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Description

TECHNICAL FIELD

[0001] The present invention relates to a glass article including a glass sheet and a photocatalyst film. More specifically,
the present invention relates to an improvement in the film strength of a photocatalyst film having an optical reflection
suppressing function together with a photocatalyst function.

BACKGROUND ART

[0002] Glass sheets making use of a photocatalytic function due to a titanium oxide film are manufactured and are
commercially available, as so-called "self-cleaning glass". As is well known, the photocatalytic function of the titanium
oxide film allows organic substances adhered to the surface of a glass sheet to be decomposed and weakens the
adherence of the organic substances, thus enabling the organic substances to be washed away by rain water, etc.
[0003] Since the refractive index of titanium oxide (which is about 2.5 in the case of anatase type) is higher than the
refractive index of glass, the optical reflectance of the glass sheet increases by forming a titanium oxide film on the
surface of the glass sheet. Hence, in consideration of an application where such an increase in optical reflectance is
particularly undesirable (e.g., use in a solar cell or a greenhouse), a photocatalyst film capable of suppressing the
increase in optical reflectance has been proposed. In this photocatalyst film, the refractive index of the film is reduced
by adding into the film silicon oxide particles having a lower refractive index than the titanium oxide particles, together
with titanium oxide particles.
[0004] JP 2006-162711 A (Patent Literature 1) discloses, as shown in Fig. 6, a photocatalyst film 11 composed of
silicon oxide particles 16 of submicron size to which titanium oxide particles 15 of nano size are adhered (claim 1; and
Fig. 1). According to Patent Literature 1, the photocatalyst film 11 is configured to have a reflection suppressing function
and an amphipathicity (to achieve a low contact angle with respect to both water and liquid paraffin) together with its
original photocatalytic function. The amphipathicity of the photocatalyst film 11 is imparted, as can be explained by the
theory of Wenzel, by an increase in surface roughness of the silicon oxide particles 16 caused by the adhesion of titanium
oxide particles 15 (paragraphs 0033 to 0036).
[0005] For formation of the photocatalyst film disclosed in Patent Literature 1, electrostatic adhesion must be employed.
Electrostatic adhesion is a method that requires coating twice for silicon oxide particles and for titanium oxide particles
together with electrostatic charging operation for a substrate before film formation. Therefore, this method, when being
applied to mass production, is problematic because of its low production efficiency and high production cost.
[0006] Electrostatic adhesion uses polycation composed of organic components such as PDDA and PSS for electrifying
the substrate, but polycation is removed by subsequent sintering. Therefore, the photocatalyst film disclosed in Patent
Literature 1 has a structure basically including no binder, as being different from a photocatalyst film formed by a sol-
gel method. Such a photocatalyst film that lacks binders to be interposed between respective particles, or between a
substrate and the particles, has insufficient film strength and thus is not of practical use, particularly, when long-term
outdoor use is considered.
[0007] As described above, the photocatalyst film disclosed in Patent Literature 1 requires a high production cost and
is not suitable for long-term use.
[0008] JP 2008-264777 A (Patent Literature 2) discloses a photocatalyst film containing silicon oxide particles, titanium
oxide particles, and a binder component. This photocatalyst film can be formed by a sol-gel method. The binder component
is added to a film forming solution in an amount of less than 10 parts by mass with respect to 100 parts by mass of the
total amount of the silicon oxide particles, the titanium oxide particles, and the binder component, with reference to the
state of hydrolyzable silicone. However, hydrolyzable silicone remains on the film after undergoing hydrolysis and poly-
condensation, and thus attention should be paid to the fact that the amount of the binder that forms the film practically
should be less than the amount indicated with reference to the hydrolyzable silicone. For example, an indication of 10
parts by mass of hydrolyzable silicone in Table 2 as Example 9 of Patent Literature 2 (as a comparative example) means
that the amount of the binder component in the film slightly falls below 10 parts by mass with reference to the state in
terms of silicon oxide (SiO2). In Patent Literature 2, the reason why the amount of the binder component is limited is to
facilitate introduction of gases to be decomposed into the inside of the photocatalyst film by ensuring more voids between
the particles (paragraph 0013). Therefore, Patent Literature 2 asserts that substantially no hydrolyzable silicone is
preferably added (paragraph 0026).
[0009] In Patent Literature 2, the average particle diameter of titanium oxide particles is adjusted to at least 10 nm but
not greater than 100 nm (claim 1), and the average particle diameter of silicon oxide particles (inorganic oxides particles)
is adjusted to at least 10 nm but less than 40 nm (claim 4). In this way, the average particle diameter of silicon oxide
particles is set such that it should not be equal to or more than 4 times the average particle diameter of titanium oxide
particles, in Patent Literature 2. In the section of EXAMPLES in Patent Literature 2, silicon oxide particles having a lower
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average particle diameter than titanium oxide particles are selected. When silicon oxide particles are smaller than titanium
oxide particles, silicon oxide particles can be easily interposed between the substrate and the titanium oxide particles.
This is convenient in order to prevent an organic substrate from being eroded by titanium oxide particles, which is required
to be considered according to Patent Literature 2 (paragraph 0014).
[0010] The photocatalyst film disclosed in Patent Literature 2 also has insufficient film strength because the amount
of the binder is small.
[0011] JP 2010-134462 A (Patent Literature 3) discloses a photocatalyst film composed of a matrix of titanium dioxide.
In the film, silicon oxide particles are embedded in the matrix. This photocatalyst film is formed by a sol-gel method.
[0012] The photocatalyst film disclosed in Patent Literature 3 contains silicon oxide particles, but does not contain
titanium dioxide particles.
[0013] In the section of DETAILED DESCRIPTION OF THE INVENTION in Patent Literature 3, a photocatalyst film
produced using silicon oxide particles having average spherical diameters of 10 nm to 15 nm and 18 nm to 30 nm is
disclosed (paragraph 0107 and paragraph 0108). Since the silicon oxide particles are excessively small, the photocatalyst
film disclosed in Patent Literature 3 has low abrasion resistance and insufficient film strength.
[0014] Patent Literature 3 also discloses a photocatalyst film produced using silicon oxide particles in the form of long
and thin fibers having an average diameter of 10 nm to 15 nm and a length of 30 nm to 150 nm (paragraph 0111). In
the photocatalyst film disclosed in Patent Literature 3, the silicon oxide particles may be in the form of fibers.

CITATION LIST

Patent Literatures

[0015]

Patent Literature 1: JP 2006-162711 A
Patent Literature 2: JP 2008-264777 A
Patent Literature 3: JP 2010-134462 A

SUMMARY OF INVENTION

Technical Problem

[0016] It is an object of the present invention, in a glass article including a glass sheet and a photocatalyst film formed
on the surface of the glass sheet in which the reflectance for the light incident on the glass sheet is reduced due to the
photocatalyst film, to improve the film strength, specifically the abrasion resistance, of the photocatalyst film, thereby
making the above-mentioned glass article suitable for long-term use, while maintaining a photocatalytic function and a
reflection suppressing function of the photocatalyst film.

