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(57) ABSTRACT 
Pickering emulsions, which are finely disperse Systems of 
the water-in-oil or oil-in-water type, comprising 
(1) an oil phase which comprises at least 0.5% by weight, 
based on the weight of the oil phase, of at least one oil 
component chosen from the group of oils having a Viscosity 
which is less than 30 mPas (measured at a shear gradient of 
500/s and a temperature of 25 C.), 
(2) a water phase, 
(3) at least one type of microfine particles which 

a) have an average particle size of less than 200 nm, 
which 

b) display both hydrophilic and lipophilic properties, 
i.e. which have amphiphilic character, and are dis 
persible both in water and in oil and which 

c) have optionally been coated on the Surface, and 
(4) at most 0.5% by weight of one or more emulsifiers. 
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EMULSIFIER-FREE FINELY DISPERSE SYSTEMS 
OF THE OL-IN-WATER AND WATER-N-OIL 

TYPE 

0001. The present invention relates to emulsifier-free 
finely disperse Systems of the oil-in-water and water-in-oil 
type, preferably as cosmetic or dermatological preparations. 
Emulsions are generally taken to mean heterogeneous SyS 
tems which consist of two liquids which are immiscible or 
have only limited miscibility with one another, which are 
usually referred to as phases. In an emulsion, one of the two 
liquids is dispersed in the form of very fine droplets in the 
other liquid. 
0002) If the two liquids are water and oil and if oil 
droplets are finely dispersed in water, then this is an oil-in 
water emulsion (O/W emulsion, e.g. milk). The basic char 
acter of an O/W emulsion is defined by the water. In a 
water-in-oil emulsion (W/O emulsion, e.g. butter), the prin 
ciple is reversed, the basic character here being determined 
by the oil. 
0003. In order to achieve permanent dispersion of one 
liquid in another, emulsions in the traditional Sense require 
the addition of an interface-active Substance (emulsifier). 
Emulsifiers have an amphiphilic molecular structure, con 
sisting of a polar (hydrophilic) and a nonpolar (lipophilic) 
molecular moiety, which are Spatially Separate from one 
another. In Simple emulsions, finely disperse droplets of one 
phase, Surrounded by an emulsifier shell, (water droplets in 
W/O emulsions or lipid vesicles in O/W emulsions) are 
present in the Second phase. Emulsifiers lower the interfacial 
tension between the phases by positioning themselves at the 
interface between two liquids. At the phase boundary, they 
form oil/water interfacial films, which prevent irreversible 
coalescence of the droplets. Emulsions are frequently Sta 
bilized using emulsifier mixtures. 
0004 Traditional emulsifiers can, depending on their 
hydrophilic molecular moiety, be divided into ionic (anionic, 
cationic and amphoteric) and nonionic: 

0005 The most well-known example of an anionic 
emulsifier is Soap, which is usually the term used for 
the water-Soluble Sodium or potassium Salts of Satu 
rated or unsaturated higher fatty acids. 

0006 Important examples of cationic emulsifiers are 
quaternary ammonium compounds. 

0007. The hydrophilic molecular moiety of nonionic 
emulsifiers frequently consists of glycerol, polyglyc 
erol, Sorbitans, carbohydrates and polyoxyethylene 
glycols, and, in most cases, is linked to the lipophilic 
molecular moiety via ester and ether bonds. The 
lipophilic molecular moiety usually consists of fatty 
alcohols, fatty acids or isofatty acids. 

0008. By varying the structure and the size of the polar 
and nonpolar molecular moiety, the lipophilicity and hydro 
philicity of emulsifiers can be varied within wide limits. 
0009. A decisive factor for the stability of an emulsion is 
the correct choice of emulsifiers. The characteristics of all 
Substances present in the System are to be taken into con 
sideration here. In the case of, for example, skincare emul 
Sions, polar oil components and, for example, UV filters lead 
to instability. As well as the emulsifiers, therefore, other 
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Stabilizers are also used which, for example, increase the 
Viscosity of the emulsion and/or act as protective colloid. 
0010 Emulsions are an important type of product in the 
field of cosmetic and/or dermatological preparations. 
0011 Cosmetic preparations are essentially used for skin 
care. The main aim of skin care in the cosmetics Sense is to 
Strengthen or rebuild the skin's natural function as a barrier 
against environmental influences (e.g. dirt, chemicals, 
microorganisms) and against the loss of endogenous Sub 
stances (e.g. water, natural fats, electrolytes). If this function 
becomes impaired, increased resorption of toxic or aller 
genic Substances or attack by microorganisms may result, 
leading to toxic or allergic skin reactions. 
0012 Another aim of skin care is to compensate for the 
loSS by the skin of lipids and water caused by daily washing. 
This is particularly important if the natural regeneration 
ability is inadequate. Furthermore, skincare products should 
protect against environmental influences, in particular 
against Sun and wind, and delay skin ageing. 
0013 Cosmetic preparations are also used as deodorants. 
Such formulations are used to control body odour, which is 
produced when fresh perspiration, which is in itself odour 
less, is decomposed by microorganisms. 
0014 Medicinal topical compositions usually comprise 
one or more medicaments in an effective concentration. For 
the Sake of Simplicity, in order to distinguish clearly between 
cosmetic and medicinal use and corresponding products, 
reference is made to the legal provisions in the Federal 
Republic of Germany (e.g. Cosmetics Directive, Foods and 
Drugs Act). 
0015 The use of customary emulsifiers in cosmetic or 
dermatological preparations is in itself acceptable. Never 
theless, emulsifiers, like ultimately any chemical Substance, 
may in certain circumstances cause allergic reactions or 
reactions based on OverSensitivity of the user. 
0016 For example, it is known that certain light derma 
toses are triggered by certain emulsifiers, but also by various 
fats and Simultaneous exposure to Sunlight. Such light 
dermatoses are also called “Mallorca acne'. There has thus 
been no lack of attempts to reduce the amount of customary 
emulsifiers to a minimum, in the ideal case even to Zero. 

