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Description

[0001] The present invention relates to a controlled release bleach thickening composition comprising a crosslinked
carboxylated polymer prepared from ethylenically unsaturated hydrophilic monomers, ethylenically unsaturated hydro-
phobic monomers, and a degradable crosslinking monomer having at least two ethylenically unsaturated moieties.
[0002] Thickened aqueous bleach compositions are useful as bleaching solutions, disinfectants, hard surface clean-
ers and automatic dishwasher formulations. The problem with such bleach compositions, however, is that they suffer
degradation and viscosity loss caused by chlorine at elevated temperatures.
[0003] Alkali soluble polyacrylate and polymethacrylate thickeners for aqueous solutions are well known. However,
these have poor long term stability in alkaline, oxidative solutions such as cleaning formulations containing hypochlorite.
EP 541203 describes a hypochlorite bleach containing automatic dishwashing gel thickened with CARBOPOL
crosslinked polyacrylic acid. The function of the polyacrylate thickener in the gel is to expand and bind the water. U.S.
Patent No. 5,348,682 describes a CARBOPOL polyacrylic acid or ACRYSOL ICS-1 (polyEA/MAA) bleach thickening
composition. EP 636689 describes a bleach composition containing a halogen or peroxy bleach material, surfactant,
and a non-crosslinked polymer. The polymeric thickener is prepared from a charged hydrophilic monomer and an
uncharged hydrophobic monomer. However, those skilled in the art will recognize that this formulation will not have
long term stability as measured by the accelerated aging tests.
[0004] U.S. Patent No. 5,169,552 and U.S. Patent No. 5,384,061 describes the addition of benzoic acid or its deriv-
atives as radical scavengers to prevent viscosity drop during accelerated aging by protecting CARBOPOL resins from
oxidation by the hypochlorite. U.S. Patent No. 4,867,896 describes CARBOPOL analogues that maintained the for-
mulation viscosity solution by replacing the multifunctional sucrose allyl ether and pentaerythritol allyl ester crosslinkers
with crosslinkers such as divinyl benzene or 1,2,4-trivinyl cyclohexane which are relatively inert to degradation by
alkaline hypochlorite.
[0005] U.S. Patent No. 4,839,077 describes the use of mixed surfactant systems to build viscosity of hypochlorite
solutions wherein the addition of small amounts of ethylene/acrylic acid polymer causes a synergistic viscosity increase
greater than can be obtained by surfactant thickening alone. The polymer is relatively low molecular weight, not cross-
linked and has poor solubility requiring the presence of surfactants, particularly a nonionic such as amine oxide, to be
soluble. These formulations have moderate heat aging stability as shown by a 50% loss in viscosity after 4 weeks at
100°F.
[0006] EP 636691 describes the use of a non-crosslinked styrene-methacrylic acid polymer to thicken hypochlorite/
surfactant solutions wherein cross-linking the polymer gave higher viscosity but decreased clarity of the solution. These
thickened solutions lacked long term stability loosing 50% of their viscosity after 6 weeks at room temperature.
[0007] For these reasons, there continues to be a need for a controlled release bleach thickening composition which
maintains a thickening effect even at temperatures approaching 48.9°C (120°F) for three to four weeks.
[0008] A controlled release bleach thickening composition comprising bleach, water, and 0.1 to 50 weight percent,
based on the total weight of the controlled release bleach thickening composition, of at least one crosslinked carbox-
ylated polymer which is prepared from 30 to 80 weight percent of at least one ethylenically unsaturated hydrophilic
monomer, from 20 to 70 weight percent of at least one ethylenically unsaturated hydrophobic monomer, and from about
0.5 to about 10 weight percent of a degradable crosslinking monomer selected from the group consisting of a crosslink-
ing monomer having at least two ethylenically unsaturated moieties, a crosslinking monomer having at least one eth-
ylenically unsaturated moiety and at least one functional group capable of reacting with another functional group on a
monomer to form a degradable crosslink, and combinations thereof, wherein the weight percents are based on the
total weight of monomer used to prepare the crosslinked carboxylated polymer.
[0009] In the controlled release bleach thickening composition of the invention, the solubility of the polymer is sup-
pressed by crosslinking. Most of the polymer is isolated from degradation by the bleach, thus preventing degradation
of the polymer backbone which reduces molecular weight and destroys the thickening effect. Slow but selective deg-
radation of the polymer crosslinks acts to solubilize a small amount of polymer which functions as an efficient thickener.
Once soluble, the polymer backbone will also slowly be degraded by the bleach. A continuous supply of the soluble
polymer is established by this time release mechanism to replenish the soluble polymer as it is degraded by the bleach,
thus maintaining the thickening effect after aging at elevated temperature for significantly longer than previously dem-
onstrated in art.
[0010] In order to obtain a consistent viscosity over time it is preferable to have a mixture of polymers with different
amounts or types of crosslinkers. Thus, the lightly crosslinked polymers provide initial viscosity while highly crosslinked
polymers are less soluble and provide longer term reserves that are released more slowly.

BRIEF DESCRIPTION OF THE DRAWINGS

[0011] The above and other features of the invention will be further described in the following detailed specification
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considered in conjunction with the accompanying drawings in which:

Fig. 1 is a graph illustrating viscosity vs. time of two polymers in a commercial detergent composition containing
sodium hypochlorite without synergistic polymer/soap interactions.
Fig. 2 is a graph illustrating viscosity vs. time of four polymers in a 2% sodium hypochlorite solution without any
detergents.
Fig. 3 is a graph illustrating viscosity vs. polymer percent in a detergent composition containing sodium hypochlorite
with synergistic polymer/soap interactions.
Fig. 4 is a graph illustrating viscosity vs. time of three polymers in a 2% sodium hypochlorite/1% amine oxide/1%
sodium lauryl ether sulfate solution.

[0012] The controlled release bleach thickening composition of the invention contains bleach, water, and a
crosslinked carboxylated polymer. The crosslinked polymer is prepared by emulsion or solution polymerization. The
crosslinked polymer is present in an amount of from 0.1 to 50 weight percent, preferably 1 to 25 weight percent, more
preferably from 2 to 10 weight percent, based on the total weight of the controlled release bleach thickening composition.
As used herein, "gradient crosslinked" means that the carboxylated polymer has different degrees of crosslinking as
opposed to "homogenous crosslinking". Thus, depending on the degree of crosslinking, the polymers become soluble
at different times in a bleach composition.
[0013] The crosslinked polymer is prepared from 30 to 80 weight percent of at least one ethylenically unsaturated
hydrophilic monomer, from 20 to 70 weight percent of at least one ethylenically unsaturated hydrophobic monomer,
and from about 0.5 to about 10 weight percent of a degradable crosslinking monomer, wherein the weight percents
are based on the total weight of monomer used to prepare the polymer. As used herein, "degradable crosslinking
monomer" means that the linkages formed by the crosslinking monomer are capable of being severed by alkaline
hydrolysis or by reaction with bleach. An example of degradation at the crosslink is alkaline hydrolysis of polymerized
esters, such as ethylene glycol dimethacrylate or diallyl maleate that form the crosslink. Preferably the polymer is
prepared from 50 to 70 weight percent of at least one hydrophilic monomer, from 30 to 50 weight percent of at least
one hydrophobic monomer, and from about 1 to about 5 weight percent of a degradable crosslinking monomer.
[0014] The degradable crosslinking monomer is selected from a crosslinking monomer having at least two ethylen-
ically unsaturated moieties, or a crosslinking monomer having at least one ethylenically unsaturated moiety and at
least one functional group capable of reacting with another functional group on a monomer to form a degradable
crosslink. It is within the scope of the invention that the degradable crosslink is generated in-situ or after polymerization
of the ethylenically unsaturated hydrophilic monomer and the ethylenically unsaturated hydrophobic monomer. For
example, glycidyl methacrylate contains an epoxide ring that can react with methacrylic acid such that the polymer of
the invention can be polymerized at low temperature, and the temperature can be raised to activate crosslinking. The
result is an ester crosslink that is degradable by alkaline hydrolysis. Combinations of degradable crosslinking monomers
may also be used.
[0015] The polymers of the invention can be crosslinked by any possible chemical link, although the following types
of linkages are preferred:

[0016] Preferably, the degradable crosslinking monomer is selected from esters of acrylic acid, esters of methacrylic
acid, esters of maleic acid, esters of crotonic acid, esters with allyl or methallyl alcohol, allyl ethers or vinyl ethers of
polyethylene glycol, allyl sucrose ethers, thioesters, thioamides, unsaturated epoxides, isocyanates, and silanes. Spe-
cific examples of crosslinking monomers are glycidyl methacrylate, 2-isocyanatoethyl methacrylate, α,α-dimethyl meta-
isopropenyl benzyl isocyanate, vinyltrimethoxysilane, gamma-methacryloxypropyltrimethoxysilane, ethyleneglycol
dimethacrylate, polyethyleneglycol diacrylate, butanediol diacrylate, pentaerythritol tetraacrylate, trimethylolpropane
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triacrylate, diallyl phthalate, diallyl maleate, allyl methacrylate, vinyl crotonate, triallyl cyanurate, diallyl phosphate,
ethanedithiol diacrylate, N-methylol acrylamide, and N,N'-methylene-bis-acrylamide. Most preferably, the degradable
crosslinking monomer is diallyl maleate or ethyleneglycol dimethacrylate.
[0017] The crosslinked polymer is prepared from at least one ethylenically unsaturated hydrophilic monomer selected
from acids, preferably C1-C6 acids, amides, ethers, alcohols, aldehydes, ketones and esters. Preferably the ethyleni-
cally unsaturated hydrophilic monomers are mono-unsaturated. Combinations of ethylenically unsaturated hydrophilic
monomers may also be used. Preferably the ethylenically unsaturated hydrophilic monomers are sufficiently water
soluble to form at least a 5% by weight solution in water.
[0018] Specific examples of ethylenically unsaturated hydrophilic monomers are acrylic acid, methacrylic acid,
ethacrylic acid, alpha-chloro-acrylic acid, alpha-cyano acrylic acid, beta methyl-acrylic acid (crotonic acid), alpha-phe-
nyl acrylic acid, beta-acryloxy propionic acid, sorbic acid, alpha-chloro sorbic acid, angelic acid, cinnamic acid, p-chloro
cinnamic acid, beta-styryl acrylic acid (1-carboxy-4-phenyl butadiene-1,3), itaconic acid, maleic acid, citraconic acid,
mesaconic acid, glutaconic acid, aconitic acid, fumaric acid, tricarboxy ethylene, 2-acryloxypropionic acid, 2-acrylami-
do-2-methyl propane sulfonic acid, vinyl sulfonic acid, vinyl phosphonic acid, 2-hydroxy ethyl acrylate, sodium methallyl
sulfonate, sulfonated styrene, allyloxybenzenesulfonic acid, dimethylacrylamide, dimethylaminopropylmethacrylate,
diethylaminopropylmethacrylate, vinyl formamide, vinyl acetamide, polyethylene glycol esters of acrylic acid and meth-
acrylic acid and itaconic acid, vinyl pyrrolidone, and vinyl imidazole. Preferably, the ethylenically unsaturated hydrophilic
monomer is selected from methacrylic acid or acrylic acid.
[0019] The crosslinked polymer is prepared from at least one ethylenically unsaturated hydrophobic monomer. Pref-
erably less than 20 g/l, more preferably less than 5 g/l, most preferably less than 1 g/l of the hydrophobic monomer
will dissolve in water at ambient temperature and a pH of 3.0 to 12.5. Preferably the ethylenically unsaturated hydro-
phobic monomer is selected from unsaturated alkyl and alkoxy chains, e.g. having from 5 to 24 carbon atoms, preferably
from 6 to 18 carbon atoms, most preferred from 8 to 16 carbon atoms. Combinations of hydrophobic monomers may
also be used.
[0020] Specific examples of ethylenically unsaturated hydrophobic monomers are styrene, α-methyl styrene, 2-ethyl-
hexyl acrylate, octyl acrylate, lauryl acrylate, stearyl acrylate, behenyl acrylate, 2-ethylhexyl methacrylate, octyl meth-
acrylate, lauryl methacrylate, stearyl methacrylate, behenyl methacrylate, methyl methacrylate, ethyl acrylate, 2-ethyl-
hexyl acrylamide, octyl acrylamide, lauryl acrylamide, stearyl acrylamide, behenyl acrylamide, propyl acrylate, butyl
acrylate, pentyl acrylate, hexyl acrylate, 1-vinyl naphthalene, 2-vinyl naphthalene, 3-methyl styrene, 4-propyl styrene,
t-butyl styrene, 4-cyclohexyl styrene, 4-dodecyl styrene, 2-ethyl-4-benzyl styrene, and 4-(phenylbutyl) styrene. A pre-
ferred hydrophobic monomer is styrene.
[0021] The bleach which is used in the controlled release bleach thickening compositions is selected from various
halogen bleaches. Examples of such bleaches include the alkali metal and alkaline earth salts of hypohalite, haloam-
ines, haloimines, haloimides and haloamides. A preferred hypohalite is hypochlorite and compounds producing hy-
pochlorite in aqueous solution. Suitable hypochlorite-producing compounds include sodium, potassium, lithium and
calcium hypochlorite, chlorinated trisodium phosphate dodecahydrate, potassium and sodium dichloroisocyanurate
and trichlorocyanuric acid. Organic bleach sources suitable for use include heterocyclic N-bromo and N-chloro imides
such as trichlorocyanuric and tribromocyanuric add, dibromo- and dichlorocyanuric acid, and potassium and sodium
salts thereof, N-brominated and N-chlorinated succinimide, malonimide, phthalimide and naphthalimide. Also suitable
are hydantoins, such as dibromo- and dichloro dimethylhydantoin, chlorobromodimethyl hydantoin, N-chlorosulfamide
(haloamide) and chloramine (haloamine). Particularly preferred is sodium hypochlorite having the formula NaOCI, in
an amount ranging from about 0.2% to about 15% by weight, more preferably from about 0.2% to about 10% by weight,
and most preferably from about 1% to about 5%.
[0022] In one embodiment of the invention, the controlled release or time release bleach thickening compositions
are useful for thickening structured surfactant solutions containing halogen bleach. Such structured surfactant solutions
contain surfactants in high concentration in order to achieve some viscosity, typically on the order of 50-1000 cps. A
polymeric thickener may be added to reduce the amount of surfactant needed to achieve the desired viscosity or to
increase the viscosity beyond what can be obtained by concentrated surfactant alone. However, the presence of soluble
polymer may adversely effect the interactions of the surfactant and result in a viscosity decrease. In order to load
enough polymer into a structured soap/bleach solution for long term viscosification, it is preferred to suppress the
polymer solubility through degradable crosslinking.
[0023] The controlled release bleach thickening composition may optionally contain surfactants and/or clays as vis-
cosity enhancers which provide a synergistic thickening effect with the crosslinked carboxylated polymer. The sur-
factants and/or clays preferably are resistant to degradation by the bleach. Suitable surfactants include nonionic, an-
ionic, cationic, and amphoteric surfactants. Suitable surfactants for the controlled release bleach thickening composi-
tions include soaps. The surfactants are optionally present in an amount of from about 0 to about 50 weight percent,
preferably from about 2 to about 45 weight percent, and more preferably from about 5 to about 40 weight percent of
the controlled release bleach thickening composition.
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[0024] Anionic surfactants include, for example, from C8 to C12 alkylbenzenesulfonates, from C12 to C16 alkanesul-
fonates, from C12 to C16 alkylsulfates, from C12 to C16 alkylsulfosuccinates or from C12 to C16 sulfated ethoxylated
alkanols.
[0025] Nonionic surfactants include, for example, from C6 to C12 alkylphenol ethoxylates, from C12 to C20 alkanol
alkoxylates, and block polymers of ethylene oxide and propylene oxide. Optionally, the end groups of polyalkylene
oxides can be blocked, whereby the free OH groups of the polyalkylene oxides can be etherified, esterified, acetalized
and/or aminated. Another modification consists of reacting the free OH groups of the polyalkylene oxides with isocy-
anates. The nonionic surfactants also include C4 to C18 alkyl glucosides as well as the alkoxylated products obtainable
therefrom by alkoxylation, particularly those obtainable by reaction of alkyl glucosides with ethylene oxide.
[0026] Cationic surfactants contain hydrophilic functional groups where the charge of the functional groups are pos-
itive when dissolved or dispersed in an aqueous solution. Typical cationic surfactants include, for example, amine
compounds, oxygen containing amines, and quaternary amine salts.
[0027] Amphoteric surfactants contain both acidic and basic hydrophilic groups. Amphoteric surfactants are prefer-
ably derivatives of secondary and tertiary amines, derivatives of quatemary ammonium, quaternary phosphonium or
tertiary sulfonium compounds. The cationic atom in the quaternary compound can be part of a heterocyclic ring. The
amphoteric surfactant preferably contains at least one aliphatic group, containing about 3 to about 18 carbon atoms.
At least one aliphatic group preferably contains an anionic water-solubilizing group such as a carboxy, sulfonate, or
phosphono.
[0028] Generally, anionic surfactants, such as linear alkyl sulfonates (LAS), for example, sodium lauryl ether sulfate,
or nonionic surfactants such as amine oxides, for example, AMMONYX L0 and AMMONYX MO, available from Stepan
Chemical Company, and acyl sarcosinates such as HAMPOSYL-L (n-lauroyl sarcosine) available from Hampshire
Chemical Company, are preferred for use in the controlled release bleach thickening compositions.
[0029] The controlled release bleach thickening compositions may optionally include an electrolyte. Low levels of
electrolytes such as sodium chloride function to provide ions in aqueous solution and have been shown to improve
solution viscosity. Sodium chloride is generally present in sodium hypochlorite as available commercially, or may be
added to the composition in appropriate amounts such that the stability of the sodium hypochlorite will not be adversely
affected.
[0030] The controlled release bleach thickening composition may also optionally include buffer, to maintain pH. Al-
kaline pHs, typically between 11 and 14, e.g., about 13, are generally appropriate to achieve desired viscosity and
stability. Some reagents function both as electrolyte and buffer.
[0031] The controlled release bleach thickening compositions may further comprise at least one additive. Suitable
additives may include, for example, dye transfer inhibitors, anticorrosion materials, antistatic agents, optical brighten-
ers, perfumes, fragrances, dyes, fillers, chelating agents, fabric whiteners, brighteners, sudsing control agents, buff-
ering agents, soil release agents, fabric softening agents, and combinations thereof. In general, such additives and
their amounts are known to those skilled in the art.
[0032] While not wishing to be bound by any particular theory, the inventors believe that in the controlled release
bleach thickening compositions, the crosslinked emulsion polymer solubility is suppressed such that the polymer initially
only minimally, if at all, thickens the bleach solution. However, as the alkaline bleach solution degrades the crosslinked
moieties of the polymer, the crosslinked polymer gradually solublizes and thickens the bleach solution. Preferably the
rate of solubilization of the polymer in the bleach solution is greater than, or equal to, the rate at which the bleach
degrades the soluble polymer.
[0033] It is necessary to have a crosslinked polymer with suppressed solubility in order to add high levels of polymer
so there is enough reserve polymer to release over time. In order to obtain a consistent viscosity over time it is preferable
to have a mixture of polymers with different amounts or types of crosslinkers. Thus, lightly crosslinked polymers provide
initial viscosity while highly crosslinked polymers are less soluble and provide longer term reserves that are released
more slowly.
[0034] The following nonlimiting examples illustrate further aspects of the invention. Unless otherwise specified in
the following examples, the viscosity of the solutions was determined by means of a Brookfield viscometer at 25°C.

