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10 X rep‘r esents ?Pu‘f“&’“((&?g ?Eéwggd&%ﬂ&esﬁﬁgaﬂ:tut ed, Y represents a

(54) BIS{TRIAZINYLAMINO)-STILBENE DERIVATIVES

) [€2)) We, SANDOZ LTD., of Lichistrasse 35, Basle, Switzerland, 2 Body Cor-
i porate organised according to the laws of Switzerland do hereby declare the invention,
for which we pray that a patent may be granted to us, and the method by which it is to
be performed, to be particularly described in and by the following statement: —
5 The present invention relates to bis-(triazinvlamino)-stilbene derivatives, a process 5
for their production and their use as brightening agents.
Thz present invention provides a bis-(triazinylamino)-stilbene derivative of the

formula
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10 wherein ' 10
X represents an aminoe radical which may be substituted,
Y represents a radical of the formula
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i R,
15 ' “"'COOR” _‘CON< 3 '—CO"'"C;,,I'I;;:“.;l or "'-CN, 15
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i R, represents hydrogen, halogen or a lower alkyl or alkoxy radical as herein defined,
i R, represents hydrogen or a lower alkyl radical as herein defined,
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Z represents [err] 15
represents hydrogen,

15 [err]

halogen or a | ower aIkyI or al koxy radical as herein

def i ned—terrlrepresents hydrogen-or_a.t.ower. al

defined, ;[ Price 25p]
1, 313, 469 .

hydrogenﬁ:a | oner al kyl, hydroxyal kyl hydroxyalk oxyal kyl or al koxy- al kyl

yi-radical..as.herein. .

o) S

52
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radi cal QS herei n defined, an alkylan1noalkyl radi cal which may be sub-
stitutediby one gf nore of hydr oxyI and al kopai3nedi cal s, a cycl oal kyI
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[err] and [err] independently of one anot her, géesents hydr ogen or
1——
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As indicated above, when two radicals Z are present in the compound of formula
(D), these need not have the same meaning within the above definition of Z, e.g. in
Example 54 R, is 2-cyanopropyl which necessitates the Z portion of r'-xdxcal (I I
being —CN, whereas the Z portion of the radical (IT) is —CO—NH..
According to the present inventicn also, a bis-(iriazinylamino)-stilbenc derivative
may be produced by rcacting 2 mols of a cyanuric halide in any desired order with
a) 1 mol of 4,4’-diaminostilberze-2,2’-disulphonic acid or of a salt of this acid con-
sistont with the definition of Mc above,
b) 1 mol of an aminob:nzenedisulphonic acid which may be substituted by R, as
defined above or of a salt of this acid,
<) 1 mol of ammonia or of a primary or secondary amine, and
d) 2 mols of an amine of formula
R,

I
. (CH)pr—CH—Z
/ (Iv)
HN
AN
Rq

or of a mixture of amines of formula (IV);

or reacting 1 mol of a cyanuric halide in any desired order with

a) 1 mol of 4-amino-4’-nitrestilbene-2,2’-disulphonic acid or of a salt of this acid
consistent with the definition of Me above,

b) 1 mol of an aminobenzenedisulphonic acid which may be substituted by R; as

" defined above or of a salt of this acid,

c) 1 mol of an amine of formula (IV) or of a mixture thereof, reducing the resulting
nitro group containing compound to give the corresponding amino group coritain-
ing compound, reacting the latter with 1 mol of a cyanuric halide, and reacting
the resulting dihalogznotriazinyl compound in either order with

d) 1 mo! of ammonia or of a primary or secondary amine and

) 1 mol of an amine of formula (IV) or of a mixture thereof.

Examples of suitable aminobenzenedisulphonic acids, which may be substituted,

arc l-amino-2-methyibenzene-4,5- and -4,5-disulphonic acid, 1-amino-3-methyiben-

zene-2,4- and 4,6-disulphonic acid, 1-ummo-4-methylbunzene-3 5-disulphonic acid, 1-

ammo-3-chlcroben.4cnc--r,6 dxsulphomc acid, 1-amino-4-chlorebenzzne-3 5—d15u!phomu

acid, 1-amincbenzene-3,5-disulphonic acid and 1-amino-benzene-2,4- and -2,5-disul-
phcmc acid, of which the two last named acids are preferred,

As refmcd tc herein, the lower alkyl, hydroxyalkyl and alkoxy radicals contsin

1 to 5 carbon atoms.
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25 According to the present invention also, a

bi s- (tr|a2|nylan1no) stilbene derivative 25 nay be produced by reacting 2
mol.s..of = TIEIT at-tgesi-ATany-destTed-order—~wtir-a)= 1 mol- of

4,4 - d|an1nostllbene 2,2 - dISU|ph0nIC acid or of a salt of this acid con-
sistent” with the definition of Me above, b) 1 nol of an

ant nobenzenedi sul phoni c acid which may be substituted by [err] as 30
defined above or of a salt of this acid,

30 ¢c) 4 mpl of ammonia or of a prinary ol33d6dndary anine, and d)_2 nol s3of

an an | ne of formila [gr ésléea(ﬂ y\émléix 1bgcR bioR Wit Bk ARELNG Srdfinclarr i a
{)_I V); or rgagdid n a cyanuric halide in any desired order

with - : The rad3ssl E)replesml preférably the amino radical or the radical of a primary
4, ani no- 4'- ni t r ost P sbf@m'yz'lxzhanﬂ%mk@\;@ PP $ &u‘g;‘ s Mo SHI begperheh aci d;

(onsi stont i o (e IIATATIT Weadtinl bl BT DAl ot
am nobenzenedlsulp bLOY 1s~ b poSstbnbiyar ,er n&%

above or Of a sal tpzeﬁyl-t -($% Iadtlbzdpthdk@) cth\l- ‘é)ncﬂz}lrif}h)chfxyml-,am fhedrqyf\ezfn@)snm a
(1V) or of a m xtupd ditfehaor pr%bm “é‘ﬁéad?c sqfnaf rw%:w %%?bi ot 10

cont ai ni ng colfpounfrREg e W ﬁlgméf it ’;rm “ling
conpound, qr eact|l ngr:th@ﬁs f&otﬂs@g ew{inbbc zehd) -affno-8- ﬁﬁdéj ; chr&) ﬂﬁmn@ﬂdniﬂ eacting
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b mino-2-, -3- and -4- calboxy
Por mul a ( ! V) Br of %}é{?:uep -3 z;ﬁﬁ@jfg ig nic aMié, mllrlmbenz ne—3 5, 2,4 and —/,é élnpl es
suitable am nober z LS8 BRI o8k §mcy | fohlafdR¥ic ﬁnﬁmgﬁ bdnkhing iirogen
ar el - am no- 2- net hykdaens &:Bﬁax4 obygangd 1s4boﬁnd11hﬁ>uglpmioﬂznﬁgca@ucd to the triazine ring,

i ami Ad- 3-met hyl befer xnzterr?epszrokidm%mlcmmhdqa@e}hmgnme ag¢ merpholine. Alternatively, 2
2 3
1-am no- 4~ mat% ! beﬂli %Jd) gt?d?ﬁu“eroﬁnu% dical 1f1‘ may be, for example, mzthyl, ethyl,
&
a

3- chil b W e Ersit
m no- cnloro enzﬁ% 1 bR 15 4 n R, is a cycloalkyl radical which may bear
1- am no- 4-ichl or Obefdiﬁrﬁ\'ygr'ﬁrc i, su aplla@mmpxewrc C)c]ohewaﬁﬂd(j‘l—nleth) deyclohexyl; when

1- am ﬁ@)benzen2e>53 5%53&1’%@2?&(? a&%’dkyawdlyqrﬂﬁmeeniaheulﬁblﬁcAQ?% are 2- 2
M 5-disul 0 p P PRR Y \ b
ar ef erred. As refef nigg;l)%m\\% :Elhgu\,&k rhen 1s an a rm So’a2 I ra 1{3%&11 Mno\aeﬁléb-al Koxy

radi cal s Cont ain lwha K JSazli QIkylattrQiﬁSBoxval kyl ?adxcal smtabl \ampxcs are bcnzyl phenyl-

i 3132869 cthyl or phenoxyethyl; when R, is a phcml radical whic® may be substituted by one or
30 morc of lower alkyl and alkoxy radicals and halogen atoms, suitable examples are 30

1- phenyl, 2-, 3~ and 4-methylphenyl, 2- and 4-mcthoxy- or -ethoxyphenyl, 3- or 4-

) chlorophenyl, 4-bromo- or 4-flucrophenyl, 2,5-dichlorophenyl, 2,4- or 2,5-dimcthyl-

es phenyl, 4-cthyl-, 4-tert.amyl- or 4-tert.butylphenyl.