0017. A reduction in the required amount of emulsifier 
can, for example, be achieved by taking advantage of the 
fact that very finely divided solid particles have an addi 
tional Stabilizing action. The Solid Substance accumulates at 
the oil/water phase boundary in the form of a layer, as a 
result of which coalescence of the disperse phases is pre 
vented. It is not the chemical properties of the Solid particles 
which are of fundamental importance here, but the Surface 
properties. 

0018. Around 1910, Pickering prepared paraffin/water 
emulsions which were stabilized merely by the addition of 
various Solids, Such as basic copper Sulphate, basic iron 
Sulphate or other. metal Sulphates. This type of emulsion is 
thus also referred to as a Pickering emulsion. The original 
forms of Pickering emulsions initially Surfaced, as it were, 
as undesired Secondary effects in a variety of industrial 
processes, Such as, for example, in Secondary oil recovery, 
the extraction of bitumen from tar Sand and other Separation 
processes involving two immiscible liquids and fine, dis 
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persed solid particles. These are generally W/O emulsions 
which are Stabilized by mineral Solids. Accordingly, inves 
tigation of corresponding Systems, Such as, for example, the 
oil/water/Soot or oil/water/slate dust Systems was initially 
the focus of research activity. 
0.019 Basic experiments have shown that one character 
istic of a Pickering emulsion is that the Solid particles are 
arranged at the interface between the two liquid phases, 
where they form, as it were, a mechanical barrier against the 
combining of the liquid droplets. 
0020. It is a relatively new technical development to use 
Pickering emulsions as a base for cosmetic or dermatologi 
cal preparations. 
0021 One way of achieving solids stabilization in the 
Sense of a pickering emulsion in a cosmetic or dermatologi 
cal preparation is, according to May-Alert (Pharmazie in 
unserer Zeit Pharmacy in Our time, Vol. 15, 1986, No. 1, 
1-7) for example, to use emulsifier mixtures which comprise 
both anionic and cationic Surfactants. Since mixing anionic 
and cationic Surfactants always results in the precipitation of 
insoluble, electroneutral compounds, deliberate precipita 
tion of these neutral Surfactants in the oil/water interface 
makes it possible to achieve additional Solids Stabilization. 
0022 European Laid-open Specification 0 686 391, 
moreover, describes emulsions of the water-in-oil type 
which are free from Surface-active Substances and are Sta 
bilized only by Solids. Stabilization is achieved here using 
Spherical polyalkylsilsesquioxane particles which have a 
diameter of from 100 nm up to 20 um. These emulsions can 
be referred to as Pickering emulsions according to that 
mentioned above. 

0023 Pickering emulsions are stabilized by the use of 
Suitable Solids or pigments. In addition, when relevant 
preparations are applied to the Skin, Solids can leave behind 
a dry and Sometimes dull impression. Even preparations 
with a pigment content of 1% by weight produce a dull feel 
on the skin following their application, which increases 
further with higher pigment concentrations. In Some cases, 
therefore, pigment-containing preparations may not even be 
marketable Since they are not accepted or are viewed nega 
tively by the consumer. 
0024. The object was therefore to remedy the disadvan 
tages of the prior art. In particular, the intention was to 
provide preparations which do not leave behind a dry or dull 
impression on the skin. 
0.025 Furthermore, it was an object of the invention to 
develop cosmetic and dermatological bases for cosmetic and 
dermatological preparations which are characterized by 
good skin tolerability. 

0026. In addition, an object of the present invention was 
to provide products with the widest possible variety of 
applications. For example, the intention was to provide 
bases for preparation forms Such as cleansing emulsions, 
facecare and bodycare preparations or deodorants, but also 
distinctly medicinal-pharmaceutical presentations, for 
example preparations against acne and other skin conditions. 
0027. It was surprising and in no way predictable by the 
perSon Skilled in the art that Pickering emulsions, which are 
finely disperse Systems of the water-in-oil or oil-in-water 
type, comprising 
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0028 (1) an oil phase which comprises at least 0.5% by 
weight, based on the weight of the oil phase, of at least one 
oil component chosen from the group of oils having a 
viscosity which is less than 30 mPas (measured at a shear 
gradient of 500/s and a temperature of 25 C.), 
0029 (2) a water phase, 
0030 (3) at least one type of microfine particles which 

0031) a) have an average particle size of less than 
200 nm, which 

0032) b) display both hydrophilic and lipophilic 
properties, i.e. which have amphiphilic character, 
and are dispersible both in water and in oil and which 

0033) 
and 

c) have optionally been coated on the Surface, 

0034 (4) at most 0.5% by weight of one or more emul 
sifiers, overcome the disadvantages of the prior art. 
0035. According to the invention, it is particularly advan 
tageous if the preparations comprise Significantly less than 
0.5% by weight of one or more emulsifiers or are even 
entirely free from emulsifiers. 
0036) The preparations according to the invention are 
extremely Satisfactory preparations in every respect which 
Surprisingly have excellent cosmetic properties, do not leave 
a dry or dull impression on the skin and are characterized by 
excellent skin tolerability. 
0037 Although the prior art recognizes, in addition to 
Pickering emulsions, emulsifier-free, finely disperse coS 
metic or dermatological preparations, which are generally 
referred to as hydrodispersions and which are dispersions of 
a liquid, Semisolid or Solid inner (discontinuous) lipid phase 
in an outer aqueous (continuous) phase, the prior art was 
unable to point the way to the present invention. 
0038. In the case of hydrodispersions of a liquid lipid 
phase in an Outer aqueous phase, the Stability can, for 
example, be ensured by constructing in the aqueous phase a 
gel Structure in which the lipid droplets are stably SuS 
pended. 
0039 German Laid-open Specification 44 25 268 
describes Stable finely disperse, emulsifier-free cosmetic or 
dermatological preparations of the oil-in-water type which, 
in addition to an oil and a water phase, comprise one or more 
thickeners from the group of acrylic acid polymers, polysac 
charides and the alkyl ethers thereof, where for these thick 
eners a lowering of the Surface tension must not be mea 
Surable. 