EXAMPLE 1

Comparative Example - Non-crosslinked Polymer.

[0035] PPE-1196 is a non-crosslinked alkali soluble emulsion polymer containing approximately 46% styrene and
54% methacrylic acid, available from National Starch and Chemical Company. The polymer had a 30% solids content.
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EXAMPLE 2

Preparation of homogeneously crosslinked carboxylated polymer.

[0036] A 1-liter, four necked reaction vessel was equipped with a stirrer, thermometer, catalyst addition funnel, ni-
trogen blanket setup and a pump to transfer monomer from a continuously agitated container. An initial charge con-
taining 300 grams of water, 3.0 grams of sodium dodecylbenzenesulfonate and 0.1 grams of 2-acrylamido-2-methyl
propanesulfonic acid was prepared and after nitrogen purge was complete, the initial charge was added to the vessel
and heated to 80°C with continuous stirring throughout the reaction. While keeping vessel under a nitrogen atmosphere,
a monomer emulsion consisting of 300 grams of water, 2.5 grams of sodium dodecylbenzenesulfonate, 150.0 grams
of styrene, 65.0 grams of methacrylic acid, 65.0 grams of acrylic acid, 0.5 grams of 2-acrylamido-2-methyl propanesul-
fonic acid, 4 grams of ethylene glycol dimethacrylate and 10.0 grams of behenyl (25) POE itaconate υ ester was
prepared. Emulsification was maintained through constant mixing in the monomer mix tank.
[0037] An initiator solution was prepared using 0.9 grams of sodium persulfate in 125 grams of water. A portion of
the monomer emulsion, 30 grams, was added to the heated vessel. After 5 minutes, 35 grams of the persulfate solution
was added and the vessel contents are allowed to react for 10 minutes. Then the remaining monomer emulsion was
added over a 3-hour period with the remaining persulfate solution added simultaneously over 3 andυ hours.
[0038] After completion of the monomer feed, the latex was scavenged with a solution containing 0.5 grams of 70%
tert-butyl hydrogen peroxide in 11.0 grams of water added as a single shot. Once persulfate solution was complete, a
scavenger solution containing 0.7 grams of erythorbic acid in 11.0 grams of water was added over 15 minutes. The
latex was held at 80°C for 30 minutes, cooled to 40°C and filtered to remove any coagulum formed. The filtered latex
was determined to have a 27.5% solids content.

EXAMPLE 3

Preparation of homogeneously crosslinked carboxylated polymer.

