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Description

TECHNICAL FIELD

[0001] The present invention relates to a water dispersion type water and oil repellent composition which is excellent
in storage stability and which undergoes little change in viscosity even when freezing/thawing cycles are repeated.
Particularly, the present invention relates to a water dispersion type water and oil repellent composition which is capable
of imparting excellent water and oil resistance to paper constantly.

BACKGROUND ART

[0002] As a water and oil repellent for paper, a phosphate containing a polyfluoroalkyl group (hereinafter referred to
as Rf) is known. Such a water and oil repellent is widely employed, for example, in internal sizing treatment wherein it
is incorporated at the time of sheeting paper or size press treatment wherein sheeted paper is dipped.
[0003] However, a water dispersion type water and oil repellent composition containing a Rf-containing phosphate
as the main component has no adequate storage stability, and the viscosity tends to increase when freezed during
storage or during transportation. The water dispersion type water and oil repellent composition having the viscosity
thus increased, is incapable of imparting adequate water and oil resistance to paper. Accordingly, with a conventional
water dispersion type water and oil repellent composition, it has been necessary to pay an attention to the environment
for storage, for example, by controlling the temperature to prevent freezing.
[0004] In order to improve the storage stability of a water dispersion type water and oil repellent composition, an oil
resistant agent for paper having an anionic surfactant added to a Rf-containing phosphate (JP-A-64-6196) or a water
and oil repellent having a fluoroaliphatic hydrocarbon added to a Rf-containing phosphate (JP-A-56-138197) has, for
example, been proposed.
[0005] By the above proposed improvements, the storage stability has been improved to some extent, but has not
yet been practically satisfactory. Further, there has been a problem from the viewpoint of the handling efficiency such
that the flash point of the additive itself is low.
[0006] The present invention has an object to provide a water dispersion type water and oil repellent composition
which is excellent in storage stability and which undergoes little change in viscosity even when freezing/thawing cycles
are repeated. Particularly, the present invention has an object to provide a water dispersion type water and oil repellent
composition which is capable of imparting excellent water and oil resistance to paper constantly.

DISCLOSURE OF THE INVENTION

[0007] The present invention provides a water and oil repellent composition, particularly a water dispersion type
water and oil repellent composition, comprising a compound represented by the following formula 1 and the following
compound B, as essential components:

provided that the symbols in the formula have the following meanings:

Rf: a polyfluoroalkyl group,
Q: a bivalent organic group,
Y+: (N+HR1R2R3) or an alkali metal cation, wherein each of R1, R2 and R3, which are independent of one another,
is a hydrogen atom, -CH2CH2OH, -CH2CH2CH2OH, -CH(CH3)CH2OH or -CH2CH(OH)CH3,
m, n and k: each being an integer, m^1, n^0, k^0, and m+n+k=3;
Compound B: propylene glycol.

BEST MODE FOR CARRYING OUT THE INVENTION

[0008] The water and oil repellent composition of the present invention contains the compound (hereinafter referred
to also as the compound A) represented by the formula 1, as an essential component.
[0009] Rf in the compound A represents a polyfluoroalkyl group, which is a group having at least two hydrogen atoms
in an alkyl group substituted by fluorine atoms. The carbon number of Rf is preferably from 2 to 20. If the carbon number
is less than 2, the oil resistance tends to be low, and if it exceeds 20, the compound tends to be solid at room temperature