0040 German Laid-open Specification 43 03 938 dis 
closes cosmetic or dermatological light protection formula 
tions based on Similar hydrodispersions which are essen 
tially free from emulsifiers, where inorganic micropigments 
are incorporated into the lipid phase of the hydrodispersion 
and serve as UV filter Substances. 

0041. By contrast, for the purposes of the present inven 
tion, O/W Pickering emulsions are obtainable by firstly 
dispersing in the water phase amphiphilic particles accord 
ing to the invention which are Suitable for the preparation of 
O/W Pickering emulsions, and then combining the water 
phase with the fatty phase. By contrast, W/O Pickering 
emulsions according to the invention are obtainable by 
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dispersing amphiphilic particles according to the invention 
and suitable for the preparation of W/O Pickering emulsions 
in the fatty phase. 

0.042 For the purposes of the present invention, it is 
advantageous for the Viscosity of the oils according to the 
invention to be less than 30 mPa.s, in particular less than 20 
mPa.S (determinable using a rheometer from Contraves 
(Rheomat 108E) at a shear gradient of 500/s and a tempera 
ture of 25° C). 
0043. The oils according to the invention are particularly 
advantageously chosen from the group dimethylisosorbide, 
C2-alkyl lactate, neopentylglycol diheptanoate, caprylic/ 
capric triglyceride, propylene glycol dicaprylate/dicaprate, 
octyl isoStearate, butyloctanol, isohexadecane, octyidodecyl 
myristate, octyl palmitate, butylene glycol caprylate/caprate, 
tricaprylin, cetearyl isononanoate, isopropyl Stearate, C2 
15-alkyl benzoate, octyl cocoate, isoeicosane, dicaprylyl 
ether, Stearyl heptanoate, cyclomethicone, dimethicone, 
phenyltrimethicone and hydrogenated polyisobutene, it 
being possible for the oils to be present either individually 
or in a mixture. 

0044) The low-viscosity oils preferably constitute at least 
0.5% by weight of the oil phase. It is, however, also 
advantageous in Some instances for the content of the oils. 
according to the invention in the oil phase to be significantly 
higher or even for the entire oil phase to consist of Such oils. 
0.045. It is also advantageous, but not obligatory, for the 
Pickering emulsions according to the invention to comprise 
other auxiliaries which can contribute to reducing or pre 
venting a dull or dry feel on the skin following their 
application, where it is possible that the main purpose of 
these substances is a different one. Preferably, these sub 
stances are, for example, chosen from the group of unsym 
metrically Substituted S-triazine derivatives, polymeric 
moisturizers, film formers and cyclodextrins, it being poS 
sible for these substances to be present either individually or 
in a mixture. 

0046) Microfine particles: 
0047 The amphiphilic character of the microfine par 
ticles according to the invention is evident, for example, 
from the fact that they are dispersible both in water and in 
oil. 

0.048. It is advantageous to choose the average particle 
diameter of the particles used to be between 1 nm and 200 
nm, particularly advantageously between 5 nm and 100 nm. 
0049. It is also advantageous to choose the concentration 
of all amphiphilic particles according to the invention to be 
greater than 0.1% by weight, particularly advantageously 
between 0.1% by weight and 30% by weight, based on the 
total weight of the preparations. 
0050 For the purposes of the present invention, advan 
tageous particles are all those which are Suitable for Stabi 
lizing Pickering W/O emulsions or Pickering O/W emul 
Sions. It is essentially insignificant for the present invention 
in which of the potentially naturally occurring modifications 
the particles are present. 
0051) To stabilize the Pickering emulsions, preference is 
given to using untreated, Virtually pure pigment particles, in 
particular those which can be used as dyes in the food 
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industry and/or as absorbers of UV radiation in Sunscreens. 
Examples of advantageous pigments are the Zinc oxide 
pigments available from Merck which are available under 
the trade names Zinkoxid neutral from Haarmann & Reimer 
or NanoX from Harcros Chemical Group. 
0052 For the purposes of the present invention, Picker 
ing emulsions are likewise advantageously Stabilized by 
inorganic pigments which have been Surface-treated 
("coated') to repel water, where at the same time the 
intention is to form or retain the amphiphilic character. This 
Surface-treatment can consist in providing the pigments with 
a thin hydrophobic layer by processes known per Se. 

0053) One such process, which is described below using 
titanium dioxide as an example, consists in, for example, 
producing the hydrophobic Surface layer according to the 
following reaction 

in TiO+m (RO)Si-R'-en TiO, (surf.). 

