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!EP 0 346 7131B1 Description.This invention discloses novel

ul t ravi ol et absor bi ng N, N -di aryl benzam di nes useful for protecting
material s against the degradative effects of ultraviolet light. 5
Various pol ymers, plastics, resins, CISMIBEL dyes, pigments, lacquers,
varni shes, textiles, etc., which are subject to photodegradati on by
UV-radl at i oﬁosqupﬁone pr ot ect ed by-incorporating therein suitable UV-Ight

absorb Ing a ents Whl ch wi II absorb the harnful rays and convert them.to
relatively harfie ta%@”-&'ﬁ'@'ﬂ?‘?"&@'ﬂ'{'%ésﬂ"{'f@'rﬂmmﬂg
ageMt nust a!!?%*rtbe‘l' H‘!""%Y“PF’E%‘ jayiolet light.y o uItrav Iet or n f the sun's
rays whi &h re; EW“PH ﬁ'??f’t‘“r s' 'H%P"?'g‘ﬁ -Whichgge,
agent shoul Ed armful vm fs Hightapsatty o
In the medi Q#j:ﬂ éul VI Q’B %&?rw;
non-toxi c, rQWet\éQ é ¥hou E&J d /vadiation,
benzam dronesomda ! M. mn% w cH i@ ﬁmem bty be non-toxic,

UV- absor pt i ggrnthil satie, Bndihaedibly vofabifly. l\/bnat shef t e fOr em e, 100 1307-9
(1969) . These Aspsusginteabprumititesttiamel N-mofo-gritbubtiritécbelaamitines mmbrrw-iua&mbh data

ri ng. From ad&ndvv-(sbaiMonaishaftd fxhemie)1100,1807-%(1 859 Mhede kiown Somiaids différtin tiacuré®y!| d
not expect ttieastidphesyl Hay. FlomitiecU\Vdahrdscioshidirethe chfepant @it io @obri titat enerwobild nbtasxmactihy
commer ci @l  sibsttited bepemmitlinasdisciosad thmpinitd hmve dipcdmenesial wility assunsceeer aggrite. Telivetieciveng
agent shoul dligtabsesbiadrgynt Bhoyid preforably haye centinvious highisbagrlivity over the 13049289 9400 naname-
280 to 400 Memakamthe uiiravialet portiqn of the gya's tayg which regrheqartp igute 4 9f the referqace sshpwe.anabsorp-
whi ch reac hﬁ@a’r“f"ﬁ which j8gaid tojbe ypicalifer thefsgpsed &“Wah‘?“’&b‘&d@ Thig Figyre tea¢hes.
whi ch is’ sa 'F H?WP“"L"F]@‘HPQE"PWQ@ )and, f°’"""‘°“y"
benzani nel P“f"ﬁ'é’

drops off r Zgr .%%ﬁ% °ﬁfa agsg‘r%e f"?‘b apf’fa:#a °‘r°8 TGH
benzam di ne,
Cbosent fon and R ok e o -diérgnggﬁrrregg@ww
nanorrete S woul d appear to neke the discl osed nono-substituted com pounds
Ineffectlve as commer-ci al sup\gcreen agents. In accordance with the present
I nventi-on, there are prova ded N, N -di aryi benzam di nes of the fornula 25 A
s 0T _Nl*—._NC 30m-|o \o'-...

B S 111 35 T | . wherein Al
and A2 nmy be the same or dl}#erent «and are setected fromthe group
consisting of acid, ester, am de cl/yémo an\\j aryl radicals, and A3 is

sel ected -fromthe group con5|stA| ng|_of|| hydrogen hydf oxy, cyano, nitro,

hal ogen, 40 ether, acid, ester, ad de, phenyl and al kyl radicals. The .
benzam di nes of th| S invention are\\oért i cularly val uabl e: I nasnuch as t hey
absorb r#diation in both the U/-A and W-B regions and are particularly
effective In the range of 280 to 375 nanorreters " They are stable to '
phot odegr ad¥f ‘T 'h an & errra 0 are col orl ess ne%dex o
col orl ess af %§ rﬁ " \qﬁch eogﬁa'xgg V\,ﬁ ;‘j; A
valiuabl el ngg & ere’ ' co or cod’f°8 45

be a pr obl ef m ﬁiU SJ?Izﬁrﬁdi e@ oﬁ @iﬁ\ren %l% hﬁi&ﬂaﬂ}-mb@ fngsrﬁl.ﬁ:ﬁ hﬂ@%&o%ﬁﬂb% KotPtrie
pol ar sol venyg.a afd' OB fehioRPdnd @R Phrticifidrly 8fdttive i (RORhGHIR PV to 378 Wendmatdrs| THEP are WiabIS N
nmakes them pajhblofdgteition antthdth Idegrhdat@pn{ey @Rl doloRéss BRIy ulbriassCud e lcbrizervatibnéy -
dr 0- al cohol ussdSaict riakes ShemPpeSifubaily véaibble indetrding pHo®deyrddiation @ thdsk eases\¢hetertdiizaiild d
above, td&e boaedbldogsicnss itdeacsastids. Thiy sge rbsistamttb attack Hypolar sbientsf icinasivathbidl, Bthanal,
isopropanol, and the like, which makes them particutarly valuable in applications based on alcohotic and hy-
dro-alcoholic solutions, suspensions, emulsions and the like.
As indicated above, the novel benzamidines of this invention have the formula
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]EPO 346 713 Bl : L % 6~~~~~~~~~~~~ A-.e % 6 | 11 .
i-N =C- NH-*5 o : L/ 1
[ | * ~ o~ o~~~k * *AA-I- I ¥ _
- 10 wherein Al and A2 may be the s&RP¥F7F®% erent and are selected from
the group consisting of acid, ester, anide, nitrile is and aryl radicals,
and A3 Is selected fromthe group consisting of hydrogen, cyano, nitro,

hal ogen, ether, aid, esterz afride, phenyl and al kyl radicals. Wile Al and
A2 cah be any sui tabl e el e’bf‘?onlvmthdravm ng, group, t hose conpounds wherein
Al and A2 are acid, ester, awi de.nGCyano weee ar radi cal s are the nore
readi |y 8vail able. Pref erred Wr/e corrrbounds| V\/ﬂél’él n AL dnd A2 are sel ected
fromthe group consisting of -'COCRi \CC]\JngR;I -CN and -COH. The nature of
R1 and 20 R2 has very little |nfl u-ence on tehe UV-absorbing properties of
t he benzam dine | and may be hyd‘rcrgb‘n br any suitable alkyl, aryl or

ar al kyl ?roup The nore readily aval\,l gbl e esters and am des wherein Rl or
R2 is a lower alkyl group of fromone to ten carbon atons are preferred

wi th nmethyl” and et hyl being especlaily preferred. The nost preferred
conpounds awgrerdinose wherein Al and A2 are nmethyl or ethyl ester groups.
VWhi-l e Al ang ahd A7vhay bl the lsdiie ¢t diferedtiandlird Sefisc@titrom thé group cprisiingrol &M, éster, @MIee, ntdle
and A2 bs t el esyhregicdls; andA? hymelected fionithe graupcioraiptingohhydrofensoysariolwited, Balogin @thamdadl; ©
of A3 does %mawgy;vd::&maggarlge |¥r;r;hl uence on the Wa%:;gﬁbtldngail "
properties an & iy besany sufigbleelegtron 25 Compoun n Atand A2 are
hal ogen, a Agid pRer@mide cyanpor anylfadicals are thamage Y @@ able. Preferred grecrempqyndsywhprein Al
radi cal , ananiA2gre splaciedfrom the greypesonsisting of TFRORIGLENRIES d‘F’]’ a?dlﬁlTéﬁP%‘“’SP%ﬁ'taPﬁ

msimltre_,r g:g aE’%ﬂ; g’aww%ﬁ:g Re e %‘@ﬁﬁf" °{) W %;%

30 and eth ?;Wéa'%yﬁ U m m me ’ﬁe o9 ?c '?ff"?dr om
\me to te“ Car ‘ﬂé‘maa ﬁ%%h:ﬂ Yirfelefte, u 81%9‘\2 @%ncny
erein group con dro en and

nunber o ”Et f-m ﬁa &‘ﬁ@d&d& nBt*L%pé&F fo na@h |£’r6e ﬂﬁﬁﬂée%q ﬂeWbmgeperQﬁe@Q\\ﬁ%ay be
N, N -draryl Pc?y%&i&me@bﬂﬁ% Oy HE:fai@ " haloBSrE A hitr® GrodpP&ifethdr, fan 84, HR leSter ar-amide,
Hont z, E. C. pidAd RRical, da'alk lor d. The\idre rehdify avhidbia sdeGH\atgﬁaﬁld?&mode%erein New -
York, 383 (#&Séietled frémiRe gdﬂﬁd&hsisﬂﬁb dP-H; KO, kerr -CN.ECBis, al groliiof ond to fivbi&iBon Stofs |,
793 ( 193%) landdther radicals bithe yps OB Wheraih Risznlatiyl goops froms & (o terbaattion gtods) Especibliyghe-
carryi ng t hterrad seithssei benzamidindsl whareinn* $s dbexed frérn thia rloupckensisting of hydgpgenand methoxy.
substi tuent A3 numbercbmatiads nown inctherary¢an ha dagted tenrepgie iy noveb Nbi-dierplbenzeridings of3

wi t h-an ani thi gegseptin eplfpee B3 Howta EC. Wagner, Ore: Sime @lhydtiﬁéomwl&n&ws- o
obt ai ned wi np- MevwYerl ﬁ)r $ Pd'esnbd‘f% 'aﬂgjkﬂ' rTé Wh%"!fbéiqhﬁne?% 798.(1930hene
bel ow se¥s f OITP?]‘;(E‘;;B ha Ig’é ﬁ?mﬂ‘fﬁﬁtsatb :Pdh;i M‘"ﬁ g‘etpﬁﬁ%:‘%‘:t Aol anricxﬁ?i:?:'a:‘ra;::;"
Formla l, V\&Pé?:-ggbstﬂuent 12 and reacting t amldgf:so tained wlt a further anlli e carrying the p-substituent At.
Scheme | below sets forth a convenient method for preparing those compounds of formula | wherein A2 is
v identical to A.
~4 0 . .
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&EP 0 346 713 Bl SCHEME | CCl. 5

A-. * |- ) (- ; a* * *4A0OH s +.
. 10 . - J . -*  * 10~~~ 151 Il a*
“N. . C-NH.-* \/ ~I 1 FRoseTi3Bd 0 0 -A. .HC
base 20 > .. . 25 1In this process,

It is preferred to react about two SuHEME @f the appropriate substituted
aniline If with each nole of the appropriate substituted benzotrichlorlde
11" Used. In the preferred process of this Invention the reac- 30 tents 11
and‘TTI above, are heated to reflux In an%fematic sol vent such as tol uene
or xylené for about twelve o twenty- fourlhours The reaction mxture is

t hen cool ed to about Ctiixihk hydrochlorhﬂa salt 1 precipitates and can be
removed by sinple flltrafuon I'n thos ﬁnces wher eith t he hydrochl ori de
salt Itself Is preferred as theuﬁyabsorb ngeagent, |t~caM be used as such.

