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Description

BACKGROUND OF THE INVENTION

1. Field of the Invention

[0001] The present invention relates to a method for rust prevention and hydrophilization treatment of the surfaces of
a flux-brazed aluminum-made heat exchanger, which method is capable of imparting the surfaces thereof with excellent
deodorization effect in addition to favorable rust prevention and hydrophilization effect.

2. Description of the Related Arts

[0002] A heat exchanger to be used for car air conditioners is constructed in such a complicated manner that aluminum-
made fins are held usually at small spacing in order to make the most of the surface area of the heat exchanger, and
further aluminum tubes for supplying the fins with a cooling medium are intricately arranged. Moisture in the air which
is attached to the surfaces of the fins as condensate during the operation of an air conditioner becomes water droplets
of almost semispherical shape on the surfaces of the fins that are inferior in wettability, and the resultant condensate
resides in the form of bridge among the fins, thereby preventing smooth flow of suction air and increasing draft resistance
in the heat exchanger. It follows that the inferior wettability or water repellency of the surfaces of fins deteriorates the
heat exchange efficiency.
[0003] In addition, although aluminum and an alloy thereof are inherently excellent in corrosion resistance, when
condensate resides on the surfaces of the fins for a long time, oxygen concentration cells are formed or pollutants in
the air are gradually attached thereto and concentrated, thus promoting hydration or corrosion reaction. The corrosion
products deposit on the surfaces of the fins, impair heat exchange characteristics and besides, during heating operation
in winter are made into white particulate and exhausted along with warm air through a fan.
[0004] In order to improve the above-mentioned problems, there are proposed various surface treatment agents and
surface treatment methods for the purpose of imparting hydrophilicity, wettability, corrosion resistance, deodorization
properties and the like to the surfaces of the aluminum fins. There are exemplified, for instance, the surface treatment
agents composed of a mixture of hydrophilic resins such as polyvinyl alcohol, polyvinyl pyrrolidone, water-soluble nylon
and a water-soluble phenolic resin (JP5-302042A); those composed of specific modified polyvinyl alcohol, a phosphorus
compound salt and/ or a boron compound salt and the like (JP2003-003282A).
[0005] On the other hand, an aluminum-made heat exchanger is assembled by joining a large number of aluminum
fins and aluminum tubes as mentioned above, but the fins and tubes cannot be readily bonded by brazing, soldering
and the like that are other than a mechanical bonding method, since the surfaces of aluminum are covered with strong
dense oxide films, whereby as a brazing method, a VB method (vacuum brazing method) comprising brazing under
vacuum has hitherto been put into practice.
[0006] However, a halogen base flux has recently been developed as means for effectively removing and destroying
the oxide films, and thus a flux brazing typified by NB method (Nocolock method) comprising brazing in an atmosphere
of nitrogen has been prevailingly employed by reason of easy management of brazing, inexpensive furnace, inexpensive
brazing processing and the like factors.
[0007] Nevertheless the NB method involves a problem in that a flux, which remains on the surfaces of aluminum,
results in non-uniform surface conditions, and makes it impossible to achieve uniform surface treatment by a chemical
conversion treatment, a hydrophilization treatment and the like, thereby causing insufficient corrosion resistance, adhe-
siveness and the like.
[0008] Under such circumstances, in regard to the surface treatment of a flux-brazed aluminum-made heat exchanger,
there are presently carried out in turn (1) flux removal step, (2) chemical conversion treatment step (rust prevention step)
and (3) hydrophilization treatment step. However the treatment method just mentioned involves the problems of too
many steps, and besides the generation of halogen-based wastewater in the flux removal step. Moreover, flux removal
step, in which etching is conducted with an acid and / or an alkali to enhance chemical conversion treatment properties,
also involves a problem in that the flux cannot be removed alone, thus making it impossible to achieve uniform chemical
conversion treatment owing to the occurrence of excessive etching to expose silicon in a brazing material (Al / Si).
[0009] Furthermore, Cr6+ free chemical conversion treatment, which is made necessary from the safety problem of
human bodies, is insufficient in corrosion resistance.

SUMMARY OF THE INVENTION

[0010] Under such circumstances, an object of the invention is to provide a method which comprises simplified rust
prevention and hydrophilization treatment for a flux-brazed aluminum-made heat exchanger, which dispenses with flux



EP 1 624 274 B1

3

5

10

15

20

25

30

35

40

45

50

55

removal step, and is free from wastewater treatment problem originating therefrom, which consequently is subjected to
sufficient rust prevention and hydrophilization treatment, and which is capable of affording an aluminum-made heat
exchanger imparted with excellent deodorization effect.
[0011] Other objects of the present invention will become obvious from the text of this specification hereinafter disclosed.
[0012] In order to achieve the above-mentioned object, intensive extensive research and investigation were made in
various ways. As a result, it has been discovered that the objects can be achieved by subjecting an aluminum-made
heat exchanger to direct rust prevention treatment (chemical conversion treatment) by the use of a zirconium base
compound and/or a titanium base compound, while omitting the flux removal step, and thereafter subjecting the same
to rust prevention and hydrophilization treatment by means of a hydrophilization treatment agent composition containing
a specific hydrophilic resin and a rust preventive component, in the rust prevention and hydrophilization treatment for
flux-brazed aluminum-made heat exchanger.
[0013] That is to say, the present invention provides a rust prevention and hydrophilization treatment method for a
flux-brazed aluminum-made heat exchanger which comprises subjecting the heat exchanger to a rust prevention treat-
ment by the use of a zirconium base compound_and/or a titanium base compound, and thereafter subjecting the heat
exchanger to a hydrophilization treatment by means of a specific hydrophilization treatment agent composition. The
above-mentioned hydrophilization treatment agent composition contains the under-mentioned components:

