1 A COWPCOSI TI ON FOR PERMANENT DYEI NG OF KERATI NOUS FI BRES The obj ect of the
present invention is to provide a cosnetic 5 conposition for permnent
dyeing of keratinous fibres, and in partijcular, of hair fibres. Such a
conposition has the property of alleviating the deleterious effects of the
chem cal nethod inpl enented upon a permanent dyeing of hair fibres and of
hol di ng upon the dyeing step the hair natural properties. 10 The only hair
dyei ng nmethods able to perfectly and durably cover hair are oxidative
dyei ng nethods resulting in the so-called permanent dyes. Such nethods
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agent, in general hydrogen peroxide, and an alkaline base, preferably

aqueous ammonia. Such a combination has the effet to simultaneously
15 induce, the bleaching of hair natural or artificial pigmentation, and the
oxidation of dye precursors, resulting in creating a new dyed shade.

The alkaline base, preferably aqueous ammonia, facilitates the
dissolution of dyeing agents and, through the alkanization of the medium,
enhances the bleaching action of hydrogen peroxide, taking part in the

20 release of the active oxygen.

Aqueous ammonia can also act on the fibre swelling in causing
scales to open. It thereby facilitates the penetration of dye precursors and
ensures a homogenous distribution of the pigments up to the fibre core.

The oxidizing agent, generally hydrogen peroxide, has two

25 functions : bleaching the existing pigments so as to avoid dye variations
resulting from the hair initial colour and triggering the oxidative process of
the dye precursors. In a first step, such precursors are transformed into very
reactive intermediates, which couple therebetween to form, in a second
oxidative condensation step, coloured copolymers able to securely be fixed

30 in the keratinous fibre.

Such a permanent dyeing technique gives excellent results, both
regarding the white hair cover (close to 100%), the shade variety being
offered and the relative dye durability over time.

It however has several inconvenients, such as quickly causing large

35  physico-chemical damage on the fibre.



Such a permanent dyeing techni que gives excellent results, both regarding
the white hair cover (close to 100%, the shade variety being offered and
the relative dye durability over tine. It however has several inconvenients,
such as quickly causing |large 35 physico-chem cal damage on the fibre. 2
Because of the steady growmh of the fibres in their original natural shade,
resulting in no aesthetic boundary with the artificially dyed | engths, and
t he progressive dye renoval, dye regular applications are required. Subject
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mechanical properties (resistance and flexibility) and improving their
cosmetic properties (softness and brightness).

15 The present invention has therefore as an object a composition for
the permanent dyeing of keratinous fibres, and in particular, of hair,
comprising at least one oxidizing compound, at least one dye precursor and
at least one alkaline agent, characterized in that it further comprises :

- aprotein hydrolyzate,
20 - a quaternized copolymer of di-methylallyl ammonium and acrylic
acid,
- a N-methyl triethanolamine methylsulphate di-alkyl ester, and
- adi-alkyl carbonate.
Advantageously, the protein hydrolyzate, the quaternized

25 copolymer, the N-methyl triethanolamine methylsulphate di-alkyl ester and
the di-alkyl carbonate form a quaternary associative complex within the
composition.

Preferably, the protein hydrolyzate is a sericin hydrolysate, a silk
protein.

30 The sericin hydrolyzate is a concentrated and purified mixture of
peptides with a molecular size lower than or equal to 20 kDa. It is
characterized by a high serine and aspartic acid content. Ideally, it could be
comprised of 18 amino acids, most of which have highly polar side groups
such as hydroxy, carboxy and amino groups.



25 copol yner, the N-nethyl triethanol am ne nethyl sul phate di-al kyl ester and
the di-al kyl carbonate form a quaternary associ ative conplex wthin the
conposition. Preferably, the protein hydsolyzate is a sericin hydrolysate, a
silk protein. 30 The sericin hydrolyzate is a concentrated and purified
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is characterized by a high serine and aspartic acid content. ldeally, it
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10  wherein x ranges from 1 to 1,000, preferably from 1 to 100, and y and z
independently range from 0 to 1,000, preferably from 0 to 100.
Advantageously, the quaternized copolymer is a polyquaternium,
for example a polyquaternium 22 (CTFA name).
The quaternized copolymer of di-methylallyl ammonium and
15 acrylic acid preferably represents from 0.1 to 1.5%, more preferably from
0.5 to 1%, in weight based on the total weight of the composition.
The N-methyl triethanolamine methylsulphate di-alkyl ester
included in the composition according to the invention generally meets the
following formula II:

20 o) CH,CH,OH 0
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25 wherein R; and R, are Cn alkyl or alkenyl, where n ranges from 1 to 100,
preferably from 6 to 20.

The alkyl groups useful for R, and R, could be caproyl, caprylyl,

capryl, lauryl, myristyl, cetyl, stearyl, arachidyl or behenyl chains. The

alkenyl groups useful for R; and R, could be caproleyl, lauroleyl,



The N-nethyl triethanol am ne nethyl sul phate di-al kyl ester included in the
conposition according to the invention generally neets the follow ng
formula I'l: 20 0 I CH2CH20H 0O + | R1-C OCH2CH2-i - CH2CH2O- G- R2 CH30s3 CH3 25
wherein R, and R2 are Cn al kyl or al kenyl, where n ranges from1l to 100,
preferably from6 to 20. The al kyl groups useful for R and R2 could be
caproyl, caprylyl, capryl, lauryl, nyristyl, cetyl, stearyl, arachidyl or
behenyl chains. The al kenyl groups useful for R and R2 could be caproleyl,
| auroleyl, 4 nyristoleyl, palmtolcyl, oleyl, linoleyl, linolenyl,
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10 The di-alkyl carbonate included in the composition according to the
invention generally meets the following formula III:

R’y
\
15 Carbonate
/
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wherein R'| and R, are C,, straight or branched, alkyl or alkenyl groups,
20 where n ranges from 1 to 100, preferably from 6 to 20.

The alkyl groups useful for R'; and R'; could be caproyl, caprilyl,
capryl, lauryl, myristyl, cetyl, stearyl, arachidyl or behenyl chains. The
alkenyl groups useful for R'; and R'; could be caproleyl, lauroleyl,
myristoleyl, palmitoleyl, oleyl, linoleyl, linolenyl, arachidonyle or erucyl

25  chains.

Advantageously, the R'; and R', groups represent a caprilyl chain,
the di-alkyl carbonate used being therefore di-caprilyl carbonate.

The di-alkyl carbonate preferably represents from 0.02 to 2.5%,
more preferably from 0,1 to 1% in weight based on the total weight of the

30 composition.

Thus, the composition according to the invention could contain
from 0.32 to 19% in weight, and preferably from 2.1 to 9% in weight of the
quaternary associative complex formed by the four above-identified
compounds.



capryl, lauryl, nyristyl, cetyl, stearyl, arachidyl or behenyl chains. The
al kenyl groups useful for R1 and R 2 could be caproleyl, |auroleyl,
nyristoleyl, palmtoleyl, oleyl, linoleyls Iinolenyl, arachidonyle or erucyl
25 chains. Advantageously, the R 1 and R 2 groups represent a caprilyl
chain, the di-alkyl carbonate used being therefore di-caprilyl carbonate.
The di-al kyl carbonate preferably represents from0.02 to 2.5% nore
preferably fromO0,1 to 1% in weight based on the total weight of the 30
conposition. Thus, the conposition according to the invention could contain
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am nes, The oxidation dye precursors present in the composition according
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to the invention are generally aromatic compounds such as aromatic
diamines, aminophenols or phenols. They could also be selected amongst

15 bases and coupling agents.