[RfQO]m[HO]n[Y+O-]kP=O Formula 1
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and have a large sublimation property, whereby handling tends to be difficult. The carbon number of Rf is particularly
preferably from 6 to 16. Rf is a straight chain or branched group, preferably a straight chain group. In the case of a
branched group, it is preferred that the branch moiety is present at a terminal portion of Rf and the branch moiety is a
short chain having a carbon number of from about 1 to 4.
[0010] The number of fluorine atoms in Rf is preferably at least 60%, particularly preferably at least 80%, when it is
represented by [(number of fluorine atoms in Rf)/(number of hydrogen atoms contained in an alkyl group having the
same carbon number as Rf)]3100(%). Rf is preferably a group having all hydrogen atoms in an alkyl group substituted
by fluorine atoms, i.e. a perfluoroalkyl group. Further, Rf is preferably a straight chain perfluoroalkyl group i.e. a group
represented by F(CF2)i- (i is an integer of from 2 to 20), particularly a group wherein i is an integer of from 6 to 16.
[0011] Further, Rf may contain a halogen atom other than a fluorine atom. As such other halogen atom, a chlorine
atom is preferred. Further, an etheric oxygen atom or a thioetheric sulfur atom may be inserted between a carbon-
carbon bond in Rf. The structure of the terminal portion of Rf may, for example, be -CF2CF3, -CF(CF3)2, -CF2H, -CFH2,
or -CF2Cl, preferably -CF2CF3.
[0012] A specific example of Rf may be C4F9- including structurally isomeric groups such as F(CF2)4-, (CF3)2CFCF2
[F(CF2)4-, (CF3)3C- and F(CF2)2CF(CF3)-], C5F11- (such as F(CF2)5-], Cl(CF2)s-, H(CF2)s- (s is an integer of from 2 to
5) or (CF3)2CF(CF2)q- (q is 1, 2, 14), but the following groups are preferred.
[0013] C6F13- [including structurally isomeric groups such as F(CF2)6-, (CF3)2CF(CF2)3-, (CF3)3C(CF2)2- and F
(CF2)4CF(CF3)-], C7F15- [such as F(CF2)7-], C8F17- [such as F(CF2)8-], C9F19- [such as F(CF2)9-], C10F21- [such as F
(CF2)10-], C12F25- [such as F(CF2)12-], C14F29- [such as F(CF2)14-], C16F33- [such as F(CF2)16-], Cl(CF2)t-, H(CF2)t- (t
is an integer of from 6 to 16), (CF3)2CF(CF2)y- (y is an integer of from 3 to 13), etc.
[0014] A specific example of a case where Rf is a group having an etheric oxygen atom or a thioetheric sulfur atom
inserted between a carbon-carbon bond, may be F[CF(CF3)CF2O]hCF(CF3)(CF2)2-, F[CF(CF3)CF2O]kCF(CF3)-, F[CF
(CF3)CF2O]j(CF2)2-, F[(CF2)2O]p(CF2)2-, F[CF(CF3)CF2S]hCF(CF3)(CF2)2-, F[CF(CF3)CF2S]kCF(CF3)-, F[CF(CF3)
CF2S]j(CF2)2-, F[(CF2)2S]p(CF2)2-, (h is an integer of from 5 to 10, k is an integer of 1 or from 5 or 10, j is 5 or 6, and
p is an integer of 1 or from 8 to 11), etc., but the following groups are preferred, wherein r is an integer of from 1 to 4,
z is an integer of from 2 to 4, and v is an integer of from 2 to 7.
[0015] F(CF2)5OCF(CF3)-, F[CF(CF3)CF2O]rCF(CF3)(CF2)2-, F[CF(CF3)CF2O]zCF(CF3)-, F[CF(CF3)CF2O]z
(CF2)2-, F[(CF2)2O]v(CF2)2-.
[0016] F(CF2)5SCF(CF3)-, F[CF(CF3)CF2S]rCF(CF3)(CF2)2-, F[CF(CF3)CF2S]zCF(CF3)-, F[CF(CF3)CF2S]z(CF2)2-,
F[(CF2)2S]v(CF2)2-, C8F17SO2N(C2H5)-.
[0017] Each of m, n and k in the compound A is an integer, m^1, n^0 and k^0, and m+n+k=3. m is preferably 1 or
2, and n is preferably 0.
[0018] Q in the compound A is a bivalent organic group and may, for example, be a C2-6 alkylene group or -SO2NR4R5-
(R4 and R5 are a C1-5 alkylene group). Q is preferably -CH2CH2- or -SO2N(C2H5)CH2CH2-.
[0019] Y+ in the compound A is (NH+R1R2R3) or an alkali metal cation. Here, each of R1, R2 and R3 which are
independent of one another, is a hydrogen atom, -CH2CH2OH, -CH2CH2CH2OH, -CH(CH3)CH2OH or -CH2CH(OH)
CH3. The alkali metal cation may, for example, be Na+. Y+ is preferably (NH+R1R2R3) wherein R1 is a hydrogen atom,
and R2 and R3 are -CH2CH2OH.
[0020] The following compounds may be mentioned as specific examples of the compound A. In the following com-
pounds, a polyfluoroalkyl group may be any one of structurally isomeric groups and preferably a straight chain group.

