METHOD FOR DEGREASI NG NATURAL SKINS, HI DES AND PELTS This invention Lel ates
to g process for degreasing skins, .hides and pelts in an aqﬁdd&i

prig ’\9 tanni ng. The renoval of natural hide grease prior to tannlng st(il
| egves fuch to be desired, particularly in the case of greasy skins.

Frequ€ht \y the skins ‘cannot be conpletely freed fromgrease or the gréase
~capn®f {bdg. t hor oughl'y extracted w thout danmagi ng the skins, or the
exgrac{egl grease is redeposjted on the hides and the equip- nent thus

caugi ng/snearing of the skins.; 10 It has now been found that

nat ureaf” skins, pelts or hides fcan be thoroughly degreased under mld

condi tions mﬁthout damagi ng the skins by using as degreasi ng agent an
organi ¢ am ne having surface- active properties and containing at |east. one
et hyl ene -oxide (EO wunit per nolecule, in an agqueous nmedium 15
Accordingly, the present invention provides a pfocess for degreasing
natural skins, pelts and hides in an aqueous nedi um prior to tanning, which
process conprises the step of treating the skins, pelts and hides with an
aqueous solution or dispersion of an organic primary, secondary or tertiary
am ne haV|ng surface-active 20 properties and cont ai ning, per nol ecul e,” at

| east one lipophilic residue and at | east one ethyl ene oxide unit, the
amne containing at | east one nitrogen atom having basic properties. The
am nes used in the process of the invention have hydro- philic properties
to the extent that they are either wat er - sol ubl e -2- or at |east

sel f-dispersible in water. By "water-soluble” is neant that the amne is

soluble i n vat epe flop A8 DEARENSING MATTRAL Skils 2Hoes anp peLTS K

This invention relates to a process for degreasing sk1ns,
hides and pelts in an aqueous medium prior to tanning.

The removal of natural hide gre;sé prior to tinning still _
5 leaves much to be desired, particularly in the case of greasy skins.
Frequently the .skins cannot be completely fread from grease or the
grease cannot be thoroughly extracted without damaging the skins,
or the extracted grease is redeposited on the hides and the.equip~
ment thus causing smearing of the skins.

10 It has now been found that natural skins, pelts or hides can
. be thoroughly degreased under mild conditions without damaging the
N ~ skins by using as degreasing agent an organic amine having surface- (:
active properties and containing at least one ethy]ene oxide (EQ)
unit per molecule, in an aqueous medium.

15 Accordingly, the present invention provides a process for
degreasing natural skins, pelts and hides in an aqueous medium
prior to tanning, which process comprises the step of treating the
skins, pelts and hides with an aqueous solution or dispe-sion of. an
organic primary, secondary or tertiary amine having surface-active

20 properties and containing, per molecule, at least one lipophilic

residue and at least one ethylene oxide unit, the amine containing
at least one nitrogen atom having basic properties.

The amines used in the process of the invention have hydro-
philic properties to the extent that they are either water-soluble



amount_which:is effective for degreasing the'skins t he resultlng aqueous
sol uti;onr being a true or colloidal solution. By self- 5 di spersible" is
to be understiood that the anmine can be dispersed in water at 20C and *=
pH err]7 when used at an anmount which is effective for degreasing the

skins, thus giving a stable dispersion or a dispersion which can readi

re-di spersed by sinple stirring after phase separation on storage. 10 :
Each |i pophilic residue present in the am ne advantageously cont ai ns from

to 50 carbon ato ent . Wien Ji.pophilie
residue is rmnovg}‘h('eﬂng%j ﬁ?yﬁ's pre‘#‘@fl’g yt'ﬁ aY'?Wat L é?fuﬁﬁﬁtl'c? radi ca
contai ning from 9mean4hatrothe pniseecisiisoyulileoin Yater 22 20fthand pHafY abdanmay

be in formof an g Fé(ﬁt wﬁﬁfh 153414?@ ¥ive %@'dﬁétﬁas%g gtﬁgné'llm Eyheswi?t}'@ -

When di valent, the 1 pophilic resi ue prefer ai ns
more pre- ferably 30HeeHs3801uign hedne on tauer ok OM b@"ﬂi‘%sladuesﬁiérl ved

fT L oma fatty d.af af:lddspemtfsnblcuharw befurﬂedst&al taltﬂ@ﬁé larnfﬁeed.aﬁ el ispakrsed 4R
e anm nes usefu r oce i nvention con eas
ni4rogen atom haw"‘ﬁg '15:93 %‘Pﬁr %) rnﬁ%} “ﬁe'b usgd 3t F%d@ﬂ“'g"{ B’H?%‘ %ﬁﬁt’ﬂ@-
protonated under rﬁorddegteaismgnme iskins ,  Alusalgi einly a nstable@ kidpénsdommrne

C e o £ast ARG islol UHichanPAEAYL e, R ctilea™) BB LELAY

fisxed on the basi ref ne cont ai ns® at
| east one, prefer ASESr d&haﬁ%éQPaTWOE@mﬂQ@gper | i pophilic residue present
in the nol ecul e.” When the am ne nol ecul e bears two or nore EO units, up to

'50 nol e % of fghe EO UnlEh&hﬂﬁbohmﬁepﬂ'ﬁqeﬁb lire SerXPYh Ui amlndeadﬁﬂiagéﬁuiﬁf
iel engt h of the)ggg 3 fl'(oa) On{ 58)’ hal n&i) nldS seLect edvt %1_
nt that the oXPark\NS, E O 3ng, may, pe fpono v%r
pr operties. Prefervabeyt.ihen ahlnenbipophtbncnsendu?@ sumoncmlm,ym()supnetfsrably
preferably from 2 .0, HhnEPidi Rkt Sratiphatic radical containing from 9 to 24, more
preferably from 9 to 22 carbon atoms and may be in form of an alkyl,
15 alkenyl, aralkyl, aralkenyl or acyl group. When divalent, the
- lipophilic residue preferably contains from 24 to 50, more pre-
‘ferably from 36.to 44 carbon atoms and rnay be a residue derived
from a fatty diacid, partxcu‘larly of a dimeric unsaturated fatty
acid.

20 The amines useful for the process of the invention contain
at least one nitrogen atom having basic properties, i.e. a nitrogen
atom which can be protonated under mild acid conditions. As

. ' already mentioned the amine contains at least one EQ unit per

' . " molecule, such unit being preferably fixed on the basic nitrogen

| 25 atom. Preferably the amine contains at least one, preferably at
least two EO units per lipophilic residue present in the molecule.
When the amine molecule bears two or more EO units, up to 50 mole %

- 'of the E0 units may be replaced by propylene oxide (PO) units.

The'length of the EO chain(s) or EO/PO chain(s) is selected to the

30  extent that the oxyalkylated am1ne has substantial surface-
active propert1es Preférab1y the am1ne contains no PO units,
only EO units, preferably from 2 to 40 EO units.

 As already mentioned, the amines may be primary, secondary
or tertiary. Preferably they are tertiary. '



As aIr-ady nentloned the amines nay be prlnary, secondary or tertiary..

\Iy they-are tertiary. . -3- Suitable am nes according to the

n include nono- amines contdining one or two |ipophilic reS|due&¢

pol y-. al kyl ene- pol yam nes contai ning one or two |ipophilic
monoacyl ated N-([err]-anminoethyl)-N-([err]-hydroxyethyl) an1nes

‘5 t et raani nes whi ch &re obtai nable from am nated dineric

‘fat ed fatty acids. In the nono- and pol y- al kyl ene- polyan1nes each

al ky ene bri dgi nguﬁ::' At aﬁ%&ﬂ%@&ﬁg@ﬁ xocg,r'g qb&? targr(‘)mn]dfﬂ‘tﬂg% rqllocar bon at ons

and may

be. non-c c or cycli %0710 cycle

‘together wi é'h"leﬁecqf\k@?WlnﬂrQ!@eﬁf‘ahW@nt‘m@hv\hlcchemldeysamtenbemdpcslyeh as
pi per azi ne mkweﬁifprowa,ﬁmﬁ%hbﬂnxn 'o%er@z'tug hIpBE iicCfle eAQs cyclic

~al kyl ene bri dgi ng. graou are et hyl ehe and
pol y- al kyl ePI036Y H@i Prainge Hivd S -Nrd - exﬂdpmetav

ene’ %6l e mono- and
Iﬁmeegﬂﬁuﬁk'are for

_exanpl est hOSeﬂ:rdemﬂesdwl‘hrcﬁrﬁﬁ@ﬁ@ﬁ:h%@‘#orﬂ@mma@@?‘rﬁé‘%c unsatu-

nonopr opyl engdi.a di,et hyl enetriam ne, dipropyl
“triethyl enef &€ Faﬁ%‘&g agid

ene- triam ne,
Fpropylenetetran1ne t et raet hyl ene- pentanine,

~tetrapropyl enepentani ne- or N-ami noet hyl - propyl ene . di ami.ne. \Wen the an1ne
contains a |ipopht Ithe roppt agdopq yasl]kydene- Rodya@ming® eachaalkydegs oup

substi tut edbmﬁ%é bl gmmg%wsmgr&“@%e%ctpr% Eg 5%&9&.&%&% into an

i m dazoline ri

accordin er sul e am nes

“accordi ng t#nd Héyltﬁvﬁﬁ’ﬂ'icb%‘érﬁr fCYE 1 tealp8 e t?‘heﬂéfbh]m may frdduct s of an
' epl<3h|IU'hydéYdﬁeetdy%théK)ﬂﬁﬁh Rh80two nitrogen atoms to which.they are bound

such as piperazine or N-(B-aminoethyl)-piperazine. Preferred non- | 1;;
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cyclic alkylene br1dg1ng groups: are.ethylene and 1,3-propylene.

