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Description
Technical Field

[0001] The presentinvention relates to a hydrophilic surface treatment agent for an aluminum-containing metallic heat
exchanger (hereinafter, simply referred to collectively as a heat exchanger) which has excellent drainage performance
of dew condensation water, a hydrophilic surface treatment method, and a heat exchanger subjected to a hydrophilic
surface treatment.

Background Art

[0002] In recent years, many of aluminum-containing metallic heat exchangers are, in order to improve the heat
dissipation effects or cooling effects of the exchangers, designed so that the area of the heat dissipation section and
cooling section is large as much as possible, and for this reason, the fin spacing is extremely reduced. In addition, in
order to reduce the ventilation resistance as much as possible, notches referred to as louvers are put between fins in
some cases. For this reason, when the exchangers are used as coolers, moisture in the atmosphere is condensed on
the surfaces of the heat exchangers, in particular, between the fins, and the condensed water is more likely to become
water droplets as the fin surfaces are more hydrophobic, and causes clogging in fin gaps to cause a problem of increasing
ventilation resistance, thereby decreasing heat exchanger effectiveness.

[0003] Furthermore, the water droplets condensed between the fins induce corrosion of the aluminum forming the fins
to deposit an aluminum oxide in white powder form on the fin surface, and makes bacteria, etc. more likely to grow on
the surfaces when the surfaces of the heat exchangers left for a long period of time while remaining wet. The white
powder of aluminum oxide deposited on the fins and the water droplets retained in the fin gaps fly in a room through
blowers of the heat exchangers to provide a feeling of discomfort to users.

[0004] In order to prevent the clogging from being caused by the water droplets, treatment methods of providing fin
surfaces with hydrophilicity to improve water wettability have been developed. In this case, for the fin surfaces, anticor-
rosion films (for example, chromate phosphate films, chromate films by chromic acid, or non-chromate films) are first
formed on the heat exchangers. Then, on the anticorrosion films, hydrophilic inorganic compounds such as water glass
and colloidal silica, as well as organic compounds such as surfactants and water-soluble resins are used singly or in
combination to form hydrophilic films. It is to be noted that hydrophilic films may be directly formed without forming the
anticorrosion films in some cases.

[0005] For example, JP H9-296121 A discloses a hydrophilic treatment agent for metal materials, which contains a
water-soluble polymer having an acetal structure and a hydrophilic polymer having at least one or more hydrophilicgroups.
[0006] JP H11-343450 A discloses a composition for hydrophilic treatment, which contains a water-soluble polymer,
a trivalent chromium compound, a zirconium or titanium compound.

[0007] However, the hydrophilic flms are not always considered to have excellent drainage performance, but the
development of hydrophilic films which have further excellent drainage performance has been desired. Moreover, the
development of hydrophilic films which stably provide favorable drainage performance for a long period of time has been
desired, because the hydrophilic films undergo a significant decrease in drainage performance after use with time.
[0008] Furthermore, WO 2009/044912 A discloses a hydrophilic coating agent containing a colloidal silica sol (A) , an
acrylic polymer (B) , a reactive silane coupling agent (C) , and a curing agent, characterized in that the mass ratio { (A)
/ (B) }is 5/95 to 95/5, and the ratio {(A + B) / (C) } is 30/70 to 95/5.

[0009] The hydrophilic films exhibits anti-fog properties because of their high hydrophilicity, hardness, durability, but
fail to provide adequate drainage performance.

[0010] JP 2005-162533 A discloses a method for producing modified colloidal silica, which is characterized in that
colloidal silica obtained by hydrolysis and condensation of a hydrolyzable silicon compound is modified with a modifying
agent.

[0011] The production method is aimed at modifying the colloidal silica for the improvement of dispersion stability for
a long period of time. However, in this method, when the mass ratio of a silane coupling agent exceeds 0.03 with respect
to the colloidal silica, problems are caused such as increased secondary particle size, formation of aggregates, and
gelation, and even if this silica is used for a hydrophilic surface treatment agent, the amount of the silane coupling agent
(it is to be noted that organo alkoxy silane is a type of silane coupling agent) with respect to the colloidal silica does not
correspond to adequate surface modification, which is insufficient for providing drainage performance.

[0012] JP H7-233270 A discloses an agricultural film which is excellent in antifog properties, which is characterized
in that the film is obtained by the emulsion polymerization of an acrylic monomer, a polymerizable silane coupling agent,
and colloidal silica, and provided with a coating layer containing 20 weight% to 70 weight% of colloidal silica per total
solid content.

[0013] The method mentioned above can provide the film surface with permanent hydrophilicity and water droplet
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flowability, while maintaining excellent transparency and durability at the surface of the agricultural film for use in vinyl
greenhouses for agriculture, etc. However, also in this method, the ratio by weight of the silane coupling agent with
respect to the colloidal silica is 0.5 at a maximum, which means that the surface modification with the silane coupling
agent is insufficient. In the method, the silane coupling agent is used which has a hydrophobic group in the molecule,
and the silica surface will be covered with the hydrophobic coupling agent when the agent is contained at 0.5 or more
in terms of ratio by weight, and the hydrophilicity of the silica will be thus lost to cause a problem of failure to obtain
hydrophilicity at the surface of the coating film. Therefore, in the case of the agricultural film or the like there is no problem
with water droplet flowability, while the method is inadequate for drainage performance of structurally complex aluminum-
containing metallic heat exchangers.

[0014] JP 2001-323250 A discloses a hydrophilic treatment agent containing silica microparticles and a vinyl alcohol
polymer, where the silica microparticles are coated with the vinyl alcohol polymer, and dispersed in an aqueous medium
in the state of coated particles of 5 nm to 1000 nm in average particle size.

[0015] The method mentioned above provides a hydrophilic treatment method for heat exchangers, which is excellent
in maintenance of hydrophilicity and deodorant properties. However, even when the silica microparticles are coated with
the vinyl alcohol polymer, the drainage performance is inferior to that of colloidal silica surface-modified with a silane
coupling agent while the silica microparticles are excellent in deodorant properties.