30 ! Examples of the radical of the formula (IfT) are 2-cyanoethyl, 2-cyanopropyl, 2-
35 oxopropyl, 2-oxobutyl, 3-oxobutyl, 2-aminocarborylethyl, 2-dimizthylaminocarboinyl- 35

! cthyl, 2-diethylaminocarbonylethyl, 2-morpholinacarbonylethyl, 2-methoxycarbonyl-

! ethyl, 2-ethoxycarbonylethyl, 2-n-buroxycarbonylethyl, 2-(2-hydroxyethoxycarbonyl)-

ethyl, 2-(2’-hydroxypropoxycarbonyl)-ethyl, 2-(2’-ethoxyethoxycarbonyl)-ethyl, 2-(2’-

: butoxyethoxycarbonyl}-ethyl, 2-henzyloxycarbonylethyl, 2-(2’-phenylethoxycarbonyl)-
40 ethyl and 2-(2’-phenoxyethoxycarbonyl)-ethyl. 40
An amine of formula (IV) may be produced by rcaction of an amine of the formula '

R,~—NH, V)

with acrylonitrile, an unsubstituted or substituted alkyl ester or amide of acrylic acid,

. 35 or with the corresponding darivative of methacrvlic acid, or with a vinylalkyl kctonc
d 45 (for instance vinyl methyl ketone), at a temperature of 20° C to 100° C. 45

The reaction of the cyanuric halide, e.g. cyanuric bromide or chloride, with the

is amino compound can be carried out in aqueous medium with the cyanuric balide

f suspended in water only, or in aqueous-organic medium, the halide being dissolved

13 40 in an organic solvent, e.g. acetone, benzene, toluene or chlorobenzene, and the aquecus
1- 50 solution of the amine compound then added to the solution. The addition of 2 dis- 50

& _ i persing agent can accelerate the rate of reaction and lead to a product of high purity.

When the substituent X represents the radical of an aromatic aminosulphonic acid
or another water soluble amine, a product of greater purity may sometimes be obtained

45 .- 55 if reaction is cffected first with the amine or mixture of amines to replace the first
1, : halogen atom and subszquently condensation is effected of the second halogen atom with 55
- ; the 4,4’-diaminostilbene-2,2’-disulphonic acid. The first halogen atom of the cyanuric
- : halide is preferably replaced at 0—15° C and at a pH value of 3 to 7. Condensation of
e : the second halogen atom is best carried out at a temperature of 20° to 60° C ay, e.g,,
- 50 : 2 pH value of 4 to 8, while the third halogen atom is preferably reacted at 80—100° C

60 and at a pH value of 4 to 10. 60



An especially suitable hal ogen atomis chlorine, though fluorine or brom ne
are al so suitable. The radical X represents preferably the am no radical or
the radircatof a; "i.phat.i.c_amne_whi.ch has, up to 8.
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carbon afons and may ‘bear ofe or nore 5 5 Substituents, for

i nst ancg} hydroxyl, al koxy or hydroxyal koxy. Exanpl es of such 5 am nes
are methyl -, et hyI , 1sopropyl-, n-propyl-, n-butyl-, n-hexyl- :
2- hydr oxyet hyl -, 2-hydr oxypr opyl - am ne,

N, N - bi-

3 ;ﬁlggigiytydr oxyet hyl ) - propyl enedi amlrgszsg 4693~ Met hoxy- pr opyl - 4

2 ([err];
-( hydr xyet hyl) - and dilhg Zydhydrh)l ofseelin Pe-repionds nctﬂl:@qdamhc?al'dk@?f, e.g. an

ar omati ¢ @am nes, pref %}k%lbl Mojydt"l‘i‘ées f@“bm'c BeropEtes aF WER 2 IHEE PTHEY i

substity 'ed Wi t h 1 or § LroMﬁnd @(L l'(-gﬁ(*yd fﬁ'%%ﬂz’lesby trJaanLtt with an aqueous

hal ogen Jat oms, Cyano, sain QAL BN hum A dOa6Y g R tion CREFREBIY bt OEmpSHpheNi C 5

acid racﬂ ical s (for i nsDaNce WG obén z2ddiésatidr dnhaehgon anldhyddmblbrlwommvenczerne

1- ani no“g and - 4- metH sy RIS XD BEA ZETE, o TORFFRES o powda At Hrfl00° ©

- 4- met hyi _,b enzene, Ll- Q‘hg COm ds produced by the process 0 i@ AOmady ﬁ%agkogﬁﬂ&{e@ye

1-am no-P-, -3- g;nd - 4rcRiFhdion SRk DONOF BE N 8 Suaporktlh ROWY 6@ktion Mlution, from which 10

15 ‘ponyl benzene amg areb!hﬂn«:yoarpb |fren A&eresivdy, cffem@p2ation -oB theasalth they

- 4- car boxybenzene, 1- Caf&? ‘éﬂﬁlﬁ 14D e forre geliqgid HFETD@S 8yi1hp ldstition of g idigsolving assis-

1- ani nolfenzene- 3, 5, - %Bzgﬁ‘ﬁgx fory écefiﬁ‘ld&)“’eat?fea PR Yaf” rla

het er ocy}:l ic, nogsar onﬁ%mxe nﬁ)ﬁél lﬂmmg) Rivt i@ SheRuIP T 15

and may ontai n oxygen and i s bound through the nitrogen atomto the
triazinering, 15 st ance pyrrolldlne plperldlne
hexarnet hiyl ene- i 1 ,n;r_gﬁ ﬁe. Qr nat| veI adl cal X may
be a radical of fogymda (11). | xZOV\hen (v1)
[err] re;)resents a {l ower - ¥ radi c¥ t may be, r ex eg rrethyl

ethyl, mpropyl, n®8#fls, n-blLyk, iso- as opit;  when gf gr] groal kyI

radi cal i/\/ni ch may bear | owerfal kyI radi'cal S, Ssui t I e exa ére

cycl ohesdyl and 4-met hyl cycl oh‘;ﬂgwﬂwfn 20

hydr oxyad kyl , al koxyal kyl or hydroxyal koxyal kyl radical, sui ta ze éxé\rrpl es
are 2- 2B hydroxyethyl 2 hydroxypropyl 3- nethoxypropyl

3-et hoxy ropyl 3-but B amino radical which may be substityted b eormor

2- (2' - hygdr oxyet hoxy) - ét'hy 1mmh%u 61 o mi}nén?,aaéi?ﬁa’k& SieT Basbal orua Whi ch
may be sin stituted by hydroxyl or al koxy, a sui tabl e exanpl e |s

2-/2' - hydr oxyet hél am no)-ethyl; when [err] is anRaraI kyI or aryl oxyal kyl
radi cal ,5:sui t abl €& exanpl.es are benzyl, phenyl= N et hyl or
phenoxyé hyl ; when [err] is a phenyl radi cal whi ¢ 2'b'e substituted by
one or 3 nor e ofz, lvew&émsal kyl and al koxy radi cal s and hal ogen at ons,

20

sui t abl g'exanpl es are 30 phenyl, 2-, 3- and 4 met hyl phenyl, 2- and
4-net hody- or -ethoxyphenyl, 3- or 4-¢ chl ef\,o Bé ,V%gbr ono- or
4-f 1 uor gphenyl , 2,5-dichlor ophenyl 2, 4- I e

phenyl , #- et hyI , 4-tert.anmyl- or 4 tert butyl phenyl .
Exanpl esf of the radi c& faf'emhﬂwgmhém‘(et PRy, BXM rvdi@nhwl radical as herein
2- Cyf”‘”o- opyI 125 35 6‘? an? lc?)imracflllc:a j@xﬂ a‘f lC’ll—— ?ﬁ,y? i by one or more of 25
2- am noggar bonyl e?%yl . afd 3?’rre hocar b
Me, R; and R, have the meaning given abovc

Espccially interesting compounds have the formula

50 Me
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et hyl, 2-
2- met hoxy

2- ( 2- hydroxyethoxycarponyt)y=—et hyl ,
2- (2' - et hoxyet hoxycar bonyl ) - et hyl ,

di et hyl am nocar bonyl et hyl , 2- nor phol i nocar bonyl et hyl ,

carbonyl - ethyl, 2-ethoxycarbonyl ethyl, 2-n-butoxycarbonylethyl,
—2Z2-(2"- hydroxypropoxycar bonyl ) - et hyl ,
2-(2' - but oxyet hoxycar bonyl ) - et hyl,