(1) 40 to 90% by mass of polyvinyl alcohol having a degree of saponification of at least 90%;
(2) 3 to 40% by mass of polyoxyalkylene-modified polyvinyl alcohol in which 0.01 to 20% of pendant groups are
polyoxyalkylene ether groups ; represented by following general formula (1)

wherein n is an integer form 1 to 500; R1 is a hydrogen atom or an alkyl group having 1 to 4 carbon atoms; and R2

is a hydrogen atom or a methyl group.
(3) 1 to 30% by mass of an inorganic cross-linking agent which reacts with represented by following general formula (1)

wherein n is an integer form 1 to 500; R1 is a hydrogen atom or an alkyl group having 1 to 4 carbon atoms; and R2

is a hydrogen atom or a methyl group. hydroxyl groups of the polyvinyl alcohol and modified polyvinyl alcohol; and
(4) 1 to 20 % by mass of a guanidine compound and / or a salt thereof represented by the following general formula
(2), and which has excellent rust prevention effect

wherein Y denotes -C (= NH)-(CH2)m -, -C( =O) - NH (CH2) m -, or -C( =S) - NH (CH2) m. ; m is an integer from 0 to
20 ; n is a positive integer : k is 0 or 1 ; X is a hydrogen atom, an amino group, a hydroxyl group, methyl group,
phenyl group, chlorophenyl group or methylphenyl group (tolyl group) ; Z is a hydrogen atom, an amino group, a
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hydroxyl group, methyl group, phenyl group, chlorophenyl group, methylphenyl group(tolyl group) or a polymer which
is represented by the general formula (3)

wherein p denotes an integer, and which has a mass average molecular weight in the range of 200 to 1, 000,000.

[0014] The coating weight of the above-mentioned hydrophilization treatment agent composition is preferably 0.01 to
5 g / m2 .
[0015] The present invention also provides a flux-brazed aluminum-made heat exchanger subjected to rust prevention
/ hydrophilization treatment by the foregoing method.