[0016] JP H6-93209 A discloses a hydrophilic film forming agent for aluminum exchangers or fin materials thereof,
which contains, as its main constituents, an alkali silicate, a low-molecular organic compound having a carbonyl group,
an acrylamide copolymer, and a silane coupling agent, with the solid content of the acrylamide copolymer from 25
weight% to 30 weight%.

[0017] The method mentioned above provides hydrophilic films which can reduce cement odors and mold odors
specific to the alkali silicate, but the films also have inadequate drainage performance.

[0018] JP 2001-247822 discloses a composition for treatment for imparting hydrophilic properties, capable of forming
a film. The composition contains a water-dispersible silica, a water soluble or water dispersible organic polymer resin
and a crosslinking agent. The weight ratio of solid contents, i.e., (A) /(B) is in the range of 60/40 to 90/10.

[0019] JP 2001 172547 discloses a treatment agent for rendering a heat exchanger fin material hydrophilic comprising
colloidal silica, polyvinyl alcohol, and a neutralized resin.

[0020] WO 2009/119690 disclosesa heat exchanger which has afin material made from aluminum, having a hydrophilic
layer formed thereon, which comprises an zwitterionic low molecular weight compound, a hydrophilic polymer which
has silane-coupling group at polymer terminal, a hydrophilic polymer which has silane-coupling group in polymer side
chain, and a metal complex catalyst.

[0021]

Patent Literature 1: JP H9-296121 A
Patent Literature 2: JP H11-343450 A
Patent Literature 3: WO 2009/044912 A
Patent Literature 4: JP 2005-162533 A
Patent Literature 5: JP H7-233270 A
Patent Literature 6: JP 2001-323250 A
Patent Literature 7: JP H6-93209 A

Summary of Invention
Technical Problem

[0022] The present invention is intended to solve the problems of the prior art. More specifically, the invention is
intended to provide a hydrophilic surface treatment agent which can maintain favorable drainage performance, for use
in hydrophilic surface treatments for heat exchangers, a hydrophilic surface treatment method therefor, and a heat
exchanger subjected to a hydrophilic surface treatment thereby.

Solution to Problem

[0023] Now, with regard to drainage performance in the prior art including the other applications mentioned above, it
is recognized as a common sense that it is enough to evaluate the static hydrophilicity measured on a sample with a
water droplet delivered thereon under a static state. However, the evaluation of the static hydrophilicity is not enough
with regard to drainage performance in the application of an aluminum-containing metallic heat exchanger as an object
ofthe present application. More specifically, the movement of water droplets is involved in order to drain dew condensation
water from a heat exchanger, and the mere improvement in static hydrophilicity will thus not always lead to sufficient
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improvement in drainage performance. For this reason, even when the hydrophilicity is improved, the drainage perform-
ance may fail to be improved, thereby causing problems such as increased ventilation resistance in some cases. Because
the drainage performance is associated with the movement of dew condensation water discharge, it is important to not
only evaluate the static hydrophilicity of the dew condensation water, but also evaluate dynamic hydrophilicity.

[0024] The inventors have found that this evaluation on the dynamic behavior is important from the perspective of
improvement in drainage performance in the application of an aluminum-containing metallic heat exchanger. Further,
the inventors has found, as a result of repeated earnest studies through an evaluation method of a slide angle at which
a sample is tilted to move a water droplet, that the implementation of a hydrophilic surface treatment with a hydrophilic
surface treatment agent containing specific constituents at specific added ratios can solve the problems mentioned
above, thereby leading to the achievement of the present invention.

[0025] More specifically, a hydrophilic surface treatment agent which has excellent drainage performance of dew
condensationwater according to the present invention is a hydrophilic surface treatment agent for an aluminum-containing
metallic heat exchanger, which is obtained by mixing:

a water-soluble resin (A) having at least one or more functional groups of an amide group, a hydroxyl group, and a
carboxy! group, or a water-soluble resin (A) including, in a skeleton thereof, an amide linkage;

colloidal silica (B);

organo alkoxy silane and/or a hydrolysate thereof (C);

a cross-linking agent (D) capable of forming cross-linkage with the water-soluble resin (A); and

water (E), and

characterized in that the ratio {(B) + (C) }/{ (A) + (B) + (C) + (D) } is 0.1 to 0.5 in terms of solid content ratio (mass
ratio), and

the ratio (C) / (B) is 1.0 to 3.0 in terms of solid content ratio (mass ratio), and

the water-soluble resin (A) is polyvinyl alcohol or a derivative thereof,

the colloidal silica (B) has an average particle size in the range of 1 nm to 100 nm,

the organo alkoxy silane and/or a hydrolysate thereof (C) has a glycidyl group, and

the cross-linking agent (D) contains two or more carboxyl groups in one molecule.

[0026] Furthermore, the hydrophilic surface treatment agentis more preferably used for a hydrophilic surface treatment,
with the pH of the agent in the range of 1 to 7.

[0027] Furthermore, the hydrophilic surface treatment agent may contain a metal compound (F) including at least one
metal element selected from the group consisting of V, Ti, Zr, and Cr for improving corrosion resistance.

Brief Description of Drawings
[0028] Fig. 1is a diagram illustrating an example of a heat exchanger to which the present invention is applied.
Description of Embodiments

[0029] Embodiments of the present invention will be described below. It is to be noted that the term "to" indicating a
range in this specification and the claims encompasses both the upper limit and the lower limit, unless otherwise specified.
For example, the range "X to Y" means X or more and Y or less, unless otherwise specified.