0054 in and m are arbitrary stoichiometric parameters, 
and R and R' are the desired organic radicals. Particularly 
advantageous are TiO2 pigments, for example those coated 
with aluminium Stearate, available under the trade name MT 
100 T from TAYCA 

0055 A further advantageous coating of the inorganic 
pigments consists of dimethylpolysiloxane (also: dimethi 
cone), a mixture of completely methylated, linear Siloxane 
polymers which are terminally blocked with trimethylsiloxy 
units. For the purposes of the present invention, particularly 
advantageous pigments are zinc oxide pigments which are 
coated in this way. 
0056 Also advantageous is a coating of the inorganic 
pigments with a mixture of dimethylpolysiloxane, in par 
ticular dimethylpolysiloxane having an average chain length 
of from 200 to 350 dimethylsiloxane units, and silica gel, 
which is also referred to as Simethicone. It is particularly 
advantageous if the inorganic pigments have been addition 
ally coated with aluminium hydroxide or hydrated alu 
minium oxide (also: alumina, CAS No.: 1333-84-2). Par 
ticularly advantageous are titanium dioxides which have 
been coated with Simethicone and alumina, it being possible 
for the coating to also comprise water. One example thereof 
is the titanium dioxide available under the trade name 
EuSolex T2000 from Merck. 

0057 For the purposes of the present invention it is also 
advantageous to use a mixture of different pigment types 
either within a crystal, for example as mixed iron oxide, or 
by combination of two or more pigment types within a 
preparation. 

0058. The Pickering emulsions are also preferably stabi 
lized by boron nitrides, for example by the boron nitrides 
listed below: 

Trade name Available from 

Advanced Ceramics 
Sintec Keramik 

Boron Nitride Powder 
Boron Nitride Powder 
Ceram Blanche Kawasaki 
HCST Boron Nitride Stark 
Tres BN (R) Carborundum 
Wacker-Bornitrid BNP Wacker-Chemie 
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0059. It is advantageous to choose the average particle 
diameter of the boron nitride particles used to be less than 20 
tim, particularly advantageously less than 15 lum. For the 
purposes of the present invention, Pickering emulsions are 
likewise advantageously Stabilized by boron nitride particles 
which have been surface-treated ("coated”) to repel water, 
where at the same time the intention is to form or retain the 
amphiphilic character. 
0060 An advantageous coating of the boron nitride par 
ticles consists of dimethylpolysiloxane (dimethicone). The 
boron nitride particles treated with dimethicone and avail 
able from Carborundum under the trade name Tres BNCE) 
UHP 1106 are advantageous, for example. 
0061 Also advantageous is a coating of the boron nitride 
particles with polymethylhydrogensiloxane, a linear polysi 
loxane which is also referred to as methicone. Advantageous 
boron nitride particles treated with methicone are, for 
example, those available from Carborundum under the trade 
name Tres BNCE) UHP 1107. 

0.062. It is also advantageous to stabilize the Pickering 
emulsions according to the invention using microfine poly 
mer particles. 
0.063 For the purposes of the present invention, examples 
of advantageous microfine polymer particles are polycar 
bonates, polyethers, polyethylenes, polypropylenes, polyvi 
nyl chloride, polystyrene, polyamides, polyacrylates and the 
like. 

0.064 Advantageous according to the invention are, for 
example, microfine polyamide particles which are available 
under the trade name SP-500 from TORAY. Also advanta 
geous are polyamide 6 (also: nylon 6) and polyamide 12 
(also: nylon 12) particles. Polyamide 6 is the polyamide 
formed from c-aminocaproic acid (6-aminohexanoic acid) 
or ecaprolactam poly(e-caprolactam), and polyamide 12 is 
a poly(e-laurolactam) from E-laurolactam. For the purposes 
of the present invention, Orgasol(R) 1002 (polyamide 6) and 
Orgasol(R) 2002 (polyamide 12) from ELF ATOCHEM, for 
example, are advantageous. 
0065 Other advantageous polymer particles are 
microfine polymethacrylates. Such particles are available, 
for example, under the trade name POLYTRAP(R) from 
DOW CHEMICAL 

0.066. It is particularly advantageous, but not obligatory, 
if the microfine polymer particles used have been Surface 
coated. This Surface-treatment can consist in providing the 
pigments with a thin hydrophilic layer by processes known 
perse. Advantageous coatings consist, for example, of TiO, 
ZrO2 or also other polymers, Such as, for example, polym 
ethyl methacrylate. 
0067 Particularly advantageous microfine polymer par 
ticles for the purposes of the present invention are also 
obtainable by the process, described in U.S. Pat. No. 4,898, 
913, for the hydrophilic coating of hydrophobic polymer 
particles. 

0068. It is advantageous to choose the average particle 
diameter of the microfine polymer particles used to be leSS 
than 100 um, particularly advantageously less than 50 lum. In 
this connection, it is essentially insignificant in which form 
(platelets, rods, spherules, etc.) the polymer particles used 
are present. 
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0069. In addition, it is advantageous to stabilize the 
Pickering emulsions according to the invention using modi 
fied polysaccharides. 
0070 For the purposes of the present invention, modified 
polysaccharides are, for example, obtainable by reaction of 
Starch with mono-, bi- or polyfunctional reagents or oxidiz 
ing agents in reactions which proceed in a largely polymer 
analogous manner. 
0071. Such reactions are based essentially on modifica 
tions of the hydroxyl groups of the polyglucans by etheri 
fication, esterification or Selective oxidation. This produces, 
for example, So-called Starch ethers and Starch esters of the 
general Structural formula 