[0039] A polymer was prepared according to the procedure set forth in Example 2 except that 7.0 grams of ethylene
glycol dimethacrylate was used. The filtered latex was determined to have a 28.4% solids content.
[0040] The polymers prepared in Examples 1 and 3 were evaluated in CLOROX CLEANUP, a commercially available
detergent composition, containing 1.9 weight percent of sodium hypochlorite and a small amount of surfactant. This
solution was thickened with either 2.5% of the thickener from Example 1 containing no cross-linker or 4.9% of a highly
cross-linked alkali soluble emulsion from Example 3. After addition of polymer the pH of the solution was raised to
approximately 12.5, and the polymer samples were stored at 50°C for up to three weeks. The test results are summa-
rized in Table I and in Figure 1.

[0041] The test results in Table I show that a conventional, non-crosslinked alkali soluble emulsion thickener (Ex-
ample 1) is quickly degraded and loses viscosity in a hypochlorite bleach formulation, while a highly crosslinked, time
released polymer (Example 3) is able to viscosify the solution even after 3 weeks at 50°C which simulates aging for
several months. The graph shows that the noncrosslinked polymer of Example 1 was totally degraded in 7 days.
However, the crosslinked polymer of Example 3 continued to thickened the detergent composition even after 21 days.

EXAMPLE 4

Preparation of homogeneously crosslinked carboxylated polymer.

[0042] A polymer was prepared according to the procedure set forth in Example 2 except that the following amounts
of reactants were different in the monomer mixture; 132.0 grams of styrene, 74.0 grams of methacrylic acid, and 74.0

TABLE I

Polymer Polymer
Concentration
(wt%)

Viscosity (cps) 0
Days

Viscosity (cps) 7
Days

Viscosity (cps) 14
Days

Viscosity (cps) 21
Days

Example 1 2.5% 1430 167 88 64

Example 3 4.9% 25 383 923 1878
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grams of acrylic acid, 10.0 grams of ethylene glycol dimethacrylate and 14.0 grams of behenyl (25) POE itaconate υ
ester. The filtered latex was determined to have a 25.7% solids content.

EXAMPLE 5

Preparation of gradient crosslinked carboxylated polymer.

[0043] A 1-liter, four necked reaction vessel was equipped with a stirrer, thermometer, catalyst addition funnel, ni-
trogen blanket setup and a pump to transfer monomer from a continuously agitated container. An initial charge con-
taining 390.66 grams of water, 8.62 grams of CRODAFOS N3A, 13.81 grams of RHODASURF LA-3 and 3.37 grams
of a 0.910 molar solution of ammonia was prepared. After nitrogen purge was complete, the initial charge was added
to the vessel and heated to 65°C. While keeping vessel under a nitrogen atmosphere, a monomer emulsion consisting
of 215.54 grams of water, 8.62 grams of CRODAFOS N3A, 13.81 grams of RHODASURF LA-3, 74.90 grams of styrene,
165.36 grams of methacrylic acid was prepared. Emulsification was maintained through constant mixing in the monomer
mix tank.
[0044] Three equivalent doses of crosslinker, diallyl maleate, at 1.81 grams each were prepared. An initial catalyst
solution containing 0.20 grams of sodium persulfate in 16.84 grams of water was prepared. An initial monomer mixture
of 8.62 grams of styrene and 12.12 grams of methacrylic acid was prepared. Initial monomer mixture was added to
the heated initial charge and mixed for 5 minutes. Next, the initial catalyst was added and the reaction was stirred while
the reaction temperature was raised to 80°C and then held at 80°C for 15 minutes. Remaining monomer emulsion was
added over a 4 hour period with addition of 1.81 grams diallyl maleate to the monomer mix tank occurring when ϖ, υ
and θ of monomer emulsion has been feed to reaction vessel. Slow add of a persulfate solution consisting of 0.27
grams of persulfate and 60.62 grams of water was added simultaneously over 4 andυ hours.
[0045] After completion of the monomer feed, the latex was scavenged with a solution of 0.07 grams of sodium
persulfate in 20.21 grams of water added over 1 hour. Latex was cooled to 40°C and filtered to remove any coagulum
formed. The filtered latex was determined to have a pH of 2.43 and a 30.5% solids content and an average particle
size of 161 nm.

EXAMPLE 6

Preparation of gradient crosslinked carboxylated polymer.

[0046] A polymer was prepared according to the procedure set forth in Example 5 except that 2.25 grams of diallyl
maleate was added to the monomer mix tank when ϖ, υ andθ of monomer emulsion had been fed to reaction vessel.
The filtered latex was determined to have a 30.6% solids content.

EXAMPLE 7

Preparation of gradient crosslinked carboxylated polymer.

[0047] A polymer was prepared according to the procedure set forth in Example 5 except that 3.05 grams of diallyl
maleate was added to the monomer mix tank when ϖ, υ, andθ of monomer emulsion had been fed to reaction vessel.
The filtered latex was determined to have a 30.6% solids content.

EXAMPLE 8

Preparation of gradient crosslinked carboxylated polymer.

[0048] An initial charge containing 391 grams of water, 9.4 grams of CRODAFOS N3A, 13.9 grams of RHODASURF
LA-3 and 3.4 grams of a 0.910 molar solution of ammonia is prepared. After nitrogen purge was complete, the initial
charge was added to the vessel and heated to 65°C. While keeping vessel under a nitrogen atmosphere, a monomer
emulsion consisting of 215 grams of water, 8.6 grams of CRODAFOS N3A, 13.8 grams of RHODASURF LA-3, 79.30
grams of styrene, 171.45 grams of methacrylic acid was prepared. Emulsification was maintained through constant
mixing in the monomer mix tank. Three equivalent doses of a mixture of 1.02 grams of ethylene glycol dimethacrylate
and 1.02 grams of diallyl maleate each were prepared.
[0049] An initial catalyst solution containing 0.2 grams of sodium persulfate in 16.8 grams of water was prepared.
An initial monomer mixture of 4.3 grams of styrene and 6.05 grams of methacrylic acid was prepared. Initial monomer
mixture was added to the heated initial charge and mixed for 5 minutes. Next, the initial catalyst was added and the
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reaction was stirred while the reaction temperature was raised to 80°C and then held at 80°C for 15 minutes. Polym-
erization should be initiated and was visible as a change in solution opacity. Remaining monomer emulsion was added
over a 3 hour period with addition of 2.04 grams of the diallyl maleate/ethylene glycol dimethacrylate mixture to the
monomer mix tank occurring when ϖ, υ and θ of monomer emulsion has been feed to reaction vessel. Slow add of a
persulfate solution consisting of 0.27 grams of persulfate and 60.6 grams of water was added simultaneously over 3
and υ hours. Upon completion of monomer addition a solution of 0.1 grams of 70% tert-butyl hydrogen peroxide in 2.0
grams of water was added to the reaction. Upon completion of the catalyst addition a final scavenge of 0.1 grams of
erythorbic acid in 10 grams of water was added over 30 minutes. Latex was cooled to 40°C and filtered to remove any
coagulum formed. The filtered latex was determined to have a 30.0% solids content.

EXAMPLE 9

Preparation of gradient crosslinked carboxylated polymer.

[0050] A polymer was prepared according to the procedure set forth in Example 8 except that the following amounts
were used in the monomer slow add: 150.0 grams of methacrylic acid and 100.0 grams of styrene. The filtered latex
was determined to have a 29.8% solids content.

EXAMPLE 10

[0051] The polymers prepared in Examples 5, 8, and 9 were solubilized in an aqueous solution containing 1.9%
sodium chloride, 2.9 to 3.7% polymer and approximately 1 gram sodium hydroxide per dry gram polymer, then the pH
was raised to 13.0 with sodium hydroxide. The solutions were stored at 50°C. The test results are summarized in Table
II.