<<Description of Heat Exchanger>>

[0030] Aluminum-containing metals for use as materials for the heat exchanger according to the present invention
include aluminum, as well as aluminum alloys, for example, aluminum-magnesium alloys, aluminum-silicon alloys, and
aluminum-manganese alloys. Further, the materials are formed into tubes, fins, and hollow plates for use in heat ex-
changers such as air conditioners. Examples of heat exchangers formed from the parts include a heat exchanger for
an automotive air conditioner, which is formed from an aluminum-containing metal along with fins and tubes through
which arefrigerant passes, and a heat exchanger for a domestic air conditioner, which is obtained by combining a worked
aluminum sheet with a copper pipe, and expanding the pipe to join fins and the pipe. The heat exchangers herein to
which the present invention is applied have a structure well known to one skilled in the art, and Fig. 1 shows an example
of the well known structure. More specifically, the heat exchanger shown in Fig. 1 is referred to as a so-called fin tube-
type heat exchanger. Further, as shown in the figure, this type of heat exchanger may have a bridge of water droplets
formed between the fins in some cases. Now, in the case of applying a hydrophilic surface treatment to such a fin tube-
type heat exchanger, generally, an aluminum sheet is first subjected to a hydrophilic surface treatment (referred to as
precoat) in the case of a room air conditioner. The sheet is formed into the shape of the heat exchanger in Fig. 1.
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Alternatively, generally, an aluminum sheet is first formed into the shape of the heat exchanger in Fig. 1 in the case of
a car air conditioner. This heat exchanger is subjected to a hydrophilic surface treatment (referred to as postcoat).
However, these structures and treatment methods are just by way of example only but not to be intended to limit the
present invention.

<<Description of Base Film>>

[0031] The application of the hydrophilic surface treatment agent to the surface of an aluminum-containing metal
substrate provides favorable performance. However, in order to improve corrosion resistance, the surface may be coated
with an undercoat chemical conversion layer as a base for a hydrophilic surface treatment film. This undercoat chemical
conversion layer is formed by applying chemical conversion treatment to the surface of the aluminum-containing metal
substrate, for example, from a chemical conversion treatment agent containing at least one metal element selected from
the group consisting of chromium, zirconium, titanium, and vanadium. The undercoat chemical conversion layer is
preferably formed to have an application amount of 2 mg/mZ2 to 500 mg/mZ or a thickness of 0.002 pm to 0.5 wm. On
the other hand, while the treatment for base film formation can be considered to be preferably skipped from the perspective
of manufacturing process simplification, cost reduction, etc., the present invention can achieve sufficiently satisfactory
drainage performance even in the absence of the base film.

<<Description of Hydrophilic Surface Treatment Agent>>

[0032] Thehydrophilic surface treatment agentfor an aluminum-containing metallic heatexchanger, the agentobtained
by mixing:a water-soluble resin (A) having at least one or more functional groups of an amide group, a hydroxyl group,
and a carboxyl group, or a water-soluble resin (A) including, in a skeleton thereof, an amide linkage;colloidal silica
(B);organo alkoxy silane and/or a hydrolysate thereof (C);a cross-linking agent (D) capable of forming cross-linkage with
the water-soluble resin (A); and water (E),wherein the ratio { (B) + (C) (A) + (B) + (C) + (D)} is 0.1 to 0.5 in terms of solid
content ratio (mass ratio), andthe ratio (C) / (B) is 1. 0 to 3. 0 in terms of solid content ratio (mass ratio), andthe water-
soluble resin (A) is polyvinyl alcohol or a derivative thereof, the colloidal silica (B) has an average particle size in the
range of 1 nm to 100 nm, the organo alkoxy silane and/or a hydrolysate thereof (C) has a glycidyl group, andthe cross-
linking agent (D) contains two or more carboxyl groups in one molecule.

{Constituent: Water-Soluble Resin (A)}

[0033] The water-soluble resin (A) is a polyvinyl alcohol or a derivative thereof. More specifically, examples thereof
include partial saponification products and complete saponification products of polyvinyl acetate, as well as partial
saponification products and complete saponification products of copolymers of vinyl acetate with other monomer, and
modified products of polyvinyl alcohol. The comonomer for copolymerization with vinyl acetate is not particularly limited,
but for example, acrylic acid, methacrylic acid, itaconic acid, and maleic acid, or salts thereof can be used as anionic
comonomers, styrene, acrylonitrile, vinyl ether, (meth)acrylamide, N-methylol (meth)acrylamide, methyl (meth)acrylate,
hydroxyethyl (meth)acrylate, vinylpyrrolidone, and acryloylmorpholine can be used as non-ionic comonomers, and ami-
noethyl (meth)acrylate, N-hydroxypropylaminoethyl (meth)acrylate, vinylimidazole, and N,N-dimethyldiallylamine can
be used as cationic comonomers.

[0034] The polyvinyl alcohol or derivative thereof has a weight average molecular weight of 5,000 to 200,000, more
preferably 10,000 to 100,000, and further preferably 20,000 to 50,000. The weight average molecular weight less than
5000 fails to form an adequate network structure in the film to fail to exhibit durability, whereas the molecular weight in
excess of 200,000 increases the viscosity to make colloidal silica in the hydrophilic film unlikely to be uniformly dispersed
in the film, thereby decreasing the drainage performance. The weight average molecular weight herein refers to the
weight average molecular weight measured by a GPC-LALLS method. The measurement method will be mentioned
below.

1) GPC
[0035]

Device: Gel Permeation Chromatograph Type 244 from Waters
Column: TSK-gel-GMPW from Tosoh Corporation

(Inside Diameter: 8 mm, Length: 30 cm, 2 lines)

Solvent: 0.1 M-Tris Buffer (pH 7.9)

Flow Rate: 0.5 ml/min
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Temperature: 23°C

Sample Concentration: 0.040%

Filtration: 0.45 pm MY SHORI DISK (in Katakana) W-25-5 from Tosoh Corporation
Injection Volume: 0.2 ml

Detection Sensitivity (differential refractive index detector): 4 times

2) LALLS
[0036]

Device: Low-Angle Laser Light Scattering Photometer Type KMX-6 from Chromatrix
Temperature: 23°C

Wavelength: 633 nm

Second Virial Coefficient x Concentration: 0 mol/g

Change in Diffraction Index with Concentration (dn/dc): 0.159 ml/g

Filter: 0.45 um filter HAWP 01300 from MILLIPORE

Gain: 800 mV

[0037] Itis to be noted that the polyvinyl alcohol or derivative thereof for use in the water-soluble resin (A) preferably
has a saponification degree of 95 mol% or more, preferably 98 mol% or more. When a large number of acetyl groups
due to a low saponification degree is bonded, the solubility in water is decreased. In addition, the large number of acetyl
groups fails to adequately develop the reaction with the cross-linking agent to decrease the degree of cross-linkage,
thus deteriorating the durability to decrease the drainage performance after endurance. The saponification degree herein
refers to the value measured in accordance with the JIS-K-6726: testing methods for polyvinyl alcohol.