[C8F17CH2CH2O]2[(N+H2(CH2CH2OH)2)O-]P=O,
[C8F17CH2CH2O][(N+H2(CH2CH2OH)2)O-]2P=O,
[C8F17CH2CH2O][HO][(N+H2(CH2CH2OH)2)O-]P=O,
[C6F13CH2CH2O]2[(N+H2(CH2CH2OH)2)O-]P=O,
[C6F13CH2CH2O][(N+H2(CH2CH2OH)2)O-]2P=O
[C10F21CH2CH2O]2[(N+H2(CH2CH2OH)2)O-]P=O,
[C10F21CH2CH2O][(N+H2(CH2CH2OH)2O-]2P=O,
[C12F25CH2CH2O]2[(N+H2(CH2CH2OH)2)O-]P=O,
[C12F25CH2CH2O][(N+H2(CH2CH2OH)2)O-]2P=O,
[C8F17CH2CH2O]2[(N+H4)O-]P=O,
[C8F17CH2CH2O][(N+H4)O-]2P=O,
[C8F17SO2N(C2H5)CH2CH2O]2[(N+H2(CH2CH2OH)2)O-]P=O,
[C8F17SO2N(C2H5)CH2CH2O][(N+H2(CH2CH2OH)2)O-]2P=O,
[C8F17CH2CH2O]2[(Na+O-)P=O.

[0021] The compound A in the water and oil repellent composition may be a mixture of two or more compounds. In
the case of a mixture of two or more compounds, they may be two or more compounds which are different in m, n or



EP 1 094 099 B1

5

10

15

20

25

30

35

40

45

50

55

4

k, or two or more compounds which are different in the carbon number of Rf. The water and oil repellent composition
of the present invention contains the compound B as an essential component. The compound B is mixable with water
at any optional ratio and has a flash point of from 50 to 150°C.
[0022] The following compound may be mentioned as the compound B.
[0023] Propylene glycol (hereinafter referred to as PG).
[0024] As the compound B (the indication in ( ) after the name of a compound shows the flash point) , PG (107°C)
is preferred. The proportion of the compound B in the water and oil repellent composition is preferably from 3 to 40
mass%, relative to the compound A. If the amount of the compound B is less than 3 mass% relative to the compound
A, the effect of the compound B as a stabilizer will not sufficiently be provided, and when freezing/thawing cycles of
the water and oil repellent composition is repeated, the increase of the viscosity tends to be large. Further, if it exceeds
40 mass%, when applied to a substrate such as paper, the compound B tends to remain on the surface of the substrate,
whereby no adequate water and oil resistance tends to be imparted to the substrate. Further, the viscosity of the water
and oil repellent composition tends to be low, and the composition tends to undergo separation during the storage.
[0025] Further, the proportion of the compound B in the water and oil repellent composition is preferably from 1 to
10 mass%. Within this range, the viscosity of the water and oil repellent composition is good. The compound B in the
water and oil repellent composition may be composed of a single compound or two or more compounds.
[0026] The method for preparing the water and oil repellent composition of the present invention is not particularly
limited. For example, there may be mentioned a method wherein the compound B is added at the time of preparing
the compound A, a method wherein the compound B is added at the time of preparing the compound A, a method
wherein the compound B is added at the time of dispersing the compound A in a medium, or a method wherein the
compound B is added at the time of adjusting the concentration of the compound A.
[0027] For the water and oil repellent composition comprising the compound A and the compound B, it is preferred
that the respective components are sufficiently dispersed or mutually solublized by a method such as stirring. At that
time, it is preferred to carry out high pressure emulsification treatment by means of e.g. Manton Gorlin, Hydroshare or
Microfluidizer. The pressure during the high pressure emulsification is preferably from 10 to 500 kg/cm2, and the tem-
perature is preferably from 30 to 90°C.
[0028] When high pressure emulsification is to be carried out, preliminary dispersion or emulsification may be carried
out, as the case requires, to improve the efficiency of the high pressure emulsification.
[0029] To the water and oil repellent composition of the present invention, components other than the above (here-
inafter referred to as other components) may be added. Particularly, the water and oil repellent composition of the
present invention is of a water dispersion type employing an aqueous medium as described below. Other components
may, for example, be preferably a medium other than the compound B, a water and oil repellent other than the compound
A, an insecticide, a flame retardant, an antistatic agent or a sizing agent.
[0030] The medium other than the compound B is preferably an aqueous medium, such as a medium composed
solely of water, or water and a water-soluble organic solvent other than the compound B, particularly preferably solely
of water. The amount of the medium is preferably from 50 to 95 mass% in the water and oil repellent composition.
[0031] The viscosity of the water and oil repellent composition of the present invention is preferably from 20 to 100
cP at a shear rate of 191.5 s-1 at a temperature of 25°C. Further, when one cycle comprises storage at -18°C for 12
hours and storage at +40°C for 12 hours, the viscosity after repeating it for five cycles, is preferably from 90 to 110%
of the initial viscosity. If the viscosity is less than 20 cP, the dispersion state of the water and oil repellent composition
tends to be poor, and if it exceeds 100 cP, handling tends to be difficult.
[0032] The water and oil repellent composition of the present invention is excellent in storage stability and undergoes
little change in the viscosity even when freezing/thawing cycles are repeated. Particularly when the water and oil re-
pellent composition of the present invention is used for treating a substrate, excellent water and oil resistance can be
imparted to the surface of the substrate constantly. The substrate is not particularly limited, but paper, natural leather
or synthetic leather is, for example, preferred. The water and oil repellent composition of the present invention is capable
of imparting excellent water resistance (the sizing property) and the oil resistance to paper, natural leather or synthetic
leather.
[0033] In the present invention, the mechanism whereby the change in viscosity of the water and oil repellent com-
position after repeating freezing/thawing cycles, is little, and the composition is excellent in storage stability, is not
clearly understood. However, it is considered that the compound B serves as a dispersant for the compound A, whereby
the compound A is associated to prevent a change of the physical state.

