
EP 0134998 B1 Description This invention relates to novel hair rinse
compositions and more particularly, to hair rinse compositions which
comprise a minor proportion of cationic surface active agents and a major
proportion 5  of oils, but free of hydrophilic nonionic surface active
agents. Such hair rinse compositions have good stability and high rinsing
performance. Various troubles after hair washing have been heretofore
removed by rinsing the hair with hair rinse compositions which comprise 1
to 5 wt% (hereinafter referred to simply as %) of quaternary ammonium salts
such as distearyldimethylammonium chloride as the effective component
thereof. 10      A hair rinse composition comprising a cationic surface
active agent and a higher alcohol emulsified in water is described in
FR-A-2 357 240. A hair rinse composition comprising monoglyceride instead
of a higher alcohol is known from FR-A-2 345 142. The hair rinse is used to
impart to hair flexibility, smoothness and antistaticity, but use of
quaternary 15  ammonium salts alone is not sufficient to give satisfactory
performance as to flexibility and smoothness. In order to avoid these
drawbacks, it is used to further ddd oils such as higher alcohols,
glyerides, and liquid paraffins. Since, however, quaternary ammonium salts
have no ability of stably emulsifying or dispersing oils in amounts
sufficient to show their performances, attempts were made to add nonionic
active agents of higher hydrophilicity so as to stabilize the dispersion
system. Highly hydrophilic nonionic active agents 20   have the action of
considerably lowering the rinsing performance. Hair rinses which comprise
quaternary ammonium salts, oils, and nonionic surface active agents of high
hydrophilicity do not show satisfactory rinsing performances. On the other
hand, cationic surface active agents are able to stably emulsify several or
larger times of oils but it was difficult to obtain hair rinse compositions
with excellent rinsing performances using such cationic active agents. 25
Thus, known hair rinse compositions are not necessarily satisfactory with
respect to rinsing performance, i.e. of imparting flexibility, smoothness,
and antistaticity to the hair. There is a demand for develop hair rinses
compositions of better performance. We have made intensive studies to
overcome the drawbacks of the prior art hair rinses and, as a result, found
that hair rinse compositions of good rinsing performance can be obtained by
first preparing an 30   emulsion of high concentration from a small amount
of a cationic surface active agent and a specific type of 



oil, and diluting the emulsion with water whereby the oil can be stably
emulsified in large amounts without use of any nonionic surface active
agent of high hydrophilicity. According to the present invention, there is
provided a hair rinse composition which comprises (A) 0.05 to 0.5 wt.-% of
cationic surface active agent, and (B) a higher alcohol having a linear or
branched alkyl or alkenyl group having from 12 to 26 carbon atoms, or a
glycerine mono fatty acid ester having a melting point not lower than
[err], and (B) is contained in an amount of 3 to 15 times by weight to
ingredient (A) and said composition is produced by diluting a highly
concentrated emulsified product containing 0.4 to 34 wt.-% of ingredient
(A) and (B) in total with 1 to 20 times by weight to the emulsified product
of water. 40       The cationic surface active agent which is ingredient
(A) of the invention is not limited to any specific ones. All cationic
surface active agents which are ordinarily used in hair rinse agents may be
used in the practice of this invention. Preferable quaternary ammonium
salts are those having the following formula (I): 45 [ERR] 55  in which one
or two of   [err]  and [err] independently represent a linear or branched
alkyl or hydroxyalkyl group having from 8 to 22 carbon atoms, the others
independently represent an alkyl group having from 1 to 3 carbon atoms,
hydroxyalkyl group, benzyl group, or polyoxyethylene group in which the
total number of added moles is not larger than 10, and X represents a
halogen atom or alkylsulfate group having 1 to 2 carbon atoms. 60       Of
the quaternary ammonium salts, the following compounds are more preferable:
distearyldimethylammonium chloride, stearyltrimethylammonium methosulfate,
stearyltrimethylammonium chloride, stearyldimethylbenzylammonium chloride,
65       docosyltrimethylammonium methosulfate, 2    