{Constituent; Colloidal Silica (B)}

[0038] The colloidal silica (B) used is a dispersion of a silicate compound containing silicon and oxygen as main
constituents, but the type thereof is not particularly limited. Generally, colloidal silica is used which is obtained by a
method such as the removal of sodium, potassium, or lithium from an alkali silicate such as sodium silicate, potassium
silicate, or lithium silicate for solation in accordance with an ion exchange method. Furthermore, colloidal silica can be
also used which is obtained by dispersing, in water, particulate silica referred to as fumed silica.

[0039] The colloidal silica (B) preferably has an average particle size in the range of 1 nm to 100 nm, more preferably,
in the range of 2 nm to 20 nm. For drainage performance of dew condensation water, moderate surface asperity of the
hydrophilicfilm is effective, excessively small particle sizes result in failure to adequately produce the effect of the colloidal
silica, whereas excessively large sizes make the colloidal silica originally immobilized and retained on the hydrophilic
film more likely to flow off after endurance, thereby making it possible to retain the silica. The average particle size of
the colloidal silica is a number average particle size, which is measured by a nitrogen adsorption method.

{Constituent: Organo Alkoxy Silane (C) and/or Hydrolysate (C) therefrom}

[0040] The organo alkoxy silane (C) contains a glycidyl group. Having the glycidyl group makes it possible to bind to
the water-soluble resin (A) tightly to improve the durability in actual use environments, and maintain and exert favorable
drainage performance even after endurance. In addition, it is believed that silanol groups of the organo alkoxy silane
(C) bind to silanol groups of the colloidal silica (B) to modify the surface of the colloidal silica, thereby forming a surface
that has better drainage performance of dew condensation water.

{Constituent: Cross-Linking Agent (D) capable of Cross-Linking with Water-Soluble Resin (A)}

[0041] The cross-linking agent (D) used is not particularly limited, as long as the agent is capable of forming cross-
linkage with the water-soluble resin (A). In particular, cross-linking agents containing two or more carboxyl groups in
one molecule are more preferred because the agents exhibit high degrees of cross-linkage.

{Constituent: Water (E)}

[0042] The constituent (E) contains water as its main constituent (for example, 80 volume% or more, 90 volume% or

more, or 95 volume% or more with the total volume of the solvent as a reference). It is to be noted that while water is
typically used, a water-miscible solvent, such as alcohol, may be added.
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{Constituent: Metal Compound (F)}

[0043] In order to improve the corrosion resistance, the hydrophilic surface treatment agent may contain a metal
compound (F)including at least one metal element selected from the group consisting of V, Ti, Zr, and Cr. The compounds
including Crinclude, for example, trivalent chromium compounds, such as chromium sulfate, chromium nitrate, chromium
biphosphate, chromium fluoride, chromium acetate, and chromium formate. The trivalent chromium compounds also
include reduced products of chromic acid compounds, such as chromic acid anhydride and dichromic acid. The zirconium
compounds include, for example, zirconium compounds such as zirconium nitrate, zirconium oxynitrate, zirconyl acetate,
zirconyl sulfate, zirconyl ammonium carbonate, zirconyl potassium carbonate, zirconyl sodium carbonate, zirconia sol,
and fluorozirconic acid or salts thereof. Furthermore, the compounds also include zirconic acid and salts thereof, which
are manufactured by applying ion exchange or alkali neutralization to aqueous solutions of water-soluble zirconium salts.
The titanium compounds can be selected from among, for example, titanyl sulfate, titanyl nitrate, titanium nitrate, titanyl
chloride, titania sol, titanium oxide, potassium titanium oxalate, titanium lactate, titanium tetraisopropoxide, titanium
acetylacetonate, diisopropyl titanium bisacetylacetone, and fluorotitanic acid or salts thereof. Furthermore, the com-
pounds also include a metatitanic acid obtained by applying thermal hydrolysis to an aqueous solution of titanyl sulfate,
an orthotitanic acid obtained by alkali neutralization, and salts of these acids. The vanadium compounds include, for
example, vanadium pentoxide, ammonium metavanadate, sodium metavanadate, vanadium oxytrichloride, vanadium
trioxide, vanadium dioxide, vanadium oxysulfate, vanadium oxyacetylacetonate, vanadium acetylacetonate, vanadyl
acetylacetonate, vanadium trichloride, phosphovanadomolybdic acid, and vanadium sulfate. The metal compound forms
metal cross-linkage with the water-soluble resin (A) to increase the crosslink density of the hydrophilic film and improve
the corrosion resistance. This makes it possible to exhibit favorable corrosion resistance even in the absence of the
base film, and maintain excellent drainage performance after endurance.

{Constituent: Other Constituents}

[0044] In addition, the generation of foul odors by reproduction of molds, bacterium, and yeasts can be prevented by
adding an antibacterial agentand/or an anti-mold agentto the aqueous treatment agent according to the presentinvention,
as long as the effect of the aqueous treatment agent is not impaired. The antibacterial and anti-mold agents which can
be used in the presentinvention are desirably antibacterial and anti-mold agents that can withstand heating in the removal
of water as a solvent of the aqueous treatment agent in a drying step after applying the aqueous treatment agent
according to the present invention, that is, have no decomposition point at temperatures up to 100°C. The antibacterial
and anti-mold agents contained in the aqueous hydrophilic surface treatment agent according to the present invention
can be selected from among, for example, 5-chloro-2-methyl-4-isothiazoline-3-one, 2-methyl-4-isothiazoline-3-one, 2-(4-
thiocyanomethylthio)benzothiazole, 2,2-dibromo-3-nitrilopropionamide, sodium ethylenebis(dithiocarbamate), sodium-
2-pyridinethiol-1-oxide, zinc-2-pyridinethiol-1-oxide, 2,2’-dithiobis(pyridine-1-oxide), 2,4,5,6-tetrachloroisophthalonitrile,
2-methylcarbonyl aminobenzimidazole, 2,3,5,6-tetrachloro-4-(methylsulfonyl)-pyridine, 2-(4-thiazolyl)-benzimidazole,
N-(fluorodichloromethylthio)sulfamide, p-chloro-m-xylenol, dehydroacetic acid, o-phenylphenol, 1,2-benzisothiazolin-3-
one, 2-bromo-2-nitropropane-1,3-diol, barium metaborate, diiodomethyl-p-toluene sulfone, 2-n-octyl-4-isothiazoline-3-
one, 10,10-oxybisphenoxarsine, and 1,2-dibromo-2,4-dicyanobutane.