EXAMPLES

[0034] The present invention will be described with reference to Preparation Examples (Examples 1 and 2), Working
Examples (Examples 3 to 6) and Comparative Examples (Example 7) .
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EXAMPLE 1

[0035] Into a 1 ø four-necked flask made of glass equipped with a stirrer, a dropping funnel, a reflux condenser and
a thermometer, 120 g of phosphorus oxychloride was charged, and the internal temperature of the reactor was adjusted
to be 90°C. Then, 605 g of F(CF2)x(CH2)2OH (x is a mixture of 6, 8, 10, 12 and 14, and the average is 9) was dropwise
added thereto over a period of 5 hours. Further, 21.7 g of water was dropwise added over a period of 4 hours. Then,
formed hydrogen chloride gas was removed by a nitrogen stream over a period of 5 hours. The reaction product was
analyzed by 31PNMR, whereby the main product was [F(CF2)8(CH2)2O]2[HO]P=O.
[0036] Then, into a 5 ø four-necked flask made of glass equipped with a stirrer, a dropping funnel, a reflux condenser
and a thermometer, 120 g of diethanol amine (hereinafter referred to as DEA) and 2440 g of water were charged, and
the entire amount of the above mentioned reaction product was dropwise added thereto at 90°C over a period of one
hour. Further, stirring was continued for two hours to obtain a dispersion of a Rf-containing phosphate (the main product
was [F(CF2)8(CH2)2O]2[(N+H2(CH2CH2OH)2)O-]P=O).
[0037] The above dispersion was maintained at from 60 to 70°C and treated at 200 kg/cm2 by means of a high
pressure emulsifier (Manton Gorline). The solid content concentration of the dispersion was 25.6 mass%. This is re-
ferred to as dispersion 1.

EXAMPLE 2

[0038] A dispersion was obtained in the same manner as in Example 1 except that 102 g of PG was added to 120
g of DEA. The solid content concentration of the dispersion was 25.1 mass% (the proportion of PG relative to the
compound A was 12.3 mass%). This is referred to as dispersion 2.

EXAMPLE 3

[0039] 99 Mass parts of dispersion 1 and 1 mass part of PG (the proportion of PG relative to the compound A was
3.9 mass%) were mixed and well shaken to uniformly dissolve PG in the dispersion.

EXAMPLE 4

[0040] The operation was the same as in Example 3 except that in Example 3, dispersion 1 was changed to 97 mass
parts, and PG was changed to 3 mass parts (the proportion of PG relative to the compound A was 12.1 mass%).

EXAMPLE 5

[0041] The operation was the same as in Example 3 except that in Example 3, dispersion 1 was changed to 95 mass
parts, and PG was changed to 5 mass parts (the proportion of PG relative to the compound A was 20.6 mass%).