DESCRIPTION OF THE PREFERRED EMBODIMENTS

[0016] The subject of the rust prevention and hydrophilization treatment in the present invention is a flux-brazed
aluminum-made heat exchanger.
[0017] Herein, the aluminum-made heat exchanger include an evaporator, radiator, condenser and the like that are
made of aluminum and / or aluminum alloys as raw materials, particularly a car evaporator for automobiles as a principal
subject. The flux-brazing, as mentioned above, is a method for bonding aluminum fins, aluminum tubes and the like by
the use of a brazing material such as Al / Si to assemble the aluminum-made heat exchanger, and is carried out in a
nitrogen gas by using a halogen base flux in order to effectively remove and destroy oxide films or prevent oxide films
from forming.
[0018] The flux is dissolved in water into the form of slurry, stuck to a heat exchanger, completely dried, and then
inserted in a brazing furnace which has been purged with nitrogen gas. The amount of the flux to be stuck thereto is
usually 1 to 10 g / m2, approximately.
[0019] The (halogen base) flux to be used in NB method which is a typical flux brazing method is [KAlF4 + K3AlF6].
In the NB method, at least one portion of a material to be brazed comprises an Al / Si brazing material, and at least one
portion of a material to be brazed is coated with a fluorine base flux, while raising the furnace temperature up to a brazing
temperature. The flux begins to melt at about 562°C, when aluminum oxide film and the like are destroyed, so that the
surfaces of the heat exchanger are made active. When the temperature is raised up to about 588°C, the A1 / Si brazing
material is molten, whereby brazing with the A1 / Si brazing material takes place.
[0020] The rust prevention and hydrophilization treatment method for an aluminum-made heat exchanger in the present
invention is characterized in that by omitting the flux removal step, the heat exchanger is subjected to a rust prevention
treatment through a zirconium base compound and/or a titanium base compound and thereafter to a rust prevention,
hydrophilization and deodorization treatment by the use of a hydrophilization agent composition containing a specific
hydrophilic resin and a rust preventive component.
[0021] Examples of the zirconium base compounds to be used for rust prevention in the present invention include
zirconium compound such as fluorozirconic acid and zirconium fluoride, and zirconium salts of lithium, sodium, potassium,
ammonium and the like. The zirconium base compounds are each dissolved in water to prepare a chemical conversion
treatment solution containing zirconium ions as active species. Alternatively a zirconium compound such as zirconium
oxide may be dissolved in a fluoride such as hydrofluoric acid.
[0022] Examples of the titanium base compounds to be used for rust prevention in the present invention include
titanium compound such as titanic acid and titanium fluoride, and titanium salts of lithium, sodium, potassium, ammonium
and the like. The titanium base compounds are each dissolved in water to prepare a chemical conversion treatment
solution containing titanium ions as active species. Alternatively a titanium compound such as titanium oxide may be
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dissolved in a fluoride such as hydrofluoric acid.
[0023] The zirconium base compounds and the titanium base compounds may be used together for rust prevention
in the present invention. The ratio of the zirconium base compounds and the titanium base compounds, as ratio of
zirconium ion : titanium ion, is preferably 1:1 to 3:1.
[0024] The chemical conversion treatment solution of zirconium base compound and/or a titanium base compound
has total concentration of zirconium ion and/or titanium ion in the range of preferably 10 to 10,000, more preferably 100
to 1,000.
[0025] The amount of the zirconium film and/or the titanium film on the metallic surface of the flux-brazed aluminum-
made heat exchanger is preferably 1 to 300 g / m2, more preferably 3 to 100 g / m2.
[0026] The above-mentioned chemical conversion treatment solution according to the present invention has pH pref-
erably in the range of 1 to 5. The pH thereof, when being less than 1, brings about excessive etching failing in depositing
a zirconium film or a titanium film, whereas the pH when being more than 5, leads to failure to deposit sufficient zirconium
film or titanium film due to insufficient etching, thus deteriorating rust prevention properties. The solution of zirconium
has pH more preferably in the range of 2.5 to 4.5.
[0027] The chemical conversion treatment solution according to the present invention may contain, in addition to the
above-mentioned zirconium base compounds and titanium base compound, metallic ions of such as titanium, manga-
nese, zinc, cerium, vanadium and tervalent chromium, a rust prevention agent such as a phenolic resin to enhance rust
prevention properties, a silane coupling agent to enhance adhesiveness and phosphoric acid or the like to enhance
reactivity of the chemical conversion treatment.
[0028] The chemical conversion treatment method using the chemical conversion treatment solution according to the
present invention is not specifically limited, but may be any of spraying method, immersion method and the like method.
[0029] The temperature of the solution in this case is in the range of preferably 10 to 80°C, more preferably 30 to 70°C.
[0030] In the present invention, the hydrophilization treatment agent composition to be used for rust prevention and
hydrophilization treatment after the chemical conversion treatment (rust prevention treatment) by the zirconium ions
and/or the titanium ions contains a specific hydrophilic resin and rust prevention component as described hereunder.

(1) polyvinyl alcohol having a degree of saponification of at least 90%:

[0031] In the hydrophilization treatment agent composition according to the present invention, use is made as one of
hydrophilic resins, of polyvinyl alcohol having a degree of saponification of at least 90%. The above-mentioned polyvinyl
alcohol, which inherently has the performance of imparting hydrophilicity, is a hydrophilic resin having high water resist-
ance in comparison with the under-mentioned polyoxyalkylene-modified polyvinyl alcohol, is capable of densely coating
aluminum fins, and is highly effective in deodorization and suppression of adhered odor owing to the high water resistance.
The degree of saponification thereof is preferably at least 95%. The degree of saponification, when being less than 90%,
results in poor hydrophilization. The number-average molecular weight of the polyvinyl alcohol mentioned above is in
the range of preferably 1,000 as the lower limit to 1,000,000 as the upper limit. The number-average molecular weight
thereof, when being less than 1,000, brings about inferior film forming properties, poor hydrophilicity and inferior other
physical properties of the film, whereas the same, when being more than 1,000, 000, gives rise to unreasonably high
viscosity of the chemical conversion treatment solution to be prepared, thereby causing inferior workability and physical
properties of the film. It being so, the lower limit is preferably 10, 000, while the upper limit is preferably 200,000.
[0032] In the present invention, the above-mentioned polyvinyl alcohol is used in the range of 40 to 90% by mass,
preferably 50 to 80% by mass in the hydrophilization treatment agent composition.

(2) polyoxyalkylene-modified polyvinyl alcohol having a degree of modification (ratio of polyoxyalkylene groups in the 
pendant groups) in the range of 0.01 to 20% :

