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Description

[0001] This invention relates to metal-cleaning compositions. More particularly, this invention relates to an aqueous
metal-cleaning composition and method of using same, wherein the composition is capable of substantially removing
industrial-type soil contaminants from metal surfaces at low wash temperatures without the help of any mechanical
action.

[0002] Many industries, such as, for example, automobile parts repair and replacement services and the like, require
that component mechanical parts be cleaned prior to inspection, repair, or replacement thereof. Generally, such parts
have been exposed to various industrial-type soil contaminants such as dirt, grease, oil, ink and the like, which must
be removed for effective repair or service.

[0003] A variety of metal cleaners have been used to clean such mechanical parts. For example, solvent-based
metal cleaners have been used which contain either halogenated or non-halogenated hydrocarbons. Aqueous-based,
highly alkaline detergent systems have also been used to clean metal parts. However, the use of such solvent-based
or aqueous-based cleaners has raised environmental and/or worker safety concerns.

[0004] Forexample, although halogenated hydrocarbon solvents such as chlorofluorocarbons (CFCs), trichlorometh-
ane, methylene chloride and trichloroethane (methyl chloroform) have been widely used in industry for metal cleaning,
the safety, environmental and cost factors associated with their use coupled with waste disposal problems are negative
aspects of the use of such solvents. A world-wide and U.S. ban on most halogenated solvents is soon in the offing by
virtue of the Montreal Protocol, Clean Air Act and Executive and Departmental directives.

[0005] Non-halogenated hydrocarbon solvents such as toluene, Stoddard solvent and like organic compounds such
as ketones and alcohols are generally flammable and highly volatile and have dubious ability to be recycled for con-
tinuous use. These factors, along with unfavorable safety, environmental and cost factors, make the non-halogenated
hydrocarbon solvents unattractive for practical consideration. For example, the most useful organic solvents, classified
as volatile organic compounds (VOCs), pollute the atmosphere, promote formation of a toxic zone at ground level, and
add to the inventory of greenhouse gases.

[0006] Aqueous cleaning systems have been developed to overcome some of the inherent negative environmental
and health aspects associated with the solvent-based cleaning systems. Unfortunately, aqueous cleaning systems
also have drawbacks.

[0007] For example, aqueous solutions used to clean industrial-type soil contaminants from metal surfaces are gen-
erally effective only at relatively high wash temperatures, e.g., 60°C (140°F) and above. Such high wash temperatures
are disadvantageous because of the higher energy costs which are involved relative to lower temperature washing
and the difficulty with maintaining such high temperatures. Unfortunately, with aqueous solutions, a reduced wash
temperature usually leads to reduced cleaning versus that obtained at higher wash temperatures. It would be desirable,
therefore, to provide an aqueous metal-cleaning composition which provides high cleaning performance at relatively
low wash temperatures.

[0008] Another advantage associated with the use of aqueous cleaners stems from the high surface tension of water
and the propensity of the detersive agents in the aqueous cleaner to foam upon agitation of the cleaning bath such as
induced in the bath or by the use of spray nozzles to apply the cleaning solution to the metal components being cleaned.
The foaming profile of an aqueous cleaner is an important characteristic. The presence of foam often renders the use
of machines with high mechanical agitation impractical due to excessive foaming. High foaming cleaners are particularly
problematic in spray equipment. In addition to foam exiting the equipment, foaming can cause pump cavitation and
selective loss of surfactants. Also, the presence of foam can cause the overflow of liquids onto floors as well as cause
difficulties with viewing the cleaning process through vision ports and the like contained in the machinery. Contrary to
popular belief, foaming does not contribute to cleaning and, therefore, is not necessary forimmersion or spray cleaning.
Generally, low foaming cleaners are preferred because they can be used in dip, immersion, ultrasonic and spray equip-
ment.

[0009] It has been found that, in conventional aqueous metal-cleaning compositions, foam formation will decrease
with increased temperature. Thus, with such compositions, the use of relatively low wash temperatures tends to lead
to high foam formation, which renders such cleaning compositions unsuitable for use at low temperatures.

[0010] As stated above, agitation of the cleaning solution appears to induce foaming. Thus, one way to reduce foam
formation would be to reduce or eliminate the agitation of the cleaning solution. It would be desirable, therefore, to
provide an aqueous metal-cleaning composition which is capable of substantially removing industrial-type soil con-
taminants from metal surfaces at low wash temperatures without substantial agitation of the cleaning composition,
thereby avoiding excessive foaming during use of the composition.

[0011] A further drawback associated with agueous cleaners containing sodium hydroxide or organic solvents such
as alkanolamine, ethers, alcohols, glycols and the like, is that such cleaners tend to be exceedingly alkaline, i.e., having
pHs of 13 and above. These exceedingly alkaline aqueous solutions are highly corrosive to metal surfaces, highly toxic
and can be dangerous to handle, thus requiring extreme safety measures to avoid contact with the skin. Organic
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solvent-containing aqueous cleaners have the toxicity and environmental problems discussed previously herein.
[0012] Thus, it is also desirable to provide a low-temperature aqueous cleaning composition which is not highly
corrosive to metal surfaces, toxic or dangerous to handle.

[0013] Itis also important that the aqueous metal cleaners be reusable to render such cleaners economically viable.
Thus, it is not practical on an industrial scale to sewer an aqueous cleaning bath upon a single usage thereof. Many
of the aqueous-based cleaners now available use detersive agents which are effective in removing the dirt, grease or
oil from the metal surface but which unfortunately readily emulsify the contaminants such that the contaminants are
highly dispersed or solubilized throughout the aqueous solution. These highly emulsified cleaning solutions are difficult
to treat to separate the contaminants from the aqueous cleaner and, accordingly, the cleaning solution gets spent in
a relatively short period of time and must be replaced to again achieve effective cleaning of the metal parts and the
like. It would be desirable to provide an aqueous metal cleaner which could effectively remove the contaminants from
the metal surface but which would allow the ready separation of such contaminants from the cleaning solution to allow
effective and prolonged reuse of the solution.

[0014] In addition to the above-recited desirable characteristics, it is also desirable that an aqueous metal cleaner
be compatible with a relatively wide variety of metals so that such cleaner can be used to clean a wide variety of metal
substrates.

[0015] Examples of aqueous metal cleaning formulations may be found in US 5342450, WO 96/09366 and
WO097/105222. US 5342450 describes a method of cleaning a stainless steel fryer using a non corrosive aqueous
chemical composition comprising an alkaline agent, a chelating agent and nonionic, cationic, zwitterionic, and anionic
surfactant. The preferred nonionic surfactant is a mixture of two ethoxylated fatty alcohols, each having an R group of
9-11 carbon atoms and being ethoxylated with an average of 2.5 and 6 moles of ethylene oxide respectively. The
method requires boiling of the composition in the fryer in order to remove soil. WO 96/09366 describes an aqueous
metal cleaning composition which comprises an alkalinity providing component, a low emulsifying, low foaming sur-
factant, and an N-alkyl 1-2-pyrrolidone. WO97/05222 describes a process and composition for cleaning metals at
20-80°C. The first component of the composition may be chosen from amine oxide, nonionic, anionic and amphoteric
surfactants. Two examples describe a composition comprising two nonionic surfactants having an average of 8 ethylene
oxide residues per molecule and a HLB value of 12.5, and 5.6 ethylene oxide residues per molecule and a HLB value
of 11.2 to 12.3, respectively.

[0016] The presentinvention is based on the discovery that the use of a specific surfactant formulation in an alkaline,
aqueous cleaning composition will provide such cleaning composition with improved ability to clean metal surfaces at
relatively low wash temperatures and in the absence of substantially agitation of the cleaning composition. Specifically,
this invention is based on the discovery that a surfactant mixture containing ethoxylated linear primary alcohol sur-
factants having a relatively short hydrophobic carbon chain length will provide significantly better low-temperature
metal-cleaning properties to an alkaline, aqueous metal cleaner than does an ethoxylated linear primary alcohol sur-
factant having a relatively long hydrophobic carbon chain length.

[0017] Accordingly, one aspect of the present invention is directed to an active ingredient composition, which upon
being mixed with water forms an alkaline metal-cleaning composition, the active ingredient composition comprising:

(1) an alkalinity-providing component; and
(2) a surfactant mixture comprising:

(a) at least one first non-ionic, ethoxylated linear primary alcohol surfactant having a hydrophobic carbon chain
length of from 9 to 11 carbon atoms and being ethoxylated with an average of 2.5 moles of ethylene oxide;
(b) at least one second non-ionic, ethoxylated linear primary alcohol surfactant having a hydrophobic carbon
chain length of from 9 to 11 carbon atoms and being ethoxylated with an average of 6.0 moles of ethylene
oxide; and

(c) at least one third surfactant, wherein the third surfactant is an N-alkyl pyrrolidone surfactant.

[0018] In preferred embodiments of this invention, the N-alkylpyrrolidone surfactant is an N-(n-alkyl)-2 pyrrolidone
wherein the alkyl group comprises from 6 to 15 carbon atoms, preferably N-octylpyrrolidone. Also preferably, the active-
ingredient pportion of the composition of this invention contains at least one anionic surfactant.

[0019] The cleaning composition of this invention is preferably provided in the form of an aqueous concentrate which
is further diluted in water for use.