The bases or primary intermediates could be aromatic amines,
diaminophenols or aminophenols wherein the NH, and OH groups are in
the ortho or para position one with respect to the others. Examples are for
example para-phenylene diamine (pPD), ortho-aminophenol (0AP), para-

20 methylamino phenol (pMAP), para-amino phenol (pAP), para-toluene
diamine (pTD) and N-phenyl paraphenylene diamine (NpPD).

The coupling agents or modifiers could be meta-diamines, meta-
aminophenols, polyphenols or naphtols. Examples are meta-aminophenol
(mPD), resorcinol (R), 1-naphthol (1-N), meta-phényléne diamine (mPD),

25  para-amino ortho-cresol (pAOC), 1,5-dihydroxynaphthalene (1,5-DHN)
and/or 2,7-dihydroxynaphthalene (2,7-DHN).

The dye precursor(s) preferably represent(s) from 0.5 to 10%, more
preferably from 1 to 2.5% in weight based on the total weight of the
composition.

30 The composition according to the invention finally comprises at
least one oxidizing compound. A particularly preferred oxidizing agent is
hydrogen peroxide.

Advantageously, the oxidizing agent(s) is/are introduced in the
composition according to the invention as a solution, with a content

35  preferably ranging from 1.5 to 12%, more preferably from 6 to 9%, in



di am nophenol s or am nophenols wherein the NH2 and OH groups are in the
ortho or para position one with respect to the others. Exanples are for
exanpl e par a- phenyl ene di am ne (pPD), or6ho-am nophenol (0AP), para 20

met hyl am no phenol (pMAP), para-am no phenol (pAP), para-toluene diamne
(pTD) and N-phenyl paraphenyl ene di am ne (NpPD). The coupling agents or
nodi fi ers could be neta-di am nes, neta- am nophenols, polyphenols or
napht ol s. Exanpl es are neta-am nophenol (nPD), resorcinol (R), 1-naphthol
(1-N), neta-phenyl ene diam ne (nPD), 25 para-am no ortho-cresol (pACO,
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sericin hydrolyzate,

- from 0.1 to 1.5% in weight of a quaternized copolymer of di-
methylallyl ammonium and acrylic acid,
15 -from 0.1 to 5% in weight of N-methyl triethanolamine
methylsulphate di-alkyl ester,
- from 0.02 to 2.5% in weight of di-alkyl carbonate,
- from 0.75 to 6% in weight of at least one oxidizing compound,
- from 0.5 to 10% in weight of at least one dye precursor, and
20 - a sufficient amount of at least one alkaline agent for reaching a pH
ranging from 7 to 11, preferably from 8.5 to 10.5.
More preferably, the composition according to the present
invention comprises:
- from 1 to 5% in weight of a protein hydrolyzate, preferaby of a
25 sericin hydrolyzate,
- from 0.5 to 1% in weight of a quaternized copolymer of di-
methylallyl ammonium and acrylic acid,
- from 0.5 to 2% in weight of N methyl triethanolamine
methylsulphate di-alkyl ester,
30 - from 0,1 to 1% in weight of di-alkyl carbonate,
- from 3 to 4.5% in weight of at least one oxidizing compound,
- from 1 to 2.5% in weight of at least one dye precursor, and
- a sufficient amount of at least one alkaline agent for reaching a pH
ranging from 7 to 11, preferably from 8.5 to 10.5.



- from0.1 to 10%in weight of a protein hydrolyzate, preferaby a sericin
hydrol yzate, - fromO0.1 to 1.5%in weight of a quaternized copol yner of di-
met hyl al | yl anmoni um and acrylic acid, 1% - fromO0.1 to 5% in weight of

N-net hyl triethanol am ne nethyl sul phate di-al kyl ester, - fromO0.02 to 2.5%
in weight of di-alkyl carbonate, - fromO0.75 to 6% in weight of at |east one
oxi di zi ng conpound, - fromO0.5 to 10%in weight of at |east one dye
precursor, and 20 - a sufficient amount of at |east one al kaline agent for
reaching a pH ranging from?7 to 11, preferably from8.5 to 10.5. Mre
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The fatty alcohols useful as adjuvants in the composition according

to the invention could be selected amongst oleic alcohol, lauric alcohol,
myristic alcohol, cetyl alcohol, stearyl alcohol, ceteareth 33 and mixtures
thereof. They preferably represent from 1 to 25%, more preferably from 5
15 to 20% in weight based on the total weight of the composition.
An example of an oil useful as an adjuvant in the composition
according to this invention is copra oil.
Examples of antioxidizing agents useful as adjuvant in the
composition according to this invention include sodium metabisulfite and 1-
20 phenyl-3-methyl-5-pyrazolone.
The composition according to the invention is generally under the
form of a cream or a gel, preferably under the form of a cream.
The composition of the present invention could be prepared through
mixing, the various components that it comprises as is known to the man of
25  the art.
Another object of this invention is a quaternary associative complex
for dyeing keratinous fibres, comprising:
- aprotein hydrolyzate, preferably a sericin hydrolyzate,
- a quaternized copolymer of di-methylallyl ammonium and acrylic
30 acid,
- a N-methyl triethanolamine methylsulphate di-alkyl ester, and
- adi-alkyl carbonate.
Another object of this invention is also a base, having the aspect of
a gel or a cream, for preparing a composition such as previously defined,
35  comprising:



sequestering agents. The fatty acids useful as adjuvants in the conposition
according to this invention generally conprise from1l0 to 18 carbon atons,
and preferably represents from1l to 20% nore preferably from5 to 15%in
i o weight based on the total weight of the conposition. The fatty al cohols
useful as adjuvants in the conposition according to the invention could be
sel ected anongst ol eic al cohol, lauric alcohol, nyristic alcohol, cetyl

al cohol, stearyl alcohol, ceteareth 33 and m xtures thereof. They
preferably represent from1l to 25@6 nore preferably from5 15 to 20%in
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Vantageous Y, the ox1dlzlng compound (s) 1s/are present in the
solution with a content preferably ranging from 1.5 to 12%, more preferably
from 6 to 9%, in weight based on the weight of the solution.

Another object of the invention is to provide a method for revealing

15 the dyeing of a base such as previously defined, comprising the step

involving mixing the previously defined base with the previously defined
solution, preferably in a 1/1 weight ratio.

Finally, the invention also relates to a method for dyeing keratinous
fibres, preferably hair, comprising the following steps of:

20 - applying onto said fibres the composition according to the
invention, for a period of time sufficient for obtaining the desired
colouring, generally from 10 to 45 minutes, preferably in the
order of 30 minutes,

- rinsing and drying the fibres.

25 The composition according to the invention allows to dye hair with
a covering power and a durability higher than those of the commonly used
compositions. The colorings perfectly and uniformly cover the hair with no
overload on the sensitized areas and show a considerably improved
shampoo stability. The shades keep their brightness and their highlights,

30 more intensely on the dye day, and do not lose their radiance shampoo after

shampoo.

A hypothesis that could be formulated, without the Applicant being
related to it, is that the formed complex improves the penetration and
attachment of dyeing agents in the fibre. In addition, because of their

35  cationic character, the compounds included in the composition according to



8 a protein hydrolyzate, preferably a sericin hydrolyzate, a quaternized
copol ynmer of di-nethylallyl amoniumand acrylic acid, a N nethyl

tri et hanol am ne net hyl sul phate di-al kyl ester, and 5 - a di-alkyl
carbonate, at |east one dye precursor, and at |east one al kali ne agent.
Anot her object of this invention is to provide a solution for preparing a
conposition such as previously defined, conprising at | east one 1o
oxi di zi ng conpound, preferably hydrogen peroxi de. Advantageously, the
oxi di zi ng conpound(s) is/are present in the solution with a content

preferably r Is t % I %, J.n wei ght
based on theq&gilgﬁ?&{)ﬁ}#ﬁ g oﬁqrut o%ﬁ%g?%ﬁtgi)?&l}o%{l a,? &éﬁ%%e%ﬁ%dﬁ isto
provi de a neth&dmshat ceyldahaveya pretectve apdirapaisingarob durisgdhe axidatisgi ousl y
defined, conphétigly the step involving m xing the previously defined base

wi th the previousl efined spolution, pref.erably j.n a 1.weight ratio.