[0033] In the hydrophilization treatment agent composition relating to the present invention, use is made, as a hy-
drophilic resin, of polyoxyalkylene-modified polyvinyl alcohol wherein 0.01 to 20% of the pendant groups are polyoxy-
alkylene ether groups represented by following general formula (1) in addition to the above-described polyvinyl alcohol
having a degree of saponification of at least 90%.
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wherein n is an integer form 1 to 500; R1 is a hydrogen atom or an alkyl group having 1 to 4 carbon atoms; and R2 is a
hydrogen atom or a methyl group.
[0034] In the above-mentioned polyoxyalkylene-modified polyvinyl alcohol, polyoxyalkylene-modifying groups prefer-
ably occupy 0.1 to 5% in the pendant groups, the degree of polymerization (n) of the polyoxyalkylene groups is preferably
in the range of 3 to 30, and the content of the polyoxyalkylene groups is preferably in the range of 50 to 100%.
[0035] The polyoxyalkylene-modified polyvinyl alcohol plays a role in particular of imparting hydrophilicity in the hy-
drophilization treatment agent composition according to the present invention, because of hydrophilicity of the polyoxy-
alkylene groups.
[0036] The polyoxyalkylene-modified polyvinyl alcohol is used in an amount in the range of preferably 3 to 40%, more
preferably 5 to 30% by mass of the hydrophilization treatment agent composition.
[0037] The blending ratio of the polyvinyl alcohol having a degree of saponification of at least 90% to the polyoxy-
alkylene-modified polyvinyl alcohol is in the range of preferably 10 : 1 to 1 : 1, more preferably 5 ; 1 to 2 : 1.

(3) an inorganic cross-linking agent which reacts with hydroxyl groups of the polyvinyl alcohol and modified polyvinyl 
alcohol : 1 to 30% by mass :

[0038] Since the above-mentioned (modified) polyvinyl alcohol and particularly the polyoxyalkylene-modified polyvinyl
alcohol that are contained in the hydrophilization treatment agent composition of the present invention have high hy-
drophilicity, an inorganic cross-linking agent which reacts with hydroxyl groups of the (modified) polyvinyl alcohol is
added for the purpose of enhancing the water resistance of the hydrophilization treatment agent composition of the
present invention. Examples of the inorganic cross-linking agent include phosphate of Ca, Al, Mg, Fe and Zn, compounds
of condensed phosphate, silica compounds such as silicon dioxide and zirconium base compounds such as zirconyl
carbonate ammonium.
[0039] The inorganic cross-linking agent is used in an amount in the range of 1 to 30 %, preferably 3 to 20% by mass
based on the hydrophilization treatment agent composition. The content of the inorganic cross-linking agent is in the
range of 10 : 1 to 1 : 3, preferably 5 : 1 to 1 : 2 based on the whole blending amount of the (modified) polyvinyl alcohol.

(4) a guanidine compound and / or a salt thereof : 1 to 20% by mass :

[0040] The hydrophilization treatment agent composition of the present invention is characterized by containing a
guanidine compound and / or a salt thereof which is represented by the following general formula (2), and which has
excellent rust prevention effect

wherein Y denotes -C (= NH) - (CH2)m -, -C( =O) - NH (CH2) m -, or -C( =S) - NH (CH2) m. ; m is an integer from 0 to 20 ;
n is a positive integer ; k is 0 or 1 ; X is a hydrogen atom, an amino group, a hydroxyl group, methyl group, phenyl group,
chlorophenyl group or methylphenyl group (tolyl group) ; Z is a hydrogen atom, an amino group, a hydroxyl group, methyl
group, phenyl group, chlorophenyl group, methylphenyl group(tolyl group) or a polymer which is represented by the
general formula (3)
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wherein p denotes an integer, and which has a mass average molecular weight in the range of 200 to 1, 000,000.
[0041] In the present invention, a flux-brazed aluminum-made heat exchanger is subjected to a rust prevention treat-
ment by using a zirconium base compound and/or a titanium base compound, and thereafter is treated with the hy-
drophilization treatment agent composition containing a guanidine compound and / or a salt thereof, whereby it follows
that two steps of rust prevention treatments are carried out. Consequently even if a flux removal step is omitted to cause
a state that fluxes remain, all surfaces of an aluminum-made heat exchanger results in success in attaining sufficient
rust prevention effect.
[0042] The above-mentioned guanidine compound and / or a salt thereof are not specifically limited, but is exemplified
by guanidine, aminoguanidine, guanylthiourea, 1,3-diphenylguanidine, 1, 3-di-o-tolylguanidine, 1-o-tolylbiguanide, pol-
yhexamethylene biguanidine, polypentamethylene biguanidine, polypentaethylene biguanidine, polyvinyl guanidine,
polyallyl biguanidine and a salt thereof. Examples of the salt include, for instance, phosphate, chloride, sulfate and
organic acid salts such as acetate and gluconate. The total amount by molar ratio of the above-cited salts is preferably
in the range of 0,01 as the ower limit to 100 as the upper limit based on the guanidine compound and / or a salt thereof
[0043] The mass average molecular weight of the above-mentioned guanidine compound and / or a salt thereof is in
the range of 59 as lower limit to 1,000,000 as upper limit. The molecular weight can not be less than 59, since in the
general formula (2) the molecular weight of guanidine which is made minimum is 59. The lower limit is preferably 300,
more preferably 500. The molecular weight of 100,000 or higher brings about a fear of being insoluble in water. Hence
the upper limit is preferably 100, 000, more preferably 20,000.
[0044] Since the effect on imparting rust prevention properties is enhanced, the above-mentioned guanidine compound
and / or its salt preferably has a biguanide structure represented by the following formula (4):