Structural formula (I) 
RO 

OR 

OR 

0072 in which R can, for example, be a hydrogen and/or 
an alkyl and/or an aralkyl radical (in the case of Starch 
ethers) or a hydrogen and/or an organic and/or inorganic 
acid radical (in the case of starch esters). Starch ethers and 
Starchesters are advantageous, modified polysaccharides for 
the purposes of the present invention. 
0073 Particularly advantageous starch ethers are, for 
example, those which are obtainable by etherification of 
Starch with tetramethylolacetylenediurea and which are 
referred to as non-mucilaginous starch (nonSwelling starch). 
0074 Also particularly advantageous are starch esters 
and Salts thereof, for example the Sodium and/or aluminium 
salts of half-esters of starch which have low degrees of 
Substitution, in particular Sodium Starch n-octenyl Succinate 
of the structural formula (II) in which R is characterized by 
the following structure 

CH2 

CEO 

le O 
O Na 

0075 and which is available, for example, under the trade 
name Amiogum(R 23 from CERESTAR, and aluminium 
Starch octenyl Succinates, in particular those available under 
the trade names Dry Flo(R) Elite LL and Dry Flo(R) PC from 
CERESTAR 

0076. It is advantageous to choose the average particle 
diameter of the modified polysaccharide used to be less than 
20 tim, particularly advantageously less than 15 lum. 
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0077. The list of given modified polysaccharides which 
are able to Stabilize Pickering emulsions according to the 
invention is of course not intended to be limiting. For the 
purposes of the present invention, modified polysaccharides 
are obtainable in a large number of ways known perse, both 
of a chemical and a physical nature. 
0078. The amphiphilic particles mentioned above are 
highly suitable both for stabilizing W/O Pickering emulsions 
and also for stabilizing O/W Pickering emulsions. Microfine 
particles according to the invention are given below which 
advantageously stabilize one of the two emulsion types W/O 
or O/W in particular. 
0079 W/O Pickering emulsions: 
0080. The water phase proportion in the W/O Pickering 
emulsions according to the invention is preferably chosen 
from the range of from 0.5 to 75% by weight, based on the 
total weight of the formulations. 
0081. Also particularly advantageous for stabilizing W/O 
Pickering emulsions are magnesium silicates (also: talc), for 
example those available under the trade name Talkum 
Micron from Grolmann. 

0082), O/W Pickering emulsions: 
0083) The fatty phase content of the O/W Pickering 
emulsions according to the invention is preferably chosen 
from the range from 0.5 to 75% by weight, based on the total 
weight of the formulations. 
0084. For the purposes of the present invention, 
untreated, Virtually pure pigment particles are also particu 
larly advantageous for Stabilizing O/WPickering emulsions, 
for example titanium dioxide pigments, in particular those 
which are obtainable under the trade name KRONOSCE) 1171 
(TiO) from Kronos Titan. 
0085 For the purposes of the present invention, O/W 
Pickering emulsions are also particularly advantageously 
stabilized by metal oxide particles which have been coated 
with aluminium hydroxide and/or Silicon dioxide. Advanta 
geous variants are, for example, titanium dioxide particles 
which are obtainable under the name EUSOLEXCETA from 
Merck. 

0.086. It is also advantageous, but not obligatory, to 
combine the microfine particles according to the invention 
with other amphiphilic particles which may or may not also 
be able to contribute to the stabilization of the Pickering 
emulsions. 

0.087 Such particles are, for example, titanium dioxide 
pigments which have been coated with octylsilanol, and/or 
Silicon dioxide particles which have been Surface-treated to 
repel water. Suitable Silicon dioxide particles are, for 
example, Spherical polyalkylsilsesquioxane particles, as 
mentioned in European Laid-open Specification 0 686 391. 
Such polyalkylsilseSquioxane particles are available, for 
example, under the trade names Aerosil R972 and Aerosil 
200V from Degussa. Suitable titanium dioxide particles are 
available under the trade name T805, also from Degussa. 
0088. The Pickering emulsions according to the inven 
tion can be used as bases for cosmetic or dermatological 
formulations. These can have the customary composition 
and be used, for example, for the treatment and care of the 
skin, as lipcare products, as deodorant products and as 
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make-up products or make-up remover products in decora 
tive cosmetics or as light protection preparations. For use, 
the cosmetic and dermatological preparations according to 
the invention are applied to the skin in Sufficient amounts in 
the manner customary for cosmetics. 
0089. Accordingly, for the purposes of the present inven 
tion, cosmetic or topical dermatological compositions may, 
depending on their structure, be used, for example, as 
skin-protection creams, cleansing milkS, SunScreen lotions, 
nourishing creams, day creams or night creams, etc. In Some 
instances, it is possible and advantageous to use the com 
positions according to the invention as bases for pharma 
ceutical formulations. 

0090 The cosmetic and dermatological preparations 
according to the invention can comprise cosmetic auxilia 
ries, as are customarily used in Such preparations, e.g. 
preservatives, bactericides, perfumes, antifoams, dyes, pig 
ments which have a colouring effect, thickeners, emollients, 
moisturizers and/or humectants, fats, oils, waxes and other 
customary constituents of a cosmetic or dermatological 
formulation, Such as alcohols, polyols, polymers, foam 
Stabilizers, electrolytes, organic Solvents or Silicone deriva 
tives. 

0091 Pickering emulsions according to the invention 
may also comprise thickeners to improve the tactile prop 
erties of the emulsion. 

0092. In particular, the Pickering emulsions according to 
the invention may also comprise antioxidants. According to 
the invention, favourable antioxidants which can be used are 
any antioxidants Suitable or conventional for cosmetic and/ 
or dermatological applications. 