I n nost J,nstances, howeverM It is prefermed to use the benzani dl ne per se
and the benzani di ne may be Piberated by treating the hydrochl oride salt-
with dilute base. 35 The use of a sqljyent Is not essential. The
reaction may be carried out In the absence of solvent. The addition of an
aromatic solvent to fhe rgaction m xture doesy however, facilitate contro
of the ewot herm c copdengati on and Is general|y preferred. The use of
refluxi ng xyl ene for ﬂhf? reaction Is espeC|a |y preferred. Those conpounds
of formula I whereinf Al Js gt th e,&p may be conveniently prepared,
as illus- trated In ScheNE/II 40 4 50 55 A EP 0 346 713 51 SCHEME Il 5
* of/.\ 11'11" .}* *-C X . »HOY base -
il . .”\. N/ >
A -1- ] ' ' .

N7/

In this process, it is preferred fo veact about two moles of the appropriate substituted aniline Il with each
mole of the appropriate substituted benzotrichloride Il used. in the preferred process of this invention the reac-
30 tants Il and lll above, are heated to reflux in an aromatic solvent such as toluens or xylene for about twelve to
twenty-four hours. The reaction mixture is then cooled to about 0°C. The hydrochloride salt I precipitates and
can be removed by simple filtration. In those instances wherein the hydrochloride salt itself is preferred as the
UV-absorbing agent, it can be used as such. in most instances, however, it is preferred to use the benzamidine

per se and the benzamidine may be liberated by treating the hydrochloride salt with dilute base. ,

35 The use of a solvent is not essential. The reaction may be carried out in the absence of solvent. The addition -
- of an aromatic solvent to the reaction mixture does, however, facilitate contro! of the exothermic condensation

and is generally preferred. The use of refiuxing xylene for this reaction is especially preferred.

Those compounds of formula [ wherein A is not the same as A2 may be conveniently prepared, as fllus-

P trated in Scheme Il
St 40

hld

55
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VI | 26 AA_. . * - FNaC- NH-- 30 % / o
6' 11 2 s * * * SCHEME 1T 3. A 35 As
shown .In Schene 11, the appropriate aniline, V, Is reacted with the

appropriate benzoyl halide, 1V, In approximately equlnolar ratios to form

t he benzhmi de derivative, VI. This benzami de derivative, VI, |s subse: 40
-quentiy condensed with second and dif%ﬁgent aniline, Vii, In the presence

of an activating agefts, su@hxas PCIa,mP or the Like.t 9 provide the

hydrochl ori de salt &f-lt" The hydrochl orlidefisalt is usually converted to |
during the basic mnrkdglpﬁocedure Typlﬁgl'ﬁrocedures are provided in the
exanples O course, the nmethod of Sche could al so be used to prepare
t hose benzam di nes wherein Al and A2 are identical, sinply by using the
sane aniline for both sf%ps i.e., Vand'Vil would be the same. In this
case, 45 steps | and 2 may be run concurrently by allow ng approxi mately
two nol es of the aniline, V, to react with one nole of the -benzoyl halide,
IV, in the presence of tb jﬁf g agent. ‘Aft&rnatively, the acid
precursor of 1V may be,use chnH o case the,ge oyi halide Is fornmed In
situ.. The met hods of @r r&tion,! whil ch are noti crii ti cal—e~t4ti s i nvention
are further Illustrated |n/fhe e%@in@S providég rerein. Table I lists the
strgng @traviol et-absorbieng propesties of several Rgpzan di nes prepared by
ei ther Schenme 50 | or Schenme II. The absorptions were determ ned by

di ssol ving the conpounds In iygopropanol and recopdi ng the spectrumon an
ul traviol et spectrophotoneter. Table | lists the wavel ength of maxi mum
absorptign (A max), the intensity of this absorption as nolar extifction
coefficient (s max), and,the X range where 8 = 5,000 or gre- ater. Also,
given in Table |, arexsth#@\W characteristics-of two hydr ochl ori de salts.

[ The benzan1|dnes of‘tﬁ? Inventlon h% e a basic nitrogen and can be
converted into salts of, ehg.lurmmﬁl a st e.g. into their hydrohalide 55
salts, is desirable, fomitertalm applti catiens. It is also possible to
isolate t he hydrochloridé salt Tronlvge T™dacti on medi um since in both
Schene | and Schene 11, -as ﬁl#%ﬁﬁsed \béve the hydrochloride salt Is
forned as a reac- tion interfdi dte which nust be treated mnth base t.o
jprOV|de the benzam di ne per Sé“L°5

" As shown in Scheme I, the appropriate aniline, V, is reacted with the appropriate benzoyl halide, IV, in
; approximately equimolar ratios to form the benzamide derivative, VI. This benzamide derivative, VI, is subse-
Nt 40  quently condensed with a second and different aniline, Vii, in the presence of an activating agent, such as PCls,
POCI,, or the like,to provide the hydrochioride sait of {. The hydrochloride salt is usually converted to | during

the basic workup procedure. Typical procedures are provided in the examples.
Of course, the method of Scheme Il could also be used to prepare those benzamidines wherein At and A2
are identical, simply by using the same aniline for both steps, i.e., V and VIl would be the same. In this case,
4 steps 1 and 2 may be run concurrently by allowing approximately two moles of the aniline, V, to react with one
mole of the benzoyl halide, 1V, in the presence of the activating agent. Alternatively, the acid precursor of IV
may be used, in which case the benzoyi halide is formed in situ. The methods of preparation, which are not

critical to this invention, are further illustrated in the examples provided herein.
Table 1 lists the strong ultraviolet-absorbing properties of several benzamidines prepared by either Scheme
s0 lor Scheme Il. The absorptions were determined by dissolving the compounds in isopropanol and recording
the spectrum on an ultraviolet spectrop-"-otometer Table 1 lists the wavelength of maximum absorption (A max),
the intensity of this absorpuon as molar extinction coefficient (s max), and the X range where ¢ = 5,000 or gre-
~ ater. Also, given in Table |, are the UV charactenstlcs of two hydrochloride salts. [The benzamidines of this
invention have a basic nitrogen and can be converted into salts of, e.g. mineral acids, e.qg. into their hydrohalide
55  salts, if desirable, for certain applications. It is also possible to isolate the hydrochloride salt from the reaction
medium since in both Scheme | and Scheme i, as discussed above, the hydrochloride salt is formed as a reac-

tion intermediate which must be treated with base to provide the benzamidine per se.]




1EP O 346 713 Bl TABLE | | - A Range* .8 Entry

&

A max (nm Schene Conpound _ (nm E nmax
- E>5,000 . | NN - bi s(4- met hoxy- 318 27,800 280- 374 10
car bonyl phenyl benzam di ne 2 I EPI\?W"& S(4- et hoxy- 320
26,300 280- 373 car bonyl phenyl benzam di ne 3 I
N, N -bis(4-[2-ethyl hexyl]- ~~ 320 23,000 280- 375 15
oxycar bonyl phenyl ) benzam dine 4 | N, N - bi s(4-n-octylcar banyl - 296
21,800 280- 368 phenyl )benzanidinpg® 1 5 || A Range*
N-’(\ﬂ-é bi pheny - (4-ethoxy- 288 26,400 280y Jfak ‘(nm)
car bonyl5phen§)P Bénzanmidine 6 I N, N - bi s(4- eghoi(ycgégonyl 350665
31, 300 280- Sebems GemPPund et hexybenzam di-ne 2 7 I !
N, N - bi s(4 et-hoxycar bonyl - 322 26,200 280-.370
phenyl)-4 NOX benzlﬁrq.q&,gg(ﬁ.megﬂoxy_N N - bi s(43£8hcn<y,(m0bony280 374302

27, 600 28 phen nza e 9

N, N - bi & 4- et hoxycartﬁ"rﬁﬁ ’?&9% ol g 3 80-37
phenyl) - 4- phenyl benzammrmipésm—ethoxy-N N - bi s(4. é ho§<§fc3ar°bony? %02
25, 000 280- 350 35 carbonylphenﬂwa)ih)mﬂantd orobenzam dine 11 11

N, N - bi s(4-et hox car - 3pH_ 13- 2803368 23,000 280-375
phenyl ) -g- chi%ro enzg’% bi’sﬁ P Ie&‘é iZQNQYba - et hoxycar bonyl - 318
4, 72 p

24,000  280-372 he‘PPWSa’-’A?P&N Bhemdd "Zi

N, N - bi s(4 etproxycar bwm1-—bis(48ﬂ50ctw.c§gbamyl'2802§§9 21,800  280-368 -

phenyl) - 4- net hyl benz za,hj_dmel\l N - bi s(4- et hoxycar bonyl - 322

24, 500 280- 376 ph 1 henza 15gg! | 26,400  280-378

N, N - bi 9% 4- et%oxﬂ@arbﬁ ’bipt"e%ity “g’esq?ogm&ﬂg'ao 378

phews ) - 4 n|trobenzancdrb@ﬂ@hen_y_h’bqn“mﬂf"ﬁ\? bi s( 4- et hox car bon 320
27, 000 280 37QIphengm9bxg:(aneam¢mbh;xmoch| @r1|3de3}73 355

"N, N - bi s(4 et hoxycar 2?5 Z’B}I 2-n8 ho,ga,egggmdia&o 367
I n 37/(

phenyl) - 4-ni trobenza lorid e gth he 280nm
are inclfided.76 I EPNeN} %3' %Emﬂﬁ %ngﬁe bgr?zz)aémm?gnggélset S2fsgr tgzsl n.