2- benzyfdxycarbonylethyl 2-(2' - phenylethoxycarbonyl)- et hyl and
2-(2' - pheinoxyet hoxycar bonyl )-ethyl. 40
An_anttne jof formula (1V) may be produced.iig4¢%eaction of an amine of the 5
for Ia[err] (V) with acryfonrtrile, an
unsubst i tuted or suBgd ng‘ygsgg _akkyl g%l eggor anide of acrylic acid, 35
or with the corresamnal ng derivative of net hacryic acid, or wwth a
vi nyl al kyll ket one HkLrepresents {-Nék, phmlata!nméﬁwsnlyhomﬂeﬂmho det one), at a
tenpetatyre of [err] Cto [err] C. H—Gl 4_§ he reaction of the
cyanuric thaligle, e.g. cyanuric brom AT t with the am no conposnd
can be cdrried out in aqueous nedi um Vg h_ctme.(}a/.amw iC haI | de suspended in
wat er onlly, or in aqueous or ganl C medi um the halide being dissolved 40
in a®or dani ¢ sol ven Mel@ 3 Ih m&a nzene. @E‘L Lyene or gfg} E benzene, and
the aquedus 50 . chGEPERIE m 5}@ ik Lol ’ﬁﬁf@mﬁ& E L e
solution.! The addlztayoenv@ Bbre a Shiign 298N husANdGeeber Rlyanihe rate
of reactijon and | ead pbtpurahm diﬂuetcg.ofwo ;gxh 176 pdslwmdt\herpolsdinﬁdcsmbsmmxdent . (¢
reprédentis the radjle &Plyfb‘fﬂdea ¢ &6; gmbﬁ@siel %oﬁfﬂl%é £ §-06r ;*;armtv vvat er
. ﬂl’ 0 la
$O| ubl e gmne, a Cf ue %d m g"g\:fllhe&dluno f_,__ C'):Efé QQ‘I?J‘
if reactijon i S ef f Etﬁ y' hidst b@mana feir @lr‘rh H-l'}r £hd 1‘.@» Iy subs
repl ace tihe figr st tm:haﬂhggm &t quanda ﬁdpbse;quenaxtgﬁ gCaddigns atd mntcxtﬂe 15
ef f B&t ed iOf t he sefelmqub)hg}p oadEingatcomauni withour Bpprechable reduction in thc strength of the
4, 4" -di arfi nost ilb 'mﬂL{)é‘ F cfh?dcs‘*%?é“‘fd‘o 2fhpand aP‘%}f'“ g’éﬁ“ "m“pf t he
. ; ) ngv Q-?Dép Lo fhis stk ¢ q on, encral f 3t
cyanuric hal i de i ?tfbﬂkhllbﬁ tﬁrﬁi @- teflus qglrtlm dﬁﬂ uidlof ehatfd! Msldﬁd 0 0
7. Condensat izon ofprdsdn& ped efds balegenpatypdits Sulles tiseg afcrgiexedzu@uhhmtn tae 20
t enper at Ure of [ erspr];ngtyoac{dehqu]}rs apniaigngy syotl§c resins which are used for cnas« xwt ue of 4
to 8, whi|le the tHEFH RAFSYBGiLHT FEETHET BrAF b 856 pRelEs &
and at a!pH value 0o ersﬂs 3Othe compounds of this invention can be extended with the comme: ‘ly
60 n 11 25 uséli hydrophilic compounds such as polyvinyl alcohol, polyethylene glycolk, edd69 25
4 The hydrogen halpotiehdat s,fmé;epcrlnwhmm@@cds |oonrea,s~hwém marlyi czssdappietifblan
alkali, €.g. an al k%hftigsm 0. ety °§I“" fcteTecarpondt o UF BEELINEN & 8 with a
tertizary lor ganic aft i coratlon péﬁéyé’i &?ﬁ&% maﬁ‘fk% 1,868 sl Gmeompound
can be reduced, f gioufXanpisinvelitntsh@abdi@Nubstdntity &Rd AL AUS fhness, whicGedi um3g
sul phitejor sod| urfiettgddin diggber efekiprnése edsspdat itability pragfie Albihy catromnds efther at ur e
of 5 presént invention are very suitable for pad appltca ion.
The principal use of the compounds of the present invention is the optical
brightening of (1) textiles cf natural and regensrated cellulosic fibres by p’tddmt7 or by
35 application frem exhaust baths or s;,m‘n.uc resin finishing liquors, (u) syntheric poly- 35
amide fibres by application from 3cid baths or in the spinning mefi, and (n.) paper by
application in the stock or by coating methods after sheet formation.
The following Examples illustrate the inventicn without limiting irs scope; the
parts and percentages are by weight, the tempzramures arc in degrees Centigrade and
25 40 the parts by volume in relation to the parts Bz weight are as millilitres to grammes. 40
Example 1
- A solution nf 190 parts of cyanuric chloride in 800 parts by volume of acetone is
run in 10 minutes with geod stirring into 5000 parts of jce-water. In the course of 1
hour a soluticn of 253 pams of 1-aminobenzene-2,5-disulphonic acid and 106 parts of
45 calcined sodium carbonate in 1500 parts of water is dropped into the suspension ar 45
) 0—S5° with stirring. The pH is held at 3 to 4 by dropping in 15%, sodium carbonate
{v11) solution. During the addition the suspcnsion goes slowly into solution, Stirring is
continued at 0—5° until the diazo reacticn indicates that no further primary aromaiic
amino groups are present. A sclution of 185 paris of 4,4’-diamino-stilbene-2,2’-di-
] 50 sulphonic acid and 53 parts of calcined scdium carbonatz in 1500 parts of water is 50
added, the pH adjusted 1o 7 with 159, sodium carbonate solution and the solution held
at 30° until the diazo reaction is negative. 205 Parts of [}-(8’-hydroxypropylamino)-
propicnic acid amide are added 1o the clear solution, then its pH is increased to 9—10
: with 15%, sodium carborate solution, and the temperature slowly increased 1o 95—100°
i 55 with distillation of the acetone. The solution is held at this temperature for atiour 90 55

minutes with reflux, the pH being maintained at 9—10 during this time by the additdon
of further sodium carbenate sclution. Subsequently 3500 parts of sodium chloride
are add>d to the clear solution, which is then zllowed to cool. A pale yellow product
scttles out, which is filtered with suction and vacuum dried. It has the formula
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[err] Cto [err] C, or by acidification of the solution with hydrochloric,
sul phuric or acetic acid and treatnent with zinc povvder or iron turnings or
powder—at—tefrri—pref-erabl-y-f-er r—€—Fe-conpo —Froaguced-by-t-he process-
of thIS i nvention may be isolated by 10 preC| pltatlon with salt or
aci d of by evaporation of the reaction solution, fromwhich 10 they are
obt ai néd in powder form Alternatively, after separation of the salts they
can be:wor ked up in formof liquid preparations by the addition of a

di ssol \;/1 ng assi §- . . tant313469. a gl ycol, glycol ether, 6
f ormant de, acetam de, urea, or a nono- di- or tri-(2- hydroxethyl)-

-(2- hyéiroxypropyl) am ne—15 I nteresting conﬁounds of the formul a
(1) have the formula S0 H 15 N 4 [er represents [err] a

phenylanlno radi cal which e substﬁtuted b
met hoxy chlorine, cyano| apd [e\ r]ﬂ, orzaNl agi c thelf ormul a 20 ferr]
represnts hydr ogen, a | oje , h drd yal k al koxyal kyl “radi cal as
her ei nidefined an al kyl pnmi o3 kyI r [ substituted by one
or nnre of 25 hydr 842 and al koxy radica&bg2 of a radical [err]

25 and:*Me, [err] and [erf] have the ni ng gi ven abovk. Especially

i nteresting conpounds haye thath | a 2 b3, CONH,
1, 313, 469 5 Wherein [err]
represents --CN or [err] | and X2 represents [err] phenyj am no,

2,5- dlsulphophenylan1no or 5 [err] 5 - N<

5 [err]: 10 The aforcnamed RRYLAG hleisaBav& MW@@l pI-@eofCanmunds
of this invention areci@phiicml7spad M&Qﬂ@fs@r@hﬁota&bl.@t ooy withrdoght@ntingg for 1
hour at this tcmperaturc
5 Optical brighiencers with comparable properties are obtained when in place of the 5
205 parts of 8- (,B’-h)droxyprop)Jammo)-pa’cnmmc acid amide, 185 paris of B-(B’-
hydroxycthvlammo -propicnic acid amide, 225 parts of B-( %’—muhoxypzopy]an*mo)—
propicnic acid amide, 247 parts of - [2’ /2”—1},d10\‘,e(ho <y)-cthylamino]- pxopmmc
acid amide, 180 parts of 8-(8’-hydroxypropylamino)-propionitrile, 200 parts of 5-(3'-
10 methoxypropylamino)-propioniirile or 222 parts of 8-[2’-(2"- h3 droxycthoxy)- cthx]- 10
amino}-propionitrile arc cmp‘owd The aforcnamed p*opxomm‘cs are obtained in the
same way as the propionic acid emides, using a.crylon*trx[- in place of acrylic acid amide.
In place of aniline-2,5-disulphonic acid, the isomeric aniline-2,4-disulphonic acid
can be used with cqual success.

ne or{ nore of nethyl,

5
2

R D N e, A e

15 Example 2 15
A solution of 190 parts of cyanuric chloride in 800 parts by volume of acetone
is allowed to flow in 10 minutes with thorough stirring into 5000 parts of ice-water.
With continued stirring, a solution of 126 parts of 1-aminoben-zcnc—Z,S—disulphonic
acid and 53 paris of calcined sodium carbonate in 750 parts of water is dropped into
20 the solution at 0—5° in the course of 30 minutes. Stirring is continued umiil no 20
further diazotizable amino groups are indicated. At the same time the pH is main~
tained at 3—4 with 159, sodium carbonate solution and the temperature of the
reaction mixture held at Q—>5°. In the next 30 miautes a solutivn of 86 parts of 3-
. aminobenzenesulphonic acid and 27 parts of calcined sodium carbonate in 200 paris
25 of water is dropped into the reaction solution, the pH being maintained constant at 25
3—4 by the further additicn of 159, sodium carbonate solution. On completion of the
reaction a solution of 185 paris of 4,4’-diamino-stilbcne-z,.‘l'-disulpl’z‘cnic acid and 53
parts of calcined sodium carbonate in 1500 parts of water are added. The further
procedure is as in Example 1. The product has the formula
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In place of 3-aminobenzenesulphonic acid, 4-aminobenzenesulphonic acid or amino-
benzene can be used with equally good results.
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natural and regenerated cellulosic fibres, e.g. cotton, linen, henp, rame,
jute, viscose rayon, viscose staple fibre and cuprammoni um rayon, natural
and syntheticpotyamde—10— and—pul—yuret—hane—h—bres e.g. wool, silk,
hai r, pol yani de 6, polyanide 9, polyanide 10 15 11,

pol yam "de-;- 12, polyam de 66, pol yam de 610, pol yam de 6.66, the pol yam de
from decane-1, 10-di carboxylic acid and 4, 4' -di am nodi cycl ohexyl nmet hane,

and t he pol yurethane fibres descri bed i h3BeR2 i | ver edl ung 3, 11, pp. 6637673
(1968), and paper, especialTy by coatfl NG, el Eods OMng to their high