EXAMPLE 6

[0042] Dispersion 2 was employed as it was.

EXAMPLE 7

[0043] Dispersion 1 was employed as it was.

FREEZING/THAWING CYCLES OPERATION

[0044] With respect to each dispersion, an operation of "standing still at -18°C for 12 hours and then standing still
at 40°C for 12 hours" was repeated five times. Each dispersion was completely frozen at -18°C.

PRETREATED PAPER

[0045] To 360 mø of a pulp slurry having a concentration of 3 mass%, 1 g of M-15 (Cationic modifying agent, man-
ufactured by Meisei Kagaku K.K.) was added, followed by stirring for 5 minutes. To such slurry solutions, the dispersions
obtained in Examples 3 to 7 (hereinafter referred to as pre-freezing products) or the respective dispersions subjected
to the above mentioned freezing/thawing cycles operations (hereinafter referred to as post-freezing products) were
added, respectively, in a solid content of 0.45 mass%, followed by sheeting at 60 g/m2. Each sheet was dried for 100
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seconds by a drum drier heated to 100°C to obtain a pre-treated paper.

SIZE PRESSED PAPER

[0046] Using the pre-freezing products obtained in Examples 3 to 7 or the respective post-freezing products, treating
baths having a solid content of 0.5 mass% were prepared by diluting them with water. With such treating baths, non-
sized paper (weight: 50 g/m2) was dip-treated by means of a size press at a rate such that the squeezing ratio was
50%. Each paper was dried for 10 seconds by a drum drier heated to 100°C to obtain a size pressed paper.

VISCOSITY

[0047] With respect to the pre-freezing products obtained in Examples 3 to 7 or the respective post-freezing products,
the viscosities at a shear rate of 191.5 s-1 at a temperature of 25°C were measured by means of an E-model viscometer
(TVE-20H, manufactured by Tohki Sangyo). The results are shown in Table 1 (unit: cP).

STILL STANDING SEPARATION

[0048] Each of the pre-freezing products obtained in Examples 3 to 7 was put into a cylindrical glass bottle having
a height of 11 cm and an internal capacity of 100 mø to a height of 10 cm. After it was left to stand still for one week,
the proportion of a transparent phase formed by separation of the dispersion was measured. The results are shown
in Table 1 (unit: vol%).

AIR BUBBLE INCLUSION

[0049] With respect to the pre-freezing products obtained in Examples 3 to 7 or the respective post-freezing products,
each product was put into a cylindrical glass bottle having a height of 11 cm and an internal capacity of 100 mø to a
height of 5 cm. By means of KM-SHAKER (manufactured by Iwaki Sangyo), it was shaken for one minute at a rate of
100 times/min and then left to stand still for three days, whereupon the degree of air bubble inclusion was visually
inspected (s: no change from before shaking, ∆: slight inclusion of bubbles was observed, X: substantial inclusion of
bubbles was observed). The results are shown in Table 1.

OIL RESISTANCE

[0050] In accordance with a 3M Kit test (TAPPI-RC-338), a test oil blended to have a composition shown in Table 2
(unit: mø) was placed on the surface of the size pressed paper, and evaluation was made by the kit number of the test
oil penetrated. The larger the value, the better the oil resistance. The results are shown in Table 3.

WATER RESISTANCE (SIZING DEGREE)

[0051] In accordance with JIS-P-8122-1976, the Stockigt sizing degree (water resistance) was measured. The larger
the value, the better the water resistance. The results are shown in Table 3 (unit: sec.).
[0052] In Tables 1 and 3, a pre-freezing product is abbreviated as "Pre", and a post-freezing product is abbreviated
as "Post".

Table 1

Viscosity Still standing separation Air bubble inclusion

Pre Post Pre Post

Ex. 3 85 93 <1 s s

Ex. 4 65 62 1 s s

Ex. 5 57 58 5 s s

Ex. 6 71 73 1 s s

Ex. 7 90 125 <1 ∆ 3
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Claims

1. A water dispersion type water and oil repellent composition comprising a compound A represented by the following
formula 1 and the following compound B, as essential components:

provided that the symbols in the formula have the following meanings:

Rf: a polyfluoroalkyl group,
Q: a bivalent organic group,
Y+: (N+HR1R2R3) or an alkali metal cation, wherein each of R1, R2 and R3, which are independent of one
another, is a hydrogen atom, -CH2CH2OH, -CH2CH2CH2OH, - CH(CH3)CH2OH or -CH2CH(OH)CH3,
m, n and k: each being an integer, m^1, n^0, k^0, and m+n+k=3;