Table | can be char acphenzbu-wetthe*ﬂ%zgﬂiﬁb%%rpt|V| ty and the broad

8 II N N'—bis(4-ephoxycarhonyl— 302 27,600 280-371
phenyl)-4-cyahobenzam}diné : _
* 9“ II N,N'-bis(4-ethoxyéarb$ny1r 292 28,800 280-385
phenyl)-4-pheny1benzamidine — : _
10 I  N,N'-bis(4-ethoxycarbonyl- 302 25,000  280-350:
35 ' phenyl)-2-chlorobenzamidine N
11 II  N,N'=bis(4-ethoxycarbonyl- 300 24,200 280-368
phenyl)-3-chlorobenzamidine .
L 12 II N,N'-bis(4-ethoxycarbonyl- 318 24,000 280-372
i “0 phenyl)-4-chlorobenzamidine :
13 II N,N'—bis(d-ethoxycarbonyl— 315 19,100 280-369
phenyl)-4—methy1benzamidine
14 TII  N,N'-bis(4-ethoxycarbonyl- 322 24,500  280-376
“ phenyl)-4—t-butylbenzamidine
15 1II N,N'-bis(4-ethoxycarbony1- 304 36,200 280-378
phenyl)-4-nitrobenzamidine _
50 16 T N,N'-bis(4fethoxycarbony1f 320 27,000 280-~376
phenYl)-benzémiQine_pydrochloride
17 II  N,N'-bis(4-ethoxycarbonyl- 302 32,300 280-367

phenyl)-4—nitrobenzamidine hydrochloride
55 xonly wavelengths above 280nm are included.



1ange oyer which the absorptrvrty is effectlve H gh absorption over a

br oad range ‘I's an especially desi rabl e property of a commerci al

UV-screeni ng agent since, In practi often difficult to determ ne.
t he wavel ength which will be nost d%?@tséﬂ%%g to the material to be
protected. The benzami di nes of Table | also show excellent 6 resi stance
t o phot ocheni A¥of tasbpnzamidines pet frely ﬂmﬂ%imbeméymmﬂ abpasptivityang) the broad
prot ected ff’dﬁﬁ‘t’ﬂ’e‘”’t‘F&Mﬁ'&?“@f’Wé’cﬂ“gc Pﬁ;?"ﬂﬂ'yd”"ab'e

I nt (O (rjra?e?’/: gr':g' g@ﬁ?ﬁ'ﬁ?‘mﬂwggg ’?’?Ff"i%h? Blrﬁgr{eé%y al?l%l alsemlw :ggp‘:%;

admi xed i Qﬁ Q,t of t ,

e harmful in i
material s. L.sm.f ot @t kil ﬁi;tv a@ra?arﬁ.ré’s@ﬁw ENsansitvs
whi ch' i ay OfiGidiials. ‘?heg' ye§|8.- terlals lnoorpor-
UV-sensi ti V@uoH%oeJlals reCéh&d% &a R, aRiWﬁi&%a?@cJuHﬁmefaﬁh%n
coating i th aviehdiié ﬁktemrtta.aaréu BGrdideRad Woin Biehar@il Rgs mam&art.

of this |nvaeUveednng agint mdwmbdamarsnamatnedm&mmaﬁm |mrsoratat IiR6 BUCRAE fo photifet

f rom UV- r ad bk fromUv-radiatibin @cifiqofpormte@ thtol peistic contaifédrs & canteirietdontingSwitdh mmtvatdmct
rcoat i ngs whihe lkontdnisiof siel coptainers fronothe barmiunesfects ot Whabdlatiod. such cont ai ners from

the harnful eftheeffestiveamdynts piscibening egent ibtassary foregtti applicatinmwavidbe dependentorthiatappii-

agent netses seipyanddeterainable EDQEQSP ghillet! o theyars Foriment anpligations) @ prefogyad ranastof Qs percent;

cation and v PWW@“H} FioQTtaarPent ta d wi peraenbeing qspecially prefgstef. Howper. ingpecishs

a preferr edf° higher,gpn E"@ﬁf‘“t"&e"&d \ﬁ[“° edigh as §‘”E't°f°€'ét"la¥ “W'ﬁ‘r“"‘
0.05 wt per8 \RIte %@P‘f‘? ’E‘ erred Ho _
speci al fo | %jﬁﬁ %mu %m tin eermne in pen- |
QL’Q’%?.SC bl Ll s re&yﬁ'e’o‘?g” S #ﬁf g&g

expl anatron Q'fiﬁ'r‘ﬁ'"n' o angware 'F)&t dﬁgo as&lﬁ atlons and not

limtati onsEefm rehe shiei8 § Prephration 8f N,AXESIL RckydartoRyi nrwnb&zanahé b (de BBk r)t S were
det er m ngd r'n—tg'p'e'n

- ended capill-ary tubes and are not corrected; 60
1HNVR chem gal,n-i4-étfoxgtaBorlyDRéhii)eAkafhiain® hjdrdchlordde o) | Nt er nal
tetranet hyl-silane (TM5) on the w scale; and | R-absorptions are.reported In
reci procal cerba steie@ suspenkisredipthyt 4-bminobisavawe®t165.0 g AL0mmiy) in ikylena (486 mL) was added oo,
N, N - Bi s( 4- eithiaotgigsme (100.7 b:-Qrizawvie).)Themixtira viis aiowe@ to(reflefot t8b) thenWas cidiedsn 0°C and
N, N - Bi s¢4- titered XThe aesbitant dresipitate Washisshediviithlicercoldiptene (2kT0aL). deisuratadbwith ot tolueneiand ed
suspensi on dfedda fipld thejsalt (A9 8a:t 38 hbatwhite argRal) o; 1.0 nole) In x%ll ene (465 nl)
was added amaal4-&315E1. hiH-IR(CDERES.Q-a. 9. tAHY 4. 384 b J i), 1.4 1408, i ARl IRICHEle 1715,
al lowed to NE9PMFmieh418 (MHICT 2R26bagels cool ed to OC and 30 : filtered. The .

resultant preci pitate wa cold xylenp (2x70 L), triturated

wi th hot? toPM@ a‘n‘dh%’f"f"zﬁ"yt"B"%g%qzﬁ'"'plﬁ%%salt (89.8g; 39. 7% as white

crystal s: 215 0 J=
Hz), 1.4 ( aga 100 Kiﬁl%f g%@iﬁ%ﬂj:&%z
(base) . 35 . 5 éw& eirRei élﬁao- o

(c

prapar ed”as 5903MY (n84 m xt ure of
| ce-wat er 500 con cent rat anm)nl um hydr oxi de ( , and t ol uene
(100 n). Af lzl tsarerneg Rr6fdratidnydf RO -BB@-e&biyairﬁkﬁlylbﬁiﬁyl)bﬁth&ﬁiﬂﬂdhﬂ@s (37.1 g;

75.3% as a pale-yellow solid: np 170-172C. 1H NMVR (CDC13) 8.0-7.0 (m 14H),
4.2 (q, 4H, 40N Bistd-dilidzycarbinyPheniijbhifrobdnzamBiire hydrdcRlorfde}4@l 1) 3330, 1700, 1590;
M5 (m e)4416 (mi), 105 (base). Exanple 2 - Scheme II: Preparation of

N, N' - Bi s(4- et Hoxy calirrésh sydopisiony¢f) ethyl n4-Ndbeitobarroyll-amino bénzoate (29.8g; 0.10 mole) in

N, N- Bi s( 4- etlipiiogretians/d9d mitwas pdded shopghorus psaebleride (2R.20; Ry timele) i smell epetions; Fhe raes- To
a stirred s%‘%‘ g HFF ‘ﬂ?‘”ﬁﬂt“h “’ﬂ4°"l§1‘ %M‘E’?"Eﬂ?é‘ﬁ??ﬁ/ﬁ? 591191195“‘51?1’?2@19{‘5" 29‘3 i
0.10 m)l e)

?‘@ &QE‘H“&M“ -
(22.2g9; . 1!'“@1 °’( ° 'F?‘b‘ﬂ ‘Zq"afe q “‘°‘t' '%YP’l
reflux for T°’ﬂ"t§ﬁih 0 °t 14 n
re

smal | portigh §_~7 o or : bom

t enper at ure overnr g Hten quenc e t:{?( c‘? vvater (300 nt) and
neut r al |5;edbmﬁtb,sq@_g@,ggy,@;,ﬁ,gﬁe oygpzmggé)xg de. The organic |ayerwas con-
centrated to an orange nass, V\/nlch Nvas triturated with hot tol uene,

- filtered, and 16 bdhGreparedassih slartm 09fWis dis8dhid in wdbm AikdhardB(26H) Withivigdldiid strring IThél -

. np 238- 2422&|ucrbhd§mu6®&ﬁ9%§hm&r&aﬁd.@&nmr pyliditrd, therflwag chdld afdtilterhd. 7 Jesutthmt Prel T ,
- 6h, J=7Hz); IR (Nujol) 1725, 1550; M5 (nje) 461 (Kr, HCQ, 36 (base).



