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+mide falls from 24 g. per 1. in PANHMc to 13 in PANMc , |ro@
tand from 21 in Et 1o 6 i PANKt,.  The results of i l-ee
‘tthe sckd and® alk, sapom. of phthatimide, phthalamic, '
phenylphthalamic, wethylpbenylphthaluink: and ethyl. o0
iphenyiphthalamic “arids  are shown graphically. N- 0@
Phenylphthalamic neid or equiv. amis. ol aniline aml .
_phhalic anhydvide with dey HCIL in cobd McOH gave |.-e
U AR of N-phewylphtbalimide; m. Susi”. N-Phenyiph- HETY )
thalamic acid om refuxing with PhNAfe, for | he, and conting v
‘guve 97% of the same product. N-Aryiphthalismides are N S
‘formed (1) by the sction of dry HC! on the alc. solns. of . *-00
‘the corresponding ‘N-aryitphihalamic acids or by the i34
‘quiv. mint. of primary amise snd phthalic nn‘lll‘ydddr; A 4
«2) by heating together the N-phthalamic avids with BEY X J
e, OF tevtiary amines,  The formation of N-aryiphthali. I
Mikie corrrapomis 10 | he quantity of primary umine equiv. te 0@
‘the mee. of tert. amine waed,  Theprinary aronmaticamines 08
- 'displace the sec. and tert, alkylarylamines, forming mono- .00
arylphthakunic “acids. - The mobility of the moaval- =
kylaniline amino-H stom Is t/; that of the snilinc amino- 200
H atom. - Primery arylamines are sepasnted from sec, and :
tert. by mising in the cold with phibalic anhydride and i
pawing in dry HC for 2-3 hes.  The ppt. represents the :
primary ninines, the filtiate the sec, and tert.
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The actios of hyurogen chlorlde oa substituted phthals |
ralc acids In alcohol. H. A, Poral-Kosbits, J. tiem.
Chem. (U RN R T, 008 HITIRITY A ATy it hitaonse
ucids (1) with dry HCHm cold ale. ne MeOH gave 55 W,
of N-arylphthalinudes «of. " A, 29, 6l ¥ arc formned
when a cold equitiol. mist, of phthalie unhydride 1§
nhed & primary amine in FAINMeyor PUNEy is treatd with )
il. NaOH andd then pptd. with HCLL N-Dhenylphthal- -

Coamde,m AR N Toldphtbalinide, . 178817, Nep.o

Folviphthalimide, 1n, 0%, Nea-Naphihviphthalimide, m.
IRO-1, N-d-Naphthwphthalimide, m. 21 16, Nep- -
Hvdrovyphenylphthelamic acid, obtained from p-Hy- |
NCHOH and I in Me,CO el Fiutti aud Abati, Ber.

i 38, (MWL), gave N-p-kydroxyphenylphihalimade, m. ¢

2EE. Nep-Dimethyluminophenylphthalinside, m. S58-64)°
{the HCIE salt, m. 21K7), from N-p-dimethylaminophenyl-
phthalamic zcid, m. 157°, obtained froan p-H.NC.H,-
NEy and 1T in Clle.  Botling saphthalic anhydiide in
exevss of PhNH: for 3000 min, resulted in N-phenyd-
waphthalimide, m. 1 200°,  This builed with 10°BE,
NaOH for 12 hrs., then filtered and the filtrate aciditicosd
with HCI, gave N.plenyinaphthalamic acid, m. 23°,
Ou standing in the air or wuee rapidly with HCI in ale., *
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i Is convertel nto the uile,  The interaction of xome
amines with V-alkylarylphthalamic acids. /hid. 611 20
The prctinoniry reanlts shiow (hat 1he displio vt
of sev. athylasylamines i phabulutme acids by propmany
amines with the formmtion of monoarviphthalarine wols
v a teversible teaction: PANMeCOCH.CinL
PhNHy — PINHCOCH.COudl « PRNHMe.  The e
netion equil. depends on the celative wily_ of 1he 2 prasd.
ncts in the medivm usesd (E6,0, PAN Meyl.
interaction of V-phenviphthalasic acid with FhNHAe
PhNMey 70%, Nophenviphthalamic acid and «ousudesabie
PhNH; wyvre fosmel. N-Diphenyiphthalaone acid (1.2
k) and 1 g, PhNHyin 40 e RO was allowed 10 evup,
slowly (8-10 days;, giving 104 0 5 g, N-phenviphthatanie
acid, . W8 07 aadey. lahvl-a-tolylphthalisme acid, m
O (obtained from a-McCOALNHED and phthabe an-
hwidride in Collat, and 0-NMeCiH,NT; gave o-toly Iphiluia
mic avid, m. 1707, Ethyla-naphthyiphihalini aent, o
I53%, and a-Cid:NHy gave a-naphihylphthabanic acst
sthe imide s, ISEY3. The investigation 1s bhemg coatin-
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an.rnﬂon and study of condensation products from
- phthalic anhydride and benzidige. BB, A. Porui-Koshits
and P. M. Mustryukov,  J. Gen. Chem. (11, S8, R2Y 10,7~
620-35(1040) . —1n order to establish clearly the structure
of condenation produets from phthatic anhydride (1) amt
benzidine (11), the work previvusly casticd ot by Gugliat-
melli (C. A. 20, 7253 on this subject bas been repented,
To 14.8 g. I dissolved in 150 ml, hot ale. was added 0.2 ¢,
11 in 100 ml. alc. while stirring.  The ppt. (23.8 g.) which
is casily dissolved in soda and alkalics was boiled with
PhNMe, (1) whereby water was split ofl and compds.
IV and V were obtained, as described by G, IV and V
© . were sepd. by means of cold ale. whereby IV remains at
2 the bottom and V is obtained in the {fonin of & suspension
and may be isolated by decantation.  Condensation of 1
and II in III gave a mixt. of IVamd V. Purce IV, m, 406,
was synthesized from 100 g. molten I to whick 10 g. II

was added in small portions. The cooled muss was pul-
verized, then wanrmed with 1095 soda soln. until the excess
I was renioved, the undissolved product was filtesed off and
washed with hot water; yicld 14.5 g, Pure ¥V, m. 309°,
was synthesized by adding gradually to 100 g. molten II
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10 g. I, and cooling, pulverizing and boiling the reactivn
mass with alc,; yicld 158 g. When 5 g. IV was added
gradually to 50 g. molten I and the mass was then cooled,
pulverized and extd. with ale., the residue consisted of V.
Similarly, & g, V on an aualogous reacticn with 0 ¢, mol.
ten I, gave IV,
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Reaction between aromstic diamines snd dicarboxylic
acids. §1. Reaction of bentidine with phthatic anhydride,
uﬁ“‘frll}z";“i:“';’!:‘%&;«.“;' VON Verthing, L tion, Chen.
UERALD 7 IR lnglish wanvdary); of, Cod.
N, 12340 Phibatic (luhhh(i-k‘(l‘)htli.i |'. )i.n‘:.'i‘) \;‘_ Molten 1 (100 g.) was teated with 10 g. 11; the coolet
hot EtOH was treated with 9.2 . bensidine (1) In mixt. was extd. with 105 Na,COy solu. to yield 14.5 g
100 ee, EOH to yiel 23.8 g. mised monophthaloylhensi- diphlhaloflkmuimc,nnUr}' (m. 408° alter sublimation).
dine, m. B0, and diphthaloylbenrhline, m. about 397° Vivex. 4 nltro--aminobiphenyl and 4 g.‘l were retluved
When the above tenction was conducted in 000 ce, PN Mey fos1be. i 100 ve. PhNMey to yield 08% 4 milra-6-phthl-
winf the mlat was reffuvad (o 1 e, there was obtained 248 imidobiphenyl, . B21<2%5 redietien with Me-Zun dust in
g. of poonduset, 707, witich was Wentical with the above Acit gave not-Hagotisable product hlm(k:‘l with
wint. Molten 11 (100 g.) was treated gradually with 10 g. monophthaloytbenzidine, which appatently is 4’-amino-
£; the mell was cmk(r. ground, and boiled with KtOH to 4-phthatimidobiphenyl having a nunwliazotizable amino
yield a residue of 10 g monophthaloylbensidine, 1. Buge Kroup. 1 (2605 g.) und 40.8 g, “'\\'t',t reiluxed in B0V cc.
(m. J00° from PANGy) : the product conld not be dinzo- water for § hrs. to yield 20 x. Ne(¢'amino-4-Siphenyl)-
tiscd, nlthough a free N1 gronp cubstsas shown by forna. rklbdamt ackd, . K0T bentylidens deriv, m. SO~
tion of 8 bensylidens deriv., by rellining with Nall, s g $0° (after repeated crystu, (rom Wall, m AW Multen
2°, whivh tece fo 20307 after repeated crvatn. (o 1604 1L (5 g.) was treated with & g, diphthaloylbensidine,
cuoled, and treated with hot EtOH to yield monophthaloyl-
benridine. Simitarly, monophthaloy) szidine and molten

