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Description

Field of the Invention

[0001] The present invention relates to a grease composition and, more specifically, to a grease composition to be
used in a constant velocity joint.

Related Background Art

[0002] Constant velocity joints are joints for a shaft transmitting a driving force from a transmission of a car to its
tires, for example. Their types include fixed type constant velocity joints such as Barfield joint, Rzeppa joint, and un-
dercutting free joint; slide type constant velocity joints such as double-offset joint, tripod joint, and cross-groove joint;
and the like.

[0003] Forachieving alonger life in these constant velocity joints, the selection of grease is very important. Therefore,
conventional constant velocity joints have widely employed a grease in which an additive such as a lead compound is
compounded with a base grease comprising a lubricant base oil and lithium soap or urea type thickener, thereby
improving such performances as anti-flaking, anti-seizure, anti-wear, low friction, and the like.

SUMMARY OF THE INVENTION

[0004] However, along with cars achieving higher performances, smaller size, and lighter weight in recent years, the
load on constant velocity joints has been increasing, whereby there are cases where the conventional greases fail to
elongate the life sufficiently. In particular, it is quite difficult to prevent flaking or seizure from occurring under such a
severe condition, thus yielding a strong demand for a grease which is excellent in anti-flaking and anti-seizure. In this
case, from the viewpoint of safety with respect to the human body and environment, it is desirable that characteristics
of greases be improved without using lead compounds which have conventionally been used as additives.

[0005] US-A-4,308,182 discloses a dry powdered wire drawing lubricant composition.

[0006] WO-A-91/18076 discloses a grease composition which is rendered flame resistant by adding an additive
selected from an oxide, hydroxide, carbonate, bicarbonate, hydrogen carbonate or sulphate of an alkali metal or alkaline
earth metal.

[0007] US-A-5,102,565 discloses a high performance lubricating grease comprising a base oil, a calcium soap thick-
ener, an extreme pressure wear-resistant additive and a water-resistant high performance polymer.

[0008] US-A-4,986,923 discloses a high performance sulfated lubricating grease.

[0009] US-A-5,952,273 discloses a grease composition for constant velocity joints.

[0010] In view of the foregoing problems of prior art, it is an object of the present invention to provide a grease
composition achieving a high level of anti-flaking and anti-seizure without using lead compounds, and being capable
of sufficiently elongating the life of a constant velocity joint or the like.

[0011] The inventors conducted diligent studies in order to achieve the above-mentioned object and, as a result,
have found that a grease composition in which a thickener, a sulfur type extreme-pressure agent, and a fatty acid salt
overbased by a carbonate are compounded by their respective predetermined ratios with a lubricant base oil exhibits
quite excellent anti-flaking and anti-seizure in constant velocity joints and the like, thereby accomplishing the present
invention.

[0012] Namely, the grease composition of the present invention contains, in (A) a lubricant base oil, (B) 0.01 to 10%
by mass of a fattyacid salt, (C) 0.01 to 10% by mass of a carbonate, (D) 2 to 30% by mass of a thickener, and (E) 0.1
to 20% by mass of a sulfur type extreme-pressure agent on the basis of the total amount of the composition, obtainable
by mixing the above components, wherein the fatty acid salt and the carbonate are compounded as a mixture in which
the carbonate is dispersed into the fatty acid salt forming a complex in which the fatty acid salt is overbased by the
carbonate.

DESCRIPTION OF THE PREFERRED EMBODIMENTS

[0013] In the following, preferred embodiments of the present invention will be explained in detail.

[0014] Examples of the (A) lubricant base oil used in the grease composition of the present invention include mineral
oils and/or synthetic oils.

[0015] Such mineral oils include those obtained by methods normally carried out in lubricant oil making processes
in petroleum refineries, e.g., those refined by subjecting a lubricant fraction obtained by atmospheric distillation or
vacuum distillation of crude oils to at least one of treatments such as solvent deasphalting, solvent extraction, hydro-
cracking, solvent dewaxing, catalytic dewaxing, hydrogenation refining, sulfuric acid washing, clay treatment.
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[0016] Specific examples of the synthetic oils include poly a-olefines such as polybutene, 1-octene olygomer, and
1-decene olygomer, and their hydrogenated products; diesters such as ditridecyl glutarate, di-2-ethylhexyl adipate,
diisodecyl adipate, ditridecyl adipate, and di-3-ethylhexyl cebacate; polyol esters such as trimethylolpropane caprylate,
trimethylolpropane pelargonate, pentaerythritol 2-ethylhexanoate, and pentaerythritol pelargonate; alkyl naphthalene;
alkyl benzene; polyoxyalkylene glycol; polyphenyl ether; dialkyldiphenyl ether; silicone oil; and their mixtures.

[0017] The kinematic viscosity of the lubricant base oil at 100°C is preferably 2 to 40 mm2/s, more preferably 3 to
20 mm?2/s. The viscosity index of the base oil is preferably at least 90, more preferably at least 100.

[0018] Inthe presentinvention, (B) 0.01 to 10% by mass of a fatty acid salt, (C) 0.01 to 10% by mass of a carbonate,
(D) 2 to 30% by mass of a thickener, and (E) 0.1 to 20% by mass of a sulfur type extreme-pressure agent are com-
pounded with the lubricant base oil.

[0019] The fatty acids constituting the (B) fatty acid salt may be either linear or branched. Though they may be either
saturated or unsaturated fatty acids, they are preferably unsaturated fatty acids from the viewpoint of solubility to the
lubricant base oil. Though not restricted in particular, the number of unsaturated bonds is preferably 1.

[0020] Though not restricted in particular, the fatty acids are preferably those having a carbon number of 10 to 25
from the viewpoint of uniformity in the dispersion of fine particles of carbonate which will be explained later.