Suitablé mono- and'pbly-aIkylene-polyaminES containing non-cyclic

alky1ene groups are for EXaﬁpIe those. derived from monoethylene-

diamine, monopropylenedIamlne dxethy]enetr1am1ne dipropylene-

tr1am1ne trlethyTenetetramlne tr1propy]enetetram1ne, tetraethylene-
- pentamine, tetrapropylenepentam1ne or N-am1noethy1 propylene

diamine. ' '

when the.amine'contains a lipophilic acyl oroup adjacent-to an
~ amino group substituted by a B-aminoethyl group such may be con-
verted into an imidazoline ring according to known methods.

~ Further suitable amines:aceordihg to theeinyention are for -
example the amination products of an epichlorhydrin ether containing
at least one lipophilic residue with .ammonia, a mono- or poly-
alkylene-polyamine such as de‘in=d above (comprising also cyclic
“alkylene bridging and 1m1dazo]1ne rings), an a11phat1c monoamine
or a cyclic amine containing optionally a further heteroatom,
particularly oxygen, the resu1t1ng amination product containing at

least one EO unit per molecule, preferably as indicated above. -

Suitable epichlorohyd}in ethers are mono- or poly-epichlor-
hydrin ethers derived from fatty alcohols containing at least 9 .
carbon atoms, preferably from 9 to 22 carbon atoms, or from mono-,
di- or f%i-a]ky] phenols containing at least a total of 12 carbon
atoms, preferably from 14 to 24 carbon atoms. The fatty alcohols and
alkyl phenols may optionaily be ethoxylated -or ethoxylated and

(13

i



‘| east one |Ip0phI|IC re5|due mnth anmoni a, a nono- or poly- 25

 aIkthgp pol yam ne such as defined above (conprising al so- cyclic. alkylene .
bri dging and'i m dazoline rings), an aliphatic nonoanmine or a cyclic anmn
containing optionally a further heteroatom particularly oxygen, the
resul ting amination product containing at |east one EO unit per noleculfe,
preferably as indicated above. 30 - 4 - Suitable epichlorohydrin efher
are nono- or poly-epichlor- hydrin ethers derived fromfatty al cohols -
‘containing at |east 9 carbon atons, preferably from9 to 22 carbon atons,
or from mono-, di-propoxyliated Kyjn apiesasuencedntaithe raxtaot lagastready dndicased 12

carbon at ons, prefﬂo@@%rffm&ﬁéo RAFEAOM {BhatTe: mﬁasﬂm%twseal Fghe and

35 al kyl phenol's nay option be et hoxylated or et | at ed :
-4- propoxyl.ated (3"Mnah gs%éh@b)‘r? &zt.Jpé]éM@ﬁ{“"}?é a?-rgea'ﬂﬁfm wtkeratamirehove

for the am nes. Prajcarieethdropinine; TS0pAGIaNORMine ant §ubutiimlaminegt 41g
reaction are £{)er

R al k I '
" et hanol ani ne, S(r)]p?@ﬂﬁﬁpc?ﬁ’é&ﬁngngs%} a?s‘%ﬁﬁ?&?ﬁ?%’rﬁegg 11gi%r%§anosl'icgrrekgﬁo 3 nes
sych as diet hanol atsobetangil amiogs ayaNol,apa ey 1o8-Cgi 4a1|kanmbmam.a¢ﬂq_1el‘l-mrthy1--_
N-[err] alkyl-N-| qweknﬁldﬁﬁmeane Rt afiifles B {TabTY|ror/t tQﬁﬂﬁ't PeactFyh! | C

am nes suitable for e.amn tlng reacti on |chlor et’hers %re or
exanpl e pi peri di ne? ARG PpNErimethens prg tfPElﬂ"é p}en@m GAL"PB gheldpe.
anmnes are preferred 10 as degreasing agents in the process of the

i nvention: a) am nes oflff pambicaldr ke fpllowing types of amines are preférred which -

R s alineg al 'm%a;P@aE%rﬁ[J;angmw%oegg gHe@nthyintich;a T adi cal

sel ect ed anpbng those 0

~ a) amines of formula I
ORTX I
in which R1'is' a linear aliphatic Cé 21 hydrocarbon residue
and X is a radical selected among those of formula
(a), () and (b’)
-
-CO-HH Aj-;-&\r ~ — ~{CH2-CH2-0};~H
CH,-CH,-03—H (@),
2 72 Tx
. Jm
R [ | ]
NS .-CHz-N\ - A—H— —{CR,-CH,-03—H
= CH,~CH,-0%—H \cn OOy | (B),
-C N I. A - : ~CHy~C3— -
& ! \ ~{CH,~CH,~C}— H
N CH Ch -CH -0}— H (x)
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(a), [err] [err] -5- imrwhich mis an integer fromlto4n is 0, 1,2
or 3 pis 0, 1, 2 or 3 Ais ethylene or 1,3-propylene, and 5 ' O
o~ ndependent |y, has the sane or a different nunerical value the?ﬁ

totod ‘of\"¢t hyl ene oxide units in each fornula-(a) to [err] independently, .

bei from3 to 30 b) amnes of formula Il [err] 10 cin which [err] is
a | / gl iphatic hydrocarbon residue q is 0 or 1 and each v, _

i ndependently, has the same or a different nunerical value 15 t he

t ot f /et hyl ene oxide units being from15 to 40 c) am nation products
fro pounds of for nin ahigh m[ cisr anjintegarcfrgmedr§0 Bs [err]al kyl , __
[err]al kenyl, di-([err]alkyl)n pfyepyls,0p grogo- ([err]al kyl)-phenyl each Al
i ndependently is ethyl ene or¢1,2;pBopyI2ne is a nunber fromO to 40 s-is
a nunber from1to 5 with ammBni ¥ Ya ohd'C24 al kanol amine, a di-[err]

al kanol am ne A is ethylene or 1,3-propylene, and '

5 ' . each x, independently, has the same or a different
: ~numerical value = ' ' '
the total of ethylene oxide units in each formula (a)
to (g ), independently, being from 3 to 30 '
" b) amines of formula II | |

a“

/CHZ-CHZ-%-H | | S

——]a - - P . :
CH, —+K-CH,-CH,-CH, N | (11)

- . -

- {CH,~CH,-0F—H ,\c_HZ--CHz-oi,-H |

- *q . 12

10 in which R, is a divalent 036_42 aliphatic hydrocarbon
' residue - S ' -

q isOor1 _ ‘
and each v, independently, has the same or a different
numerical value | _
15 the total of ethylene oxide units being from 15 to 40 R

(8]

c) amination products from compounds of formula III -

Ry——0 —-—A1-)_-r— 0 - H (111) | *

in which Ry is Cg_n,alkyl, Cy_pjalkenyl, di-(C,_ ;salkyl)-
phenyl or mono- (C8,18a1ky1)-pheny1
each A1 independently .is ethylene or 1,2-propylene
20 r 1is a number from 0 to 40
s 1is a number from 1 to 5
with ammonia, a mono-C,_, alkanolamine, a di-C,_, alkanolamine
or an amine of formula IV '



or an_amne of formula. IV’ -6- in which Qis -0, [err] or of fornula V.
A2 i Y. (V) inwhicht is 0 or an‘integer from1l to 5 Y _
[erhﬁfar when t > 1 also [err] 5 .. - each [err], is ethylene
1, 3-propyl ene each [err] and R6, independently, is H or.[err]alkyl
H [err]al kyl or [err]alkenyl and R8 is an aliphatic Cl1 21 hydrocar
resi due at | east one of [err] and [err]'ﬁerng hydr ogen, and their

10 | ated derivatives, the nol ecule containing at |east two e\ _
"oxi de. .units per hydrocarbon residue containing 8 or nore carbon atons,
present in the nolecule. In the amnes of formula |, [err] is preferably an

al i phatic hydr ocar bon. resi due contai ni ng fromi12 to 22, nore preferably 15
from14 to 18 carbon atons. Such resrdue may be sat ur at ed or un- saturated
(if unsaturated, preferably nnnoethyh Iy un- satuq f i't may be in
form of an al kyl or aIkenyI group,_ eing particularly- preferred as.