Bl nal 1y. Phe. i nventToRnaaiersd oy ghe PormBosiion gacriing fo ey ikendpnniics
fibres, prefeigbhpldsaafter demdyeingnepdringort al softviand silkgptouch: I2Reepsathe! yi ng
of time suf fiPPORiofiRoBEREndnE RIS b BEtsisES BERsplRY ReFom 10
to 45 m nut espatpradherrably in the order of 30 minutes, - rinsing and drying
the fibres. 25 The RISkt r.dj ‘] i {.0 dye hair
with a coverin po?;\lgr an%}hggﬁtﬁ? gﬁ‘?ﬁ%@% gﬁ@%ﬁlﬁﬂﬁ??ﬁ%gg?g@ct ,eCﬁcd(;l%mnl y
used conposi@fi hescomplex cals@ harg shg edvaags tasignificanbynlipit heediversityhai r

with no gverdfppht@iifyef GRNGIthdcoRd BSRASIoAEEaSHONY geﬂéfﬁﬂ%qq@ra@é?! 1 {hEpr oved
shanpoo stabili thy .Thé shaéje.s Iéee{) t hei.,r brightness and their highlights,
plicat 1dative dyein

ap ion of ox g products.
This invention will be better understood from the following non

limiting examples.

15 EXAMPLE 1

Preparation of a permanent dyeing cream with a chestnut brown shade
A dyeing composition according to the invention is formulated
from a base and a solution comprising an oxidizing compound.
20 The formula of the base is as follows, expressed in grams:



30 nore intensely on the dye day, and do not |ose their radi ance shanpoo
after shanpoo. A hypothesis that could be fornul ated, w thout the Applicant
being related to it, is that the formedgoconpl ex i nproves the penetration
and attachnment of dyeing agents in the fibre. In addition, because of their
35 cationic character, the conpounds included in the conposition according
to 9 the invention show a strong affinity to keratin and format the fibre
surface a filmthat could have a protective and repairing role during the
oxi dative reaction. Wen protected by the conposition according to the
invention, the 5 hair holds after the dyeing operation a soft and silky
touch. It keeps—t+he—HexibrHty—the-strength—the—elast+etrty—and t he

bri ght ness of FGSIBarIyi/calyHalcnhohr al hair. The rmisturizi ng &d sopot hing
properties of ”t?tQ&Bﬂl hﬁbﬁof/@@fe%&é%ﬁ% of the conpl ex alsoqhaye the advantage
to significant |pp—HHart—the—gtverstty—ro—antd—tntensttyrof the—e{it aneous

di sconfort readtQsitsagidnerally related to the applicationf okidative

dyei ng pr oducts.cgj‘;ya%l] nvention will be better understood fsom {he follow ng
non limting ar 5 EXAMPEE+Preparatton—of —apernanent| dyei ng cream
with a chestnutl $chwR Be@RisuNiGyei ng conposi tion accordindfo the invention

is fornul at ed fFéi‘l'ﬂérﬁclaéﬁiesoﬂ'i‘lﬁnasaﬁ()' ution conpri si ng an oxiydi zi hg conpound.
20 The formul a of—tte e 1S as | EXPr eSS grans. 1D Stearyl
cetyl al cohol 9 Se@@ﬂ’éaﬁi}‘i ro}yZa¢hol K&Iéﬁ%h @Qﬁ‘ﬁ ‘i‘: i’id eic?acid|5 Copra oil
1.5 PENTAPHARM company)

Di n-octyl carbonate 1
Di-cocoylethyl Hydroxyethylmonium 1.5
Methylsulphate

(DEHYQUART L80, marketed by COGNIS
company)

Acrylic/dimethyl  diallyl ammonium chloride 1.5
copolymer (MERQUAT 280 (polyquaternium 22)
marketed by ONDEO NALCO company)

Aqueous ammonia 12
Meta-phenylene diamine 0.04
Resorcinol 0.6
Para-phenylene diamine 0.5
Para-amino phenol 0.07
Meta-amino phenol 0.09
1-phenyl-3-methyl-5-pyrazolone 0.1
Fragrance 0.4
Demineralized water gsp 100

In use, such a base is diluted with 100 g of aqueous hydrogen

peroxide volumes (i.e. 6% in weight of hydrogen peroxide), so as to give a
5 dyeing composition according to the invention being then applied to the

hair for 30 minutes.
EXAMPLE 2
Preparation of a permanent dyeing cream with a fair shade

A dyeing composition according to this invention is formulated

10 from a base and a solution comprising an oxidizing compound.



Sodi um netabisulfite 0.6 Pentenic acid sodiumsalt 1 Sericin hydrolyzate
(SETAKOL, nmarketed by 3 PENTAPHARM conpany) Di n-octyl carbonate 1

Di - cocoyl et hyl Hydroxyet hyl mronium 1.5 Mgt hyl sul phat e ( DEHYQUART L80,

mar keted by COGNI' S conpany) Acrylic/dimethyl diallyl anmoniumchloride 1.5
copol ymer ( MERQUAT 280 (pol yquaternium 22) nmarketed by ONDEO NALCO conpany)
Agueous ammoni a 12 Mt a-phenyl ene diamne 0.04 Resorcinol 0.6

Par a- phenyl ene diam ne 0.5 Para-am no phenol 0.07 Meta-am no phenol 0.09
1- phenyl - 3- et hyl - 5- pyrazolone 0.1 Fragrance 0.4 Demneralized water gsp

100 In use, such a i i e 1.t h .ogen peroxide
volunes (i.e. 6%i n?@é?(gﬁ[ﬁﬂgf)kmede%sgé%a%t(ggg("?%%@?eg’g&gg?%%ve a 5 dyeing
conposition according to the invention being then applied to the hair for
30 mi nut es. Eﬂ'ﬁ%ﬁy?c?t&?ﬁ’l%ﬁ&f on of a per manent dyein Cr gam W th a fair

shade A dyEI ng rCoMpostton—accorarn to—thi-s—nventt+ont—s—For at ed io
from a base anc (éPtQ@Wh@iC@hol'f@ﬁtﬁﬁrﬁhéé an_oxi di zi ng_conpoudd:5 11

Oleic acid 5
Copra oil 1.5
Sodium metabisulfite 0.6

Pentenic acid sodium salt
Sericin hydrolyzate  (SETAKOL, marketed by 3

PENTAPHARM company)

Di n-octyl carbonate 1
Di-cocoylethyl Hydroxyethylmonium 1.5
Methylsulphate

(DEHYQUART L80, marketed by COGNIS
company)

Acrylic/dimethyl diallyl ammonium chloride 1.5
copolymer (MERQUAT 280 (polyquaternium 22)
marketed by ONDEO NALCO company)

Aqueous ammonia 12
Resorcinol 0.2
Para-phenylene diamine 0.15
Para-amino phenol 0.18
Meta-amino phenol 0.08
1-phenyl-3-methyl-5-pyrazolone 0.1
Ortho-aminophenol 0.03
NNB HE para phenylene diamine sulfate 0.1
Fragrance 0.4
Demineralized water gsp 100

In use, such a base is diluted with 100 g of aqueous hydrogen
s peroxide at 20 volumes, so as to give a dyeing composition according to the
invention being then applied to the hair for 30 minutes.