Solution to Problem

[0017] The present invention includes: a glass sheet; and a photocatalyst film formed on the surface of the glass sheet.
The glass article has a reduced reflectance for light incident on the glass sheet due to the photocatalyst film. The
photocatalyst film contains silicon oxide particles, titanium oxide particles, and a binder composed of silicon oxide
component. In the photocatalyst film, the content of the silicon oxide particles falls in the range of 50 to 82 mass%, the
content of the titanium oxide particles falls in the range of 8 to 40 mass%, and the content of the binder component falls
in the range of 7 to 20 mass%, in the total amount of the silicon oxide particles, the titanium oxide particles, and the
binder component. The silicon oxide particles have an average particle diameter that is at least 5 times the average
particle diameter of the titanium oxide particles. Some of the silicon oxide particles contained in the photocatalyst film
serve as protruding silicon oxide particles. Some of the titanium oxide particles contained in the photocatalyst film are
interposed between the glass sheet and the protruding silicon oxide particles.
[0018] In this description, the protruding silicon oxide particles denote silicon oxide particles: 1) being not in contact
with the glass sheet; 2) in the case where titanium oxide particles in contact with the silicon oxide particles are present,
having their top portions at a position farther from the glass sheet than top portions of the titanium oxide particles that
are in contact with the silicon oxide particles, while in the case where titanium oxide particles in contact with the silicon
oxide particles are absent, having their top portions at a position farther from the glass sheet than top portions of titanium
oxide particles closest to the silicon oxide particles; and 3) having their top portions exposed on a surface of the photo-
catalyst film.
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Advantageous Effects of Invention

[0019] In the glass article according to the present invention, the film strength of the photocatalyst film is improved by
allowing a binder component to be contained in at least a specific amount with respect to the total amount of the silicon
oxide particles, the titanium oxide particles, and the binder component. Further, the surface area per unit mass of titanium
oxide particles is ensured by allowing the titanium oxide particles to have a smaller average particle diameter relative
to silicon oxide particles as well as allowing the titanium oxide particles to be contained in at least a specific amount with
respect to the above-mentioned total amount, so that the photocatalytic function attributed to the titanium oxide particles
should be prevented from deteriorating with the increase in the amount of the binder component. Furthermore, the silicon
oxide particles are allowed to be contained in at least a specific amount, in order to ensure the film strength and exhibit
the reflection suppressing function.
[0020] In the glass article according to the present invention, some of the silicon oxide particles are formed as protruding
silicon oxide particles which protrude from the surrounding titanium oxide particles without being in contact with the glass
sheet. Therefore, the silicon oxide particles that have a relatively large average particle diameter and that are stably
retained in the film tend to serve as the portion on which stress to be applied to the film from the outside directly acts.
Further, some of the titanium oxide particles penetrate between the glass sheet and the protruding silicon oxide particles,
so that they are less likely to separate from the glass sheet even when stress is applied to the film. Thus, in the glass
article of the present invention, the photocatalyst film has a film structure that also is suitable for ensuring the film strength.

BRIEF DESCRIPTION OF DRAWINGS

[0021]

Fig. 1 is a sectional view showing an example of the glass article of the present invention.
Fig. 2 is a view showing the state of the surface of a photocatalyst film obtained in Example 1 as observed using a SEM.
Fig. 3 is a view showing the state of a photocatalyst film obtained in Example 2 as observed using a SEM.
Fig. 4 is a view showing the state of a photocatalyst film obtained in Example 4 as observed using a SEM.
Fig. 5 is a view showing the state of a photocatalyst film obtained in Comparative Example 1 as observed using a SEM.
Fig. 6 is a sectional view illustrating a photocatalyst film disclosed in JP 2006-162711 A (Patent Literature 1).