sol ubi I it ,%/ and el at j \ghdbnloP W05} of GanuriSERREL Misol pirl8Y vaiaR Becapplsi ed to
paper he di pphﬁhgintleoiﬂﬂ.l*quﬁth&m‘x'odgm stirgixg into€2000 parts ol fe-fMr) A solution of

fabri cs b!y t he padé®i mgSQfeqcﬁﬁtaqlwestmct?@hﬂma ponieedidisd 3 ped of ¢alsined wditihe
strength iof t5he aﬁ@’?@@;ﬁ GO RERif HiterTih dropPeg Gt e "é ‘g nﬁgc“f‘fb“%} e ind 3

al UM i UM i ONS 1S paRys1 DG HRBRSE o pilts M bobOlLE AR Moo GERT | N t he
st ock befiore for n’Bﬁd 83 partsNof GRRMERA >od1uﬁ1h@bboﬂl’te€mCﬂmqﬁfté bl @att & hakundens and
fillers uscd for tﬁu@lmah@ﬁ-aiﬂquetlofsv@oeter% apmtms cagppgat@ plution ls ap.ir!@ldvgce good

effeCtS On tH)ese Eg (‘%geﬁlifls(gaaraf ?lrlh Hlél XYUIC g\cérﬂﬁs[ﬂ"lE:C‘]FliEa&c ﬁlOllT at 4(()?0” thé)
20 strongly acid Phess OB arttmeéﬂéd%xr}tt&é oSl by Hagd for
crease resistant bf Pi(E88 08 Propyinkif)propibide hadi tx &mgm&,ummama& maausal ts
used as dat al yst s 1¥% sbdiym sivematofolittin © ihype. thd P 1o &t-1& anf the peawoiypilzunds  of
this inventibn caf] el‘bé?yg%f‘ RIRdE 5w 1097 (ke Pegirrohie yoemed issEt iy #y BpREEic 15
gonpounds such as“Bdi SRR ohol , pol yet hyl ene gl ycol s, acyl ated 25
polyethylene glycobeyapolyV|nyl pyrrolldones or urea, mhlch I n many cases
appregl a Iy increages the brightening effect. The conpounds of the present
Fnvention can bg apylied Lﬁ | ri ghtgers to produce
Speci al ef f ect ¥ c nds
described in U R=FatentH 3£ poupds ¥of this )
rnventlon show g,;ger subs & ash fastnggs, which is 30
1 ect¥d iin hi gher ef fectivgness and gréater stabt I|ty to dcids. Also the
ﬁorrpoundé of the present-hwention are very suitable fp,r/ﬂ application.
The pringi pal use °B§-Si-fie conp@i#goNif t he presenfi,Hivadpt i on Pt opt i cal
bri ght enijng of (i) téﬂ(tlles of natural and regener agged cel lul osic fibres by

paddi A9 or by 35 at on fr a st b S,.or S nthe ic resin
[t SRing 11 quor s ol AR gL iR apRt f ok % e S on
fromicid baghs OEth)Uzﬂmﬁet'ISl B4s Bﬂﬂiﬂﬁircfﬁ? t }lz’nﬁﬂ% 3 bd opaqmly 1 ahfn%t i ONgg N

t he stock or by cgaatbtzmgd,rmwh@msmaictsemhsheetprdpmummctbramedl'he foI | owi ng

Exanpl es !i ||l ustrate Thfers @rtt’lP C\?&P‘h ’t‘ceﬁ iPriatipgy f?i Bars b s’ ltiflﬂt’@’ﬂioarts and
ber céfit ages are bR '}Z‘o ﬂ}eﬁ”gqﬁ”% ?’%mj cda%g en Genldgrade and
25 . amihd3BeddBg hépa )!sdbg_t n.'inﬁ}td r:t]é]i, bR chrbe SIOQQEJ SvePo-Vei ght
are as mjlli I it restxctsof@maaquuamgﬂO Exanple 1 A solution of 190 parts of

:cyam%gl cichloride in 800 parts by volp@ of acetone S

A solution of 190 parts of cyanuric chlonde in 800 parts by volume of acetone is
ron in 10 minutes into 5000 parts of ice-water with thorough stirring. In 1 howr a
30 soluticny of 267 parts of 1-amino-2-meéthylbenzene-4, 6—d1sulphomc acid and 106 parts 30
of calcined sodium carbonate in 1500 parts of water is dropped into the suspension
at 10—15° with stirring. The pH is maintained at 3—4 by adding 15%, sodium car-
-3 bonate solution dropwise at the same time. The suspension goes slowly into solution
during the addivion. Stirring is continued at 10—15° until the diazo reaction shows
35 that no further primary aromatic amino groups are present. Then a solution of 185 35
parts of 4 4’—dlmnmosttlben.-2,2’-dtsulphomc acid and 53 parts of calcined sodium
carbonate .in 1506 parts of water is added, the pH adjusted to 7 with 15 %o sodium car-
bonate solution, and the solution mamtamed at 30° until the diazo reaction is negative.
(11) 205 Parts of B8-(B8’-hydroxypropylamino)-propionic acid amide are added to the clear
40 solution, the pH is increased to 9—10 with 159, sodiwn carbonate solstion, and the 40
solution raised slowly to 95~-100° with distillation of the acetone. The solution is
boiled for about 90 minutes with reflux, the pH being held at 9 10 by adding further
sodium carbonate solution. Finally, 3500 parts of sodium chloride are added to t.he clear
solution and it is allowed to cool. The pale yellow product settles out and is filtered
45 with suction and vacuum dried. It has the formula 45
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run in 10 mnutes with good stirring into 5000 parts of ice-water. In the
course of 1 hour a solution of 253 parts of 1-am nobenzene-2, 5-di sul phonic
aci d ang-+ee—parts—ot—45F~——¢al-ciretsudium-carponate-4-na-1+500-part s of
water is dropped into the suspension at ~ 45 0- 5 with stirring. The pHis
held at 3 to 4 by dropping in 15% sodi um carbonate (VII)

solutiof. During the addition the suspension goes slowy into solution, -
Stirring:is continued at 0-5 wuntil the diazo reaction indicates that no
furtherjprimary afomatic anmino groups are prdddrt? A solution of 185 parts 8
of 4.4 idl am no-stil bene-2,2"-di - 50 sul phonic acid and 53 parts of

cal ci neg'sodi um car bonate in 1500 parts of water is 50 added, the pH
adjustegg to 7 with 15% sodi um carbonate sol ution and the sol 4tion held at
[err] uAtil the diazo reacfion is negai ve. 205 Parts of [err|] propionic
acid anmdde are added to the clear ,solution, ghen its _pHis irlcreased to
9-10 wi tih 15% sodi um car bonat e. sq on, aid \ .t ehery elslowy .o
increased to 95-100[err] RA0 3 F‘%‘t‘? | | af TONQ s~ Acdt one.  The
solutiorj-is held at this tienperat tefor out¥ 90 i nuteg with refl ux,
the pH Rei ng mai ntai ned at}j 9-10 duri g f hi s '(iI/ITE by theogadi tli on of further
sodi um gcar bonate sol ution Subsequentl|?y 35(;}) Patt $0.9h, sodium chloride are
added tqd the clear solution, which is then al Féwed to ool . A pal e yel |l ow
product jsettles out, whichlis filtered with $action and vacuymdried. It
has t hedf ornul a 6 HOH 1, 313, 469

6 [err] 4OH 2 The af orenanmed propionic acid i.de is obtained by stirring 71
parts o:ﬁg;acrylic acid imde in 75 parts of noﬁo-isopropanola_mipe at [err]
with cortinued stirring for 1 hour atthis tenperature. 5 Opt i cal
bri gten%fs W t h conpar abl & guco preg-{ar-afdrak o Rndbgehinftenid anidploac & af g-itigo- 5
205 par tfgS of [err]-[er pl]OPibrydacdrkwirl@pvylﬁamimm% ies omed zachecknd Rt §empk8Gcan

parts of_j [err] hyaroxyé‘tlﬁg‘t{%‘;ﬁl@‘?ﬁg“fgﬁ’; @j‘%ﬁ(ﬁ %%ﬂ%%@oggg;g 5 ports of 5
- a X

[err]-(3" -nethoxypropyl ani arts of o
[err]-[d -(2"-hydroxyeyt hgxy)-et hyl am no] - propi onic acid am de, 180 parts
of [err]%—hydroxypropynlqa 1 - RLOPA rile, 200 parts of/“[errg-(3'- 10
met hoxygr opy! am no)=profi ontT 114 > N

N N | '
pi onivri lke are enpl oygrt)

[err]-[2"-(2"-hydroxyet KigxyR- et hy ; ,
The af orienanmed propionitri es, are ob@i ned in §J sane as the propionic
aci d am"ggles, usi ng acryl ol ¥rile in place of acFyI ic aci H/én?de.

: ‘F“z’ﬁﬁ“ fu——z _ \(cuz)n-_—f—cl:u—-z

: Rz . RZ

5 '

conforming to this invention are specificd by the meanings of the symbols A, R., Ra,
X, Z and n. '




In place of aniline-2,5-disul phonic acid,
ani li ne-2, 4- dlsulphonlc aC|d can be used mnth equal

Exanpl e 2=

the isomeric
success. 15
15-A sol uti on of 190

parts of cyanuric chloride in 800 parts by vol une of acetone is allowed to

flowin 10 m nutes with thorough stirring into 5000 parts of

i ce-wat er.