[0020] Another aspect of this invention is directed to a method of removing industrial-type soil materials from a metal
surface contaminated therewith by means of the composition of this invention. Such method involves applying the
metal-cleaning composition to the contaminated metal surface at a temperature of no more than 43°C (110°F) and for
a period of time sufficient to remove all or substantially all of the soil contaminants from the metal surface. The wash
temperature used in the cleaning method of this invention is no more than 43°C (110°F), preferably from 21°C (70°F)
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to 38°C (100°F), and most preferably from 21°C (70°F) to less than 32°C (90°F). Preferably, the cleaning of the metal
surface with the cleaning composition of this invention takes place without substantial agitation of the aqueous com-
position against the metal surface.

[0021] A further aspect of this invention is directed to the active-ingredient portion of the aqueous cleaning compo-
sition of this invention.

[0022] A primary advantage of the aqueous cleaning composition of this invention is that it is capable of effectively
removing industrial-type soil contaminants from metal surfaces at relatively low wash temperatures.

[0023] A further advantage of the aqueous cleaning composition of this invention is that it is capable of effectively
removing industrial-type soil contaminants from metal surfaces at relatively low wash temperatures and in the absence
of substantial agitation of the aqueous cleaning composition, thereby avoiding substantial foaming of the composition
during use thereof.

[0024] Another advantage of the aqueous metal-cleaning composition of this invention is that it effectively removes
industrial-type soil contaminants from a metal surface and also allows ready separation of the soil contaminants from
the aqueous composition so as to permit effective and prolonged use of the cleaning composition.

[0025] Yetanotheradvantage of the aqueous cleaning composition of this invention is its compatibility with a relatively
wide variety of metal substrates.

[0026] In addition to the foregoing advantages, the composition of this invention is environmentally safe, substantially
non-corrosive to metal, non-toxic, and not dangerous to handle.

[0027] As stated above, this invention is directed to an aqueous metal-cleaning composition and a method of using
same, wherein the composition contains a surfactant formulation that enables the composition to effectively remove
industrial-type soil contaminants from a metal surface at a relatively low wash temperature and in the absence of
substantial agitation of the cleaning composition against the metal surface.

[0028] As used herein, the term "industrial-type soil contaminants" refers to contaminants such as, for example,
greases, oils, lubricants, rust preventatives, and other processing soils.

[0029] The term "agitation" as used herein with respect to the cleaning composition of this invention is meant to
include not only agitation-type movement of the composition but also circulation of the composition.

[0030] The aqueous cleaning composition of this invention is alkaline and preferably has a pH of more than 7.5 up
to 11.0 so as to render the composition substantially less harmful to use and handle than highly alkaline aqueous
cleaners such as those formed from sodium hydroxide or aqueous alkanolamine solutions. More preferably, the aque-
ous cleaning composition of this invention has a pH of at least about 8.0 to less than 11.0 to effectively clean the typical
metal surface. Most preferably, the aqueous cleaning composition of this invention has a pH of from about 8.0 to about
10.0, which is effective to remove the dirt, grease, oil and other contaminants from the metal surface without causing
tarnishing or discoloration of the metal substrate and yet allow the cleaning solution to be used, handled and disposed
of without burning or irritating human skin.

[0031] The aqueous cleaning composition of this invention contains (A) an active-ingredient portion composed of an
alkalinity-providing component and a surfactant mixture, and (B) an aqueous portion. The surfactant mixture is com-
posed of (a) at least one first non-ionic, ethoxylated linear primary alcohol surfactant having a hydrophobic carbon
chain length of from 9 to 11 carbon atoms and being ethoxylated with an average of 2.5 moles of ethylene oxide ; (b)
at least one second non-ionic, ethoxylated linear primary alcohol surfactant having a hydrophobic carbon chain length
of from 9 to 11 carbon atoms and being ethoxylated with an average of 6.0 moles of ethylene oxide and (c) an N-alkyl
pyrolidone surfactant

[0032] The alkalinity-providing component (A)(1) present in the aqueous cleaning composition of this invention can
be composed of one or more alkaline salts. Suitable alkaline salts or mixtures thereof are those capable of providing
the desired pH. Most suitable are the salts of potassium and sodium. Especially preferred are the potassium and sodium
carbonates and bicarbonates, which are safe, economical and environmentally friendly. The carbonate salts include,
e.g., potassium carbonate, potassium carbonate dihydrate, potassium carbonate trihydrate, sodium carbonate, sodium
carbonate decahydrate, sodium carbonate monohydrate, sodium sesquicarbonate and the double salts and mixtures
thereof. The bicarbonate salts include potassium bicarbonate and sodium bicarbonate and mixtures thereof. Mixtures
of the carbonate and bicarbonate salts are also especially useful.

[0033] Although not preferred, other suitable alkaline salts which can be used as the alkalinity-providing component
include the alkali metal ortho or complex phosphates. The complex phosphates are especially effective because of
their ability to chelate water hardness and heavy metal ions. The complex phosphates include, for example, sodium
or potassium pyrophosphate, tripolyphosphate and hexametaphosphates.

[0034] Additional suitable alkaline salts useful as the alkalinity-providing component include the alkali metal borates,
acetates, citrates, tartrates, succinates, silicates, phosphonates, edates, etc.

[0035] In particularly preferred embodiments of the present invention, the alkalinity-providing component is a mixture
of potassium carbonate and potassium bicarbonate or a mixture of potassium carbonate and sodium carbonate.
[0036] The alkalinity-providing component is preferably present in the aqueous cleaning composition of this invention
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in an amount sufficient to provide the composition with an alkaline pH in the ranges recited previously herein, i.e.,
above 7.5 and up to 11.0, more preferably from at least about 8.0 to 11.0, and most preferably from about 8.0 to about
10.0.

[0037] Preferably, the active-ingredient portion of the cleaning composition of this invention contains from about 20%
to about 80% by weight of the alkalinity-providing component.

[0038] In the surfactant mixture (A)(2) of the cleaning composition of this invention, surfactant component (a) is
composed of at least one (preferably a blend of) first non-ionic, ethoxylated linear primary alcohol surfactant having a
hydrophobic carbon chain length of from 9 to 11 carbon atoms and being ethoxylated with an average of 2.5 moles of
ethylene oxide. The shorthand designation for such a surfactant is Cg_44 (EO), sOH. A particularly suitable Cg_44
(EO), 50H surfactant is commercially available from Shell Chemical Company under the designation Neodol® 91-2.5.
[0039] Surfactant component (2)(b) of the surfactant mixture is composed of at least one second non-ionic, ethox-
ylated linear primary alcohol surfactant having a hydrophobic carbon chain length of from 9 to 11 carbon atoms and
being ethoxylated with an average of 6.0 moles of ethylene oxide. A shorthand designation for surfactant component
(2)(b) is Cg_11(EOQ)gOH. A particularly suitable surfactant which can be used as surfactant (2) (b) in the composition of
this invention is commercially available from Shell Chemical Company under the designation Neodol® 91-6.

[0040] At room temperature, the surfactants Neodol® 91-2.5, and Neodol® 91-6.0 are high purity, colorless liquids
or pastes and resemble fatty alcohols in chemical behavior.

[0041] The amount of surfactant mixture (A)(2) in the active-ingredient portion of the aqueous cleaning composition
of this invention is preferably from about 5.0% to about 50.0% by weight.

[0042] In addition to providing the aqueous cleaning composition with excellent metal-cleaning ability at low temper-
atures and in the absence of substantial agitation, the surfactant mixture (A)(2) also have the benefit of not readily
emulsifying the contaminants removed from the metal surface so that such contaminants readily separate from the
cleaning solution. The separated contaminants can then be easily skimmed or otherwise easily separated from the
wash bath for disposal. Consequently, the cleaning ability of the cleaning composition can be maintained for prolonged
reuse.

[0043] The surfactant mixture (A)(2) further contains (c) at least one third surfactant which is an N-alkylpyrrolidone
surfactant. A particularly preferred N-alkylpyrrolidone surfactant for use in this invention is an N-(n-alkyl)-2-pyrrolidone
surfactant wherein the alkyl group contains from about 6 to about 15 carbon atoms. These compounds are described
in U.S. Patent No. 5,093,031, which is hereby incorporated by reference herein.

[0044] The most preferred N-alkyl pyrrolidone surfactant for use in this invention is N-octyl pyrrolidone which contains
8 carbon atoms in the alkyl group thereof. A suitable N-octyl pyrrolidone which can be used in this invention is com-
mercially available from ISP Investments, Inc. under the designation "ISP Surfadone LP-100".

[0045] The N-alkyl pyrrolidone surfactantis preferably presentin the active-ingredient portion of the aqueous cleaning
composition of this invention in an amount of from about 5.0% to about 50.0% by weight.

[0046] To further improve the cleaning efficacy of the aqueous cleaning composition of this invention, the surfactant
mixture (A)(2) of the aqueous cleaning composition of this invention may further contain (d) at least one fourth surfactant
which is selected from the group consisting of anionic surfactants, nonionic surfactants and mixtures thereof. Nonionic
surfactants are preferred as such surfactants are best able to remove dirt, grease, and oil from the metal surfaces.
However, anionic surfactants may also be used.

[0047] Particularly useful surfactants in terms of the ability thereof to remove grease and oil are the nonionic alkox-
ylated thiol surfactants. Such surfactants are known in the art and are described, e.g., in U.S. Patent No. 5,614,027,
which is hereby incorporated by reference herein. Especially preferred is an ethoxylated dodecyl mercaptan having
about 6 ethylene oxide units. Such a surfactant is a commercial product known as Alcodet 260, marketed by Rhone-
Poulenc.