[0021] Preferred examples of fatty acids used in the present invention include oleic acid (having a carbon number
of 18 with a single unsaturated bond), erucic acid (having a carbon number of 22 with a single unsaturated bond),
linoleic acid (having a carbon number of 18 with 2 unsaturated bonds), linolenic acid (having a carbon number of 18
with 3 unsaturated bonds), and the like, among which oleic acid is more preferable.

[0022] Examples of the fatty acid salt include alkali metal salts, alkaline-earth metal salts, and the like of the above-
mentioned fatty acids, among which alkaline-earth metal salts, such as those of magnesium, barium, and calcium are
preferred, and calcium salts are more preferable.

[0023] Examples of the (C) carbonate include alkali metal salts, alkaline-earth metal salts, and the like, more spe-
cifically, lithium salts, sodium salts, potassium salts, magnesium salts, calcium salts, barium salts, and the like, among
which alkaline-earth metal salts are preferred, and calcium salts are more preferable.

[0024] Carbonates normally exist as fine particles. Though the particle size of carbonate fine particles is not restricted
in particular, the average particle size is preferably at least 50 nm, more preferably at least 100 nm, further preferably
at least 300 nm, furthermore preferably at least 500 nm, particularly preferably at least 1000 nm, most preferably at
least 2000 nm for attaining higher anti-flaking and anti-seizure. Here, the average particle size refers to that measured
by a dynamic light-scattering spectrophotometer and calculated by Marquadt method.

[0025] Though the mixing ratio between the (B) fatty acid salt and (C) carbonate in the present invention is not
restricted in particular, the carbonate is preferably at least 10 parts by weight, more preferably at least 20 parts by
weight, further preferably at least 30 parts by weight, particularly preferably at least 40 parts by weight, most preferably
at least 50 parts by weight with respect to 100 parts by weight of the fatty acid salt for further improving anti-flaking
and anti-seizure. From the viewpoint of solubility to the base oil, the carbonate is preferably not greater than 1000 parts
by weight, more preferably not greater than 500 parts by weight, further preferably not greater than 400 parts by weight,
furthermore preferably not greater than 300 parts by weight, particularly preferably not greater than 200 parts by weight
with respect to 100 parts by weight of the fatty acid.

[0026] The (B) fatty acid salt and (C) carbonate are compounded with the lubricant base oil, in the form of a mixture
wherein the carbonate be dispersed by the fatty acid salt so as to be compounded as a mixture (hereinafter referred
to as "carbonate-dispersed overbasic fatty acid") forming a complex in which the fatty acid salt is overbased by the
carbonate. Namely, when the carbonate is dispersed into the fatty acid salt, a complex in which the fatty acid salt is
overbased by the carbonate is formed, whereby their dispersion uniformity and solubility to the lubricant base oil are
enhanced by using such a mixture. As a consequence, when the mixture forming such a complex is compounded into
the lubricant base oil, anti-flaking and anti-seizure of the grease composition can further be improved.

[0027] The carbonate-dispersed overbasic fatty acid can be made, for example, by blowing a carbonic acid gas into
a system in which the fatty acid salt is dissolved in a carrier oil while an alkali metal base, an alkaline-earth metal base,
and the like exist therein. As such a carrier oil, the mineral oils, synthetic oils, and the like exemplified in the explanation
of the lubricant base oil can be used.

[0028] Examples of the alkali metal and alkaline-earth metal bases include hydroxides, oxides, and the like. More
specific examples are calcium hydroxide, calcium oxide, magnesium oxide, barium oxide. For accelerating the gener-
ation of carbonate fine particles, methanol may be added to the reaction system in the making method mentioned above.
[0029] While the carbonate-dispersed overbasic fatty acid is normally obtained in a state dissolved in a carrier olil,
the compounding amount of carrier oil is preferably at least 10 parts by weight, more preferably at least 15 parts by
weight, further preferably at least 20 parts by weight, particularly preferably at least 25 parts by weight with respect to
the 100 parts by weight of the total amount of fatty acid salt and carbonate from the viewpoint of solubility to the base
oil. The compounding amount of carrier oil is normally not greater than 1000 parts by weight, preferably not greater
than 700 parts by weight, more preferably not greater than 500 parts by weight, further preferably not greater than 400
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parts by weight with respect to 100 parts by weight of the total amount of fatty acid salt and carbonate .

[0030] Since the fatty acid salt is overbased by the dispersion of carbonate as mentioned above, the carbonate-
dispersed overbasic fatty acid exhibits a predetermined total base number (TBN). Though not restricted in particular,
the total base number of carbonate-dispersed overbasic fatty acid is preferably at least 50 mg KOH/g, more preferably
at least 100 mg KOH/g, further preferably at least 150 mg KOH/g, particularly preferably at least 200 mg KOH/g, more
particularly preferably at least 250 mg KOH/g in a state dissolved in the carrier oil for improving anti-flaking and anti-
seizure. Though not restricted in particular, the upper limit of the total base number is normally not greater than 600
mg KOH/g. Here, the total base number refers to that (mg KOH/g) measured by the perchloric acid method in compli-
ance with "6." of JIS K 2501 "Petroleum Products and Lubricant Oils -- Neutralization Test Methods".

[0031] Based on the total amount of grease composition, the sum of contents of (B) fatty acid salt and (C) carbonate
is preferably at least 0.05% by mass, more preferably at least 0.1% by mass. When the sum of contents is less than
0.05% by mass, anti-flaking and anti-seizure of the grease composition tend to be insufficient. Based on the total
amount of grease composition, the sum of contents is preferably not greater than 15% by mass, more preferably not
greater than 10% by mass, further preferably not greater than 5% by mass. Even when the sum of contents exceeds
15% by mass, anti-flaking and anti-seizure do not tend to improve correspondingly thereto. Here, the sum of contents
does not include the content of carrier oil and the like.

[0032] In addition to the (B) fatty acid salt and (C) carbonate, other organic acid salts such as sulfonate may further
be compounded in the present invention. In this case, the other organic acid salts may be compounded separately
from the fatty acid salt and carbonate, or the other organic acid salts and the fatty acid salt may be mixed, the carbonate
may be dispersed by the resulting mixture, and thus obtained mixture may be compounded as the mixture forming a
complex overbased by the carbonate.