al kenyl . The total of eih ng oxid nits in eagh formula (a) to [err],

i ndependently,is pre }‘ ébs 6 'abF o thfier LN- "hg§ gMones of formula 11
g.is preferably 0. Tdneofotoarinuta‘ vet hyl ene oxide units is preferably from 10
to 25. [err] is preferably a dival ent/residue d¢rived froma dimeric
unsaturated fatty acid, for exanp”h ' ' iYd. v)

in which't is 0 or an integer from 1 to &
' is -NRGR7 or, when t> 1 also -NHCOR8
each. A2,1ndependen*1y, is ethylene or 1,3-propylene
each R,, R5 and RG’ independently, is H or C1 4a1ky1
R7 is H, C1 2,alkyl or C14 18a’lkenyl
and R8 is an a11phat1c C1 21 hydrocarbon res1due

‘atWleast one of Rys Rg» Rg and R7 being hydrogen, and their EthOXY‘

: _10.. lated derivatives, the molecule containing at least two ethylene ox1de.:
units. per” hydrocarbon residue containing 8 or more carbon atoms
present in the molecule. '

In the amines of formula I, R1 is preferably an aliphatic
_ hydrocarbon residue conta1n1ng from 12 to 22, more preferab]y
15 from 14 to 18 carbon atoms. Such residue may be saturated or un-
Iy saturated (if unsaturated, preferably monoethylenically un-
saturated); it may be in form of an alkyl or alkenyl group, oleyl
being particularly preferred as alkenyl. The total of ethylene
~ oxide units in each formula {(a) to (2{), independently,is prefer-
20 ably 5 to 20. ' '

In the amines of formula'II q is prefErably 0. The total
of ethylene oxide units is preferably from 10 to 25. R, is
preferably a divalent residue derived from a dimeric unsaturated

fatty acid, for examp]e dimeric oleic acid.

25 . | In the epichlorhydrin ethers of formula III, A, is prefer-
ably ethylene. r is preferably a numeral from 0 to 12. s is
preferably 1. When R3 is alkyl or alkenyl, such may be linear



in ortho

p- dodecyl phengt brakchedR prefetiabdy kitl péidripéar i
In the conpou
are preferabl
am nation pro

nol ecul e.

ally those in
am nes u$ef ul

al kyl phenyl groups ard 5 _
or para position for exanple p- isooctylphenyl p- nonyl phenyl

pkydf er a:q%éfgdﬂ keriyll, phenyl .

In the epichlorhydrin ethers of formila IIl, [err] is’

pf~nably ethylene. r is preferably a nuneral fromO to 12. s is
'pr- erabhy 1. Wien R is alkyl or alkenyl, such may be |inear ~7- or <=
| preferably it is linear [err]alkyl or [err]al kenyl, f or exanpl e

earyl or oleyl. Wien R3 is al kyl phenyl, the al kyl noiety may be -
branched and preferably, contains from8 to 12 carbon at ons.
those in which the alkyl noiety is

a

ol3 18
PO pRang18 TRAED1 . stbar], & SIELE “ed* Ry 5 k¥
émn:@%kﬂemm mAYdbe bpemnramnr-hmﬁd tpoefarably gantainger
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exanpl e .conpo
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and [err]-([err]’ hydroxyethylan1no) et hanol - 20 am ne. The an1nes may
be used in form of i

- obt ai ned fronr
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base or
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the wompounds rafi farmulp\V ¢ &cimipcafenablx dnek ore2g. as

_Preferably the aminatioﬁ-prodbcts defined ‘under c) contain
from 5 to 20 EO units per molecule.

"Pgrticularly;preferred_amines are those of f¢fmy1a I, especi-
ally those in which X is a radical of formula (B).

The amines useful as degreaéing agents in  the process of ‘

- the invention are known compounds or compounds obtainable according

to known methods. For example compounds of formula I can be

obtained by acylation and ethoxylation of amines such as diethylene-
triamine-triethylenetetraminé_énd B-(R'hydroxyethylamino)-ethanol-
amine. The amines may be used in form of mixtures, particularly
technical mixtures, e.g. as obtained from technical starting
mixtures.

The amines may be used in free base or protonated form.

. If in protonated form, which is preferred,lthEy are preferably

protonated by an inorganic acid, e.g. hydrochloric acid or
sulphuric acid or by an organic acid such as a carboxylic acid
having a lTow molecular weight, e.g. a mono- or dicarboxylic acid

~ such as formic acid, acetic acid, phthalic acid, adipic acid or

oxalic acid.
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* and [err]
g trably the
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If in protonated fornr which is preferred they are preferably-25 :
protoﬁ@Led by an inorganic acid, e.g. hydrochloric.acid or sul phuric acids,
or by an'organic acid such as a ‘carboxylic acid having a | ow nol ecul ar s
wei ght, e.g. a nono- or dicarboxylic acid such as fornmic acid, acetic acf

phthalic acid, adipic acid or oxalic acigl. According to a preferred _
enbodi ment of the invention, the degreasing process is carried out in an
aqueous nedi um containing, in addition to the am ne, a_non-ionic i

emulsifier. Suitable ndeCOréiis ter pepferaed ephodiment af thee inysnt ign,i Sl | y’

used for exanple HMegré®inghgrdtespaisathmriedl owetiar an raqeeéuserrekiﬁmoaﬁnmnwgll
as oil-in- water emul IDnS aEblcuIarIy such, havin B

L
(Hydrophil e/ i pop’ﬁ’i P dyiean Jnineyra pontiande ]PPE &ra ‘}aﬂﬁem“'
non-ionic enul si }‘ :mmhaanuamﬂelasva’rereudi alsr are ltohonrﬁﬁnnaﬁryleusnrdefer a:hhryprfeglom
5 to 15, abl e
forot he ugzp\?\rc#ﬁ t%e' éﬁpﬁggaﬁaﬁ?dr %gwﬁ)e HQ#“V@“WO&"?% a%irrlpg IHEB.VI ng
~at | east one |ipopraterenwigions, purticudanlyesuch davingan HL.B pakﬁ“eﬁﬂuﬂfypﬁﬁJQA .
carbon atons and 'ﬁgbﬁﬁ‘ e Bﬂﬁa@@”véﬁr@')comﬂr vl 4¢ I’r‘é?éfﬁ‘lﬁ y M3 RdhJidnic

preferably a nono- ol yet ene glycol grou o cqont ai ni ng
propyl ene gl ycol (AMUIS] f’@r" f‘?% af‘e@‘rﬁ%ﬂ!é Teg °% 'Bf"yél 2§ ‘@rﬁcyﬁ?ramnﬁ?%l

pent aerythritol amgl @0(5)4 especi@ihgrfromi 5 @21 ypes i ncl ude hydrophobic
Pluronics. (regi stered Trade Nhrk) and Tetronics (registered Trade Mark) in

e o D! ™ TRAESHh s ARV BS S AP HOF e S R s e
enln srfr ers i nclrJdmncord1ng to the invention are compounds having at least one
d lipophilic hydroczrbon residue of at least 9, preferab1y 9-24
~carbon atoms and at least one non-ionic ‘hydrophilic re51due, ‘which
is preféfably a mono- or polyethylene glycol group, optiona]Iy '
15 containing propyiene glycol units, or the residue of a polyol e.g.
‘glycerol, mannitol, pentaerythritol and sorbitol. Other suitable
types include hydrophobic. Pluronics (registered Trade Mark) and -
Tetronics (recistered Trade Mark) in which the part of the molecule |
having a high propylene oxide contentjcan be regarded as the
20 Tlipophilic resrdue | -

Spec1f1c types of non-ionic emu]sxfrers include:
Partial fatty acid esters of polyols.

AR . Products obtainable by addition of ethylene oxide and optionally
. propylene oxide (preferably EO alone) to aliphatic alcohols,
_ 25 alkyl phenols, fatty acids, fatty ac1d alkanol amides and oartral'
€ fatty acid esters of polyols,

Preferred partial fatty acid esters of polyols are tris-, di-
or, particularly, monoesters of aliphatic polyols conta1n1ng at
. least 3 hydroxy groups, more particularly of g]ycerol mannitol,
30  pentaerythritol or sorblto1.