The fornmula of the base is as follows, expressed in granms: Stearyl cetyl
al cohol 9 Cetearyl alcohol/Ceteareth 33 11.5 deic acid 5 Copra oil 1.5
Sodi um net abi sulfite 0.6 Pentenic acid godiumsalt 1 Sericin hydrolyzate
(SETAKCOL, marketed by 3 PENTAPHARM conpany) Di n-octyl carbonate 1
Di - cocoyl et hyl Hydroxyet hyl nronium 1.5 Met hyl sul phate ( DEHYQUART L8O,
mar keted by COGNI S conpany) Acrylic/dinethyl diallyl ammoniumchloride 1.5
copol ymer ( MERQUAT 280 (polyquaternium 22) marketed by ONDEO NALCO conpany)
Aqueous ammoni a 12 Resorcinol 0.2 Para-phenyl ene diamne 0.15 Para-am no
phenol 0.18 M phenol 0.08 1-phenyl-3-nethyl-5-pyrazolone 0.1
Ot ho-am nop : NNB HE para phenyl ene diam ne sulfate 0.1 Fragrance
0.4 Deni ner aShampoowtsistanmpoflhe dyringseympesitiomatasdingstodht imemhtiont h 100 g
of aqueous hydroge eraxid 0 VR

[ The Sﬂ UUO feg%té%rﬁ;goﬁpgel ngem%ec@ﬁi Bﬁtlgg to t%ﬁﬁ}ml r for

conposi tion accordlng
30 minutes. through measurement of the colour variafion generated by six successive

5 shampoos on wool samples being subjected to a dyeing operation (light
brown shade) using:
- a composition according to the invention containing a

T

quaternary associative complex, or
- a composition which does not contain any quaternary
10 associative complex (i.e. that does not contain any of the 4
components of the quaternary associative complex), or
- a composition containing a binary association of active
ingredients A, or
- a composition containing a binary association of active
15 ingredients B.
Each composition is formulated from a dyeing base and a solution
comprising an oxidizing compound.
The formulations of the 4 dyeing bases to be used are as follows:
Dyeing base according to the invention with a quaternary associative

20 complex




12 EXAMPLE 3 Shampoo resistance of the dyeing conposition according to the
i nvention The shanpoo resistance of the dyeing conposition is quantified

t hrough neasurenent of the col our variatjzon generated by six successive s
shanpoos on wool sanpl es being subjected to a dyeing operation (light brown
shade) using: - a conposition according to the invention containing a
quaternary associ ative conplex, or - a conposition which does not contain
any quaternary 10 associative conplex (i.e. that does not contain any of
the 4 conponents of the quaternary associative conplex), or - a conposition
containing a binary association of active ingredients A or - a conposition
cont a| n| ng a b| AaL \l ﬁsenr\l at | ra¥al r\'F Ar\tl e ’IE : ng_r nnh ents D Enr\h

conposition is fStcamyl aete'lial‘coh(ﬂ a dyei ng base and a sol (ti o co "pri sing an
oxi di zi ng conpayRg., ﬁlcoﬂBUE‘e?e% aQhs3of the 4 dyeing basesl t5) be used are as
foll ows: Dyeir‘ C +h Mu‘aLtlll ry

associ ative 20 Qlsipheid 13 Stearyl cetyl alcohol 9 Cetearyl
al cohol / Cet ear et@oﬁ% ot 5 C] eic acid 5 Copr a 0| | 1.5| Sogikum metabisulfite
0.6 Pentenic getrdsodrtmsatt—1—Sert+ectrnhydrotyzate(SETAKOS nmar ket ed by
3  PENTAPHARM dcﬁﬁghw)metablsulﬁte 0.6

Pentenic acid sodium salt
Sericin hydrolyzate = (SETAKOL, marketed by 3

PENTAPHARM company)

Di n-octyl carbonate 1
Di-cocoylethyl Hydroxyethylmonium 1.5
Methylsulphate

(DEHYQUART L80, marketed by COGNIS
company)

Acrylic/dimethyl  diallyl ammonium chloride 1.5
copolymer (MERQUAT 280 (polyquaternium 22)
marketed by ONDEO NALCO company)

Aqueous ammonia 12
Meta-phenylene diamine 0.035
Resorcinol 0.5
Para-phenylene diamine 0.4
Para-amino phenol 0.05
Meta-amino phenol 0.07
1-phenyl-3-methyl-5-pyrazolone 0.1
Fragrance 0.4

Demineralized water gsp 100




D n-octyl carbonate 1 D -cocoylethyl Hydroxyethyl nonium11.5

Met hyl sul phat e ( DEHYQUART L80, marketed by COGNI S conpany) Acrylic/dinmethyl
diallyl ammonium chloride 1.5 copol ynmerj4( MERQUAT 280 (pol yquat erni um 22)
mar ket ed by ONDEO NALCO conpany) Aqueous anmonia 12 Mt a-phenyl ene di am ne
0.035 Resorcinol 0.5 Para-phenylene diamne 0.4 Para-am no phenol 0.05
Met a- am no phenol 0.07 1-phenyl-3-nethyl-5-pyrazolone 0.1 Fragrance 0.4
Dem neralized water qsp 100 14 Dyeing base wi thout any quaternary

associ ative conplex Stearyl cetyl alcohol 9 Cetearyl alcohol/Ceteareth 33
11.5 deic I . vLoJ. ' i iite 0.6 Pentenic acid
sodi um sal t Mﬁg%%%@%%@%ﬁ@ lé ok Bhnpled ne 0.035 Resorcinol
0.5 Para-phenyl ene dianmine 0.4 Para-am no phenol 0.05

Stearyl cetyl alcohol 9
Cetearyl alcohol/Ceteareth 33 11.5
Oleic acid 5
Copra oil 1.5
Sodium metabisulfite 0.6
Pentenic acid sodium salt 1
Aqueous ammonia 12
Meta-phenylene diamine 0.035
Resorcinol 0.5
Para-phenylene diamine 0.4
Para-amino phenol 0.05
Meta-amino phenol 0.07
1-phenyl-3-methyl-5-pyrazolone 0.1
Fragrance 0.4
Demineralized water gsp 100




Met a- am no phenol 0.07 1-phenyl-3-nethyl-5-pyrazolone 0.1 Fragrance 0.4
Dem neralized water gsp 100 15 Dyeing base with a binary association A
Stearyl cetyl alcohol 9 Cetearyl alcohof4Ceteareth 33 11.5 deic acid 5
Copra oil 1.5 Sodium netabisulfite 0.6 Pentenic acid sodiumsalt 1
Sericin hydrolyzate (SETAKOL, marketed by 3 PENTAPHARM conpany)
Acrylic/dinmethyl diallyl anmoniumchloride 1.5 copol yner (MERQUAT 280
(pol yquat erni um 22) nar ket ed by ONDEO NALCO conpany) Aqueous anmonia 12
Met a- phenyl ene di am ne 0. 035 Resor ci noI 0 5 Par a-phenyl ene diam ne 0.4
Par a- am no phenol 0D05 ¥E &ﬁﬂ 9 t K

1- phenyl - 3- net hyl - Efyﬂnﬁ 8 oNE" 6. in Sgﬁ?%oc% 0.4 Demneralized water qgsp

100 16 Dyeing base with a binary association B Stearyl cetyl alcohol 9

Cetearyl al coho é&{ﬁ% %;1 Ricdhot - 9
Cetearyl alcohol/Ceteareth 33 11.5
Oleic acid 5
Copra oil 1.5
Sodium metabisulfite 0.6
Pentenic acid sodium salt 1
Sericin hydrolyzate (SETAKOL, marketed by 3
PENTAPHARM company)
Acrylic/dimethyl diallyl ammonium chloride 1.5

copolymer (MERQUAT 280 (polyquaternium
22) marketed by ONDEO NALCO company)

Aqueous ammonia 12
Meta-phenylene diamine 0.035
Resorcinol 0.5
Para-phenylene diamine 0.4
Para-amino phenol 0.05
Meta-amino phenol 0.07
1-phenyl-3-methyl-5-pyrazolone 0.1
Fragrance 0.4