[0033] The (D) thickener is not restricted in particular, whereby soap thickeners such as metal soaps and complex
metal soaps; and nonsoap thickeners such as bentonite, silica gel, urea compounds, urea/urethane compounds, and
urethane compounds are usable, among which urea compounds, urea/urethane compounds, urethane compounds,
or their mixtures are preferable from the viewpoint of heat resistance.

[0034] Specific examples of soap thickeners include sodium soap, calcium soap, aluminum soap, lithium soap.
[0035] Specific examples of urea compounds, urea/urethane compounds, and urethane compounds include diurea
compounds, triurea compounds, tetraurea compounds, polyurea compounds having a polymerization degree of at
least 5, urea/urethane compounds, diurethane compounds, their mixtures, among which diurea compounds, urea/
urethane compounds, diurethane compounds, and their mixtures are preferred. More preferably, a single compound
represented by the following general formula (1):

A-CONH-R'-NHCO-B 1)

wherein R' is a bivalent hydrocarbon group, and A and B may be identical or different, each indicating any of -NHR?2,
-NR3R4, and ORS (where R2, R3, R4, and R® may be identical or different, each indicating a hydrocarbon moiety with
a carbon number of 6 to 20), or a mixture of at least two kinds of compounds each represented by the above-mentioned
general formula (2) is used. Here, the compound represented by general formula (1) is a diurea compound when both
of A and B therein are -NHR2 or NR3R#4; a urea/urethane compound when one of A and B is -NHR2 or NR3R# whereas
the other is -OR®; and a diurethane compound when both of A and B are -OR®.

[0036] Examples of the bivalent hydrocarbon group represented by R include linear or branched alkylene groups,
linear or branched alkenylene groups, cycloalkylene groups, aromatic groups, and the like, whereas the carbon number
of such a hydrocarbon group is preferably 6 to 20, particularly preferably 6 to 15. Preferred examples of R' include
ethylene group, 2,2-dimethyl-4-methylhexylene group, and the groups represented by the following formulae (2) to
(10), among which those represented by formulae (3) and (5) are particularly preferred:

\ // !
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[0037] Examples of R2, R3, R4, and RS include linear or branched alkyl groups, linear or branched alkenyl groups,
cycloalkyl groups, alkylcycloalkyl groups, aryl groups, alkylaryl groups, arylalkyl groups. Specific examples include
linear or branched alkyl groups such as hexyl group, heptyl group, octyl group, nonyl group, decyl group, undecyl
group, dodecyl group, tridecyl group, tetradecyl group, pentadecyl group, hexadecyl group, heptadecyl group, octadecyl
group, nonadecyl group, and eicosyl group; linear or branched alkenyl groups such as hexenyl group, heptenyl group,
octenyl group, nonenyl group, decenyl group, undecenyl group, dodecenyl group, tridecenyl group, tetradecenyl group,
pentadecenyl group, hexadecenyl group, heptadecenyl group, octadecenyl group, nonadecenyl group, and eicosenyl
group; cyclohexyl groups; alkylcyclohexyl groups such as methylcyclohexyl group, dimethylcyclohexyl group, ethylcy-
clolhexyl group, diethylcyclohexyl group, propylcyclohexyl group, isopropylcyclohexyl group, 1-methyl-3-propylcy-
clohexyl group, butylcyclohexyl group, amylcyclohexyl group, amylmethylcyclohexyl group, hexylcyclohexyl group,
heptylcyclohexyl group, octylcyclohexyl group, nonylcyclohexyl group, decylcyclohexyl group, undecylcyclohexyl
group, dodecylcyclohexyl group, tridecylcyclohexyl group, and tetradecylcyclohexyl group; aryl groups such as phenyl
group and naphthyl group; alkylaryl groups such as toluyl group, ethylphenyl group, xylyl group, propylphenyl group,
cumenyl group, methylnaphthyl group, ethylnaphthyl group, dimethylnaphthyl group, and propylnaphthyl group; aryla-
Ikyl groups such as benzyl group, methylbenzyl group, and ethylbenzyl group; among which cyclohexyl group, octadecyl
group, and toluyl group are preferred in particular.

[0038] The urea compounds, urea/urethane compounds, or diurethane compounds are made, for example, by caus-
ing a diisocyanate represented by the general formula of OCN-R'-NCO to react with a compound represented by the
general formula of NH,R2, NHR3R4, or R30OH or a mixture of the compounds represented thereby in the base oil at a
temperature of 10 to 200°C. Here, R', R2, R3, R4, and R® are the same as those in general formula (1).

[0039] The content of (D) thickener is at least 2% by mass, preferably at least 5% by mass, based on the total amount
of grease composition. If the thickener content is less than 2% by mass, the effect of thickener will be so low that the
composition may fail to become fully greasy. On the other hand, the thickener content is not greater than 30% by mass,
preferably not greater than 20% by mass, based on the total amount of grease composition. If the content exceeds
30% by mass, the resulting grease composition will be too hard to exhibit a sufficient lubricating performance.
[0040] Examples of the (E) sulfur type extreme-pressure agent include the following compounds (E-1) to (E-9):

(E-1) dihydrocarbylpolysulfides

(E-2) sulfuric esters

(E-3) sulfuric mineral oils

(E-4) zinc dithiophosphate compounds

(E-5) zinc dithiocarbamate compounds

(E-6) molybdenum dithiophosphate compounds
(E-7) molybdenum dithiocarbamate compounds
(E-8) thiazole compounds

(E-9) thiadiazole compounds

[0041] The (E-1) dihydrocarbylpolysulfides are sulfur type compounds generally referred to as polysulfides or olefin
sulfides, among which those represented by the following general formula (11) are preferable:
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R%s R (11)

where R® and R7 may be identical or different, each indicating a linear or branched alkyl group having a carbon number
of 3 to 20, an aryl group having a carbon number of 6 to 20, an alkylaryl group having a carbon number of 6 to 20, or
an arylalkyl group having a carbon number of 6 to 20, and x is an integer of 2 to 6 (preferably 2 to 5).