[0045] In addition, the hydrophilic surface treatment agent may include surfactants and pigments for processability
improvement and coloring.

{Added Amount: (A) to (D)}

[0046] The solid content ratio (mass ratio) of the (B) + (C) mentioned above to the sum total, { (B) + (C) }/ { (A) + (B)
+ (C) + (D) }is 0. 1 to 0. 5. Furthermore, the ratio is more preferably 0.2 to 0.5. The ratio {(B) + (C)}/{(A) + (B) + (C)
+ (D)} in excess of 0.5 results in failure to achieve adequate immobilization in the film, then in flowing off. Alternatively,
the {(B) + (C) }/ {(A) + (B) + (C) + (D) } below 0.1 results in both inadequate hydrophilicity and drainage performance.
[0047] The ratio (mass ratio) (C)/(B) of the colloidal silica (B) and the organo alkoxy silane (C) is 0. 5 (preferably in
excess of 0.5) to 4.0. Furthermore, the ratio is more preferably 1.0 to 3.0. The ratio (C)/(B) below 0.5 results in failure
to achieve adequate surface modification for the colloidal silica, whereas the ratio (C) / (B) in excess of 4.0 makes the
moderate surface asperity of the hydrophilic film inadequate.

[0048] In the addition of the constituents (B) and (C) to the hydrophilic surface treatment agent, the constituents (B)
and (C) may be put in another container in advance, and subjected to pretreatment such as heating and stirring. The
heating is preferably 30°C to 80°C in order to efficiently promote hydrolysis.
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{Added Amount of Metal Compound (F) }

[0049] The hydrophilic surface treatment agent containing the metal compound leads to the achievement of favorable
corrosion resistance without applying the base film. While the added amount is not particularly limited, the added ratio
of the solid content of the metal compound is 0.1 mass% to 50 mass%, preferably 1 mass% to 30 mass%, and further
preferably 10 mass% to 20 mass%, when the solid content of raw materials combined in the hydrophilic surface treatment
agent is regarded as 100. When the added amount of the metal compound is decreased, the deterioration of corrosion
resistance makes corrosion likely to be caused to deteriorate the drainage performance after endurance. Alternatively,
when the added amount is excessively increased, insufficiently achieved dispersion of the colloidal silica to the outermost
surface decreases the drainage performance.

{Added Amount of Other Constituents}

[0050] The other constituents may be appropriately added thereto in appropriate amounts, as needed. For example,
the added ratio of the solid content of the antibacterial and anti-mold agents is preferably 0.1 mass% to 10 mass%, more
preferably 0.1 mass% to 5 mass%, when the solid content of raw materials added to the hydrophilic surface treatment
agent is regarded as 100.

<<Description of How to Use Hydrophilic Surface Treatment Agent>>

[0051] As the application method, various types of application methods can be used, such as dipping, roll coating,
spin coating, and bar coating, and above all, the dipping method is preferred.

[0052] With the pH of the hydrophilic surface treatment agent in the range of preferably 1 to 7, more preferably 1 to
4, the agentis used for hydrophilic surface treatments. The pH in excess of 7 may decrease the stability of the constituents
in some cases. The pH herein refers to the value measured with a pH measurement instrument: pH meter MM-60R from
DKK-TOA CORPORATION.

[0053] The applied hydrophilic surface treatment agent is heated preferably at 100°C to 180°C, more preferably at
120°C to 160°C to form a hydrophilic film.

[Operation]

[0054] The hydrophilic surface treatment agent for aluminum-containing metallic heat exchangers, which is provided
by the present invention, is excellent in odor suppression, and in corrosion resistance. Furthermore, it can maintain
favorable drainage performance of dew condensation water over a long period of time. The mechanism for the hydrophilic
surface treatment agent according to the present invention to maintain favorable drainage performance of dew conden-
sation water is understood as follows. Hydrophilic films formed from the hydrophilic surface treatment agent show
favorable hydrophilicity, and besides, uppermost surface asperity provided by the colloidal silica serves to enhance the
hydrophilicity. Furthermore, the colloidal silica is believed to also serve to improve the drainage performance (dynamic
hydrophilicity), because the surface of the colloidal silica is modified with the organo alkoxy silane. The reason why the
dynamic hydrophilicity is improved has not been clarified. However, in the evaluation of the dynamic hydrophilicity,
contact angle hysteresis is discussed as the difference between the contact angle at the anterior end of a slipping water
droplet (advancing contact angle) and the contact angle at the posterior end of the water droplet(receding contactangle).
As this difference is smaller between the advancing contact angle and the receding contact angle, that is, the contact
angle hysteresis is smaller, a surface is provided which is better in dynamic hydrophilicity. Through the addition of the
colloidal silica modified with the organo alkoxy silane, some factor such as chemical inhomogeneity, the molecular
arrangement at the solid-liquid interface, and the three-dimensional geometry of the surface is believed to reduce the
contact angle hysteresis.

[0055] In addition, among the organo alkoxy silanes, the modification of the colloidal silica with the organo alkoxy
silane containing a glycidyl group improves not only the initial drainage performance, but also the drainage performance
after endurance under actual use conditions.