DESCRIPTION OF EMBODIMENTS

[0022] As shown in Fig. 1, the glass article according to the present invention includes a glass sheet 2 and a photo-
catalyst film 1 formed on the surface of the glass sheet 2.
[0023] The photocatalyst film 1 contains titanium oxide particles 5 and silicon oxide particles 6, 7. The photocatalyst
film 1 also contains a binder component composed of silicon oxide, which however is omitted in the figure. The binder
component is present on the surface of particles, or at a contact portion between the respective particles or between
the substrate and the particles. It serves to increase the bonding strength between the respective particles or between
the substrate and the particles at the contact portion.
[0024] Particles that have been used conventionally for forming a photocatalyst film can be used, without particular
limitation, for the respective particles (the titanium oxide particles 5, and the silicon oxide particles 6, 7) that form the
photocatalyst film 1. However, the respective particles 5, 6, 7 are selected so that the silicon oxide particles 6, 7 have
an average particle diameter that is at least 5 times the average particle diameter of the titanium oxide particles 5. When
there is a difference in average particle diameter to such an extent, the titanium oxide particles 5 can penetrate easily
into the voids in the film, particularly into the voids between the glass sheet 1 and the particles 6, 7, even when the
silicon oxide particles 6, 7 that are relatively large are in contact with each other.
[0025] Assuming a case where three silicon oxide particles that are spheres completely in the same shape are at the
closest packing and arranged in a single layer so that each particle is in contact with the other two particles in the plane,
a titanium oxide particle that can penetrate between these three silicon oxide particles has a particle diameter of about
0.155 times the particle diameter of the silicon oxide particles (the particle diameter of the silicon oxide particles is about
6.5 times the particle diameter of the titanium oxide particle). However, the silicon oxide particles 6, 7 would never be
at the closest packing arrangement in practice. Accordingly, when the average particle diameter of the silicon oxide
particles 6, 7 is at least 5 times the average particle diameter of the titanium oxide particles 5, the titanium oxide particles
5 can penetrate sufficiently between the silicon oxide particles 6, 7, or between the substrate 2 and the particles 6, 7 in
practice as mentioned above, though it of course is more preferable that the average particle diameter of the silicon
oxide particles 6, 7 be at least 6.5 times the average particle diameter of the titanium oxide particles 5.
[0026] The average particle diameter of the silicon oxide particles 6, 7 is preferably at least 10 nm but not greater than
500 nm, more preferably at least 50 nm but not greater than 150 nm. When the average particle diameter of the silicon
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oxide particles 6, 7 is excessively large, there may be cases where not only a desired reflection suppressing function
cannot be obtained but also the haze ratio (cloudiness) of the photocatalyst film 1 is excessively high. On the other hand,
when the average particle diameter of the silicon oxide particles 6, 7 is excessively small, it is made difficult to maintain
the ratio of the average particle diameter of the silicon oxide particles 6, 7 with respect to the average particle diameter
of the titanium oxide particles 5 at a high level.
[0027] The average particle diameter of the titanium oxide particles 5 is preferably at least 5 nm but not more than 80
nm, more preferably at least 5 nm but not more than 20 nm. When the average particle diameter of the titanium oxide
particles 5 is excessively large, it is made difficult to maintain the ratio of the average particle diameter of the titanium
oxide particles 5 to the average particle diameter of the silicon oxide particles 6, 7 within a desired range. Further, when
the average particle diameter of the titanium oxide particles 5 is excessively large, it is made difficult to ensure a large
surface area per unit mass of titanium oxide, which may result in deterioration of the photocatalytic function. On the
other hand, when the average particle diameter of the titanium oxide particles 5 is excessively small, there may be cases
where the titanium oxide particles aggregate during preparation of a coating solution, resulting in a failure to obtain a
uniform coating solution.
[0028] Here, a method for measuring the average particle diameter of particles in the film in this description is described.
The average particle diameter is obtained through observation of the photocatalyst film 1 from a direction perpendicular
to the surface of the glass sheet 2 using a SEM at a magnification of x50,000 to x500,000. Specifically, the longest
diameter and the shortest diameter are measured for each of arbitrary 50 particles the entire image of which is observable.
Then, the mean value of the longest diameter and the shortest diameter is taken as the particle diameter of each particle,
and the mean value of the particle diameters of the 50 particles is taken as an average particle diameter.
[0029] The titanium oxide particles 5, and the silicon oxide particles 6, 7 each desirably have a uniform particle diameter.
All of the titanium oxide particles 5 preferably have a particle diameter, expressed as a measured value based on the
above-mentioned observation using a SEM, in the range of 2 to 100 nm, particularly 5 to 20 nm. Further, all of the silicon
oxide particles 6, 7 preferably have a particle diameter, expressed as a measured value based on the above-mentioned
observation, in the range of 20 to 250 nm, particularly 50 to 150 nm. Furthermore, each particle of the titanium oxide
particles 5, and the silicon oxide particles 6, 7 is preferably substantially spherical. The term, substantially spherical,
herein means that the ratio of the longest diameter to the shortest diameter (longest diameter/shortest diameter), ex-
pressed as measured values for the longest diameter and the shortest diameter based on the above-mentioned obser-
vation falls in the range of 1.0 to 1.5. The use of such substantially spherical particles can facilitate ensuring voids
between the particles.
[0030] Some of the silicon oxide particles 7 (7b) are not directly in contact with the glass sheet 2, and are connected
to the glass sheet 2 via the other particles 5, 6. Further, the top portions of the silicon oxide particles 7 (7b) are located
at a higher position (upper side in the drawings) than the titanium oxide particles 5 that are present in the surroundings.
More specifically, the silicon oxide particles 7 have their top portions at a higher position (a position farther from the
glass sheet 2) than the top portions of the titanium oxide particles 5 that are in contact therewith, and the top portions
of the silicon oxide particles 7 are exposed on the surface of the film. The silicon oxide particles 7b have their top portions
at a higher position than the top portions of titanium oxide particles 5b that are closest thereto, though no titanium oxide
particle is in contact therewith. As described above, these silicon oxide particles 7 (7b) are referred to as "protruding
silicon oxide particles" in this description. The protruding silicon oxide particles 7 (7b) serve, when stress is applied to
the film from the outside, to resist the stress. It should be noted that silicon oxide particles 6a shown in Fig. 1 do not fall
under the protruding silicon oxide particles because they have their top portions at a lower position than the top portions
of the titanium oxide particles 5a that are in contact therewith, though they are not in contact with the glass sheet 2.
[0031] In the shown embodiment, the protruding silicon oxide particles 7 are supported by the silicon oxide particles
6 that do not fall under the protruding silicon oxide particles 7, and are fixed to the glass sheet 2 via the silicon oxide
particles 6. A binder component is interposed between the respective silicon oxide particles 6, 7, and between the glass
sheet 2 and the silicon oxide particles 6, thereby stiffening the skeleton of the film (silicon oxide skeleton) composed of
the particles 6, 7. A structure in which the protruding silicon oxide particles 7 are supported by the other silicon oxide
particles 6 and are fixed to the glass sheet 2 (more specifically, a structure in which the protruding silicon oxide particles
7 are supported such that a path extending from the protruding silicon oxide particles 7 through only the silicon oxide
particles 6 to the glass sheet 2 is present) is suitable for improving the film strength.
[0032] The larger the number of the protruding silicon oxide particles 7, the more the voids in the photocatalyst film 1
increase. The titanium oxide particles 5 that are relatively small penetrate into these voids. Thus, the titanium oxide
particles 5 are mostly present at a position that is less likely to directly receive stress to be applied to the film from the
outside, in the surroundings of the skeleton of the film composed of the silicon oxide particles 6, 7. Some of the titanium
oxide particles 5 have penetrated into the voids formed below the protruding silicon oxide particles 7 between the glass
sheet 2 and the protruding silicon oxide particles 7. When the titanium oxide particles 5 are present in these voids that
are difficult for particles to penetrate into, it can be said that the titanium oxide particles 5 have penetrated sufficiently
into the voids in the surroundings of the silicon oxide skeleton of the film. When a large number of the titanium oxide
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particles 5 penetrate into the voids between the glass sheet 2 and the silicon oxide particles 6, 7, the structure of the
photocatalyst film 1 is made dense as a whole, resulting in an increase in resistance to the stress to be applied from the
outside. Further, the fine titanium oxide particles 5 may tend to express their photocatalytic function by aggregation in
some cases. One of the methods for allowing a large number of the titanium oxide particles 5 to penetrate into the voids
to further facilitate aggregation is to add a surfactant to the film forming solution. Further, the addition of a surfactant
improves the appearance of the film. This is presumably because the addition of a surfactant allows the titanium oxide
particles to penetrate into the voids in the film, thereby making the film dense as a whole, which reduces the unevenness
in color reflected from the film.
[0033] A part of the titanium oxide particles 5 are exposed on the surface of the film in an aggregated state above the
silicon oxide particles 6 that do not fall under the protruding silicon oxide particles 7, though they are not present at a
higher position than the top portions of the protruding silicon oxide particles 7 (substantially all, e.g., 95% or more, of
the particles 5 are present below the outline to be formed by connecting the top portions of the protruding silicon oxide
particles 7 to each other). The titanium oxide particles 5 aggregate into a porous state, because the binder component
in the film is limited to a small amount. Thus, the photocatalytic function can be exerted more easily particularly at the
portions exposed on the surface of the film.
[0034] The number of the protruding silicon oxide particles 7 to be present in an area of a 500 nm-square defined on
the surface of the glass sheet 2 is preferably at least three, more preferably at least four, further preferably at least five.
The number of the protruding silicon oxide particles 7 in the above-mentioned area can be counted through observation
using a SEM.
[0035] As the binder component for the photocatalyst film 1, silicon oxide is suitably used. A binder composed of silicon
oxide has high affinity for the glass sheet 2 and the silicon oxide particles 6, 7, and thus is suitable for strengthening the
particles 6, 7. Further, the binder composed of silicon oxide has low refractive index, and thus is advantageous in the
expression of the reflection suppressing function by the photocatalyst film 1.
[0036] Hydrolyzable silicone compounds represented by silicon alkoxide may be used as a source for supplying the
binder composed of silicon oxide. Examples of silicon alkoxide include silicon tetramethoxide, silicon tetraethoxide, and
silicon tetraisopropoxide. However, compounds known to be capable of forming silicon oxide by a sol-gel method can
be used as a binder supplying source without particular limitation.
[0037] In the photocatalyst film 1, the content of the silicon oxide particles may be 50 to 82 mass%, the content of the
titanium oxide particles may be 8 to 40 mass%, and the content of the binder component may be 7 to 20 mass%, in the
total amount of the silicon oxide particles, the titanium oxide particles, and the binder component composed of silicon
oxide. Alternatively, in the total amount, the silicon oxide particles may account for 50 to 82 mass%, the titanium oxide
particles may account for 8 to 40 mass%, and the binder component may account for 8 to 20 mass%.
[0038] Preferably, in the total amount, the silicon oxide particles account for 60 to 82 mass%, the titanium oxide
particles account for 8 to 25 mass%, and the binder component accounts for 10 to 20 mass%. Preferably, in the total
amount, the silicon oxide particles account for 60 to 80 mass%, the titanium oxide particles account for 10 to 25 mass%,
and the binder component accounts for 10 to 18 mass%.
[0039] Particularly preferably, in the total amount, the silicon oxide particles account for 50 to 57 mass%, the titanium
oxide particles account for 30 to 40 mass%, and the binder component accounts for 8 to 14 mass%. In this case, it is
easy to obtain particularly excellent properties of the photocatalytic function. Further, it is easy to obtain excellent prop-
erties of the reflection suppressing function, as well.
[0040] Furthermore, particularly preferably, in the total amount, the silicon oxide particles account for 65 to 75 mass%,
the titanium oxide particles account for 13 to 23 mass%, and the binder component accounts for 10 to 16 mass%. Also
in this case, it is easy to obtain particularly excellent properties of the reflection suppressing function. Further, it is easy
to obtain excellent properties of the photocatalytic function, as well.
[0041] When the content of the silicon oxide particles is excessively high, the photocatalytic function may deteriorate
due to the insufficiency of the titanium oxide particles, or the film strength may be reduced due to the insufficiency of
the binder component. When the content of the silicon oxide particles is excessively low, the film strength may be
reduced, or the reflection suppressing function may deteriorate. When the content of the titanium oxide particles is
excessively high, the reflection suppressing function may deteriorate, or the film strength may be reduced. When the
content of the titanium oxide particles is excessively low, the photocatalytic function cannot be obtained sufficiently.
When the content of the binder component is excessively high, the photocatalytic function may deteriorate due to the
binder component covering the portions where the titanium oxide particles aggregate into a porous state. When the
content of the binder component is excessively low, the film strength cannot be obtained sufficiently.
[0042] The thickness of the photocatalyst film 1, for example, may be 20 nm to 500 nm, particularly 50 nm to 250 nm,
though it is not particularly limited.
[0043] The photocatalyst film 1 can be formed by a sol-gel method using a forming solution (coating solution) containing
silicon oxide particles, titanium oxide particles, and a binder supplying source. A specific example of formation of the
photocatalyst film 1 by a sol-gel method is described in the following section, EXAMPLES.
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EXAMPLES

[0044] Hereinafter, the present invention is described further in detail with reference to examples. First, the details of
the test conducted to evaluate the properties of each glass article (glass sheet provided with photocatalyst film) produced
in Examples and Comparative Examples are described.

