature cited in the description

• E. Mickler et al. Proceedings of the International In-
terconnect Technology Conference, 2004, 190
[0004]

• Miyajima et al. Proceedings of the International In-
terconnect Technology Conference, 2004, 222
[0004]

• Hedrick, J.L. et al. Templating Nanoporosity in Thin
Film Dielectric Insulators. Adv. Mater., 1998, vol. 10
(13), 1049 [0127]


	bibliography
	description
	claims