1 yielt the diphthatoylbenzidine, 3,4’ liphthalimhlobi-
3 phenet o.M, Rm‘r’..-‘lrrﬂ
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. WO PRCPINTHY w4 Tlee
Koabits and 0. K. Nikiforova. J. A ppli {U. 5. —-1» !
T2 5. R.) 13, 215-31(in Gesman, 231) (1040); f. C. A. 32, . 2371 -00
9807, —The pusiibiility of spplication of the more cusnplex T .00
[ ines to the synthesis of dilmidazole dyes was jn- ; 0
ted. As an initial substance 2,3-diominoffiuorene °
- ), m. 108°, was prepd. as follows: Fluorene was ni- 20
3 trated, the 2-nitrofuorene was reduced with Zn dust in Y
H] ale. sola. in the presence of aq. CaCl,, The 2-amino-
= fluovene (2).3 g.) was boiled with 150 ce, of glecial AcOH H0
- under a reflux condenser for 7 hes.  The bot reaction mixt, . 20
treated with builing water yiclded 2-ucetylaminofiuorene *
l {1005%), m. 18)°, after washing with 80% AcOH and 2100
¢ then, with water. - The product (25.3 g.) ‘was dissolved HIPY
in hot glacial AcON (270 cc.) and, after couling to 5°, HE
was nitrated with 12.6 cc. of HNO, (d. 1.43), yklding NE 1
3% of & mist. (m. 180-W*) of 2-acctylamino-d-aitro- HIPY)
e aod Z-acetylunino-7-nitrulluorene.  The mixt. .
of lsoaiess (23.3 £.) was suspended in V20 o, of abs. uk:, A
i s e W e
uwler the reBluy comdenser, ter distn, s of the wle,, Ny, toluene, and xylene, wl. In boiling PAN dine i
the reoction mixt. was sllowed to stund for 12 hrs. The ol PhNMc,, Thc’ fluoecnone dye m:‘:‘ a mhgh c’l'u am) 200
ppt. was filtered moml boiled with 100 e, conad, HUD in trans somicrs, Oue coloted cution brownish yellow and ‘leoe
2 1. of water for 2 hrs.  This opcration wus rejwated 6-7 s other vioket. The timt bl a niax. abautption at $000 A, -
tisues, the -amino-3-nitrofluvrene, . 187°, focmcd was aud the second at 5500 A, The ers were sopd. by e
Sltered out, washed with NH,Cl soln. and dricd. The 2,7- Jtreatment with H,S0, (d. 1.84). The sccond T was 200
=| isomer can be pptd. from the filtrute with NH,OM. The less sol, in HySO, than the first.  Treatment of 1 ¢. of Buos-
i’ 43-isomer (11 x.) was reduced with 50 g. of Za dust b cnone dyw with & mixt. of 3 oc. of HOSOVCl in 15 cc. of py- ne
] é Im 250 oo, of TGS ake, in the paesenwe of CaCly  ridine i the presence of 3 g, Fe filingy ot 60° {or 7 hrs. Y ]
s = (§8. indcc, of wates) fue 3 hus. yiclding 78% ol . The  yhelded “kubosol,’” wn acid sulfuric achl ester of leuco “
§ coudensation of 4 5. of I with 1,76 g. of naphthalenctetras ¢ puds. of the Huotenone dye, which dyrd wonl Lright e
=| carboxylic acid in 15 cc. of water in & scaled tube at 170~ -, yellow, A A P s
3| w0° lamg hn_nyei:}kd 3.9 g‘.ud'dlimidtmk vat dye, m. CF=oor e =
above 300°. ye was sepd. from unchanged reagents T e womay T
,_J—s by buling with 10% soda and then with HCl soln.  The M BT R Tl
e h(w!-‘.(’):)'mwh *ﬁlh&f)’ﬂg'a‘“‘c‘m&m '&' By (M T Ty Mo n e T W @a e
» v . { * . .
[ X J i S 2222w o/0000000600000000000C0CO0
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poy comonn Reactiéa betwoen M‘f%““‘.‘"’“‘m- of the relidue Troy A0 'f{'(g’%':.); Died with 1.76 1. ; s
resction of o-phes Y < for 5-10 min.; on coolisg,
e0" - ecids. 1. The Poral-Roshits snd 3. M. Anto- [ wos heated to 185-90 Y o, at the 00
oa of i phtccasipdride. DA PTS5390 83(100)  prodect was pomered wnd cxtd, with NP QG 1 .
i "ﬁ“‘ TN summary).—The suthocs lnvﬂthtlu;‘ ;r "(‘li) pi ¢ aidosels} 1Bl WRs puuui by s, \;
oo sl || &.,'."m.«';‘":amcm&n o e foiows: ot 7% MO, fiuraicn aad sow ceywn SLMSSS -e®
e e following obeerval ¢ . H : 00
e ol '&"ﬁwg.g(m)hlmm%um ke comep H to yiesd the free '&1;-7".)’
o0 Vi (ration, to 80° sand trestad with 8, o-aitro ot ith hot beasene pol - . 20
e after BIUmLion, Mo ing over 0.5 hr.; the mixt. was re- treated with bot b with hot bensrme, thes .
o0 2 sl stirving for 6 bra. at 100-8°%, Shered and ey - lterd Moty 00 S8 0L o, m. 414-16°. Fueed 0 0
o0 8 the pptd. I wes Altered off aad 1o yiekd o mebeosimidasele o | P
oo ? 3 ’M l:'ﬂ)’-‘m!"“;ljbvnp: 101'6'2‘5". u‘:")d (8 ) was troated w2 4 ey ; 9@
, dried 8 H . (009l to 120-30° with stirring . . wae , estd,
oo/l SO L o the vl water sier 3) 120 with e e S g T |'leee
Ny v & . .m‘ .N““ . - 4
oo’ min, the mixt. was e h-:‘l':u.d raizt, of diphihaley-  sp e with 5-.‘4;2_ e ox § . i|ce®
00 AGO. The e i amimidatols, had was  simidagole (3 §) ixed T Ko iocrion, sher whish H P
0® o »-p&nr w‘.hm.nm,ml-“‘m-“‘ et 196°, them 200 10 COTRNE s saivests; wder Yleo®
) “‘ﬂm m. 200° ead 413°, rewp. The AcO sola. ::“M li’ the starting peoducts were recovered. '
[ 1 Bl !"M .mﬂd?ﬁl.M. mmmo..)mm‘d'“h“-"""""“’"' EEY )
o on 10 (from AcyD). The wae of bensmme T0F 500 - wh,dhlu.uthb.p.;thmhd <0®
. z ‘:',;d”,,..'*.,mmumnwm- 'willmltu- dm:?m extd. with NaeCOr ;ola,.llllhn‘:htugl g
ol rhguer'y "ﬁﬁiﬂ:‘d the AcyD Is converted  with boiling KtOH ead crystd. m“-‘_u(,u' T 0%). *
boxylic ackd (2 vimnidascle). [ (100 .} beated to Pty ] mixed with 25%. Dwes heated ut 100
to the Dot ad with 10 8. of I aver 20-30 min.; alter .cbovea‘( 3.58.) e e wielt waa extd, with boiling v o
IR i - O TR b L oo A B
dered and extd. . cred off, weshed with  n, e’ (MIA5), w A N The atter was
terial wi N . N ., 4440 (%), [ ] J
. "'?- e W Five 17 5 rude diphibaloyloghentl;  iiwusimblasnie, L K0T Vil 'd g, diohiialeni-- i
Byl water IS aabing with hot E(OH gave 1.3 abo peadng to ® for 3-2.8 brs.,
: i mw , M. , m. 100-6°) while recryms g:,':“d by extn. with ot EOH and the usual puridca- ——1 lvg @
Sl asa Vs eeracewmvans tnl T pw—r 4 i e $0 0
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of & procant m, 414174, Phesybene .

O®  jan, 1o yleld M
senzhvbdarcie (3 g.) and 10 g. § heated for 7 hes. at 190 .
oo gl‘:)' falledd 0 m‘n? addn. of the same amt, of the former oe

lubnnw..mhl.udﬂm-d

o® to 10 g. boilin
and up o O e, belling; we of e pd

PYY turger encrm of § ot Yo e
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e " Reaction between asomatic diamines and dicarboxylle o]l

o0 al 1]} : aclds. TII.. Reoction of beasidine with naphthalic ea- / LA
o0 » ) dride. ll. A, Poral-Koshits and Z. V. Arkhipova. Y

o’ " Gen, E3STICT 1, Ma(i4) (Knalish o
o mmmn) of. C.A. 39, 40009, ~Denshiine (M) ) was
aa s mwlteed at ‘M fn o pogeelalis dish nml lmuul graduall XY )
08 e wih B 3, naphibalic byl (1) with sgitatbu; ite oo
CY Kl ‘at 176-8)° the miass was coules boaul | with K1OA,
oo 4> Humuo wn..«mw»n wvidedi phenyl, : -0
oo 1 1" P T ol 5 el sl
::‘ i , Ly hu(in equimol. amty, olthtmn-uinnmltdlube HETY )
b S uwozou' Heating of equimol. mints. of the reagents !z..
Y X in ag. gave a small amt, of alkati-sol. product, -

. ¥ B m. 3153°, whkhmﬂbcdhmimdudvh:huubulh( RELY )
;’,:a S ) lw-vam’nmmuhmm‘ to be A- oo
‘ : '~ minog i . - 3
".u' . . yi (0.55 g.) and 0.51 g. I were reflused for 1 e ®
® : i ’ hr. 'ilhlﬁec.PhNHQ'nhou ¢ reaction ; the same result “lzge

[ X B was obtained with up to 36 hrs. hesting. However, heating 2
FY &4 : : in the presence of water in a sealed tube to 180-200° for 8 2l=0®
- hrs. gave & good yield of 4'-uilro-4-nephthelimid W, - 0@
m. over 500°, h does Dot se mor is its NOy
uction by any of the methods tried, sge
'(m.z;)mhuledlom‘ gradually treated with 100
4 1.32 g. ben the Saal temp. 250%; after
- 4
H heating to 360° and the usual treatment, there was ob- 0 o
it tained by sublimation 4,4’-ding ine, 0@
i abouit 500°, insol. in the usaal solvents. G.N. K. :
LR H L - 500
’ Gl ASa.504  sITALLURGIAL LITERATUAE CLAMWICATION S o P T— 00
B} | Srom siwisiive .~ : 190w $0wiNY e ®
]/ tenosd s T23030 wiv ONV &l BUNNE ¥11137 0% OV 411 o0
: nnnnu"';';;;&;";‘t’”’t“‘;";}gmtlluon-1'us.o:cvm _
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PORAI-KOSHITZ, B. A.