[0042] Specific examples of the alkyl group represented by R and R” in general formula (11) include n-propy! group,
isopropyl group, n-butyl group, isobutyl group, sec-butyl group, tert-butyl group, linear or branched pentyl group, linear
or branched hexyl group, linear or branched heptyl group, linear or branched octyl group, linear or branched nonyl
group, linear or branched decyl group, linear or branched undecyl group, linear or branched dodecyl group, linear or
branched tridecyl group, linear or branched tetradecyl group, linear or branched pentadecyl group, linear or branched
hexadecyl group, linear or branched heptadecyl group, linear or branched octadecyl! group, linear or branched nona-
decyl group, and liner or branched icosyl group.

[0043] Specific examples of the aryl group represented by R and R7 include phenyl group, naphthyl group.

[0044] Specific examples of the alkylaryl group represented by R8 and R7 include tolyl group (including all the struc-
tural isomers thereof), ethylphenyl group (including all the structural isomers thereof), linear or branched propylphenyl
group (including all the structural isomers thereof), linear or branched butylphenyl group (including all the structural
isomers thereof), linear or branched pentylphenyl group (including all the structural isomers thereof), linear or branched
hexylphenyl group (including all the structural isomers thereof), linear or branched heptylphenyl group (including all
the structural isomers thereof), linear or branched octylphenyl group (including all the structural isomers thereof), linear
or branched nonylphenyl group (including all the structural isomers thereof), linear or branched decylphenyl group
(including all the structural isomers thereof), linear or branched undecylphenyl group (including all the structural isomers
thereof), linear or branched dodecylphenyl group (including all the structural isomers thereof), linear or branched xylyl
group (including all the structural isomers thereof), ethylmethylphenyl group (including all the structural isomers there-
of), diethylphenyl group (including all the structural isomers thereof), di(linear or branched) propylphenyl group (includ-
ing all the structural isomers thereof), di(linear or branched) butylphenyl group (including all the structural isomers
thereof), methylnaphthyl group (including all the structural isomers thereof), ethylnaphthyl group (including all the struc-
tural isomers thereof), linear or branched propylnaphthyl group (including all the structural isomers thereof), linear or
branched butylnaphthyl group (including all the structural isomers thereof), dimethylnaphthyl group (including all the
structural isomers thereof), ethylmethylnaphthyl group (including all the structural isomers thereof), diethylnaphthyl
group (including all the structural isomers thereof), di(linear or branched) propylnatphthyl group (including all the struc-
tural isomers thereof), di(linear or branched) butylnaphthyl group (including all the structural isomers thereof).

[0045] Specific examples of the arylalkyl group represented by R® and R include benzyl group, phenylethyl group
(including all the structural isomers thereof), phenylpropyl group (including all the structural isomers thereof).

[0046] Preferred among them are an alkyl group having a carbon number of 3 to 18, an aryl group having a carbon
number of 6 to 8, an alkylaryl group having a carbon number of 7 or 8, and an arylalkyl group having a carbon number
of 7 or 8, whose R® and R7 are each derived from propylene, 1-butene, or isobutylene.

[0047] More specific preferred examples of the alkyl group include isopropyl group, branched hexyl group (including
all the branched isomers thereof) derived from propylene dimer, branched nonyl group (including all the branched
isomers thereof) derived from propylene trimer, branched dodecyl group (including all the branched isomers thereof)
derived from propylene tetramer, branched pentadecyl group (including all the branched isomers thereof) derived from
propylene pentamer, branched octadecyl group (including all the branched isomers thereof) derived from propylene
hexamer, sec-butyl group, tert-butyl group, branched octyl group (including all the branched isomers thereof) derived
from 1-butene dimer, branched octyl group (including all the branched isomers thereof) derived from isobutylene dimer,
branched dodecyl group (including all the branched isomers thereof) derived from 1-butene trimer, branched dodecyl
group (including all the branched isomers thereof) derived from isobutylene trimer, branched hexadecyl group (including
all the branched isomers thereof) derived from 1-butene tetramer, branched hexadecyl group (including all the branched
isomers thereof) derived from isobutylene tetramer.

[0048] Preferred examples of aryl group include phenyl group and the like; preferred examples of alkylaryl group
include tolyl group (including all the structural isomers thereof), ethylphenyl group (including all the structural isomers
thereof), xylyl group (including all the structural isomers thereof), and the like; and preferred examples of arylalkyl
group include benzyl group, phenethyl group (including all the structural isomers thereof).

[0049] Further, from the viewpoint of superior anti-flaking and anti-seizure, R® and R” are more preferably distinct
alkyl groups each having a carbon number of 3 to 18 separately derived from ethylene or propylene, particularly pref-
erably branched alkyl groups each having a carbon number of 6 to 15 derived from ethylene or propylene.

[0050] Though not restricted in particular, the sulfur content in the dihydrocarbylpolysulfide used is normally 10 to
55% by mass, preferably 20 to 50% by mass, from the viewpoint of anti-flaking and anti-seizure.
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[0051] Specific examples of the (E-2) sulfuric ester include animal/vegetable fats and oils such as beef tallow, lard,
fish fat, rapeseed oil, soybean oil; unsaturated fatty acid esters obtained by causing unsaturated fatty acids (including
oleic acid, linoleic acid, fatty acids extracted from the above-mentioned animal/vegetable oils and fats, and the like) to
react with various alcohols; and those obtained by sulfurizing their mixtures and the like by a given method.

[0052] Though not restricted in particular, the sulfur content in the sulfuric ester used is normally 2 to 40% by mass,
preferably 5 to 35% by mass, from the viewpoint of anti-flaking and anti-seizure.