[0048] Other suitable surfactants which can serve as surfactant (d) in the surfactant mixture used in the composition
of this invention are non-ionic ethoxylated surfactants. Non-limiting examples of suitable non-ionic ethoxylated sur-
factants include the polyoxyethylene-polyoxypropylene condensates, which are sold by BASF under the tradename
"Pluronic"; polyoxyethylene condensates of aliphatic alcohols/ethylene oxide condensates having from 1 to 30 moles
of ethylene oxide per mole of coconut alcohol; ethoxylated long chain alcohols sold by Shell Chemical Co. under the
tradename "Neodol"; polyoxyethylene condensates of sorbitan fatty acids; alkanolamides such as the monoalkanola-
mides, dialkanolamides and the ethoxy alkanolamides, e.g., coconut monoethanolamide, lauric isopropanolamide and
lauric diethanolamide; and amine oxides, e.g., dodecyldimethylamine oxide.

[0049] Non-limiting examples of suitable anionic surfactants which can serve as surfactant (d) in the surfactant mix-
ture include water-soluble salts of the higher alkyl sulfates such as sodium lauryl sulfate or other suitable alkyl sulfates
having 8 to 18 carbon atoms in the alkyl group; water-soluble salts of higher fatty acid monoglyceride monosulfates,
such as the sodium salt of the monosulfated monoglyceride of hydrogenated coconut oil fatty acids; alkyl aryl sulfonates
such as sodium dodecyl benzene sulfonate; higher alkyl sulfoacetates; higher fatty acid esters of 1,2-dihydroxy propane
sulfonate; and the substantially saturated higher aliphatic acyl amides of lower aliphatic amino carboxylic acid com-
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pounds such as those having 12 to 16 carbon atoms in the fatty acid, alkyl or acyl radicals, and the like. Examples of
the last-mentioned amides are N-lauroyl sarcosinate, and the sodium, potassium and ethanolamine salts of N-lauroyl,
N-myristoyl, or N-palmitoyl sarcosinate sold by W.R. Grace under the tradename "Hamposyl". Also effective are poly-
carboxylated ethylene oxide condensates of fatty alcohols manufactured by Olin under the tradename of "Polytergent
CS-1".

[0050] In preferred embodiments of the aqueous cleaning composition of this invention, surfactant (d) of surfactant
mixture (A)(2) is composed of a mixture of a nonionic, ethoxylated linear primary alcohol surfactant having a hydro-
phobic carbon chain length of 11 carbon atoms and ethoxylated with 3 moles of ethylene oxide (i.e., C4,(EO);0H) and
a nonionic, ethoxylated linear primary alcohol surfactant having a hydrophobic carbon chain length of 11 carbon atoms
and ethoxylated with 7 moles of ethylene oxide (i.e., C41(EO);OH). Such surfactants are commercially available from
Shell chemical Company under the tradenames "Neodol 1-3" and "Neodol 1-7", respectively.

[0051] An especially preferred surfactant formulation for use as surfactant mixture (A)(2) in the cleaning composition
of this invention is composed of:

(a) a blend of the Cq_41(EO), sOH surfactants

(b) a blend of the Cq_41(EO)gOH surfactants;

(c) an N-octyl pyrrolidone surfactant; and

(d) a blend composed of the C4;(EO);0H surfactants and the C44(EQO);OH surfactants.

[0052] The cleaning composition of this invention may further contain one or more adjuvants conventionally used in
aqueous cleaning compositions.

[0053] For example, the active-ingredient portion of the composition of this invention may further contain one or more
hydrotropes. Hydrotropes tend to keep surfactants readily dispersed in aqueous compositions.

[0054] Suitable hydrotropes for use in this invention include the sodium, potassium, ammonium, and alkanol ammo-
nium salts of xylene, toluene, ethylbenzoate, isopropylbenzene, naphthalene, alkyl naphthalene sulfonates, phosphate
esters of alkoxylated alkyl phenols, phosphate esters of alkoxylated alcohols and sodium, potassium and ammonium
salts of the alkyl sarcosinates.

[0055] A particularly preferred hydrotrope for use in the present invention is one that does not foam. Among the most
useful of such hydrotropes are the alkali metal salts of intermediate chain length (i.e., C;-C43) monocarboxylic fatty
acids. The most preferred of these hydrotropes are the alkali metal octanoates and nonanoates.

[0056] A nonionic defoamer may also be used in the active-ingredient portion of the composition of this invention.
Particularly useful defoamers include nonionic alkoxylated fatty alcohols.

[0057] The active-ingredient portion of the aqueous cleaning composition of this invention may further contain one
or more corrosion inhibitors. Examples of corrosion inhibitors which can be used in the composition of this invention
include magnesium and/or zinc ions. Preferably, such metal ions are provided in water-soluble form. Examples of useful
water-soluble forms of magnesium and zinc ions are the water-soluble salts thereof, including the chlorides, nitrates,
and sulfates of the respective metals. If the alkalinity-providing component is an alkali metal carbonate, bicarbonate
or mixture of such salts, magnesium oxide can be used to provide the magnesium ion. The magnesium oxide is water-
soluble in such solutions and is a preferred source of magnesium ions. The magnesium oxide appears to reduce the
discoloration of the metal substrates even when compared with the chloride salt.

[0058] In order to maintain the dispersibility of the magnesium and/or zinc corrosion inhibitors in aqueous solution,
in particular under the mildly alkaline pH conditions most useful in this invention and in the presence of agents which
would otherwise cause precipitation of the zinc or magnesium ions, e.g., carbonates, phosphates, and the like, it has
been found advantageous to include a carboxylated polymer to the aqueous metal-cleaning composition of this inven-
tion. Examples of suitable carboxylated polymers are disclosed, e.g., in U.S. Patent No. 5,614,027, which is hereby
incorporated by reference herein.

[0059] The useful carboxylated polymers may be generically categorized as water-soluble carboxylic acid polymers
such as polyacrylic and polymethacrylic acids or vinyl addition polymers. Of the vinyl addition polymers contemplated,
maleic anhydride copolymers as with vinyl acetate, styrene, ethylene, isobutylene, acrylic acid and vinyl ethers are
preferred.

[0060] Allof the above-described polymers are water-soluble or at least colloidally dispersible in water. The molecular
weight of these polymers may vary over a broad range although it is preferred to use polymers having average molecular
weights of from 1000 up to 1,000,000, more preferably from 1000 to 100,000, and most preferably from 1000 to 10,000.
[0061] The active-ingredient portion of the cleaning composition of this invention may further contain one or more
polymeric anti-precipitating agents. Such agents prevent precipitation of water hardness salts and insoluble silicates
formed during reaction with the alkaline salts of the cleaning composition of this invention. By preventing such precip-
itation, the anti-precipitating agents also prevent scaling caused by such precipitation.

[0062] Anti-precipitating agents suitable for use in the present invention may be generically categorized as water-
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soluble carboxylic acid polymers or as vinyl addition polymers. Polyacrylates are especially preferred as the anti-pre-
cipitating agent. Of the vinyl addition polymers contemplated, maleic anhydride copolymers as with vinyl acetate, sty-
rene, ethylene, isobutylene, acrylic acid and vinyl ethers are preferred.

[0063] All of the above-described polymeric anti-precipitating agents are water-soluble or at least colloidally dispers-
ible in water. The molecular weight of these polymers may vary over a broad range although it is preferred to use
polymers having average molecular weights ranging between 1000 up to 1,000,000, more preferably 100,000 or less
and, most preferably, between 1000 and 10,000. While higher molecular weight polymers may be used, there is no
particular advantage in their use because they tend to be broken down due to the shear forces found in recirculating
cooling systems. Also, when used in larger amounts in concentrated formulas, the higher molecular weight polymers
tend to produce highly viscous products which are difficult to use.

[0064] The most preferred anti-precipitating agents for use in the composition of this invention are polycarboxylates.
[0065] The active-ingredient portion of the aqueous cleaning composition of this invention contains from

[0066] 20% to 80% by weight of the alkalinity-providing component, from 80% to 20% by weight of the surfactant
mixture, from 0% to 10% by weight of a corrosion inhibitor, from 0% to 2% by weight of a carboxylated polymer, from
0% to about 30% by weight of a hydrotrope, and from 0% to about 10% by weight of an anti-precipitating component.
[0067] If the alkalinity-providing component is the preferred carbonate and bicarbonate salts, the combination of
such salts should be present in the active-ingredient portion of the aqueous cleaning composition of this invention in
amounts of from 20% to 80% by weight. Preferably, if such a mixture is used, the amount of bicarbonate salts should
comprise from about 5% to about 80% by weight and the carbonate salts from about 5% to about 60% by weight of
the active-ingredient portion.

[0068] The aqueous component of the cleaning composition of this invention preferably consists essentially of water,
preferably water which has been deionized, distilled or purified by reverse osmosis treatment and the like.

[0069] The aqueous cleaning composition of this invention and resultant aqueous cleaning solution formed therefrom
as discussed below are each preferably free of organic solvents such as, e.g., hydrocarbon, halohydrocarbon, and
oxygenated hydrocarbon solvents.

[0070] The aqueous cleaning composition of this invention is preferably provided and added to the wash bath as an
aqueous concentrate. Preferably, the concentrate contains from 5% to 45% by weight of the active-ingredient portion
and from 55% to 95% by weight of the aqueous portion. More preferably, the aqueous concentrate contains from 5%
to about 20% by weight of the active-ingredient portion and from about 80% to 95% by weight of the aqueous portion.
[0071] The aqueous cleaning concentrate is typically used in the method of this invention at a dilution in water of
10% by volume (10X). However, smaller or higher dilution rates are also within the scope of the present invention and
most likely will range from dilutions of 5X to 20X based on the dilution of the concentrate. Deionized water is preferably
used to form the concentrate and for diluting the concentrate and washing the metal surfaces.