EP  0134 998 B1 docosyltrimethylammonium chloride,
docosyldimethylbenzylammonium chloride, didocosyldimethylammonium chloride,
lauryldiethylbenzylammonium chloride, 5       lauryltrimethylammonium
bromide, distearylmethylhydroxymethyl chloride, cetyltrimethylammonium
chloride, N-stearyl-N,N,N-tri(polyoxyethylene)ammonium chloride (3 moles
added in total), cetyltriethylammonium bromide and 10
stearyldimethylammonium chloride. The ingredient (A) is generally added in
an amount of from 0.05 to 0.5 wt% of the total composition. Outside the
range, a satisfactory rinsing performance cannot be achieved. The higher
alcohols which are ingredient (B) are alcohols having a linear or branched
alkyl or alkenyl group containing from 12 to 26 carbon atoms. Preferable
examples include cetostearyl alcohol (mixture of 15  cetyl alcohol and
stearylalcohol), cetyl alcohol, arachidic alcohol, behenyl alcohol,
calnabil alcohol, and ceryl alcohol. The glycerine monofatty acid esters
are represented by the following general formula (II) 20 [ERR] 25  in which
[err] represents a linear or branched hydrocarbon group having from 11 to
23 carbon atoms. Preferable examples are glycerides composed mainly of
oleic acid monoglyceride, palmitic acid monoglyceride, isostearic acid
monoglyceride, stearic acid monoglyceride, and behenic acid glyceride.
Commercially available products called monoglycerides usually contain,
aside from monoesters, large amounts of diesters, triesters and unreacted
glycerine and are not suitable for the purpose of the invention. 30  In
order to yield good rinsing performance, it is necessary that not lower
than 80% of glycerine monofatty acid esters indicated above be contained.
The ingredient (B) used in the present invention should have a melting
point not lower than [err]. The esters whose meiting temperature is lower
than [err] are more oleophilic and cannot give good feeling to the touch.
The amount of ingredient (B) is preferably in the range from 3 to 15 times
as large as the ingredient (A). 



35  Less amounts do not show any appreciable rinsing performance, whereas
larger amount are unfavorable in that stable emulsification is not
accomplished. The water-soluble polymer compounds used as the ingredient
(C) are, for example, cellulose derivatives, polyvinyl alcohol,
polyvinylpyrrolidone, sodium polyacrylate, carboxyvinyl polymer and
polyethyleneimine. 40      Of these, there are preferred cellulose
derivatives of the formula (III) [ERR] in which [err] independently
represent hydrogen, [err] , (wherein m is an integer of from 1 to 5),
[err]  or [err], and n is an integer of from 5 to 5000. Most preferably,
hydroxyethylcellulose and hydroxymethylcellulose are used. 55      The
ingredient (C) does not show its performance when used in amounts less than
0.1%, and any further performance cannot be expected when the amounts
exceed 5%. Accordingly, the amount ranging from 0.1 to 5% is preferable.
The stable hair rinse composition of the invention cannot be obtained
merely be emulsifying ingredients (A) and (B), or ingredients (A), (B) and
(C) in the defined ranges of amounts of water. In order to 60  obtain the
hair rinse composition of the invention, 0.1 to 9% of ingredient (A) and
ingredient (B) in an amount of 3 to 15 times by weight as large as the
ingredient (A) are added to water in such a way that the total amount of
both ingredients reaches 0.4 to 34%, followed by heating under agitation to
prepare a highly concentrated emulsion. Subsequently, the emulsion was
diluted with 1 to 20 times by weight, preferably 2 to 15 times by weight,
as large as water so that the content of ingredient (A) is within the 65
above-defined range (0.05 to 0.5%). Ingredient (C) is preferably used after
dispersion in water. The hair 3    EP 0 134 998 B1 rinse composition may
further comprise humectants, perfumes and colorants which are ordinary used
for these purposes, if necessary. The thus obtained hair rinse compositions
of the invention are stable under either low temperature or high
temperature conditions, with very good rinsing performance. 



