(54) PROCESS FOR PRESERVI NG TEXTI LES OF NATURAL
PCLYAM DE FI BRES AND OF SYNTHETI C FI BRES
DYEABLEW TH _ACI_D DYES S

Ve, SANDOZ LTD. of Lichtstrasse

Sja st ik ST fee T Body ’ ‘ 56T at € . Of gani sed- accor di ng :
the 1 aws of' Swi t zer | and do hereby declare the invention, ° ~ for which
we pray ‘that a patent may be granted.to.us, and the nethod by which’ it @
to be perfornmed, to be particularly descrlbed in and by the follow-ng
statenent: .5 : ) This invention relates to a process for the lLocal -
reservati on agapﬂmNTcmchCATI@Nel ect etl) aF 226 6538 ! es
made of natural polyam'de fibres and of textiles made of synthetic
fibres dipable with acid dye¥Q DRAVINGSr ocess consi sts in i.peE gaal i on of
sel ect ed@r @4} Applicstioe Noc30814/68%s W2RhFild RHIimk €268 f i br e- r eagfy BNwnds and
fi xati orRGhf (31) Conventiot Applicavion ¥g9429 0n(32)1Biled 3 July 1967 |t hag el

fibres djpatiipOuiverhiomaplicaticyNe. 166707 . (82)|Fikd 9 Nowles67 Secol Y58 A% 56,
Vol ume 18} (31) ConveningASplibADA NA 4G C aB2)lHiled D8y, 1967 e S er \\ Sy fi oni ¢
(aci d) d8més (i3y Swhgtad(CGHj Ng . the.areas intended f : on with
a |'iquor or (4) Camplee S@afiatith pablishid 61 March 1972 - col our Nson

fi-bre-react sy MaspoddRssicsiod 1 0ep BAK 3714, g0 ned) and then fIXI ng the im

15 . pregqsz) Ifkex at acceptance

15 THS 1261838 2Lleaka PISA 2l of natural pol yam de fi bres" refers
in particul §2) fventors DR, HERMANNGFGIS and HERMANNOven fabrics or knitted goods

of wool or silk. Undepm PEFER | es nmde of synt hetic fibres dyeable .

with acid dyes " ﬁ?%%%geﬂﬁﬂg%}{a{.%s sI - forms of

synt heti c pol yam d 226, 610 and 6/ 66,

of 20 - basic nodified poDNBABDAEIVATE ACHD DYES)aS| (o m)dl f.i ed
polyacrylonitrile and acryl onitrile 20 ' poI yner (Ll %roes The _
) o ; ]
C.?l ?Url elss fl brra?te orgamse ac%gm ] m&g y A0 rT:e invention, t:M?n are
0 ormmul ae g 1chwe ray that a patent may be tedtous,fandme bywhichn:ls ere
Hal st ands f Oko gpe&‘am , td3be, pastichiRdly d%scﬁ g statement: :
_ “This invention relates to a _process for the local reservation against anionic dyes 5

of selected areas of textiles made of natural polyamide fibres and of textiles made of
synthetic fibres dyeable with acid dyes, which process consists in impregnation of
selected areas of the textiles with colourless ﬁbre-reacuve compounds and fixation of
the impregnation, -
10 It has been found that textiles made of natural polyam:de fibres and of synthemc 10
- fibres ‘dyeable with acid. dyes (cf. Colour Index, Second Edition, 1956, Volume 1, :
pages 1001—~1404) can be locally reserved against anionic (acid) dyes by impregnating
the areas intended for reservation with a liquor or a paste containing one or more
: colourless fibre-reactive compounds (as 'heremafter defined) and then fixing the im-
15 pregnation. 15
The term “ textiles made of natural polyamide fibres ” refers in. particular to '
filaments, yarns, woven fabrics or knitted goods of wool or silk. Under “ textiles made
of synthetic fibres dyeable with acid dyes> are understood the aforenamed textile .
forms of synthetic polyamide fibres, e.g. nylon 6, 7, 11, 66, 76, 226, 610 and 6/66, of