Wth continued stirring, a solution of 126 parts of

1l-amn benzene 2, 5-di sul phonic acid and 53 parts of cal cined sodi.um

carbon in %50 parts of water is droppdgid4mo 20 the solution at 9
[err] in [ he ¢ourse of 30 mnutes. Stirrrng 1S continued UntiT 10O 20
further d}azotizable am no gfoup§ are tndicared. A the same tine the pHis
main- taiped at 3-4 with 15% sqdium garhonat g soldtion.and the
tenperatufe of the reaction fixtyre held at [err] In the next 30 mnutes a
solution pf 86 parts of - 3- am;nﬁtenzenesquhUﬂTt*HCTd‘EﬂU‘?? parts of
cal ci ned sodi um carbonate in}200|parts 25 of water is dropped into the
reaction solution, the pH being n%intalned“ stant at 25 3-4 by the
further addition of 15% sodi ym carsonat sel i gn. conpl etion of the
reaction | solution of 185 parts|@& 4, 4?1 an@n@-stl bene- 2, 2' - di sul phoni c
acid and B3 parts of cal ci ned 39q |.§4Jm8ca'&bo§|at.§‘a L§1°15§30.dpa-3ts of water are
added. The further procedurelis quin E_gangl eglqg'hé product has the
formula N & &g & 12 & N[err] NIn place
of 3-ami nobenzenesul phonic a ani ngbefzeheduf plioni ¢ acid or ar ni no-
benzene can be used with equ IIy good résu‘rt&‘l 5463 -7

1, 313, 469 : © A & ©7 Banple 3 A solution of
190 parts] of cyanuric chloridge i 800 parts by vol une of acetone is run in
10 mnutes with thorough stifring into 2000 parts of ice-water. A solution
fol 185.parts of 4,4'-diam no tlltene-2,2'-disulphonic acid and 53 parts of
cal ci rfed isodi um 5 carbofpatelin 1500 parts of water is dropped into the
resulting suspension in 1 hoyr atft 5 [err] When the diazo reaction

i ndi cat es
sol uti on
of cal cin

&) err]

32

that no further pringg)y
of 126 parts of 1-ai nol
ed sodi um carbonatefin ¥
At the sane tinme 15% sd

aromati cgam N@ graupg are present a
ehzene- 2'% di sl phonlc acid and 53 parts
parfss of water is added in 30 minutes
i um ciar bonat'e 'sol ution is added to

i i

)
!
Q Q

197

o
I

TABLE

R,

| ~C;H,—OH

do

{ —~CH,
- CH,—CHOH—CH,
—C.H,—OH
—C,H,—~OH

R,
"CH,

H.
H.
H
H'f

2,4 Disulphophenyl '
do :
do
do

3,5-Disulphophenyl

3-chloro-4,6~disul-
do -
do

. phophenyl
2,5-Disulphophenyl

* Example |
No.
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9
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10
i ndi cated, 250 parts

is then_si—r—r—r—ed—-f—ep——z—he&r—s-a%wl%—ﬂr—f*——

of

keep the pH at 7. As soon as no further diazotizable amne is

10 a 25% ammoni a soI ut| on are added. The m xture

“exXcess-anmoni a

renoved . by means of a water- jet vacuum purrp 205 Parts of [err] acid am de

are added

[err].

foll owed by sufficient 15% sodi um carbonate solution to increase
t he tho 9-10, and the mxture is then 15
he product thus obtained is dried in an atom zer
the formila 5 c140 N OH 15

held for 3 hours at
15 drier. It has
1,313,46Pn pl ace of the ammonia

10

sol utrQn 46 parts-o

fa

35% agueous _solution of nono-_

nethyl am ne, 33 parts

of a 7@% aqueous SO
et hyl am ne, 31 parts

uti{
of# |
B Ng

n of nonoet hyl am ne, 35 parts of di- 20
P hytr tyet hyl ami e or 53 part's of @ « ~
p_ 20 - 20 can be used, on

- (2- Rydr oxyet hyl ) -
mhrch groducts W t h
can be-repl aced by a
propqunlno) pr opi on
t he [err] ([err]-hyd
am nes bearlng negat
gi ve pr@- 25 ducts
Exanple 4 A solution
volune~of acetone is
thorou@h stirring. |
1- anrno;Z net hyl benz

51 m
furt
c a
F OXYy
ve $
Df "‘E:
of

run
n 1

PNe- 4

ar properties are obtai ned. The ammoni a sol ution

her .73 parts of [err]-(,[err]'-hydroxy- 20

vg m de vvlth equaIIy od results. In place of
p.;el am no) -gpr opi.gni c id am de, the secondary 25
EhsEi t yeny sgarredér n, B e 1 gar;: bg egpl oyed to
aﬁab’?e"ﬁueﬂ'lty zo5d & S
garts of @y%nu—gc clﬁorlde in 800 parts by

|51,n 20 nminutes EntB 500@ parts of ice-water with

Gurfa 30 5 golHtiongof 267 parts of

1“6 ﬂr suI photf] c-ﬁacﬁd and; 106 parts 30 of calcined
wat-er—1+-s—ato

sodi umicarbonate in
10- 15\@trrst|rr|ng
a i

suspensj on goes sl ow
continued at 10-15 u
primary; aronmati c am
parts of 4,4
sodi um tarbonate in

15% sodi um car - bona
t he drazo reaction i
[err]([érr] - hydr oxy
clear 40 solutio

- di anos}

| mlaVal
LIOUU

The

y i
Nt i |
no g
i INbg¢
1500
[ eS¢
5 ne
pr op
n, t

_ anch%
¢

pat ts—of ion at
pH is maintained at 3-4 by adding 15% sodi um car -
onate solution dropwi se at the sane tine. The
nto solution during the addition. Stirring is

t he di azo reaction shows 35 . that no further
oups are present. Then a splution of:xl85 35

ene- 2, 2' - & s& pBoni ¢ acidl &nd 534'p68t§’no-€ cal ci ned
parts of water is ad@e?j ffhemprﬂ:adj ugted to 7 with
bl uti on,, and the s;gl uflcm y:alédtar,ned qt [err] until
jati ve. 31205 Parts @ 757

propi oni coa dcgangdecgaré added to the

i ncr easedut 0] 9L|)10 |vm‘fh “ﬂS% sEfdl um

car bonaf__ e sol ution,

i
!
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= |
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—CH,~CHOH—CH,
do
do
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solution raised slowy to [err] with distillation of the acetone. The
solution is boiled for about 90 mnutes with reflux, the pH being held at 9
10 by agddirg—further—sodium—carbonate—solution—Fmat 'y, 3500 parts of

sodi um chl oride are added to the clear solution and it is allowed to cool.

The pal g yell ow product settles out and is filtered 45 w th suction
anqovacuurpl.dried. It has the formula ;353469 1145
—8— "’L 313469
8 In pl ace of [ Fi‘]-LclrJ-rTyUTnypl opytantmro)y=7pt Upl onrtacrd-am de, one of
t he [err] am no{ pgdpionic_acid anigdes, oL [errd-am pnopgopyoni triles naned
at the end of Barrpl e 1l can 5 be used whi ch give optical brighteners
of equally good goaht-ty—t+n—the—fottowing t-abte—furtter —opti+eal brighteners
of formula N[edr] B2 conforming to this invention are speci fied by the
meani ngs of thejsynfjogs A gderr]gR3, X Z and n. . 9 8 , 8
1, 313, 4p9 e f B w . & § gE
1,313, 469 T %+ 3 B 0§ EB  d0%E 10 11
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12 1, 313, 469
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Appl |cat| on Exanple A A cotton fabric is conveyed through a bath of 240
parts pf di nmet hyl ol et hyl ene urea, 2S parts of 48.5% sulphuric acid, 2
parts- of the brightener of Exanple 1 and 730 parts of water, expressed

between a pair ofizxollers to retain 100% of iBB,4e®i ght of 5 * liquor,
and dri ed at [ er r—to 8% TesTdualTor St ure contrent. T
~and 5jstored for 177 houFs aft roomtenperature. Afterwards 1t 1s rinsed
W th c%ld water, neutradjaed with aw2cg/k solutien of anhyér ouss sediadim o
.carbonate, rinsed again wWith cold water, expressed and dried at [err] The
treatell fabric shows| @ bfrITTant white effect of neudtral shade.
10 A c¢btton fabric ifs cohveyed through a solution of 8 parts of the
bri ghtkher of Exanplie 2 | n 1000 pargs of water, expressed to an |ncrease§of
100% oh the dry wei ght, aaq, digi ed 60 [err] A good white effect ql S g
obtainéd. |If 8 parts| of a | et hyIEne glycol with a nol ecul ar V\Bli:ght of E‘
5000-.6000 i s added tfo Nhel_L %tlén,-ﬂthﬁe Br i §ht eni<hg 15815 effect—cl s 5
greatly intensified.{ App ,@thon Ex&rrple C A si zed paper nade f om sul ph%te
pulp i $ coated with fa pasE& of the gonposition: 66 parts china&ldy 33 3
parts water 20 551@ pards of 50% di spersion of a B g a
but adl ene styrene cgpoly rg g " 20 5 parts of a 10% ca%| 7 sol ut v'won
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0.3 part of a 10% solution of the brightener of Exanple 1. The degree of

V\/m t eness shown by the coat ed paper is appreciably greater than the

'_:71'003 par t.s of water containi ng-10 r\a-Li-s—ei—-aLu-m-m—em—s-HJ-——GG—ehate The

" The{sheeff thys produced is well bri gbtened This result shows that the
‘bri ghteng¢rs dfegthis invention can bega lied 35 i n paper stocks at |ow

~-—br|(]5;hten g pgper T35 obtarned. A fUrther addition of b parts of a 10%

cthyl

' Exa\z:‘gle ik oﬁitlcngom xture%

H<t-eness ri ghtemer—The whirteness—can be
enhanced 25 further by including in the coating conposition 1% of a 10%
sol.tion of a polyethylene 25 gl'ycol of nolecul ar wei ght 5000- 6000.