Table 2

Kit No. Castor oil Toluene Heptane

1 200 0 0

2 180 10 10

3 160 20 20

4 140 30 30

5 120 40 40

6 100 50 50

7 80 60 60

8 60 70 70

9 40 80 80

10 20 90 90

11 0 100 100

12 0 90 110

13 0 70 130

14 0 50 150

15 0 30 170

16 0 0 200

Table 3

Pre-treated paper Size pressed paper

Oil resistance Sizing degree oil resistance Sizing degree

Pre Post Pre Post Pre Post Pre Post

Ex. 3 14 14 13 13 8 7 13 12

Ex. 4 14 14 13 13 8 8 13 13

Ex. 5 14 14 13 13 8 8 13 13

Ex. 6 14 14 13 13 8 8 13 13

Ex. 7 14 12 13 6 8 5 13 8

[RfQO]m[HO]n[Y+O-]kP=O Formula 1
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Compound B: a compound which is miscible with water at any optional ratio and which has a flash point of
from 50 to 150°C, wherein the compound B is propylene glycol, and wherein the proportion of the compound
B in the water and oil repellent composition is from 3 to 40 mass %, relative to the compound A.

2. The water dispersion type water and oil repellent composition according to Claim 1, wherein Rf in the formula 1 is
a C1-16 polyfluoroalkyl group.

3. The water dispersion type water and oil repellent composition according to Claim 1 or 2, wherein Q in the formula
1 is -CH2CH2-.

4. The water dispersion type water and oil repellent composition according to Claim 1, 2 or 3, wherein Y+ in the
formula 1 is (H+NHR2R3) (wherein R2 and R3 are -CH2CH2OH).

5. The water dispersion type water and oil repellent composition according to Claim 1, 2, 3 or 4, wherein in the formula
1, m is 1 or 2, and n is 0.

6. The water dispersion type water and oil repellent composition according to any one of Claims 1 to 5, such that the
viscosity of the water dispersion type water and oil repellent composition is from 20 to 100 cP at a shear rate of
191.5 s-1 at a temperature of 25°C.

7. The water dispersion type water and oil repellent composition according to any one of Claims 1 to 6, such that,
when one cycle comprises storage at -18°C for 12 hours and storage at +40°C for 12 hours, the viscosity after
repeating it for five cycles, is from 90 to 110% of the initial viscosity.

8. Paper, natural leather or artificial leather treated with the water dispersion type water and oil repellent composition
as defined in any one of Claims 1 to 7.

Patentansprüche

1. Wasser- und ölabweisende Zusammensetzung vom Wasserdispersionstyp, umfassend eine Verbindung A, dar-
gestellt durch die folgende Formel 1, und die folgende Verbindung B als wesentliche Komponenten:

mit der Maßgabe, daß die Symbole in der Formel die folgende Bedeutung aufweisen:

Rf: eine Polyfluoralkylgruppe,
Q: eine zweiwertige organische Gruppe,
Y+: (N+HR1R2R3) oder ein Alkalimetallkation, wobei jede Gruppe R1, R2 und R3, unabhängig voneinander, ein
Wasserstoffatom, -CH2CH2OH, -CH2CH2CH2OH, -CH(CH3)CH2OH oder - CH2CH(OH)CH3 ist,
m, n und k: jeweils eine ganze Zahl ist, wobei m ^ 1, n ^ 0, k ^ 0 und m+n+k = 3,
Verbindung B: eine Verbindung, die mit Wasser in jedem optionalen Verhältnis mischbar ist und einen Flamm-
punkt von 50 bis 150°C aufweist, wobei die Verbindung B Propylenglykol ist,

und wobei das Verhältnis der Verbindung B in der wasser- und ölabweisenden Zusammensetzung von 3 bis 40
Masse-%, relativ zu der Verbindung A, beträgt.

2. Wasser- und ölabweisende Zusammensetzung vom Wasserdispersionstyp nach Anspruch 1, wobei Rf in der For-
mel 1 eine d1-16-Polyfluoralkylgruppe ist.

3. Wasser- und ölabweisende Zusammensetzung vom Wasserdispersionstyp nach Anspruch 1 oder 2, wobei Q in
der Formel 1 -CH2CH2- ist.