<Evaluation of optical properties>

[0045] The optical transmittance and the optical reflectance were measured for each glass article using a spectropho-
tometer (manufactured by SHIMADZU CORPORATION UV-3100). The reflectance was measured with an optical beam
incident on the measurement surface from the normal direction, while taking a surface formed with a photocatalyst film
as a measurement surface, by introducing the directly reflected optical beam at a reflection angle of 8° into an integrating
sphere. In this regard, in order to eliminate reflection from an unmeasured surface that is on the opposite side of the
measurement surface (i.e., surface on which the photocatalyst film is not formed), the unmeasured surface was colored
in black by spray paint. The transmittance was measured with an optical beam incident on the measurement surface by
introducing the transmitted light into an integrating sphere without coloring the unmeasured surface in black. From the
thus obtained transmission or reflection spectrum, an average transmittance and an average reflectance were calculated
by averaging those respectively at a wavelength in the range of 400 to 1200 nm. Further, a change in the average
transmittance accompanying the formation of the photocatalyst film was calculated. Specifically, an average transmit-
tance was obtained also for a glass sheet in which no photocatalyst film was formed, in the same manner as above, a
change in the average transmittance accompanying the formation of the photocatalyst film was calculated.

<Taber abrasion test>

[0046] The Taber abrasion test was carried out according to the abrasion test prescribed in JIS R3212. That is, a
commercially available Taber abrasion tester (5150 ABRASER, manufactured by TABER INDUSTRIES) was used, and
the photocatalyst film was subjected to 500 cycles while being brought into contact with abrasive wheels, CS-10F, under
a load of 2.45 N. The total light transmittance was measured using HZ-1S manufactured by Suga Test Instruments Co.,
Ltd. before and after the test, and a change in the total light transmittance resulting from the abrasion test was calculated.
Further, the residual percentage of the film (area percentage of the film remaining after the test) was checked by visual
inspection. As to the residual percentage of the film, 70% or more was evaluated as "A", at least 30% but less than 70%
was evaluated as "B", and less than 30% was evaluated as "C".

<Reciprocating abrasion test>

[0047] The reciprocating abrasion test (EN abrasion test) was carried out according to the abrasion test prescribed in
EN standard 1096-2:2001. That is, a plane abrasion tester (manufactured by DAIEI KAGAKU SEIKI MFG. CO., LTD)
produced so as to meet the measurement conditions specified in EN-1096-2 was used, and a felt subjected to rotation
at 6 rpm was reciprocated 500 times at an average speed of 7.2 m/minute while being pressed against the surface of
the photocatalyst film under a load of 4 N. After the test, the state of film delamination was checked by visual inspection.
The state where no film delamination occurred was evaluated as "a", and the state where partial film delamination
occurred was evaluated as "b".

<Evaluation of photo-induced hydrophilicity>

[0048] A change due to ultraviolet ray irradiation in the contact angle of a water droplet on the surface of the photocatalyst
film was measured. Ultraviolet ray irradiation was carried out by irradiation with black light (with a main wavelength of
352 nm, 1 mW/cm2) for 20 hours. The contact angle of a water droplet was measured using a DropMaster 300 (manu-
factured by Kyowa Interface Science Co., Ltd.). The surface of the film before the ultraviolet ray irradiation had been
lightly wiped off with ethanol.

<Evaluation of methylene blue degradation activity>

[0049] The activity index for methylene blue degradation was evaluated according to the method prescribed in JIS
R1703-2. A vacuum silicone grease was applied to the end face of a ring cell, and the ring cell was fixed to the surface
of the photocatalyst film. 35 mL of a methylene blue aqueous solution (0.01 mmol/L) was put into the ring cell to bring
the methylene blue aqueous solution into contact with the photocatalyst film, and a cover glass was placed on the cell.
Using black light (with a main wavelength of 352 nm, 1 mW/cm2), the area on the surface of the photocatalyst film to



EP 2 468 694 B1

8

5

10

15

20

25

30

35

40

45

50

55

which the ring cell was fixed was irradiated with ultraviolet rays through the cover glass for 80 minutes. 3 mL of the
above-mentioned aqueous solution was collected before and after the ultraviolet ray irradiation, and the absorbance
was measured. Based on the change in the absorbance, the activity index for methylene blue degradation (unit:
nmol/L·min) attributed to the photocatalyst film was calculated.

(Example 1)

[0050] 27.6 g of ethylene glycol ethyl ether (organic solvent, manufactured by Sigma-Aldrich Corporation), 1.7 g of
tetraethoxysilane (binder source: KBE-04, manufactured by Shin-Etsu Chemical Co., Ltd.), 15.3 g of a dispersion of fine
particles of colloidal silica (PL-7, manufactured by FUSO CHEMICAL CO., LTD, with a solid content concentration 22.9%
and a primary particle diameter (average particle diameter) of 75 nm, using water as a dispersion medium), 5.0 g of a
dispersion of fine particles of titanium oxide (with a solid content concentration of 20% and a primary particle diameter
(average particle diameter) of 10 nm, using water as a dispersion medium), and 0.4 g of 1N hydrochloric acid (hydrolysis
catalyst) were weighed into a glass container, which was stirred in an oven maintained at 40°C for 8 hours. Thus, a high
concentration solution was obtained. In this high concentration solution, the solid content concentration was 10%, and
the mass ratio of the silicon oxide particles (fine particles of colloidal silica), the titanium oxide fine particles, and the
binder component in terms of SiO2 was 70:20:10. Next, 245.1 g of isopropyl alcohol, 12.9 g of propylene glycol, 42.0 g
of the high concentration solution were mixed. Thus, a coating solution (film forming solution) was prepared. In this
coating solution, the solid content concentration was 1.4%.
[0051] Subsequently, the coating solution was applied to the surface of a washed glass sheet (soda-lime glass of 300
3 100 mm with a thickness of 5 mm) by spray coating. The stirring of the coating solution was continued until immediately
before the coating. The glass sheet to which the coating solution was applied was dried in an oven set at 300°C, and
thereafter was sintered for 8 minutes in an electric furnace set at 610°C. For the thus obtained glass sheet with a
photocatalyst film, the above-mentioned properties each were evaluated. Table 1 shows the evaluation results. Table
3 shows the added amount of the respective raw materials used in producing each of the high concentration solution
and the coating solution, the solid content concentration of the high concentration solution, and the solid content con-
centration of the coating solution. Further, Fig. 2 shows the state of the formed photocatalyst film as observed using a SEM.

(Example 2)

[0052] Using the respective raw materials shown in Table 3, a high concentration solution was prepared in the same
manner as in Example 1, and then a coating solution was prepared. The added amount of the respective raw materials
was as shown in Table 3. Further, a glass sheet with a photocatalyst film was obtained in the same manner as in Example
1. In Example 2, the mass ratio of the silicon oxide particles, the titanium oxide fine particles, and the binder component
in terms of SiO2 was 70:15:15. Table 1 shows the evaluation results for the thus obtained glass sheet with a photocatalyst
film. Further, Fig. 3 shows the state of the formed photocatalyst film as observed using a SEM.

(Example 3)

[0053] Using the respective raw materials shown in Table 3, a high concentration solution was prepared in the same
manner as in Example 1. The added amount of the respective raw materials was as shown in Table 3. Next, a coating
solution was prepared using the respective raw materials shown in Table 3. Specifically, 240.8 g of isopropyl alcohol,
12.8 g of propylene glycol, 45.0 g of the high concentration solution, and 1.5 g of a surfactant (CoatOSil3505, manufactured
by Momentive Performance Materials Inc.) diluted to 10% with isopropyl alcohol were mixed to prepare a coating solution,
and the subsequent steps were performed in the same manner as in Example 1. Thus, a glass sheet with a photocatalyst
film was obtained. In Example 3, the mass ratio of the silicon oxide particles, the titanium oxide fine particles, and the
binder component in terms of SiO2 was 70:15:15. The above-mentioned surfactant was a silicone-based surfactant.
Table 1 shows the evaluation results for this glass sheet with a photocatalyst film.