and / or its salt form.
[0045] The guanidine compound bearing a biguanide structure and / or a salt thereof is not specifically limited, but is
exemplified by polyhexamethylene biguanidine, 1-o-tolylbiguanide, chlorohexyldine gluconate and / or a salt thereof.
The guanidine compound and / or a salt thereof may be used alone or in combination with at least one other species.
[0046] The guanidine compound and / or a salt thereof is blended in the range of 1 to 20% by mass, preferably 2 to
10% by mass based on solid components in the hydrophilization treatment agent composition.
[0047] The hydrophilization treatment agent composition is adhered to the surfaces of the aluminum-made heat ex-
changer in a dry amount of preferably 0,01 to 5 g / m2 , more preferably 0.1 to 1 g / m2 .
[0048] The hydrophilization treatment agent composition according to the present invention, which comprises the
above-mentioned components as indispensable solid components, is used by dissolving in a solvent. The solid compo-
nent concentration of the resultant solution, which is selected in a suitable range from the aspect of workability, economical
efficiency and the like, is usually 1 to 10% by mass.
[0049] The solvent is not specifically limited, but is preferably composed principally of water from the viewpoint of
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wastewater treatment. In order to improve film forming properties and form more uniform smooth film, another solvent
may be used. The solvent is not specifically limited, provided that it is generally used in coating materials and uniformly
mixed with water, and is exemplified by organic solvents of alcohol base, ketone base, ester base and ether base.
Preferably the amount of the solvent to be used is usually in the range of 0.01 to 5% by mass based on the hydrophilization
treatment agent composition expressed in terms of solid components.
[0050] The hydrophilization treatment agent composition may further contain an other additive, which is not specifically
limited, but is exemplified, for instance, by curing agents, dispersants, pigments, silane coupling agents, antimicrobial
agents, surfactants, lubricants and deodorizing agents.
[0051] The above-cited curing agents are not specifically limited, but are exemplified, for instance, by melamine resin,
block isocyanate compound, epoxy compounds, oxazoline compounds and carbodiimide compounds.
[0052] The above-cited dispersants are not specifically limited, but are exemplified, for instance, by surfactants and
dispersed resins.
[0053] The above-cited pigments are exemplified, for instance, by various coloring pigments including inorganic pig-
ments such as titanium dioxide (TiO2), zinc oxide (ZnO), zirconium oxide (ZrO), calcium carbonate (CaCO3), barium
sulfate (BaSO4), alumina (Al2O3), kaolin clay, carbon black, iron oxide (Fe2O3, Fe3O4, etc.), aluminum oxide (Al2O3),
and organic pigments. )
[0054] The above-cited silane coupling agents are preferably contained from the viewpoint of being capable of im-
proving affinity between the hydrophilic resin and the pigments, and enhancing the adhesiveness.
[0055] The above-cited silane coupling agents are not specifically limited, but are exemplified, for instance, by V-
aminopropyltrimethoxysilane, γ-aminopropyltriethoxysilane, γ-glycidoxypropyltrimethoxysilane, γ-methacryloxypropyltri-
ethoxysilane and N-[2-(vinylbenzylamino) ethyl]-3-aminopropyltrimethoxysilane.
[0056] The above-cited antimicrobial agents are not specifically limited, but are exemplified, for instance, by previously
well known antimicrobial agents such as 2-(4-thiazonyl)-benzimidazole and zinc pyrithion.
[0057] The effect and advantages of the present invention will be summarized as follows. The rust prevention and
hydrophilization treatment method according to the present invention, which is a simplified process dispensing with a
flux removal step, possesses the advantage of being free from the problem of halogen based wastewater treatment that
is attributable to previous flux removal step.
[0058] In the present invention, although the use of a flux deteriorates the chemical conversion treatment properties,
the flux itself protects aluminum as the parent material and prevents its oxidation, and besides a portion lacking the flux
is passivated with a zirconium film or a titanium film, and further a portion lacking a zirconium film or a titanium film
benefits by the rust prevention effect of guanidine compound and / or a salt thereof which is contained in the hydrophi-
lization treatment agent composition and which covers the portion, whereby favorable rust prevention properties are
exhibited in whole. Moreover, the component of the hydrophilic resin such as polyvinyl alcohol is imparted with such
hydrophilicity as capable of preventing dew formation during air conditioner running and also with water-proofness
enabling aluminum fins to be densely coated whereby excellent deodorization effect is assured.
[0059] In what follows, the present invention will be described in more detail with reference to working examples,
which however shall never limit the present invention thereto. In the working examples and comparative examples, " % "
and " part/s " stand for " % by mass " and " part/s by mass ", respectively unless otherwise noted.