Preferred non-ionic emulsifiers are partial fatty acid esters
of polyols and products obtainable by addition of ethylene oxide to
saturated or unsaturated, linear or branched aliphatic alcohols,



Partial fatty -acid esters of polyols. Products obtaihable by addition of
&6, oxi de and optionally propyl ene oxide (preferably EO alone) to .

al i phagi ¢\ al cohol s, 25 al kyl "phenols, fatty acids, fatty acid al kagdl

am [désdng partial fatty acid esters of polyols. Preferred partial fatty

aciy esvlrs of polyols are tris-, di- or, particularly, nonoesters of

al i ghati c/pol yol s contalnlng at- Ieast 3 hydroxy groups, nore particularly

of g\ycerpl, mannitol, 30 péh@aérythritol or sorbitol. Preferred

non-i enulsrflers are partial fatty acid esters -of polyols and products

.obt ai nable b |t | ene_oxi de to saturated or unsaturated,

| i near or %wé'ﬂg'be"&? atﬁépﬁ?@(‘}h&éy acidsg_ gl ky| phenol s and al i phatic
fatty acids. Fatty aC|d resi dues may be saturated or unsaturated (if
unsat ur at ed, pr efkataplacidoresddues pay beal $atunaiedt or ansaurated 4i€ preferably

. | 2 t ticularl
resi dues of | m‘?f‘?@ﬁ?‘f"?ﬁ%?@zﬁ*%&ﬁ“fﬁ’ N L R

‘al kenyl groufy'8 §"cbﬂ¥ 1c919ups 1AV ng 9g¢bupreferabls 1818 ceatboy 9-24, nore
plrEf Ier atﬂ?/ 9atbﬂls,qﬂ?btumlaiwlﬁe§wde§f&if Pﬁrrﬁ%[fﬁ Gﬁtreh%t@apfcbﬁﬁ@%?gﬁcd | 3
a ar s refera on atons and nay *
al sg be {0 ggcqld?rallft%faik %Pg ﬁggypgﬁguq éﬁg%ﬁ 595|et F]Pqpﬁgﬁﬁhg‘fq“@’rea due g
and the nunbiy has nv_-'efembﬂas 98§, lnore gireteralily 19-08 deartion atdmsi anda. non-i.oni ¢
emul si fier Qﬁayabé”%H’il‘_ftoéh RMorl 8 ér&h@@“'lﬁ'ﬁl@ﬁsﬁrjﬁ}’? péi tht B val ue as

|nd|cated ab es of _nqQn-1o0nic
c?ﬁy] group preferab y has 4-1 carbon atoms .and may also Xe

10 straight or. branched :

The length of the 11poph111c res1due and the number of EO
units may be selected in order to obtain a non-ionic emu1s1f1er
- or a mixture of non-ionic emuls1f1er_'s_ having an HLB value as
indicated above. The HLB values of non-ionic-emulsifiers niay be
15 calculated by use of standard formula. - '

The preferred number of ethyleneé oxide units in addition
products of EO to aliphatic alcohols or alkyl phenols is from
2 to 30 and in addition products to fatty acids the number of
EO units is preferably from 3 to 30. These numbers are average '
. 20 values and need not be integral.

Particularly preferred errlul,sifiers are those of formula _ =
VI and VII o |

Ry =+ 0—CHz— CH, ¥ o (\rl)
(R5CO +7— X | - vin)

in v_rhieh R_gis Cg'_'24'a1ky1 . Cg._'-2.4a1'ken‘y1 or a gr-oup'of formula (£),

(R | o -
IE) (&)



- 15 calculated by use of° standard formul a. The preferred nunber of
et hyl:8ne oxide units in addition products of EO to aliphatic al cohols o
al kyl *Bhenols is from2 to 30 and . in addition products to fatty acids }
nunber of EO units is preferably from3 to 30. These numbers are aver
val ues and need not -be I ntegral .. Partrcularly preferred emulsifiers a
those of formula VI and VII [err] in whichiferr] is [err]alkyl,

[err]al kenyl or a group of formula ([err]), [err] - 10 - in which &g

o) ) paepenpent 1y, 15 [err] apuhiandain y, ) Snde@hadnly, is £ S AVRHTS

from2 to 30h is | or ue of a
[err]al kyl carboxylic acid and X and ja nﬂﬁobéﬂe&t or dival ent residue
of sorbitol, glycerol orgpentagy 4t RgnbeP!freh. zvt'eegn h =1, a group of formul a
(M) [err] in which k 's a nuymher from3 to 30. 10 - - I'n
conpounds of fornula Vi b S p?%fe aﬁly 3-30, nore preferably 3-15. In

conpounds of fobnmula VI R%UO& iy ¢heraziyll yre:k*rdrErefvaeng t Oraaky'lmadioxw\m agide

o, ggepgp | onic eMIGR TXET Mg Y fdnbva ERGH dia e H2 185089 Lriesl, each.
glycerol or pentaerythritol or, when h=1, a group
of formu]a (VIII)

- 0 — CHyCH,— 0 4;——- H (VIII)
in which k is-a number from 3 to 30.

10 'In_compounds of formula VI g is preferably 3-30, more
preferably 3-15.

- ~In compounds_qf.fbrmuIa VII h is prefér;b]y 1.

‘The weight ratio of the amine to the'non-ionic emulsifier

~ may vary, depending on the properties of each. In general good
15 results are obtained when the weight ratio is from 95:5 to 40:60,
preferably from 85:15 to 50:50. | | -

As will be appreciated, preliminary testing may be necessary
to arrive at the optimum non-ionic emulsifier which may be used in
admixture with the chosen amine. Such pre]imiﬁary testing when

20 necessary is however, well within the skill of the man in the art.

_ _ - The amine may be added, dptional]y in admixture with the non-
. | ionic emulsifier, to the treatment bath in form of a concentrated
' aqueous preparation (sqution or dispersion). Preferred concen-
trated aqueous preparations are those containing from 20 to 80%, '
25  more preferably from 30~t£;70% by weight of active substance
(amine + non-ionic emulsifier when present).



15 - results are obtai ned when the melght ratio is from95:5 to 40: 60,
preferably from85:15 to 50:50. As will be appreci at ed, preI|n1nary testing
may -be.necessary to arrive at the optlnun1non i onic enul sifier which naybe
: admi xture with the. chosen anmine. Such prelimnary testing when 20
i's however, well within the skill. of the man in the art. The
be added, optionally ir &tm xture with the non- ionic emulsifier,
fatment bath in formof a concentrated aqueous preparation
_ ~ or dispersion). Preferred concen- trated agqueous preparations are
those cont ai ni ngrher amir@0a tane80n,in2&dmix turep wé thprtbe encablign ficr ema 130 terr 70% by

wel ght of - a6kl ¥EatdDE RAECLOIPLIE afig HAD Se Bf1 GRH! & b oHagfePr esent) . - |
The am ne alone or in admXxtu e non-10nic emu fier are stable to
el ect rol yt ehighdi sragread 14 ysedy tny the femytrmtvatqpé PRiorhte $anmingal @ 48-used in

- the treat nmegy asﬁ@myrmlkemeopamnuegsuca & 1ﬁa§'€ﬁ“h¥ua’ﬂ| legk inqisyt val ue

such as S. 1S usuag | di c, pH. val ue as
used foP pl%"kF?ng very-ﬁqédhqnpﬁ vq]é’ep%ef‘é?%l bﬁﬁ‘&? aaﬁ'ﬁ P’E‘r’% i 5 nore
pref erabl y prefargiiybetedeet o pHedl 7755. mTéepmrﬁauwyoﬁt anpkhdetwedned eamdl oyed i n
the processy@f the invention may vary wthin a'large range depending on = °
" the nature of 10 t he substrate,e.g. pi gski ns and sheepskins have a hi gher

fat content thannféahﬁounqromaﬁwtasue TehFl&}e@puﬁtthWr%Beish%fdﬁﬂreas'ng s
per - f or ned |cu ar ter mantatlve bat e,
or the de5|?q¥8"§hq“eﬂfy w@r “ﬂgﬁﬁﬂgér 3nge, Wﬂésé% 5d1Q9 gpttennature | 9f or -

parti almdegm@%wgtﬁft&e@tg bIysHEASTaRl SHeRsKiRSUhdve a/ifighbr fatlioataeyl when
the ami'fle ofyahng, fP-X4H, goatdling, "tndOfkdp Qf(ﬁhqgﬁnfﬁhf&éﬂ}eas1ng is per=-

formed, e.g. after 11m1ng. particularly after the fermentative
bate, or the desired effect, e.g;_whether it is desired to obtain.
a full or partial degreasing effect. In general good results are
15 obtained when the amine or the mixture amine + non-ionic emulsifier
is used in an amount of from 0.2 to 10 % preferably 0.4 to 6 % by
weight (calculated as dry substance) based on the shaved weight
of the substrate (skins, pelts and hides). When the substrate has a
low fat content or when it is desired to obtain a partial degreasing
20 effect, it is advantageous to use the compounds in an amount of
from 0.2 to 2 % by weight; more particular]y in. the case of a
substrate to be degreased having a low fat content, it is preferred
to employ from 0. 4 to 1 .6 % by welght of amine or amine + emulsifier.