(Example 4)

[0054] Using the respective raw materials shown in Table 3, a high concentration solution was prepared in the same
manner as in Example 1. Next, a coating solution was prepared in the same manner as in Example 3, using the respective
raw materials shown in Table 3. The added amount of the respective raw materials was as shown in Table 3. Further,
a glass sheet with a photocatalyst film was obtained in the same manner as in Example 1. In Example 4, the mass ratio
of the silicon oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was 55.2:35:9.8.
Table 1 shows the evaluation results for this glass sheet with a photocatalyst film. Further, Fig. 4 shows the state of the
formed photocatalyst film as observed using a SEM.
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(Example 5)

[0055] Using the respective raw materials shown in Table 3, a high concentration solution was prepared in the same
manner as in Example 1. Next, a coating solution was prepared in the same manner as in Example 3, using the respective
raw materials shown in Table 3. The added amount of the respective raw materials was as shown in Table 3. Further,
a glass sheet with a photocatalyst film was obtained in the same manner as in Example 1. In Example 5, the mass ratio
of the silicon oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was
54.4:34.8:10.8. Table 1 shows the evaluation results for this glass sheet with a photocatalyst film.

(Example 6)

[0056] Using the respective raw materials shown in Table 3, a high concentration solution was prepared in the same
manner as in Example 1. Next, a coating solution was prepared in the same manner as in Example 3, using the respective
raw materials shown in Table 3. The added amount of the respective raw materials was as shown in Table 3. Further,
a glass sheet with a photocatalyst film was obtained in the same manner as in Example 1. In Example 6, the mass ratio
of the silicon oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was
61.4:27.8:10.8. Table 1 shows the evaluation results for this glass sheet with a photocatalyst film.

(Example 7)

[0057] Using the respective raw materials shown in Table 3, a high concentration solution was prepared in the same
manner as in Example 1. Next, a coating solution was prepared in the same manner as in Example 3, using the respective
raw materials shown in Table 3. The added amount of the respective raw materials was as shown in Table 3. Further,
a glass sheet with a photocatalyst film was obtained in the same manner as in Example 1. In Example 7, the mass ratio
of the silicon oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was 51.5:35.5:13.
Table 1 shows the evaluation results for this glass sheet with a photocatalyst film.

(Example 8)

[0058] Using the respective raw materials shown in Table 3, a high concentration solution was prepared in the same
manner as in Example 1. Next, a coating solution was prepared in the same manner as in Example 3, using the respective
raw materials shown in Table 3. The added amount of the respective raw materials was as shown in Table 3. Further,
a glass sheet with a photocatalyst film was obtained in the same manner as in Example 1. In Example 8, the mass ratio
of the silicon oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was 57.5:35:7.5.
Table 1 shows the evaluation results for this glass sheet with a photocatalyst film.

(Example 9)

[0059] Using the respective raw materials shown in Table 4, a high concentration solution was prepared in the same
manner as in Example 1. Next, a coating solution was prepared in the same manner as in Example 3, using the respective
raw materials shown in Table 4. The added amount of the respective raw materials was as shown in Table 4. Further,
a glass sheet with a photocatalyst film was obtained in the same manner as in Example 1. In Example 9, the mass ratio
of the silicon oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was 58:31:11.
Table 2 shows the evaluation results for this glass sheet with a photocatalyst film.

(Example 10)

[0060] Using the respective raw materials shown in Table 4, a high concentration solution was prepared in the same
manner as in Example 1. Next, a coating solution was prepared in the same manner as in Example 3, using the respective
raw materials shown in Table 4. The added amount of the respective raw materials was as shown in Table 4. Further,
a glass sheet with a photocatalyst film was obtained in the same manner as in Example 1. In Example 10, the mass
ratio of the silicon oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was
52.5:38:9.5. Table 2 shows the evaluation results for this glass sheet with a photocatalyst film.

(Example 11)

[0061] Using the respective raw materials shown in Table 4, a high concentration solution was prepared in the same
manner as in Example 1. Next, a coating solution was prepared in the same manner as in Example 3, using the respective
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raw materials shown in Table 4. The added amount of the respective raw materials was as shown in Table 4. Further,
a glass sheet with a photocatalyst film was obtained in the same manner as in Example 1. In Example 11, the mass
ratio of the silicon oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was
51:39:10. Table 2 shows the evaluation results for this glass sheet with a photocatalyst film.

(Example 12)

[0062] Using the respective raw materials shown in Table 4, a high concentration solution was prepared in the same
manner as in Example 1. Next, a coating solution was prepared in the same manner as in Example 1, using the respective
raw materials shown in Table 4. The added amount of the respective raw materials was as shown in Table 4. Further,
a glass sheet with a photocatalyst film was obtained in the same manner as in Example 1. In Example 12, the mass
ratio of the silicon oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was
55:35:10. Table 2 shows the evaluation results for this glass sheet with a photocatalyst film.

(Comparative Example 1)

[0063] 27.7 g of ethylene glycol ethyl ether, 0.9 g of tetraethoxysilane, 18.6 g of a dispersion of fine particles of colloidal
silica, 2.5 g of a dispersion of fine particles of titanium oxide, and 0.4 g of 1N hydrochloric acid were weighed into a glass
container, which was stirred in an oven maintained at 40°C for 8 hours. Thus, a high concentration solution was obtained.
In this high concentration solution, the solid content concentration was 10%. Further, the manufacturers and the product
numbers of the respective raw materials were as shown in Example 1. Next, 248.0 g of isopropyl alcohol, 13.1 g of
propylene glycol, and 39.0 g of the high concentration solution were mixed to prepare a coating solution, and the
subsequent steps were performed in the same manner as in Example 1. Thus, a glass sheet with a photocatalyst film
was obtained. In Comparative Example 1, the mass ratio of the silicon oxide particles, the titanium oxide fine particles,
and the binder component in terms of SiO2 was 85:10:5. In the coating solution, the solid content concentration was
1.3%. Table 2 shows the evaluation results for this glass sheet with a photocatalyst film. Table 4 shows the added
amount of the respective raw materials used in producing each of the high concentration solution and the coating solution,
the solid content concentration of the high concentration solution, and the solid content concentration of the coating
solution. In Comparative Example 1, the entire film was lost from the glass sheet as a result of the Taber abrasion test
(residual percentage: 0%), and thus the change in the optical transmittance before and after the test was not measured.
Fig. 5 shows the state of the formed photocatalyst film as observed using a SEM.

(Comparative Example 2)

[0064] Using the respective raw materials shown in Table 4, a high concentration solution was prepared in the same
manner as in Comparative Example 1. The added amount of the respective raw materials was as shown in Table 4.
Next, a coating solution was prepared using the respective raw materials shown in Table 4. Specifically, 247.4 g of
isopropyl alcohol, 13.1 g of propylene glycol, 39.0 g of the high concentration solution, and 0.6 g of a surfactant
(CoatOSil1211, manufactured by Momentive Performance Materials Inc.) diluted to 10% with isopropyl alcohol were
mixed to prepare a coating solution, and the subsequent steps were performed in the same manner as in Example 1.
Thus, a glass sheet with a photocatalyst film was obtained. In Comparative Example 2, the mass ratio of the silicon
oxide particles, the titanium oxide fine particles, and the binder component in terms of SiO2 was 85:10:5, as in Comparative
Example 1. In the coating solution, the solid content concentration was 1.3%. The above-mentioned surfactant was a
silicone-based surfactant. Table 2 shows the evaluation results for this glass sheet with a photocatalyst film. Also in
Comparative Example 2, the entire film was lost from the glass sheet as a result of the Taber abrasion test (residual
percentage: 0%), and thus the change in the optical transmittance before and after the test was not measured.