[0072] The aqueous cleaning solution used to clean the metal surfaces in accordance with this invention preferably
contains from 0.1% to 20% by weight of the active-ingredient portion and from 80% to 99.9% by weight of the aqueous
portion, more preferably from about 0.2% to about 5% by weight of the active-ingredient portion and from about 95%
to about 99.8% by weight of the aqueous portion.

[0073] Ina particularly preferred embodiment thereof, the aqueous cleaning solution of this invention has the following
formulation:

Sodium Carbonate Monohydrate - 3.00% by weight
Sodium Bicarbonate - 0.25% by weight
Polyacrylate polymer - 1.00% by weight

N-octyl pyrrolidone - 2.00% by weight
Cy.11(EO), 50H - 1.80% by weight

Coy.11(EO)gOH - 4.20% by weight

C14(EO)30H - 0.50% by weight

C41(EO)7OH - 1.50% by weight

Water - 85.75% by weight

[0074] Another aspect of the present invention is directed to the active-ingredient portion of the cleaning composition
of this invention. Thus, this aspect of the invention is directed to a non-aqueous, metal-cleaning composition capable
of being combined with an aqueous component to form the aqueous cleaning composition of this invention, wherein
the metal-cleaning composition is composed of the aforementioned alkalinity-providing component in an amount suf-
ficient to provide the aqueous composition with an alkaline pH, and the aforementioned surfactant formulation contain-
ing surfactants (i)-(iii), wherein the active concentrations of surfactants (i)-(iii) are such as to render the aqueous com-
position capable of removing at least a substantial portion of industrial-type soil contaminants from a metal surface at
a relatively low temperature and in the absence of substantial agitation.
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[0075] As stated previously herein, the present invention also provides a method of cleaning a metal surface having
industrial-type soil contaminants disposed thereon. The method of this invention involves the steps of:

(1) providing the alkaline, aqueous metal-cleaning composition of this invention; and

(2) applying the metal-cleaning composition to a metal surface having industrial-type soil contaminants disposed
thereon, the metal-cleaning composition being applied to the metal surface at a temperature of no more than 43°C
(110°F) and for a period of time sufficient to remove all or substantially all of the soil contaminants from the metal
surface.

[0076] The temperature of the cleaning composition while it is used to clean the contaminated metal surface is pref-
erably no more than 43°C (110°F), more preferably from about 21°C (70°F) to about 38°C (100°F), and most preferably
from about 21°C (70°F) to less than 32°C (90°F).

[0077] The contaminated metal surface is contacted with the aqueous cleaning composition for a period of time
sufficient to remove all or substantially all of the soil contaminants from the metal surface. Such period of time will vary
depending upon the degree of contamination but broadly will range from about 1 minute to about 30 minutes, with 5
to 15 minutes being more typical.

[0078] As stated previously herein, an advantage provided by the particular aqueous cleaning composition of this
invention is that it is capable of cleaning metal surfaces at low wash temperatures in the absence of any substantial
agitation or circulation of the aqueous cleaning solution against the metal surface. Thus, in a preferred embodiment
of the method of this invention, the metal part whose surface is to be cleaned is immersed in the solution form of the
aqueous cleaning composition of this invention in a low-temperature, low-agitation parts washer, e.g., vat.

[0079] After cleaning of the metal part, the cleaning solution can then be filtered and recycled for reuse in the parts
washer.

[0080] The aqueous cleaning composition of this invention is useful in removing a variety of industrial-type soil con-
taminants from metal surfaces. Such contaminants include, e.g., greases, cutting fluids, lubricants, drawing fluids,
machine oils, antirust oils such as cosmoline, mixed-lube products, carbonaceous soils, sebaceous soils, particulate
matter, waxes, paraffins, used motor oil, fuels, printing inks, and the like.

[0081] The cleaning composition may be used to clean any metal surface on which industrial-type soil contaminants
are disposed. Non-limiting examples of metals which are readily cleaned by means of the composition of this invention
include, for example, steel, stainless steel, iron, aluminum, zinc, copper, brass, carbon steel, and other ferrous and
non-ferrous metals and alloys. The structure of the metal surface to be cleaned can vary widely and is unlimited. Thus,
the metal surface can be as a metal part of complex configuration, sheeting, coils, rolls, bars, rods, plates, disks, and
the like. Such metal parts can be derived from any source including for home use, for industrial use such as from the
aerospace industry, automotive industry, electronics industry, and the like, wherein the metal surfaces have to be
cleaned.

[0082] As stated previously herein, the aqueous metal-cleaning composition of this invention has many advantages.
A primary advantage of the composition of this invention is that it provides excellent cleaning at relatively low wash
temperatures without the help of any mechanical action. Since agitation of the cleaning solution tends to induce foam
formation therein, the absence of mechanical action in the method of this invention allows the aqueous metal-cleaning
composition of this invention to provide excellent metal-cleaning at low temperatures without the generation of exces-
sive foam.

[0083] The present invention will be described in more detail in the following non-limiting examples which refer to
the accompanying drawing which is a graph setting forth composite cleaning scores obtained at 21°C (70°F) for an
aqueous metal-cleaning composition of this invention and various commercially available metal-cleaning compositions.

Example and Controls C-G

[0084] The examples presented below illustrate the cleaning performance, metal compatibility, oil-breaking capability
and foaming profile at low temperatures of an aqueous cleaning composition within the scope of this invention. The
examples further compare such characteristics of the cleaning composition of this invention with those of various com-
mercially available metal cleaning compositions.

[0085] In the Example and Controls C-G, six cleaning solutions were prepared. The solution used in Example 2 was
within the scope of the present invention. The solutions in Controls C-G were formed from commercially available metal
cleaners.

[0086] The solution used in the Example was a solventless, aqueous-based composition having the formulation set
forth in Table 3 below.
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TABLE 3
Example: Formulation
Ingredient Concentration (Weight %)
Sodium Carbonate Monohydrate 3.00
N-octylpyrrolidone 2.00
Neodol 91-2.5 2.00
Neodol 91-6 2.00
Borax (10 moles) 0.3
Cobratec TT-100 0.3
Alcosperse 415 0.5
NaOH Solution (50%) 1.0
Sodium Silicate 2.0
Monatrope 1250 6.5
Alcodet 260 0
Belcore 577 1.0
Foam Blast 335NS 0
Distilled Water 79.4

[0087] The solution used in Control C was an aqueous cleaner having the formulation set forth in Table 4 below.

TABLE 4
Control C: Formulation
Ingredient Concentration (Weight %)
DI Water 77.00
Alcosperse 415 2.50
NaOH Solution (50%) 0.95
Sodium Carbonate Monohydrate 5.50
PQ STAR Sodium Silicate 1.80
Cobratec TT-100 0.25
Borax, 10 moles 0.25
Monatrope 1250 Solution 6.50
Surfadone LP-100 1.50
Alcodet 260 3.00
Foam Blast 335NS 0.75

[0088] The solution used in Control D was a water-based emulsion available from IPAX Cleanogel, Inc. under the
designation Green Unikleen.

[0089] The Control E solution was prepared from a solvent-containing cleaner available from Sunshine Makers, Inc.
under the designation Simple Greens. The solvent present in the Simple Green cleaner is a glycol ether, specifically,
butyl cellusolve. The ingredients present in the Simple Green cleaner are listed in Table 5 below.

TABLE 5

Control E: Ingredients
Octyl decyl dimethyl ammonium chloride
Dioctyl dimethyl ammonium chloride
Didecyl dimethyl ammonium chloride
Alkyl dimethyl benzyl ammonium chloride
Butyl Cellusolve
Surfactants
Wetting Agents
Buffers
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[0090] The solution used in Control F was a degreasing fluid available from ChemFree" Corporation under the des-
ignation SmartWasher™.

[0091] The solution used in Control G was an aqueous cleaner available from Petroferm, Inc. under the designation
BioAct® 55. The formulation of the Control G solution is set forth in Table 6 below.

TABLE 6
Control G: Formulation
Ingredient Concentration (% by Weight)
Dihydrogen oxide 70-80
Ethoxylated polyoxypropylene 1-3
Sodium xylene sulfonate 8-12
Ethoxylated dodecyl mercaptan 3-6
Sodium polyacrylate 1-3
Surfactant blend 5-10

[0092] The cleaning compositions used in Example 2 and Controls C-G were each diluted to 10% by weight for each
of the following analyses.

Cleaning Performance

[0093] Using a static cleaning test method described hereinbelow, the cleaning performance of the compositions
used in the Example and ControlS C-F was assessed at 21°C (70°F) In addition, the cleaning performance of the
compositions of Controls C-G was assessed at 60°C (140F), using a dynamic cleaning test method which is also
discussed herainbelow.

Static Cleaning Test Method 21°F (70°F)

[0094] Cleaning performance of the compositions used in the Example and Controls C-F was assessed at 38°C
(100°F) using a static cleaning method described below.

[0095] In the static cleaning method, four soils were applied to individual metal coupons which were immersed in
separate beakers. Soil removal was determined gravimetrically and "percent soil removed" was calculated for each
soil. For each cleaning composition, these four percentages were added to obtain a "composite cleaning score". A
perfect score is 400 points (4 soils x 100% removal).