Applii cation Exanple D A solution of 0.3 part of one of the brighteners of
Exanpl e 3 in 300 parts of water |sbﬁgggd to a suspension of 100 p rts of
bhbéche@ sulphi-re-putp-beaten to _degrees: Schopper=Riegl in

suspensign iq careful ly stirred for 30 mnutes sized with a solution of 20
parts of |10%|rdsith §i z8 afd 8 part's Bf Al uni fi um sul phate ©'n 10 parts of |
wat ér, then diluted wth water to QDDnnnm_g__and__ggmepped_Mto sheet .

pH Yalue\,mhlqﬁ i's very inportagnt |n“pqper manuf act ure where 35 backwat erjs
with a hi gh d(g]tent of al um_ni gnsul phat e have to be used. Application 1

i gtifg ®f 66¢parts ofg ching cgay, 33 parts
of ter, 15 rF% 8f ¥ 5 Q@@ﬂlqpeFS| n®f a But adi ené- styrene copol yner, 1
part of a 104&&olut|on 4 cf & a p§| t hyl ene gl ycol of nolecul ar melght
SOO(P- 6000 and ®.3 part ofla 10% 24Q sol ution of a brightener of Exanplie
1 ot 2 i $ nmedianical ly a@ %tho 5|€2ed3 paper made from stock consisting df
50% bleachedﬂéulphlte pul p. ané 50%aechani cal wood- pul.p..An attractive

soluytiontof g8 reduced starch can be included 45 in the above coating
m xfure, jwhi dh gives a slight inprovenent in the brightening 45 effect. |
Applii catifon HExanples A to C were repeated with the brightener of Exanple 4,
si mijl ar nesul{ts bei ng obtai ned. WHAT W CLAIMIS:- 50 ° 1. A t
bi sJ(trieri nyl am no) stil bene d@rlvatlve of é“he for? 50
[ern] 1N 18 3 og \ 18313, 469

15 AppIthatidn Exanpl e
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do
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CH,
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A cotton fabric is conveyed through a bath of 240 parts of

di net hyl ol et hyl ene urea, 28 parts of 48. 5@6
bri ghterer—of—Exanpte—+ art

rolleris to retain 100%

8% rési dual
‘hour si -at
neut r

showsi:a brilliant
Appl i‘cation Exanp
is copveyed t hrou

i
oh B

roomt enperat ure.

of
noi sture content.
Afterwards it

|ts wei ght of 5

I|quor

sulphurlc acid, 2 parts of the

sSed - heEWeen a_ pairrt of -

and dried at 90 to

The fabric is rolled up and 5 stored for

—The-tt+reated-fabri-c

is rinsed with cold water,

ri nsed

17
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P

ut rial i zed wif,h a 2 g/l solution of anhygdsqus, sodi um car bonat e,
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and dyied at [err
pol yej hyl ene gl yc
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n Exanglze D A solution of 0.3 part of one of the
$300 parts of water is added to a su

25 glycol

of nol ecul ar wei ght

e pulp beaten to 40 1 30

Bucs

in 4000 p%%ts of water containing 10 parts of

nisarefylly irred for, 30 m gutes;
2b|par®Ps bf 100}%Cr05|% Si z? afrd 3 pal”*’t sgof %I unni
then diluted with water to 20,000 garts,
eéﬁthus produced is well
nefs of this invention can be appli &f
which is very inportant
Hackwal erb with a high content of al umni

sp&nsi on

.

deg

bri ght ened.] Thi

35%
i n paper S
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have tto be used.

Appl

4-Methylphenyl
—CH,—CHQOH—CH,
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A coatrrng m xture consisti.ng of 66 p

10 Martk

10% sol uti on 40

613; china clay, 33 parts of wagter,
di spersion of a_ biit np styr of a

of a pol yet hyl ggpcagbryEainpaia mol ecul ar wei ght 5000- 6000

1B5f a 50%

and 0. 3 part of aAme;in fagmc isdOnvero dtrweha é#tn of 43P peytst ﬁg\ﬂhﬂrlﬂtﬂf@ 1o0r 2is
1
nmechani'cal ly a P P t;@ (A ;%p%‘? e ’Pflnsl? ek @h“gcjfﬁ Q‘ght ¢ 50%
bl eachepl gul P} ﬂl i 9 &N R " DU RbsAR roRbd wAEL Ve 5
bri ght eped pap@bred JoroDt RéuReE Tptﬂﬁ hﬁfre atfdhtdrd}nt & rifedp ovith $old>fwa3r,10%
sol utioh of a ne:duﬂuedjwshartbllcahumoii mbdyehe godign cirpenpther f% ¢adt i n
m xture V\:hl ch \Y’g Pegred it Y &N Thg ﬁ"afeﬁéa‘ﬁ’rcr £ @nthig™ A8 ef f ect
Applicat i gy were g 1 Bxplels t he brightener of Exami®e 4,
simlaryr esul ts bai &ﬂmphbﬂd Rednv hrolifh Choblvh 105:3- palid of the brightenerlof A
bis-(tr azr ny| Esanmpd) 2 &t 10Dbpme odvem'ya-’prmei pfan trheaSﬁ efr WQVoaPn the dry weight,
1,313, 4p and dried at 60—70°. A good white effect is obgamgd th eﬁfézl‘gr epr esent s
an aminp rsadr C%EF%@YL y meleguiar velglii SO0 R0 SvItE B egéon ém’a radi cal- of the
formulaj[err] - Z 1 epr esefpsSication Example C.
5 [err]irepresentd sizyrtipngrequelﬁamagbh@rpua: i oosesd with leyphstent thel cppositiptidi cal as
her ei n defi ned, err e i senrs hydrogen or a |lower al kyl radical as
her ei n defi ned, [err ¢ hydrogen, a |ower alkyl, hydroxyalkyl
hydr oxyhl hqpxyal kyl oro a @xym,mspe;&n of a bundjencl’sﬁ'd:hélaipo]aﬁerher ei n defi neol
n al kyam noal kvl radi cedrts ofu O, megyn oletisubsti tuted by 10 one or nore of
ydroxy| and al koxy r&dpaeaaf<® 105 sjsion af g PrighsgerchEsiilech nay be substit ut ed
y one pr more | oygl d@érﬁyi) f FieHeGahSPSy BETRA (et DG hrectIP BRIV mEadi cal -
i ch npy be suyhsihitehts dbaiigOritbut Bpticl BfighhadrOYR whlicftoScani Bl edhanvet  al Ky
gnd al kpx$5 r adifesties byaisclintngen thegredting enhpositivn d i/abfleylio s sbifiensdf a pelyetiytegd oxy 2P ky |
rladi cal { or 15  glycol of molecglar vigight 8§00 50%%he f or mul a :
15 [err (1) wi ?mngquﬁ{élgo that when two radicals Z
gre present these m&smnla@ oﬂb@f;ﬁﬁaﬁ'ton bOthe %H%t&lax@toh@&ample 3 in 300 parts of
water is added to a suspension of 100 parts of bleached sulphite pulp beaten to 40
-+ 30 degrees Schopper-Riegler in 4000 parts of water containing 10 parts of aluminium sul- 30
p‘)ate The suspension is carefully stirred for 30 minutes, sized with a solution of 20
parts of 10%, rosin size and 3 parts of aluminiwm sulphate in 10 parts of water, then
diluted with water to 20,000 parts, and converted into sheet. The sheet thus produced is
well brightened. This result shows that the brighteners of this invention can be applied
35 inn paper stocks at low pH values,'which is very important in paper manufacture where 35
backwaters with a high contemt of aluminium sulphate have to be used.
. Appfication Example E
A coating mixture consisting of 66 parts of china clay 33 parts of water, 10
parts of a 50% disparsion of a butadiene-styrene copolymer, 1 part of a 109/ solution
- 40 of a polyethylene glycol of molecular weight 5000—6000 and 0.3 part of a 109, 40
solution of a bngh:erer of Example 1 or 2 is mechanically applied to sized paper made
from stock consisting of 50°%/ bleached sulphite pulp and 509, mechanical wood-
pulp. An attractive brsvhtmed paper is obrained. -
A further addition of 5 parts of a 10%, solution of a reduced starch can be included
- 45 u;f the above coating mixnure, which gives a slight improvement in the brightening 45
effect.
Application Examples A to C were repeated thh the brightener of Example 4,
similar results being obtained.
3 WHAT WE CLAIM IS: — o
50 1. A bis-(triazinylamino)-stilbene derivative of the formula - 50
Rl -
:rx_r/ \_xu CH==CH mr./ }ll
3 u\ B (I)
) .