5       The present invention is illustrated by way of examples, which
should not be construde as limiting the present invention thereto. In
examples, the following test methods were used. (1) Appearance A sample was
placed in a 100 ml transparent glass container and its appearance was
visually observed. 10   It will be noted that if a sample has bubbles
therein, it was subjected to centrifugal separation for defoaming. O =
homogeneous; separation or coagulation is not observed. X = heterogeneous;
separation and/or coagulation is observed. 15  (2) High temperature
stability A sample was placed in a transparent glass container, tightly
sealed, and kept in a thermostatic chamber of [err] for one month.
Thereafter, phase separation of the sample was visually observed. O =
homogeneous; separation or coagulation is not observed. X = heterogeneous;
separation and/or coagulation is observed. 20 (3) Low temperature stability
A sample was placed in a transparent glass container, tightly sealed, and
kept in a thermostatic chamber of [err] for one month. Thereafter,
separation or solidification were visually observed. O = homogeneous;
separation or coagulation is not observed. X = heterogeneous; separation
and/or coagulation is observed. (4) Emulsified state A highly concentrated
emulsion which was cooled to room temperature was observed visually or
through a microscope. Moreover, 5 g of the highly concentrated emulsion was
placed in 100 ml of water 30   and agitated at a normal temperature for 1
hour, after which the dispersed state of the resulting emulsion was
observed. 0 = Uniform in particle size and uniformly dispersed in water X =
Non-uniform in particle size and not uniformly dispersed in water. 35  (5)
Rinsing performance and organoleptic evaluation Five hundreds ml of 1:50
dilutions of the respective hair rinses and a commercially available hair
rinse were each used to treat hair therewith, followed by rinsing twice
with wann water and air drying. The hair was organoleptically evaluated
with respect to the softness, smoothness and combing ease. In comparison 



with the commercially available hair rinse, the hair rinses of the
invention are evaluated as follows. 40       [err] = excellent, O = better
[err] = equal, and X = poorer. Example 1 Compositions of the formulations
indicated in Table 1 were prepared and used to determine their appearance,
stability, and rinsing performance. Preparation of Composition: so      To
water (1) heated at [err] were added ingredients (A) and (B) heated to and
dissolved at the same temperature as indicated above, followed by agitating
for emulsification and cooling to room temperature while agitating. After
the cooling, water (2) was added to the mixture while agitating. After the
cooling, water (2) was added to the mixture while agitating, thereby
obtaining the respective compositions. Results: as shown in Table 1. 55 60
65 4    EP 0 134 998 B1 [ERR]    EP 0 134 998 B1 Example 2 To water (1)
heated at [err] were added stearyltrimethylammonium chloride (ingredient
A), hehenyl alcohol (ingredient B), and propylene glycol, which were heated
to and dissolved at the same temperature 



as indicated above, followed by agitating for emulsification and cooling to
room temperature under 5   agitation. The products of the invention were
obtained by furtehr adding water (2) to the mixture under agitation,
thereby giving dilutions. The results are shown in Table 2. 15 20 30 35 40
50 55 60 65 6    EP 0 134 998 B1 [ERR]    EP 0 134 998 B1 Example 3 To
water (1) heated at [err] (with comparative products, a water-soluble
polymer was dispersed in water) were added ingredients (A) and (B) and
propylene glycol heated to and dissolved at the same temperature as
indicated above, followed by agitating for emulsification and cooling to
room temperature 5   under agitation. With the products of the invention,
water (2) in which a water-soluble polymer was dispersed was added for
dilution to the cooled emulsion, thereby obtaining compositions of the
invention. The results are as shown in Table 3. 10 



15 20 25 30 45 50 60 65 8    EP 0 134 998 81 [ERR]    EP 0134 998 B1
Example 4 Rinse compositions were prepared in the same manner as in Example
3. The results are shown in Table 4. 5 10 15 20 25 30 35 40 45 