i:ts b., N, N*- Bi s. (4-ethoxycarbonyl phenyl)-4-nitrobenzani dine, 15. The salt
repared as in part a (1.0 g) was dissolved in warm net hanol (20m) with
vigorous stirring. The solution was brought to pH 8 by dropw se addition of
pyridine, then was cooled and filter@M34¢ABBlesul tant pre- 7 EP 0 346 -
713 Bl cipitate was washed with nethanol and dried to yield the benzam di ne
(0.89; 87. 0%pitAcwasatasiad vith ysthadobanddPed26 vield the GenzhrhidiNd{8.80,@PGb4) hs Felldw cryslaid: mp
13H), 4. 3( 0,202:245°C] tH-NKIR (CDCIQ 8(1¢7,0 (BHI3H) 4 Bkde JH, JERiz), MBJ06, JSG) IR (NGb) 33006800,
159{3 M5 ( ri1ego, 7690; NSWmYe) 40DW*)(29A¢ee). 5 Exanple 3 - Schene |1: Preparation
of p“N Bi s et hoxycar bonyi - phenyi ) - 2- net hoxybenzam dine. 6. To a stirred.
sol ut i on %of M_ Ag;N"i“ﬁbPWB?(?‘!Q@:PﬁWﬂsﬁrﬁﬂT?&cB@mU&P@‘)'@T@“@ybemmﬂmﬁﬁt e) in

di chl or onet hane (150 vvas adde hosphor us pent atiitiorl de 1 4~ 9\0

0. 053 ol e) | nrod s : s Prg hg thane
m xture was A uﬁ‘scﬁ’"'i %%mé e asa edi:
ol e) Wa? ady oS ndth tlon 3% o el Thereaction
tostiratrefl pou W ufral Zﬁ%ﬁ\ﬁg r.ﬁIe
was poured iy ﬁic B&{ce ||o@ d, Whidh 3 \)Mh 3t ety Ftbr ewar
ammoni um hyg omf(ﬂé}ﬂ'lﬁc ﬁtlo%&n%@;ﬂ&ﬁ Vo @id HeRzamidig (1504

whi ch was: t Rybvke mw1 1 oW, 1 mmdaﬁ@eé(m:w4@qehﬂaamrzmsl(m>tmasrehd
a white gol l-dHi)?Nt)lujolfksm yedopses: M8 (riveyasd (veyrek masy).opanol gave the

benzam dine (1 5.6g; 68.9%) as white crystals: np 163-164C. 1H NVR (CDCl 3)
7.9-6.6 (m Esdple 4+ S2hdnm, It Prepatation aHNz(i-BipBeni)N-$4-Bldxy-cathoBylftenylbhnzdmidife, 5= 7Hz) ;

I R (Nujol) 3370 1700, 1585;M5.(me) 446 (M+) 282 (base). Exanple 4 -
Schene | 1: arsmw@nluﬁm of ethyl 4-(N-benzoyl)aminobenzoate (13.5g; 0.05 mole) in chloroform (150 mL) was
N- (4-,Bi pHenyd Npmplvtwms}tﬂ@&ﬁ%hww@ﬁﬁ hiegmalhrortions Theyeaction mixtyrewap allgwed to
sol %E/I on of “%": 1“‘4“(91\)1’ &‘g ?3“95‘"%“5‘5"‘1'?5? °'F‘W‘"°m"°f'
chl orof orm

ITD| e) | n s TgFﬂi ilte g“@mﬁ’w || d.FB h
after whj ch F%é% cHg “y @E‘ﬁgﬁ@ '%dglzt( 5113
"refrT uxe to ce-

The mxture vva hen pour‘e (1 501L) and

neu”a"zed?éj(nﬁpﬂs%ﬂﬁﬁéﬂ E'Qnoﬂ ﬁ'%@%&?«%ﬁﬁpm SRR }a Pﬁéei was

filtered an ntrate 0 a yellow so Recrystail'l zat rom tol uene

yi el ded the b&hpsphéradl blﬂﬁldgﬁé O%Gn SYobs @&e@@rhﬁwéé%*%@ Ec\fﬁkﬁ-hﬁ-m%benzoic
155 158G L, 020 e (o 90 )t 8b°G Thérreddiién wes Jefidred for
(t,3H J = ; thenfjué \am 30% nﬂl@%xudbl-'iﬁﬁorg% phd¥t Qs thetDsepiihited, 260led(dRd6ie) -
Exbanpl e 5 %hﬁﬁ&rdcb&aﬁﬂﬁ&ﬂéﬂl&édfﬁﬂtﬂﬁen%o%ld {hb Senzamidine (489, 43%) as a pale yellow solid: mp -

( 4- et hoxy candmiyap1eNMR)CHCIH M0 X/ a1, 8278115, 5H) 142294037 (RIAHE PASIOUS, 1OKY (RUCHICI;)HI 10,
(78.8g, .p. 3699016401605, waeuewmms@emmsmm ed sol ution of . '

4- met hox$pbenzoi ¢ 30 acid (40 ’% 26 nol ), benzocal ne (82.4g,i0LS nol) ann!
tol uene (50Emample &xtPreperationpheadd iansth. N'sfiaryipeazamidines sepertefl iy Tablg . hr s . t hen
quenched w th 30% SOdI um hydf oxi de: -The or an| C ase was t hen separ at ed,

cool ed and t he* P‘ 'ﬁ'ﬂeﬁ%’r@"ﬂzﬂl‘,‘*’ hY"ﬁ WY'&MWME%"I&%

t ha_penzani di o _ [ R m
'3 X 1%F ‘HN COY' 8 L gtim. 14k
() T3 ) .:sg.,,:gé : y page ot i
(CHCAl) 1710, | r§"’ 3?&‘)&1 335
Exanpl e 6- Pr%wz w% (p.fao (&aa(a 0, H10) 1d°¢§m arbwm stqsaseyepo e
Table |. a. NNy srbwian.%exh) Heparod ot 4laino MRS odditBRAMRE
from net gyl -aaarw laen% eYerowoft-tHINMRITCOEID) 7 QLeEREiaH) 8l2qbrY 28| JAVEHz), 3.3

crystals: np J(&Qr4i=| .829&), 1Iﬂ=bMﬂ%o(-|ﬁiin9¢|3)&4ﬁb 1640, 1(':90 mwe)s%zmﬁ 336ithse). 40

| R (CDCl 3) 3330N,N1Bis3-ethbkySarbonlibheqyi-decyandBéhz4niltine (8)2na8 preféidiom ekhyl 4-[N-(4-cyanoben-
N, N' - Bi s[ 4- ( 2-zeyijrahinebeyionte xphosphiros pdnialitonide, iabd sty Aadlinokeniodle; patesyeiovedd patadsci mp
from 2- et hyi he2e§R134C.AFHNMR(DMSDIE) . 7.4l 3ER4.2(qatHt J 5 7Hz . H(1L8H, & F BldnER (CHOLEAIE
gol d oil % -H NS (0 I/ 491 M'B27T7thasedH) , 4.1 (d,4H, J = 4Hz), 1.9-0.8
(m30H); IR (Neé!tW'BBGS@%YFi'BO"Y'BmﬂMWB" Whenza ”5‘849)("1915 P"GB‘JIS’ S'é))' 4-Ind-(4-phenyl-
N, N - Bi s(4-n- &ewv'&am FFePEPF 28ﬁ'|"?ﬂdﬁ-e“l_g £l foam ;mb@;lrli ® cpaleryglipw solid: mp
4-ami no- N-n- ocp ?Pe‘?rzﬂ'r‘ﬂ 95'3)8 's%ﬂﬂd‘aﬁ)"ézéq”f ? ERHEr 3 G8TIHE): PR (CHC4P

oll: "H 5'?' MR ( (ZM ?g e)%gﬁﬁhem lorobzenéamrdme (‘aﬁ'ﬁvas preparedl_%grﬁ eﬂ?yl iaminobenzoahe

and a,a.a,2-tetrachlorotoluene; tan solid: mp 98-108°C. *H-NMR (CDCly) 8.3-6.4 (m,13H), 4.2 (q,4H, J =
7Hz); 1.3 {t,6H, J = 7Hz); IR (CHCI,) 3360, 1695, 1600, 1580; MS (m/e) 450, 452 (M), 286 (base).
g. N,N'-Bis(4-ethoxycarbonylphenyl)-3-chlorobenzamidine (11) was prepared from ethyl 4-[N-(3-



.’-‘(br q,4H, J*= 6Hz), 1.7-0.7 (m30H) R (CHCI 3) 3430, 1640, 1590; Ms (nle)
‘582 (MW, 335 (base). d.- ‘ '

N, N - Bi s(4- et hoxycarbonyl phenyl) - 4- ggg3RedRega™ dine (8) was prepared from
ethyl 4-[N-(4-cyanoben--zoyl)]-am no enzoate phosphor us pent achl ori de, and
ethyl 4-am nobenzoate %al e-yel | ow cimystal NIVR DIVBO d6)
8174(m13 y p e.adet ';09

so 1705, gg%go 4% (m,é "t%(&‘é ) =75|z). H, J=rHz); ,)3330

N, N - Bbs(4- et o epar,e

N P P NM%&@M Egyghen i be gé cﬁﬁg}@éﬁp 8@ si

ethyl 4- b NORENZPA|A5¢) 1sna34 ﬁﬂg% ”§’z
8.0-6.9 (m 18i50, sbaawwddowsﬁ.’ 452M 4
1700, 1590; Mg NNrof)4-shidrychhbnyiph {reMfBenzantidne (13) was prepared from ethyl 4N-{4-toluyl}

N, N - Bi s(4-et Iammymidaamrbsﬂn&nywc%nealam sadiidbdnzoste; (paleyelloR Sold] H246280° ?:r om
et hyl 4-mani noe-NMBRACHCIBA-6BMABHI 4.8 ¢, 40 0 &I 76)02.5 (si3EN 4.3 (£6MNJ 8 OH)R (CHICI;) 3420,

98- 108C. 1H NWVRO( GBCME)(mBS) &0gMY, 266(bdsh) , 4.2 (gq,4H, J = 7Hz); 1.3 (t,6H J
= 7Hz); | R ( CHUIN3Bis@380xycartigpheh3pbt-bulyhetzamiiie (14)iwe preaed fror &thyl 4IN-(4-2Bilylben-
(base). g. N, rey)Binifohenzedis phesphdsempe nmmyeganssm ‘Drraiinbenzoate; (Yellow solidt mpye2-
pr epar ed f r MR Gy H- (RP¢Ig 8.04.0 (m, 1K), 60 (hn5'H). #:P (@4H.J = THz), 1.4 ({,6H, J = THz), 1.3 (s,9H);
chl or obefizoy! B PG 1 A799; M3 e dFRMIs 395dbeeichl or i de, and et hyl

4- am nobenzoate; yellow crystals: np 160-170C. IH NWR (CDGC 3) 8.0-6.8
(m13H), 4. ), 4H, J = 7Hz), 1.3 (t,6H, J-7Hz);IR (CbDai 3) 3330, 1705, 1590;
M5 (me) 451 (M+), 286 (base). h.