Examples

[0056] While the present invention will be further described with reference to the following examples, these examples
are each by way of example only, but not to be considered to limit the scope of the present invention in any way.
[0057] From examples 1 to 21, only examples 1, 2, 4, 10 to 12 and 18 to 20 correspond to the claimed invention.
Examples 3, 5 to 9, 13 to 17 and 21 do not correspond to the claimed invention.

[0058] Aluminum test pieces {Test Piece A1050 from PALTEK} were immersed for 120 seconds in a 20 g/L aqueous
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solution of an alkali degreasing agent FINECLEANER 315E (from Nihon Parkerizing Co. , Ltd.) kept at 60°C to remove
surface contaminants such as oils, and then subjected to water rinsing with tap water for 15 seconds. The test pieces
were immersed for 120 seconds in an aqueous solution with hexavalent chromium-free chemical conversion treatment
agents PALCOAT 3700 A and B by 40 g/L each added thereto and 1. 5 g/L of neutralizer NT-4058 added thereto, which
was kept at 50°C, to form base films thereon, and used as test samples. These samples were not dried, but treated with

EP 2977 417 B1

the hydrophilic treatment agent, and used as evaluation samples.

[0059] Tables 1 to 5 show raw materials for use in the treatment of hydrophilic surface treatment agents.
[Table 1]
Table 1. List of Water-Soluble Resin (A)
No Name of Resin Weight Average Molecular Weight | Saponification Degree (mol/%)
A1 Polyvinyl Alcohol 50000 98%
A2 Polyacrylamide 30000 -
A3 Polyacrylic Acid 60000 -
A4 Polyvinylpyrrolidone 100000 -
[Table 2]
Table 2. List of Colloidal Silica (B)
Name of Commercially Available Particle Content Rate of Active
No , Manufacturer .
Products Size (nm) Constituent
B1 SNOWTEX XS 4-6 Nissan Chemical Si02 : 20%
Industries, Ltd.
B2 SNOWTEX OS 8-11 Nissan Chemical Si02 : 20%
Industries, Ltd.
B3 SNOWTEX XL 40-60 Nissan Chemical Si02 : 40%
Industries, Ltd.
B4 SNOWTEX ZL 70-100 Nissan Chemical Si02 : 40%
Industries, Ltd.
B5 MP-2040 200 Nissan Chemical Si02 : 40%
Industries, Ltd.
*The range of the particle size represents a fluctuation range for each product lot.
*The content rate is expressed in weight%.

[Table 3]

[Table 4]

Table 3. List of Organo Alkoxy Silane (C)

No Name

C1 y-glycidoxypropyltriethoxysilane

Cc2 aminopropyltriethoxysilane
C3 vinyltriethoxysilane
Cc4 tetraethoxysilane

Table 4. List of Cross-Linking Agent (D)

No Name

D1 Butanetetracarboxylic Acid
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(continued)

No Name
D2 Glyoxal
D3 Methylol Melamine

[Table 5]

Table 5. List of Metal Compound (F)

No Name

F1 Chromium Sulfate

[0060] The raw materials were mixed in water in accordance with the compositions for each constituent as shown in
Tables 6 and 7 to obtain hydrophilic surface treatment agents. It is to be noted that in terms of the added amounts
(mass%) of the raw materials in Tables 6 and 7, the added ratios of the solid contents for each raw material are expressed
in percentage when the total amounts of the solid contents of the raw materials added to the hydrophilic surface treatment
agents are regarded as 100. As a method for preparing the hydrophilic surface treatment agents, first, predetermined
colloidal silica and organo alkoxy silane were mixed to prepare a silicon compound dispersion, and water as a solvent,
as well as various types of other constituents were then added thereto. It is to be noted that the pH was in the range of
1 to 7 in any of the examples.

[0061] These hydrophilic surface treatment agents were used to coat each test sample through immersion treatment,
and the samples were then, without being washed with water, directly putin an oven for drying to form hydrophilic surface
treatment films. The samples were dried for 10 minutes at a drying temperature of 150°C in the oven.

[0062] [Table 6]

10
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[Table 7]
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[0064] <Test and Evaluation> The test samples prepared according to Examples 1 to 21 and Comparative Examples
1 to 6 were subjected to tests and evaluations by the following methods.

(1) Contact Angle of Initial Sample (before endurance) : onto the samples after the hydrophilic surface treatment, 1 pL
of deionized water was delivered by drops, the contact angles of the delivered water droplets were measured with the
use of an automatic contact angle meter DM-501 (from Kyowa Interface Science Co., Ltd).

Ranks Results of Contact Angle Measurement

0° to 10°
11° to 20°
21° to 30°
31° or more

B> 0O0

(2) Contact Angle of Sample after Endurance: the contact angles of water droplets on the samples immersed for 72
hours in running water (1 L/min) at room temperature were measured with the contact angle meter mentioned above.
Ranks Results of Contact Angle Measurement

© 0° to 20°

O 21° to 40°
A 41° to 60°
X 61° or more

(3) Slide Angle of Initial Sample (before endurance): onto the samples after the hydrophilic treatment, 10 L of deionized
water was delivered by drops, the samples were inclined to set, as slide angles, the inclination angles of the samples
with water droplets 1 mm moved, and the slide angles were measured with the contact angle meter mentioned above.
More specifically, the samples are continuously inclined at a speed of 2 degrees/sec (continuous inclination method).
The angles at which water droplets are 1 mm moved are automatically read through image analyses conducted by the
system. It is to be noted that the contact angle meter was used which was equipped with a unit (DM-SAO01) for inclining
the samples.

Ranks Results of Slide Angle Measurement

© 0° to 10°

O 11° to 20°
A 21° to 30°
X 31° or more

(4) Slide Angle of Sample after Endurance: the slide angles of water droplets on the samples immersed for 72 hours in
running water at room temperature were measured with the contact angle meter mentioned above.
Ranks Results of Slide Angle Measurement

© 0° to 20°

O 21° to 40°
A 41° to 60°
X 61° or more

(5) Corrosion Resistance: the rust areas (the ratios of the white rust areas to the total areas) of fin sections after exposure
to a corrosion resistance test for 720 hours in accordance with the salt spray testing specified method JIS Z-2371 were
evaluated by visual observation. Here are the evaluation criteria.