[0096] In the static cleaning test method, the following four soils were used:

Soil #1: Cosmoline, which is a corrosion-preventative compound manufactured by Ralube Inc., Farmington Hills,
MI);

Soil #2: Penziol 705 multi-purpose white grease;
Soil #3: Penziol 4096 Gear Lubricant SAE 80W/90; and

Soil #4: a mixed soil containing 30% by weight of the Penziol 705 white grease, 65% by weight of the Penziol 4096
gear lubricant and 5% by weight of carbon black.

[0097] The metal used in the static cleaning test method was 2024-type aluminum.

[0098] In the static cleaning test method, four 2024-type aluminum coupons were cleaned and labelled. The labelled
coupons were then weighed to the fourth decimal place and the weight ("tare weight") recorded. One soil per coupon
was applied, wherein 0.03 grams of the soil was applied in a thin even coat to one facial side of the coupon such that
the soil covered about two-thirds of the facial side of the coupon. Each soiled coupon was then weighed and the weight
("initial weight") recorded. A sufficient quantity of a 10% dilution of each of the cleaning compositions was prepared in
separate large beakers. The temperature of each of the resulting cleaning solutions was about 21°C (70°F). Then,
150m¢ of each of the cleaning solutions was poured into four separate 250mL-beakers. Then, one coupon was placed
in each beaker and kept there without agitation for about ten minutes. The temperature of the cleaning solution in each
beaker was about 21°C 70°F. After ten minutes, each coupon was removed from the beakers. Each coupon was gently
tapped on the side of the beaker to remove excess solution. Each coupon was then placed in a convection oven set
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at 105°C After ten minutes, each coupon was removed from the oven and cooled. The cooled coupons were then
weighed and the weight recorded ("final weight").
[0099] The percentage of soil removed was calculated as follows:

_ (initial weight - final weight)

(inftial weight - tare weight) * |00

% soil removed

[0100] As stated above, the "percent soil removed" was calculated for each soil so that for each cleaning composition
there were four percentages calculated. For each cleaning composition, these four percentages were added to obtain
a "composite cleaning score". A perfect score is 400 points (4 soils x 100% removal). The composite cleaning scores
obtained for the cleaning compositions are set forth in Table 7 and Figure 1.

TABLE 7
Example 2 and Controls C-F:

Cleaning Performance at 70°F

Example | Composite Cleaning Score
2 246
C 183
D 117
E 200
F 92

[0101] The results presented in Table 7 and Figure 1 show that the solution used in the Example (which was within
the scope of the present invention) performed significantly better at 21°C (70°F) than did the other solutions tested.

Dynamic Cleaning Test Method at 60°C (140°F)

[0102] Cleaning performance of the compositions used in Controls C-G was assessed at 60°C (140°F) using a
dynamic cleaning test method described below.

[0103] The dynamic cleaning test method used herein was a quantitative, gravimetric method employing nine repli-
cates. Cleaning performance was determined by a difference in weight before and after cleaning. The result was an
average of the nine replicates and was expressed as "percent soil removed".

[0104] Inthe dynamic cleaning test method which was used herein, forty-five labelled clean wire mesh screens were
weighed on an analytical balance to the fourth decimal point. The weight of each screen was recorded. Then, each
screen was soiled with from about 0.95 to about 1.05 grams of the soil mixture designated as "Soil #4" in the above-
described static cleaning test method (i.e., a mixed soil containing 30% by weight of Penziol 705 Multi-Purpose White
Grease, 65% by weight of Penziol 4096 Gear Lubricant SAE 80W-90, and 5% by weight of carbon black). For each
screen, the soil mixture was spread over the bottom of the screen, covering an area one inch from the bottom. Each
soiled screen was then weighed on an analytical balance to the fourth decimal point, and the weights recorded.
[0105] For each of Controls C-G, nine 250ml-beakers were filled with 200 ml of the test aqueous cleaning solution
at room temperature (for a total of 45 filled beakers (nine beakers x five test cleaning solutions)). A stirring bar was
added to each beaker, and each beaker was then placed on a 9-place digital hot plate stirrer. Each stir bar was set for
600 rpm. The screens were suspended over the beakers (one screen per beaker) and then lowered into the solutions
contained in the beakers. In such solutions, each screen was positioned away from the sides and bottom of the beaker,
with the soiled portion of the screen being completely submerged. Each screen was then agitated for 15 minutes. The
screens were then removed from the solutions and placed into a convection oven at 105°C for about 30 minutes so
as to remove any remaining water.

[0106] Each screen was then removed from the oven and allowed to cool to room temperature. After cooling, each
screen was then weighed, and the weight recorded. The "percent clean" was calculated using the following formula:

n _[(Amount of Oil) - (Amount of Residue)] X 100

0,
% Clea [(Amount of OIl)]

[0107] For each cleaning solution tested, the average value of the nine "% clean" values obtained was determined.
The results are presented in Table 8.
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TABLE 8
Controls C-G: Cleaning Performance at 60°C (140°F)
Example % Clean
C 69.5
D 30.1
E 28.9
F 27.8
G 31.3

[0108] The results set forth in Table 8 show that at 160°C (140°F), the solution used in Control C performed signif-
icantly better than the solutions used in Controls D-G. The performances of the solutions of Controls D-G did not
significantly differ from one another.

[0109] Comparison of the results presented in Table 7 and those presented in Table 8 show that the cleaning tem-
perature does affect the cleaning performance of the compositions tested. For example, at 21°C (70°F), the cleaning
solution used in Control E cleaned significantly better than the solution used in Control C, whereas at 60°C (140°F),
the Control C solution performed substantially better than the Control E solution.

Metal Compatibility

[0110] The metal compatibility of the cleaning compositions of the Example and Controls C-G at 38°C (100°F) was
assessed by immersion of metal coupons for 24 hours. The following alloys were used:

1) Aluminum 2024
2) Aluminum 7075
3) Brass 260
4) Stainless Steel 304
5) Carbon Steel 4140

[0111] Each coupon was completely immersed in a separate beaker containing a 10% solution of the cleaner. The
beakers were covered to prevent evaporation and placed in an oven for 24 hours. The samples were then removed,
rinsed and visually compared to untreated samples.

[0112] The results of the 24-hour corrosion/staining tests are presented in Tables 9 and 10 below.

TABLE 9
Controls C-G:
Corrosion/Staining at 71°C (160°F)

Control Al 2024 Al 7075 Brass 260
C good good white residue
D discolored | discolored dulled
E discolored | discolored slightly dark
F discolored | discolored good
G black discolored dulled

Stainless Steel 304 Carbon Steel 4140
C good good
D good good
E good slightly dark
F good discolored
G good black
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TABLE 10
Example 2 and Controls D-G: Corrosion/Staining at 38°C (100°F)
Example No. Metal Alloy/ Appearance
Al 2024 Al 7075 Brass 260
of invention good good good
D white residue white residue dulled
E discolored discolored good
F slight dulling discolored slightly discolored
G discolored slightly discolored dulled
Stainless Steel 304 Carbon Steel 4140
2 good good
D good good
E good good
F good discolored
G good black

[0113] The results set forth in Table 10 show that the aqueous cleaning composition within the scope of the present
invention (Example) did not corrode, stain or leave a residue on any of the substrates. All of the commercial cleaners
(Controls D-G) stained or discolored aluminum even though the temperature was lower. The cleaners used in Controls
D, F and G showed some improvement on aluminum relative to the results at the higher temperature (see Table 9);
however, the level of staining was considered unacceptable. The white residue left by the cleaner used in Control D
on aluminum could not be rinsed off. The cleaner used in Control E exhibited improved compatibility with brass and
carbon steel at the lower temperature, while the compatibility with brass of the cleaner used in Control F was worse.

Oil Separation

[0114] Oil separation analyses were conducted to determine the oil-separating characteristics of the cleaning com-
positions used in the Example and Controls C-G. After soil has been removed from a substrate, the soil must be
suspended to prevent redeposition. Emulsification and separation are mechanisms for soil suspension. Emulsification
and separation can be thought of as opposite ends of a continuous spectrum. Most cleaners fall somewhere between
the two poles. Where a cleaner falls along this spectrum is determined by the types of surfactants chosen and the level
and type of electrolytes (salts). Temperature and soil-type also affect the degree of separation. Cleaners which separate
oils to a greater extent than they emulsify them are preferred in many cleaning applications. Qil separation allows for
removal of the soils from the bath by physical means such as, e.g., skimming. Removal of the soil reduces the possibility
of redeposition and extends bath life. On the other hand, with emulsification, the soil contaminants become highly
dispersed or solubilized throughout the aqueous solution. Such highly emulsified cleaning solutions are difficult to treat
to separate the contaminants from the aqueous cleaner. Accordingly, the cleaning solution gets spent in a relatively
short period of time and must be replaced to again achieve effective cleaning of the metal parts and the like.

[0115] In afirst oil separation test, the solutions prepared in the Example and Controls D-G were tested for their oil-
separating abilities at 38°C (100°F). In a second oil separation test, the solutions prepared in Controls C-G were further
tested for their oil-separating abilities at 60°C (140°F).

[0116] Oil separation was determined by the increase in total volume of the test soil after vigorous shaking of the
emulsion. Ideally, it is generally beneficial to have no increase or decrease in the total volume of the test soil, because
otherwise the oil phase becomes more difficult to treat in wash baths.