(Comparative Example 3)

[0065] Using the respective raw materials shown in Table 4, a high concentration solution was prepared in the same
manner as in Comparative Example 1, and then a coating solution was prepared. The added amount of the respective
raw materials was as shown in Table 4. Further, a glass sheet with a photocatalyst film was obtained in the same manner
as in Example 1. In Comparative Example 3, the mass ratio of the silicon oxide particles, the titanium oxide fine particles,
and the binder component in terms of SiO2 was 85:5:10. Table 2 shows the evaluation results for this glass sheet with
a photocatalyst film.
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(Comparative Example 4)

[0066] Using the respective raw materials shown in Table 4, a high concentration solution was prepared in the same
manner as in Comparative Example 1. Next, a coating solution was prepared in the same manner as in Comparative
Example 2, using the respective raw materials shown in Table 4. The added amount of the respective raw materials
was as shown in Table 4. Further, a glass sheet with a photocatalyst film was obtained in the same manner as in Example
1. In Comparative Example 4, the mass ratio of the silicon oxide particles, the titanium oxide fine particles, and the binder
component in terms of SiO2 was 70:0:30. Table 2 shows the evaluation results for this glass sheet with a photocatalyst film.

(Comparative Example 5)

[0067] Using the respective raw materials shown in Table 4, a high concentration solution was prepared in the same
manner as in Comparative Example 1. Next, a coating solution was prepared in the same manner as in Comparative
Example 2, using the respective raw materials shown in Table 4. The added amount of the respective raw materials
was as shown in Table 4. Further, a glass sheet with a photocatalyst film was obtained in the same manner as in Example
1. In Comparative Example 5, the mass ratio of the silicon oxide particles, the titanium oxide fine particles, and the binder
component in terms of SiO2 was 48.5:36:15.5. Table 2 shows the evaluation results for this glass sheet with a photocatalyst
film.

Table 1

EX. 
1

EX. 
2

EX. 3 EX. 4 EX. 5 EX. 6 EX. 7 EX. 8

SiO2 [Parts by mass] 70.0 70.0 70.0 55.2 54.4 61.4 51.5 57.5

TiO2 [Parts by mass] 20.0 15.0 15.0 35.0 34.8 27.8 35.5 35.0

Binder component [Parts 
by mass]

10.0 15.0 15.0 9.8 10.8 10.8 13.0 7.5

Surfactant

- -

CS3505 CS3505 CS3505 CS3505 CS3505 CS3505
Upper: Type 0.05 0.05 0.05 0.05 0.05 0.05
Lower: Concentration in 
coating solution [wt%]

Difference from average 
transmittance of glass 
sheet [%]

1.77 1.48 1.15 1.70 1.89 1.61 1.38 1.75

Average reflectance at 
wavelength of 400 to 1200 
nm [%]

2.52 2.64 3.07 2.42 2.37 2.51 2.86 2.37

Change in transmittance 
before and after Taber 
abrasion test [%]

-1.4 -1.2 -1.1 -1.5 -1.6 -2.0 -1.3 -1.8

Film state after Taber 
abrasion test

B A A B B B B B

Film state after EN 
abrasion test

a a a a a a a a

Photo-induced 
hydrophilicity (change in 
contact angle of water) [°] 7.9 8.3 10.7 9.1 17.9 10.8 9.0 8.9
Upper: Initial value 2.3 2.3 2.8 2.3 2.3 2.8 2.6 2.8
Lower: After ultraviolet ray 
irradiation
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(continued)

EX. 
1

EX. 
2

EX. 3 EX. 4 EX. 5 EX. 6 EX. 7 EX. 8

Activity index for methylene 
blue degradation 
[nmol/L·min]

6.0 3.0 5.0 9.0 7.5 4.3 7.3 8.4

A: Residual percentage of 70% or more
B: Residual percentage of at least 30% but less than 70%
C: Residual percentage of less than 30%
a: No film delamination occurred
b: Partial film delamination occurred

Table 2

EX. 9 EX. 10 EX. 11
EX. 
12

C.EX. 
1

C.EX. 2
C.EX. 

3
C.EX. 4 C.EX. 5

SiO2 [Parts by 
mass]

58.0 52.5 51.0 55.0 85.0 85.0 85.0 70.0 48.5

TiO2 [Parts by 
mass]

31.0 38.0 39.0 35.0 10.0 10.0 5.0 0.0 36.0

Binder 
component 
[Parts by mass]

11.0 9.5 10.0 10.0 5.0 5.0 10.0 30.0 15.5

Surfactant

Upper: Type CS3505 CS3505 CS3505 - - CS1211 CS3505 CS3505
Lower: 
Concentration 
in coating 
solution [wt%]

0.05 0.05 0.05 0.02 - 0.05 0.05

Difference from 
average 
transmittance 
of glass sheet 
[%]

1.61 1.62 1.59 1.98 2.07 1.57 2.02 1.69 1.08

Average 
reflectance at 
wavelength of 
400 to 1200 nm 
[%]

2.70 2.69 2.71 2.15 2.07 2.43 2.02 2.68 3.19

Change in 
transmittance 
before and after 
Taber abrasion 
test [%]

-1.4 -1.7 -1.6 -1.4 - - -1.6 -1.0 -1.1

Film state after 
Taber abrasion 
test

B B B B C C A A A

Film state after 
EN abrasion 
test

a a a a b b a a a
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(continued)

EX. 9 EX. 10 EX. 11
EX. 
12

C.EX. 
1

C.EX. 2
C.EX. 

3
C.EX. 4 C.EX. 5

Photo-induced 
hydrophilicity 
(change in 
contact angle of 
water)[°] 9.2 10.3 11.2 8.8 9.4 12.5 9.8 53.5 9.7
Upper: Initial 
value

2.4 2.2 2.0 2.5 2.9 2.7 9.2 53.9 2.4

Lower: After 
ultraviolet ray 
irradiation

Activity index 
for methylene 
blue 
degradation 
[nmol/L·min]

5.9 10.6 11.4 8.6 3.0 4.0 0.5 0.0 7.2

A: Residual percentage of 70% or more
B: Residual percentage of at least 30% but less than 70%
C: Residual percentage of less than 30%
a: No film delamination occurred
b: Partial film delamination occurred

Table 3

EX. 1 EX. 2 EX. 3 EX. 4 EX. 5 EX. 6 EX. 7 EX. 8

Preparation of high 
concentration solution

Ethylene glycol ethyl 
ether [g]

27.6 27.9 27.9 29.9 29.7 29.6 29.6 29.8

Tetraethoxysilane [g] 1.7 2.6 2.6 1.7 1.9 1.9 2.7 1.3

Dispersion of fine 
particles of colloidal 
silica [g]

15.3 15.3 15.3 12.1 12.1 13.4 11.2 12.6

Dispersion of fine 
particles of titanium 
oxide [g]

5.0 3.8 3.8 5.8 5.8 4.6 6.0 5.8

1N hydrochloric acid 
[g]

0.4 0.4 0.5 0.5 0.5 0.5 0.5 0.5

Solid content 
concentration in high 
concentration solution 
[%]

10.0 10.0 10.0 10.0 10.0 10.0 10.0 10.0

Preparation of coating 
solution

Isopropyl alcohol [g] 245.1 245.1 240.8 226.5 232.2 232.2 240.8 240.8

Propylene glycol [g] 12.9 12.9 12.8 12.0 12.3 12.3 12.8 12.8
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(continued)

EX. 1 EX. 2 EX. 3 EX. 4 EX. 5 EX. 6 EX. 7 EX. 8

High concentration 
solution [g]

42.0 42.0 45.0 60.0 54.0 54.0 45.0 45.0

Type of surfactant - - CS3505 CS3505 CS3505 CS3505 CS3505 CS3505

Added amount of 
surfactant solution [g]

- - 1.5 1.5 1.5 1.5 1.5 1.5

Solid content 
concentration in coating 
solution [%]