2

o

_ The pracess of the 1nvent1on is preferably effected us1ng
25 one or more amines in adm1xture w1th one or more non-ionic -
emuls1f1ers. '

The degreasing treatment of the invention may be carried out
at any stage before tanning e.g. during soaking, liming, deliming,
fermentative bating, pickling or before neutralisation. It is

30 advantageously carried out in the beamhouse, particularly after
1iming, preferably before, during or after fermentative bating}
When the fermentatively batéd skins are pickled before tanning, it
is preferred to degrease them during or after pickling. According
to a pre%erred embodiment of the invention, the degreasing of the

35 skins is effected after an intermediary rinsing step following
the fermentative bate, during the pick]ing, the amine optionally



is used in an amount of fromO0.2 to 10 % preferably 0.4 to 6 ' by weight
‘(cal fl.ated as dry substance). based on the shaved wei ght of the substrate
(ski rE" pel ts_and hides). \Wen the substrate has a |low fat content or whe

it is desired to obtain a partial degr easi ng 20 effect, it is .
advant ageous . to use the conmpounds in an a;[gount of from0.2 to 2 % by
wei ght; nore particularly in the case of Substrate to be degreased hgy®
a |l ow fat content it is preferred to enploy from0.4 to 1.6 % by wei gt g

am ne or amne + i fier The e f
.effected using 25 871 eSrWH‘Brreh 'h'qg’ ﬁ eﬁiﬂﬁt Eﬁ?ﬁ @}5%‘4 ﬁ%c:er?leio B:rhg f{&l? Ay
non-ionic enul sifiselstioherdefterasi ngicklsagmeng. din thee case/ Ofit | dAN MLy be
carried out at any, e e.g. during soaking, |imng,

deli m ng, fernent ag[r?%/%&b ?ﬁ‘ﬁgﬁ %"E%‘ﬂg or before neutralisation. It i s 30
advant ageously carried_out in the bearmousg arti c?l ar | %]aftf: L'l
preferably before, durilh§ 969reF%I88 RTOFEEH LAt ThEeIHED ehetqracly per

- Ler nent at It \éel ygbatﬁdwaa?a aoe lriqadlx& ad «_i;mﬂormuanmiong part1du§aplyetm r eg_ to
egrease them-durin fer C = e i ment
of Lhabpe8 o briiys R SRR Sath B BAVSE ARpCv S

the inventi on, er an
internediary ri n3|mg1<$t0épfrfoul $dw 89 tpnefefrsbheﬁﬂatq ¢8 7bavewe1ahhhqge4 18

pickling, the am nge shaved v!é%ﬁtow iﬁé substiLZte t@&etth&rtméhi lbatR®eRng- i onic
enul sifier being added ng sol

ki i ng,
e.g. in the case otfhe" q?dHthe‘"g?réS%‘mﬂi 5?%9<It%d’ §h§‘é’p§€ ftﬁ'gm 3Phé°§«9§ %am ng
- process of thd0i nyreférbly ifroprsel e 300y myrweﬁght Hasedemh &he shaved weighds to
ngds ratl 0. More partl cularly the
C N

The amines may be used 1n the free base or in an at least
partially protonated form. When they are used in an acidic bath
containing an amount of a'c_id sufficient for partial protonating
of the amines, e.g. in deHming or pickh‘ng,' they are advantage-

15  ously added in the base form to the treatment bath.

The process of the invent'ion enables the skins to be de-
~ greased under mild conditiohs ‘thus leading to a more uniform
subsequent tanmng and -dyemg operatwn

~ The fo]lowmg Examples, in which all parts and percentages
20 are by weight, illustrate the invention. The temperatures are in
o ~ degrees Centigrade. The fat content of the skins are based on
\/ ' the dry weight of the skins.’ '



- substrate is drummed with the aqueous bath in a first step at a ratio of
from8 to 80, preferably 10 to 20 % by wei ght based on the shaved wei ght of
7 ’SUbstyrate, the treatnent bath being then diluted in a 'second step to=A

AtiH o trom 30 to 500 % 10 preferably from50 to 300- % by weight
"on t he shaved wei ght. The amines may be used in the free base-or in

ap aV¥ |l east partially protonated ngﬂl Wien they are used in an acidic bath
copt ai nyng an anount .of acid suffi'®ent for partial protonating of the _
S ameg e.g. in delimng or pickling, they are advantage- 15 . ously added -
'in the base Produntt 8 the treatnent bath. The process of the invention '
enabl es the skins to be. de- greased under mld. conditions, thus | eading to
a nore uni f or m sdb¥elgustrariarasidgisanendensed ag th9&rwitthoh. moteedirol | owi ng -

tE>r<]arrpl es, tl retnmemamaiahm@r neter 81 AAhEEIthage rdle w@ife‘? @)S%A@dcﬁlﬂh illustrate
e |1 nventi

_ ratures are i gr nti The f cont ent
of the ski ndvareX\de TR o Bl o JEkes 6 the crondensadiph Srotuct ol agdst A3 hol ¢
stearic gci coi sha:mm)dlemeefdnah 1s50hen réacitedrdte 120~148¢. hyltbrﬂest molesi ne. After
el imnation pat d i ght of
t he condensa;%liq{)ﬂml ro ucf ﬁk Pedgg"(%ﬁ@ H‘{{&P?cyogﬁg‘tgulrjﬁsmgugﬁmﬁsﬂ?ﬁn react ed
at 120- 140[@?]1;%19%‘"95@%@@9 efnfarauwta ¢%XHe. The resul ting product :
contains, as main conponent, the follow ng conpound of fornula (IX) [err]

Product B By fol l ow ng the procedure used for pr oduct A but replacing.
' (CHz-CHg-O}qZ _ :
| C17H3'5-C0'-.NH-'(CH2)z*N'-(CHZ)-z'N S ()

| e CHZ-O};—-H

| _ 13 . v,
(CHZ--CHZ - 7—1—1H .

Xli.f X12 * 13 = 15

Product B

By following the procedure used for product A but replacmg
10 the stearic acid by-oleic acid, there is obtained a product
containing, as main component, a compound of formma. X:

: /,(CHZ-CHZ 0)———H
C17H33-CO-NH-(CHz )2=N- (CHZ)Z-N\\ (X) o
| (CHa- CHZ-O)——H - o
(CH2CH20)-—H '

X1 * g2 * X23 = 15

Product C

10 Moles ethylene oxide are reacted at 150° in the .presehce
of 0.5% sodium hydroxide (based on the weight of the amine) with
15 1 mole of an amine of formula (XI)

HoN = Ry, = NH, (XI)

in which R12_ is a divalent saturated hydrocarbon residue having a
MW of 590 '



10 Lhe stearic acid by oleic acid, there is obtained a product
cont & ning, as main conponent, a conpound of fornmula X 23 [err] Product‘
10 Nb es ethylene oxide are reacted dt 150 in the presence of 0.5% sodigdm. .
hydroxrde (based on the merght of the amine) with 15 1 nole of an in
of formula (XI) [err] in which [err] is a divalent saturated hydrocar
resi due having a MV of 590 - 14- Produc34E)10 Mol es et hyl ene oxi de [ar e ;
‘reacted at 90-110 in the presence of 0.1 %sodiumethanolate with 1

(

a technical mxture of amines of formula Xl [err] :
in which R13 is a pigduetep of aIkyI and al kenyl of the follow ng 5
-conposition: 3 % —Tlerri Lauryl 3 % ferr]- - Myristyl 6
;A) ' [e{r] ] ' PalSm W|Mo4e%ethy{e¢rér<}x1de are reddtpdaeys0-100° in the I

9 % err] - teary r o] Mol e
of a technical m xPUﬁf"S? J he? fﬁd‘Lﬁ e;hpgj‘o%te w1t9 F%le OrF QL{%Ehrﬁcgn

mrxture of amines of formu]a XII

- | | . Ryq - NHz : : (x11)

in which R13 is a mixture of alkyl and a]kenyl of the fo1low1ng

5 composition:
o 3% Cypfyg - Lauryl
AL | _ 3 % | Cighog = Myristyl
| 6 % "C16H33.- Palmityl
4% CyHa - - Hypogeyl
Product E

1 Mole of a technical mixture of amines of formula XII is
reacted first with 2 moles ethylene oxide in the presente_of poron-
15 trifluoride-etherate, and then with 8 moles ethylene oxide in the
presence of sodium hydroxide at 100-110°C. -

Product F

o - 15 Moles ethylene oxide are reacted at 90-140° without
; catalysator with 1 mole of a technical amine of formu]a XIII

Rig = M —ECH I3 M, ()

20 in which R,, is a mixture of alkyl and a1keny1 hav1ng the
following compos1t1on

0.1 % C12H25 - Lauryl

Of9 % C14H29 - Myristy]

ZS.Q % _C16H33 - Palmityl

25  28.0 % CygHys - Steary]
43.0 % CygHac - Oleyl.