Ranks Evaluation Results of Corrosion Resistance

white rust area less than 1%

white rust area from 1% to less than 5%
white rustarea from 5% toless than 30%
white rust area of 30% or more

X B O 0O

14
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(6) Water Resistance: the initial film amounts of the samples, and the film amounts of the samples immersed for 72
hours in running water at room temperature were measured to calculate, in percentage, the residual ratios of the film
amounts after running water.

Water Registance (%) = 100 x Film Amount after Running Water

(g/m?) / Initial Film Amount (g/m?)

Ranks Results of Water Resistance Measurement

100% to 85%
84% to 70%
69% to 55%
54% or less

X B O 06

[0065] Table 8 summarizes the evaluation results of the samples after the hydrophilic surface treatment with the
hydrophilic surface treatment agents of the compositions according to Examples 1 to 21 and Comparative Examples 1 to 6.

15
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[Table 8]
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As shown in Fig. 8, the treatment agents according to the present invention, which include the predetermined

compounds, and have the appropriately adjusted proportions of water-soluble resin (A), colloidal silica (B), organo alkoxy

[0066]

silane (C), and cross-linking agent(D), exhibit excellent contact angles and slide angles even after endurance, and also
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exert further favorable corrosion resistance and water resistance.

[0067] Above all, Examples 1, 4, and 10 of using polyvinyl alcohol as the water-soluble resin (A), controlling the particle
size of the colloidal silica (B) to 2 nm to 20 nm, using an organo alkoxy silane containing a glycidyl group as the organo
alkoxy silane (C), adjusting the ratio {(B) + (C)}/{(A) + (B) + (C) + (D) } in the range of 0.2 to 0. 5, and adjusting the
ratio (C)/ (B) to 1.0 to 3.0 have exerted outstanding comprehensive performance. Furthermore, the addition of the metal
compound to the hydrophilic surface treatment agents exerts excellent corrosion resistance even in the absence of
chemical conversion treatment (Example 19).

[0068] On the other hand, the comparative examples have failed to achieve comprehensively satisfactory results for
the characteristics. As in Comparative Examples 3 to 5, it has been determined that the slide angle is inferior even
though the contact angle is favorable in some cases.

Claims

1. A hydrophilic surface treatment agent for an aluminum-containing metallic heat exchanger, the agent obtained by
mixing:

a water-soluble resin (A) having at least one or more functional groups of an amide group, a hydroxyl group,
and a carboxyl group, or a water-soluble resin (A) including, in a skeleton thereof, an amide linkage;

colloidal silica (B) ;

organo alkoxy silane and/or a hydrolysate thereof (C) ;

a cross-linking agent (D) capable of forming cross-linkage with the water-soluble resin (A) ; and

water (E),

wherein the ratio {(B) + (C) }/ { (A) + (B) + (C) + (D) }is 0.1 to 0.5 in terms of solid content ratio (mass ratio), and
the ratio (C) / (B) is 1. 0 to 3. 0 in terms of solid content ratio (mass ratio), and

the water-soluble resin (A) is polyvinyl alcohol or a derivative thereof,

the colloidal silica (B) has an average particle size in the range of 1 nm to 100 nm,

the organo alkoxy silane and/or a hydrolysate thereof (C) has a glycidyl group, and

the cross-linking agent (D) contains two or more carboxyl groups in one molecule.

2. The hydrophilic surface treatment agent according to claim 1, wherein the colloidal silica (B) has an average particle
size in the range of 2 nm to 20 nm.

3. The hydrophilic surface treatment agent according to claim 1 or 2, wherein the hydrophilic surface treatment agent
has pHof 1to 7.

4. The hydrophilic surface treatment agent according to any one of claims 1 to 3, wherein the water-soluble resin (A)
has a weight average molecular weight of 5,000 to 200,000.

5. The hydrophilic surface treatment agent according to any one of claims 1 to 4, wherein the water-soluble resin (A)
has a saponification degree of 95 mol% or more.

6. The hydrophilic surface treatment agent according to any one of claims 1 to 5, wherein the hydrophilic surface
treatment agent contains a metal compound (F) comprising at least one metal element selected from the group
consisting of V, Ti, Zr, and Cr.

7. A method for manufacturing an aluminum-containing metallic heat exchanger having a hydrophilic film on a surface
thereof, the method comprising a surface treatment step of applying a surface treatment to an aluminum-containing

metallic heat exchanger with the hydrophilic surface treatment agent according to any one of claims 1 to 6.

8. The manufacturing method according to claim 7, wherein no chemical conversion treatment is carried out prior to
the surface treatment step.

9. An aluminum-containing metallic heat exchanger having a hydrophilic film on a surface thereof, the exchanger
subjected to a surface treatment with the hydrophilic surface treatment agent according to any one of claims 1 to 6.
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Patentanspriiche

1.

Hydrophiles Mittel zur Oberflachenbehandlung fiir einen Aluminium enthaltenden, metallischen Warmetauscher,
wobei das Mittel durch Mischen:

eines wasserloslichen Harzes (A), das mindestens eine funktionellen Gruppe oder mehr aus einer Amidgruppe,
einer Hydroxylgruppe und einer Carboxylgruppe aufweist, oder eines wasserloslichen Harzes (A), das eine
Amidbindung in seinem Gerist enthalt;

kolloidalen Silicas (B) ;

Organo-Alkoxysilans und/oder eines Hydrolysates dessen (C) ;

eines Vernetzungsmittels (D), das in der Lage ist eine Vernetzung mit dem wasserloslichen Harz (A) zu bilden;
und

Wasser (E)

erhalten wird,

worin das Verhaltnis { (B) + (C) }/{(A) + (B) + (C) + (D) } 0,1 bis 0,5, bezogen auf das Verhaltnis des Feststoff-
gehalts (Massenverhaltnis), betragt und das Verhaltnis (C)/(B) 1,0 bis 3,0, bezogen auf das Verhaltnis des
Feststoffgehalts (Massenverhaltnis), betragt und

das wasserlosliche Harz (A) Polyvinylalkohol oder ein Derivat dessen ist,

das kolloidale Silica (B) eine mittlere PartikelgroRe im Bereich von 1 nm bis 100 nm aufweist,

das Organo-Alkoxysilan und/oder ein Hydrolysat dessen (C) eine Glycidylgruppe aufweist und

das Vernetzungsmittel (D) zwei oder mehr Carboxylgruppen in einem Molekll enthalt.