Lk S
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[err] represents a | ower alkyl radical as herein defined which may be
substituted by one 20 or nore of hydroxyl, alkoxy,
phenyl or phenoxy, ‘ © T 206 7®ach of—tert}—and [err]

i ndependently of one another, represents hydrogen or a | ower alkyl or
hydroxyéllkyl radi cal as herein defined, or [err] and [err] together with
t he nlt(o%en atomforma heterocycllﬁ ggécal Me represent ;g

hy dt4 geh 5an alkali metal . an alkalid88tth nPTaJ an_ammonium-grodp 25
whi ch npy be substituted, or al umpﬂlcumhmanrmesents a whol e nunber from1l
tp 5, ahd n is 1 MDrotdn fabric m@mec(mrougm byl o 20 pays-of tiimethelpieshydeame m%at ive

agcording to CR&Epars 10f 48P %r 8yr (parts of the br1ght:ner of FAamgle 1 and f

’ ( of jts wel t 0
3 3. A bis-(t ﬁ?’iﬁyﬁ%‘a‘ﬁ@ﬁ“tﬁb@ ﬁs f@lé%&%@qi ﬁ@ ot 516
1y _ ) stored for 17 hours at room temperature. Afterwak 891 with cold water,
1¥ wherein X, hauhleed }v:tlaapzhg/ﬂ blaurenlomcanm'axdmmdhummrbd‘namwweag&ub@tu tuted by
ohe or pore of ct*’;’?n b ;X{W%d dﬂ@rﬂtdp‘i‘c’n(-fm eyardiseh e rryrillspr whitadi cal of

elfed

the forpmuja 5 sirplshade sant s Application Example B 10
ot , ) A cotton fabric is conveycd through a solution of "8~Paris ofthe brightdder of CNr or
SCONC !5 i anmplc 2 in 1000 parts of water, expressed to an increase of 100%, or; the dry weight, R,
R reprgsen-tsamy r§0——210°l dvgopd al“l@ﬁffwhyd%f veg-alif Ryiartpef & é‘%/'wekyl r adi cal
abk here ggé’c‘fl:"‘r‘gg mgtmsi}éf"f” BB AT SRA—EIP R Added: 0 G5 TR Rkhi chisray be
f,sUbst it Jté one? 8‘?’ fore of hyshpisid, Bibiac | koxy radi cal s, or a radical

CH2- CH| , - Z, and AQized paperMixde Rom amghitReulh R \¢@rrdd Reth i paed nfflﬂ(é&ﬁkﬁ;&>§x§¢nat ed in

G ai m 1] 10 1 4. A
b} s-(trjazinyl ani no)g%tﬂa’ftﬁ‘@l‘i‘éd@erl vative of the fornmula <Y' by - 10

parts water
Sp nar 20 10 /parts of 509, dispersion of a buradienc-styrene cc!po}ymer\ >E B CEzd \
(M2) lid | 5 partf of a 10%,\casein solution 0C11C
111- or 0.3 part of a 109, solution of the brightendrjof Example 1.

The degree of whiteness shown by the coated paper is appreciably greater than
the whiteness of a. coating without optical brightener. The whiteness can be enhanced
25 further by including in the coating composition 17 of a 10%, solution of a polycthylene 25
glycol of molecular weight 50006000,

Application Example D
A solution of 0.3 part of one of the brighteners of Example 3 in 300 parts of
water is added to a suspension of 100 parts of bleached sulphite pulp beateni to 40
30 degrees Schopper-Ricgler in 4000 parts of water containing 10 parts of aluminium sul- 30
phate. The suspension is carefully stirred for 30 minutes, sized with a solution of 20
parts of 10%, rosin size and 3 parts of aluminium sulphate in 10 parts of water, then
diluted with water 10 20,000 parts, and converted into sheet. The sheet thus produced is
well brightened, This result shows that the brighteners of this invention can be applied
35 in paper stocks at low pH values, which is very important in paper manufacture where 35
backwaters with a high content of aluminium sulphate have to be used.

| —CunH,

Appfication Example E
A coating mixture consisting of 66 parts of china clay, 33 parts of water, 10
parts of a 509, dispersion of a butadiene-styrene copolymer, 1 part of a 103/ solution
40 of a polyethylene glycol of molecular weight 5000—6000 and 0.3 part of a 10% 40
solution of a brightener of Example 1 or 2 is mechanically applied to sized paper made
from stock consisting of 50%, bleached sulphite pulp and 507, mechanical wood-
pulp. An attractive brightened paper is obtained. :
A further addition of 5 parts of a 109, sclution of a reduced starch can be included
———t : 45 ::?f the above coating mixture, which gives a slight improvement in the brightening 45
: ect,
Application Examples A to C were repeated with the brightener of Example 4,
similar results being obtained.

3 ‘ WHAT WE CLAIM IS: — o
- 1. A bis-(triazinylamino)-stilbene derivative of the formula 50

| m._(/ \_nu- cR==0i mx_(w\_.x
( (1),
e, \( oMe  soge

R I!Il

j ~CH,CHOH—CH,
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1 5XQ NO094 so~i e

H, |/tC2 Cl 10S 4, CR3 > 826 Nvd  tdM;
7e~~—.~.~~:l~ ~~~~~~~~ p *-O'Bel ro¥al 1 R A R Z2‘T.ep.r.xe_seﬁt &
O O i omi Tllﬂlllﬁﬂllllllﬁlt e

?Effréﬁw%lﬁm é\/bcﬁa\%l ng thet rre"anlslnlglyll!lt at ?5‘ 7 Claim1l. is

5. Each of the bls_LLLLauﬂgLLam_no)_sLu_band _cié'r?_uai—l_v-e—end—ppedum—s———m-——

referred to in Exanpl egerdinto 3. 20 6. A process for-the

produttionx of a bis- ®t¢12§2ﬂtsrﬁ¢1|aawaﬁ@9b‘h§hmm®éﬁ@"Efé# si vative, 20 .which

conprises reacting 2 PFdfpé"SEB‘Fsada‘lﬁ?a‘ﬁﬁ‘}"l f*mf3| i de in any de-sired order with.
a‘:i 1 nol of 4,4'-diamnostilbere-2,2"'-disul ghonic acid or of. a salt of

this acid con- sistent with the definition of Mt in Caim1, b) I nol of an
ani nobenzenedi sui phoni ¢ acid which may bgCHabst{HuiZed by R as 25 o
defingd in aim1 or of a salt of this,Acid, an

25 ¢) ; ’I no] of ammoni a or of a pr| rray or\secondary am ne and d) 2 nol s of
an anine of fornmula ."", R; RH

[[R2!§ (E~~~~~~ P2)n-' _ Hz '\Rs where R,. R,

Z andin have the55|gn|Zf’FfE‘é‘ﬁ’€e given in Claim1, 30 or of a mxture®

of azr’lncs of formula (1V). R, 30

| ‘““““"“"‘“} ~~~~~~~~~~~~~~~~~~~~~~~~~ "COOR,, M‘OV< 3 ""CO'_CmHL'm-H or """CN:

1, 313, 4469 18 7. A process for

t he productlon of a bis L a Ibe d a

com | Ses Teact ing 1 LAt rp“‘"5:’%551i‘ﬁ‘éﬁf&ivi‘aﬁﬁ%ﬁ‘%‘%ﬁ’ S, o)
no

iof 4-am no-4' - nm E‘@&Ecln smana;nz ,adowetl b1S| HoloRhIRy] AGHId:: \@H\o@ilkyaoﬁﬂﬂot}aﬁﬁl
this add consist¥nt wi t hraties adétfrfnm Nnn@*naxoﬂk\rﬂmﬂlwﬁilﬂ(l:lr-alicm Vilh chBnay be substly tedlbym)l 10

gf an: al ni nobenzenedi sul %g:mngrby one or morc F\\m lbqééﬂg s as ﬁlltgn%l tliﬁyvltgtl &

which may be substituted by one or more of halogen atoms and lowcr a]kvl and

i alkoxy radicals as hercin defined, an aralkyl radlcal an aryloxyalkyl radical or
: 15 a radical of the formula 5

. R2
(CHz)n_l-t:‘H_z (1)

with the proviso that when two radicals Z are present thesc may be different
from one another,
R, represents a lower alkyl radical as herein defined which may be substituted by one

20 or more of hydroxyl, alkoxy, phenyl or phenoxy, 20

each of

R, and R,, 1'1dependcntly of one another, represents hydrogen or a lower alkyl or
hydroxyalkyl radical as herein defined, or R; and R, togcther with the nitrogen
atom form a heterocyclic radical,
25 Me represents hydrogen, an alkali metal, an alkaline earth metal, an ammenium group 25
which may be substituted, or aluminium,
m represents a whole number from 1 to 5, and
nis 1or2.

2. A bis-(triazinylamino)-siilbene derivative according to Claim 1, wherein Z is

ittt i daif o cimatte L8 by i S e

R

30 ~CN or —CO—-N< 30
: . ' R, ' .
4% 3. A bis-(triazinylamino)-stilbene derivative of the formula

@. _.(’ \_mw ~CH=CH - mx__(/n'}_xl  m
(soue), /27 sque aaaue | H\C,n

; \
E Ot 3-0il -2y \csz-ca

4y,
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defined in Caim1l1 or of a salt of this acid, ¢c) 1 nol of an am ne, of

formula (1V) stated in daim 6 or of a mxture thereof, reducing the nitro

group containing conpound to givettieeTorre up contai ni ng

corrpou_nc@l reacting the latter with 1 nol of a c anurlc hal i de, 10

and:.reagting the resulting dihal ogenotriazinyl “lﬂwﬁ!"or der

W th ! 10 d) 1 nol of amonia or of a pr| am ne,

.and-¢¥ 1 gpol of an anmine of fornula GsMusor of a ni'xtlre" tHerdof. 8.1A

pr ocess;amggTT‘d‘arﬁr*ﬁ‘mmﬁmf t he
hal i d

cyanuri ¢ Bk o e Subkhele 2rd & 7 19
9.-A process accorndm gmsmﬁq%cﬁwﬂeﬁ@ %e ﬂ %;ékda?csﬂaae’ie @pdansati on of the

second { 15 halogen atomis carried out at a tenperature of [err] to [err]
C. 10. A process according to Claim9, anhl ch said condensation is
effected. at a pH value of 4 to 8. 11~ go gss... ;ccordl ng to any one of
Clainms 6 to 10, wherein the third hal ogen atomis reacted at
80- 100 C and atz,; epeddmval ue of 4 to 10. ' 20 12.
A proce$s according to any one of Claims 6 to 11 wherein the nitro group
cont ai ni ng conpound is reduced by Eatne {;__ Bsh an aqueous sodi um