T2 basic modified polypropylene and of basic modified polyacrylommle and acrylonitrile- 20
copolymer - fibres. The colourless fibre-reactive compounds employed for impregna-
tion a!reofformulae
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" - where Hal stands for F,.Cl or Br, X for a group of formula
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2 1, 226, 653
2 [err] Y for H For d, Zfor

an unsubstltted am no grqup, an am no group substituted by one or
; JrONpS e nY - Lo 10 & CarF BON -at onb; -0r an. al Raxy- gr oup - navi ng 1~
atons, n for 1, 2 or 3.and R for an al Kyl group having 1 to 4
car bon 5 @ at ons, and Wnere the [err] and -COOH groups are attached

to thée arowatic ' 5 nucl eus at positions other than those.
ortho to the oxygen or imno bridge @?ngﬁr and t he ‘ar or;atlcznucl e)
may be Sub§t|tuLPd by, for exanple en_atons or nitro_ eyano L
or al kyl groups having 1 to 4 car bon at ons. Corrpounds with a
pyri m di ne nucl-eus, gfef\very s e N 7 {1 - and .
alkaline_madium@c ,_ ives” e\ stapidly, while
tri-- 10 - fl uoroqsyg/b’m dyl - aga’trt | cul ardapasui t abl e for

t he reservat ion-of natural . pol yam ‘de fibres. In selecti ng. sui‘tabl e
colourlessflbrerea' | ve conpounds thettll'e - colourist will be .
gui ded by these kpayn & iteriay \ yar.eas,of the textile, =

hese .ess f:| * FPVQ;&.&S L corrpounds '

substrate treatedl
AQx/ns* ancearc dyes general |y .exhibit increased

T e
besi des bei ng resélmved

15 dyeability with basic des I'f the conpounds are
appli ed by a pLpiii Ng.prag J N ) past e
preparation for G oy, ,(Q' 40 ey cone preferabl y,

gr ound Tz NeeNef ze 0% A#0 m crons or-. mor e
partlcul arly 0.1 to 5 mcrons, 20. i f necessary in the presence of

di spersing agents or fillers. For exanple, the dry com .. 20. o pounds

can be ground with a dlsper5| ng agent and if -required fi IIe'r’s or .
alternatively < ~gan be kneaded. in paste form wth a d| sper si ng
agent and-subsequenf TorewWos 7 jet dried. It is ,
advi sabl e to add an %1 u¢hi nd| ng agent such as sodium or pot. aSSI um car- 25
bonat e or b| carbonate'to prepar atlons of . corrpounds containing reactive
hal ogen, %' or H F 01' Et or & ETPiPe A at%lds ﬁ“’-ﬁ?dxat ion is

@

i mredi at eI y ne “ ) ‘ ﬁ%m | ng agents -
is normallgy in dlvihe&f'tﬂe ' Mitached to the aroinﬂlgr pastsg, for
exanpl e nodi fi autlegsatmemds Mthanahosw‘athommdwg@ a3 Graiho briigs memberund

al ginate, Britf W g& ‘?;""“@F % tfef| extply h@%&m%t?mmalﬁ"g%@ gum

tragacanth; 30° Co SELLAIQHE 8 hvdrol tral
hydr oxyet foyl - cedd (:emeaﬁmsmhmucm &Hi‘l@ﬂidé‘stxéfcﬁéﬂ:gn 353' ngﬁg ’3111‘12“@5 10
pol yacr yl ani deduaepygwidyly flesiydtives|. ggh;@tuslﬂarly suitable for the refdrentipmdfinmoral i quor or
printing past el’mtm‘al mmmm able F‘é%%lesﬁ ifibeweartivg coprppnds the textile

own criter

The. areas .of the textile substrate treated with these colourless ﬁbre—reacnve .

15 compounds, besides being reserved against ‘anionic. dyes, generally exhibit increased. 15
dyeability with basic dyes. -

If. the compounds are applied by a printing pmcess, the. known method of print
paste preparation for dyes is employed. For this purpose they are preférably ground
to an-average particle size of 0.1 to 10 microns or more particularly 0.1 to 5. microns,

20 if necessar’y in the presence of dispersing agents or fillers. For example, the dry com- .20
pounds can be ground with a dispersing agent and if required fillers, or alternatively
it cgn;le lée kneaded i in paste form with a dispersing agent and subsequently vacuum or
jet

It is advisable to add an acid-binding agent such as sodium or potassmm car-

25 banate or bicarbonate to preparations of compounds containing reactive halogen, so 25
that the hydrogen halide liberated in fixation is immediately neutralized. One of the
commonly used thickening agents is normally included in the padding liquor or print-
ing paste, for example modified or unmodified natural products such as sodium

_ alginate, British gum, gum Arabic, crystal gum, locust bean gum, gum tragacanth,
-30 starch, carboxymethyl-cellulose .or hydroxyethyl-ﬁcellulose, or synthenc products such 30
as polyacrylanudes or polyvinyl alcohols..