Demineralized water gsp 100




Oeic acid 5 Copra oil 1.5 Sodiumnetabisulfite 0.6 Pentenic acid sodium
salt 1 D n-octyl carbonate 1 Di-cocoylethyl Hydroxyethyl nonium 1.5

Met hyl sul phat e ( DEHYQUART L80, nmarketed téhe COGNI S conpany) Aqueous ammoni a
12 Met a- phenyl ene diam ne 0.035 Resorcinol 0.5 Para-phenylene diamne 0.4
Par a- am no phenol 0.05 Meta-am no phenol 0.07

1- phenyl - 3-net hyl - 5-pyrazol one 0.1 Fragrance 0.4 Dem neralized water gsp
100 5 In use, each dyeing base is diluted with 100 g of aqueous hydrogen
peroxi de at 20 volunes, so as to give a dyeing conposition, being then
applied to the wool sanples for 30 m nutes. The neasurenents, in L*a* b*

col our space, are nmade usi n%la M NOLTA CR 210 colorineter. 10 The col our
durability i s_qgmgtb@b‘mthma nasy @ssaedatiom Bhe col our devi ati on AE*ab, as
defined by the foll ow ng equation: AE*ab= [ (AL )2 + (a*)2 + (Ab*)2 V2

The decrease | myalue AE portTomal—to tte Tnprovement_1m §he col our
durability. 15 [1}H83QY felvha Oﬁegul ts are given in tablell Tabl e |
Cetearyl alcohol/Ceteareth 33 11.5
Oleic acid 5
Copra oil 1.5
Sodium metabisulfite 0.6
Pentenic acid sodium salt 1
Di n-octyl carbonate 1
Di-cocoylethyl Hydroxyethylmonium 1.5
Methylsulphate (DEHYQUART L80, marketed the
COGNIS company)
Aqueous ammonia 12
Meta-phenylene diamine 0.035
Resorcinol 0.5
Para-phenylene diamine 0.4
Para-amino phenol 0.05
Meta-amino phenol 0.07
1-phenyl-3-methyl-5-pyrazolone 0.1
Fragrance 0.4
Demineralized water gsp 100
5 In use, each dyeing base is diluted with 100 g of aqueous hydrogen

peroxide at 20 volumes, so as to give a dyeing composition, being then
applied to the wool samples for 30 minutes.

The measurements, in L*a* b* colour space, are made using a
MINOLTA CR 210 colorimeter.

10 The colour durability is quantified by the value of the colour
deviation AE*ab, as defined by the following equation: AE*ab= [ (AL*)? +
(a*p+(Ab*p 1%

The decrease in value AE is proportional to the improvement in the
colour durability.

15 The obtained results are given in table I.



COMPCSI TION AE after 6 shanpoos Wthout quaternary associative conpl ex
12.81 Wth quaternary associ ative conplex 5.61 Wth binary association A
10.69 Wth binary association B 10.4 5 fAfter 6 shanpoos, the wool fabrics
as dyed by the conposition that do not contain the quaternary associative
conpl ex have a colour variation of 12.81 as conpared wth 5.61 only for the
fabrics dyed with the conposition according to the invention containing the
conpl ex. The presence of the quaternary associative conplex therefore io

i nproves the dye strength to washing. In conparison, the binary association
of conponents of the quaternary associative conplex inproves the dye

resi stance to renoval through shanpoos, but much less significantly than in
the case of the quaternary conplex. iJaliledre is accordingly a true
synergi sm bet ween t he four active |ngred|ents constrtutrng t he quaternary

N AN

associ ati ve conptex—aceording—to—the—thnventiom EXAMPEE—4—Res{ st ance to
the action of ultraviol et C.Qi\aEOﬂ{E TOBi st ance of the dyeAEo ultraviol et rays
is quantified By the neasurenent of the coI our vard@érr@gheﬁﬁﬁ)osgemr ated by
t he exposure t 5—ntense—+rradiatitomrof—woot—sanptesherng—subj ected to
a dye (light br aMﬁhO%thégmwwocmﬁae@@mpé@m on accor 8284 to the|invention
containing a gquaternary associative conplex, of - a conposition which does
not contain any terpary associative 0 corrpl ex (i.e. at does| not
contai n any of t\ﬂg %"ﬁ(&?ﬁ%‘”@?ve complex Sélh

With binary association A 10.69

With binary association B 10.4

5 After 6 shampoos, the wool fabrics as dyed by the composition that

do not contain the quaternary associative complex have a colour variation
of 12.81 as compared with 5.61 only for the fabrics dyed with the
composition according to the invention containing the complex.

The presence of the quaternary associative complex therefore

10  improves the dye strength to washing.

In comparison, the binary association of components of the
quaternary associative complex improves the dye resistance to removal
through shampoos, but much less significantly than in the case of the
quaternary complex.

15 There is accordingly a true synergism between the four active
ingredients constituting the quaternary associative complex according to the
invention.



the quaternary associative conplex), or - a conposition containing a binary
associ ation of active ingredients A, or - a conposition containing a binary
associ ation of active 15 ingredients B.1gThe fornul ati ons of such
conpositions are identical to those of the dyeing conpositions used in
exanpl e 3. The neasurenents, in L*a* b* col our space, are nade using a

M NOLTA CR 210 colorineter. 20 The irradiation is carried out using a
SUNTEST devi ce, the wool sanples being subjected to a intense light ray for
40 hours. The obtained results are given in table Il. Table Il 25

COMPCSI Tl ON %@Iﬁ ;i’;’EE shanpoos W thout quaternary associative conplex

8.17 Wth qu soci ative conplex 5.52 Wth binary association A
8.01 W th biResistanestcthgtaction®fulitaviolet Tags presence of the quaternary

associ ative conpl eXT{?@‘i’@ﬁsﬂaflcé)%?sﬂhglﬂé{etR)%lt%Vl 1&%%4 ys ﬁﬁ'ﬁ@dt tlfe0| our

stability under an u irrad ati Tour
active ingr edm@mlgemnheﬁﬁh%tcomrd@x@@@n éﬁ)h%e%?@ rli’)h&‘%%l’?ﬁ)‘r‘?a Ot er

stability 4n ﬁxb@lserlﬁ%a{m%n%f Wl fs@ﬁfplemémgrb@rﬁje%tai td faedwgigﬂtrt&bm
associ ative C%fx .according to the invention. EXAMPLE 5 Protective effect

of the quater US88ci ati ve conpl ex
a composition according to the invention containing a quaternary

associative complex, or
- a composition which does not contain any quaternary associative
10 complex (i.e. that does not contain any of the 4 components of
the quaternary associative complex), or
- a composition containing a binary association of active
ingredients A, or
- a composition containing a binary association of active
15 ingredients B.
The formulations of such compositions are identical to those of the
dyeing compositions used in example 3.
The measurements, in L*a* b* colour space, are made using a
MINOLTA CR 210 colorimeter.
20 The irradiation is carried out using a SUNTEST device, the wool
samples being subjected to a intense light ray for 40 hours.
The obtained results are given in table II.