[0117] In the first oil separation test method, a water bath was prepared and set to a temperature of 38°C (100°F).
Then, five empty 100ml graduate cylinders were placed in the heated water bath for preheating. Using distilled water,
a 10% diluted solution was made from each of the cleaning solutions for a total of five test cleaning solutions. Five
200ml-aliquots of the test cleaning solutions (one aliquot per test cleaning solution) were placed on a digital hot plate
stirrer (Cole-Parmer cat#. G-04644-20), where each aliquot was mixed well and heated to 38°C (100°F). Once they
reached 38°C (100°F), the aliquots were removed from the hot plate stirrer. About 94 mis of each heated aliquot was
then placed in the preheated graduate cylinders (one cylinder per 94ml-aliquot). To each of the cylinders was added
about 6 milliliters of soil. The cylinders were then capped and shaken vigorously for about 30 seconds, using an up
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and down hand motion. Each cylinder was then placed back into the water bath and a timer started. Upon standing,
each aliquot separated into two phases - an oil phase and a water phase. For each aliquot, the volume of both phases
was measured and recorded after a 10 minute interval. In addition, for each aliquot, the clarity or cloudiness of the oil
phase and the foaminess of the water phase were noted. The results are set forth in Table 11.

[0118] The second oil separation test was identical to the first oil separation test except that the temperature of the
preheated cylinders and the test cleaning solutions was 60°C (140°F) instead of 38°C (100°F). The results are set
forth in Table 12. In Tables 11 and 12, a result of 100% means that all of the oil added was split by the cleaning solution.
Oil separation results greater than 100% indicate that some of the cleaning solution has become emulsified in the oil.
Results less than 100% are interpreted as emulsification of some of the oil in the cleaning solution.

TABLE 11
Example 2 and Controls D-G:
Oil Separation After 10 Minutes at 38°C (100°F)
Example Percent Qil
of the invention 150
D 100
E 83
F 100
G 117
TABLE 12
Controls C-G:
Qil Separation After 10 Minutes at 60°C (140°F)
Control Percent Qil
C 117
D 100
E 117
F 117
G 100

[0119] The results set forth in Table 11 show that, at the lower temperature, the solution of the Example, which is
within the scope of the present invention, formed a larger water-in-oil emulsion than did the control cleaners. This is
most likely due to the choice of surfactant used in the Example solution. Surfactants which boost cleaning performance
at lower temperature tend to be more hydrophobic in nature and, therefore, are more likely to form water-in-oil emul-
sions. The impact on cleaning should be minimal since losses due to drag out would dwarf this effect and add-ins
added to compensate for drag out would more than make up for these losses. The results presented in Table 11 show
that the solution of Control E emulsified some oil in the water.

[0120] The results shown in Table 12 indicate that at a temperature of 38°C (140°F), the solutions prepared in Controls
E and F emulsified small amounts of cleaning solution in the oil. This does not negatively affect oil separation. Small
amounts of cleaning solution may be lost in this way, but should not significantly impact cleaning. Losses due to drag
out would dwarf this effect and the add-ins added to compensate for drag out would more than make up for these losses.
[0121] The increased tendency of the Example 2 solution to form slight water-in-oil emulsions at low temperatures
was deemed an acceptable sacrifice in order to obtain superior cleaning at such low temperatures.

Foaming

[0122] As stated previously herein, the foaming profile of an aqueous cleaner is an important characteristic of such
cleaner because of the problems caused by foam in equipment, particularly spray equipment, such as, e.g., pump
cavitation and selective loss of surfactants.

[0123] Two foam tests were conducted at high and low temperatures to determine the effect of temperature on the
foaming properties of the various test cleaning solutions. In a first foam test, the cleaning solutions prepared in the
Example and Controls D-G were tested for their tendency to foam at a temperature of 38°C (100°F). In a second foam
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test, the solutions prepared in Controls C-G were tested for their foaming properties at 140°F. In the first foam test, a
water bath was set to 38°C (100°F). Five empty 100ml-graduate cylinders were placed in the water bath for preheating.
Using distilled water, a 10% diluted solution was made from each of the cleaning solutions for a total of five test cleaning
solutions. Five 100ml-aliquots of the test cleaning solutions (one aliquot per test cleaning solution) were placed on a
digital hot plate stirrer (Cole-Parmer cat#. G-04644-20). On the hot plate stirrer, each aliquot was mixed well and heated
to 38°C (100°F). Once the aliquots reached 100°F, the aliquots were removed from the hot plate stirrer. About 40 mis
of each aliquot was then placed in the preheated graduate cylinders (one cylinder per 40ml-aliquot). Each of the cyl-
inders was then capped and shaken for about 30 seconds, using an up and down hand motion. The shaken cylinders
were then placed back into the water bath. The total height of shaken cleaning solution (including the foam layer) in
each cylinder was immediately recorded. A timer was started, and the height of each solution was recorded at five
minutes. The results are set forth in Table 13.

[0124] The second foam test was identical to the first foam test except that the temperature of the preheated cylinders
and the test cleaning solutions was 60°C (140°F) instead of 38°C (100°F). The results are set forth in Table 14.

TABLE 13
Example 2 and Controls D-G:
Foaming Results After Five Minutes at 38°C (100°F)

Example Foam Volume (milliliters)

of the invention 60
D >60
E 58
F 7
G 7

TABLE 14
Controls C-G:
Foaming Results After Five Minutes at 60°C (140°F)

Control Foam Volume (milliliters)

Cc 0
>60
15
0

2

@O M mao

[0125] Theresults presentedin Table 13 show that, at 38°C (100°F), the solutions prepared in Example 2 and Controls
D and E were high-foaming products, while the solutions used in Controls F and G were low-foaming products. In
general, foaming increased as the temperature decreased. The results set forth in Table 14 show that, at 60°C (140°F),
the solutions prepared in Controls F and G generated little if any foam. At this temperature, the solutions prepared in
Controls D and E were respectively moderate-foaming and high-foaming products.

[0126] As can be seen in Table 13, the solution prepared in the Example, which was within the scope of the present
invention, was a high-foaming product at low temperature. It is known that surfactants which clean well at low temper-
atures tend to be higher foaming. In addition, the aqueous concentrate used to form the Example 2 solution contained
approximately 14% by weight of the surfactant. This greater surfactant load also contributed to the foaming. However,
because the Example 2 cleaning solution was developed for use in applications involving little or no agitation, higher
foaming was deemed to be an acceptable sacrifice for improved cleaning at lower temperatures.

[0127] In summary, the results obtained in the examples above show that at lower temperatures, the Example 2
solution, which was within the scope of the present invention, had better cleaning performance and compatibility with
a wider variety of metal substrates than did the other solutions tested. The results further show that the cleaning tem-
perature did have an effect on the cleaning performance of the cleaning compositions.
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Claims

1.

10.

1.

12,

13.

An active ingredient composition, which upon being mixed with water forms an alkaline metal-cleaning composition,
the active ingredient composition comprising:

(1) an alkalinity-providing component; and
(2) a surfactant mixture comprising:

(a) at least one first non-ionic, ethoxylated linear primary alcohol surfactant having a hydrophobic carbon
chain length of from 9 to 11 carbon atoms and being ethoxylated with an average of 2.5 moles of ethylene
oxide;

(b) at least one second non-ionic, ethoxylated linear primary alcohol surfactant having a hydrophobic
carbon chain length of from 9 to 11 carbon atoms and being ethoxylated with an average of 6.0 moles of
ethylene oxide; and

(c) at least one third surfactant, wherein the third surfactant is an N-alkyl pyrrolidone surfactant.

A composition as claimed in claim 1, wherein the alkalinity-providing component comprises an alkali metal car-
bonate, an alkali metal bicarbonate, or a mixture thereof.

A composition as claimed in claim 2, wherein the alkalinity-providing component comprises a mixture of alkali
metal carbonates and alkali metal bicarbonates.

A composition as claimed in claim 2 or claim 3, wherein the alkali metal of said carbonate and bicarbonate is
sodium or potassium.

A composition as claimed in any preceding claim, wherein the N-alkyl pyrrolidone surfactant is an N-(n-alkyl)-2
pyrrolidone wherein the alkyl group comprises from 6 to 15 carbon atoms.

A composition as claimed in claim 5, wherein the N-(n-alkyl)-2 pyrrolidone surfactant is N-octyl pyrrolidone.

A composition as claimed in any preceding claim, wherein said surfactant mixture (2) further comprises (d) at least
one fourth surfactant, wherein said fourth surfactant is selected from the group consisting of anionic surfactants,
non-ionic surfactants, and mixtures thereof.

A composition as claimed in claim 7, wherein said fourth surfactant comprises a mixture of (i) of least one non-
ionic, ethoxylated linear primary alcohol surfactant having a hydrophobic carbon chain length of 11 carbon atoms
and being ethoxylated with an average of 3.0 moles of ethylene oxide and (ii) at least one non-ionic, ethoxylated
linear primary alcohol surfactant having a hydrophobic carbon chain length of 11 carbon atoms and being ethox-
ylated with an average of 7.0 moles of ethylene oxide.

A composition as claimed in any preceding claim, wherein said surfactant mixture (2) further comprises at least
one adjuvant selected from the group consisting of hydrotropes, corrosion inhibitors, polycarboxylates, and de-
foaming agents.

A composition as claimed in any preceding claim, which comprises from 20% to 80% by weight of the alkalinity-
providing agent; from 80% to 20% by weight of the surfactant mixture; from 0% to 30% by weight of at least one
hydrotrope; from 0% to 10% by weight of at least one corrosion inhibitor; and from 0% to 2% by weight of a
polycarboxylate.

An alkaline, aqueous metal-cleaning composition, comprising:

an active ingredient composition as claimed in any preceding claim; and
an aqueous portion.