The paddmg liquor or printing paste may contain the colourless fibre-reactive
compounds in amounts of up to about 150 parts per 1000 parts. Fixation is effected
preferably in a moist atmosphere-at room temperature for periods of up to about 20 o

35 hours, or between 25° and 95° C for 2 hours, or between 95° and 130° C for a‘bout 35 ..
15 minutes.

Polyamide materials treated with the colourless fibre-reactive compounds can be
dyed with anionic dyes; the areas of the material treated with the compounds then

. remain undyed or are dyed to lighter depth than the remaining material, depending on '
40 the degree of reservation impalrted by the treatment. The best reserve eﬂ?ecls are 40




conpounds in anpbunts of up to about 150 parts per 1000 parts. Fixation is
ef fected preferably in a noist atnosphere at roomtenperature for
eriods of up to about 20 35 hours, or between 25[err and 95 err
;for 2 hours, or between 95[err]| and 130[err] C for about .35 o an
im nutes. - Polyanide materials treated with the colourless

‘fibreée-reactive conpounds can be dyed with anionic dyes; thg@leas
of the material treated with the conmpeunds t hen remai n undyed or
ar@,dyap to Jlghter depth than the,remaini ng naterlal dependi ng. on 40
“the —-eserve

' ef fects ap’b,taineqloigamst andonic dges bearmg 1wo or more sulphomc acid groups, in- fact 100% 1, 226, 653

reservatipn, of syRtheic Wb 4 Aor e sul phoni ¢
3ot oroul® o T ??,%mﬁ; et ﬁ&% S polyan de

fibrds camohfehhaiipet agaiwhrh givbite a&aﬁ Mained\ with this class  Stsep by step
-decr ease iwhertas dasitedyesalye tfe resersedrayeas ofmqumdmatmaheckrwetﬂﬁpﬂytb@ bearing only

-~one sul ph yareseryel gubstrase, 5&“1‘?"' eeAUE dyedi ik 1y ocess of
Peservabl gt dzezy?dﬁirmﬁfu@a%aﬁ%wﬁ%ﬁ I 0t ve & he-nor ma

ef fegd s olptoaddareds vf &ohrsé piaciicsblles With tHe basic dyes being appifed i d@ashec dyas dye the
reserved dasserred asfas,folloyedvbyl @nionid dyes & fil dn eauemmgd@ptrhl tDyanof . t he

g s can berappl d fgm e b tly dyed
””{ﬁse”epfﬁ%@ %@gg o T ree a3 ol S8R ppgpunsoquent | y dyex

- effetd s, Since the . | miamers ¢l ass dye preferentially The areas

reserved ugaﬁrmm“%%u&:nﬂga@d .withiithe follomdngsasiditions k@d vigoroyslyotmedur e i s of course
pract i cabPEH boipeeeretss hasi ¢ dyes being applied first to dye the 10 '
reserved areagy ;@gohﬂmgm%m&%u c dyes to fill in the remaining naterial.
Dyes of 30 partsaxihhﬁ-&s disot¥umCphaphats can be applied fromthe same bath if
desi #&d. Zpamanhydrwsmlowsqdhlelﬁhmpm ng .Exanpl es the parts aneo

. percentages egg%h%]_pmggywp&ltem peratures in degrees

centigrade. modified sodium alkylsulphate EXAVPLE 1
15 - -7 parts sétliyd |zntmdngmpmm@1anﬁnop;3§5pmzﬁd-mmﬂuoﬁa&e fol | owi-ng
_*addl ] ons an orously stirred unti| honobgeneous:

Jil %e

10 parts g1 ﬁ*f&@ﬂ%ﬁ?ﬁfﬁ“ggéﬁﬁme g s afhydrous

di sodi um od| um phosphat e
20 with cold water. IR s th¢hoexhamistion idgsd with CI. Acid Red 37, whlﬂﬁreﬁﬁé’ inS

"-oct yl phenyralsat diging em the dnedtedr and a dark red dyeing on the unt@eajodh aress. odi fi ed sodi um
al kysesul phate: parss sodium 30 _