€ -etherate, and then with 8 noles ethylene oxide in the presence
of “sodi m\Nydroxi de at 100-110[err]. Product F 15 Ml es ethylene oxi de .are
react ed ,]90-140[ err] without catalysator with 1 nole of a technical, anine
of flo /X1 [err] (XI11) 20 . in which Rl4 is a mixture
~of - &kl And al kenyl having the folligning conposition® 0.1 % [err] -
Laur % J[err]. Myristyl 28.0 % [err] ~Palmtyl 25

> 28.0 % -[er Stearyl 43.0 % J[err] - a eyl . -15 -

Pr oduct Eﬂﬂﬁijbkelc acid is condensed at 1650 with- 1 mole N-(2-

hydr oxyet hyl ) - et hyl t ti-RH eg,water, 0.5 %
sodlun1hydrOX|deh¥g§§§§ gﬂaggidmé %ﬁ@ﬁ%#ﬂ‘ﬁg1égn %Eétﬁ%ﬁPg product) are
added to thehydraxyathyWriethylesed iapine.cAfterde himinzionsaf i3 troles waters

et hyl ene oxigle, °’T§!ﬂ1ﬁ|ﬁ?rﬂhrtdxﬂﬂe p(rbﬁgé’&foncﬂiétﬁémt @ﬁtﬁ@'c@n&ﬁ%ﬁ@fﬁ”t a
-conpound of fornula X

uct | aur al. coh react ed
at 60-70°wi t Frosugiy ake f@Le tl’e'fﬂecm’ﬁ:t”ﬁ?/dﬁ“ﬁh i ’E g@%ﬁ@é g#ﬂ ?ESA) tin
tetrachl ori deithbt® edlen ethydeneiaxite ofThe heslibging! pmhwclhcbr)taﬂisl\/tabe '
monoet hanol aﬁg1ﬂecéﬂb3nent a compound of formu1a X1V

(CHzCHZO)T |
31
C17H33-C- NH(CHZT‘N | (XIV) -
0 | \(CHZCHZO)-,G-Z | ' v

x3) * x3z = 11

| Producf H

2 Moles lauryl alcohol are reacted at 60-70° with 2 moles .
10 epichlorhydrin in the presence of 1 % tin tetrachloride (based
on the weight of the lauryl alcohol). 1 Mole monoethanolamine are
first reacted at room'temperature'(approx, 20°) with the resulting
ether and then 2 moles of sodium hydroxide are reacted at 60-70°
in the form of a 30% aqueous solution. There is obtained the
15 . following product of formula XV -

(C4oHyg-0-CHy=CHOH-CH, =5 N_-CHZ_-CHZ-OH_. o (xv)

After drying, the product is freed from sodium chloride by
filtration and then reacted at 160° with 10 moles ethylene oxide in
the presence of 0.5 % sodium hydroxide (based on the weight of the
compound of formula XV). '

20 Product J

70 Parts of product D are mixed with 30 parts of the addition
product of 2 moles ethylene oxide to 1 mole Tauryl alcohol.



flrst _reacted at roomtenperature (approx 20) with the resultlng ether.‘
then~2 nol es of sodlunlhydrOX|de are reacted at 60-70 in the formof &

‘aqueoUs-sol ytion. There is obtained the 15 follownng product of f/or
XV [err] After drying, the product is freed'fronrsodiun1ch|oride by [©7

presence of 0 5 @6sod|un1hydrOX|de (basd6 en the wei ght of the conpod-ef
formul a XV). Product J 70 Parts of product D are mxed with 30 parts

of the addltlon product of 2 noles ethylene oxide to 1 nole lauryl alcohol.
- 16 - Product K 7@reguctsK of product D are mixed with 30 parts of the "

addi ti on product of 3 thes et | ene oxide to .1 nole nonyIHEphenoI
Product L 70 Parts of pr/BA#ts aP'é’dHFReDdaWF t“ﬂ’@b"‘bmﬁg RATts H!Elltlon
~product of 6 nol es adittyibrnErodudtdef t md1gwkehylend oxlighabol .mofs qEueiy1M 28
-Parts of product E ﬁé&ﬂn1xed with 12 parts of the 10 . addi ti on product
of 3 noles ethyleng oxi'de-to 1 nole lauryl alcohol (catalysed by sodi um
hydr oxi de) 10 parts of a 26% aqueous NaC solution and 50 parts water.
EXAMPLE 1 Nonbneut Pgpdueddl f| eshed pi ckl ed sheepskins 'having a fat

70 Parts of product G are mixed with 30 parts of the addition

v ' : product of 6 moles ethylene oxide to 1 mole p-nonylphenol.
Product M _ _
W, _ 28 Parts of product E are mixed with 12 parts ofethe
10 addition product of 3 moles ethylene oxide to 1 mole lauryl alcohol
{catalysed by sodium hydrox1de) 10 parts of a 26% aqueous NaCl
solution and 50 parts water.
EXAMPLE 1 _
Non neutra]1zed fleshed pickled sheepsk1ns hav1ng a fat
15 content of about 40% are treated as follows (the percentages are
- based on the pickled weight):
1. Degreasing
Addition " Treataent duration
10 ‘% water (25°) B N |
. 20 - 3 % product J, KorL or , 30 minutes
o -~ 6 % product M - f
- 10 % NaC1l . . ~ 10 minutes
- . - 80 % water (25°) oy . 30 minutes
2. Neutralisation
25 Addition - - | Treatment duration
0.5 % sodium carbonate 30 minutes
0.5 % sodium carbonate 30 minutes
0.5 % sodium carbonate 30 minutes

The pH of the treatment bath is ca. 5.5-5.8. The extracted
30  fat is finely dispersed in the treatment bath in form of a stable
dispersion. 200 % Water at 30° are then added to the treatment
* bath without altering deleteriously the fat dispersion. After
discharging of the treatment bath, the skins are rinsed 3 times
with 200 % water at 35°



uNati on 10 % wat er (25) 20 -3 Wbproduct J, Kor'L .0¢
Vo product M 10 % Nadl : 10 nj nutes

2b[err]) }; . 30 m nutes 2. hbutrallsatlon 25

L _Treatment duration 0.5 % sodi um

_ 30 nmindtes 0.5 % sodi um carbonat e _ .

30 m nytes”0.5 % sodi um car bonat e _ - 30 mnutes The pH of the

treat nent bat$- iChreme-tanyng 8. The extracted 30 - fat is finely dispersed

inthe treatment bgth in formof a s abl e . 200 % Water at 300

e o e e re sl hE Hetnsaend TRUFa 1 h SRITar SUbtaaabIY o ¢ ho' at

di spersi on. Afhkremecianabdiragi fallokst he treatnent bath, the skins are rinsed 3

times with 200 % water at 350. -17- 3. Chrone-tanning The resulting

degreased neutral i séddskions are subsequently chrofmeatwenteduratiémol | ows:

Addi tiorg 50 % water : Treatmeny duration 5 50 %

water 10 minutes 5 % NaCl | - | 10 minutes o
' 1 % formic acid 85 % _ 30 minutes

8 % chromium sulphate with 26 %
Cr203 content and alkalinized.

10 to 33 % ' - 16 hours

and then'dried.

The fat content of the resulting leather is then assessed on ~/
a sample according to known methods, e.g. by methylene chloride
extraction, Depending on the sample, the degreasing product
15 used and the sk1n parts, the degreased leather has a fat
content reduced to 5-10%.°
EXAMPLE 2
Non neutralised, fleshed pickled sheepskins having a fat
content of about 40% are first neutralised as fol]ows (the % are.
20 based on the pickled weight):
| Addition o Treatment duration
10 % NaCl | : | 5 minutes
50 % water - 30 minutes o
0.5 % sodium bicarbonate 30 minutes hd
25 0.5 % sodium bicarbonate - > 30 minutes
0.5 % sodium bicarbonate . 30 minutes

The . treatment bath has a pH value of ca. 5 8-6.2. After
discharging of the neutralisation bath, the skins are degreased
as- follows: '

30 Addition - | | Treatment duration
10 % water at 35°
3 % product J, Kor Lor . 30 minutes
6 % product M _ '
200 % water at 35° . 30 minutes
B : The grease extracted from the skins is finely disperséd in

the treatment bath in form of a stable dispersion. After dis-



%)Nad 1 % formc ackd 85 % 30 ni nut es 8 %
chrorium sul phate with 26 %)Cr203 cont ent and al kalini-zed 10 -
to 33 % R 16 hours and then dried. The fza
content of the resultlng | eat her is then assessed on a sanpl € -according
known met hods, e.g. by nethylene chioride extraction. Depending on tHg
sanpl e, t he degreasi ng product 15 g ed and the skin parts,
~degreased | eather has a fat content reduce® To 5-10% EXAMPLE 2 Non
neutralised, fleshed pickled sheepskins having a fat content of about 40%

are first nept _raI ! Sc?‘lgrf'ﬁ\gf 9\1 ltﬂxﬁtrgsaﬁn%ﬁtﬁ 2“91& Sk’l—ftls %lr'enﬁmseaté]gg | ekl ed%

wei ght): Addition.

NaCl "~ successively with 200 % wate® at 36fcfor530 ominutesr
30 minutes 0.5 % sodi um bi car bonat e. 30 m nutes 25
0.5 % sodi um bi car bonat @fter chrome-tanmng as d1sc1§§éﬂﬁ“ﬁx‘§ﬁpﬁ 9 a'ﬁ’dsﬂ’i‘%

bi car bonat e r eaf ment t h has H
val ue of ca. 5.8-6.%¢ f% E?"tﬁpgcﬂfafﬂ@ﬁ ﬁ@s‘ﬂft’f‘ﬁgeﬁmﬂ”rﬁ |a§é?5i56ﬂ tpﬁi’ﬁ“d‘f‘ﬂe
skins are degr®asemnathd pkrodusct:useéd and = the skins, AHdi fatotontent has been

Treat ment duration Q ar 350 3 % product J, K or Lor
Jieréd S 3-122. 35

30 minutes 6 % produc \at er at 350 . 30
m nutes 35 The grease extracted fromthe’ sklns |s finely -
di spersed in EXAMPLE 3
| " Pickled sheepskins having a dry weight of 300-350 g, a
(N pickled weight of 600-700 g and a fat content of ca. 30% are
10 neutralised as disclosed in Example 2 and then degreased as

follows (the % are based on the pickled weight):

Addition * Treatment duration

| 10 % water at 35° 30 minutes
3 % of a product A to H _ 30 minutes
15 200 % water at 35° .30 winutes.