"On.t,h? reaction between aromatic amines and dicarboxylic acids. Y. Reaction of 2
7T-diaminocarbazole with phtalic anhydride.". Porai-Koshitz, B, A, (p. 1919) ’
and Salamon, G. S.

SOz Journal of Ceneral Chemistry (Zhurnal Obshchei Khimii) 19kl, Volume 1, no. 9-10.
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o0 |- Roastisn botwoen iromatic dlamines and ddosiii e T
oo !} mn.ma&-mvw ’ - Il

X A with deriv yieki of U was 8 g, m. 200°. Treatmen -

e 4[| (Dymuet Fab LKA T (M mn" " G Ot Tirowa RO Py 20 “.,“..4&";' b w201 | (OO
Ldd CA;”'I)‘&?J‘.” L‘.‘.‘.‘“." - smmmary); - of !wzm’l‘dtoe‘nh:éwloﬁ:::ﬁ&:i:!wl Bt
T R dlanicidine condense with 1 mel w.ﬁ:‘é.’."“‘w"‘ St treaied in rciten state with 35, ombime gvet 1. [o| ®®
oe °|Yli . manophthaloy] derive.. without ormation of "!)l"'? ls?d'::&ml:&'hub!m'h 2v., conled, §|00
B e e o e e

- h compds. is disproved. The compd. ¢ . . ).
(Y X .h.winh&mddem&- to excessc gwdhe:‘:'l?o-“‘lal'h”pﬂy;‘gﬂ : ?.
00 ¢l 11" (Gos. chios. ilad, 30, 1145(1630)). Duoh ot aowle’” L _ T8 (lows buse) heated with cacese § 10 170" guve oo |5] 0>

* . vs. form di- yiekds of the o deth % ve good z
o0 3 120,09 mes cromoon o yiber renction with 1. ' o-Toldine - »"O'd"ﬁhtrlwmi-:u_hné" d o :.Q
z {20 ol e the moltcn state a8 200° with 4 g. 1 - 47 o-dianisidins Jhetoyied |,1"0@
itk ] ted for 1 br. o 220-50°, Tt aled (o cyekias A0, whch was 2| g o
' et was pround and beated with 500 cc 10% HCl and with PaNMey o a o lcee
T ihe Teaidual memephihalorl -HQ (1) anlsidine (35.) wot aciind to 5 * and heated for | |

was mespended in dil. HQl, diasotized with NaGy. o) wae added t030 5. Lat 170° and heated for
1 coupled with sik. sola of 2 e 5 e o Jieid % ianindine, m. 338° | [“0®
) § o -saphthol to s t red (from PhNGy). G.H.'I.C‘osohﬂn - LY )
M "0
al 12 =00
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A b g g A tofn -t T aND 1IN0 _CRURRS e oo
.. 4 " "! M '.‘-"“'“'(| AmD PRAGPERTIEY mDE . ..
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) ~y -
oo’ i - -00
PYIRRD Vi A
. : “i i fess than 0, the o Nily deriv.  In all cases in alk. solns. "::
| o M c . N . . . -
00 ¢ )V i l‘;\‘c‘ p-OHt product x-r‘rdo;xlun-_lre‘(‘l; :1‘:1;(!:“-(‘);1 dy;:ld' "l:“ %
i 7 ‘ id some asi with lowered [ - ) X -
CY W1 ‘.m ‘{Wlse.n;dlyt?togosl-qgao-l-um ';:;"‘:zf exists in 2 'u!m:)h wlychl ::: rud:l'y -;:ili:"::i e
60 2 Hits E. Poral-Koshits, B. A, Poral-Koshits, and V. V. vortible.  All of the dyes obtaine .“‘..“d'x‘ cids ]
!t ; { Q&cnim- (Lc.niunul'C!i'iﬁ.' "!'t“ch.’!ﬁs'i'.)‘.“"jl Gen. Chem. * dye wool 1o Bordeaux, bt::':c :'::ié vidket vﬁ;‘" .00
00 4l TUISR 15, 4406001045 (Eoginh summary) —Movo. ucts had the following SRRCCIIRG o e, (ol 0@
oo 7. az0 condensation of 5-amino-1-naphthol with equiv. amts. az0)~5-amino sphiked (ohydroty Q) T s amine: ! e
i. of p-nitrophenyldiazonium chloride and phenyldiazonium abisorption max. ! d") # 245—6»"', " $-amino- f=
Sl Mmoo Sl Laphd (e e G- || 0@
[ X ) - and o-amipoazn dyes; p-amineazn dyes were : G- A S-amine-t- o (- :
[ X} :",{"&?uu:f}'ﬂ":ﬁ. p-Nitrophenyldiazonivin chlotide in Amino dyc}), m. :-’:-m 'Hm-::;:lmxy d"dcﬁ)' nm‘. o : =08 .
o : all pH values gave almost .cxclu.-iv:ly_ the hydroxyazo gl:ay:n:m-'l’;:”“,,‘_ 100 A.: $-pheepazo-S-amino-I- 2 00
o | i i e phempkionar ehhorid gave. ot P il .h’::lma’-h roxy dye), m. 144-5°, abwrption max. MELL
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RP-118 (The mechanism of the diazotization reaction). K voprosy of mekhanizme reaktsii

diazotirovaniia,
Trudy Vosmogo Soveshchaniis po Anilinckrasochnoi Khimii i Telchnilki, 74-78, 1947.
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a.ainino -1 -naphthal snd some of its
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Determination ot the atrugturse ol
mensaso dyss fluin S-Inlluo-l-nl()hihul. A, b, Buate
B, A Potal-Koshits, upd V- V. Perekalin (Lealus
~gead Chem, Technol. Lnst.). J. Gen, Chem. (U.S.8.R.)
17, 1758-67 (147) (in Russian); <f. C.A. 40, {8858
In Part 1 is was shown that coupling of 5.l-lI,.\'C;.H.Oll'
with PhN:Cl and p-()..\'C.li.NgCI yielded 3 isuers for
cuch reagent,  Thew weee given the \u\wiximm\ assigu-
ment of 2-0 4, wndd Q-hommers. Thr catablizhiment of sonie
of the structurey has now beest made un the basis of the
fullowing olncrvittions. .\'-I-.\'-.mhlll)‘lpl\lluliluidr, N-
t -muhlhylphlhalmni\' ackl,and .\'-(i!~nilmlwluylidvuc) -1-

' ‘unphl!\ﬂ.mlhm are Incagable of g eipling. hyvs
P abtainead by voupling N l.'\~|\n|nuv~l-l|.||»hlhyl)|vhlh.d~_
. i wcisl with PhNCLate identival with dyes gargnd. by
f phlluloyhlhm uf u-plmlyl;tnhﬂ-um'mu-I~|uph(hul aiseld
S-plwnyhm“b-‘uuinu-l-n.aphl . Dyues from PN Cl
awud the .\-(Zl-niuull'ul.ylhlrumluhm) V-naphtliol are dden -
teal with the producty of the genction of $0NCALCTIO
“with 0= phenylase - foamino-1- nmphllm\ amd 8« phiens
ylam-"n-uminu-l aaaphthol. .\'-(ﬂ-.\'ilrmu-&-hynllu‘)‘- i-
luph(h)’l)phlh&lhlui\: acid does nut react with diszo
coinpounds. Replacement of the H atoms of the Nify
group in the new dyes by acyl or henzylidene groups
weonhrowfe shifts the coloe becosies deepet.
Whent d-am no-§ -aaphithul (1.00 x) wiw fused with 1.8
l‘:agh.lhullc anhydeide, the teaction was complete hx. .l '.'