[0052] The results in Table II show that the polymers of the invention continue to thicken alkaline aqueous solutions
even after 21 days. The alkalinity of the solution selectively degrades the polymer crosslinker that suppresses the
polymer solubility, but does not degrade the polymer backbone to reduce viscosity. The results also show that the
higher concentration of polymer in the alkaline solution has a greater thickening effect.

EXAMPLE 11

[0053] Alkali soluble emulsion polymers were solubilized in a aqueous solutions at 50°C containing 1-3% sodium
hypochlorite, 3.0-3.5% polymer and approximately 1 gram sodium hydroxide per dry gram polymer, then the pH was
raised to 13.0 with sodium hydroxide. The solutions were stored at 50°C. The test results are summarized in Table III.

TABLE II

Polymer Polymer
Concentration
(wt%)

Viscosity (cps) 0
Days

Viscosity (cps) 7
Days

Viscosity (cps) 14
Days

Viscosity (cps) 21
Days

Example 5 2.9% 1948 18,960 19,040 19,520

Example 8 3.2% 1,568 31,680 33,920 36,480

Example 9 3.7% 3,012 60,960 66,480 73,920

TABLE III

Polymer Bleach
Concentration
(wt%)

Viscosity (cps) 0
Days

Viscosity (cps) 7
Days

Viscosity (cps) 14
Days

Viscosity (cps) 21
Days

Example 1 1% 2020 476 220 128

Example 5 1% 1336 1152 484 144

Example 5 2% 1828 924 288 104
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[0054] The results in Table III show that higher bleach concentrations degrade the polymers more quickly as com-
pared to lower concentrations of bleach. However, the polymers of the present invention maintain a thickening effect
on the bleach solution significantly longer than the noncrosslinked polymer prepared in Example 1. The polymer from
Example 1 without crosslinker is rapidly degraded from 2020 cps to 476 cps after 7 days. The crosslinked polymer
from Example 5 has an initial viscosity of 1336 cps, yet its time released action maintains viscosity over 7 days in 1%
sodium hypochlorite. The results in Table III further show that the polymer from Example 5 does not contain enough
crosslinker to allow for a long time release so viscosity drops steadily after 7 days.

EXAMPLE 12

[0055] The alkali soluble emulsion polymers prepared in Examples 2, 7, 8, and 9 were solubilized in a aqueous
solutions containing 1-3% sodium hypochlorite, 3.0-3.5% polymer and approximately 1 gram sodium hydroxide per
dry gram polymer, then the pH was raised to 13 with sodium hydroxide. The solutions were stored at 50°C. The test
results are summarized in Tables IV, V, and VI. Figure 2 is a graph of the results in Table V.

TABLE III (continued)

Polymer Bleach
Concentration
(wt%)

Viscosity (cps) 0
Days

Viscosity (cps) 7
Days

Viscosity (cps) 14
Days

Viscosity (cps) 21
Days

Example 5 3% 1360 816 36 16

TABLE IV

Polymer Bleach
Concentration
(wt%)

Viscosity (cps) 0
Days

Viscosity (cps) 7
Days

Viscosity (cps) 14
Days

Viscosity (cps) 21
Days

Example 2 1% 96 976 428 188

Example 7 1% 562 788 576 368

Example 8 1% 1380 2748 2032 1540

Example 9 1% 1068 2844 2252 1944

TABLE V

Polymer Bleach
Concentration
(wt%)

Viscosity (cps) 0
Days

Viscosity (cps) 7
Days

Viscosity (cps) 14
Days

Viscosity (cps) 21
Days

Example 2 2% 136 3,776 772 996

Example 7 2% 1,076 1,032 628 364

Example 8 2% 1,904 2,432 1,702 1,184

Example 9 2% 2,676 3,964 2,884 2,736
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[0056] The results in Tables IV, V, and VI show that the polymers of the invention continue to thicken a 1-3% bleach
solution even after 21 days at 50°C. The homogeneously polymer from Example 2 had its initial viscosity suppressed
the most, yet it rapidly hydrolyzes and peaks in viscosity, followed by a rapid loss in viscosity. This behavior is worse
as the bleach content increases. The gradient crosslinked polymers have better performance since the lightly
crosslinked components provide an initial viscosity, while the higher crosslinked and more hydrolysis resistant fractions
provide reserves for long term slow release.
[0057] After 21 days at 50°C the 3% bleach samples with polymer still contained an average of 47% of the original
bleach content. The 2% bleach samples with polymer contained 41% or the original amount and the 1% bleach samples
with polymer averaged 35% of the original amount. Some of the alkyl ethoxylate surfactants present in the polymer
synthesis are known to cause bleach degradation and are presumed to be the reason for what appears to be a fixed
amount of bleach loss proportional to the amount of emulsion polymer added.
[0058] It is noted that alkaline conditions alone do not degrade the polymer, but that viscosity decreases are due to
polymer decomposition caused by bleach.

EXAMPLE 13

Preparation of homogeneously crosslinked carboxylated polymer.

[0059] A polymer was prepared according to the procedure set forth in Example 2 except that the ethylene glycol
dimethacrylate crosslinker was excluded from the recipe. The filtered latex was determined to have a 26.8% solids
content.
[0060] The polymers prepared in Examples 2, 3 and 13 were added to Comet Gel which is a concentrated surfactant/
bleach cleaning product with a viscosity of about 500 cps. The polymers were evaluated for their synergistic thickening
effect at different concentrations in the Comet Gel. The test results are summarized in Table VII. Figure 3 is a graph
of Table VII.

[0061] The results in Table VII show that the polymer from Example 13 which does not contain a degradable crosslink-
er causes a large increase in viscosity at a concentration of 0.5 and 1.1, but at a higher concentration of 1.5 and 2.2,
the polymer interferes with surfactant structuring and causes the viscosity to drop even below the 478 cps viscosity of
the solution without the polymer. The polymer from Example 2 is crosslinked according to the invention and although
there is a peak in the viscosity, much more polymer can be added without dropping the formulation viscosity to the
viscosity of the solution without the polymer. The polymer from Example 3 has its solubility suppressed more than the

TABLE VI

Polymer Bleach
Concentration
(wt%)

Viscosity (cps) 0
Days

Viscosity (cps) 7
Days

Viscosity (cps) 14
Days

Viscosity (cps) 21
Days

Example 2 3% 156 4,856 84 12

Example 7 3% 920 1,136 60 20

Example 8 3% 1,232 3,248 560 56

Example 9 3% 1,296 3,232 1,276 88

TABLE VII

Polymer Visc. (cps) at 0%
Conc. of Polymer

Visc. (cps) at 0.5%
Conc. of Polymer

Visc. (cps) at 1.1%
Conc. of Polymer

Visc. (cps) at 1.5%
Conc. of Polymer

Visc. (cps) at
2.2% Conc. Of
Polymer

Ex. 2 478 835 4060 3912 2674

Ex. 3 478 516 880 1086 1450

Ex. 13 478 1922 2497 1302 202
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polymer of Example 2, thus high levels of this polymer may be added for an even longer time released thickening effect.

EXAMPLE 14

[0062] Evaluation of polymers prepared in Example 1 and Example 4 in bleach thickening compositions during ac-
celerated aging storage at 50°C (122°F).
[0063] The crosslinked carboxylated polymer prepared in Example 4, 4.1 g was combined with 20 g of RHODAPEX
ES-2 (a 25% solution of 2 mole % ethylene oxide lauryl ether sulfate surfactant) ("SLES"), 67 g distilled water, 4 g
sodium hydroxide, and 100 g CLOROX liquid bleach (approximately 5.4% sodium hypochlorite). This yielded a 2.5%
bleach solution thickened by the interaction of 2.5% of the surfactant and 0.53% crosslinked polymer. The solution had
an initial viscosity of 330 cps and contained 2.5% sodium hypochlorite by assay. The pH was determined to be 13.0.
The solution was turbid due to the insoluble crosslinked polymer.
[0064] The polymer from Example 1 containing no crosslinker was also evaluated under similar conditions except
2.9% RHODAPEX ES-2 was used and less polymer was required. The test results are summarized in Table VIII.