2, 4- di chl or oTHmphe AbAEIyRA- il pckBse  fornf &l DG igdshRRIORAL § homo- 25

dBiric is ch for 24 hours at

o The past e gensougly istirted diqaun oﬁthaydmm@ccfn@miﬂoﬁ aby 10008 inteIObML X dT OCESS at a

_coverage Weighton the printed areagsf 2519 and a pressure gi ving a 100% i ncrease over

the dry weight; an fhe, tg% areas. The fabric is stored for 24
- hour$ at roomot%ﬁﬁgih i3 ﬂé ﬁrter]) and rinsed - vviggi cold

water. It is tzhartsmhhmmsmpm sphateh - C. | . Acid Red 37, which results in

a pale red dy4 Bﬁ he tre d and a dark red dyei ng on the untreated

areas. 3094% Em‘,&?ﬂ?ﬂmﬁyﬁ ool . EXAWPLE 2

30 40 7 paht® 5143'@«1%&3 héhlhinG-1, 3,@%&@&@5&%8 | ocal | yo

“inpregnated wth a_ hono- - geneously stirred |iquor of the

f.ol | owi ng @R&ﬁrﬁejm f 'f?‘%@*m mg%ﬂf%u ¢9tdy water, and wei ght on

t he pai nt ed”area i m al gi nate thickeni ng
. 35 30 parts anhyd b G sodi um phosphat e
‘ anhydrous nonosodi um phosphat e

35
- 949 parts water parts %é:tyl phen@ pent agl ycol ether
?f - CH 5S04 7 parts _sodl um

2 parts nodi fi ed SOdI umial '{{' sul phff{
4- di. chl or o- 6- phenyl ameno /&qsc@-tcw.a‘wzneﬂéﬂpyé)honat e. 40
@

with the addition of a mxxture of carboxymethylated oleyldecaglycol ether and the con- ¢
45 densation product of 2-stearyloxy-hydroxy-propyl-diethylenetnamme with 10 moles 45

ofdethylene oxide. The 1mpregmated areas are dyed datk blue, the untreated areas. dark

re



The yarn is stored for 2 hours at 40[err], rinsed with warm and cold water,
and exhaustion dyed with C.I. Acid Red 37 and the basic dye of
with the addition of a mxture of

FET YT at 8d ol 8yldecagl ycol - et her and the con- - 45 - ~--densation
pr oduct of 2- stearyl oxy- hydroxy- propyl -di et hyl enetriam he wrth 10 nol es 45
—~QXi de

of ethyl erg, The i npregnated areas are dyed dark bI ue, the untreat ed
areas dar k\2 - red. . Lo
1, 226, 653 ' : .4 S Coad
EXAMPLE 3 4 : A nasi—e—l-s—ppe-par-éz'gs’gés 5—part-s il '-
sodi um al gi nat e t hi ckenr ng o EX@@Lpérts anhydrous di sod| um
phosphate 5 Pas‘zlsﬂ’&@%fsdﬁ‘ﬁhydrous nmonosodi um phosphate ' .
5 o 944 part§ Sfium aleinat thmkmmg' 8 parts octyl phenyl - _pent’ aglycol
et her 23 gﬂwe gnhspmal kyI sul phat e

parts sodi um 2 4- di.chl Zmrpattsﬁmlwklewmgmodmni;h@lﬁtet ri azine-4'-sul phonat e. 16

The paste is vi gorousﬂ‘* PS‘H"Y“F“«E ntil eneous and printed on nylon 6.
yarn at 10 a TRELE ,(rgé: %ﬁﬂ% dry wei ght on the printed

areas.  The yarn iS tre'a ' ﬂ(oﬂliﬁm‘h,4-d1chlom—6~pmyldﬁxﬁﬁl,335-trfhﬁﬂe[-43¥sﬂphoﬂﬂd ri.nsed

with cold vvater |s vvoven|ntofabJ|%IM|ch|selxhaust|on S dyd
; vigor un 0geneco! N/

wWth a bfaSI c l ue- O ase overtlrs@ elghton pnntedu%a%gﬁl'ge%dyamglt eﬁ?i ﬁone
dyeing of varying © and rinsed w1thrcold water. Irtlswovenmtofabncwhmh is