Table I
25
COMPOSITION AE
after 6 shampoos
Without quaternary associative complex 8.17
With quaternary associative complex 5.52
With binary association A 8.01
With binary association B 7.4




10 The protective effect of the quaternary associative conplex is

quantified through the neasurenent of nechanical properties (elasticity
nodul us at 5% of el ongation) of the hairld9after dyeing using: a conposition
according to the invention containing a quaternary associative conplex, or
15 a conposition according to the invention which does not contain any
quaternary associ ative conplex (i.e. that does not contain any of the 4
conponents of the quaternary associative conplex). The fornul ati ons of those
both conpositions are identical to both corresponding conpositions from

exanpl e 3. 20 The %%@%S o?rﬂle”ﬁtqgteﬁﬁgggaéobkgzgh l:g%pll%%zw R

connected to a conputer,. el astici lus o arr K I's. obtained

no
measuri ng t hePossthle igt igeificaghy i 1ipreve vhe sokpe stabiliewndar anowgavialet o9 . The
rati o of the jfa@atiBadul i neasured in the presence and in the absence of the
conpl ex 25 nakes it Eossi ble to e alfuate t.he.effact of sai.d con‘al ex on the
mechani cal  proper t 18 S¥Retermn 1of; the foHE aplivg, ingredicntsis, against e9heuced | oo
Tabl e 111 LConhesicolowring dmiving ty betthel stabilitpr av ethentpredeNewt ofi/ theéo ébwngat i on)

associ ati ve. coMiPanthcofhly SRR SRERE, oty JUERFRETIN, e 7,

5% The s queaventem.y conplex allows for inproving by 7% the el astic
properties of pxtahgphgi &€ after dyeing with the conposition according to the

i nvention, s pratective propertjes of the quaternary associative
conpl ex Protective effect of the quaternary associative complex
10 The protective effect of the quaternary associative complex is

quantified through the measurement of mechanical properties (elasticity
modulus at 5% of elongation) of the hair after dyeing using:

a composition according to the invention containing a quaternary
associative complex, or

15 a composition according to the invention which does not contain
any quaternary associative complex (i.e. that does not contain any of the 4
components of the quaternary associative complex).

The formulations of those both compositions are identical to both
corresponding compositions from example 3.

20 The measurements are made using a LLOYD LRY
DYNAMOMETER connected to a computer.

The elasticity modulus of a hair lock is obtained measuring the
strength/elongation curve slope (in Newton/elongation %). The ratio of the
two moduli measured in the presence and in the absence of the complex

25 makes it possible to evaluate the effect of said complex on the mechanical
properties of the hair.

The results are given in Table III.



according to the invention. 21 CLAIMS 1. A conposition for permanent dyeing
of keratinous fibres, conprising at |east one dye precursor, at |east one
al kaline agent, and at 5 ]east one oxi dd@i ng conpound, characterized in
that it further conprises: a protein hydrolyzate, a quaternized copol yner of
di -nmet hyl allyl ammoni um and acrylic acid, a Nnethyl triethanolam ne

nmet hyl sul phate di-al kyl ester, and to a di-alkyl carbonate. 2. A
conposition according to claim 1, characterized in that the protein

hydrol yzate, the quaternized copol yner of dinethylallyl anmonium and
acrylic acid, the N-nmethyl triethanol afgbqgmmt hyl sul phat e di-al kyl ester

and the di- aI kyl carbonate forma quaternary associative conplex wthin the
15 conposition. 3. A conposition according to anyone of clains 1 and 2,

characterized in thatchRpopiidhei n hydr ‘El%&fé’i@rﬂl@dﬁﬁe“ "Iﬁgﬁ%@élﬁl&ﬂtzdte 4. A

conposition accordi ng to anyone of |prece (;nr)g; laims, . characterized|in that
the quaterni zed |copolyner of di-net h(/INﬁ Yoongaium and é’crvll c acid
neets the foll ow ng;vftﬁbu @téma@HZ-CI—I-CI—I-CHZ_J,q-ZCI-I CHZCH H2 1 | H2 0=1 O 25

\' / HIH N xd &¥ vherein x ranges from1l to 1, 000,
preferably fromll ?%SOE VeLR Rle’énd z 30 independently|range’from0 to
1,000, preferablly fromO to 100. 5.} A conposition according to anyone of

clainms 1 to 4, With quaternary 3.19

associative complex

The modulus values are significantly different at risk 5%. The

5 quaternary complex allows for improving by 7% the elastic properties of

the hair after dyeing with the composition according to the invention,

showing the protective properties of the quaternary associative complex
according to the invention.



characterized in that the quaternized copol ynmer of di-nethylallyl ammonium
and acrylic acid is a polyquaternium preferably a polyquaternium22. 22

6. A conposition according to any of preqgeding clains, characterized in that
the N nethyl triethanol am ne nethyl sul phate di-al kyl ester neets the

followng formula I'l: 0 H2CH2ZOH O 5 11 | 11 + |R1-C OCH2CH2-1 |
4- CH2ZCH2O G R2 CH30s |l CH3 wherein R, and R2 are C. al kyl or al kenyl
groups, wherein n ranges froml i o to 100, preferably from6 to 20. 7. A

conposition according to claim®6, characterized in that R and R2 are

sel ect ed anongst caproyl, caprylyl, c¢ ﬁhﬁl auryl, nyristyl, cetyl,
stearyl, arachidyl, behenyl, caprol ey oleyl, nyristoleyl, palmtolyl,
ol eyl, linoleyl, linolenyl, arachidonyl et erucyl groups. 15 8. A

conposi tion accor dilngktQo%ngﬁﬁBgﬁlf@#]ger}rﬁ??ﬂt (y&ﬁ{g’ﬁcéprke;@ﬁlnédg ﬁﬁ}@}, t he

N-net hyl tri et hangl .am ne est

tri et hanol ani Wmlﬂ&laéd?%aﬁ@ Qy%d’é‘?ﬁﬂrs@staé edsy ong glisﬁib%g@gp@n a&éc@fr ding to

any one ofs prl@@sﬂ@n@%x@dl@iﬂ?com?&ﬁfcﬁ@h@fab?e@ﬁedﬁn&llm’itlt fultthelicodlpfisks:car bonat e
neets the follow n%h%orrrula | 20 R, Carbonate 25 R 2 wherein R, and

R2 are G ,, strai gherOlsNWaRINEHe: al kyl or al kenyl, where n ranges from I
to 100, preferably & gquatetnized 20poldnerfofc dimmeshtlalbyl anmmﬂilmgaﬂd) actydicm 9,
characteri zed |5| that R, 30 and R 2 are sel ected anongst caproyl,

capryilyl, caprly’l | aur yI myristyl,
a N-methyl triethanolamine methylsulphate di-alkyl ester, and

10 a di-alkyl carbonate.

2. A composition according to claim 1, characterized in that the
protein hydrolyzate, the quaternized copolymer of dimethylallyl ammonium
and acrylic acid, the N-methyl triethanolamine methylsulphate di-alkyl ester
and the di-alkyl carbonate form a quaternary associative complex within the

15 composition.

3. A composition according to anyone of claims 1 and 2,
characterized in that the protein hydrolyzate is a sericin hydrolyzate.

4. A composition according to anyone of preceding claims,
characterized in that the quaternized copolymer of di-methylallyl

20 ammonium and acrylic acid meets the following formula I:

——cH,—cH—cH——cH,1— —~—cH,cH [ cH,CH—]
HZC\ /CH2 o=c|; o=——=C
25 OH II\IH
xCI’
H3C/ \CH
L Jx - y - -z

wherein x ranges from 1 to 1,000, preferably from 1 to 100, and y and z
30 independently range from 0 to 1,000, preferably from 0 to 100.