Example 1

Preparation of hydrophilization treatment agent composition

[0060] A hydrophilization treatment agent composition in the form of aqueous solution was prepared by blending 0.2
part of acetic salt of polyhexamethylene biguanidine as a guanidine compound and / or a salt thereof, 1.3 part of polyvinyl
alcohol (degree of saponification of 99%, number average molecular weight of 20,000) as a hydrophilic resin, 0.5 part
of polyethylene oxide-modified polyvinyl alcohol (degree of saponification of 99%, modification rate of 3%, number
average molecular weight of 20,000) as a hydrophilic resin and 0.2 part of silica as an inorganic cross-linking agent,
while adding water thereto to make a total of 100 parts. Fabrication of heat exchanger for testing
[0061] There was used as a heat exchanger, a car evaporator which had a surface area of 3 m2, and which was
brazed with a flux wax of KAlF4 /K3AIF6 with a flux quantity as K of 50 mg / m2 (fin surface).

(a) Fluorozirconic acid was dissolved in water so that zirconium ion concentration became 250 ppm, and was
regulated to pH 4 with ammonia to obtain a conversion treatment bath of zirconium, which was heated to 60°C. The
above-fabricated heat exchanger was immersedly treated in the bath for 45 seconds.
(b) The surfaces of the heat exchanger subjected to conversion treatment of zirconium were washed with water at
ambient temperature for 30 seconds.
(c) The heat exchanger was immersed in an aqueous solution bath of the above-prepared hydrophilization treatment
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agent composition at ambient temperature for 10 seconds (solid content in the bath being about 2% by mass).
(d) The heat exchanger taken out from the hydrophilization treatment bath was air blown so that the aqueous solution
of the hydrophilization treatment agent composition was regulated to adhere to the surfaces in a quantity of 25 g /
m2 ( it follows that the solid components of the composition adhered thereto in a quantity of about 0.5g / m2.
(e) The heat exchanger for testing was fabricated by baking the same in a drying furnace so that the core temperature
was maintained at 140°C for 5 minutes.

Evaluation of physical properties of the heat exchanger for testing

[0062] Evaluations were made of corrosion resistance, hydrophilicity, persistent odor and adhered odor of the heat
exchanger for testing based on the evaluation procedures as described hereunder. The results are given in Table 1.

<Corrosion resistance>

[0063] According to JIS Z 2371, common salt water of 5% was sprayed onto the heat exchanger at 35°C, and after
the lapse of 240 hours evaluations were made of white rust occurrence area by visual observation based on the under-
mentioned criterion. The corrosion resistance is preferably at least mark 8.

10 : no rust without any color change
9 : no rust, slight color change in part
8 : no rust, slight color change in whole
7 : white rust occurrence (at most 5%)
6 : white rust occurrence (at most 10%)
5 : white rust occurrence (at most 20%)
4 : white rust occurrence (at most 40%)
3 : white rust occurrence (at most 60%)
2 : white rust occurrence (at most 80%)
1 ; white rust occurrence in whole

<Hydrophilicity>

[0064] The heat exchanger to be tested was brought into contact with flowing water for 72 hours, and then contact
angle with a water droplet was measured by the use of an automatic contact angle meter (manufactured by Kyowa
Kaimen Kagaku Co., Ltd.). It is thought that hydrophilicity increases with a decrease in contact angle. Preferably the
hydrophilicity is at most 40° expressed in terms of contact angle.

<Persistent odor>

[0065] The heat exchanger to be tested was brought into contact with flowing city water for 72 hours, and then the
smell of the heat exchanger was evaluated in six stages. Preferably the persistent odor is at most 1.5.

0 : no smell at all
1 : very slightly smell
2 : easily smell
3 : clearly smell
4 : strongly smell
5 : extremely strongly smell

< Adhered odor >

[0066] The subject to be tested on hydrophilization treatment was brought into contact with flowing city water for 72
hours, then placed in a 50m3 conference room, and exposed in the smoke of 20 cigarettes for 3 hours. Thereafter it was
placed in another 50m3 conference room free from smoke. Subsequently it was evaluated in six stages in the same
manner as the persistent odor test.

Example 2

[0067] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that there were
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used aluminum phosphate as the inorganic cross-linking agent and chlorohexydine gluconate as the guanidine compound
and / or a salt thereof. Subsequently, evaluations were made of corrosion resistance, hydrophilicity and persistent odor
of the heat exchanger. The results are given in Table 1.

Example 3

[0068] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that there was
used 1-o-tolylbiguanide as the guanidine compound and / or a salt thereof. Subsequently, evaluations were made of
corrosion resistance, hydrophilicity and persistent odor of the heat exchanger. The results are given in Table 1.

Example 4

[0069] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that there was
used aluminum phosphate as the inorganic cross-linking agent. Subsequently, evaluations were made of corrosion
resistance, hydrophilicity and persistent odor of the heat exchanger. The results are given in Table 1.

Example 5

[0070] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that there was
used polyvinyl alcohol having a molecular weight of 50, 000. Subsequently, evaluations were made of corrosion resist-
ance, hydrophilicity and persistent odor of the heat exchanger. The results are given in Table 1.

Example 6

[0071] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that there was
used fluorotitanic acid (titanium ion in an amount of 250ppm) for the chemical conversion treatment. Subsequently,
evaluations were made of corrosion resistance, hydrophilicity and persistent odor of the heat exchanger. The results
are given in Table 1.