EXAMPLE 4 dyedwiﬁamaluamwfmﬁlhe I's made-up wth

parts sodi um al gi nate thickeni ng

” -~ .35 parts anhydrous phosphate
buffer m xture giving a pH valug o "é% 885 parts vat er
20 - 24 parts- ogf)

s pentaglycor ether - . o = 6
e 6 o e N
' n sqﬁ#:ﬁ'ﬁfnate '

parts nodified sodi um al kyk
sodi um 2, 4-di chl oro- 6-phenyl anf nof 1, 3, 5- trrazr
It is vi gorously stirred until mowwedé&»)-us‘/-amk'orfr{m’d)zn wool yarn at a

100% 25 wei ght increase on the printed area$®. The yarn is. stored for 1
hours at 60[emr], mlgrvse@bne-ﬁlaonedyemgofvarymgstrength - o 15
EXAMPLE 4 ' :

A pnnung paste is made up with

5 parts sodium algmate tluckenmg . :
35 pairts anhydrous phosphate buffer mixture glvmg -a pH value of8 .
20 885 parts water 20 -
: 24 parts octylphenylpentaglycol cther .
6 parts modified sodium alkylsulphate _
45 parts sod1um-2,4-d1chloro—6—pheny1ammo-1,3,5-tr1azme—4’-sulphonate

. It is vigorously stirred until homogeneous and printed on wool yarn at a 100% '
2 weight increase on -the printed areas. The yarn.is stored for 1 houts at 60°, irinsed 25
o with warm and cold water, and exhaustion dyed with a mixture of C.I. Acid Blue .
' 23 and CI. Acid Yellow 25. A two-colour dyeing with clear depth dlﬁerenuauon
is obtained.
EXAMPLE § =

30 Unwerghted silk yarn is printed as described in Example 4 treated for- 10 minutes 30
_ at 100° in a wet steam atmosphere, and exhaustion dyed with ol L Acid Red: 145, The A
lmpregnated ﬁhre sites are dyed to cons1derably less depth than the remamder of the

yarn.
: ' E"XAMPLE 6

35 A paste of the followmg composmon is prepared and homogemzed by powetful 35
stirring:

5 parts sodium alginate thlckemng '
30 parts anhydrous disodium phosphate
’ 5 parts anhydrous trisodium phosphate ' . )
40 24 parts octylphenyl-pentaglycol ether _— ' . 40
. __6 parts modified sodium alkylsulphate . :
900 parts watéer
30 parts sodmm 2 4-d1chloro-6~phenylammoel,3,5 tlr1azme-4’-sulphonate :

'I'he paste is locally. prmted on'a polypropylene yarn rendered acid’ dyeable by .
45 chemical modification. The yarn is steamed in wet steam for 15 minutes at 1009 = 45

rinsed with warm and cold water, and exhaustion dyed with C.I. Acid Orange 43. The '
treated areas are dyed to pale depth, the untreated: to heavy depth. '



wi th warm and cold water, and exhaustion dyed with a m xture of C I. Add
Bl ue 23 and C. 1. Acid Yellow 25. A two-col our dyeing with clear
depth differentiation. ois ohtained

EXAMPLE 5 30 “Unwei ghted silk yarn is printed as described in
Exanple 4, ‘treated for 10 m nutes at 100[err] in a wet steam /&
at m)sphere and exhaustion dyed with C.1. Acid Red 145. The @
i npr egnat ed f$bre siteg are dyed to coq&béﬂ@gabl y | ess depth t han the s

r emai nder,__of VETAAR

EXAMPLE 6 35 A paste of the fB*AlM@W Ag conposition is prepar ed and -
hom)genl zed by pomelﬁfnaftelspfepm willt jrrj ng: 5 parts sodi um
al gi nate thi ckeni ng t s anhydrous di sodi um phosphat e

5 parts anhydrous trgg; ﬁwmﬁmrm) 24 parts

octyl phenyl -ent agl yc2 parsirivassodium phosphate (anhydrous) A 4%,
6 parts nodified sodt ﬁ?f’&l"% ullph%;t ycolether 900 par.ts -wat er