Ao dyes from
derivatives 1L
.1

cCuatn fLENENTY

ml.
10
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phthalam
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sod.  Attempted coupling
failed to take place. me
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in 30l 30T
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EtOIl dild. to 100 ml. with water,
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$,CHO fn AcOILL
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» midas i . 1. Mechaniam of fermatios of  {1rum 3005 ale.) (F1CE salt, m. 300%), in W6YL yield from L Ivee
[ 1 ] b.lnlU‘:l'..I‘:."d::ﬁ::l"nlu‘ the rele of hydrechlaric lll()lll, uéi‘n' 28¢5 1L, .lun;;h'-‘n “:""lw;ga)‘j}; )vn.'lly':')‘; St
( 1 J acid (o this teaction. 1. A. Potal-Koshits, U, ¥, Glaa- -, 240-7° (fiom water) (MU sty 1 SR )ty i
Y A hurg, and L. $. Efros {Leilugrad 'l’«hnoi. last.). J. nicutinie acld {n 409 ykh!..unu‘ o HCL, duration 2 i
4 3 ('n..L'Mn (U.S.S.R) 12, 1708-73(1947) (in Russian).—  hes.; Z-maphubyl, m. JO-UL° (from 36T0 ale.), hm:l t- i
o0 "i% S(.{,y derivs. of benzimidazole can be prepd. by l::‘-ﬂl(z:(l c..x::’c;‘o.u )ugngmll&;;:' "(Lfl' .mrl.m)mf 40 m“lli ;\'(.‘.l( R
] ine wi i ids i resen: 1 -13° (from ale.), from p-H,NCJIt,-
Y RIE an o-diamnine with carboxylic acids in the p ce aminobentyl), t}: PR N o Juon. s .
. ¢ fice diamine, resulting from hy-  COM (HCT sals, m. o A tous b - .
[ X ] f § l;"‘ll‘;'.i,"‘.;“:;:: 113.1‘...1..‘ is tesponsible for the reaction,  bewshpdryl, m. JI8-10° - (o (\l').",. 1o, _hm!o‘ {
LY XaH ;:u!}u- 1IC1 salt is incapable of reaction. The catslytic  Ph,CHCOML in 44% yleld, using 1075 Hel, clm'.um;n : b
Jalv action of HUTis explained by activation of the COst group  hirs. |ll£.lsall,'|n. 233-8° (from alc. HCH]. !(enun;( .3}' :
.o by addn. of a protou to O, forming & cation of the acid  mol. o-Celly(NHa)s urd 0.01 mol. BLOH 49 wmin. to 18-5 :
o0 ¥t:‘tlrc.|mn deficicncy at the Catom.  The intesmediate  in a sealed tube gave 655 '.‘-ppcnyllnngm:«!nmlc; repeti- :
im(ht reaction is the product of addn. forroved as the result tjon using n-CJI.(Nll.)..'JH_LI gave U ‘nryl'f,l(l; addn. of z
o0 '; utry of the unshared clectron pair of oge N of the di- 0.5 ml. H,O to the latter mixt. gave Hi% 2-phenylbens- by
[ X Bd et i{uo the electron-deticient caticn of the acid radicul.  imidazole. Heating an cqulmol; mixt. of the diamine and . ;
lmc“nﬁ (NHy)e (0.01 mol.) and 0.01 mol. acd in 10 ml. HzOH in ligroin 40 min. to 180 ve a 48Cc yield, while o
oo ‘l’iCl ce heated in scaled tubes at 180-5°; after adda. of  replacement of the ligroin by H,0) decreased the yield to :
z \'Il.(‘)'l':elht products were filtered off and dried. The 7¢. Heating an equimol. (0.01 mol.) mixt. of the di-

lowi i . 40 min,
wdasoles were s 3-Me, m. 178° amine and B3Ok} in 10 ml. 11Cl of vurious concna, 40 mi
'(‘l):nm tl‘l‘ﬁb)'..l'l:":'ﬂb":: yield ll'lgf 0 min. m:.:llou using 10 180-5° guve the following {irhh of Z-gilzuylhcnuuml»

T (i W3*): - Y LN le: 875 weld, 10.39%; W% acid, 21797 W7 achd,
. &g HCL (L] salt, . SN, 2 M o Gy e s acia, 100550 35%5 acid, 485 yield,
| | bewzene) (M CT salt, ny. 924°), in D85 yicl : Cos 25% , pid.
4 2l COM, using 105 HCL, duration 40 min.: 2-Ph, m. 200 3. M. Kosalapo
i .
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Ny wronp the rewinance effect is 4.5 daes greater than were obtained (the figures are in the order: hydrolysis
the el a e towhichis 1.3 thnes groater than the alteriale pate eonsts. at room temp. and 50°, activation encrgy
vt Phe acid hvidrolysin gs teptencuted s folfonws (eal.), atine disswn, connt.); N bengylidencaniline,
TS e RO\ ' . . . o LR S, B X 1008 N, b X 10 . N-(p- K4
.ll(lL’“':‘“R RCHNHR 4 Ol - - RL'“U“).\OllllR ittobenzylideneJaniline, 1.7 X Il'l". 1.0 X 10°9, 14,810,
2 A < - R “ie. o as-nii i ili 2.2
- RCH{OH)NHR’ o— RCHOH + HiNR’ —— .156*“.);.7“;( ll')".‘\l:r‘ﬁ.“‘.é.‘-::b;(“;{).E'l'e;“.)\'u-ll:l:;ty.lidcnc-x‘
& nitroaniline, 7.0 X 104"/ 124X 10-v; Q-
. . ; benaylidene-m-nittoaniline, 1.2 X 10-2, 507 X 10-,
RCHOI -+ RCIIOL The substantiation of the mechuniun LEUC TR I G 11 LS .\'-Em-nilwlmu)'l'idrnr)-n-nhm-
\()ll anthise, 2.7 X (USRS B S LR Ne{po-miroleuryl. !
T o dene)-penitnoanitine, -, LU X Y, plwnsyl- ’_
ideneaminubenzoic acid, 1.2 X 10 3, 815 X 1078,
e 2 HNR, LG X LS, m:benzylidencaminobenzoic aciy

¥y . X .1
o0 iy RV L T T P [T LT
| N A PORAY 0SS B R s
b T Kioaiefilifee Y ydrolyala reaction®of sromisthlaes. -
A ;_]_l-‘_{\;!:-lalulvkmlnh M Podtambara, V. %, Shev. e
A r_hn'sln, it .T“A‘."l%.wl-wu (leningend Techinol. tnst,), . - . ‘ i
of Hji Joliem. Chem. (U.S.S.K.} 17, I774-57 (1047} (in Ruhhn;. boseet in the dependence of the rate of hydmly.th on the
N ; —The betuvior of Schiff tases from aromatic compd, -basicity of the base usd. In alk. soln. the primary rc-
wffpi o0 Akl aud alk, hydrolysis was investigated. In the  uction i a . of OH~, followed by: RE SHR'
g ! majority of cuses there is a direct relatin hetwe the t " addn ol.O N { l- cd by: REH(OH)NHR
L gi i} rate of weid hvdeolysis and the basizity of the compul.; = RCHOIL } NHR® == RNH; + RCHOH — RCHO,
al=ii the latter mong frequently depeisds s the basicity of the Ol
SHi1 amine uwed.  Theoretical exanm, ol the mechanim iwli- L S
Faii; where the uddn. of ON is simultancous with polarization
2 3 i of the CN boud; support for this is scen in more diicult "
i . . - hiydrolysis in ulk. soln. than in acid soln. if such groups 7
SfP]|i cates that the major role in acid hydrolysis 8 played by -“uze intreduced which are not ackdic enough to counteract £
; the protons.  An approx. caken. of the itudes of the the bLasic propertics of the azowmethine, Hydrolyres in z
it resonance cffect and the alternate charge eflect ankol the 0.1 N HCI were followed ut room temp. and 50° by :
{1 feld cffect of the substituted &roups showed that for "ea  unalysis of free amine anc aldehyde. The following values -
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coupling wys guverned by the O} sroup, - S .
.‘i-amlno-l-napmhnl-'.'-.-ulluuir aci! and Gephenylaga-3. & hrown shade, with e mordant (o
lmino-l-uuphlhnl-‘-sullonlc acid, h X L(tg)ina mi. ey SUNCBSION wyy wartted with {5
detivs. which showed 4 ey m';" Ph)ﬂ'-‘" ot s of "
max. towurd longer . 5 vooling, there was 1! tained o), K. 2amino~3-acetym -l
initia) muu-m],_‘rsj::.;v:hl:"::‘hu"(;cwxgzm? does ;::: Raphthed (131), sandy plates, ., indefinitely, darkening 4
ect the location of the 4 1i00 max. in o-hydruxy 142*, decomp, 186-7°, sol, in ag. acidy and atkalivs, 4
20 dyes and since the OH group in them cun be titrates] capable of heing diaratized ) coupled. T q y G
| with ditficulty, the wrold structupe (Auwees, C..f. " Qeunh:-l T3l AcOd wae warined with 9.5 4y I'h
21Y) appears 1o be disproved foe thene vunpds, The  NHUNH;  after wehidenny, the st was ot with
‘quinone.hydra e structure js gl disproved by 1he ) giving | . -"-"""‘"""f"l""Jﬂ‘l.l'-hll)\lrary-:‘.."-
abeence of churucteriatic —~NH— inf 1 absorption, . asumaphthalens, red siecriles, ., '.'m-.'so.' (some decompn, ;
Thus, the M of the OH iy attached neje from ule,), which s alme inwl. in aq, alkalies,
and the Ol H ) and 1.5 g, o-(HaN}LCobly were wirmed in 3.5 0.
med by the h;.ﬁ‘., PH titrmtbon q Ol alter subaidence, the prodduct was Keortnd witly
wro dyes than for the Corresemniing $HO o osutitiiny KLOW, follawed by coly 1078 NaOIF andg Witshiig wily
terlyy, . N tion J Sac do-]. thal, 1,0, Kiving 1.3 & 0, m, ary-pge e Acog); the
. 8. Kfros, A, [, Ptrul-l\'mhiu, aod B, A, Poral-K achits sme product wis obtalner by treating 4 coly Mispretsing
i Ueningrad Technod, Inst.).  [bid. 180L-6(1047) (in Rus- of 0.5 g, 11T in 10 ml. 70°L AcOM with ' m5 k. Cr axiile
! Nan). —Nitrisation of .5,1.,4,;‘\;"(‘”".0" Rives 2onitrog,. in 8 ml, AcOH, dilg. with W) ce, 1,0, exg. with CHCL,,
: Farelamido.f.uy iAol (1), wheme *tructure wyy confirmed CVapR. the ext., uu warming the residye with 0.0 )
i by tormation A acetamida.3 PRIASP A 3sne . HLNYCM, i 3 ml. AcOH, 1 (1 .) wnd 20t Ha
To 10 g. 5, 1-1,NColt,O011 thorpdal In 100 wl. M beated' 13 pidt. with 10 L Acy() guve o conling 0,7 .
i was added 23 il AcyO and the mixt. was ’-5"‘“'4"“"""/0'1-"‘”"(‘/. me 2432 (frow g, AcOlg),
on cualing, 8.5-9 . 'K‘hix' (3 g.), treated in 100 m), cold AcOH with 1.5 x.
(from water), sequf, (¢g. NaNO; in 8 . HiO and the ppt. td, from AcOH,
: AcOH with .4 £ NaNOy in ¢ mh 1,0, gave 0.8 . red necdies, m, 2US%, while difyy. of the mother
gmvedg Iy, imminnﬂy with datkening o 200°, sul, in Hguoe gaye brows . yellow needles, i, g “ basth prrend.
alkalies, pptd, by aciids, Ldyes wonl i 40, suspenshon (o ety ure o, gy alkuli; their Mructure v unknowy,