~ The treatment bath has a grease content of 35-45 g/1 which
corresponds to a degreasing of 60-80% of the skins.

EXAMPLE 4

_ . Soaked, salted cattle skins are 1imed as follows (the % are
N 20~ based on the salted weight): '

Addition : . Treatment duration
200.0 % water at 20° '
3.5 % lime _ _
2.5 % sodium sulfide 60% 15-17 minutes .
0.5 % product M :

.5
.5
25 5
After discharging of the bath, the skins are washed with .
200 % water at 20° for 15 minutes and the washing bath is d1scharged
Compared with skins 1imed in the absence of product M the re-
sulting skins have an improved cleaner aspect, the natural hide
30 grease being better distributed.



the treat ment bath in formof a stable dlspersmn Af'ter. di s- - 18-

g of the treatnent bath, the skins are rinsed 3 tines successwely;
Yo water at 350 for 30 mnutes. After chrone-tanni ng as di scl os

e | and drying the fat content of the resulting leather is , |
Depending 5. on the product used and t he skins, the fat.

cont gRI\bAas been | owered to 4-12% EXAMPLE 3 Pickl ed sheepskins having a
dr y\ Wei gitt of 300-350 g, a pickled le'ght of 600-700 g and a fat content of
ca. YQ%are 10 neutrali sed as disclosed in Exanple 2 and then degreased
as follows (the % are based on the pickled weight): Addition

Treatment durExample 80 [err] water at 35[err] : 30
mnutes 3 %of a product Ato H - 30 mnutes 15 200

Y%owater at 350  pftep bating and deliming, caBOIdTERiHisCare ThEateleal ment bath has

a grease content of 35- corresponds to a degreasing of 60-80%
of the skins.f I’Ei@l(f\?P S?T%ké%‘eds%ﬂ (B skiptwed98¥hins are |imed. as fol | ows

(the %are 20 based on the salted weight): Addition
Treatment duratio % wat er at 20[ 0 I|n1325%sod|umsulf|de
60% %g%ﬁ 917 m nutes 25 Tre ElM%t tilne 0.5 %pr oduct M
' 5 0.5 % product M 10 - 15 minutes
200.0 % water at 35° 10 - 15 minutes

~ The treatment bath is then discharged. The resulting skins L
are clean, substantially freed from scut and scurf., ' NV



After dischafging of the bath, the 'skins are washed with 200 % water at 200
for 15hg1nutes and t he mashlng bath is di scharged—Conpared with skins

limed Tn-the ‘absence of product Mthe re- sulting skins have an inproved™ =\.
cl eaner aspect, the natural hide 30 = grease bill“lmﬂ“ﬂ mmmr buted.
19 Exanple 5 After bating and delimng, cattle s as fol l{oy

(the % are based on the skin.weight): Addi20i on Tr eat ment,
time 5 0.5 % product M ' 10 - 15 minutes 200.0 9%
wat er at 350 10 - 15 minutes The treatnent bath is then

di scharged.. The re§t]|atrlsng skins are clean, substantially freed from scut"’
and scurf. Clains 1. - A process for: degrea5|ng natural skins, pelts and

hi des i'n an.aqueous medqum,pr;. essgg%%aggérégswwhgthﬁqoggﬁg mglﬁgsmtdgg in

step of treating the ski ns, an aqueou$ sol ution 5
or dispersion of adfot@eAus “BFF%PK]“"‘S&EC%’?&B?%H'OY‘"I‘& PT%eﬁsaﬁﬁ“H%‘sﬁévV}?g
surface-active propegpicstaadis@thdi sking, pRets FALerides wiah dreaglecuesolution

coptatni ng ar Peasorotissart et 3 artls Mindrll: Sectilny. b iePBiY amine,
A process accordi nday bngCisur face-adti vevdropensies dndpoqmnr!ﬂmg. per molecule, at
least one lipophilic residue and at least one ethylene oxide unit,
- the amine containing at least one nitrogen atom having basic
properties. o

-~
r

v/ 10 2. A process accord1ng to Claim l in which each lipophilic
residue present in the amine is a monovalent aliphatic or araliphatic
radical containing from 9 to 24 carbon atoms or a divalent residue
containing from 24 to 50 carbon atoms and derived from a fatty
diacid. '

15 3. A process according to Claim 1 or 2, in which the amine
contains at least one ethylene oxide unit per lipophilic residue
present in the molecule. .- '

4. A process according to any one of the preceaing claims in.
‘which the amine is a tertiary amine.

20 3. A process according to any one of the preceding claims,
R o in which the amine is a monoamine containing one or two 1lipophilic
| residues, a mono- or poly-alkylene-noolyamine containing one or two
Tipophilic residues, a monoacylated N-(R-aminoethyl)-N-(B~hydroxy-

L © ethyl) amine or 2 d1- or tetran1ne containing a divalent lipophilic
: 25 ‘residue.

6. A process According to any one of claims 1 to 4, in which
the amine is an amination product of an epichlorhydrin ether
containing at least one 1ipophi1ic residue with ammonia, a mono-
or poly-alkylene-amine, an aliphatic monoamine or a cyclic amine

30 containing-obtionaliy-a further heterocatom.

7. A process according to Claim 6 in which the amine is an
amination product of a mono=- or paly-epichlorhydrin ether derived
from aptionally ethoxylated fatty Cq_,, alcohols or Cy, oy mono-,
di- or tri-alkylphenols.



- residugNresent in t he ani neis a rmnoval ent allphatlc or arallphatlc

nt ai ns at

comt aNgi ng from 24 to 50 carbon atons and derlved froma fatié d|a0|d

3. pogess according to Caim1l or 2, V\nmuunﬂmgu 3“
| edstVong et hyl ene -oxi'de unit per I|poph|I|c

4. A process accordi ng1to any one of the preced| ng clains in

vvhlchthé amine is a

n the

tertiary amne. 20 - 5. A process according

to any one of the preceding clains, in which the amine is a nonoanine _
cont ai ni ng one &r fvRroEe o RFIMAdng &9i e 8ne HFeledms ok to 5, in which

pol y- al kyl eecanidey asi sedectadt fhodi BcomPundr of WarhiRophi | i c residues, a

- monoacyl ated N-([err]-am noethyl)-N-([err]-hydroxy- ethyl) am ne or a di-
or tetram ne containing .a_dlxval ent |ipophilic 25 residue. 6. A process

~according to any one
“product of an, chl
residue with }ﬁha

of Iclains | to 4, in which the amne is an am nation

rhydrl et her .contaihi ng at | east one, |i pophi lic
L B rIOneT SbAELE 1Gg. o dOARIEDOn TRl H8hat | ¢

monoamni ne or a cyald ¥ aisi @aeadlcal seletitad imogg chbs@El Formald urt her

hetergatom -7. A procesy C(%‘?réjﬂdngp'tf Gaim6 in which the amine is an

am nati on product of-

optionally et hoxyl,at ed fatty [err]alcohols or C nono-, di- or N

tri-al kyl phenol s.
5, i n which Ié’ﬁrtﬂ

a noh epi chl orhydrin ether derived from

-21 8. A process jaccording to any one of Clains 1 to

,(etl ected froma&onap r& ( formula I

CHy-CHy-03-H : (a),
'. - A —1}

’} _
J'_(CH c{z‘u,x h

\cp -CH ox_.ulL | \cﬂz-cnz-o;-x—u ®,
_ ' n
-C - N l’ A ; | . . -’ - | - :
I " N\fcr CH,-03 H R C)X— "
N _/cn_-z' B et Rhalr 2he MY (¥)
CHy TP :

10

in which m is an integer from 1 to 4 _'

' n is 0,1, 20r3 : o’
p is G, 1, 20r 3 '
A is ethylene or 1,3-propylene, and _
each x, independently, has the same or a different .
numerical value '
the tota] of ethylene oxide units in each formula (a)
to (g ), independently, being from 3 to 30,

and a compound of formula II



[err] in which Ris a linear: aliphatic'[err]hydrnrarbon residue and Xis a

radi gal sel ected anong those of formula 5 : [err] n
‘[err]™m whi'ch mis an integer from1l to 4nis ﬂl X
or 3 A is ethylene or 1,3-propylene, and 10 ml’"”" Im“m"”llr 3
X, independently, has the same or .a different nunerlcar VAl it the tdtal bf
ethyl ene oxide units in each fornula (a)} 20-(y ), |ndependently,_be|ngff.
3 to 30, and a conpound of fornula II - 22 - [err] in which [err]\J
divalent [err] aliphatic hydrocarbon residue q is 0 or 1 and each v,
independently, has the sanejor a different 5 T

nunerical value the total of etfhyl ene oxide gnits being frlom15 to 40. 9.
A process according to any pne |of Clains 6 aWd 43 ﬂh@m&t&h the amne is an
1 [err]