Example 7

[0072] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that there was
used fluorozirconic acid (zirconium ion in an amount of 250ppm) and phosphoric acid (100ppm) for the chemical con-
version treatment. Subsequently, evaluations were made of corrosion resistance, hydrophilicity and persistent odor of
the heat exchanger. The results are given in Table 1.

Example 8

[0073] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that there was
used fluorozirconic acid (zirconium ion in an amount of 125ppm) and fluorotitanic acid (titanium ion in an amount of
125ppm) for the chemical conversion treatment. Subsequently, evaluations were made of corrosion resistance, hy-
drophilicity and persistent odor of the heat exchanger. The results are given in Table 1.

Comparative Example 1

[0074] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that there was
used a vacuum brazed heat exchanger. Subsequently, evaluations were made of corrosion resistance, hydrophilicity
and persistent odor of the heat exchanger. The results are given in Table 1.

Comparative Example 2

[0075] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that the conversion
treatment with zirconium was omitted. Subsequently, evaluations were made of corrosion resistance, hydrophilicity and
persistent odor of the heat exchanger. The results are given in Table 1.

Comparative Example 3

[0076] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that a guanidine
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compound and / or a salt thereof were not used. Subsequently, evaluations were made of corrosion resistance, hy-
drophilicity and persistent odor of the heat exchanger. The results are given in Table 1.

Comparative Example 4

[0077] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that the polyeth-
ylene oxide-modified polyvinyl alcohol (degree of saponification ; 99%, polyethylene oxide modification rate ; 3%, mo-
lecular weight ; 20,000) was not used. Subsequently, evaluations were made of corrosion resistance, hydrophilicity and
persistent odor of the heat exchanger. The results are given in Table 1.

Comparative Example 5

[0078] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that the blending
ratio of polyvinyl alcohol (molecular weight ; 20,000) was set on 0.2 parts. Subsequently, evaluations were made of
corrosion resistance, hydrophilicity and persistent odor of the heat exchanger. The results are given in Table 1.

Comparative Example 6

[0079] The procedure in Example 1 was repeated to obtain a surface-treated heat exchanger except that an inorganic
cross-linking agent was not used. Subsequently, evaluations were made of corrosion resistance, hydrophilicity and
persistent odor of the heat exchanger. The results are given in Table 1.
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Claims

1. A rust prevention and hydrophilization treatment method for a flux-brazed aluminum-made heat exchanger which
comprises subjecting the heat exchanger to a rust prevention treatment by the use of a zirconium base compound
and/or a titanium base compound, and thereafter subjecting the heat exchanger to a hydrophilization treatment by
means of a hydrophilization treatment agent composition, said composition comprising:
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(1) 40 to 90% by mass of polyvinyl alcohol having a degree of saponification of at least 90%;
(2) 3 to 40% by mass of polyoxyalkylene-modified polyvinyl alcohol in which 0.01 to 20% of pendant groups
are polyoxyalkylene ether groups represented by the general formula (1) :

wherein n is an integer from 1 to 500, R1 is a hydrogen atom or an alkyl group having 1 to 4 carbon atoms, and
R2 is a hydrogen atom or a methyl group:
(3) 1 to 30% by mass of an inorganic cross-linking agent which reacts with hydroxyl groups of the polyvinyl
alcohol and modified polyvinyl alcohol; and
(4) 1 to 20 % by mass of a guanidine compound and / or a salt thereof represented by the general formula (2) :

wherein Y denotes -C (= NH) - (CH2)m -, -C( =O) - NH (CH2) m -, or -C( =S) - NH (CH2)m; m is an integer from 0 to
20; n is a positive integer; k is 0 or1; X is a hydrogen atom, amino group, hydroxyl group, methyl group, phenyl
group, chlorophenyl group or methylphenyl group, Z is a hydrogen atom, amino group, hydroxyl group, methyl group,
phenyl group, chlorophenyl group or methylphenyl group or a polymer which has a mass average molecular weight
in the range of 200 to 1,000,000 and which is represented by the general formula (3) :

wherein p is an integer.

2. The rust prevention and hydrophilization treatment method according to Claim 1, wherein the coating weight of said
hydrophilization treatment agent composition is in the range of 0.01 to 5 g / m2 .

3. An aluminum-made flux-brazed heat exchanger which is subjected to rust prevention and hydrophilization treatment
as set forth in Claim 1 or 2.
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Patentansprüche

1. Verfahren zur Rostverhinderungs- und Hydrophilisierungsbehandlung für einen mit Flussmittel hartgelöteten Wär-
metauscher aus Aluminium, welches umfasst, den Wärmetauscher einer Rostverhinderungsbehandlung unter Ver-
wendung einer Zirkoniumbasisverbindung und/oder einer Titanbasisverbindung zu unterziehen und danach den
Wärmetauscher einer Hydrophilisierungsbehandlung mittels einer Hydrophilisierungsbehandlungsmittel-Zusam-
mensetzung zu unterziehen, wobei die Zusammensetzung umfasst:

(1) 40 bis 90 Massen-% Polyvinylalkohol mit einem Verseifungsgrad von zumindest 90 %;
(2) 3 bis 40 Massen-% polyoxyalkylen-modifizierten Polyvinylalkohol, in dem 0,01 bis 20 % der Seitengruppen
Polyoxyalkylenethergruppen sind, dargestellt durch die allgemeine Formel (1):

worin n eine ganze Zahl von 1 bis 500 ist, R1 ein Wasserstoffatom oder eine Alkylgruppe mit 1 bis 4 Kohlen-
stoffatomen ist, und R2 ein Wasserstoffatom oder eine Methylgruppe ist;
(3) 1 bis 30 Massen-% eines anorganischen Vernetzungsmittels, das mit Hydroxylgruppen des Polyvinylalkohols
und des modifizierten Polyvinylalkohols reagiert; und
(4) 1 bis 20 Massen-% einer Guanidinverbindung und / oder eines Salzes davon, dargestellt durch die folgende
allgemeine Formel (2):

worin Y für -C (= NH)- (CH2)m-, -C( =O)- NH (CH2) m -, oder -C( =S) - NH (CH2)m steht; m eine ganze Zahl von
0 bis 20 ist; n eine positive ganze Zahl ist; k 0 oder 1 ist; X ein Wasserstoffatom, eine Aminogruppe, Hydroxylgruppe,
Methylgruppe, Phenylgruppe, Chlorophenylgruppe oder Methylphenylgruppe ist; Z ein Wasserstoffatom, eine Ami-
nogruppe, Hydroxylgruppe, Methylgruppe, Phenylgruppe, Chlorophenylgruppe oder Methylphenylgruppe oder ein
Polymer ist, welches ein durchschnittliches Molekularmassengewicht in dem Bereich von 200 bis 1.000.000 aufweist
und welches durch die allgemeine Formel (3) dargestellt wird:
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worin p eine ganze Zahl ist.

2. Verfahren zur Rostverhinderungs- und Hydrophilisierungsbehandlung nach Anspruch 1, worin das Beschichtungs-
gewicht der Hydrophilisierungsbehandlungsmittel-Zusammensetzung in dem Bereich von 0,01 bis 5 g/m2 liegt.

3. Mit Flussmittel hartgelöteter Wärmetauscher aus Aluminium, welcher einer Rostverhinderungs- und Hydrophilisie-
rungsbehandlung, wie sie in Anspruch 1 oder 2 dargelegt ist, unterzogen wird.

Revendications

1. Procédé de traitement de prévention de la rouille et d’hydrophilisation pour un échangeur thermique en aluminium
brasé par enrobage qui comprend le fait de soumettre l’échangeur thermique à un traitement de prévention de la
rouille par l’utilisation d’un composé à base de zirconium et/ou d’un composé à base de titane, puis le fait de
soumettre l’échangeur thermique à un traitement d’hydrophilisation au moyen d’une composition d’agent de traite-
ment d’hydrophilisation, ladite composition comprenant :

(1) 40 à 90 % en masse d’alcool polyvinylique ayant un degré de saponification d’au moins 90 % ;
(2) 3 à 40 % en masse d’alcool polyvinylique modifié par un polyoxyalkylène dans lequel 0,01 à 20 % des
groupes pendants sont des groupes éther de polyoxyalkylène représentés par la formule générale (1) :

dans laquelle n est un entier de 1 à 500, R1 est un atome d’hydrogène ou un groupe alkyle ayant 1 à 4 atomes
de carbone, et R2 est un atome d’hydrogène ou un groupe méthyle ;
(3) 1 à 30 % en masse d’un agent de réticulation inorganique qui réagit avec les groupes hydroxyle de l’alcool
polyvinylique et de l’alcool polyvinylique modifié ; et
(4) 1 à 20 % en masse d’un composé guanidine et/ou d’un sel de celui-ci représenté par la formule générale (2) :

dans laquelle Y désigne -C(=NH)-(CH2)m-, -C(=O)-NH(CH2)m- ou -C(=S)-NH(CH2)m ; m est un entier de 0 à 20 ; n
est un entier positif; k est 0 ou 1 ; X est un atome d’hydrogène, un groupe amino, un groupe hydroxyle, un groupe
méthyle, un groupe phényle, un groupe chlorophényle ou un groupe méthylphényle ; Z est un atome d’hydrogène,
un groupe amino, un groupe hydroxyle, un groupe méthyle, un groupe phényle, un groupe chlorophényle ou un
groupe méthylphényle ou un polymère qui a un poids moléculaire moyen en masse dans la plage de 200 à 1 000
000 et qui est représenté par la formule générale (3) :
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dans laquelle p est un entier.

2. Procédé de traitement de prévention de la rouille et d’hydrophilisation selon la revendication 1, dans lequel le poids
d’enduction de ladite composition d’agent de traitement d’hydrophilisation est dans la plage de 0,01 à 5 g/m2.

3. Echangeur thermique en aluminium brasé par enrobage qui est soumis au traitement de prévention de la rouille et
d’hydrophilisation tel qu’établi selon la revendication 1 ou 2.
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