[0053] The (E-3) sulfuric mineral oil refers to one obtained when elementary sulfur is dissolved in a mineral oil.
Though the mineral oil used in the present invention is not restricted in particular, specific examples thereof include
those exemplified in the explanation of the lubricant base oil. As the elementary sulfur, any form of mass, powder, liquid
melt, among which the one in powder or liquid melt form is preferred since it can efficiently be dissolved in the base
oil. Using elementary sulfur in a liquid melt form is advantageous in that the dissolving operation can be effected in a
very short period of time, since liquids are mixed together. However, it necessitates special apparatus such as heating
equipment since the elementary sulfur must be treated at a temperature higher than its melting point, and the handling
is not always easy in such a high-temperature atmosphere accompanying a danger. By contrast, elementary sulfur in
powder form is particularly preferable, since it is inexpensive and easy to handle, while its dissolution time is sufficiently
short.

[0054] Though not restricted in particular, the sulfur content in the sulfuric mineral oil is preferably 0.05 to 1.0% by
mass, more preferably 0.1 to 0.5% by mass, based on the total amount of sulfuric mineral oil.

[0055] The (E-4) zinc dithiophosphate compound, (E-5) zinc dithiocarbamate compound, (E-6) molybdenum dithio-
phosphate compound, and (E-7) molybdenum dithiocarbamate compound are respectively represented by the following
general formulae (12) to (15):

22
NN 1

A A

R0 s § oR®

A0 [SI ,? O
/N—-C—S—Zn-S—C—N 1
RAQ \0R27
X X
RZ0_ S x| S LOR®
Sk S &

R27 N T g o

) S

RO, S IR s on¥
/N_ AN /MO\ -MO\ / _N\
A% S G OR®
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[0056] In general formulae (12) to (15), R20, R21, R22, R23, R24, R25, R26, R27, R28 R29 R30 R31 R32 R33 R34 and
R35 may be identical or difficult, each indicating a hydrocarbon group having a carbon number of at least 1, and X!
and X2 each indicate an oxygen atom or sulfur atom.

[0057] Examples of the hydrocarbon group expressed by R20 to R35 are an alkyl group having a carbon number of
1 to 24, a cycloalkyl group having a carbon number of 5 to 7, an alkylcycloalkyl group having a carbon number of 6 to
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11, an aryl group having a carbon number of 6 to 18, an alkylaryl group having a carbon number of 7 to 24, and an
arylalkyl group having a carbon number of 7 to 12.

[0058] Specific examples of such an alkyl group include methyl group, ethyl group, propyl group (including all the
branched isomers thereof), butyl group (including all the branched isomers thereof), pentyl group (including all the
branched isomers thereof), hexyl group (including all the branched isomers thereof), heptyl group (including all the
branched isomers thereof), octyl group (including all the branched isomers thereof), nonyl group (including all the
branched isomers thereof), decyl group (including all the branched isomers thereof), undecyl group (including all the
branched isomers thereof), dodecyl group (including all the branched isomers thereof), tridecyl group (including all the
branched isomers thereof), tetradecyl group (including all the branched isomers thereof), pentadecyl group (including
all the branched isomers thereof), hexadecyl group (including all the branched isomers thereof), heptadecyl group
(including all the branched isomers thereof), octadecyl group (including all the branched isomers thereof), nonadecyl
group (including all the branched isomers thereof), icosyl group (including all the branched isomers thereof), henicosyl
group (including all the branched isomers thereof), docosyl group (including all the branched isomers thereof), tricosyl
group (including all the branched isomers thereof), tetracosyl group (including all the branched isomers thereof).
[0059] Specific examples of the cycloalkyl group include cyclopentyl group, cyclohexyl group, cycloheptyl group.
[0060] Specific examples of the alkylcycloalkyl group include methylcyclopentyl group (including all the substituted
isomers thereof), ethylcyclopentyl group (including all the substituted isomers thereof), dimethylcyclopentyl group (in-
cluding all the substituted isomers thereof), propylcyclopentyl group (including all the branched and substituted isomers
thereof), methylethylcyclopentyl group (including all the substituted isomers thereof), trimethylcyclopentyl group (in-
cluding all the substituted isomers thereof), butylcyclopentyl group (including all the branched and substituted isomers
thereof), methylpropylcyclopentyl group (including all the branched and substituted isomers thereof), diethylcyclopentyl
group (including all the substituted isomers thereof), dimethylethylcyclopentyl group (including all the substituted iso-
mers thereof), methylcyclohexyl group (including all the substituted isomers thereof), ethylcyclohexyl group (including
all the substituted isomers thereof), dimethylcyclohexyl group (including all the substituted isomers thereof), propylcy-
clohexyl group (including all the branched and substituted isomers thereof), methylethylcyclohexyl group (including all
the substituted isomers thereof), trimethylcyclohexyl group (including all the substituted isomers thereof), butylcy-
clohexyl group (including all the branched and substituted isomers thereof), methylpropylcyclohexyl group (including
all the branched and substituted isomers thereof), diethylcyclohexyl group (including all the substituted isomers there-
of), dimethylcyclohexyl group (including all the substituted isomers thereof), methylcycloheptyl group (including all the
substituted isomers thereof), ethylcycloheptyl group (including all the substituted isomers thereof), dimethylcycloheptyl
group (including all the substituted isomers thereof), propylcycloheptyl group (including all the branched and substituted
isomers thereof), methylethylcycloheptyl group (including all the substituted isomers thereof), trimethylcycloheptyl
group (including all the substituted isomers thereof), butylcycloheptyl group (including all the branched and substituted
isomers thereof), methylpropylcycloheptyl group (including all the branched and substituted isomers thereof), diethyl-
cycloheptyl group (including all the substituted isomers thereof), dimethylethylcycloheptyl group (including all the sub-
stituted isomers thereof).

[0061] Examples of the aryl group include phenyl group, naphthyl group.