[0065] The test results in Table VIII show that the Example 4 polymer prepared according to the invention continued
to thickened the bleach thickening composition up to three weeks. After 22 days, the sodium hypochlorite content was
1.4%. The test results also show that the noncrosslinked polymer prepared in Example 1 was unacceptable because
the bleach solution rapidly lost all viscosity over the first 13 days.

EXAMPLE 15

Preparation of bleach thickening composition.

[0066] A 2% sodium hypochlorite solution containing a mixed surfactant system was prepared by mixing 75 g Clorox
Bleach (approximately 5.4% sodium hypochlorite), 2.15 g sodium hydroxide, 97 g distilled water, 7.5 g RHODAPEX
ES-2 (25% active) and 6.5 g AMMONYX MO (30% active). This solution typically gave a viscosity of 75-150 cps. To
60 g of this solution was added 1.1 g of the emulsion polymer in example 5 (30% solids). The pH of the mixture was
adjusted 4o 13.0 and the viscosity had increased to 310 cps. The sample was placed in an oven at 50°C and removed
periodically to test viscosity and hypochlorite content. This procedure was used to prepare samples with polymers from
Examples 1, 5 and 7. The test results are summarized in Table IX. Figure 4 is a graph of Table IX.

[0067] The test results in Table IX show that the polymer in Example 1 without crosslinker degraded rapidly and the
mixture lost all viscosity after 10 days. The crosslinked polymers increased in viscosity initially then maintained a
suitable viscous solution the 3-4 week test period. After 21 days, the hypochlorite content was 0.91% for the formulation

TABLE VIII

Polymer Conc.
Polymer/
SLES
(wt%)

Visc. (cps)
0 Days

Visc. (cps)
5 Days

Visc. (cps)
13 Days

Visc. (cps)
19 Days

Visc. (cps)
22 Days

Visc. (cps)
27 Days

Example 4 0.53%/ 332 520 425 357 268 105
2.5%

Example 1 0.28%/ 1735 563 125
2.9%

TABLE IX

Polymer Polymer
(wt%)

Visc. (cps) 0
Day

Visc. (cps) 10
Day

Visc. (cps) 14
Day

Visc. (cps) 21
Day

Visc. (cps) 27
Day

Example 7 0.63 388 742 821 673 496

Example 1 0.42 1052 20 20 39 20

Example 5 0.54 310 973 551 619
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with the polymer from Example 5 and 0.63% for the polymer from Example 7 after 27 days.

EXAMPLE 16

Preparation of bleach thickening composition.

[0068] Comet Gel is a commercially available thickened bleach composition which has approximately 0.9-1% sodium
hypochlorite and is thickened with bleach stable surfactants to achieve a viscosity of 500 cps. The viscosity of Comet
Gel was increased by adding 0.5-0.8% (dry basis) of the polymer thickeners from Examples 5 and 8 to achieve a
viscosity of 1000 cps at a pH of 12.8-13 adjusted with 50% sodium hydroxide. The samples were stored for three weeks
at 50° C. The test results are summarized in Table X.

[0069] The test results in Table X show that the polymer from Example 8 maintained viscosity constant at about 1000
cps for three weeks while the polymer from Example 5 resulted in a steady increase in viscosity. Thus, the polymer
from Example 5 was solubilized faster than it was degraded. It was also determined that 80% of the original amount
of hypochlorite remained after 21 days.

EXAMPLE 17

Preparation of bleach thickening composition.

[0070] The bleach content of Comet Gel was increased to 2.3% by mixing 40 g Comet Gel with 18 g Clorox Bleach
(5.4% sodium hypochlorite) which gave a mixture with a viscosity of 330 cps. The mixture was formulated with 0.5%
(dry basis) of the polymer thickeners from Examples 5 and 6 to obtain a viscosity of 800-1000 cps at a pH of 12.8-13
adjusted with 50% sodium hydroxide. The test results are summarized in Table XI.

[0071] The test results in Table XI show that the highly crosslinked polymers from Examples 5 and 6 were compatible
and produced homogeneous mixtures which maintained viscosity close to the target range for 4 weeks at 50°C before
decreasing. The high bleach concentration degraded the polymer from Example 5 fast enough that the viscosity is held
nearly constant after the first week. It was also determined that 56% of the original bleach content remained after 21
days.

EXAMPLE 18

Effect of non-degraciable crosslinker.

[0072] A polymer was prepared according to the procedure set forth in Example 9 except that the ethylene glycol
dimethacrylate and diallyl maleate crosslinkers were replaced with 0.63 g of divinyl benzene which was homogeneously
mixed with the monomer slow-add at the beginning of the reaction. The filtered latex was determined to have a 30.0%
solids content.

TABLE X

Polymer Conc.of Polymer
(wt%)

Viscosity (cps) 0
Days

Viscosity (cps) 7
Days

Viscosity (cps) 14
Days

Viscosity (cps) 21
Days

Example 8 0.78 1080 1060 980 1048

Example 5 0.54 914 1312 1479 1750

TABLE XI

Polymer Polymer
Conc.
(wt%)

Visc.
(cps) 0
Day

Visc.
(cps) 7
Day

Visc.
(cps) 12
Day

Visc.
(cps) 21
Day

Visc. (cps)
28 Day

Visc. (cps)
35 Day

Visc. (cps)
46 Day

Ex. 5 0.5 428 767 826 968 939 653 477

Ex. 6 0.5 767 1106 841 909 870 560 280
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[0073] An alkaline solution at pH 13.0 was prepared containing 9.6 g of the polymer from Example 18 containing
divinyl benzene which is a nondegradable crosslinker, 100 g of 2% sodium hypochlorite and 3 g of 50% sodium hy-
droxide. A separate alkaline solution at pH 13.3 was prepared from 11.6 g of the polymer from Example 18, 145 g
distilled water, 5 g of 50% sodium hydroxide and 3 g sodium chloride. The test results are summarized in Table XII.

[0074] The test results in Table XII show that the viscosity of the polymer from Example 18 in alkaline solution without
bleach only increased about 30% after the first week which indicated that the polymer crosslinks were stable to hy-
drolysis. In comparison, the degradable crosslinks in Example 10 produced a 10-20 fold viscosity increase. However,
the polymer from Example 18 in bleach solution produced a two-fold increase after 3 days but rapidly lost viscosity
after 8 days and resulted in a 16% decrease in viscosity which indicated that the polymer backbone is degrading without
additional polymer being released and solubilized to compensate. The polymer in bleach solution produced a turbid
solution which indicated there was polymer available for thickening, but it wasn't solubilized.

Claims

1. A controlled release bleach thickening composition comprising bleach, water, and 0.1 to 50 weight percent, based
on the total weight of the controlled release bleach thickening composition, of at least one crosslinked carboxylated
polymer which is prepared from 30 to 80 weight percent of at least one ethylenically unsaturated hydrophilic mon-
omer, from 20 to 70 weight percent of at least one ethylenically unsaturated hydrophobic monomer, and from about
0.5 to about 10 weight percent of a degradable crosslinking monomer selected from the group consisting of a
crosslinking monomer having at least two ethylenically unsaturated moieties, a crosslinking monomer having at
least one ethylenically unsaturated moiety and at least one functional group capable of reacting with another func-
tional group on a monomer to form a degradable crosslink, and combinations thereof, wherein the weight percents
are based on the total weight of monomer used to prepare the crosslinked carboxylated polymer.