1.4 1.4 1.5 2.0 1.8 1.7 1.5 1.5
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[0068] Every glass sheet with a photocatalyst film obtained from Examples 1 to 12 has a photocatalytic function and
a reflection suppressing function. The glass sheet with a photocatalyst film obtained from Examples 1 to 12 has an
average reflectance of 3.1% or less at a wavelength of 400 to 1200 nm, and thus has preferable properties for the
reflection suppressing function. When the average reflectance is 2.9% or less at a wavelength of 400 to 1200 nm, the
glass sheet has further preferable properties for the reflection suppressing function. Further, the glass sheet with a
photocatalyst film obtained from Examples 1 to 12 has an activity index for methylene blue degradation of 3 nmol/L·min
or more, and thus has excellent properties for the photocatalytic function. Furthermore, in the glass sheet with a photo-
catalyst film obtained from Examples 1 to 12, at least a part of the film remained thereon even after the Taber abrasion
test, and the film was not delaminated therefrom even after the EN abrasion test. It can be observed using a SEM (Fig.
2 to Fig. 4) that a number of protruding silicon oxide particles are present in the photocatalyst film according to Examples.
The locally thick portions in the photocatalyst film are composed of the protruding silicon oxide particles, and at least
five protruding silicon oxide particles are present in an area of a 500 nm-square defined on the surface of the glass sheet
even at the lowest estimate. It also can be seen that the protruding silicon oxide particles are fixed to the glass sheet
by being supported by a plurality of silicon oxide particles. Further, the following can be observed: the titanium oxide
particles aggregate between the respective silicon oxide particles and between the substrate and the silicon oxide
particles; some of the titanium oxide particles are interposed between the glass sheet and the protruding silicon oxide
particles; and some other titanium oxide particles are exposed on the surface of the film in an aggregated state. The
titanium oxide particles aggregate into a porous state where voids between the particles are ensured because of the
small amount of the binder. Further, substantially all (at least 95% on the basis of the number) the titanium oxide particles
are present below the plane formed by connecting the top portions of the protruding silicon oxide particles to each other.
[0069] The presence of the protruding silicon oxide particles on the top surface of the photocatalyst film is presumably
one contributing factor to express an excellent reflection suppressing function while having high abrasion resistance.
Further, the presence of the titanium oxide particles, not on the top surface of the photocatalyst film, but in the vicinity
of the top surface is presumably one contributing factor to express an excellent photocatalytic function.
[0070] When Example 2 and Example 3 are compared to each other, it can be seen that the change in the optical
transmittance after the Taber abrasion test was slightly decreased due to the addition of the surfactant. This is presumably
because the addition of the surfactant allowed the titanium oxide particles to penetrate into the voids in the film, thus
making the film dense. Further, the above-mentioned comparison reveals that the addition of the surfactant has improved
the activity index for methylene blue degradation. In order to specify the cause for this, the film structure was analyzed
further in detail. As a result, it was found that the portions where the titanium oxide particles aggregate had been increased
due to the addition of the surfactant. It can be presumed that the portions where the titanium oxide particles aggregate
into a porous state contributed to the methylene blue degradation.
[0071] It also was confirmed, from the results of the observation of the photocatalyst film according to Examples using
a SEM, that the photocatalyst film had a thickness in the range of 100 to 200 nm, and the silicon oxide particles and the
titanium oxide particles each were substantially spherical with an average particle diameter almost identical to the value
mentioned above for the raw material.

INDUSTRIAL APPLICABILITY

[0072] According to the present invention, it is possible to provide a glass article that includes a photocatalyst film
having improved film strength. This glass article is extensively useful, but it shows a great value particularly when used
as a glass article intended for long-term outdoor use, such as cover glass for a solar cell and glass for a greenhouse,

Claims

1. A glass article comprising:

a glass sheet; and
a photocatalyst film formed on a surface of the glass sheet, wherein
the glass article has a reduced reflectance for light incident on the glass sheet due to the photocatalyst film,
the photocatalyst film contains silicon oxide particles, titanium oxide particles, and a binder composed of silicon
oxide component,
the content of the silicon oxide particles falls in the range of 50 to 82 mass%, the content of the titanium oxide
particles falls in the range of 8 to 40 mass%, and the content of the binder component falls in the range of 7 to
20 mass%, in the total amount of the silicon oxide particles, the titanium oxide particles, and the binder com-
ponent,
the silicon oxide particles have an average particle diameter that is at least 5 times an average particle diameter
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of the titanium oxide particles,
some of the silicon oxide particles contained in the photocatalyst film serve as protruding silicon oxide particles,
and
some of the titanium oxide particles contained in the photocatalyst film are interposed between the glass sheet
and the protruding silicon oxide particles,
where the protruding silicon oxide particles denote silicon oxide particles: 1) being not in contact with the glass
sheet; 2) in the case where titanium oxide particles in contact with the silicon oxide particles are present, having
their top portions at a position farther from the glass sheet than top portions of the titanium oxide particles that
are in contact with the silicon oxide particles, while in the case where titanium oxide particles in contact with
the silicon oxide particles are absent, having their top portions at a position farther from the glass sheet than
top portions of titanium oxide particles closest to the silicon oxide particles; and 3) having their top portions
exposed on a surface of the photocatalyst film.

2. The glass article according to claim 1, wherein
the content of the silicon oxide particles falls in the range of 50 to 57 mass%, the content of the titanium oxide
particles falls in the range of 30 to 40 mass%, and the content of the binder component falls in the range of 8 to 14
mass%, in the total amount of the silicon oxide particles, the titanium oxide particles, and the binder component.

3. The glass article according to claim 1, wherein
the content of the silicon oxide particles falls in the range of 60 to 82 mass%, the content of the titanium oxide
particles falls in the range of 8 to 25 mass%, and the content of the binder component falls in the range of 10 to 20
mass%, in the total amount of the silicon oxide particles, the titanium oxide particles, and the binder component.

4. The glass article according to claim 3, wherein
the content of the silicon oxide particles falls in the range of 65 to 75 mass%, the content of the titanium oxide
particles falls in the range of 13 to 23 mass%, and the content of the binder component falls in the range of 10 to
16 mass%, in the total amount of the silicon oxide particles, the titanium oxide particles, and the binder component.

5. The glass article according to claim 1, wherein
four or more of the protruding silicon oxide particles are present in an area of a 500 nm-square defined on a surface
of the glass sheet.

6. The glass article according to claim 1, wherein
the protruding silicon oxide particles are fixed to the glass sheet via silicon oxide particles that do not fall under the
protruding silicon oxide particles.

7. The glass article according to claim 1, wherein
a part of the titanium oxide particles contained in the photocatalyst film are exposed on a surface of the photocatalyst
film in an aggregated state above the silicon oxide particles that do not fall under the protruding silicon oxide particles.

Patentansprüche

1. Glasgegenstand, umfassend:

einen Glasbogen und
einen Fotokatalysatorfilm, der auf einer Oberfläche des Glasbogens ausgebildet ist, wobei
der Glasgegenstand einen reduzierten Reflexionsgrad für Licht aufweist, das durch den Fotokatalysatorfilm auf
den Glasbogen fällt,
der Fotokatalysatorfilm Siliciumoxidpartikel, Titanoxidpartikel und ein aus einer Siliciumoxidkomponente beste-
hendes Bindemittel enthält,
der Gehalt der Siliciumoxidpartikel in den Bereich von 50 bis 82 Gewichts-% fällt, der Gehalt der Titanoxidpartikel
in den Bereich von 8 bis 40 Gewichts-% fällt und der Gehalt der Bindemittelkomponente in den Bereich von 7
bis 20 Gewichts-% fällt, bezogen auf die Gesamtmenge der Siliciumoxidpartikel, der Titanoxidpartikel und der
Bindemittelkomponente,
die Siliciumoxidpartikel einen durchschnittlichen Partikeldurchmesser aufweisen, der wenigstens das 5-fache
eines durchschnittlichen Partikeldurchmessers der Titanoxidpartikel beträgt,
einige der Siliciumoxidpartikel, die in dem Fotokatalysatorfilm enthalten sind, als hervorstehende Siliciumoxid-
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partikel dienen,
einige der Titanoxidpartikel, die in dem Fotokatalysatorfilm enthalten sind, zwischen dem Glasbogen und den
hervorstehenden Siliciumoxidpartikeln eingelagert sind,
wobei die hervorstehenden Siliciumoxidpartikel Siliciumoxidpartikel bezeichnen, 1) die nicht in Kontakt mit dem
Glasbogen stehen, 2) die, in dem Fall, in dem mit den Siliciumoxidpartikeln in Kontakt stehende Titanoxidpartikel
vorhanden sind, ihre obersten Abschnitte an einer Position aufweisen, die weiter von dem Glasbogen entfernt
ist als oberste Abschnitte der mit den Siliciumoxidpartikeln in Kontakt stehenden Titanoxidpartikel, während in
dem Fall, in dem keine mit den Siliciumoxidpartikeln in Kontakt stehende Titanoxidpartikel vorhanden sind, ihre
obersten Abschnitte an einer Position aufweisen, die weiter von dem Glasbogen entfernt ist als oberste Ab-
schnitte der den Siliciumoxidpartikeln am nächsten liegende Titanoxidpartikel, und 3) die ihre obersten Ab-
schnitte exponiert auf einer Oberfläche des Fotokatalysatorfilms aufweisen.