30 parts sodium 2, 4-dj ¢ -1,3,5-triazine-4"-sul phonat.e.
The paste is Iocal |y Pbimt ldla{hras.pobayuak@pepylmggmmmmwpwdauthd dyeabl e

by 45 cggm cal r%)dl fi catl on The yarn i s_stean i st eam for Jl§
m nutes at #00f err] 27 pags sodium dina h‘?@'ﬂ“\?ﬁ‘“&z ﬁﬁfﬁ
exhaustion dyed- v%%ﬂgecgrt‘s e tcdﬂpﬂ{jmgxﬁa%amxé‘g s;i oronedayatr (20as

dyed to pal e deptiss) kdaeinetti viafin BRBYO Ghept The treated yan51stuftedona

1, 226, 653 jute backing fabric and exhaustion dyed with a mixture ¢f C.I. Disperse Yellow 3
EXAVPLE 7 15 and CIAdshBfue 335 Appeorsalwqdxsjeg yith sharp colour differcntiatign f5, ¢ 1
sodi um al gi nate tWﬁ%m ng 30 parts di sodi um phosphat e
(anhydr ous) 5 2 parts nonoEdiesugnsphosphat e (anhydr. ous)

917 - parbsam@f@:pfollowmgoomposmon 8 parts
octyl phenyl pent agl ycg) et h 2 parts nodifi ed SOdI um

al kyl sul phatg paﬁghm% o phos hate - 20
2, 4-di chl oro-6-3' -carbgi gohsaﬁnn&edx oEphhtEl azi ne, di spersed wlth 10

27 parts sodi um di naphtpmslmlphmm glederat e and -honogeni zed . by vi gor ous
10 stlrrlng4 tParFsén teran t yarn of texturized nylon 6
fibre at a 190% i ncr%%% sodium 2,4-8 m& ﬁmaaesgl&tmm'kmﬁom nted aregs,
stored for one day at roomterrperature 25) and then r| nsed -
with warm and cold hmommmd'ﬁyeth@rv °de° ed acrylic fibrg. )t o
backi ng fabric. a)rggﬁzééﬁ ;‘;yg’ ’%& m Yel | ow 3
15 and C 1. Agl tﬂ -Cco our arp -col our
differentiatioon is Tk followmg Tablabbxanmeﬁd:ﬂler Examplcs of dyemgs with partial reserva- 30

EXAMPLE 8 - tion on naturgh

‘bre(gvm %}1 ; ﬁbfes
5 parts sodium al Q"???Ee dkelt %éﬁmﬁmﬁs and are characteri §

di sodi um phosphat g tenal employed,  the substituents hal and X in the reserving agent of the fothk

5 parts anhydrous nonosodi um phosphat e - Bal 24 parts
octyl phenyl - pent agl ycol et her 6 parts nodified sodium
al kyl sul phat e : - 400 parts of wat e‘r,”ﬁﬁQZS : . 30 parts
sodi um 2, 4- dd5chl or o- 6- phenyl am no- 1, Zpﬂ_—t‘{i azi}te- 4' -sul phonate = 25 35
. . ”""‘" . _
X

and by the procedure used.



i s honogeni zed by thorough stirring and printed on yarn of nodified acrylic
fibre. The yarn is steaned for 15 mnutes at 110[err] in saturated

steam and then dyed with, C 1. Acid Orange 43 The treated areas,a.re
_'dyed t 0 consi derably Ilghter dept h-t-han the untreat ed. 30 * . i
Th I lovm ng Tabl e contains further Exanples of dyeings. wi‘t h partl al
“reserva-. 30 . tion on natural or synthetic polyande fibres, on
basi c m)gl fied polypropyl ene fi bre‘&zﬁﬁs3 - or on basi c m)dl fi ed -

acrylo - s
~ing to the details of Exanpl es 1 t 0@g@nd are characterized in the Table by
the:textile _material enployed, the substltuents hal and X in the