P it 8 2 ’ E.l
T “sace T;:L;w_' e o Ty ]
0-Phcnylazo. / 0’
KTdtegreen angee, i

I after subsidence of the reavtion and

: Sz .
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[ v of s..-ino.l.uphlhol with dlazotized 1t Y
acid. . 1807-15(in Ru«hn)-—-cwi'“nl, ol 5.1- ps
AcNHC HOH (1) and 5,1-1 CutioH (10 with diazo- e .
tieed M ackd at pil over 4 gives p-HO dyes white at pil products  ubtalped  were ideatienl:  metallic-lobing 1}
below 4 [ does not couple. 11 gives a p-aminoaso “{ﬂ powders, with cules hehavior shmilar to that of the Ac ®
which hitherto has been considered to0 be an o-amino deriv, desribed above; the atmorption uias, was 510 L]
@@  Jcriv. (Ger. Pat. $5,190), or an o-HiO deriv. The mp. The same product was obtained by deacetylation PY
structure was established by rvduction&lol}ov!d by oxida- of the Ac compd. by hot 1:4 HCL  Reduction h( 7o in °
tlon to Jugtone. [ (‘2 g.) in 10 nl. 10% KOH and 20 ml. HCL gave 11 acid and 4,5-diamino-1-gaphthol-l Cl by L4
1 J 1,0 was treated with the diazonimn derlv. {rom 3.2 11 addn. of HClto the filtrate), which on hral_.iu; with A‘:Ull P
H acld in 0O ml. 1,0, and the bine soln, aciiificd wit and 133 HCL gawe ihe sanie hnidazole detiv. us described s
AcOtf, giving 47g.0ln metaltic-fooking powler, forining abave, 11 the coupling of 11 is conducted in AcOLNCE
@@ & vivlet soln. in HO, blue in dil. atkalies, red In stronget ot ut pit il agaln Wdentical praxlucts are ohtainad: aciyst. F'Y )
atkalies, absoeption max. 0 mp, dyes wool vioket. powder, giving u viotet soln. in walet, blue in acids, amd o0
Titration gave breaks ot pil 0 and 4.7, the mol. wt. Ve in ulkalies, with ppts. of some of the dye; heating
found being 53 the same peenduct wis obtalned when Lin atkalies yickis NH, (detected by odor) awd 4 blue r'Y )
coupling was run at pH 4. The product s protmbly: ., shocption max, 580 s (pii 3). Raluction o P
3-(l-ulunida'4-hyiﬂ'l."l'MPM.?“"")‘"“"”""”"5' thie product with Zn-HC gave 1 acied wil o soln, of
“""f"""“.‘--‘i“"'(’"diﬂ" smi, 11;0andalittie Na- 3 5-dlaminn- L naphthol, which with 104, FeClom vty 'Y )
O, treated with Zn dust, followeld hy 10 ml. concd. HCL gave juglone, rol-otange peedles, . 1477 (from CHCL). PS
and boiled, gave the H (1 sultol N'*ﬂ‘s'“ﬂ'“?"v"““‘ K s coufiruns Ui structure of the dye ax: S-(3-hpdrory:
' .T,'i-duulj.rl‘naphlh{h:a)-&ummo-l-m Athid, The o-auii- o0
. noazo deriv, 11 x.) from PhN:Cl and (P.-K. and Pere- PPy
thimidasole (111), yellow needies without & definite m.p. Kalint, C..0. 40, 4885} in 20 i, 110 and 10 ml. 107, KOt
When 1T was coupled, as above, in alkali and at pH b, the “way roduent by Na hydrosullite amd acidified;  after (1]
removal uf S the filtered soln. was neutralized by NaOAc, PP
‘\_"3 treated with 0.8 g- pb:n.lnlhrencquinuue in 200 ml. HO
SN with Nal50;, und boiled 5~10 min. to give 0.75 . of (1]
N Nu the cosresponding azine, ycllow needles, m. 307-10° Y
(from Phlir). Similar treatment of the ahove dyes
failed to give the azine, thus confirming the alnence of the 1 ]
g-amino structures. G. M. Kosolapoft PP

APPROVED FOR RELEASE: 06/15/2000

CIA-RDP86-00513R001342510020-3"



TSN .
rC e

istributions of the 3 principal
-, andd RN:NOH) at different pH-
. pil 5.6 v9.91, H.01, o0.08; pH 8:
8.25: 82, 2.1, 15.9; pH 8.5 36.3, 6.3,
10.5, 10.5, 793 pil 10.2: 0.25,97.15, 2.0.
soln. of the Na nitrosoaminate (10 ml.)
is treated with 5 ml. 0.5 ¥ HCL, atlowed to
ansd rapidly titrated with 0.1 N NaOH\
the titration curve i identical with the one obtained above,
giving breaks at ptl 0.0 and 100.25 jminediate titration
givera inirroe-luage QUVe. The point where the pH is 9.0
corsesponds to maX. amts. of Nu nilf(r.manllne
CLASHPICATION

following d
N:NO

B

! weak tascs, the
! forins (RN,’,
i values were €@
{9, 1, 8; pil

L374; pHi 8.6
When 0.1 M
in 80 ml. 11,0
stand 2 hrs.,

e i o T
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Strecture and v-ndomhdo?-ia"di&b‘cbﬁp'oudl. .
Differest forms of p-niuodhmwno. 1. V. Grachev. o0
" Chem. (USSR 17, 1634—12(1047) (in Russian); -
Jal, 1215~ The existence of the following forms a1
wliazobenrenc  has been wu: (iazounium Y
- Na salts of the diazotate and inate,
gii and the diazouium salts of the latter acids. pe-Nitro-
E‘x %n::::lm:::; :‘lh;,l‘;;’:lgfua;‘:u;:n‘: :g: gmm;:;‘ absence of tree Nautd. The values of the dussocs. const.nd,
o diazotate. N ration (glass Sectrode) of p-sitr Sbenzene *the hydrolysis const. I\_...uml th_e degree of hydr_nly.-h aat
% diazoniwn chioride sui. with 0.1 4 NaOH at 13° gave -'é‘lﬁ..nh;' dgn")?r:(:)"&\‘n '()l())li-l ; }\"‘- éa-xuk k z‘_'?,";(' )
311 curves with 2 potential breaks: at pH 5.6, % sch cor- To-: LNNO- \"?K-'O:!’)( l'()_'.' 0025 'R\"'\'O‘ H
v responds to the max. concn. of -mlrobtumulhwnium RN:* X, 14.5 4 ‘0"-9'. RN -NO "'E K 245 X BERY H
o and the atnence of free 111, and at pH 10.2, which RN-X0, Na*s A0 % wa o1, KN-NO, RN : «
i1 correspouds to the preseace of the k. concn. of Na - K 36 % 10'_,.'“ 0BT i Hlﬁmeﬂm n'nd.::o: H
nitrobenzencdiazotate it the ub_stm‘t' vlcn(i“ 'i‘ox. menciature of the diszo compound series. 'B.A, Posai- ‘g
acids ¥ oshitsand | v. Grachev. Ibid. 1843-8.—Since the cur- -
s is at varianee with ‘:i
|2

their structury, # new nomenclature 18
e« into acvount mesonieric funs and the
f the diazohydrate forms. ATNLE N)
: diazonium chloride (€80 p-nitro-

Ar.\'(z.\‘)Oll-—o(Ar.\'s.\')+

wropored, which tak
amphoteric, propertics o
Cl—(ArNiN)* t+ Ct-
b:n;mcdhzonhlm chitoride)
OH~: bydsnte of diagouium oxide;

RN§N: diazonium

CIA-RDP86-00513R001342510020-3"
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foa; ArNN:O: ) nfubﬁnmi'm!e ion; ArNHN:0 o
(Ar.‘i’.\':O) 4+ H*: nitrosoamine (nitrosoaminic acid):
ATNNaNO o (AsNN:0) + Na*:  Nu nitrowouminate;
ArN:NN(NO)Ar o (ArN: X} -+ (0:NNAr):  diazo-
nitrosoumivate; ArN(iN)N(NOJAr < (ArNIN) +
(0: viu\x) diazonium nitr fnate; ArN:NCl -
(:\r\..\) +CI": diasochloride; ArN:NOH o (ArN:-