50 55 60 65 10    EP 0 134 998 B1 [ERR]    EP 0 134 998 B1 Example 5 Hair
rinse  compositions of the following formulations were prepared and 500 ml
of a 1:50 dilution of each [err]  was used to treat hair therewith,
followed by rinsing twice with warm water and air drying. The [err]
positions were evaluated by 20 panelists using the Sheffe's paired
comparison by five 5   ranks. The [err] are shown in Table 5. Product No.
[err]   of Invention (1) Monostearyltrimethylammonium chloride      0.2(%)
(2) Behenyl alcohol                              1.0 (3) Propylene glycol
0.5 (4) Water (1)                                    8.3 5
(5) Water (2)                                  90.0 To (4) [err]  to [err]
was added a mixture of (1) to (3) heated to and dissolved at the same
temperature as indicated above, followed by agitating for emulsification
and cooling to room  temperature while 20  agitating. [err] the cooling,
(5) was added to the mixture at a normal temperature under agitation to
obtain a composition Product No.  [err] of Invention: 



(1) Monostearyltrimethylammonium chloride        0.2(%) 25 (2) Behenyl
alcohol                              1.0 (3) Propylene glycol
0.5 3C                       (4) Water (1)
18.3 (5) Water (2)                                   80.0 To (4) [err]  to
[err] was added a mixture of (1) to (3) heated to and dissolved at the same
temperature 35  as indicated [err], followed by agitating for
emulsification and adding cooled (5) while agitating, thereby obtaining a
composition. Comparative Product No. 15: (1) Monostearyltrimethylammonium
chloride        0.2(%) (2) Behenyl alcohol                              1.0
(3) Propylene glycol                              0.5 (4) Water
98.3 45 To (4) [err]  to [err] was added a mixture of (1) to (3) heated to
and dissolved at the same temperature as indicated above, followed by
cooling to room temperature while agitating, thereby obtaining a
composition Comparative  Product No. 16: (1) Monostearyltrimethylammonium
chloride        0.2(%) (2) Behenyl alcohol                              1.0
55                      (3) Propylene glycol
0.5 (4) Polyoxyethylene hardened castor oil 60EO     0.5 (5) Water
97.8 60 To a   [err]  of (1), (2), (3) and (4) which was heated to and
dissolved lat [err] was gradually added (5), which was [err] to the same
temperature level as indicated above, followed by emulsification and
cooling [err]  temperature with agitation, thereby obtaining a composition.
65 12 



EP 0134998 B1 [ERR]    Claims 1. A hair rinse composition which comprises
(A) 0.05 to 0.5 wt.-% of cationic surface active agent, and 5      (B) a
higher alcohol having a linear or branched aikyl or alkenyl group having
from 12 to 26 carbon atoms, or a glycerine mono fatty acid ester having a
melting point not lower than [err], and (B) is contained in an amount of 3
to 15 times by weight to ingredient (A) and said composition is produced by
diluting a highly concentrated emulsified product containing 0.4 to 34
wt.-% of ingredient (A) and (B) in total with 1 to 20 times by weight to
the emulsified product of water. 10     2. The hair rinse composition
according to Claim 1 or 2, wherein said cationic active agent is one or
more of compounds represented by the general formula (I) [ERR] in which one
or two of   [err]  and [err] independently represent a linear or branched
alkyl or hydroxyalkyl 25  group having from 8 to 22 carbon atoms, the rest
independently represent an alkyl group having from 1 to 3 carbon atoms,
hydroxyalkyl group, benzyl group, or polyoxyethylene group in which the
total number of ethylene oxide added is not larger than 10 moles per mole
of the amine, and X represents a halogen atom or alkylsulfate group having
1 to 2 carbon atoms. 3. The hair rinse composition according to Claim 1 or
2, wherein said higher alcohol has a linear or 30  branched alkyl or
alkenyl group having from 12 to 26 carbon atoms. 4. The hair rinse
composition according to Claim 1 or 2, wherein said glycerine monofatty
acid ester is represented by the following general formula (11) [ERR] 4C
in which [err] represents a saturated or unsaturated linear or branched
hydrocarbon group having from 11 to 