reservi ng aggnt—of—tjre—fot & 35 — T— Fey.r]
35 and- pyrthe pfocedlre used. .| 6 Procedure
) : _ according
1,226, 653 Ezample material | - hal . substituent X © to Example i
TABLE No. @ 819) (III) - Coavy : |
Procedure . T Text - : A
accor di ng . PExajfed yam by 3F“IPh°Phﬁ‘éylhmm° | substi-t uent X tQ
Exanpl e . 10 NO} nylon 6 &) 3-su1phoﬁﬂeﬁiﬁammo g111)
(1v) 9 wool parn - sul phophenyl am no. S 4
10 - nyloph 611 | @plon 63 lyChhpfreboseheront 22 11
nyl on 6 P12 4 L36?:!?;1@:9)9’!0 €@PXY 3-sulphophenylamino P 1 |12 nyl on
11 d 3} sul phophenyl amjno o1y 13 nyl on 66
Cl " 4-sul phpnapght hy| oylon 66 | Cl | 4-sulphonaphthyl-1- ' . | amno
2 - 14 nyl on 66 Cl @M% syl pho- napht hoxy2 2 ' 2
15 . nylop 6G4 J nylofe8-[di 8ul phaieih 9?6’ 2 2 2 16
‘nylon 66 Cl- - 4- syl phopheno‘g% Ihl % 2 1 17 wool
yarn O 1- cdPboxly $ almi 68-dlsulph0naphth°XY-2 .2 18 nyl on 6
c 4-sul phpnagpt hoxyeidn 66 | 1 | 4suldhooh 19 nyI on 6 c
4- 6- di sul phohapht hoxy-i 2| ** p'ﬁop enoxy 20 " ny% on a -
7- sul phonaphf hy[17] - wool yarn:| Cl | 4-carboxyphenylamino ‘
18 - | oyln6 | C |4sulphonaphthozy-1 2
19 .;‘1ylon'6l Cl | 4-6-disulphonaphthoxy-1 2
%0 nylm6 | Ci 7-su]phox;aplithyl—l- '
] .amino _ 1
21 - '- nyln 6 | cl 48-d1su1phonaphthyl— : o
R . 2-amino _ |
22 | nylon 6 Cl | 5,7-disulphonaphthyl- |
l-amino 1
23 nylon 6/66 Cl _ [ 6-sulphonaphthyl-2-
.- | amino : 1




am no 1 21 nyl on 6 d
4, 8- di sul phonapht hyl - 2-am no @
1 22 nyl on 6 ., d 5, 7- di sul phonapht hyl - @
1- am nog 1 23 ° nyl on 6/ 66
6- sul phL)nanhZ hyl - 2. 1,226,655 ani no
1 o 7 , . - . 1,226, 653
7 aﬂﬁlnﬁale | No. () (H1)
(1Vv) _ No. @yl on QII) d (nli)rret hyI N- ( 6-(BQ| phot
napht hyl - . 2) - am o o nylo% 6 al N-methyl-ﬁ-(G-sulpho- ytom—66 -a
N- et hyl - N- (4- sulfpho® naphthyl-2)-asmin
phenyl ) ~-am no 3 %6 ny?f on 6 Br. .
4- sul phophenyl anilno 25 nylon 66 |2 Cl N-methyl-N—(4-sulphB- nyl on 6 F
4- sul phopheny!l ani{ no -2 phenyl-amino g lon 6 a
4,6, 8-trisul phonaph-z6 nylon 6 Br d 4-sulpho henyl 2 thyf-2-am no
1 2 nyl'on 6 - { 3p -t r| sul phonaph- '
thyl -1 -amni no 27 nyjlon 6 | F | 4-sulphophenylaggno nyl®n 6 d
3,6, 8-trisul phonaph-, g t hoxy- 1
1 31 8 Pglon 6 c tﬁg,Sms phomf phonalpht hyl¢ ! -
am no PAN* C1
3- sul phopheny! anmno 29 nyln g | Cl fh518'ms“1P1¥983Ph' nylon 66 .| C
3, 5-di sul phophenyl am no 2 ¥ basi c difi e pol ypr opyl ene
yarn PANT = dpasi ¢ ﬁmﬁildl d quol Wﬁﬂﬁﬂoﬁd’pﬁl e yarn’ VHAT
VE CLAIM I S: , 1. A prdcess |[fthxyilhe reservat j.on aghi nst fani oni c
dyes of sel ected|aregs of til S a1 yf“nat ral polyam de fibres
or of acid dyeable synthe¢tic fibges; W}h&lﬂ ﬁ%rlses ¢ he application
to the areas of {he mateqial thaf are|to be reserved |of a solutign of one
5 or nore|colBurl ¢sBNY | bf e-Gegctsipborbenismimads jof thed formy a
33 nylon 66 Cl | 3,5-disulphophenylamino 2
PP* = basic modified polypropylene yarn
PAN* = basic modified polyacrylomtnle yarn
WHAT WE CLAIM IS:
1. A process for the reservation against anionic dyes of selected areas of textlles
made of natural polyamide fibres or of acid dyeable synthetic fibres, which comprises
5 the application to the areas of the material that are to be reserved of a soluuon of one 5

or more colourless, fibre-reactive compounds of the formula

sl X //af " x ‘.
\'}f\;ﬂr . IY \":rjf
Al \; Ha?