4. Wasser- und ölabweisende Zusammensetzung vom Wasserdispersionstyp nach Anspruch 1, 2 oder 3, wobei Y+

in der Formel 1 (H+NHR2R3) (wobei R2 und R3 -CH2CH2OH sind) ist.

[RfQO]m[HO]n[Y+O-]kP=O Formel 1
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5. Wasser- und ölabweisende Zusammensetzung vom Wasserdispersionstyp nach Anspruch 1, 2, 3 oder 4, wobei
in der Formel 1 m 1 oder 2 und n 0 ist.

6. Wasser- und ölabweisende Zusammensetzung vom Wasserdispersionstyp nach einem der Ansprüche 1 bis 5,
wobei die Viskosität der wasser- und ölabweisenden Zusammensetzung vom Wasserdispersionstyp bei einer
Sherrate von 191,5 s-1 und einer Temperatur von 25°C von 20 bis 100 cP beträgt.

7. Wasser- und ölabweisende Zusammensetzung vom Wasserdispersionstyp nach einem der Ansprüche 1 bis 6,
wobei, wenn ein Zyklus eine Lagerung bei -18°C für 12 Stunden und eine Lagerung bei +40°C für 12 Stunden
umfaßt, die Viskosität nach fünf Wiederholungszyklen von 90 bis 110% der anfänglichen Viskosität beträgt.

8. Papier, Naturleder oder Kunstleder, das mit der wasser- und ölabweisenden Zusammensetzung vom Wasserdi-
spersionstyp, wie in einem der Ansprüche 1 bis 7 definiert, behandelt ist.

Revendications

1. Composition hydrophobe et oléophobe du type dispersion dans l'eau comprenant, en tant que composants es-
sentiels, un composé A représenté par la formule 1 suivante et le composé B suivant :

sous réserve que les symboles dans la formule aient les significations suivantes :

Rf : groupe polyfluoroalkyle,
Q : groupe organique bivalent,
Y+ : (N+HR1R2R3) ou un cation de métal alcalin, où chacun de R1, R2 et R3, qui sont indépendants les uns
des autres, étant un atome d'hydrogène, -CH2CH2OH, -CH2CH2CH2OH, -CH(CH3)CH2OH ou CH2CH(OH)
CH3,
m, n et k : chacun étant un nombre entier, m ≥ 1, n ≥ 0, k ≥ 0, et m+n+k = 3 ;
Composé B : un composé miscible à l'eau dans toute proportion voulue et qui a un point éclair de 50 à 150°C,
le composé B étant le propylène glycol, et la proportion du composé B dans la composition hydrophobe et
oléophobe étant de 3 à 40% en masse, par rapport au composé A.

2. Composition hydrophobe et oléophobe du type dispersion dans l'eau selon la revendication 1, pour laquelle Rf

dans la formule 1 est un groupe polyfluoroalkyle en C1-16.

3. Composition hydrophobe et oléophobe du type dispersion dans l'eau selon la revendication 1 ou 2, pour laquelle
Q dans la formule 1 est -CH2CH2-.

4. Composition hydrophobe et oléophobe du type dispersion dans l'eau selon la revendication 1, 2 ou 3, pour laquelle
Y+ dans la formule 1 est (H+NHR2R3) (où R2 et R3 sont -CH2CH2OH).

5. Composition hydrophobe et oléophobe du type dispersion dans l'eau selon la revendication 1, 2, 3 ou 4, pour
laquelle dans la formule 1, m est 1 ou 2, et n est 0.

6. Composition hydrophobe et oléophobe du type dispersion dans l'eau selon l'une quelconque des revendications
1 à 5, dont la viscosité est de 20 à 100 cP à un taux de cisaillement de 191,5 s-1 à une température de 25°C.

7. Composition hydrophobe et oléophobe du type dispersion dans l'eau selon l'une quelconque des revendications
1 à 6, pour laquelle, quand un cycle comprend un stockage à -18°C pendant 12 heures et un stockage à +40°C
pendant 12 heures, la viscosité après avoir répété cinq fois ce cycle, est de 90 à 110% la viscosité initiale.

8. Papier, cuir naturel ou cuir artificiel, traité avec la composition hydrophobe et oléophobe telle que définie dans
l'une quelconque des revendications 1 à 7.

(RfQO]m[HO]n[Y+O-]kP=O Formule 1
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