2. Glasgegenstand nach Anspruch 1, wobei
der Gehalt der Siliciumoxidpartikel in den Bereich von 50 bis 57 Gewichts-% fällt, der Gehalt der Titanoxidpartikel
in den Bereich von 30 bis 40 Gewichts-% fällt und der Gehalt der Bindemittelkomponente in den Bereich von 8 bis
14 Gewichts-% fällt, bezogen auf die Gesamtmenge der Siliciumoxidpartikel, der Titanoxidpartikel und der Binde-
mittelkomponente.

3. Glasgegenstand nach Anspruch 1, wobei
der Gehalt der Siliciumoxidpartikel in den Bereich von 60 bis 82 Gewichts-% fällt, der Gehalt der Titanoxidpartikel
in den Bereich von 8 bis 25 Gewichts-% fällt und der Gehalt der Bindemittelkomponente in den Bereich von 10 bis
20 Gewichts-% fällt, bezogen auf die Gesamtmenge der Siliciumoxidpartikel, der Titanoxidpartikel und der Binde-
mittelkomponente.

4. Glasgegenstand nach Anspruch 3, wobei
der Gehalt der Siliciumoxidpartikel in den Bereich von 65 bis 75 Gewichts-% fällt, der Gehalt der Titanoxidpartikel
in den Bereich von 13 bis 23 Gewichts-% fällt und der Gehalt der Bindemittelkomponente in den Bereich von 10 bis
16 Gewichts-% fällt, bezogen auf die Gesamtmenge der Siliciumoxidpartikel, der Titanoxidpartikel und der Binde-
mittelkomponente.

5. Glasgegenstand nach Anspruch 1, wobei
vier oder mehr der hervorstehenden Siliciumoxidpartikel in einem Bereich eines 500 nm Quadrates vorhanden sind,
das auf einer Oberfläche des Glasbogens definiert ist.

6. Glasgegenstand nach Anspruch 1, wobei
die hervorstehenden Siliciumoxidpartikel über Siliciumoxidpartikel, die nicht unter die hervorstehenden Siliciumo-
xidpartikel fallen, an dem Glasbogen befestigt sind.

7. Glasgegenstand nach Anspruch 1, wobei
ein Teil der Titanoxidpartikel, die in dem Fotokatalysatorfilm enthalten sind, auf einer Oberfläche des Fotokatalysa-
torfilms in einem aggregierten Zustand über den Siliciumoxidpartikeln exponiert sind, die nicht unter die hervorste-
henden Siliciumoxidpartikel fallen.

Revendications

1. Article de verre comprenant :

une feuille de verre ; et
un film de photocatalyseur formé sur une surface de la feuille de verre, dans lequel
l’article de verre présente un coefficient de réflexion réduit pour de la lumière incidente sur la feuille de verre
dû au film de photocatalyseur,
le film de photocatalyseur contient des particules d’oxyde de silicium, des particules d’oxyde de titane, et un
liant constitué de constituant d’oxyde de silicium,
la teneur des particules d’oxyde de silicium se trouve dans l’intervalle de 50 à 82 % en masse, la teneur des
particules d’oxyde de titane se trouve dans l’intervalle de 8 à 40 % en masse, et la teneur du constituant de
liant se trouve dans l’intervalle de 7 à 20 % en masse, dans la quantité totale des particules d’oxyde de silicium,
des particules d’oxyde de titane et du constituant de liant,
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les particules d’oxyde de silicium présentent un diamètre moyen de particule qui est au moins 5 fois le diamètre
moyen de particule des particules d’oxyde de titane,
certaines des particules d’oxyde de silicium contenues dans le film de photocatalyseur servent de particules
d’oxyde de silicium faisant saillie, et
certaines des particules d’oxyde de titane contenues dans le film de photocatalyseur sont intercalées entre la
feuille de verre et les particules d’oxyde de silicium faisant saillie,
où les particules d’oxyde de silicium faisant saillie indiquent des particules d’oxyde de silicium : 1) n’étant pas
en contact avec la feuille de verre ; 2) dans le cas où des particules d’oxyde de titane en contact avec les
particules d’oxyde de silicium sont présentes, présentant leurs portions supérieures à une position plus éloignée
de la feuille de verre que des portions supérieures des particules d’oxyde de titane qui sont en contact avec
les particules d’oxyde de silicium, alors que dans le cas où des particules d’oxyde de titane en contact avec les
particules d’oxyde de silicium sont absentes, présentant leurs portions supérieures à une position plus éloignée
de la feuille de verre que des portions supérieures de particules d’oxyde de titane les plus proches des particules
d’oxyde de silicium ; et 3) présentant leurs portions supérieures exposées sur une surface du film de photoca-
talyseur.

2. Article de verre selon la revendication 1, dans lequel
la teneur des particules d’oxyde de silicium se trouve dans l’intervalle de 50 à 57 % en masse, la teneur des particules
d’oxyde de titane se trouve dans l’intervalle de 30 à 40 % en masse, et la teneur du constituant de liant se trouve
dans l’intervalle de 8 à 14 % en masse, dans la quantité totale des particules d’oxyde de silicium, des particules
d’oxyde de titane, et du constituant de liant.

3. Article de verre selon la revendication 1, dans lequel
la teneur des particules d’oxyde de silicium se trouve dans l’intervalle de 60 à 82 % en masse, la teneur des particules
d’oxyde de titane se trouve dans l’intervalle de 8 à 25 % en masse, et la teneur du constituant de liant se trouve
dans l’intervalle de 10 à 20 % en masse, dans la quantité totale des particules d’oxyde de silicium, des particules
d’oxyde de titane, et du constituant de liant.

4. Article de verre selon la revendication 3, dans lequel
la teneur des particules d’oxyde de silicium se trouve dans l’intervalle de 65 à 75 % en masse, la teneur des particules
d’oxyde de titane se trouve dans l’intervalle de 13 à 23 % en masse, et la teneur du constituant de liant se trouve
dans l’intervalle de 10 à 16 % en masse, dans la quantité totale des particules d’oxyde de silicium, des particules
d’oxyde de titane, et du constituant de liant.

5. Article de verre selon la revendication 1, dans lequel
quatre des particules d’oxyde de silicium faisant saillie ou plus sont présentes dans une surface de 500 nm-carrés
définie sur une surface de la feuille de verre.

6. Article de verre selon la revendication 1, dans lequel
les particules d’oxyde de silicium faisant saillie sont fixées à la feuille de verre via des particules d’oxyde de silicium
qui ne font pas partie des particules d’oxyde de silicium faisant saillie.

7. Article de verre selon la revendication 1, dans lequel
une partie des particules d’oxyde de titane contenues dans le film de photocatalyseur sont exposées sur une surface
du film de photocatalyseur dans un état agrégé au-dessus des particules d’oxyde de silicium qui ne font pas partie
des particules d’oxyde de silicium faisant saillie.
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