where Hal stands for F, Cl or Br, X for a group of formula




where Hal stands for F, C or Br, X for a group of formula 7
1, 226, 653 7 Exanpl e
No. (1) (11) (e —\) — 24
nylon 6 d N- et hyl - N- ( 6- sul pho- _ - R
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bhenyl ) - agi no ' 3 v 26 nyl on 6 r.
2- squI)'iGpiTeny-l A6 g 1726653 27 . nylon6_ 7 F
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thyl:1-am no ) —39 ryHor—p Cl
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31 PP* ad - 44sul phonaﬂpht hyl ‘-Iif ' : o
am no : 25 nylon 66 | &1 |[N-methyl-N-(4-sulpi2 | ~ PAN*: Cl
3-sul phophenyllamino |- = |8  [phenyD-amino 33 I ny|3n 66 a
3, 5-di sul phophenysem Nonylon 6 B2 | 4-sulphophenfliznins O§Si ¢ npdi fi efl ' :
pol ypr opyl ene |yarn - PAN*. =|basic nodified polyacrylonifrile yarn
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ani oni ¢ dyes ¢f sgl ecte reeaf t i e ' |made of natpral
pol yam de fibifes fogr of e‘%@?fd/egl e?ﬁéﬁ%ﬁ%ﬁ%ﬁn@pbﬁ bres, whjch copprises 5
the applicati¢gn to th¢ areas pf theé material that are to be reperved of a
solution of ofie - nylon 65 | 16t e %fmulpb@sp -fi bfe-reactive fonpounds of
the fornul a hher e | B ¥™®hds for F,.d br Br,| X for a
group of formil a 30 nylon 6 Cl | 3,68-trisulphonaph- : '
_ thoxy-1 o 1
31 PP* . Cl | 4-sulphonaphthyl-I- _
: amino _ 6
32 . | PAN* " Q| 3-sulphophenylamino 8 .
33 .| nylon 66 Cl | 3,5-disulphophenylamino 2

PP* = basic modified polypropylene yarn -

PAN* = basic modified polyacrylonitrile yarn

WHAT WE CLAIM IS: o :
1. A process for the reservation against anionic dyes of selected areas.of textiles

made of natural polyamide
the application to the areas
or more colourless, fibre-reactive compounds of the formula
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8 [err] Y for H For d, Z for an
unsubstituted anino group, an anino group substituted by one.or two
al KT ™groups having 1 to 4. carbon atons, or an al koxy group. havi ng

1 to 4 earbon atons; n for 1, 2 or 3 and R for an alkyl group-having 1 to

4 car b5.- : atoms, and Vihere the [err] and..COQH groups are attached
to the aromatic nucl eus at PP _."i{sts;sons other than those orthogto the
oxygen or $mino bridge nmenber and 22 the aronati-c— — _ - Nd
substituted, followed by fixation of the compoynd or com .. -  pounds -
prior to coloratiopn,of tNe nater 2., Arprfceys. gecording to
Claim-1, in vvhi?chn.'grc ggnpe%u _ cont a'i#r‘llllgn. : 101?_' & -3 . . :
hal ogen-substituted tri aZ@l - group iWo¥he nol ecuf€s&re enpl &¢ as
colourless . fibre- 10 L reactive conpounds. ' -~ 3. A dyeing-

process for natural pgQ
in which the -fibresyaf Se§ eNl- Q1 ng,t,q Cllaim1l or Claim
2 and t henb dyee i_télp a}b ¥ _ Jgﬂ‘dye. 15 -
4. A process according téglg aim 1€@stantially as  herein described and
exenpli- 15 - = fied. - N

. _ ~ns 5. A pLgggss according to Claim3
substantially as & NN :
6. The product of a

A ' cofied. .
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P 2. I}’\ﬂ'process according to Claim 1, in which organic compounds containing a .
10 -  halogen-substituted triazinyl group in the molecule are employed as colourless™ fibre- 10
active compounds. , _ R o _
* 3. A d}%ing process for natural polyamide fibres or acid dyeable synthetic fibres,
in which the fibres are reserved by a fprgce_ss according to Claim 1 or Claim 2 and -
then dyed with an anionic and/or cationicdye. =~~~ = . . =
15 : 4? ‘A process according to Claim 1 subs ntidlly as, herein described and exet_nph- ) 15_
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