A composition as claimed in claim 11, wherein the aqueous portion consists essentially of water.

A composition as claimed in claim 11 or claim 12, which is free of organic solvents.
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A composition as claimed in claim 11, 12, or 13, which has a pH of from greater than 7.5 and up to 11.0.

A composition as claimed in any one of claims 11 to 14, which is in the form of an aqueous concentrate comprising
from 5% to 45% by weight of the active ingredient composition and from 55% to 95% by weight of the aqueous
portion.

A composition as claimed in any one of claims 11 to 14, which is in the form of an aqueous solution comprising
from 0.1% to 20% by weight of the active ingredient composition and from 80% to 99.9% by weight of the aqueous
portion.

A composition as claimed in claim 16, which comprises 3.00% by weight of sodium carbonate monohydrate; 0.25%
by weight of sodium bicarbonate; 2.00% by weight of N-octyl pyrrolidone; 1.00% by weight of a polyacrylate pol-
ymer; 1.80% by weight of a non-ionic, ethoxylated linear primary alcohol surfactant comprising a hydrophobic
carbon chain length of from 9 to 11 carbon atoms and being ethoxylated with an average of 2.5 moles of ethylene
oxide; 4.20% by weight of a non-ionic, ethoxylated linear primary alcohol surfactant comprising a hydrophobic
carbon chain length of from 9 to 11 carbon atoms and being ethoxylated with an average of 6 moles of ethylene
oxide; 0.50% by weight of a non-ionic, ethoxylated linear primary alcohol surfactant comprising a hydrophobic
carbon chain length of 11 carbon atoms and being ethoxylated with an average of 3 moles of ethylene oxide; 1.50%
by weight of a non-ionic, ethoxylated linear primary alcohol surfactant comprising a hydrophobic carbon chain
length of 11 carbon atoms and being ethoxylated with an average of 7 moles of ethylene oxide; and 85.75% by
weight of water.

A method of cleaning a metal surface having industrial-type soil contaminants disposed thereon, comprising:
applying a metal-cleaning composition as claimed in any one of claims 11 to 17 to said metal surface at a
temperature of no more than 43°C (110°F) and for a period of time sufficient to remove all or substantially all

of the soil contaminants from the metal surface.

A method as claimed in claim 18, wherein said aqueous cleaning composition has a temperature of from 21°C
(70°F) to 38°C (100°F).

A method as claimed in claim 19, wherein said aqueous cleaning composition has a temperature of from 21°C
(70°F) to less than 38°C (90°F).

21. A method as claimed in claim 18, 19 or 20, which is carried out in the absence of agitation of said metal-cleaning
composition.

22. A method as claimed in any one of claims 18 to 21, wherein said metal-cleaning composition is applied to said
contaminated metal surface for a period of time of from 5 to 15 minutes.

23. A method as claimed in any one of claims 18 to 22, wherein said soil is oil, grease, or a mixed-lube composition.

24. A method as claimed in any one of claims 18 to 23, wherein said metal surface is selected from the group consisting
of steel, stainless steel, iron, aluminum, zinc, copper, brass, carbon steel, and alloys of the foregoing.

Patentanspriiche

1.  Wirkstoffformulierung, die nach Mischen mit Wasser eine alkalische Metallreinigerzusammensetzung ergibt, um-

fassend

(1) eine Komponente, welche eine Alkalitat bereitstellt; und
(2) ein Oberflachenmittelgemisch, umfassend

(a) mindestens ein erstes Oberflachenmittel mit einem nichtionischen ethoxylierten linearen Primaralko-
hol, dessen hydrophobe Kohlenstoffkette 9 bis 11 Kohlenstoffatome lang und im Mittel mit 2,5 Mol Ethy-
lenoxid ethoxyliert ist;

(b) mindestens ein zweites Oberflachenmittel mit einem nichtionischen ethoxylierten linearen Primaral-
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kohol, dessen hydrophobe Kohlenstoffkette 9 bis 11 Kohlenstoffatome lang und im Mittel mit 6,0 Mol Ethy-
lenoxid ethoxyliert ist; und

(c) mindestens ein drittes Oberflachenmittel, wobei das dritte Oberflachenmittel ein N-Alkylpyrrolidon-
Oberflachemittel ist.

Formulierung nach Anspruch 1, wobei die Alkalinitat bereitstellende Komponente ein Alkalimetallcarbonat, ein
Alkalimetalldicarbonat oder ein Gemisch hiervon enthalt.

Formulierung nach Anspruch 2, wobei die Alkalinitat bereitstellende Komponente ein Gemisch enthalt aus Alkali-
metallcarbonaten und Alkalimetalldicarbonaten.

Formulierung nach Anspruch 2 oder 3, wobei das Alkalimetall des Carbonats bzw. Dicarbonats Natrium oder Ka-
lium ist.

Formulierung nach irgendeinem vorhergehenden Anspruch, wobei das N-Alkylpyrrolidon-Oberflachenmittel N-n-
Alkyl-2-pyrrolidon ist, worin die Alkylgruppe 6 bis 15 Kohlenstoffatome umfasst.

Formulierung nach Anspruch 5, wobei das N-n-Alkyl-2-pyrrolidon-Oberflachenmittel n-Octylpyrrolidon ist.

Formulierung nach irgendeinem vorhergehenden Anspruch, wobei das Oberflachenmittelgemisch (2) zudem auf-
weist (d) mindestens ein viertes Oberflachenmittel, wobei das vierte Obeflachenmittel ausgewahltist aus der Grup-
pe anionische Oberflachenmittel, nichtionische Oberflachenmittel und Gemische hiervon.

Formulierung nach Anspruch 7, wobei das vierte Oberflachenmittel ein Gemisch umfasst aus (i) einem Oberfla-
chenmittel mit mindestens einem nichtionischen ethoxylierten linearen Priméaralkohol, dessen hydrophobe Koh-
lenstoffkette eine Lange von 11 Kohlenstoffatomen besitzt und ethoxyliert ist im Mittel mit 3,0 Mol Ethylenoxid und
(ii) mindestens einem Oberflachenmittel mit einem nichtionischen ethoxylierten linearen Priméaralkohol, dessen
hydrophobe Kohlenstoffkette 11 Kohlenstoffatome lang ist und im Mittel mit 7,0 Mol Ethylenoxid ethoxyliert ist.

Formulierung nach irgendeinem vorhergehenden Anspruch, wobei das Oberflachenmittelgemisch (2) zudem min-
destens ein Adjuvanz umfasst, ausgewahlt aus der Gruppe Hydrotrope, Korrosionsinhibitoren, Polycarboxylate
und Entschaumungsmittel.

Formulierung nach irgendeinem vorhergehenden Anspruch, umfassend 20 bis 80 Gew.% Alkalinitat bereitstellen-
des Mittel, 80 bis 20 Gew.% Oberflachenmittelgemisch, 0 bis 30 Gew.% mindestens eines Hydrotrophs, 0 bis 10
Gew.% von mindestens einem Hydrotroph, 0 bis 10 Gew.% von mindestens einem Korrosionsinhibitor und 0 bis
2 Gew.% Polycarboxylat.

Alkalische wassrige Metallreinigerformulierung, umfassend
eine Wirksubstanz-Formulierung nach irgendeinem vorhergehenden Anspruch und einen wassrigen Anteil.

Formulierung nach Anspruch 11, wobei der wassrige Anteil im Wesentlichen aus Wasser ist.
Formulierung nach Anspruch 11 oder 12, die frei organischen Lésungsmitteln ist.
Formulierung nach Anspruch 11, 12 oder 13, die einen pH von mehr als 7,5 bis zu 11,0 besitzt.

Formulierung nach irgendeinem der Anspriiche 11 bis 14, die in Form eines wassrigen Konzentrats vorliegt, um-
fassend 5 bis 45 Gew.% Wirkstoffformulierung und von 55 bis 95 Gew.% wassrigen Anteil.

Formulierung nach einem der Anspriiche 11 bis 14, die in Form einer wassrigen Losung vorliegt, umfassend 0,1
bis 20 Gew.% Wirkstoffformulierung und 80 bis 99,9 Gew.% wassrigen Anteil.

Formulierung nach Anspruch 16, umfassend 3,00 Gew.% Natriumcarbonat-monohydrat; 0,25 Gew.% Natriumbi-
carbonat, 2,00 Gew.% N-Octylpyrrolidon; 1,00 Gew.% Polyacrylpolymer; 1,80 Gew.% Oberflachenmittel mit einem
nichtionischen ethoxylierten linearen Priméaralkohol, der eine hydrophobe Kohlenstoffkette mit einer Ladnge von 9
bis 11 Kohlenstoffatomen besitzt, die im Mittel ethoxyliert ist mit 2,5 Mol Ethylenoxid; 4,20 Gew.% Oberflachenmittel
mit einem nichtionischen ethoxylierten linearen Primaralkohol, umfassend eine hydrophobe Kohlenstoffkette mit
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einer Lange von 9 bis 11 Kohlenstoffatomen, die im Mittel ethoxyliert ist mit 6 Mol Ethylenoxid; 0,50 Gew.% Ober-
flachenmittel mit einem nichtionischen ethoxylierten linearen Primaralkohol, umfassend eine hydrophobe Kohlen-
stoffkette mit einer Lange von 11 Kohlenstoffatomen, die im Mittel mit 3 Mol Ethylenoxid ethoxyliert ist; 1,50 Gew.
% Oberflachenmittel mit einem nichtionischen ethoxylierten linearen Primaralkohol, umfassend eine hydrophobe
Kohlenstoffkette mit eine Lange von 11 Kohlenstoffatomen, die im Mittel mit 7 Mol Ethylenoxid ethoxyliert ist; und
85,75 Gew.% Wasser.