5. A composition according to anyone of claims 1 to 4,
characterized in that the quaternized copolymer of di-methylallyl
ammonium and acrylic acid is a polyquaternium, preferably a
polyquaternium 22.



cetyl, stearyl, arachidyl, behenyl, caproleyl, |auroleyl, nyristoleyl,
palmtoleyl, oleyl, linoleyl, linolenyl, arachidonyl et erucyl groups. 11.
conposition according to claim10, charazierized in that the di-alkyl
carbonate is di-caprilyl carbonate. 23 12. A conposition according to
anyone of clains 1 to 11, characterized in that the oxidizing compound is
hydr ogen peroxi de. 13. A conposition according to anyone of clains 1 to 12,
characterized in that the al kaline agent(s) is/are selected fromthe group
5 consi sting of am nonet hyl propanol, nonoet hanol am ne, di et hanol am ne,

triethanol ami ne. . ' : X . 1ano”arn
hccording 1o anyonelon Ripetiien ™ dklidife 6" gy f . echRESIUAR, | . o o
precursors ar eharaptesized inithaighe Nrmadwyl dricthanolamere mgthylspiphats di-alkyl

phenol s. 10 18stePmeefiRAS oIl ORiRCRAMIANH: to claim 14, characterized in that
the dye precursors are sel ected anongst para-phenyl ene di am ne (pPD),

ort ho- am nophenol AP), par a- métHh¢Ha@fino pheRQol (pMAP), para-am no phenol
(pAP), para-tokuene|di am ne (pTD)|, N phenyl patlaphenykene di am ne (NpPD),
nmet a- am nophen ad Loy —(R3H,ch,0aphechol /LAN) 5 phenyl ene
di am ne (nPD), 6ar a-am no@%%o- clr esol 2( p/i\OC), 1,5- qi hyd‘?ﬁ%ﬁr@i’pht hal ene
(1,5-DHN) and/or 2,7 di hydroxynaphtal ene (2,7- DHN). “16. A conposition
according to anyone of preceding *€f3ainms, characterized in that its pH
ranges from7 to 11, preferably from8.5 to 10.5. 20 17. A conposition
according to apyon f cedi | 8i 8. characteri zed in that the protein
nyar ol yoat o r Spean AR Baiet 19 Bl Gt A of ey Fifes RnEbe | -
wei ght based tnl@Gepreferabhlydieorgiéitos}0.t he conposition. 18. A conposition
according to anyonesoh Qifediss bty to dginf B2EAKErRM ih th( 18] add®
guat er ni zed copol ynmer o -nethyla ){ .

R, are selected amongst ‘caproyl, caprylyl, capryl, lauryl, myristyl, cetyl,

stearyl, arachidyl, behenyl, caproleyl, lauroleyl, myristoleyl, palmitolyl,

oleyl, linoleyl, linolenyl, arachidonyl et erucyl groups.

15 8. A composition according to any of claims 1 to 7, characterized in
that the N-methyl triethanolamine methylsulphate di-alkyl ester is a N-
methyl triethanolamine methylsulphate dicocoyl ester.

9. A composition according to any one of preceding claims,
characterized in that the di-alkyl carbonate meets the following formula III :

20

R*
\
Carbonate
/
25 R’,

wherein R’; and R’; are C,, straight or branched, alkyl or alkenyl, where n
ranges from 1 to 100, preferably from 6 to 20.

10. A composition according to claim 9, characterized in that R"

30 and R', are selected amongst caproyl, capryilyl, capryl, lauryl, myristyl,

cetyl, stearyl, arachidyl, behenyl, caproleyl, lauroleyl, myristoleyl,
palmitoleyl, oleyl, linoleyl, linolenyl, arachidonyl et erucyl groups.

11. A composition according to claim 10, characterized in that the
di-alkyl carbonate is di-caprilyl carbonate.



ammoni um and acrylic acid represents fromO0.1 to 1.5% nore preferably from
0.5to 1% in weight based on the total weight of the conposition. 19. A
conposi tion according to anyone of prece2B ng clains, characterized in that
N-net hyl triethanol am ne net hyl sul phate di-al kyl 30 ester represents from
0.1 to 5% nore preferably from0.5 to 2% in weight based on the total
wei ght of the conposition. 20. A conposition according to anyone of
preceding clains, characterized in that the di-al kyl carbonate represents
fromO0.02 to 2.5% preferably fromO0.1 to 1%in weight of the total weight
of the conposition. 24 ! a J f 1prrgcedi ng
clains, characteri z}a_% én%g)ﬁlﬁgsgﬁjgpg%rg%dz?{i%gﬁpcgé gggd%)g) e%%?esle%ts(g?’ from
0.75 to 6% phapderpedin thehily exidizingcompaend i hydsagepeiexide total wei ght

0}‘ the cogposi ti 0_r113.3 @%mﬁptéﬁtﬁﬁﬁshéc%(&lﬂi@“t@r dh?d(}hé Qfay4RR ?f tg@rgg,edi Qgt
clains, characterized i.n tha alin ent (s), represent(s) from o
5056 " pr ef or abRyaHERRYA 18 JhAbHhe alleligh agsaLsh TOATe AUCHERLTOM i ErQHD 1 he
conposi ti 0. 2ensiingomosminanethglpropantd, moroetieinlarhiny, edietianglavhiaes, 10
characteri zed itéh 5 Ehea_gllﬁg%@rec It oirgsgu re@rees?nt(s) fromO0.5 to 10%
orof or ably 1 r Bihaifaming amitioiia and e izt BEFt e "ane of the
conposition. 24. A ténposomipositivocarcodrdiggtto amyomeeod the peeceding claimisrs,
characteri zed.i pt:C I Sess E . 0%, i a
protei n hydr ofll)l/dz%%%ak%é.el eﬁ‘gglﬂ?%aay%ﬁ F%l%r%l&ﬁ%{ré o%?/ﬁzggtteé, z{ifn'op g%’t?nh : at?ﬂ; 1. 5%
in wei ght of dilaguaesaminephenohpagdphengls.di- net hyl al |yl ammoni um and acrylic

acid, - fiom 0.1 to]15%Al soritfdsitidn AtcdVdi Y tlalirh! Bf, RMAPAMH AR in’fhat the

met hyl sul phat Syéj Ipfe%lui; olrs %?et Selected amongst para-phenylene diamine (pPD), ortho-

aminophenol (0AP), para-methylamino phenol (pMAP), para-amino phenol
(pAP), para-toluene diamine (pTD), N-phenyl paraphenylene diamine
(NpPD), meta-aminophenol (mPD), resorcinol (R), 1-naphthol(1-N), meta-
15 phenylene diamine (mPD), para-amino ortho-cresol (pAOC), 1,5-
dihydroxynaphthalene (1,5-DHN) and/or 2,7 dihydroxynaphtalene (2,7-
DHN).
16. A composition according to anyone of preceding claims,
characterized in that its pH ranges from 7 to 11, preferably from 8.5 to 10.5.
20 17. A composition according to anyone of preceding claims,
characterized in that the protein hydrolyzate represents from 0.1 to 10%,
more preferably from 1 to 5% in weight based on the total weight of the
composition.
18. A composition according to anyone of preceding claims,
25  characterized in that the quaternized copolymer of di-methylallyl
ammonium and acrylic acid represents from 0.1 to 1.5%, more preferably
from 0.5 to 1%, in weight based on the total weight of the composition.
19. A composition according to anyone of preceding claims,
characterized in that N-methyl triethanolamine methylsulphate di-alkyl
30 ester represents from 0.1 to 5%, more preferably from 0.5 to 2%, in weight
based on the total weight of the composition.
20. A composition according to anyone of preceding claims,
characterized in that the di-alkyl carbonate represents from 0.02 to 2.5%,
preferably from 0.1 to 1% in weight of the total weight of the composition.