I 4t on

sul phité or sodi um hydrogen sul phite so R13 A process according to

Claim 12, wherein the reduction is effected at a 25 t enperature of 60
Cto [efr] C R, represents hvdroo'cn, lower alkyl, hydroxyalkyl or alkexyalkyl radical as herein 25
14. A plocess accé?gﬂdq oy lk‘ﬁrféd‘?ﬂ HRa P ey b WP the nitro
y ahdal\ou cais, or,a 1c'11

group conygi ni ng. ﬁogm {,gs,?gg e, TTCH R N t h hydrochl onjc,

sul phurfc or acetucAam(tdamdmnbmibﬂfemt:nmielafmmﬁnWV\Uer or iron turnings or
pomder at a tenperature of 50 to [err] C. 30 15. A process
byaCCOIl(dl ng to Gognum 14, wherein said tenperature is 80 to [err] C 30
"?16 A processj tor th% product' o of a bis I azi nyjgam no) - sti | bene
fdderl vat ] ve Aubyt ant i as _Qpser il . enemge to anywgye of
owEXanples 18to 3/ %7 I'S- i nyl am fti | bgne gerivative whenever

- 16. 35

N .
18. A ‘bl’l g 3QDI ng progess whichsg grprl sessdyré ght eni nat ural or
regener;at ed 35 el k}JL&% f| bres, natural or sjyn :hgi,ncm-qugl yam de or

) - stllbene

pol yur ef hane fibres or a bis-(triazinylam
19. A brightening

derivative clainmed in y one of Clains 1 to 5 and 17:

nt' procesis substantially a m%ecﬁg-mhbed herein with ref erenc%‘ztc&'ahy one of

or
n

is

Application Exanples A to 20. Natural or regenerated
cel | ld| osic fibmésgsinnatural or %ynt heti c pol yam de or 40
Z. represents —CN or —~CO—NH,,
| 15 X: represenits —-NH,, phenylamino, 2,5-disulphophenylamino or
CH,——-CHOH—-#CH-

25 ‘ chz—,-CH,-co- NH,

Me having the meaning stated in Claim 1.
5. Each of the bis-(iriazinylamino)-stilbene derivative end products referred to in
Examples 1 to 3.
20 6. A process for the production of a bis<(triazinylamino)-stilbene derwauw, : 20
which comprises reacting 2 mols of a cyanuric helide in any desired order with . |

vt ve oty g

30_. 8) 1 mol of 4,4’- dxanlxnosulbepe-z,z’-d1~ulrhomc acid or of a salt of this acid con-
sistent with the definition of Me in Claim 1,
_ b) 1 mol of an aminobenzenedisuiphonic acid which may be substituted by R, as
i 25 defined in Claim 1 or of a salt of this acid, 25
¢) 1 mol of ammonia or of a primary or secondary amine and
d) 2 mols of an amine of formula
{v1)

R,
J | | (CHyps—CE~Z
; / |
: HN w)

where R;, Ry, Z and # have the significance given in Claim 1,
30 or of a mixture of amincs of formula (IV). - 30
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pol yuret hane fibres or paper brightened with a
bis-(triazinylam no)-stilbene derivative clainmed in any one of Clains 1 to

5 and_17. 21  The bi-s—{t++azinylamno)-stiibene derivative end product
referred to in Exanpl 22. A process for the production :
of .4 bis-(triazinylam B’ﬁa wjmﬂﬂ (ﬂjmvatlve sub- 45 stantially as herein :

,'vdesqu bed with refere 23 A bis- (tr| azi nyl am no) - sti | bene-
derﬁvatlve vvher@ver produced by a processmiaaﬂsmad in CI al m | 22. . 24. A 13

bri ght eni ng protess - : ;
! N

X
Cel U| OSI ¢ f : br es, Wll\. CO!"lpI‘l‘(.b I S&mg%moﬁ‘% &, C\aﬂ?aﬁp‘ﬂ 1

Papdr With a 50 | 'T ol of deamino-4"nitrosslbobl Az dlsilbida Aok SHoNG salf &
deri,vative clainmed in edhdiur 2dh ﬁidﬁﬁuon&'ﬁlx&elﬁb&ﬁlh{hﬂ or regenerated cellul osic

fi brjes nat ural® or é?}/htm‘étqfcfm hwcdehselpfqyg%%:\dr\étmm thei &ybsesltﬁrbm&xp@r 5
3

brightened with a bi s E 1k fbﬁ‘g@ e derivativ med eo@ Claim}
21 ¢r 23. 55 R E““SQ@ Do f% Sohb é‘ga@‘v&rﬁiﬁ%e J‘i R '
dernvat i ve end product groﬁ;efcﬂfarn e cbBpound, rn,acré'@ tHeI’lutEi(amth‘&ﬂEfI@aﬁﬁlc h217dc A

bri ght eni ng pr8tess \/\hﬁ@h@?@mphq 'sgsmbﬂmgmx@mangylna’-tpamdlm grhereedgenisk ated 10

cel Ll osic fibres, ﬁ ﬁﬁ‘?é’)f ig‘my ”é’t"i‘ s ;Pé Br a“lﬁol yur et hane fibres or

ony 1 LXTUre, thf.u
papef with a bis- (tFl agrayfatl Bolaat il GuRe PR G By b 2idM 26. -
28 Natural or regeneymﬁredlamex id 1054 & L3P Q.'Sandlﬁﬁzt}:[ﬂ@Jiutef 3synt et I ¢ pol yam de
or 60 pobyur et hahet momsesmomngeaﬁém Bir fth glrftv@/gil ¢ohdegsation of the sewnd 15
1 C & PR D
l])_I gigt LIGSZI nyl am no};ifvai ?ié(:;cgéjﬁzon? noI 10 lgl‘n L in whxcu sa%rid@sﬁmn 1st fhﬂcctcd at a 19
Applicants: - G |1. MNINER& £frdinga6 kg onc of Claims 6 t 10, wharein the third halogen
Chariered Pate?t Agenmnds rcrqrpper th-I—IOEmF l=gki zngspH alee of 410 10.5 20

: 2 }y wa
o6, '(I ngsway, Londop dn'azz:gB [ Qﬁm'wd i rﬁu cglgxié"eatmpnt 1\15@?‘“1 aq e"olu:l sor.hum suf?ﬁg‘] c.yu Dd fice
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by the Courier Presgod, YN
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1AY, *from 10 25 77 temperature of 66° C 1o 90° C. whi ch copies may bés

obt al ned. the 14. A process accerding to eny one of Claims 6 to 11, wherein the nitro group
containing compound is refiuccq by acidification with h)f}rochlm'c sulphuric or acetic
acid and treatment with zinc pow der or iron turnings or powder at a temperature of 50
to 100° C.

30 15. A precess according to Claim 14, wherein said temperature is 80 to 100° C. 30

16. A process for the prcdw ion nf a bis-(triazinylamino)-stilbene derivative
substantially as herein deseribed with referenice to any one of Examples 1 to 3.

-17. A bis-(triazinylamino)-siilbene  derivative whenever produced by a process
claimed in any onc of Claims 6 to 16.

35 18. A brightening process which comprises brightening natural or regenerated 35
cellulosic fibres, netural or synthetic polyamide cr polyurethane fibres or paper with a
bis-{triazinylamizo)-stilbene dem“uw claimed in any one of Claims 1 to § and 17.

19. A bl‘l"ht(:l"ul” process substantially as described herein with reference to any
one of Application I‘\amulcs AwE.

40 20, Natural or rern_nr‘rarcd cellulosic fibres, natural or synthetic polyamide or 40
polyurcthane fibres or apcr brightcned with a bis-(triazinylamino)-stilbzne derivative
claimed in any one of Claims 1 to 5 and 17.
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21. Th» bis- (tna?mylammo) -stilbene derivative end product referred to in
3 Example 4.
3 45 T 22, A process for the producuon of a bis-{triazinylamino)-stilbene derivative sub-. 45
3 stantially as herein described with reference to Example 4.
: 23. A bis-{triazinylamino)-stilbene denvanvu., vhenever produced by a process
E clanned inClaim.22. . ..
. 24."A brightenifig process ‘which’ compns s buphrenmc' natural or regeneratsd
50 cellulosic fibres, natural or synthetic pulymm-dn or polyurethane fibres or paper- with a 50
i . bis-(triazinylamino)-stilbene derivative claimed in Claim 21 or 23.
25. Natural or regenerated. cellulosic fibres, natural or synthetic polyamide or
B po]vurr“hane fibres or paper brightencd wich a bis-{triazinylamino)-stilbene derivative
E claimed in'Claim 21 or 23.

A 55 26. Each of the b1s-(tn“amy"ammo,-smbm= derivative end products referred to 55
: in Examples 5 to 84. i

27. A brightening process which comprises brightening natural or regenerated .
cellulosic fibres, natural or synthatc po‘xamlae of polyurethane fibres or paper with a
bis-(triazinylamino)-stilbene derivative claimed in Claim 26.-
€0 28. Natwural or regenerated cellulosic fibres, natural or synthetic polyamxde or 60

polyurethane fibres or paper brightened with a bis-(triazinylamino)-stilbene derivative
claimed in Claim 26.
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