NN - Bl s( h el ) - 4- chl or obenzami di ne (12) was prepared from
et hyls 4- 2?!\#%4%%&%&99%%*% o%enzoyl )] am nobenzoat e, phosphorus

pent achl orl de, and ethyl 4-am nobenzoate; white crystals: np 171.0-172.5C.
1HNWR (CDCI 3) 8.0-6.9 (m13H, 4.2 (qg,4H, =7Hz), 1.5 (t,8H J = 7Hz); IR
(CHCl 3) 3420, 3330, 1705, 115)90\ M5 (niVe) 450,-452 (M), 286. (base). I.

N, N - Bi s4- et hoxycar bonyl’p g lj 4met hyl begzam di ne (13). was prepared from
ethyl 4-[N-{4touyil)j- amn zpa,t e,_mgggﬁorus oxychl orl de; and dt hyl

4- am nobenzoat e; pal e-yel | omdsol i d: inp 24p-260QC. 10 -y 1H NVR (CDC 3)
8.1-6.3 (m 13H), 4.3 (q, 4H, J'-Hg 2.3%(sr3H), 1.3 t6H, J:7Hz)'IR
(CHG 3) 3420, 1710, 1590: Ms (rte).”a3p (MN./266 (base). J.

“N, N - Bi $¥4- et hoxycar bonyl phenyla) - byt y|; benzami.di ne (14) was prepared from
ethyi 4-[N-(4-t-butylben- zoyl)yj nbbenhzoat e, phosphorus pent achl ori de,
and et hyl 4-am nobenzoat e; yeI | ow Sgfi d: np 212- 219C. ' H NWR ( COD3) '
8.0-7.0 (nr, 12H) 6.0 (br s,"H), 4.3 (q,4H) =s7Hz), 1.4 (t,6H, J =7Hz), 1.3

(s,9H); 15 (NUJ ol) 3330 1710, 1590; Ms (m e) 472 (M, 308 (base).
a aL B . *' aﬁ@%}%&lmg&n&%? lfff énml”d‘?e#?ésent anjn 93%5 mldg cyano or aryl radleTI , A3 rep-
fA“ N ' N resents’ Ikyl phenyl hydroxy, haiogen nltro cya sents an ether, ester, acid'or amide

. radical, orasalt ther'e ~~~~~~~~~~~ 30 .
I, A 1 . V\,herelnAI andA2 may be the

S a n@ or &if2e rﬁemmpwndl anbephee!ﬂmtl mreaw dnd A2siag be thasan@er differaut andaeprezent -COORT,

radical, As r eQONR'R2 -CN or -CgHj;, A3 represents -H, -OH, -OR, -Cl, -NO,, -CN,-C¢Hjs, or an alkyl group of one to
five carbon atoms, R and R2 may be the same or different and represent hydrogen or an alkyl group of
one to ten carbon atoms, and R represents an alkyl group of one to ten carbon atoms.

3. A compound according to claim 2, wherein R and R2 are methyl or ethyl.
4. Acompound according to claim 2 wherein At and A2 are both -COOR!.

5. A compound according to claim 4 wherein A2 is hydrogen or -OR.

80 6. Acompound according to claim 5 wherein R1 is methyl or ethyl.

7. Acompound according to claim & wherein A% is hydrogen-or methoxy.

8. The compound according to claim 7 wherein 'R; ‘is ethyl and A3 is hydrogen.
9. A compound according to claim 7 wherein Rt is ethyl and A? is methoxy.

10. N,N'-bis-(4-Ethoxycarbonylphenyl)-2-methoxybenzamidine.
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resents hydroge'n al kyl , phenyl, hydroxy, hal ogen, ni t+e——c—y&ae——~ e

orrepresents an ether, ester, acid or ,am de radical,
2. A conpound according claima1, ‘wherein Al and A2 nay HilJ ﬁﬁ! l“L
different and represent -COOR , - Q&NRad&r13BE{N or

-OH, -OR -d, -NO2, -CN,-GH6, or an al kyl group of one to f|ve carbon

atoms, R angoRg emmmﬂn&@&owmo@nam nBk .@Wetﬁﬁﬂﬁtﬁlﬁ&gﬁzos?&
al kyl group &y 1681 Po-EOHINMR @BERFD-68 %; rﬁfﬁq HERHHSLEE6H,30nHR

one to ten cgod)qse02iS (Hve) 430, 4@2@@1\3@ Wage)according to claim 2, where n

R2 are nethy. oN -m(hyhoxyéamoﬁylmﬁmmmmﬁmg(mom Propardd \WoRT 8thil AtN—ﬁf‘d
A2 ar esbot h chicfobbizoyl)pamifobemiafite, phdsphara® pahtdehjoride, shll athyh4miiobdnRdaka; Aditel drystals:
hydrogen or mgOR1.0802.5°€. 'HNMR (QDGY;)12i0-6.9 (o,12H) M2 tiaHG! <ifHa), 5.5W6HT B+ THZRIR (CHCI,)

met hyl or et3490, 333D, 1705.05%) WS kavends0ASE (MY 28®(bedeni m 6 wherein A3.is hydrogen
or net hoxy. KNNBg-eH mwa@wr«cmwe MWWMW@O’M “lNH4olugiild A3
i s hydrogen. ’"!‘I@b@m‘# "Hg zgate; ipale-yellaw gylid; mp 2461200°Cand
A3 is et hoX ] Mﬁ)(CDﬁﬂl\? ?i‘“ :ﬂ")-l':ﬁ'%@{‘}?' r%ﬁ'ﬁ %ﬁéﬁbﬂ?‘@"nﬁf W#Bé‘?ﬂ%ﬁtﬁ"ne

9 EP 0 3 0z (ml)430( 266 (bas
chl or obenzoy]

o 'é n(,-e pg‘i%@%" eC §eg;é 50
o3 7 gty 5 m G T

4- am nobenz

(m13 4. %g

1590; (mMe ase) .
N, N' - Bi s(4- et hoxycar bonyl phenyl ) -4chl or obenzam di ne (12) was prepared from
ethyl 4-[ breifls S chl or obenzoyl )] am nobenzoate, phosphorus

pent achl oride, and ethyl 4-am nobenzoate;, white caystals: np 171.0-172.5C

" H 'NMR2o( CIXCLA pontbolindtof the fommdaH) , 4.2 (g, 4H, J 7Hz), 1.5 (t,6H, J = 7Hz); IR

(CHCI 3) 3420, 3330, 1705, 1590; Ms (nrie) 450,-452 (M4), 286. (base). 1.

N. N' - Bi s(4- et hoxycar bonyl phenytj 4- et hyt benzam dliie:(13).was prepared from
ethyl 4-1IN-(4-toluyl)]- .am nobenzoate, phosphorus oxychioride, and' ethyl

4- am nobenzoat e; pal e-ygl‘l_ﬂw\.soi id: np 248-2600C. 10 1t - NVR ( CDC13)
8.1-6.8 (m13H), 4.3 (q,4H Jy= 7Hz), 2. (s,3H, 1.3 (t, 8H, J=7Hz); IR
(CHCl 3) 3420, 1710, 1590; trN e)C4-3GHfM +266 (base).

N, N - Bi s(4- et hoxycar bonyi p ﬁyl ) - 41 but yI be%zaém di ne - (14) was- prepared from
ethyl 4-[N-(4-t-butyl ben. zoyl)}-am nobel\zpate phosphor us '‘pent achl ori de,
and etfyl 4-am nobenzoat e; yeH aw sali d |'rp 212- 219CGC. 1H NWR (CDC13) -

&0-7.0 (m 12H), 60(brSH)ZI'3('q Hl - 7Hz), 1.4 (t,6H, J = 7THz), 1.3
(s,9H); 15 | R (Nuj od) 3330, 110, 1590 Ms (me) 472 (MN 308 (base).
Claims 20 1. A conpound of the formula A -7 *] .25A

. *N- C- NH. *\,/ I I .11 2 ' J1

* 3 | * . wherdld - . CAC-r- 1.A*35
wherein At and A2 may be the same or different and represent an acid, ester, amide, cyano or aryl radical, A2 rep-

resents hydrogen, alkyl, phenyl, hydroxy, halogen, nitro, cyano orrepresents an ether, ester, acid or amide
radical, or a salt thereof.

4« 2. Acompound accdrdin'g claim 1, wherein A and AZ may be the same or different and represent -COOR1,
-CONR'R2, -CN or -C¢Hj, A2 represents -H, -OH, -OR, -Cl, -NO,, -CN,-C4Hj, or an alky! group of one to
five carbon atoms, R' and R? may be the same or different and represent hydrogen or an alkyl group of
one to ten carbon atoms, and R represents an alkyl group of one to ten carbon atoms.

& 3 Acompound according to claim 2, wherein Rt and R2 are methyl or ethyl.