[0062] Examples of the alkylaryl group include tolyl group (including all the substituted isomers thereof), xylyl group
(including all the substituted isomers thereof), ethylphenyl group (including all the substituted isomers thereof), pro-
pylphenyl group (including all the branched and substituted isomers thereof), methylethylphenyl group (including all
the substituted isomers thereof), trimethylphenyl group (including all the substituted isomers thereof), butylphenyl group
(including all the branched and substituted isomers thereof), methylpropylphenyl group (including all the branched and
substituted isomers thereof), diethylphenyl group (including all the substituted isomers thereof), dimethylethylphenyl
group (including all the substituted isomers thereof), pentylphenyl group (including all the branched and substituted
isomers thereof), hexylphenyl group (including all the branched and substituted isomers thereof), heptylphenyl group
(including all the branched and substituted isomers thereof), octylphenyl group (including all the branched and substi-
tuted isomers thereof), nonylphenyl group (including all the branched and substituted isomers thereof), decylphenyl
group (including all the branched and substituted isomers thereof), undecylphenyl group (including all the branched
and substituted isomers thereof), dodecylphenyl group (including all the branched and substituted isomers thereof),
tridecylphenyl group (includingall the branched and substituted isomers thereof), tetradecylphenyl group (including all
the branched and substituted isomers thereof), pentadecylphenyl group (including all the branched and substituted
isomers thereof), hexadecylphenyl group (including all the branched and substituted isomers thereof), heptadecylphe-
nyl group (including all the branched and substituted isomers thereof), octadecylphenyl group (including all the
branched and substituted isomers thereof).

[0063] Examples of the arylalkyl group include benzyl group, phenethyl group, phenylpropyl group (including all the
branched isomers thereof), phenylbutyl group (including all the branched isomers thereof).

[0064] Preferably used as the (E-8) thiazole compound are compounds represented by the following general formulae
(16) and (17):
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" C—S—R (16)

C—S—R? (1)

wherein R! and R2 are each a hydrogen atom, a hydrocarbon group having a carbon number of 1 to 30, or an amino
group, R3is a hydrogen atom or an alkyl group having a carbon number of 1 to 4, and a and b are each an integer of 0 to 3.
[0065] Among such thiazole compounds, one represented by the above-mentioned general formula (17) is particu-
larly preferred. Here, while RZ in general formula (17) indicates a hydrogen atom, a hydrocarbon group having a carbon
number of 1 to 30, or an amino group as mentioned above, R2 is preferably a hydrogen atom or a hydrocarbon group
having a carbon number of 1 to 18, more preferably a hydrogen atom or a hydrocarbon group having a carbon number
of 1to 12.

[0066] While R3 in general formula (17) indicates a hydrogen atom or an alkyl group having a carbon number of 1
to 4 as mentioned above, R3 is preferably a hydrogen atom or an alkyl group having a carbon number of 1 to 3, more
preferably a hydrogen atom or a hydrocarbon group having a carbon number of 1 or 2.

[0067] While b in general formula (17) indicates an integer of 0 to 3 as mentioned above, b is preferably 0 to 2.
[0068] Specific examples of such a benzothiazole compound include benzothiazole, 2-mercaptobenzothiazole,
2-(hexyldithio)benzothiazole, 2-(octyldithio)benzothiazole, 2-(decyldithio)benzothiazole, 2-(dodecyldithio)benzothia-
zole, 2-(N,N-diethyldithiocarbamyl)benzothiazole.

[0069] Preferably used as the (E-9) thiazole compound are a 1,3,4-thiadiazole compound represented by the follow-
ing general formula (18), a 1,2,4-thiadiazole compound represented by the following general formula (19), and a
1,4,5-thiadiazole compound represented by the following general formula (20):

N—N
I
R“—-S;—C\ /c——sd—n-" (19)
S
N
(19)
N\S /c—s,—fﬂ
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N—"'C‘—SQ—Ra
B @
N\S /C—Sh—‘ﬂ

wherein R4, R5, R6, R7, R8, and R may be identical or different, each indicating a hydrogen atom or a hydrocarbon
group having a carbon number of 1 to0 20, and c, d, e, f, g, and h may be identical or different, each indicating an integer
of 0 to 8.

[0070] Here, while R4, R5, R5, R7, R8, and R? in the above-mentioned general formulae (18) to (20) each indicate a
hydrogen atom or a hydrocarbon group having a carbon number of 1 to 20 as mentioned above, each of them is
preferably a hydrogen atom or a hydrocarbon group having a carbon number of 1 to 18, more preferably a hydrogen
atom or a hydrocarbon group having a carbon number of 1 to 12.

[0071] Whilec,d, e, f, g, and hin general formulae (18) to (20) each indicate an integer of 0 to 3 as mentioned above,
each of them is preferably an integer of 0 to 2.

[0072] Specific examples of such a thiadiazole compound include 2,5-bis(n-hexyldithio)-1,3,4-thiadiazole, 2,5-bis(n-
octyldithio)-1,3,4-thiadiazole, 2,5-bis(n-nonyldithio)-1,3,4-thiadiazole, 2,5-bis(1,1,3,3-tetramethylbutyldithio)-1,3,4-thi-
adiazo le, 3,5-bis(n-hexyldithio)-1,2,4-thiadiazole, 3,5-bis(n-octyldithio)-1,2,4-thiadiazole, 3,5-bis(n-nonyldithio)-
1,2,4-thiadiazole, 3,5-bis(1,1,3,3-tetramethylbutyldithio)-1,2,4-thiadiazo le, 4,5-bis(n-hexyldithio)-1,2,3-thiadiazole,
4,5-bis(n-octyldithio)-1,2,3-thiadiazole, 4,5-bis(n-nonyldithio)-1,2,3-thiadiazole, 4,5-bis(1,1,3,3-tetramethyl-
butyldithio)-1,2,3-thiadiazo le.

[0073] Among the above-mentioned (E-1) to (E-9), (E-1) and/or (E-2) is more preferably used from the viewpoint of
anti-flaking and anti-seizure.