0093. The antioxidants are advantageously chosen from 
the group consisting of amino acids (e.g. glycine, histidine, 
tyrosine, tryptophan) and derivatives thereof, imidazoles, 
(e.g. urocanic acid) and derivatives thereof, peptides, Such as 
D.L-carnosine, D-carnosine, L-carnosine and derivatives 
thereof (e.g. anSerine), carotenoids, carotenes (e.g. C-caro 
tene, f-carotene, lycopene) and derivatives thereof, chloro 
genic acid and derivatives thereof, lipoic acid and deriva 
tives thereof (e.g. dihydrolipoic acid), aurothioglucose, 
propylthiouracil and other thiols (e.g. thioredoxin, glu 
tathione, cysteine, cystine, cyStamine and the glycosyl, 
N-acetyl, methyl, ethyl, propyl, amyl, butyl and lauryl, 
palmitoyl, oleyl, Y-linoleyl, cholesteryl and glyceryl esters 
thereof) and the Salts thereof, dilauryl thiodipropionate, 
distearyl thiodipropionate, thiodipropionic acid and deriva 
tives thereof (esters, ethers, peptides, lipids, nucleotides, 
nucleosides and Salts) and SulphoXimine compounds (e.g. 
buthionine SulphoXimines, homocysteine SulphoXimine, 
buthionine Sulphones, penta-, hexa-, hepta-thionine Sul 
phoximine) in very low tolerated doses (e.g. pmol to umol/ 
kg), and also (metal) chelating agents (e.g. C-hydroxy fatty 
acids, palmitic acid, phytic acid, lactoferrin), C.-hydroxy 
acids (e.g. citric acid, lactic acid, malic acid), humic acid, 
bile acid, bile extracts, bilirubin, biliverdin, EDTA, EGTA 
and derivatives thereof, unsaturated fatty acids and deriva 
tives thereof (e.g. Y-linolenic acid, linoleic acid, oleic acid), 
folic acid and derivatives thereof, ubiquinone and ubiquinol 
and derivatives thereof, Vitamin C and derivatives (e.g. 
ascorbyl palmitate, Mg ascorbyl phosphate, ascorbyl 
acetate), tocopherols and derivatives (e.g. vitamin E 
acetate), Vitamin A and derivatives (vitamin Apalmitate) and 
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coniferyl benzoate of benzoin resin, rutinic acid and deriva 
tives thereof, C-glycosylrutin, ferulic acid, furfurylideneglu 
citol, carnosine, butylated hydroxytoluene, butylated 
hydroxyanisole, nordihydroguaiac acid, nordihydroguai 
aretic acid, trihydroxybutyrophenone, uric acid and deriva 
tives thereof, mannose and derivatives thereof, Zinc and 
derivatives thereof (e.g. ZnO, ZnSO), Selenium and its 
derivatives (e.g. Selenomethionine), Stilbenes and their 
derivatives (e.g. Stilbene oxide, trans-Stilbene oxide), and the 
derivatives (salts, esters, ethers, Sugars, nucleotides, nucleo 
sides, peptides and lipids) of Said active Substances which 
are Suitable according to the invention. 
0094. The amount of the abovementioned antioxidants 
(one or more compounds) in the preparations according to 
the invention is preferably from 0.001 to 30% by weight, 
particularly preferably from 0.05-20% by weight, in par 
ticular 1-10% by weight, based on the total weight of the 
preparation. 

0.095 If vitamin E and/or derivatives thereof are used as 
the antioxidant or antioxidants, their respective concentra 
tions are advantageously chosen from the range of 0.001 
10% by weight, based on the total weight of the formulation. 
0096. If vitamin A or vitamin A derivatives or carotenes 
or derivatives thereof are used as the antioxidant or antioxi 
dants, their respective concentrations are advantageously 
chosen from the range of 0.001-10% by weight, based on the 
total weight of the formulation. 
0097 Cosmetic and dermatological preparations which 
are in the form of a Sunscreen are also favourable. These 
preferably comprise at least one UV-A filter Substance 
and/or at least one UV-B filter Substance and/or at least one 
further inorganic pigment Selected from the group consisting 
of the oxides of iron, Zirconium, Silicon, manganese, alu 
minium, cerium and mixtures thereof and also modifications 
in which the oxides are the active agents. 
0.098 For the purposes of the present invention, it is, 
however, also advantageous to provide Such cosmetic and 
dermatological preparations whose main purpose is not 
protection against Sunlight, but which nevertheless comprise 
substances which protect against UV. For example, UV-A 
and UV-B filter Substances are commonly incorporated into 
day creams. 
0099. The preparations according to the invention can 
advantageously comprise Substances which absorb UV 
radiation in the UV-B range, the total amount of filter 
substances being, for example, from 0.1% by weight to 30% 
by weight, preferably from 0.5 to 10% by weight, in 
particular from 1.0 to 6.0% by weight, based on the total 
weight of the preparations, in order to provide cosmetic 
preparations which protect the hair and/or the Skin from the 
whole of ultraviolet radiation. 

0100 If the emulsions according to the invention com 
prise UV-B filter substances, the latter may be oil-soluble or 
water-soluble. Examples of oil-soluble UV-B filters which 
are advantageous according to the invention are: 

0101 3-benzylidenecamphor derivatives, preferably 
3-(4-methylbenzylidene)camphor, 3-benzyliden 
ecamphor; 

0102) 4-aminobenzoic acid derivatives, preferably 
2-ethylhexyl 4-(dimethylamino)benzoate, amyl 
4-(dimethylamino)benzoate; 
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0.103 esters of cinnamic acid, preferably 2-ethyl 
hexyl 4-methoxycinnamate, isopentyl 4-methoxy 
cinnamate; 

0104 esters of Salicylic acid, preferably 2-ethyl 
hexyl Salicylate, 4-isopropylbenzyl Salicylate, homo 
menthyl Salicylate, 