4. Acompound according to claim 2 wherein A and A2 are both -COOR!.
5. A compound according to claim 4 wherein A3 is hydrogen or -OR.
5 6. A compound according to claim 5 wherein R is methyl or ethyl.
7. Acompound according to claim & wherein A3 is hydmgen -or methoxy.
8. The compound according to claim 7 wherein R’is ethyl and A3 is hydrogen.
85

8. A compound according to claim 7 wherein Rf is ethyl and A3 is methoxy.

10. N,N’-bis-(4-Ethoxycarbonylphenyf)-2-methoxybenzamidine.

9




1'AI and A2 may be the same or different and represent an Wm de,

cyano or aryl radical, A3 rep- resents ‘hydrogen, alkyl, phenyl, hydroxy,
hal.-ogen, . nitro, cyano orrepresents an ether, ester, aCIdmﬂ

or a salt thereof. 40 2. A corrpounG"&@é‘b"r‘aFﬁg ¢lalm 1 mﬂmmm"mm@m
may be the sane or different and represent -COORI, - CCN om -

A3 representt N,N-bis-@HEthoxychibonylphenyl)-Hokthoxytshkamidipels, or an aI kyl group of one
to flve carbon atons, Rl and R2 may be the sanme or different and represent
hydrogen or ’arf‘%"l?y‘r"dgftﬂhﬁ"ﬂ‘ﬁa one to ten carbon atons, and R represents an
al k group of one to ten carbon atonms. 45 3 A corrpound according to .
claim2,wherein Rl gnd R2_are nethyl or et hyl}. 4. A conpound according to
claim2 wherein Al anfd A2,are both -COORL. 5. |A compound accor di ng to claim
4 wherein A3 |s hydrdgenr-eor - CR 50 6. A conpgund according to claim5
wherein R is nethyl for dt hy’l 7 Agorfbéund dccording to claim6 wherein
A3 is hygrogen -or thoxx ﬁe corrpoUnd Agcording to claim7 wherein
Ris et hyI and A3 is hydrogen 9. A cofrpourl dccordi#rg to claim 7 wherein
RL is ethyl and A3 isg methoxy. ¥O) N/ 2 |
N, N' - bi s- (4- Et hoxycarjbonyl ph\enyll.) |2 met hoxybenzam’ dine. 9 EP 0 346 713B1
1 - o0l 111111 Jiujyl 11111 D4!0-11.

N, N' - bi s5( 4- Et hoxycarfoonyl phenyl¥, 4met hoxybenzani di ne. 'N _ 121 A

conpound of the form4la 5 A -. 1. 1A Z Pl L, Ss .
S | . *N CNH-*: i 10 \ | I 1111

10 * -AR A

HX al \/ ~~~n herein | ~A- -

- g Areprasent oy g Bster B, cigpo of ghony,
inin oty ZP&N@H . h'ﬁg:a\fam'ev%rgp%aaﬁm;ﬂ%mv@# @’f@f&@ﬁ& a hgfie.
et her, estejs, a&dog\p&fnd ﬁ@:ﬂﬁg fo AinG 2ivherditiar m@nﬂfﬁﬂﬁéﬂ%ﬂdﬁﬁrsnﬁhﬁd mﬁﬁ&ﬂ@@é@g

according to chanmRs 210K 8F -4 H), Alepriashts AR, JBRY-ORE-Ci, XG0S BNECHM;, br bl AkyEGtbupdNshe: m
repr esent - COORive carbéad8hisZR! anfohE fidy be GRldame AUirfoRR A8 Rpissent hydrogéddr
- NO2, - C6 Hihe taaen caFbon bisiys, afd R tepresints@n elkyl GrodDof one to teh bamomﬁson at ons, RI

and R2 may be the sane or different and represent hydrogen or -an al kyl
group of onttAn ytewolebabersbing-aompasitiongempRing @ sprercuntt ot tha formfiky | group of one to
ten carbon atons. 14. An ultraviol et-absorbi ng corrp05|t|on conprising a

2

'-corrpoun@oof t he forrrul a 30 A -//\-\ .* |
T AN
\\,/ . 'l ) l.‘-aa
% A N/
At
o k3 | I
R . o
wherein

A" and A2 represent an acid, ester, amide, cyano or aryl radical, A® represents hydrogen, alkyl, phenyl,
hydroxy, halogen, nitro, cyano or represents an ether, ester, acid or amide radical, or a sait thereof, and
at least one organic material subject to degradation by ultraviolet light.

45
15. A composition according to claim 14, wherein At and A2 may be the same or different and represent -
COOR!, -CONR'RZ, -CN or -CqH;5, A? represents -H, -OH, -OR, -Cl, -NO,, -CN, -CgH5, or an alkyl group
of one to five carbon atoms, R' and RZ may be the same or different and represent hydrogen or an alkyl
50 group of one to ten carbon atoms, and R represents an alkyl group of one to ten carbon atoms.

~ 16. A composition according to claim 15 wherein R' and R? are methyl or ethyl.
" 47. Acomposition according to claim 15 wherein A' and A2 are both -COOR!.
s5 18. Acomposition according to claim 17 wherein A3 is hydrogen or -OR.

19. A composition according to claim 18 wherein R1 is methyl or ethyl.

10



1 * ¥ " e-A35 *~~~ -1- 11 a S| 40 wherein Al _and A2 represent. an
aci d, ester, am de, cyano or aryl radical, A3 represents hydrogen, alkyl,
phenyl , hydroxy, halogen, nitro, cyano or represents an e

or am de radical, or a salt thereof, gpayskedisgeast one or gumul wmn ullﬂﬂm
subj ect to degradation by ultraviolet light. 45 15. A conpdsition dtcdrdi'ng
to claim 14, | e th r_di rent and represent -
COOR , - mﬁi’gg?gﬁdéﬁuﬁlra@% agfie "2?3"#"2“3% iy dgghor 'MJ"?OR -d, -N®R, -ON,
- O, or anMalridompisitidacairdingid clakth Jowherela R i3 @fhyiahdiiis hyllbgeand R2 rmay be t he
sane or different and represent hydrogen or an al kyl group of one to ten
carbon atson®2- Avrompesiipn ecserdingto slaimP0wherely Rbig gthy fandyids methoxen car bon at ons.

50 16. A conposition accordi to claim]l15 rein R and R2 e thyl or
othyl . 17, %@W‘f‘?’w&a@@@? ooy WS Grellearbonreneng L etioetiont
-COOR . 55 [l conposi tion according to claim 17 wherein A3 is hydrogen
or -OR 19. 28 AQEHSSIiSH dEordhigae cidin 1 domalfihd N N-Hisi(4bihexyBarbbniibhehyl)-4RdthtybeRsami-
ethyl. 1@ Ebind) 346 713 Bl 111111 112121 117211 111121 11111
20. ‘A conposition according to cailm19 wherein A3 is hydrogen or nethoxy. -
21. The conp8sPtorespforthe manufasiyreottheqompeundspof fornauladiof Clatm 1 prd theinssits, camprising reasting
hydrogen. 22. #taalidessiryiegthe RpubatiueniAdwiiiy berzqtribqlide Garryina the ubatiupnt Y, onrescing g hen-
rand A3 |g neth alide F"WM?E% t&n“"ﬂ’?gdf"ﬂﬂ’gﬁ' rying apraybatiiuons AT fearing Hg amide

N, N - bi s 4- et fiY BER Hrsie g capry SEBEHYEAN - dine. 24. A conposition
according t gg.CHi udb SihetRiamidiis of formula I of claim 1 or salts thereof as ultraviolet fight absorbers. -

N, N - bi s- (4-.thoxycarbonyl phenyi ) 4- met hoxybenzam - dine. 25. "Process for

t he manufacture of the conpounds of formula | of Claiml and their salts,
conpui Si'py Paeatanggraase ani | i de carrying the p-substituentA with a
benzotri hal l de carrying the substituent A, or reactlng a ban- zoyl halide
carryi ng thd. saibsVertindang dePBorelt h an ani |l i de carrying a p-substituent A2 and
reacting the am de 15 'S0 obtained with a further anilide carrying the -

p-substituent Al. 26. The use of the benzani dhnes of formula I of claim]l
or sal ts2#t hereof as ultravij oI”é{ | i ght absorbers. 20 .Patentansprflche 1.

I

Ehe Verbindung der Fornel 28" . .« S AL L A
*  *-N*C -NH* N HtN ¢ # #1N - al 30 ' *
* e~~~ * . . . L - - .
) SAS JA N/ i L0 s |
* . Y 'Y “'A .
» VA N/
3 LA S ..
A== g
N/
35 L4

worin A! und A2 gleich oder verschieden sind, und eine Séure, einen Ester, ein Amid, Cyano oder Aryl
; bedeuten, A® Wasserstoff, Alkyl, Phenyl, Hydroxy, Halogen, Nitro, Cyano oder einen Aether, einen Ester,
ot eine S&ure, ein Amid oder ein Salz davon darstelit.

2. Eine Verbindung gemass Anspruch 1, worin A und A? gleich oder verschieden sind und -COORY, -
CONR'R?, -CN oder -C¢Hs, A3 -H, -OH, -OR, -Cl, -NO,, -CN, -CgHs, oder C;_g-Alkyl, R1 und R2 gleich oder
verschieden sind, und Wasserstoff oder Cy_so-Alkyl und R Cy_4o-Alkyl darstellen.

Eine Verbindung gemass Anspruch 2, worin R! und R2 Methyl oder Aethyl darstellen.