2. A controlled release bleach thickening composition comprising bleach, water, and 0.1 to 50 weight percent, based
on the total weight of the controlled release bleach thickening composition, of at least one crosslinked carboxylated
polymer whicn is prepared from 30 to 80 weight percent of at least one ethylenically unsaturated hydrophilic mon-
omer, from 20 to 70 weight percent of at least one ethylenically unsaturated hydrophobic monomer, and from about
0.5 to about 10 weight percent of a degradable crosslinking monomer selected from the group consisting of esters
of acrylic acid, esters of methacrylic acid, esters of maleic acid, esters of crotonic acid, esters with allyl or methallyl
alcohol, allyl ethers, vinyl ethers, allyl sucrose ethers, thioamides, unsaturated epoxides, N-methylol acrylamide,
isocyanates, and silanes.

3. The controlled release bleach thickening composition according to Claim 2 wherein the degradable crosslinking
monomer is selected from the group consisting of glycidyl methacrylate, 2-isocyanatoethyl methacrylate, α,α-dime-
thyl meta-isopropenyl benzyl isocyanate, vinyltrimethoxysilane, gamma-methacryloxypropyltrimethoxysilane, eth-
yleneglycol dimethacrylate, polyethyleneglycol diacryiate, butanediol diacrylate, pentaerythritol tetraacrylate, tri-
methylolpropane triacrylate, diallyl phthalate, diallyl maleate, allyl methacrylate, vinyl crotonate, triallyl cyanurate,
diallyl phosphate, ethanedithiol diacrylate, and N,N'- methylene-bis-acrylamide.

4. The controlled release bleach thickening composition according to Claim 1 wherein the crosslinked carboxylated
polymer is prepared from 50 to 70 weight percent of at least one hydrophilic monomer, from 30 to 50 weight percent
of at least one hydrophobic monomer, and from about 1 to about 5 weight percent of a degradable crosslinking
monomer.

5. The controlled release bleach thickening composition according to Claim 1 wherein the ethylenically unsaturated
hydrophilic monomer is selected from the group consisting of acids, amides, ethers, alcohols, aldehydes, ketones,

TABLE XII

Polymer Conc.of
Polymer (wt%)

pH Sodium
Hypochlorite

Visc. (cps) 0
Days

Visc. (cps) 3
Days

Visc. (cps) 8
Days

Example 18 2.1% 13.0 Yes 1,016 2,088 852

Example 18 2.6% 13.3 No 1,124 1,552 1,452
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esters, and combinations thereof.

6. The controlled release bleach thickening composition according to Claim 1 wherein the ethylenically unsaturated
hydrophobic monomer is selected from the group consisting of C5-C24 alkenyl, C5-C24 alkenyloxy and combinations
thereof.

7. The controllcd release bleach thickening composition according to Claim 1 further comprising at least one sur-
factant selected from the group consisting of anionic surfactants, cationic surfactants, nonionic surfactants, zwit-
terionic surfactants, and amphoteric surfactants.

8. The controlled release bleach thickening composition according to Claim 1 further comprising at least one additive
selected from the group consisting of dye transfer inhibitors, anticorrosion materials, antistatic agents, optical
brighteners, perfumes, fragrances, dyes, fillers, electrolytes, buffers, chelating agents, fabric whiteners, brighten-
ers, sudsing control agents, buffering agents, soil release agents, fabric softening agents, and combinations there-
of.

9. The controlled release bleach thickening composition according to Claim 1 wherein the crosslinked carboxylated
polymer is present in an amount of 1 to 10 weight percent, based on the total weight of the controlled release
bleach thickening composition.

Patentansprüche

1. Verdickende Bleichmittelzusammensetzung mit kontrollierter Freisetzung, umfassend Bleichmittel, Wasser und
0,1 bis 50 Gew.-%, bezogen auf das Gesamtgewicht der verdickenden Bleichmittelzusammensetzung, mindestens
eines vernetzten, carboxylierten Polymers, das aus 30 bis 80 Gew.-% mindestens eines ethylenisch ungesättigten
hydrophilen Monomers, 20 bis 70 Gew.-% mindestens eines ethylenisch ungesättigten hydrophoben Monomers
und etwa 0,5 bis etwa 10 Gew.-% eines abbaubaren vernetzenden Monomers, ausgewählt aus der Gruppe, be-
stehend aus einem vernetzenden Monomer, das mindestens zwei ethylenisch ungesättigte Gruppierungen hat,
einem vernetzenden Monomer, das mindestens eine ethylenisch ungesättigte Gruppierung und mindestens eine
funktionelle Gruppe, die fähig ist, mit einer anderen funktionellen Gruppe an einem Monomer, unter Bildung einer
abbaubaren Vernetzung zu reagieren, hat, und Kombinationen davon, hergestellt wurde, wobei die Gewichtspro-
zente auf das Monomergesamtgewicht, das zur Herstellung des vernetzten carboxylierten Polymeren verwendet
wird, bezogen sind.

2. Verdickende Bleichmittelzusammensetzung mit kontrollierter Freisetzung, umfassend Bleichmittel, Wasser und
0,1 bis 50 Gew.-%, bezogen auf das Gesamtgewicht der verdickenden Bleichmittelzusammensetzung, mindestens
eines vernetzten carboxylierten Polymers, das aus 30 bis 80 Gew.-% mindestens eines ethylenisch ungesättigten
hydrophilen Monomers, 20 bis 70 Gew.-% mindestens eines ethylenisch ungesättigten hydrophoben Monomers
und etwa 0,5 bis etwa 10 Gew.-% eines abbaubaren vernetzenden Monomers, ausgewählt aus der Gruppe, be-
stehend aus Acrylsäureestern, Methacrylsäureestern, Maleinsäureestern, Crotonsäureestern, Estern mit Allyl-
oder Methallylalkohol, Allylethern, Vinylethern, Allylsaccharoseethern,Thioamiden, ungesättigten Epoxiden, N-Me-
thylolacrylamid, Isocyanaten und Silanen, hergestellt wurde.

3. Verdickende Bleichmittelzusammensetzung mit kontrollierter Freisetzung nach Anspruch 2, wobei das abbaubare
vernetzende Monomer aus der Gruppe, bestehend aus Glycidylmethacrylat, 2-Isocyanatoethylmethacrylat,α,α-Di-
methylmeta-isopropenylbenzylisocyanat, Vinyltrimethoxysilan, gamma-Methacryloxypropyltrimethoxysilan, Ethy-
lenglykoldimethacrylat, Polyethylenglykoldiacrylat, Butandioldiacrylat, Pentaerythrittetraacrylat, Trimethylolpro-
pantriacrylat, Diallylphthalat, Diallylmaleat, Allylmethacrylat, Vinylcrotonat, Triallylcyanurat, Diallylphosphat, Et-
handithioldiacrylat und N,N'-Methylenbisacrylamid ausgewählt ist.