23 carbon atoms. 5. A hair rinse composition comprising (A) 0.05 to 0.5 wt%
of a cationic active agent, (B) a higher alcohol, or a glycerine monofatty
acid ester having a melting point not lower than [err] and contained in an
amount of 3 to 15 times by weight as large as ingredient (A), and (C) 0.1
to 5.0 wt% of a water-soluble 45  polymer. 6. A method for preparing a hair
rinse composition comprising (A) 0.05 to 0.5 wt% of cationic surface active
agent, and (B) a higher alcohol or a glycerine monofatty acid ester having
a melting point not lower than [err] and contained in an amount of 3 to 15
times by weight of the ingredient (A), characterized in that a highly 50
concentrated emulsified product containing 0.4 to 34 wt% of combined
ingredients (A) an (B) is produced and subsequently diluted with water in
an amount of from 1 to 20 times by weight of the emulsified product.
Patantanspruche 55 1. Haarspulmitterzusammensetzung. umfassend (A) 0,05 bis
0.5 Gew.-% kationisches, oberflachenaktives Mittel und (B) einen hoheren
Alkohol mit einer linearen oder verzweigten Alkyl- oder Alkenylgruppe mit
12 bis 26 Kohlenstoffatomen oder einen Glyzerinmonofettsaureester mit einem
Schmelzpunkt nicht niederiger als s 454C, wobei (B) in einer Menge des 3-
bis 15-fachen nach Gewicht bezuglich Bestandteil (A) enthalten ist und die
Zusammensetzung hergestellt wird, indem man ein hochkonzentriertes
emulgiertes Produkt, enthaltend 04 bis 34 Gew.-% von Bestandteil (A) und
(B) zusammen, verdunnt mit dem 1- bis 2'1-fachen nach Gewic-t, bezogen auf
da.s emulgierte Produkt, an Wasser. 2. Haarspulmittelzusammensetzung gemaB,
Anspruch 1, wobei das kationische aktive Mittel eine oder 55 mehrere von
Verbindungen der aligemeinen Formel (1) ist 14    ir C  L  rl  sa EP 0 134
998 15 ' 



R        ~ N LR                  R in der ein oder zwei von R1, R2, R3 und
RA unabhangig eine lineare oder verzweigLe Alkyl- oder to
Hydroxyalkylgruppe mit 8 bis 22 Kohlenstoffatomen bedeuten, d;e restlichen
unabhingig eine Alkylgruppe mit 1 bis 3 Kohlenstoffatomen,
Hydroxyalkylgruppe, Benzylgruppe oder Polyoxyethylengruppe, in der die
Gesamtzahl des addierten Ethylenoxyds nicht groPler als 10 Mol pro Mol des
Ar ins ist, bedeuten und X ein Halogenatom oder eine Alkylsulfatgruppe mit
1 bis 2 Kohlenstoffatomen bedeutet. 3. Haarspulmittelzusammensetzung gemal3
Anspruch 1 oder 2, wobei der hohere Alkohol eine lineare 15  oder
verzweigte Alkyl- oder Alkenylgruppe mit 12 bis 26 Kohlenstoffatomen
aulwelst. 4. Haarspulmittelzusammensatzung gemaR A ispruch 1 oder 2, wobei
der Glyzerinmonofettsaureester durch die folgende Formel (11) dargestellt
ist CH20COR, 20 CHOH CH20H 25  in der Rs eine gesattigte oder ungesattigte,
lineare oder verzweigte Kohlenwasserstoffgruppe mit 11 bis 23
Kohlenstoffatomen bedeutet. 5. Haarspulmittelzusammensetzung umfassend (A)
0,05 bis 0,5 Gew.-% eines Kationisch aktiven Mittels. (B) einen hoherenb
Alkohol oder einen Glyzerinmonofettsaureester mit einem Schmelzpunkt nicht
niedriger als 450C und in einer Menge vom 3- bis 15-fachen nach Gewicht,
bezogen auf den Bestandteil (A), 3C   enthalten und (C) 0,1 bis 5,0 Gew.-%
eines wasserloslichen Polymeren. 6. Verfahren zur Herstellung einer
Haarspulmintazusdmmensetzung, umfassend (A) 0.05 bis 0,5 Gew.- %'o
kationisch   oberflachenaktives  Mittel  und  (B)  einen  hoheren  Alkohol
..oder  einen Glyzerinmonofettsaureester mit einem Schmelzpunkt nicht
niedriger als 45C und in einer Menge vom 3- bis 15-fachen nach Gewicht des
Bestandteils (A) entaialten, dadurch gekennzeichet, dal3 man ein 35
hochkonzentriertes emulgiertes Produkt, enthaltend 0,4 bis 34 Gew.-% der
kombinierten Bestandteile (A) und (B), herstellt und anchliellend mit
Wasser verdunnt in einer Menge vom 1- bis 20-fachen nach Gewicht des
emu!gierten Produkts. Revendications 