« 3
4. Eine Verbindung geméss Anspruch 2, worin A! und A2 -COOR! darstelien.
5. Eine Verbindung gemé&ss Anspruch 4, worin A Wasserstoff oder -OR ist.
5% 6. Eine Verbindung geméss Anspruch 5, worin R Methyl oder Aethyl darstelit.
7. Eine Verbindung geméss Anspruch 6, worin A® Wassgrsnoff oder Methoxy darstellt.
8. Eine Verbindung geméiss Anspruch 7, worin RT.Aethyl und A3 Wasserstoff ist.
55

9. Eine Verbindung geméss Anspruch 7, worin R Aethyl und A3 Methoxy ist.

10. N,N'-bis-(4-Aethoxycarbonylphenyl)-2-methoxybenzamidin.

1
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35 wori.n Al° und A2 gl ei ch oder verschieden sind, und esne Saure, elnen
‘Ester, ein Amid, Cyano oder Aryl bedeut'en, A3 V\asserstoff

W‘
Hydr_oxy,. Hal-ogen, Nitro, . Cyano oder her, einen Ester,

ehne Saure, em Anid oder em Sal z Eabgﬁn’agﬁitel lt. 40. -2 nmm‘mw
gemass Anspruch 1, worin Al und A2 gl eich oder verschl eden““m _
" CONRI Rz, M chisr(4-dathoxycabenyiphenyl) dumethoghenzamifin. _ Noy - CN, - €81 6, ‘oder

Cl4- Al kyl , € er verschl eden sind, und Wasserstoff oder

c .1 Al kyI Dnﬁ%eﬁwg'grdﬂf%}'ﬁgdarstel l en. 4 3. Eine Verbindung gem ss
Ans uch 2, - worin RI und R2 Methyl oder Aethyl darstellen. 4. Elne

Ver bi ndu‘hg gem ss Anspfuch 2, worin Al und COOR darstellen. 5. Eine
Ver bi ndung gemass Anspruche®4, worin A3 Wassersioff oder -ORist. ¢ 6. Elne
Ver bi ndung genass Ansprtjcl‘f B_ worin.R Methyl pder Aethyl darstellt. 7.

Ei ne Verbi ndung gem sp Ansprpch 6, woris YA3 V\abserstoff oder Met hoxy
darsteilg 8. Elne Ver DI nd-ung -g!em%s pm{ph 74 worin R Aethyl und A3

. Wasserstoff ist. 55 9 Verb ndun ge.rmss Anspigsch 7, Iiorin R Aet hyl
~und A3 Methoxy ist. 1§. # \ N/