- from0.02 to 2,5%in weight of di-alkyl carbonate, - fromO0.75 to 6%in
wei ght of at |east one oxidizing conpound, - fromO0.5 to 10%in weight of
at | east one dye precursor, and - a suffjy4ci ent anmount of at | east one

al kal i ne agent for reaching a pH 25 ranging from7 to 11, preferably from
8.5 to 10.5. 25. A conposition according to anyone of preceding clains,
characterized in that it conprises: - froml to 5%in weight of a protein
hydrol yzate, preferably a sericin hydrolyzate, 30 - fromO0.5 to 1%in

wei ght of a quaternized copolymer of di- methylallyl amonium and acrylic

acid, - fromO0.5 to2%i i of yli triethano ) sul phate
di -al kyl ester, - 1(‘)‘2r,1(5n/§1l O’Efﬁfﬂéﬂ%onlnaév\é\g?ghg Ot]p dilin-%lal E@I bgéz;eregglrﬁgayglfanéé - from
3 to 4.5% i n charapterizad i thatthe exidizing epmpaynd(sinserissentts) fromf9dimte to 2. 5%

in weight of @y b?é’f‘éfabq)}"ﬂ?rdi'ﬁl@ ' 839% Sﬂrweialilc,i baséd SHfthe tbRNwapRUst tHef at
| east one al kal i ne.tggent for reaching a p ranging from?7 to 11, preferably

from8.5 to 1¥MPOSFRON.A conposition according to anyone of preceding clains,
5 characterized in zmaxfbémpoﬁﬁpiésaeccﬁding\/ftlat an§@1ieecc§féq3rad§mﬁ@§t%lla&hw ?I Iy
occurring or nt heti c, fat i nat ur a occurri r_syn be fatty
al cohol s, ei t%acg?&%et%ﬂ etﬁ?éf Zﬁe c?ﬁk?)lmeyﬂg?ét& of?f%?f,nt@? r#g?lgl Xofo \?’@Jét abl e

oi | s, anti oxipletdrablyadom s] teedbesnhewierght abasetls on2the fotabrwpeight iofntheccor di ng
to claim 26, terized in that the io fatty acids represent from1l to

20% preferably fromb5 to 15% in weight based on the total weight of the
conposition. 28. A Zbmposiompasitien ctgPrding ot |amyaneeof draeedingr Flass,i n t hat

the fattyy acdhpadt@RI&RP aMithat’ BB Uyt Prédsols e t&irafiny(sh reemd0I0t2AYh,n wei ght
based on the Igr%}‘e%lablv}\lelﬁgo% ?f t(g hf.S&)oniIr)lo%slfetllgl(ljtn based on total weight of the
composition.
24. A composition according to anyone of preceding claims,
characterized in that it comprises:
15 - from 0.1 to 10% in weight of a protein hydrolyzate, preferaby a
sericin hydrolyzate,
- from 0.1 to 1.5% in weight of a quaternized copolymer of di-
methylallyl ammonium and acrylic acid,
- from 0.1 to 5% in weight of N-methyl triethanolamine
20 methylsulphate di-alkyl ester,
- from 0.02 to 2,5% in weight of di-alkyl carbonate,
- from 0.75 to 6% in weight of at least one oxidizing compound,
- from 0.5 to 10% in weight of at least one dye precursor, and
- a sufficient amount of at least one alkaline agent for reaching a pH
25 ranging from 7 to 11, preferably from 8.5 to 10.5.
25. A composition according to anyone of preceding claims,
characterized in that it comprises:
- from 1 to 5% in weight of a protein hydrolyzate, preferably a
sericin hydrolyzate,
30 - from 0.5 to 1% in weight of a quaternized copolymer of di-
methylallyl ammonium and acrylic acid,
- from 0.5 to 2% in weight of N-methyl triethanolamine
methylsulphate di-alkyl ester,
- from 0,1 to 1% in weight of di-alkyl carbonate,
35 - from 3 to 4.5% in weight of at least one oxidizing compound,



15 29. A conposition according to anyone of preceding clainms, characterized
inthat it is in the formof a creamor a gel, preferably in the formof a
cream 30. A quaternary associative congsex for dyeing keratinous fibres,

characterized in that it conprises: 20 - a protein hydrolyzate, preferably a

sericin hydrolyzate, - a quaternized copol yner of di-nmethylallyl amoni um
and acrylic acid, - a Nnethyl triethanol am ne nethyl sul phate di -al kyl
ester, and - a di-alkyl carbonate. 25 31. A base, having the formof a gel

or a cream for preparing a conposition according to anyone of clains 1 to

29, characterized | bRt td 359 HWCSRDL at 1P B d'pd Eifs%kyzfrﬁhyl preferably

a sericin hydrolyzate, -_a quaterni copol yner anmoni um
and acrylic 3o acit® sufﬁ&lcm mErt of af teantens alkpliee agemtyips rdashieea BH- al ky|

ester, and -rapgflig- by tdiﬁI b;ﬁ‘BPérQb] -fréth §.8&5108ne dye precursor, and - at
| east one al kal | ne ent tdhod for revealiilrpcl ﬁeéf n]*gosi tion dye
accordi ng to anyon fAcF%fPHBSI 10{10a§@pr HfartQc ABY B OF PIEFeHng ¢ rises a

step i nvolsi ngharaotedizgl tihethatise congdrises adjiivaesl Sdkmédilarm&lgsu Mtumlltyol u'él i on
conpri sing at aQn o) r oxi de. s
ST et Bod- oceuERRe " SuRib) 7alg SRHE DM LA AR o PRAREE RRLO o
conpound(s) raslpolmi&,ne(th@r pxyethyleBated ar pelyglhyeeolatedy minsmalcor veg@eblei n

wei ght based ol taﬁﬁo gﬁé aﬁ@n@ eql&ggkﬁﬁgggen 4. A method according to claim

32 or 33 charact’erlz |nt said solution are mixed in a
1/1 wei ght ratio. A composition according to claim 26, characterized in that the

10 fatty acids represent from 1 to 20%, preferably from 5 to 15% in weight
based on the total weight of the composition.

28. A composition according to claim 26, characterized in that the
fatty acids represent from 1 to 25%, preferably from 5 to 20% in weight
based on the total weight of the composition.

15 29. A composition according to anyone of preceding claims,
characterized in that it is in the form of a cream or a gel, preferably in the
form of a cream.

30. A quaternary associative complex for dyeing keratinous fibres,
characterized in that it comprises:

20 - a protein hydrolyzate, preferably a sericin hydrolyzate,
- a quaternized copolymer of di-methylallyl ammonium and acrylic
acid,
- a N-methyl triethanolamine methylsulphate di-alkyl ester, and
- a di-alkyl carbonate.
25 31. A base, having the form of a gel or a cream, for preparing a

composition according to anyone of claims 1 to 29, characterized in that it
comprises:

- a protein hydrolyzate, preferably a sericin hydrolyzate,

- a quaternized copolymer of di-methylallyl ammonium and acrylic

30 acid,

- a N-methyl triethanolamine methylsulphate di-alkyl ester, and

- a di-alkyl carbonate.

- at least one dye precursor, and

- at least one alkaline agent.



10 35. A nethod for dyeing keratinous fibres, preferably hair, conprising
the followi ng steps of - applying onto said fibres a conposition according
to anyone of clainms 1 to 29, for a periggl of tinme sufficient for obtaining
the desired colouring, preferably from10 to 45 mnutes, nore preferably in
the order of 15 30 mnutes, - rinsing and drying of the fibres.

32. A method for revealing the composition dye according to
anyone of claims 1 to 29, characterized in that it comprises a step involving
mixing the base such as defined in claim 31 with a solution comprising at
least one oxidizing compound, preferably hydrogen peroxide.

5 33. A method according to claim 32, characterized in that the
oxidizing compound(s) represent(s) from 1.5 to 12%, preferably from 6 to
9%, in weight based on the weight of said solution.

34. A method according to claim 32 or 33 characterized in that said
base and said solution are mixed in a 1/1 weight ratio.

10 35.A method for dyeing keratinous fibres, preferably hair,
comprising the following steps of:

- applying onto said fibres a composition according to anyone of
claims 1 to 29, for a period of time sufficient for obtaining the desired
colouring, preferably from 10 to 45 minutes, more preferably in the order of

15 30 minutes,
- rinsing and drying of the fibres.