[0074] The content of sulfur type extreme-pressure agentis at least 0.1% by mass, preferably at least 0.5% by mass,
based on the total amount of grease composition. If the content is less than 0.1% by mass, anti-flaking and anti-seizure
become insufficient. On the other hand, the content of sulfur type extreme-pressure agent is not greater than 20% by
mass, preferably not greater than 10% by mass, based on the total amount of grease composition. Even if the content
exceeds 20% by mass, anti-flaking and anti-seizure will not improve correspondingly thereto.

[0075] The grease composition of the present invention may further contain solid lubricants, extreme-pressure
agents, antioxidants, oil agents, rust-preventive agents, viscosity index improvers, and the like in addition to the above-
mentioned ingredients (A) to (E) when necessary as long as its characteristics are not deteriorated thereby.

[0076] Specific examples of the solid lubricants include graphite, graphite fluoride, polytetrafluoroethylene, molyb-
denum disulfide, antimony sulfide, alkaline (earth) metal borate.

[0077] Specific examples of the extreme-pressure agents include phosphates, phosphites.

[0078] Specific examples of the antioxidants include phenol compounds such as 2,6-di-t-butylphenol and 2,6-di-t-
butyl-p-cresol; amine compounds such as dialkyldiphenylamine, phenyl-a-naphthylamine, and p-alkylphenyl-a-naph-
thylamine; sulfur compounds; phenothiazine compounds.

[0079] Specific examples of the oil agents include amines such as laurylamine, myristylamine, palmitylamine, stear-
ylamine, and oleyl amine; higher alcohols such as lauryl alcohol, myristyl alcohol, palmityl alcohol, stearyl alcohol, and
oleyl alcohol; higher fatty acids such as lauric acid, myristic acid, palmitic acid, stearic acid, and oleic acid; fatty acid
esters such as methyl laurate, methyl myristate, methyl palmitate, methyl stearate, and methyl oleate; amides such as
laurylamide, myristylamide, palmitylamide, stearylamide, and oleylamide; oils and fats.

[0080] Specific examples of rust-preventive agents include metal soaps; polyvalent alcohol partial esters such as
sorbitan fatty acid esters; amines; phosphoric acid; phosphates.

[0081] Specific examples of the viscosity index improvers include polymethacrylate, polyisobutylene, polystyrene.
[0082] The grease composition of the present invention can be obtained, for example, by mixing the (A) lubricant
base oil with the above-mentioned ingredients (B) to (E) (in which (B) and (C) are preferably carbonate-dispersed
overbasic fatty acids) and, if necessary, other additives, stirring the mixture, and passing thus obtained mixture through
a roll mill or the like. Alternatively, it can be made by adding raw material ingredients of a thickener to a base oil, melting
them, stirring the mixture so as to generate the thickener in the base oil, then stirring and mixing it with the ingredients
(B), (C), and (E), as well as other additives when necessary, and passing thus obtained mixture through a roll mill or
the like.

[0083] The grease composition of the present invention is excellent in anti-flaking, anti-seizure, anti-wear, and the
like, thus being useful as a grease for constant velocity joints, constant velocity gears, variable velocity gears, iron-
making equipment, and the like. In particular, when used as a grease for constant velocity joints such as fixed type

11



10

15

20

25

30

35

40

45

50

55

EP 1314 774 B1
joints like Barfield joint, Rzeppa joint, and undercutting free joint; and slide type constant velocity joints like double-
offset joint, tripod joint, cross-groove joint, and the like, the grease composition of the present invention can exhibit
excellent effects, thus being able to achieve a sufficiently long life even in the case where the apparatus attains a higher
speed, smaller size, and lighter weight.

[Examples]

[0084] In the following, the present invention will be explained further in detail with reference to Examples and Com-
parative Examples, which do not restrict the present invention at all.

Examples 1 to 18 and Comparative Examples 1to 3

Preparation of Grease Composition

[0085] InExamples 1to 18 and Comparative Examples 1 to 3, while a solvent-refined paraffin type mineral oil (having
a kinematic viscosity of 126 mm?2/s at 40°C) was used as a lubricant base oil, the carbonate-dispersed overbasic fatty
acids, thickener materials, sulfur type extreme-pressure agents, and antioxidants listed in the following were com-
pounded therewith, so as to prepare grease compositions.

[0086] In Examples 1 to 18 and Comparative Examples 1 to 3, thickener materials 1 to 4, which will be explained
later, were used so as to generate thickeners in the lubricant base oil. Namely, in Examples 1 to 5, 7 to 11, and 13 to
17, and Comparative Examples 1 to 3, a mixture in which diphenylmethane 4,4'-diisocyanate was dissolved in the
solvent-refined paraffin type mineral oil by heating and a mixture in which predetermined amine and/or alcohol was
dissolved in the solvent-refined paraffin type mineral oil by heating were mixed together so as to generate a thickener.
In Examples 6, 12, and 18, thickener material 4 was dissolved in the solvent-refined paraffin type mineral oil by heating,
so as to generate a thickener.

[0087] Subsequently, carbonate-dispersed overbasic fatty acids, thickeners, sulfur type extreme-pressure agents,
and antioxidants were added to and stirred with the lubricant base oil containing such a thickener, and the resulting
mixtures were passed through a roll mill, whereby grease compositions were obtained.

[0088] In Examples 6, 12, and 18, on the other hand, thickener material 4 was added to and stirred with the solvent-
refined paraffin type mineral oil together with carbonate-dispersed overbasic fatty acids, thickeners, sulfur type extreme-
pressure agents, and antioxidants, and the resulting mixtures were passed through a roll mill, whereby grease com-
positions were obtained.