\) 4+ OH~: hydrate of diazodxide; ArN: 8 diazo i jon;
ArN: .\OH“(AIV NO~) +H*: diazoicacid; ArN: A\O
diazoate jon; ArN:XNONa e (ArN: \0') + Na

sodin  diszoate;  ArN:NON:NAr o— (At.\..\) +
(()N NAr): dumdhma!c. AtN(iN)JON:NAr o

A!.\;.\) + (O\'..\Ar) diszonium lh svate.
G. M. Konolapot]
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Dyss with antipyrine auclel. A. E. Porul-Koshits,
B. A, Poral-Koshits, and O. P. Ginzburg. - Compt, remd.
wead 5 CIR.S.S. 98, ST(1047) (in English) ; of. C.4. €0,

4217 —The authors reported (cf. C.A. 40, 42174 that
the dihydsochloride of the condensation Jsmlucl of p-Me;-
NCHCHO with 2 mols. of antipyrine ccomcd. ot heat -

ing to u gus which was 80%; H.  Further work shows the

main component of the gus to be CIH,CI,
D. P Holloway
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BORAY-KOGHTTS, e A. | TR

UBER/Chemistry - Diazo Compounds Jen/¥eb 1948
Chemistry - Titration, Potentiometric

"Composition and Transformation of Diazo Compounds,®
B. A. Poray-Koshits, I. V. Grachev, Inst of Org
Chem, Acad 8Sci USSR, 14 pp

"Iz Ak Kauk 888R, Otdel Khim Nauk™ No l

Using potentiametric titration method with glass
anode, authors established number of basic laws
and constructed new theary on the struoture of
d1azo campounds. Theory has clarified number of
previously incomprehensible phenomena.
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USSR /Cheaitstry - Dyes
Chemistry - Dyes
lene

PA 8/ 166

-of the ortho-

» From 1,5-Kaphtha-
» Amino Derivatives

"Information on Azo DPyes Produced From 1, 5-
Aminonaphthalene and Some of Ita Derivativ
B. A. Poray-Koshits, L. S. Bfros, Lab Tech of
Org Dyes, Leningrad Tech Inst, mw PP

; "Zhur Obshch EKhim" Vol XVITI (Lxxx), o 5

Descrides potentiometric titration of azo dyes
and states some conclusions on their structure. .
They are resonance systems in which, in the case
position of the azo groups to the
hydroxyl, there is closed resanance through the'
‘e s | _, “8/49166

USSR/Chemistry - Q&w.

not tautomers. With a

group to the hydroxyl,

~the dye and detachment
- due to the formation of

"APPROVED FOR RELEASE: 06/15/2000

Y-KCSHITS, B. A.

Azo (Contd) o z&:& :

-hydrogen six-member ring. The resultant increase
of energy mekes the electrical dissociation of
an ortho-oxyazo dye with a detached proton

" impossible. This considerably decreases the acia
Properties of the compound. The quinone-hydrazone .
and azide forms of artho-oxyazo dyes are mesomers,

para-disposition of the azo- :
the energy of dissociation of
of the proton is available,
a strongly resonant ion. -

_,,_Hr»moonm»mmumcu%pnouommom the acid properties of
© the compound. Submitted 20 May 1947. .
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. Petentiometric titration of ot i derrative.
DTS, Tl e 5] el
P . S. Elvos. Zhur, Obshekel Khi ven. C -
18, O0-35(1948); of. C.1. 42, g;ﬁ;—owm et
titrations of 8-X~5-amino-1-naphthol (I, 4-X-6—nminof
l-naphthol (I), the N-Ac deriv. (II) of 1, aud 3 o

OH N:N--

HO,S \/\so,u

Zﬁ-lli&ﬂami‘lo-l-mph(hol (IV), where N\

. b als tl
;W;I“nh :l‘unm “'m? proved that only ulk.“ﬁl‘r:«.l:;
» L and IV, aot W, are titratable with HCL the 4t

PRCCEAIRY &
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3 giving inflectivns at, resp., pH 9 and 3.2, 8.8 and 4.2,
and9Zand 5.1.  Consequently, only the OH group in the
fara position to the N:N group is titratable, The ab.
seption max. of 1 moves frm 310 me at pH 3, to SR ma
at pH & (ULUT"7 onization), 55) mas at ptl 7, and 39} mae
at pH 9 (ulmost complete jonization). An analogous
shift of the nax, is found with lIl.  The absorption spee-
trum of completely ionized 1 is close to that of 1. The
" oxyazo dyes are resonance syrtems in which, in the case of
OH groups in the ortho position to the N: N group, a closed
six-membered resonance. ring is fonned by H bonds.
Owing to the energy gain due to this resonance, clectro.
# ytic dissoen, and acid propertics are suppressed.  The
aeidl —C{N:NR):COH ~  und  quinonchydrazonic
C:NNHR)C(:0) —~ forms of the ortho compuls. ate
not tautomeric, but niesomeric stzuctures.  With the OH
group in the pars position to the N: N group, rlectrolytic

330w 1310vigva momanS

dissocn., of 1§ * {a euergeticall V )

P » y lavored oming (o he (orma
tion of u high-resonance anion, hence (hcn:t:'u' 1 fony *e
propertics of thew rommds, ] \"l y acidic

N,

A.10L 8  BETALLURCICAL LITERATURE CLAISIFICATICN
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USSK/Chemistry - Synthesis, Dyes
Imidazole Derivatives

»pesearch in the Field of Imidazole Derivatives:

W II. Synthesis of Several New Phenyl- and Alkye-

: Phenyl-Derivatives of Benzimidazole," B. A.

| Poray-Koshits, L. S. Efros, 0. F. Ginzberg, Lab of

.HongOH .ow.onm b%mmu H..aﬁbmu.w_m Tech Inst, .w.w ™

’

*zhur Obshch Khim" Vol XTIX, No 8

o-Diamines of benzene series, both with'greater
and lesser basicities than that of o-phenylenedi-
amine, have considerably lower tendency toward

condensation with carboxylic acids in an aqueous

F—2 . 1497130

USSR/Chemistry - Synthesis, Dyes (Contd) Aug 19

hydrochloric acid medium of ophtimum concentration
under pressure. Nevertheless, this method can’
still be used in preparing benzimidazole deriva-
tives except in cases vhere oxidation of o-dismine
prevents its entering into condensaticn. In these
cases derivatives in question may be prepared by
melting reagents at 180° C in absence of oXygen.
Examples of condensation of 3,4-toluylenediamine
and 3,L4-diaminochlorobenzene with benzoic acid
confirm earlier conclusions on the mechanism of
formation of derivatives of benzimidazole in an
acidic medium and explain effect of basicity of
original amine on course of this reaction. Sub-
mitted 27 Mar 48. T
o L 149130

.
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PORAY-KOSHITS, B,a,

[ S P TR

-,.
t..-...,.u.!r'

Basic character of amines

. Khim.. Trudy VIII Sovesho naty.eir reactivity,

Voprosy 4ni14
150, k53, Manira Kin. 1 ok, (Brace Gon smitine pon 2
(ca”4p 20,21:10980 '53) (MERA 4:4)
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Dyes with antipyrine nuclei. 1
A,Mltmuuz\p.!,\{u (Leningrad
(bshehed Khim.

.. 42, 1] . —-In aQ- <nin. the
rive. formee i

(o nation ol colored wit vatloms.
.luxnupyr_vl;:henylm’vhn--l (b at 17T bl

lrnuumelnull_v. Two intles tion poant
titration curve: st at pit abtout .
of frec Navil and the 2nd at pH abuomt

tion of 1.
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RIS I e T T
s

APP
ROVED FOR RELEASE: 06/15/2000

[} Cen. Chent.

of atkali
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The basicity constant ol

~
at the end of titration
5 at the end of titra-

. M. Kosolapofl
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gf“TS R. 22, TTO-81(1052)(E ngl tnm}slh![ou)

Ghemicul Abstracts She 1. 36, 7T, BESEESS
vol. 48 No. —_ o _ :
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: :/éﬁ{x&n;élgf:é I (ngﬁsmmuf g
o salicamines into GG, S Salyamen, LV Lo
T T Gmevev, ond - Bi_Au Loml:Ke '_':f%ﬁe‘ it o

LI 5 {
- 24(1033),~ N-vitnun
carboxylic acids & showw by th
“aromtic: pitramines and their metellie mita !
desmotrapic forin. = The observed:deepening the”
< and p-nitra derivs. with hicrease of erivironient pil {gvot
mer ) utly by ‘quinoidationat:
( ! H car:NOs groups,:-Linear logarithmie rela-
* tion exists between dissoci, coristanits of thienmines, ‘N-pitra:
nlincg.‘cu:bokyli_gfaqids;, and dizzo compounds; which:hav
the satne substitoents. . Titration of mitramlnes with NaOH
gives 2 potentinl breaka charncterhitic of salty of weak aclds
To 12 g K in. 54 1} 8bas TR0 wap added 8 g, K (tsmall
pleccs), 60 ml. B0 aud 46 g; p-MeOCHNHy; - the ¢ Ixt.:
was refluxcd 0-8 hrs., cooled and tr
NGO, yiel;linx; 61% Kosalt-of.
‘whichat =& with 10% i1C1 (to pHL3) save
decomp. 79°, whicki decgmps. in dag. solns, [
powdet; K salt very sol: calorless powder, . Similatly was
:obtained p-lqulnilmrm’ni:jnc{J',*;n.th!aH‘ {Na sgalt, sol.:in
CROH);: phenyinilransinic acid, T 45,6-0°, sol- In H (o]
petr. ether; " chlorophenyintiramisisc acid;
McOTH NG “soln. ~from -40.2% g. amine:
% tg miolten 1300 g KOK ¢
-with satds NaCland similar e
erys | e erude K- ,-qnidy‘m(tios:uninum.‘zwhlch :
taken up ia-1400 ml, 6% KOH wa2 triated in 4 bre. with 400
ge KaFe(CH)y in 803 mi. H;0 and kept 24 tigy: at 18%, yield-
-ingafter 8 hre.at 60°% K panitylniirominofey, which was -
rted to -tlie free acid, as usual..” Similirly was®
n