4. Verdickende Bleichmittelzusammensetzung mit kontrollierter Freisetzung nach Anspruch 1, wobei das vernetzte
carboxylierte Polymer aus 50 bis 70 Gew.-% mindestens eines hydrophilen Monomers, 30 bis 50 Gew.-% minde-
stens eines hydrophoben Monomers und etwa 1 bis etwa 5 Gew.-% eines abbaubaren vernetzenden Monomers
hergestellt wurde

5. Verdickende Bleichmittelzusammensetzung mit kontrollierter Freisetzung nach Anspruch 1, wobei das ethylenisch
ungesättigte hydrophile Monomer aus der Gruppe, bestehend aus Säuren, Amiden, Ethern, Alkoholen, Aldehyden,
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Ketonen, Estern und Kombinationen davon, ausgewählt ist.

6. Verdickende Bleichmittelzusammensetzung mit kontrollierter Freisetzung nach Anspruch 1, wobei das ethylenisch
ungesättigte hydrophobe Monomer aus der Gruppe, bestehend aus C5-C24-Alkenyl, C5-C24-Alkenyloxy und Kom-
binationen davon, ausgewählt ist.

7. Verdickende Bleichmittelzusammensetzung mit kontrollierter Freisetzung nach Anspruch 1, die mindestens ein
oberflächenaktives Mittel, ausgewählt aus der Gruppe, bestehend aus anionischen oberflächeaktiven Mitteln, kat-
ionischen oberflächenaktiven Mitteln, nichtionischen oberflächenaktiven Mitteln, zwitterionischen oberflächenak-
tiven Mitteln und amphoteren oberflächenaktiven Mitteln, umfasst.

8. Verdickende Bleichmittelzusammensetzung mit kontrollierter Freisetzung nach Anspruch 1, die außerdem minde-
stens ein Additiv, ausgewählt aus der Gruppe, bestehend aus Farbübertragungsinhibitoren, Antikorrosionsmate-
rialien, antistatischen Mitteln, optischen Aufhellern, Parfüms, Duftstoffen, Farbstoffen, Füllstoffen, Elektrolyten,
Puffern, Chelatbildnern, Gewebeweißmachern, Aufhellern, Seifenschaumkontrollmitteln, Puffermitteln, Schmutz-
freisetzungsmitteln, Gewebeweichspülmitteln und Kombinationen davon, umfasst.

9. Verdickende Bleichmittelzusammensetzung mit kontrollierter Freisetzung nach Anspruch 1, wobei das vernetzte
carboxylierte Polymer in einer Menge von 1 bis 10 Gew.-%, bezogen auf das Gesamtgewicht der verdickenden
Bleichmittelzusammensetzung mit kontrollierter Freisetzung, vorliegt.

Revendications

1. Composition épaississante d'agent de blanchiment à libération contrôlée comprenant un agent de blanchiment,
de l'eau, et 0,1 à 50 % en poids, par rapport au poids total de la composition épaississante d'agent de blanchiment
à libération contrôlée, d'au moins un polymère carboxylé réticulé qu'on prépare à partir de 30 à 80 % en poids
d'au moins un monomère hydrophile éthyléniquement insaturé, de 20 à 70 % en poids d'au moins un monomère
hydrophobe éthyléniquement insaturé, et d'environ 0,5 à environ 10 % en poids d'un monomère de réticulation
dégradable choisi dans l'ensemble constitué d'un monomère de réticulation ayant au moins deux fragments éthy-
léniquement insaturés, un monomère de réticulation ayant au moins un fragment éthyléniquement insaturé et au
moins un groupe fonctionnel capable de réagir avec un autre groupe fonctionnel sur un monomère pour former
une réticulation dégradable, et des combinaisons de ceux-ci, dans laquelle les pourcentages en poids se rapportent
au poids total des monomères utilisés pour préparer le polymère carboxylé réticulé.

2. Composition épaississante d'agent de blanchiment à libération contrôlée comprenant un agent de blanchiment,
de l'eau, et 0,1 à 50 % en poids, par rapport au poids total de la composition épaississante d'agent de blanchiment
à libération contrôlée, d'au moins un polymère carboxylé réticulé qu'on prépare à partir de 30 à 80 % en poids
d'au moins un monomère hydrophile éthyléniquement insaturé, de 20 à 70 % en poids d'au moins un monomère
hydrophobe éthyléniquement insaturé, et d'environ 0,5 à environ 10 % en poids d'un monomère de réticulation
dégradable choisi dans l'ensemble constitué des esters de l'acide acrylique, esters de l'acide méthacrylique, esters
de l'acide maléique, esters de l'acide crotonique, esters avec de l'alcool allylique ou méthallylique, éthers allyliques,
éthers vinyliques, éthers d'allyle et de saccharose, thioamides, époxydes insaturés, N-méthylolacrylamide, iso-
cyanates et silanes.

3. Composition épaississante d'agent de blanchiment à libération contrôlée selon la revendication 2, dans laquelle
le monomère de réticulation dégradable est choisi dans l'ensemble constitué des méthacrylate de glycidyle, mé-
thacrylate de 2-isocyanatoéthyle, α,α-diméthyl-méta-isopropénylbenzylisocyanate, vinyltriméthoxysilane, gam-
ma-méthacryloxypropyltriméthoxysilane, diméthacrylate d'éthylèneglycol, diacrylate de polyéthylèneglycol, dia-
crylate de butanediol, tétraacrylate de pentaérythritol, triacrylate de triméthylolpropane, phtalate de diallyle, ma-
léate de diallyle, méthacrylate d'allyle, crotonate de vinyle, cyanurate de triallyle, phosphate de diallyle, diacrylate
d'éthanedithiol et N,N'-méthylène-bis-acrylamide.

4. Composition épaississante d'agent de blanchiment à libération contrôlée selon la revendication 1, dans laquelle
le polymère carboxylé réticulé est préparé à partir de 50 à 70 % en poids d'au moins un monomère hydrophile,
de 30 à 50 % en poids d'au moins un monomère hydrophobe, et d'environ 1 à environ 5 % en poids d'un monomère
de réticulation dégradable.
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5. Composition épaississante d'agent de blanchiment à libération contrôlée selon la revendication 1, dans laquelle
le monomère hydrophile éthyléniquement insaturé est choisi dans l'ensemble constitué d'acides, amides, éthers,
alcools, aldéhydes, cétones, esters et des combinaisons de ceux-ci.

6. Composition épaississante d'agent de blanchiment à libération contrôlée selon la revendication 1, dans laquelle
le monomère hydrophobe éthyléniquement insaturé est choisi dans l'ensemble constitué des groupes alcényle en
C5-C24, alcényloxy en C5-C24 et des combinaisons de ceux-ci.

7. Composition épaississante d'agent de blanchiment à libération contrôlée selon la revendication 1, comprenant en
outre au moins un agent tensio-actif choisi dans l'ensemble constitué des agents tensio-actifs anioniques, agents
tensio-actifs cationiques, agents tension-actifs non ioniques, agents tensio-actifs zwittérioniques et agents tensio-
actifs amphotères.

8. Composition épaississante d'agent de blanchiment à libération contrôlée selon la revendication 1, comprenant en
outre au moins un additif choisi dans l'ensemble constitué des inhibiteurs de transfert de colorants, matières anti-
corrosion, agents antistatiques, azurants optiques, parfums, fragrances, colorants, charges, électrolytes, tampons,
agents de chélation, agents de blanchiment de tissus, azurants, agents de maîtrise de moussage, agents de
tamponnage, agents antisalissures, agents d'assouplissement de tissus, et des combinaisons de ceux-ci.

9. Composition épaississante d'agent de blanchiment à libération contrôlée selon la revendication 1, dans laquelle
le polymère carboxylé réticulé est présent en une quantité de 1 à 10 % en poids par rapport au poids total de la
composition épaississante d'agent de blanchiment à libération contrôlée.
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