Verfahren zum Reinigen einer Metalloberflache, die eine industrielle Verschmutzung aufweist, umfassend

Aufbringen einer Metallreinigerformulierung nach irgendeinem der Anspriiche 11 bis 17 auf die Metallober-
flache bei einer Temperatur von nicht mehr als 43°C (110°F) flr einen so langen Zeitraum, dass alle bzw. im
Wesentlichen alle Verschmutzungen von der Metalloberflache entfernt werden.

Verfahren nach Anspruch 18, wobei die wassrige Reinigerformulierung eine Temperatur von 21°C (70°F) bis 38°C
(100°F) besitzt.

Verfahren nach Anspruch 19, wobei die wassrige Reinigerformulierung eine Temperatur von 21°C (70°F) bis we-
niger als 38°C (90°F) besitzt.

Verfahren nach Anspruch 18, 19 oder 20, das ohne ein Bewegen der Metallreinigerzusammensetzung erfolgt.

Verfahren nach irgendeinem der Anspriiche 18 bis 21, wobei die Metallreinigerformulierung fur einen Zeitraum
von 5 bis 15 Minuten auf die verschmutzte Metalloberflache aufgebracht wird.

Verfahren nach irgendeinem der Anspriiche 18 bis 22, wobei der Schmutz OI, Schmiere oder ein Schmiermittel-
gemisch ist.

Verfahren nach irgendeinem der Anspriiche 18 bis 23, wobei die Metalloberflache ausgewabhlt ist aus der Gruppe
Stahl, Edelstahl, Eisen, Aluminium, Zink, Kupfer, Messing, Kohlenstoffstahl und Legierungen der vorgenannten
Metalle.

Revendications

1.

Composition d'ingrédients actifs, qui forme par mélange a I'eau une composition alcaline de nettoyage de métaux,
la composition d'ingrédients actifs comprenant :

(1) un composant alcalinisant ; et
(2) un mélange d'agents tensio-actifs comprenant :

(a) au moins un premier agent tensio-actif non ionique qui est un alcool primaire linéaire éthoxylé ayant
une longueur de chaine carbonée hydrophobe de 9 a 11 atomes de carbone et qui est éthoxylé avec une
moyenne de 2,5 moles d'oxyde d'éthyléne ;

(b) au moins un deuxiéme agent tensio-actif non ionique qui est un alcool primaire linéaire éthoxylé ayant
une longueur de chaine carbonée hydrophobe de 9 a 11 atomes de carbone et qui est éthoxylé avec une
moyenne de 6,0 moles d'oxyde d'éthyléne ; et

(c) au moins un troisieme agent tensio-actif, ce troisieme agent tensio-actif étant une N-alkylpyrrolidone.

Composition suivant la revendication 1, dans laquelle le composé alcalinisant comprend un carbonate de métal
alcalin, un bicarbonate de métal alcalin ou un mélange des deux.

Composition suivant la revendication 2, dans laquelle le composant alcalinisant comprend un mélange de carbo-
nates de métaux alcalins et de bicarbonates de métaux alcalins.

Composition suivant la revendication 2 ou la revendication 3, dans laquelle le métal alcalin du carbonate et du
bicarbonate concernés est le sodium ou le potassium.

Composition suivant l'une quelconque des revendications précédentes, dans laquelle I'agent tensio-actif formé
d'une N-alkylpyrrolidone est une N-(n-alkyl)-2-pyrrolidone dont le groupe alkyle comprend 6 a 15 atomes de car-
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bone.

Composition suivant la revendication 5, dans laquelle la N-(n-alkyl)-2-pyrrolidone tensio-active est la N-octylpyr-
rolidone.

Composition suivant I'une quelconque des revendications précédentes, dans laquelle le mélange (2) d'agents
tensio-actifs comprend en outre (d) au moins un quatriéme agent tensio-actif, ce quatri€me agent tensio-actif étant
choisi dans le groupe consistant en agents tensio-actifs anioniques, agents tensio-actifs non ioniques et leurs
mélanges.

Composition suivant la revendication 7, dans laquelle le quatriéme agent tensio-actif comprend un mélange (i)
d'au moins un agent tensio-actif non ionique qui est un alcool primaire linéaire éthoxylé ayant une longueur de
chaine carbonée hydrophobe de 11 atomes de carbone et qui est éthoxylé avec une moyenne de 3,0 moles d'oxyde
d'éthyléne et (ii) au moins un agent tensio-actif non ionique qui est un alcool primaire linéaire éthoxylé ayant une
longueur de chaine carbonée hydrophobe de 11 atomes de carbone et qui est éthoxylé avec une moyenne de 7,0
moles d'oxyde d'éthyléne.

Composition suivant I'une quelconque des revendications précédentes, dans laquelle le mélange (2) d'agents
tensio-actifs comprend en outre au moins un adjuvant choisi dans le groupe consistant en hydrotropes, inhibiteurs
de corrosion, polycarboxylates et agents anti-mousse.

Composition suivant I'une quelconque des revendications précédentes, qui comprend 20 a 80 % en poids de
I'agent alcalinisant ; 80 a 20 % en poids du mélange d'agents tensio-actifs ; 0 a 30 % en poids d'au moins un
hydrotrope ; 0 a 10 % en poids d'au moins un inhibiteur de corrosion ; et 0 a 2 % en poids d'un polycarboxylate.

Composition aqueuse alcaline de nettoyage de métaux, comprenant :

une composition d'ingrédients actifs suivant I'une quelconque des revendications précédentes ; et
une portion aqueuse.

Composition suivant la revendication 11, dans laquelle la portion aqueuse consiste essentiellement en eau.
Composition suivant la revendication 11 ou la revendication 12, qui est exempte de solvants organiques.

Composition suivant la revendication 11, 12 ou 13, qui a un pH allant d'une valeur supérieure a 7,5 a une valeur
égale a 11,0.

Composition suivant I'une quelconque des revendications 11 a 14, qui est sous la forme d'un concentré aqueux
comprenant 5 a 45 % en poids de la composition d'ingrédients actifs et 55 a 95 % en poids de la portion aqueuse.

Composition suivant I'une quelconque des revendications 11 a 14, qui est sous la forme d'une solution aqueuse
comprenant 0,1 a20 % en poids de la composition d'ingrédients actifs et 80 a 99,9 % en poids de la portion aqueuse.

Composition suivant la revendication 16, qui comprend 3,00 % en poids de carbonate de sodium mono-hydraté ;
0,25 % en poids de bicarbonate de sodium ; 2,00 % en poids de N-octylpyrrolidone ; 1,00 % en poids d'un polymére
polyacrylique ; 1,80 % en poids d'un agent tensio-actif non ionique formé d'un alcool primaire linéaire éthoxylé
comprenant une longueur de chaine carbonée hydrophobe de 9 a 11 atomes de carbone et étant éthoxylé avec
une moyenne de 2,5 moles d'oxyde d'éthylene ; 4,20 % en poids d'un agent tensio-actif non ionique qui est un
alcool primaire linéaire éthoxylé comprenant une longueur de chaine carbonée hydrophobe de 9 a 11 atomes de
carbone et étant éthoxylé avec une moyenne de 6 moles d'oxyde d'éthyléne ; 0,50 % en poids d'un agent tensio-
actif non ionique qui est un alcool primaire linéaire éthoxylé comprenant une longueur de chaine carbonée hydro-
phobe de 11 atomes de carbone et qui est éthoxylé avec une moyenne de 3 moles d'oxyde d'éthyléne ; 1,50 %
en poids d'un agent tensio-actif non ionique qui est un alcool primaire linéaire éthoxylé comprenant une longueur
de chaine carbonée hydrophobe de 11 atomes de carbone et étant éthoxylé avec une moyenne de 7 moles d'oxyde
d'éthyléne ; et 85,75 % en poids d'eau.

Procédé de nettoyage d'une surface métallique contaminée par des souillures de type industriel, comprenant :
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I'application d'une composition pour le nettoyage des métaux suivant I'une quelconque des revendications 11
a 17 a la surface métallique concernée, a une température ne dépassant pas 43°C (110°F) et pendant une
période de temps suffisante pour éliminer de la surface métallique les souillures qui la contaminent.

Procédé suivant la revendication 18, dans lequel la composition aqueuse de nettoyage est a une température de
21°C (70°F) a 38°C (100°F).

Procédé suivant la revendication 19, dans lequel la composition aqueuse de nettoyage est a une température de
21°C (70°F) a moins de 38°C (90°F).

Procédé suivant la revendication 18, 19 ou 20, qui est mis en oeuvre en l'absence d'agitation de la composition
concernée de nettoyage de métaux.

Procédé suivant I'une quelconque des revendications 18 a 21, dans lequel la composition de nettoyage des métaux
est maintenue au contact de la surface métallique souillée pendant une période de temps 5 a 15 minutes.

Procédé suivant I'une quelconque des revendications 18 a 22, dans lequel la souillure consiste en huile, en graisse
ou en une composition lubrifiante mixte.

Procédé suivant I'une quelconque des revendications 18 a 23, dans lequel la surface métallique est choisie dans

le groupe comprenant I'acier, I'acier inoxydable, le fer, I'aluminium, le zinc, le cuivre, le laiton, un acier au carbone
et des alliages de ces métaux.
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