- then conve i :
rend 429, menitrophenyliiraminie acid, m, W358, o5
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A e e ——

6 anslags e 11221873 “oenfiro enalog,. m. 65.5-8%
latter. Is: generally more sol. than p< or  r-analogs. - Th
me.thud‘pmposcd?by; Ottoni {C.4. L N274; 77 Chema Sées

. 400, B00(1902)] :gave 3 4-dichlorophenyluilruminic aeed,

C i, 53540 2.:_;._5.s—tclrddxluro[ahcnylnitrq_ming’c, ucidy” mi:
133%;" P-llilmphcnylnilr‘amlnic'ﬂcid prepd by Shis metiiod :
could'ngt bo purec tlm_n’m_.,l,u,".;vfl‘hq_tiuatlou for dutn. ol
the dissocn. constants were made with glass electrade; with
‘pK taken o3 14.24, with all detns. made gt 16°, = The fullinve

ng -values: of: dissocn. constants’ were. found ‘as pKas- pe
fcthoxyphenylaitramlnle’ acid 5.00; - p-tolyl. analog - 4.583
pheayl-analog 4.7 - p-‘cmompl\cnyltaqnlals 4.80; - phnitroe
“phenyl arialog 4.0 -nltropheuy! analog 3. 8; " 9,4<dichloros

- pheuyl: analog 533 .vo-'n{tmﬁ;mﬂ ‘uimalog 2.88; 2,3,8,0-

-tetrechloro analog about 3, ~Thus the Hatom in AtNHNGy

“hes approximately. the ‘sama-mobility ns- H: in COH. 1L

=d apectra of abso uilon and atructore “of arylnitra-
yryloitraminie ids).; Salyamon' and NGl

of HO;: they do possess @ 1,5 4 band which .
is --Hence ArNHNG, are true “nitro derlvs, and
~not ArN:NOOH:: The H atom is'capable of hydrogen band:
 formation; which may be inteds of intermolecitiar d ending -
: on-structure. The NOy group i these sibatasces.has less
bility to form tydrogen bonde than the NOp group 1 2r :
' ‘gromatic sing.  The interac between the NE group sad,
neg. substituents Id the ring {4 showa tﬁ’ lowerlog of the 1.0
,-essenthally paraliel to the fncrease of-

slonial. v Howi, fesp.: __'_gi‘szl;ii__cﬁv.‘"i;ﬁﬁzsnd'
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lxmmd the wlt fosmalloss stodics and exaulmi
abseeption curved of the gubstanced,
arylnltmmiuk‘. adds were heated o fnabseros of
: alles 4-0-hra. to 50~ <70% and’ were then titeaf
HCI the resulting curves were priclicly the. same
nbtnincd irom the initlal zolns.” The Nn mltof- the p—an d
AN HCU Cl showedthe max,: y.c!d of
+48~52 mrole-Zy In 1.25 birs. at 20
: i mmunn ciuryes are she
M ¢ of th v Is 1.3 )C 1
.“basis of titration® of: the Std lnnectlou Ig«n the curve,
The mldcncc of the auisy} deek v. Cl: yields ng :tated :
: 2-nitro-4- -methiory ben!
on acetylation. ylelds the' Ac: denv..r—m.-
these substances couples wil
&iae}dlng (2 mt:o ~4- mcthoxyphcny!am)-2<
sne, n. £0 “In .2, ey .18-18°
ed 17-23% mtmnmlnoan!so!e and 59—’(0% di-
Na saft-of: —nnisylultramlnic acld hcnted%jf
HC! and “2-naphthol - 2. b:hes :

b
thol; red; - mo 134-6° while thc fxltmte
@b niucd by - oxldntxon K(.’f Et(‘)ﬁH by “the

filtrate I8 treated w Y

. tained 'n ppt- of the complex saltin’ 2()% yield; ' its composi-'
‘tlon s Cn uOuNd’Wn. ‘it is sol. in aq- alkalles ‘and is pptd.-
~“on-acidification; ‘it decomp- sinchot solns ‘or in’ HaSO4 with

evoluticn of Ny o contact with ‘Regalt. or; 2-nuphthol i

basic soln. thera is gmdu deve!upcd ared ¢
caused by transformation the owdl.uo desiv.

- diazoniam com! mpound. - Mixing disizo’ solns, with piicd

4 gatld neid gove the phmphotungstatcso! p-methoxyd o-'

N t)cnune, Cyi O, uN.PWm and’ of :4-methoxy-Z-nt {trodiazo-; -

* benzene, CuFi:0uNsP Wi . Both are. tightly: colored, but T
" develop pink or vio!et-btow color on standing. “Thelr prop- -
ettiyrem sumlm' to those dwcnbed above G M, .
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£t 3 e pisd Fr
7 2 L

1503 and 1,668
22, 4-dichloropheny, ;
rophenyl - deriv.©1.518 ‘and
nie -1:537 and 1.053; m-analog
. 20 and ~=; f-an 0 fen Phie
"NHNO: gives bands-nt 1.031 and 1.608 4 UL Ran
-spastra’ 2= struclice of sodivul weits of arylnltramines, G.
L5, Catyamon ond Ya. 8. Bobovich::: bid. 1332»6._'—Nssnhs}
“of aryinitraminfe acids’in aq. solr how. the characteristic!-
‘NOy groug Irel%i;enc -in"the Raman spectrum. - 'Thud they.
r’ n.(N(g,).“- Raman spectrd for Ar = p-anis (e
0 1’.’»"{>—c’hluropl_xcdyl,2,4-d_i§:h1qmphmy’_l. and for
lihNM;HOﬂPhb{HN}I,ﬁgivcn ‘Al nitramin
vide band 13001408 em.= which it:into

i p-metlioxy-; N-oxodinzobenzene
1, the lutter belng an example of a
second tnwtomeric form of aryloltramines. . Contrary to the'
idea of ecid nature of ‘oxodiazohydmtes (so-called aciaitra
iriés or dinzoaryla 1ds) p-methoxyoxodiazabenzene ise base’
‘elose In strength to NHOHwith dissocn. conistant 1.3X10°
“Thisls rathes unstable and has propertics similar toYazohy:;
drates; -jtforms salts with acids ard does not form diazo cou
pling products. -Tautomerlc changes iu the nitramine famil,
cur under infitience of chauged pH; thus fower pH ylelds the.
esmatrope - with hasle p t drate)..
“high pH yields jdle f -
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. H SHETOY, A. Lc
PORAY-KOSHITS, B. A.; REMEIZOV
= — ——

i nfluence of

i ;! Amomethines and the I L e
. . {f Aromatic Amines f?om % ! A n of the . ;
o l?ls"»plac?migz Zmines of Tnis Reaction. I1. De?z?;v - o o o lieetion
the Basl_-cn.t‘j 0 O the Amines, page 1577, Sbornik s; o B pages e
g v Poé:fxeral Cnemistry), Vol. IL, Moscow-Laningrad,
of Papers on r
1686.

1 b t t > 3 3 P " 2 I Ening d
)¢ ra
Iectnloloc“lcal IIB bo imeni LenSO S b
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CoLYANON, G. 3.3 and GRAGHTY, T. v.

tramine

TF. Taubomeric Rearranzement of Ariigi'r
. e 1337, Sbornik statey oo ?b’l' 54 1253
henistt }, Vol II, vngeni-Leningraed, 1727,
2

PORAY~KOSHITS, B. A
Aromatic Nitramines.‘

i w1 .R_N- Ovodiazohydrates, e 1337,
t;;diit?ciailct:on of Papers on fiznaral ChemiscTY
¥him ecti

nages 1680-1686.