(Carbonate-Dispersed Overbasic Fatty Acid)

[0089] Carbonate-dispersed overbasic fatty acid 1: calcium oleate overbased by calcium carbonate (comprising 42%
by mass of calcium oleate, 15.9% by mass of calcium carbonate, and 42.1% by mass of solvent-refined paraffin type
mineral oil; while having an average calcium carbonate particle size of 717 nm and a total base number of 258 mg
KOH/g)

[0090] Carbonate-dispersed overbasic fatty acid 2: calcium salt of a mixed fatty acid (an equimolar mixture of oleic
acid and linoleic acid) overbased by calcium carbonate (comprising 29.6% by mass of the fatty acid calcium salt, 40.8%
by mass of calcium carbonate, and 29.6% by mass of solvent-refined paraffin type mineral oil; while having an average
calcium carbonate particle size of 306 nm and a total base number of 513 mg KOH/g)

[0091] Carbonate-dispersed overbasic fatty acid 3: calcium salt of a mixed fatty acid (an equimolar mixture of oleic
acid and isostearic acid) overbased by calcium carbonate (comprising 35.8% by mass of the fatty acid calcium salt,
28.3% by mass of calcium carbonate, and 35.9% by mass of solvent-refined paraffin type mineral oil; while having an
average calcium carbonate particle size of 560 nm and a total base number of 385 mg KOH/g)

(Thickener Material)

[0092] Thickener material 1: diphenylmethane 4,4'-diisocyanate, cyclohexylamine, and stearylamine (with a mixture
ratio (molar ratio) of 5/7/3)

[0093] Thickener material 2: diphenylmethane 4,4'-diisocyanate, cyclohexylamine, and octadecyl alcohol (with a
mixture ratio (molar ratio) of 5/8/2)

[0094] Thickener material 3: diphenylmethane 4,4'-diisocyanate and cyclohexylamine (with a mixture ratio (molar
ratio) of 1/2)

[0095] Thickener material 4: lithium 12-hydroxystearate

[0096] Sulfur Type Extreme-Pressure Agent

12
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[0097] The following extreme-pressure agents 1 to 5 were used as extreme-pressure agents.

[0098] Extreme-pressure agent 1: dihydrocarbylpolysulfide (polyisobutylene sulfide having a sulfur content of 45%
by mass)

[0099] Extreme-pressure agent 2: sulfurized fat (sulfurized lard having a sulfur content of 30% by mass)

[0100] Extreme-pressure agent 3: molybdenum dithiocarbamate

[0101] Extreme-pressure agent 4: molybdenum dithiophosphate

[0102] Extreme-pressure agent 5: zinc dithiophosphate Antioxidant

[0103] Antioxidant 1: amine type antioxidant

On-Table Durability Test

[0104] Using thus obtained grease compositions of Examples 1 to 18 and Comparative Examples 1 to 3, on-table
durability tests were conducted, so as to evaluate anti-flaking and anti-seizure. Namely, a commercially-available
#87-size Barfield joint was coated with the grease compositions, and tests were carried out under a condition in which
a mode changing the number of revolutions, torque, and operating angle in view of a car driving pattern was defined
as one cycle, whereby the number of cycles elapsed before the joint was seized or flaking occurred at each part was
measured. Tables 1 to 4 show thus obtained results.

13
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[0105] As shown in Tables 1 to 3, it was verified that the grease compositions of Examples 1 to 18 were excellent in
anti-flaking and anti-seizure, and could sufficiently elongate the life of constant velocity joints.

[0106] By contrast, as shownin Table 4, seizure in the case where the grease compositions of Comparative Examples
1 to 4 were used, and flaking in the case where the grease composition of Comparative Example 5 was used occurred
at early stages.

[0107] As explained in the foregoing, the grease composition in accordance with the present invention achieves anti-
flaking and anti-seizure at a high level, and can sufficiently elongate the life of constant velocity joints and the like.
Also, these effects of the grease composition in accordance with the present invention can be exhibited without using
lead compounds, whereby the grease composition of the presentinvention is quite useful in terms of safety with respect
to the human body and environment as well.

Claims
1. A grease composition containing, in a lubricant base oil, on the basis of the total amount of composition:

0.01 to 10% by mass of a fatty acid salt;

0.01 to 10% by mass of carbonate;

2 to 30% by mass of a thickener; and

0.1 to 20% by mass of a sulfur type extreme-pressure agent

obtainable by mixing the above components,
wherein the fatty acid salt and the carbonate are compounded as a mixture in which the carbonate is dispersed
into the fatty acid salt forming a complex in which the fatty acid salt is overbased by the carbonate.

Patentanspriiche

1. Schmierfettzusammensetzung enthaltend in einem Schmierstoffgrunddél, bezogen auf die Gesamtmenge der Zu-
sammensetzung:

(a) 0,01 - 10 Massen-% eines Fettsduresalzes;

(b) 0,01 - 10 Massen-% Carbonat;

(c) 2 - 30 Massen-% eines Verdickers; und

(d) 0,1 - 20 Massen-% eines EP-Wirkstoffs vom Schwefeltyp;

erhéltlich durch Mischen der vorstehend genannten Komponenten,

wobei das Fettsauresalz und das Carbonat als ein Gemisch compoundiert werden, in dem das Carbonat in dem
Fettsauresalz dispergiert ist, und dabei einen Komplex bildet, in dem das Fettsduresalz durch das Carbonat tber-
alkalisiert ist.

Revendications
1. Composition de graisse contenant, dans une huile de base lubrifiante, d'aprés la quantité totale de la composition :

0,01 a 10% en masse d'un sel d'acide gras ;

0,01 a 10% en masse de carbonate ;

2 a 30% en masse d'un épaississant ; et

0,1 a 20% en masse d'un agent d'extréme pression de type soufre ;

pouvant étre obtenue en mélangeant les composants ci-dessus,

dans laquelle le sel d'acide gras et le carbonate sont combinés sous la forme d'un mélange, dans lequel le
carbonate est dispersé dans le sel d'acide gras, formant ainsi un complexe dans lequel le sel d'acide gras est
suralcalinisé par le carbonate.
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