Hydrophiles Mittel zur Oberflachenbehandlung gemaR Anspruch 1, worin das kolloidale Silica (B) eine mittlere
PartikelgrofRe im Bereich von 2 nm bis 20 nm aufweist.

Hydrophiles Mittel zur Oberflachenbehandlung gemaR Anspruch 1 oder 2, worin das hydrophile Mittel zur Oberfla-
chenbehandlung einen pH-Wert von 1 bis 7 aufweist.

Hydrophiles Mittel zur Oberflachenbehandlung gemaR einem der Anspriiche 1 bis 3, worin das wasserlosliche Harz
(A) ein gewichtsgemitteltes Molekulargewicht von 5.000 bis 200.000 aufweist.

Hydrophiles Mittel zur Oberflachenbehandlung gemanR einem der Anspriiche 1 bis 4, worin das wasserlosliche Harz
(A) einen Verseifungsgrad von 95 mol-% oder mehr aufweist.

Hydrophiles Mittel zur Oberflachenbehandlung gemaR einem der Anspriiche 1 bis 5, worin das hydrophile Mittel
zur Oberflachenbehandlung eine Metallverbindung (F) enthalt, die mindestens ein Metall-Element umfasst, das aus
der Gruppe bestehend aus V, Ti, Zr und Cr ausgewahlt ist.

Verfahren zur Herstellung eines Aluminium enthaltenden, metallischen Warmetauschers mit einer hydrophilen
Schicht auf einer Oberflache dessen, wobei das Verfahren einen Schritt zur Oberflachenbehandlung durch Anwen-
den einer Oberflachenbehandlung auf einen Aluminium enthaltenden, metallischen Warmetauscher mit dem hy-
drophilen Mittel zur Oberflachenbehandlung gemaR einem der Anspriiche 1 bis 6 umfasst.

Verfahren zur Herstellung geman Anspruch 7, bei dem keine chemische Umwandlungsbehandlung vor dem Schritt
zur Oberflachenbehandlung durchgefiihrt wird.

Aluminium enthaltender, metallischer Warmetauscher mit einer hydrophilen Schicht auf einer Oberflache dessen,
wobei der Tauscher einer Oberflichenbehandlung mit dem hydrophilen Mittel zur Oberflachenbehandlung geman
einem der Anspriiche 1 bis 6 unterzogen wird.

Revendications

1.

Agent de traitement de surface hydrophile pour un échangeur de chaleur métallique contenant de I'aluminium,
'agent étant obtenu en mélangeant :

une résine hydrosoluble (A) ayant au moins un ou plusieurs groupes fonctionnels parmi un groupe amide, un
groupe hydroxyle, et un groupe carboxyle, ou une résine hydrosoluble (A) comprenant, dans un squelette de
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celle-ci, une liaison amide ;

de la silice colloidale (B) ;

un organo alcoxy silane et/ou un hydrolysat de celui-ci (C) ;

un agent de réticulation (D) capable de former une réticulation avec la résine hydrosoluble (A) ; et
de l'eau (E),

dans lequel le rapport {(B) + (C)}/ {(A) + (B) + (C) + (D)} est de 0,1 a 0,5 en termes de rapport de teneur en
solides (rapport de masse), et

le rapport (C) / (B) est de 1,0 & 3,0 en termes de rapport de teneur en solides (rapport de masse), et
la résine hydrosoluble (A) est de I'alcool polyvinylique ou un dérivé de celui-ci,

la silice colloidale (B) a une taille de particule moyenne dans la plage de 1 nm a 100 nm,

I'organo alcoxy silane et/ou un hydrolysat de celui-ci (C) posséde un groupe glycidyle, et

'agent de réticulation (D) contient deux groupes carboxyle ou plus dans une molécule.

Agent de traitement de surface hydrophile selon la revendication 1, dans lequel la silice colloidale (B) a une taille
de particule moyenne dans la plage de 2 nm a 20 nm.

Agent de traitement de surface hydrophile selon la revendication 1 ou 2, dans lequel 'agent de traitement de surface
hydrophileaunpHde 1a7.

Agent de traitement de surface hydrophile selon 'une quelconque des revendications 1 a 3, dans lequel la résine
hydrosoluble (A) a un poids moléculaire moyen en poids de 5000 & 200 000.

Agent de traitement de surface hydrophile selon 'une quelconque des revendications 1 a 4, dans lequel la résine
hydrosoluble (A) a un degré de saponification de 95 % molaire ou plus.

Agent de traitement de surface hydrophile selon I'une quelconque des revendications 1 a 5, dans lequel 'agent de
traitement de surface hydrophile contient un composé métallique (F) comprenant au moins un élément de métal
choisi dans le groupe constitué de V, Ti, Zr et Cr.

Procédé de fabrication d’un échangeur de chaleur métallique contenant de I'aluminium ayant un film hydrophile sur
une surface de celui-ci, le procédé comprenant une étape de traitement de surface consistant a appliquer un
traitement de surface a un échangeur de chaleur métallique contenant de I'aluminium avec I'agent de traitement
de surface hydrophile selon 'une quelconque des revendications 1 a 6.

Procédé de fabrication selon la revendication 7, dans lequel aucun traitement de conversion chimique n’est réalisé
avant I'étape de traitement de surface.

Echangeur de chaleur métallique contenant de I'aluminium ayant un film hydrophile sur une surface de celui-ci,

'échangeur étant soumis a un traitement de surface avec I'agent de traitement de surface hydrophile selon 'une
quelconque des revendications 1 a 6.
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Fig. 1
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