- N, N - bi s-(4- Aet hoxycaf bonyl phe_xl) =2- met hoxybephzami din. 11 * -

~~~EP 0346 713B13 11.

N, N - bi 95 ( 4- Aet hoxycaf bonyi phen.y'fo‘)/L 4- not hoxybe;ﬂzam' di n. *C L
- 12. Eine Verbindung der Fornel 5 A-e i i i D 10~~~~~ * -N
aC- N1-..<:, 10 & - a . .
* s-A - *HX I,  *v\ * . A-l- 11151 20

worin AL und ARoheiddihe GURK odbEreNetibd S, Shi e san.q éaen%sél Bih AmicS ERAE ofe? MG -

si n_Ani Cy argadntanAs Na¥de , Phbn d?%ﬁﬁﬁ&lgﬁ CyRhd< der eify h&ﬁh\‘ﬁ éﬁéudélﬁhxy,
. Hal ogen, Ni t rcsgu,@/gp.{nmdg EmdS)tﬂr rmustehsl n Est er, SI ne Slure, sin Ani d .

~sind, und X fir Hai ogeni d "st eht . 13 Ei ne Ver bi ndung gemAss Anspruch 12,
worin Al unt$. Ahegleghindbngogbaéss\Amsprudhi 18cearin & i Afrgiich GB@Rprschiederpsind und -@NR;LRZ '
- CN- oder,s - CGHIGONRIR?, 4GN odet-CeHs, ARH, -Ok; -OR, ﬂm&oz.-m-coﬂwgmwm REynd 2 gipigh odeR]
und R2 gl ei ch verdchiedemsingdinid Wasserstoff oder Gnd-ARHSBER & oPAkyldamstellen-  r Al kyl und R
Cl. 10- A kyI darstel len. 14. Eine die ultravioglette Strahlun absorbl er ende

Konposi ti on! @’Pmﬁﬁ%@d}; i eﬁ“'d‘m'ﬂ%?@@fﬂ?@?? Kempogition. gpkepnzgichnel duroleinen Ryl anysiner

Formel 30 36 mel *_tdC-NH  * \ / | |
"112 30 - - J SO0 * 9
3 l \

A =e . .

Lo . 7\

. . ] « NHwes .

% N/ | Lo s I
L L 4 [ N

AN "

] L ) L
\ A —i- |

“/

worin A' und A2 gleich oder verschieden sind, und eine S&ure, einen Ester, ein Amid, Cyano oder Aryl

& bedeuten, A® Wasserstoff, Alkyl, Phenyl, Hydroxy, Halogen, Nitro, Cyano oder ein Aether, ein Ester, eine
Séure, ein Amid oder ein Salz davon sind, und X fiir Halogenid steht, und mindestens einem organischen
Material, das durch die Strahlung von ultraviolettem Licht verdorben wiirde.

15. Eine Komposition gemiss Anspruch 14,worin A! und A2 gleich oder verschieden sind und -COOR, -
CONRI!RZ, -CN oder -CgHs, A® -H, -OH, -OR, -Cl, -NO,, -CN, -C¢Hjg, oder C,_g-Alkyl, R! und R2 gleich oder

50 verschieden sind, und Wasserstoff oder Cy_1q-Alky! und R Cy_1o-Alkyl darstellen.
16. Eine Komposition gemass Anpsruch 15, worin R! und R? Methy! oder Aethy! bedeuten.
17. Eine Komposition gemiss Anspruch 15, worin A1 und A2 -COOR! bedeuten.

55

18. Eine Komposition gemaiss Anspruch 17, worin A3 Wasserstoff oder -OR ist.

19. Eine Komposition gemass Anpsruch 18, worin R Methyl oder Aethy) ist.
12
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] e U S N G L L e

40 . ’ S Sworin Al undM—g%ei—eh—eeleH——
verschi eden sind, und sine Slure, einen Ester, ' Cyano_odor Ar
bedeuten, A3 \asserstoff, Aikyl, Phenyl, Hydroxy, HaI ogen mlﬂllﬂuum[m!m“l
oder sin Aether, sin Ester, sine Sagpo,uﬁwa»i\md oder sin
und X fOr Hal ogenid steht, und nindestens el nem organi schen Material, das
durch die roI tL.e 15. El ne
Korrp05| ti oﬁh{gg‘ﬁ{’ g{sl g‘g?é?"ﬁ? g‘ tg Jf?fhg\ya%g&gﬁ?é&gﬁetﬁ%r ver schi eden sind
- COOR1, 2t. m@&mmma&%ww Adthyl unldR? Wadsbrstoff Déd@uten. CN, - C6HS,
ode Cl- Ai kyl, Rl und R2gl ei ch oder verschi eden sind, und Wasserstoff oder
Cl - 1A ky ufdd WGCHOH\PWM mﬁsﬁ%nsm’@ﬂ 30ewprin REAetip ynd AkMethexy badeden. genass

h od '
RS IR A M N R -

Ei ne Konpositi‘on géem ss Anspruch 17 worin-A3 Wasserstoff oder -OR ist. 19.
Ei ne Konposa4, | gwe m&mﬁgeﬁaa&m&mﬂ@. eniifdltdnd NRiLkaﬁ(ﬂoxMB&nylaﬁﬁﬁm&ﬁ&xybep
EP O 3460713 Ehmidin. ‘I S 20. Esne Konposition
gemass Anspruch 19, worh A3 V\asserstoff oder Methoxy Ist. 21. Elne

Konposi t i onzs@mnmwwmr Verhindungemder Fermiah) gerpAsel Anserugiysund dererpSefze, dadurch
bedeut bn. 22. E&‘Wézek dSﬁ‘t“l!?@r?'“g‘@Wﬁg‘ﬁ dﬂhﬁﬁ“ erjen A'\fpi M"H'“R!"ZAGB pnid, mif dexg
Met hoxy bedeut%‘ﬁ’"“’z ﬁ‘lﬁ%%"bﬂm’gw?é R$ibefituen-
NN - bi s-' 4- AetW@%%é’ﬂ%aﬁﬁ%ﬂ ?'T“Wf’é?‘ Baswsieren uﬁ“ﬁ‘"“?ﬁ""“@f?’é"’“‘"""‘*’"‘“
Konposi ti on gelfB88" Anspruch 20, enthal t end

N, N -bis- (%eﬁ%ﬂ%&ﬁ&BQ%@hﬁaﬂhﬁﬂbﬂrh&eﬁ%ﬁR&&)&h@pﬂxmWder deren Safz8] ot WL Absdrber.

Ver fahren zur Hersterlung der Verbindungen der Formal | gem ss Anspruch |
und._derep Sal ze, dadurch gei kennzel chnet, dass man sin AnDid nmit dem

p- Subst i t ueRévendiéatioNst el nem Benzot ri hal ogeni d mt den Substituenten A3,
odor el n Benzoyl hal ogend mt dem Substituenten A3 mt elnemAnild mt

p- Substi t ueh- Un@omposé défermue?2 unset zt, und des so erhaltene Amd mt el nem
welteren Anilid, enthaltend den p-Substituenten Al, unsetzt. 26 Verwondung.
der Benzam di ne der Formel | gemAss Anspruch | oder deren Saize, als

W Absorber. K.) 20 Revendl};é\tlons 1. Un conpos6 de forrmula 25 & . ~~~~~-

A " = - NHa S . --AA ;, 35 dans
| aquel | e J ) Al dat M2 peuvent etKe les nenes ou differents at
“repr6sentent un radical aci e‘%t"er— - dftrde, scyano ou 40 . aryle, et A3

" represerife un hydrogene. al kyJ e; phényl e,! hy@irdxy hal odene, nitro, cyano
ou represente .un radi cal bther, eswex, an;l\‘ds ou- am de, ou un sel de :
3 L "o

celul -cl: ALy

. dans laquelle
/ ’ Al et A2 peuvent étre les mémes ou différents et représentent un radical acide, ester, amide, cyano ou
40 aryle, et A2 représente un hydrogéne, alkyle, phényle, hydroxy, halogéne, nitro, cyano ou représente un

radical éther, ester, acide ou amide, ou un sel de celui-cl.
2. Un composé selon la revendication 1, dans lequel AletA2 peuvent &tre les mémes ou différents et repré-
sentent-COORY?, -CONR1'RZ?, -CN ou -CgHs, A3 représente -H, -OH, -OR, -Cl, -NO,, -CN, -CgHj, ou un grou-
P . pement alkyle ayant de un & cinq atomes de carbone, R! et R2 peuvent &tre les mémes ou différents et

représentent de "hydrogéne ou un groupement alkyle ayant de un & dix atomes de carbone, et R repré-
sente un groupement alkyle ayant de un a dix atomes de carbone.

3. Un composé selon la revendication 2, dans leque!l R? et R2 sont un groupe méthyle ou éthyle.
4. Un compﬁsé selon la revendication 2, dans lequel A! et A2 sont tous deux -COOR1,

5. Un composé selon la revendication 4 dans lequel A3 est un hydrogédne ou un -OR.

6. Un composé selon la revendication 5 dans lequel R! e'st un groupe méthyle ou éthyle.

® 7. Un composé selon la revendication 6 dans lequel A3 est un hydrogéné ou un groupe méthoxy.

8. Le composé selon la revendication 7 dans lequel R1 est un groupe éthyle et A3 est un hydrogéne.

13
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12 Un .conpose selon |a revendication 1, dans |equel et——AZ’pEDVe_ﬁt“'—éfTE’
1es nmenes ou differents et reprO sentbnt - COORI1, CO\IRI R2,
représente-H, -OH, -OR,, -Ca, -NQ2, -CN, -CelH ou un grou ‘ ‘

al kyl e ayant de un a cdng atones deepasssmepiRl et R2 peuv ness *
menoes ou differents et representent de |' hydrogene ou un grouperment

al kyl e ayang, d@ chfiposs sHich iffeMimBicatitl7 Gens BUER! e@ttun groﬁfemr@fe e@@%ﬁm'é%u&f héddRyTENt
al kyl e ayant de un A dix atonmes de carbone. n ‘conpose sel on

revendi cat | 10 NN'-bike( némbmminylﬂibnm)-zmmsmﬂamdi@r oups net hyl e ou et hyl e. so
4. Un conpose selon | a revendicatlon 2, dans | equel A" et A2 sont tous deux
-COORL. &. Un %BW%@“%FW“Y‘@‘M“&’&P?‘EWW“%ans | equel A3 est un
_'hydrogqne O4h. Wik colt é@efo“ﬁb onpose selon la revendicatlon 5 dans |squel -R
est un groupe net ou yI e. 55 7. Un conpose selon la revendication 6
dans | equel A3 est un hydrogene ou un groups nethoxy. 8. Le conpose selon

| a revendi cation 7 dg@nis | equel Rl est un, gro‘ups ethyle et A3 est un

hydr ogerfé. 13 EP O 346 (13 81 , C 9. Le conpose
selon | a revendicati én'Z, dans | equel R1. est un groups ethyle et A3 est un

groups net hoxy. 10. ! 7\ i

N, N - b| s- (4- 6t hoxycaf bon I h‘dhyl‘p)‘ “Q“mat tfox%b:enzam dlne. 5 11.

N, N - bi s; (4- 6t hoxyca bony} hényl &) 4- mgt ho.xx nzam.q}kne 12. Un conpose. de

forrruleio SO~~ ~ ~~ ' 158\ N/ el e *\\
©10-A - *X 20 |~ L20_ AT *-j-*% i | dans | aquelle 2S

Al et A2 representent|un radl cal achs easter,; am de, cyano ou aryle, A3
reprhsente un hydroggne, al kyl ey /phenyi e, hygroxy, hal ogene, nitro, cyano
ou"-\uepresente un rad|cal 6ther, ®ster, acideiou am de et Xd6si gne un

hal ogenure.  13. Un cOfhposA selon |a revendication 12, dans |equel A etA2
peuventetre les nenes ou differents etrepre- sentent -COOR 1, -CONRLR2, -CN
ou -C-Hs, A3 rgpigpeRte -H -OH -OR -4, -N&, -CN, -CG46, ou un 30

groupenent al ki bexz fdprssbntéhEurtHadicdl delaB @stBil SRES cydfo &%FﬁhOAE‘reprESLntSLn Frop&iie Vb,
Mre | e$® menepnariestylrby RMine irol iHoB6 @ priestite ubiBdibal bl eEtaH ueRle Bilaniidd etX désigne
groupemment alusyhieggayrant de un ‘A di x atones de carbone, et R repre- sente

un groupenent al kyle ayant de un & dix dtones de carbone. 14. Une

conposi t i ont3aineemensé selanda reNendication.<lans leguel Bl et At pavvenidtreley gu éifééf?ftﬁ%l’fé- 35
A K) sentent -COOR 1, -CONR'R?, -CN ou -CgHg,|A® reprégente -H, -OH-OR, -CJ, -NfP3 -ON, -CeHgi olym

% S0 groupement al ayan t de un & cinq atomes de carbone, R! et R? peuvent &te | émes ou différents

| dans | aquel I°é’°2(fs°8$°"tﬂ2' 'Pyg pére g %‘f“@f‘ﬂ”p fallofe pupt d&ﬂ'? fdix atmas dp carbane, LR reprd-a o

ou aryie, A3 PEY? LLUPUER™EN algﬂ‘fcﬁ’ﬁ By & dix qiQrpeg de carbone

14, Une composition absorbant les ultraviolets oomprenant un composé de formule

a5
r AN\
- o A\
; : #
u l IO_M 2 o = NHm=e .
40 : N/ | 1 R
‘o L 3 . swh
4\ N/
3 e e L ]
A =i=
4 N/ I

dans laquelle

Al et A2 représentent un radical acide, ester, amide, cyano ou aryle, A représente un hydrogéne, alkyle,
50 phényle, hydroxy, halogéne, nitro, cyano ou représente un radical éther, ester, acide ou amide, ou un sel

de celui-ci, et au moins un matériau organique sujet & dégradation par la lumiére ultraviolette.

15. Une composition selon la revéndit_:ation 14, dans laguelle A! et A2 peuvent étre les mémes ou différents
et représentent -COORY, -CONR1'R?, -CN ou -CgHs, A3 représente -H, -OH, -OR, -Cl, -NO,, -CN, -C¢Hs,
55 ou un groupement alkyle ayant de un 4 cing atomes de carbone, R et R2 peuvent étre les mémes ou dif-
férents et représentent de I'hydrogéne ou un groupement alkyle ayant de un a dix atomes de carbone, et
R représente un groupement alkyle ayant de un 2 dix atomes de carbone.

14



H0 phenyl e, 'hydroxy, hal ogene;, nitro, cyano ou ropresent -et her,
ster, acid. ou am do, ou un sol db ceulu-ci, et au mains un nmateriau
organl que sujet a degradation par la lumiere ultraviol ettmllmmlltmu llN”"J
conposition aslon la revendi cation o aquolle Al e

| es nenes ou differents et represontent , - CONRILI R2, ou -"or ¥, *A3
Fepr~sents - - -C6H5, 550U un errent al kyi o

ayapt do un“ét 'd‘?e %ﬂ@?‘ﬂ?ﬁ?@"&é"’@ms dﬂ's "é‘f'e"%f!'b‘&wmn %‘g" Weswes” ou
01 Tt S €Nt 37, Clind SROGHEANfeR s rblEndicafBhl5 W squ%mguewamicoa kyl e ayant
de un a dix atones do car repr ente un groupenent al kyl e ayant

do un a di x1at onexempsitioredeldn Reveddication 1ERar ladddlile A1ést ddilhydrogéne ou un -OR.

111111! I Liii 21 11 I'l 16. Une conposition selon |a revendication 15

dans | aqusl if® chempqaﬁowm 'wew%wéammpe"e&’atmwe mpothyle gy é%rrposi tion
solon lar e\ﬂ? ngl Coou% ?n selo'l g%‘v%nch% li‘llqb ans laqliglg aans tﬁg&r&%&ﬁ% & i% g%m oxy '

18. Une conposrition se a revejq |on

hydrogen® ogs.uta m%uu&eseuowra&eﬁmwzbuaﬁmeae IR Lﬁuﬁ@&ﬁ@ﬁhﬁé’&h%t drthy&lagthe.

| aquel | e 'R est un groups n6thyle ou.6thyie. 20. Uns conposition selon Ta
revendl cati & Uscorhpesitiom spiinds reventiication 20 dansHgaueltsgtirest up graype éihydaug A° egitungroppe 10
21. La corrposi'!‘ﬂbn’fmel on l'a revendi cation 20 danpquelle Rl oet un groupe

Gan ) acicl 7 £0 BOPAIGR AP n Frnfte® 20 Raonent f RN @ kR Totanpl2

Une conpositi on sc’)‘Y a revend| cation 20 contenant de |a

NN - bi s- (4- mmymrpmulsaa@ Y tefantidation b NexRRNda W ﬂN%(dd.oxys&mny:pmnweH_
corrp05| tion sahéthoxitandamamedi cation 20 contenant do |a

NN™S-bi s-2(04 6t hoxycar bonyt phényi e) 4- * : mdt hoxybenzam di ns. 25.

Pr ocede ‘poutd- aPreédémozcia manufacture descpmeresesals forieldaiarevendicetion 1 efdelourpasisceampronant

ot del eur ssel s,la FéﬂﬁﬁﬂdeaWSW@ﬁﬁ’émq WSt@aM“aPHWF B &t dygbenzatrihalgaérume

subst i t uant en;;ﬁ'é@ °F'i'A§td’ t“@t°“!?"!ﬁ?:§?ﬁ%‘8‘!‘?‘?"d‘&'l° et ;z°y'°9°'ta“t‘“°°°“:‘é“‘;;‘;’2$€;
t ant | bst S
LR WA i sae%ﬁ"tertawrpaﬂalt Ay e At el

subst i t uant H@n \Rftidnl g8 benzdniidines ddfofmiulede ia@%h&u&ﬁo:ﬂﬁou'de@i&s% celfes-ci commedbSdr-
obt enue avec %ué'&lalaﬂﬂﬁér&bl%aﬁif@nt aire portant A" conme substituant on

position p. 26. i'utllsation des benzam dines de fornmule | de la _
--revendi cation | ou des eels de cell os-el come absor- beurs de-ia lumere
ultravi oette. 30 35 40 45 50 55 15 '
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