0105 derivatives of benzophenone, preferably 2-hy 
droxy-4-methoxybenzophenone, 2-hydroxy-4-meth 
oxy-4-methylbenzophenone, 2,2'-dihydroxy-4- 
methoxy-benzophenone; 

0106 esters of benzalmalonic acid, preferably di(2- 
ethylhexyl) 4-methoxybenzalmalonate, 

0107 triazine derivatives which are symmetrical 
with regard to the C axis of the triazine parent 
substance, preferably tris(2-ethylhexyl) 4,4'4"-(1,3, 
5-triazin-2,4,6-triyltrimino)trisbenzoate, 

0.108 benzotriazole derivatives, preferably 2,2'-me 
thylenebis(6-(2H-benzotriazol-2-yl)-4-(1,1,3,3,-tet 
ramethylbutyl)phenol) 

01.09) 
0110. Examples of advantageous water-soluble UV-B fil 
terS are: 

0111 salts of 2-phenylbenzimidazole-5-Sulphonic 
acid, Such as its Sodium, potassium or triethanolam 
monium Salts, and the Sulphonic acid itself; 

0112 Sulphonic acid derivatives of benzophenones, 
preferably 2-hydroxy-4-methoxybenzophenone-5- 
Sulphonic acid and Salts thereof; 

0113 Sulphonic acid derivates of 3-benzyliden 
ecamphor, Such as, for example, 4-(2-oxo-3- 
bornylidenemethyl)benzeneSulphonic acid, 2-me 
thyl-5-(2-oxo-3-bornylidene-methyl)sulphonic acid 
and Salts thereof. 

0114. The list of UV-B filters mentioned which can be 
used in the Pickering emulsions according to the invention 
is, of course, not intended to be limiting. 
0.115. It can also be advantageous to use UV-A filters in 
Pickering emulsions according to the invention which have 
hitherto customarily been present in cosmetic preparations. 
These substances are preferably derivatives of dibenzoyl 
methane, in particular 1-(4'-tert-butylphenyl)-3-(4-methox 
yphenyl)propane-1,3-dione and 1-phenyl-3-(4-isopropy 
lphenyl)-propane-1,3-dione. 
0116. Other advantageous UV-A filter substances are 
phenylene-1,4-bis(2-benzimidazyl)-3,3'-5,5-tetrasulphonic 
acid: 

and UV filters bonded to polymers. 

SOH SOH 

N N 

)-( )-( NH NH 

0117 and its Salts, particularly the corresponding Sodium, 
potassium or triethanolammonium Salts, in particular the 

HOS SOH 
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bis-sodium salt of phenylene-1,4-bis(2-benzimidazyl)-3,3'- 
5,5'-tetrasulphonic acid: 

SOH SOH 

N N 

)-( )-( NaOS NH NH SONa 

0118 and 1,4-di(2-oxo-10-Sulfo-3-bornylidenemethyl 
)benzene and Salts thereof (particularly the corresponding 
10-Sulfato compounds, in particular the corresponding 
Sodium, potassium or triethanolammonium salt), which is 
also referred to as benzene-1,4-di(2-oxo-3-bornylidenem 
ethyl-10-Sulphonic acid) and is characterized by the follow 
ing Structure: 

SOH 

HOS 

CH, CH 

0119 Preparations which comprise UV-A filters are also 
provided by the invention. The amounts which can be used 
are those used for the UV-B combination. 

0120 Preparations according to the invention can also be 
advantageously used as bases for cosmetic deodorants and 
antiperSpirants, So that a particular embodiment of the 
present invention relates to Pickering emulsions as bases for 
cosmetic deodorants. 

0121 Cosmetic deodorants are used to control body 
odour which arises when fresh perspiration, which is in itself 
odourleSS, is decomposed by microorganisms. Customary 
cosmetic deodorants are based on various modes of action. 

0122). In antiperspirants, astringents, mainly aluminium 
Salts, Such as aluminium hydroxychloride (aluminium chlo 
rohydrate), reduce the formation of perspiration. 
0123 The use of antimicrobial Substances in cosmetic 
deodorants can reduce the bacterial flora of the Skin. In an 
ideal Situation, only the microorganisms which cause the 
odour should be effectively reduced. The flow of perspira 
tion itself is not influenced as a result, and in ideal circum 
stances, only microbial decomposition of perspiration is 
Stopped temporarily. 

0.124. The combination of astringents and antimicrobial 
active Substances in one and the same composition is also 
COO. 

0.125 All active ingredients common for deodorants or 
antiperSpirants can advantageously be used, for example 
odour concealers, Such as customary perfume constituents, 
odour absorbers, for example the phyllosilicates described in 
Laid-open Patent Specification DE 40 09347, of these in 
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particular montmorillonite, kaolinite, illite, beidellite, non 
tronite, Saponite, hectorite, bentonite, Smectite, and also, for 
example, Zinc Salts of ricinoleic acid. Antibacterial agents 
are also suitable to be incorporated into the novel W/O 
emulsion StickS. Advantageous Substances are, for example, 
2,4,4'-trichloro-2'-hydroxy diphenyl ether (Irgasan), 1,6- 
di(4-chlorophenylbiguanido)hexane (chlorhexidine), 3,4,4'- 
trichlorocarbanilide, quaternary ammonium compounds, oil 
of cloves, mint oil, thyme oil, triethyl citrate, farneSol 
(3,7,11-trimethyl-2,6,10-dodecatrien-1-ol) and also the 
active ingredients or active ingredient combinations 
described in the Laid-open Patent Specifications DE-A-37 
40 186, DE-A-39 38 140, DE-A-42 04 321, DE-A-42 29 
707, DE-A-43 09 372, DE-A-44 11664, DE-A-19541967, 
DE-A-195 43 695, DE-A-195 43 696, DE-A-19547 160, 
DE-A-196 O2 108, DE-A-196 O2 110, DE-A-196 O2 111, 
DE-A-19631 003, DE-A-19631 004 and DE-A-19634 019, 
and the Patent Specifications DE-42 29737, DE-4237 081, 
DE-43 24 219, DE-4429 467, DE-44 23 410 and DE-195 
16705. Sodium hydrogencarbonate can also be used advan 
tageously. 
0.126 The list of specified active ingredients and active 
ingredient combinations is of course not intended to be 
limiting. 