5 CH, T hi-CH,-CH,~CH,—-N (11)

am nation product .of a conppunq of formula. l
R

‘2 ‘2 772 7' r\
. - C!-iz-(?l-:z-ﬂ%v--h.J Ch CL lfH
. ) - : q

in which R2 is a d1va1ent C36 42 a11phat1c hydro carbon

res1due
T g is 0 or 1
and each v, 1ndependent1y, has the same or a d1fferent
5 _ ' numerical va]ue
lthe total of ethylene oxide units being from 15 to 40.
9. A process according to any one of C1a1ms 6 and 7, in
wh1ch the am1ne is an am1nat1on product of a compound of formula
II1 ' -
R0 —A — 0 (1)
\e/

in ghich Ry is C9_22a13y1, Cq.ppalkenyl, di-(C4_12a1ky1)-
- LU ' phenyl or mono- (Cg_,qalkyl)-phenyl
each1A1.independent1y is ethylene or 1,2-propylene
~r is a number from 0 to 40
S is a number from 1 to 5
with ammonia, a mono-c2 4 alkano]amxne a di- Cz 4 alkanolamine
15 or an amti:e of formula IV



in which [err] is [err]alkyl, [err]al Kenyl d ([err]alkyl) 10
phenyl or nDnQ-'(CB 18al kyl’) - phenyl = each [err] |ndependently S ethylquror-
.1, 2-prepylene r is a nunber fromO to. 40 s is 5 W t-h

a %, \a nono-[err] al kanol ani ne, a di - [err] . or
~an‘/a e of formulalV . - 23 - in which Qi e!i GM'E! ", forrnJIa \/
[err | - (V) in which R | S 0 or to 5Y is

_ when t> 1 also [err] 5 each A2, |ndependently, IS

et hy ¥ or ‘1, 3-propyl ene each [err] and [err] |ndependently, is H or
[err]™al kyl R is H [err] alkyl or [err]alkenyl and R is an aliphatic
‘[err]hydrocarbon residue at least one of [err] and [err] and [err] being
hydrogenor an ethoxy- |ated derivative thereof,the nolecule containing at

| east two et hoxylated units per- hydéycarbon resrdue containing 8 or nore
carbon atons present in the noli@ggul 10 A procéby according to C aim 8,

I n which in the conpound of for I Xis aradical of formula ([err]).
15. L} whilnPg ace r.dir to . 10, in which the total
nunber of etherHgIOXHQeguﬁ?ts ?ﬁ frg%IS t@*gdﬁ5§5q“2A process according to-

~any one of trme%ﬁéﬁébrﬂ@acyalns//»n mhlch\{he anine is used in free base  °

formor in an at :
Ry~ N— A —Yy (V)
R Jt S

VT

in which t is 0 or an integer from 1t05 . )
| Y is -NRgR, or, when t>> 1 also -NHCOR; v/
5 each Az,independently, is etherne or 1,3-propylene
each R4, R5 and R6, independently, is H or. C1_4a1ky1
R7 is H, C1 2.a'lky'l or C14 18a‘|keny1
and R8 is an aliphatic C1 21 hydrocarbon res1du°
at least one of R Rs,u and KG and R7 peing hydrogen,or an ethoxy-
lated derivative thereof the molecule containing at least two
| ethoxy]ated un1ts per h"drocarbon residue containing 8 or more
carbon atoms nre_sent in the molecule.

”

10

10. A process according to Claim 8, in which in the
compound of formula I X is a radical of formula (B).

15. 11. A process according. to QIaim 8 or 10, in which the
total number of ethylene oxide units is from 5 to 20. B

12. A process according'to ahy one of the preceding
claims, in which the amine is used in free base form or in an at
least partially protonated form.

20 13. A process according,to any one of the preceding
claims, in which the amine is-used in admixture with a non-
ionic emulsifier having an HLB value of at least 4.

14. A process according to Claim 13, in which the non-
ionic emulsifier has an HLB value of from 4 to 20.



Ieast partlally protonated form 20 . ° _13. A process accordi ng to :
any- gne of the. preceding claims, in mhlch the amine is used in adn1xt
with & non- «ionic enulsifier haV|ng an HLB va m .
process according to daim 13, . in which the numm "mlusm"sll i er h s aﬁ;;/.:'
HLB val ue of from4 to 20. - 24 - 15. A proces§ adccadrdisng*to any one

the preceding clains,. in which the a@g-Lonic enmulsifier is a parti
acid ester of polyols or an addition product of'ethylene oxi de and g
- opti-onally propyl ene oxjde al cohol s

acids, 5 fatty o g A B Sdé‘g“é{ﬁb"gpgf’ﬁ"é(l oft, By 'B‘g PR {%‘f"s"
polyols. 16. A prmeuhsclad:her@nng)mo emuy s thier ofs ammnaelcédtmgaddaﬁm;:r in
whi ch the non-ioni e WIS’ bl éiﬁe#&pg%ut:;% CeRBOG% aB@rd?S‘d 1

and VI1 [err] formila_([err )

.jatt

i n which each [ err PraPydseRsi F?/ a ﬂBha[téF rA18PRQ1S » Ak ] pheno} ‘gj’s’
is a nunber frBom 2fiuty38cid alkanoismidesnand fareE) fastyt b)eudaasr&ersesﬁ qiutyoat a
[err]al kyl carboxylic acid 15° and X i s a nonoval ent or

dhval ent rest due o sory ok, orBb Gt alorBind 3Bt A5 Y0k He SrecedifNcluimsl: 2

in which. the non-ionic emu]s1f1er is se]ected from compounds of

‘- : : formulae VI and VII - . N
Py—(-o—cn2 CHZ—)— oH (VI)
.kj R o (5—10 N 285

in Whigh R9 is Cg.pq31kyls Cg_oyalkenyl ora group of formu'l; (€ ),_

n
_11’j\©_ (E)

10 - in which each Ry, indépendent]y, is C,4_qpalkyl
| and j; is tor 2 '
g is a number from 2 to 30
' h is 1 or 2 o
- | R,,CO- is the acyl residue of a C ; alkylcarboxylic acid
\_/ _ 10 ; - 12-20" .
: 15 and X ~ is a monovalent or divalent residue of sorbitol,
- glycerol or pentaerythritol or, when h = 1, a group
, | | of formula (VIII) |
“ - 0 — CH,CHy— 0 3—H (vIII)

in which k is a nhmber from 3 to 30.

17. A process according to any one of the preceding claims
20 in which the weight ratio of the amine to the non-ionic emulsifier
is from 95:5 to 40:60.

18. A process according to any one of the preceding claims
in which the amine and non-ionic emulsifier (when present) are used
in an amount from 0.2 to 10% (calculated as dry substance) based



in which k is a nunber from3 to 30. 17. A process according to any one. of
the preceding claims 20 in which the weight ratio of the am ne to t‘he
non-ignic emilsifier is from95:5 to 40:60. 18. A process accordi ng tofaﬁy
z he preceding clains in which the a c enmul sifjer
en pifesent) are used in an anmount from ;]m“mllm“ﬂ HH““I' ated as dry
nge) based on the shaved melght of *the skins. $19* A process -

d¥ng to Caim18, in whicf? fhe am ne and non-ionic enulsifier (when
fare used in an anount from 0.4 to 6% (cal cul ated as dry substance)
N t heorshhe estlavexd gight of dhetdkdnski ns. 20. A process according to any
t he precedlng clains, in which the treatment is carried out in the -
soaking, limng, e tiign C t 21. A
process according to %p%{&% ;ﬂowm?a’i:%‘(ﬁﬁgﬁ‘ﬂ?égm%hﬂh gﬂ'é Qﬁhrze ggdrrl ed out
before, duriff§- b@msf%'eﬂ%me(ﬂfenmressm. ALe used iR ¥ dPRWY Hedbrding to

G aim21, inuhteleyt (Qlciraededy dry sabstantey bated oRHtHeCEhdved weigtB. A
pr ocess gccorfdtng tko Claim 1 as herein described in any one of the

. Exanpl es! MSw4.  Skins, hides or pelts whenever treat ed by the __

- process of any one of Cainmns 1 to 23. T
' 20. A process accordmg to any one of the preceding claims, '
in which the treatment is carried out in the soakmg, 11m1ng, de- - _ Y

l1iming, fermentative batmg or pickling step.

21. A process accordmg to C1a1m 20, in which the treatment _‘
10 is carried out before, during or after fermentative bating. - \J

22. A process according to Claim 21, in _whi-c'h the treatment
is effected at a pH £7.5.

23. A process according to Claim 1 as herem descr1bed .
in any one of the Examples. -

15 24. Skins, hides or pelts whenever treated by the process
of any one of Claims 1 to 23. '