40       1. Composition de rinqage capillaire qui comprend: (A) 0,05 a 0,5%
en poids d'agent tensio-actif cationique: et (B) un alcool superieur ayant
un groupe alkyle ou alcenyle, line~aire ou ramifie, ayant de 12 a 26
atomnes de carbone, ou un ester de monoacide gras et de glyerol ayant un
point de fusion non inferieur a 45C. 45   et (B) est present en une
quantite de 3 a 15 fois en poids celle de l'ingredient (A) et ladite
composition est obtenue par dilution d'un produit 6mulsifi6 tres concentre
contenant 0,4 a 34% en poids d'ingredient (A) et (B) au total avec une
quantite d'eau represenmant i a 20 fois en poids la quantite dudit produit
6mulsifid. 2. Composition de rinqage capillaire selon la revendication 1,
dans laquelle ledit agent tension-actif catiornque est constitue par un ou
plusieurs des composes representes par la forrriule generale (I): 50 R1
R      1R    + 55
~~~~~~~~~~~~~~~~~~x dans laquelle: 60      un ou deux parmi R1, R2, R3 et
R4 reprdsentent independamment un groupe alkyle ou hydrcxyalkyle, lineaire
ou ramifiei, ayant de 8 a 22 atomes de carbone, les autres repr6sentant
ir.dependamment un groupe alkyle ayant de 1 a 3 atomes de carbone, un
groupe hydroxalkyle, un groupe benzyle, ou un groupe polyoxydthylene dans
lequel le nombre total de moles d'oxyde d'ethylene ajoutees n'est pas
sup6rieur a 10 moles par mole de l'amine; et 65      X represente un atome
d'halogbne ou un groupe alkylsulfate ayant 1 ou 2 atoms de carbone.    C
L   N * EP  0 134  n99a.. B I 3. Composition de rincage capillaire selon la
revendication 1 ou 2. dans iaquelle ledit alcool superieur a tin groupe
alkyle ou alcenyle. lineaire ou ramifie, ayant 12 3 26 atomes de carbone.
4. Composition de rincage capillaire selon la revendication 1 ou 2. dans
laque!:e ledit ester de monoacide gras el de glycerol est represente par la
formule g6nerale Ill): Q/;
CH20COR5 CHOH                                               (II) 



Io                                             CH20H dans laquelle R5
represente un groupe hydrocarbone, lineaire ou ramifie, satur6 ou insature,
ayant de 11 3 23 atomes de carbone. 5. Composition de rinqage capillaire
comprenant: Y5      (A) 0,05 A 0,5% en poids d'agent tensio-actif
cationique; (B) un alcool superieur, ou un ester de monoac~ds gras et de
glycerol ayant un point de fusion non inferieur 3 450C, et present en une
quantit6 de 3 3 15 fois en poids celle de l'ingr6dient (A); et (C) 0,1 A
5,0% en poids d'un polymere soluble dans l'eau. 6. Procede de preparation
d'une composition de rinqage capillaire comprenant: 20      (A) 0,5 a 0.5%
en poids d'agent tensio-actif cationique; et (B) un alcool superieur ou un
ester de monoacide gras et de glycerol, ayant un point de fusion non
inferieur a 45C et contenu en une quantite de 3 3 15 fois en poids celle de
V'ingredient (A), caracterise par le fait qu'un produit emulsifie tres
concentre contenant 0,4 a 34% en poids d'ingrddients (A) et (B) combines
est obtenu et dilu6 par la suite avec de I'eau en une quantite allant de 1
a 20 fois en poids 25  celle du produit emulsifie. 30 35 45 60 65 16    