0127. The amount of antiperspirant active ingredients or 
deodorants (one or more compounds) in the preparations is 
preferably from 0.01 to 30% by weight, particularly prefer 
ably from 0.1 to 20% by weight, in particular 1-10% by 
weight, based on the total weight of the preparation. 

0128. The examples below serve to illustrate the present 
invention without limiting it. The numerical values in the 
examples are percentages by weight, based on the total 
weight of the respective preparations. 

EXAMPLES 

0129 

1. 2 3 4 5 6 

Titanium dioxide (Eusolex 2 4 6 3 5 2 
T2000) 
Zinc oxide 5 4 4 
Titanium dioxide 2 
(Titandioxid T805) 
Silica (Aerosil R972) 1. 0.5 
Talc (Talkum Micron) 0.5 
Boron nitride 2 
Sodium corn starch n-octenyl 0.5 1. 
Succinate 
Hydroxystearyl 2 2 
hydroxystearate (ElfacOS C26) 
Colo-alkyl stearate 1. 1. 
(Kesterwachs K82) 
Coss-alkylhydroxystearolyl 2 3 
stearate (Kesterwachs K8OP) 
Behenoxydimethicone 5 5 
(Abil Wax 2440) 
Polyisobutene (Rewopal 5 
PIB 1000) 
Caprylic?capric triglyceride 5 5 5 1O 2O 2O 
Octyldodecanol 5 5 15 15 
Mineral oil 1O 1O 1O 
Butylene glycol caprylate? 1O 5 2O 7 
caprate 
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-continued 

1. 2 3 4 5 6 
W/O W/O W/O OFW O/W OFW 

C, 1s-alkylbenzoate 1O 1O 5 15 
Dimethicone 2 2 1. 2 
Dicaprylyl ether (Cetiol OE) 5 5 1O 
Hydrogenated polyisobutene 2 1O 
(Polysynlan) 
Isohexadecane 3 5 
Methylbenzylidenecamphor 3 4 
Octyltriazone 1. 4 
Dibenzoylmethane 2 2 
Dioctylbutamidotriazone 2 
(UVASORB HEB) 
Preservative 0.5 0.5 O.5 0.5 0.5 0.5 
Glycerol 5 1O 3 5 5 5 
Biosaccharide gel 5 
(Fucogel 1000) 
Hyaluronic acid 0.5 
NaCl 1. 1. 
MgSO 0.5 
Phenylbenzimidazole- 1. 2 
sulphonic acid 
Carbomer (Carbopol 981) O1 
Xanthan gum O.3 
Cellulose gum (Natrosol Plus O1 
330 CS) 
NaOH 45% strength solution O.3 O1 O.7 
in water 
EDTA solution 1. 1. 
Water ad ad ad ad ad ad 

1OO 100 100 100 1 OO 100 

1. Pickering emulsions, which are finely disperse Systems 
of the water-in-oil or oil-in-water type, comprising 

(1) an oil phase which comprises at least 0.5% by weight, 
based on the weight of the oil phase, of at least one oil 
component chosen from the group of oils having a 
viscosity which is less than 30 mPas (measured at a 
shear gradient of 500/s and a temperature of 25 C.), 

(2) a water phase, 
(3) at least one type of microfine particles which 
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a) have an average particle size of less than 200 nm, 
which 

b) display both hydrophilic and lipophilic properties, 
i.e. which have amphiphilic character, and are dis 
persible both in water and in oil and which 

c) have optionally been coated on the Surface, and 
(4) at most 0.5% by weight of one or more emulsifiers. 
2. Pickering emulsions according to claim 1, character 

ized in that they are emulsifier-free. 
3. Pickering emulsions according to one of the preceding 

claims, characterized in that the content of the particles used 
is between 0.1% by weight and 30% by weight, based on the 
total weight of the preparations. 

4. Pickering emulsions according to one of the preceding 
claims, characterized in that the particle diameter of the 
particles used is between 5 nm and 100 nm. 

5. Pickering emulsions according to one of the preceding 
claims, characterized in that the particles used are chosen 
from the group consisting of amphiphilic metal oxides, 
boron nitride, microfine polymer particles and modified 
polysaccharides, it being possible for the particles to be 
present individually or as a mixture. 

6. Pickering emulsions according to one of the preceding 
claims, characterized in that the particles used have been 
Surface-treated to repel water, where the amphiphilic char 
acter of the particles is formed or retained. 

7. Pickering emulsions according to one of the preceding 
claims, characterized in that the Viscosity of the oils is leSS 
than 20 mPais (measured at a shear gradient of 500/s and a 
temperature of 25° C). 

8. Pickering emulsions according to one of the preceding 
claims, characterized in that they comprise other auxiliaries 
which can contribute to reducing or preventing a dull or dry 
feel on the skin following their application. 

9. Use of at least one oil component chosen from the 
group of oils having a Viscosity which is less than 30 mPa.S 
(measured at a shear gradient of 500/S and a temperature of 
25 C.) in a cosmetic or dermatological preparation for 
reducing or preventing a dull or dry feel on the skin 
following its application. 

k k k k k 