Structure of

State Inst of Applied Chemistry
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' nfluence

Cs ; Agomethines and the I
Aromatic Amines fren Vigplacements

Mutual Displé}cemegt tﬁg fﬁﬂi?on This Reaction. ?iI; mﬂ‘;":ﬁ obsgchey Kaimii,

of the Basiolly gromatic; Amines, page 1550 %oom-il Moscow-Laningrad, 1953

o Highiy Baglgapers on General Cnemistry), ‘ol 1Lbs

{Collection O .
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2
s .
<t DRISE IR Y

. UBS R e
R -y Ratual ‘displacamant of ‘primary u{ﬁma s smines fram *
- -azomothines ard. the Influence of basicity of-the-2 nea on's

.- = .ciblg reaction. . . Reaction of azomethines from' -pitre-
2ot S andline wmlrp:uﬁsidinqi _B. A, Poral-Koshits anvsf,.,_x%;,___. .
e ggmﬂg engryst de it MR AT E;L_ﬁ_umgma).‘ Sdormh o
T T Shaled (¥Fa cﬁc??i%ﬁ? 2, \E70-0{1083).—Reaction of P
CUU T CHRNCENOs-p ot m-OylNCeTiCH: NCALNG:S with p-" 0o
T MeOCHFLNIT, sesults fu displacement of the $-OsNCHye -
_ 'NHg in the beazylidene structure by the ntore basie.amine. o
- 1a comipletely achyd: solns,, the reaction proceeds much AL Lol
-+ miote slucrly than nader usual conditlons. Since the mixts, -4 & .
" contain fu ail eases small amts. of p~McOCHNH;, it Is. - o
- evidzat that the reaction procecds only 1o o cersain degree.” o
.. The reaction can ha'tun wlihant a solvent in a sealed tube -
0.3 hrs. ot 120-307, na well 93 1h Meblt, Oy, and CClL. -
- Inondinncy solvents, the reuctlon manifests frsell withtw'a e -7
© e minutes, The detn. of f-MeOC;H.NH, was perfonned
o titrimetricalty with 0.1V HaNOy-in 1CI soln.. {aftee the —
- titration of p-O;NCH NHy whic gives the at end poiut) - i
. -with addn. of 1-2 g. K8r. nOyNCH CH: NCIHOMe-p, -0 7
. §2-3°. - IL. . Determination of rolative displacement” .- - -7
2 ghitity of amiaed.” Ibid, 1677-89.—In “displacement . of = -
. aromatie amines - from thelr benzylldene derlvs, by other:
.- ..amines, the reaction tikes plnce reversibly nd the wndh
T constants were detd: for displacenient of sulfanifamide from -
i13 benzylidene derlv. by p-MeOCHNH, {K = 800-1450),

B ST T
: - {0.1 ree ve & ce- AL L
et (suifonlizmide. = 1) i, resp.: 0.5, 14-15,1.18,030. 11\ %"‘.
i i e AME R e R
: . .
i .
BT s =5 C = - H - .
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PRI N

e St ettt e
W ' rwickerea

! ‘ e - Therelatlonship between these factors is given by equation:

‘glog Kow -+ bilogw+ec=0 where w is the displacemeut |

i ability of an amine and Kou k. its lopization constant. -

l ST LT ere s The displacement proceeds by s mechanism analogous to . -
‘ Lo e * that of salt tormation of the awnines, with equili beiny estab-

|

£l

{ -
. : . T }llshcd'amoux'thq‘r‘mﬂncs,gal«.lcb de. nnd -the beneylldene to -7 0 e e R
= - P Sl derdes. of tboth amtnes. - 1L Mutual~ displacement “of- .'l/ ’ i o N
) ’ -7 "1 bighly ‘basic_aromatie amisies. - Ib{d. - 1580-7.~Displace- - R : S
} I ) 7 - ment.of PhNH, and 2.4-dimathylaniline. from: thelr ni- RN RS : .
| . N ] B .- nitrobenzylidene derivs. by each other was examd. . This : . - o N
N g T displacement was found to take place among these relatively : S
T " basic ambises regardless of the basic propertics of competing -~ . : S - )
amtines; - the displacement ability: depends first of sl on .0 - R : P
_amiae hasicity, .then upon’structural features. fonizatlon™. - .-~ 7 : i
constant of PhNH) was detd. ta be 10-%4, that of 2,4-° . - e _ : :
_ . dimethylaniline 107%# The - displacements were: run in, v s C
. ;scaled -tubes at 120-2°. ~The. cquil. constants were: for: o ] .
* displacement by 2,4-dimethylaniline 10.0, for displacement, "~ °© : : .
by PUNHy 11.2, 'N—(ln-ixt'lmbm:y!idme)-Z,Mim_eﬂly_ldni-‘
*line, m. 06.5-8.7° (from EtOH). . = G. M. Kosolapofl.~
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-MHaN, 1048, -
10704, 107y; s
m ‘ acidie const
) basi¢. contsts, 1071 and 10-4.8, ecid
2-PLCI;CHy, 10"" lD"’-“ 2-PhCH: CH,
B-O;H, 10""' 1073%%; -y, basic'cossts.:
T, lﬂ’“-“- 1.6-4!-1!:, 1074,
- ”; s szl 10‘" 10-9; §,8dinitro-2-meihyl, (
, 26000, 4534.'. -—Benzlmldazole derfv ,I w3 ;g; 10""' mf&?“{ﬁh}f’g&ﬁ;& blcomy; S
: '{u‘oﬂt N'Gﬂbﬂtuueﬂu are: ﬂmphOtel‘k “The: umtomcr xo-, 10-“" Tfﬂ"ﬂm‘ of an!lm{de‘e (5 2. ) in BLOs
dhe same cauom and - in alk .
ble In.acld sclns. form o nd dn A . with 0.8 g. Me;NPhOH and 3.3 g, CEyQt:CN at 30-40%"
”‘“’ the same &ulo oy o anion Wé‘u’“‘_aé “nnd difue with HiO gave 83% I{cyunodbﬂ)bcnmmdcml :
) Wlth 2-1';23: &?:Me mte n:ad benziml;azulc ’E‘nve - A '? 109;—9‘ (!romh!}b.(e)). bu‘ﬁc c?"'t lOk';; mﬁ simitar ;-
§ .(cyanoeihyl){(eﬁvs. which are only bases and have nio acid : cact ‘Z‘V ?{c%, %:ﬁ,‘ziyxﬁﬁ?n;l&b:uﬁmda;fem&) -
ypert rtles, © From potentiometric titratlons the gqxildan tn.. 89-00° (feam.H:O, followed by 10118 drying), basiclt
“cons bistitii bentlinidar £t : Hydrolysisof 1 in-10%; hat NaOH nvebe
g{w&l ‘curyes are ﬂwwz {gf’“ Jrem X ; fmidazale with lo¢s of the CHyCHCOM. group; . boﬂinsiu
tuent and baslcity and. acidity consts.  resp.. 20% HCI also gave berizimidazale; - However, hydm
; 1710794, .10~ M, 10 . with Ba(OH): gave 95% lmm:da.ak{)mmomc acid
: ' = lated ag the Ba salt (from H:0); simifarly was obtalned its
. 2-Mle Bamolog, - erystals  (from -dill, ‘Me:CO). - . However, !
hydrolysis of I with- HC! did rot cause c!cavage to 2-

o meu-ylbcnznmldazole Cyanoethylation of 2-pheu)l- or a2l '
1 i fm:d ta.k lace - GiM,
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Poray - KasHaTs, G.A.

7 Imidigoke desivatives. VL.

. AYPoral-K y
<sgve letFn-o]. lnst., Leningrad). Zhur.
i —To01.32g.5-

methylbd bzolc in 10 ml. l 3 HxSOd was added drop-

t 1 * chromic acid in 10 ml. H:S0, (1: 8)
md the mixt,. chmcd after 16 min., yielding S-bemzimida-
boxylic acid sulfale, which with NaOAc gave the free

: acid, ' m. 300-25° (from H.0). Thts (1.62()nnd 08[.

&CJL(NH h in 10 mt. 209, HCY ed in sealed tube 4 hrs.
at lBO-ZX)’ thn ncutm"zed mlh NH.OH and filtered, gave

. lated as the di-FICl "
‘m ,'m. 362° (lrom ‘coned. HCH); “the free base could not be
puriﬁcd owing to the formation of gels. Similar oxidation -

of '3,5-dimethylhenzimidazole gave 70-5% ‘Z-methyl-5-
bensimidazol ecarboxylic acid (I),-m; 301-2° (from H,0).
This with 0-CetH( NHs) in 20% HCl as above gave after 40

_ min. at_ 180-200° z-mdhyl~5—(z —bms:mtdawlyl)ba simida-

sole-2HCl, m. 339-40° (from. HCl); .which with ' VHOH.

. LA
s of some polybeg-
as

gave the free base (1), m. 340° (from dil, EtOH); this with -

-NH,O0H-AgNO, in EtOH gave a flocculent di-Ag, sall; the
free base yields o dipi m, 282-2.6°. - 3 HH-N):C.H.—
Me (1.22 g.) and 1.78 . Iln 10m1.20 HCl heated in a
scalcd lube 4 hrs. at !&-200’ gave 2,5 -dmelhyl-&-(z’-ben
- m.. high and unsharp, which
gRvVe & dl-HCI sall, m,.above 300° (!rom 25% HCl); the
‘free base yields a pma!c, m. 274°. This oxidized with
chrmruc acid - ns above gave 2-methyl-5-(5'-carboxy-3'~
tda:oly!)bennmvduole-z}! C1 (III), m. about 350°
(!mm 16% HCIl); this, decarboxylated I theating with
sodalime at 300° gave I (plerate, m. 274°). III with o.
Cell(NH3); and 15‘7 HCH 4 hrs. at 180-200° gave 76'? 2-
methyl-5-11 -ben_nmdn:olyl-s’ 2% -benzimidazo yl)]bmmm-
le-~1H (1, m. above 3069° (from dil. HCH). Sumlarly
condensatiog With 3,4-(HNhC¢H.Me gave 85-907%,
dimthyl -5 (2. benzimidazolyl - 5'-(2’~bm'|mxdawlylg]bcnz-
imidazole-3FTC], m. about 400° (from dil. HCl) 2-Phenyl-
5-methylhenzimbdazole with.chromic acid in aq. H:S0; gave

2-phenyl-5- benmnu!azolcmrbox)lw acid, isolated as the HCU

salt, m. 304+-6° s)ron\ aq. HC1).  Electrometric titration of
this gives 2 pH breaks; at 8.4 and a weak one whose posi-

CIA-RDP86-00513R001342510020-3
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tion Is unstated.  This heated with o-ColL{NITyY In 1555
HCL In scaled tube 6 Wrs, at TH0-200° gave 2phenyl. 52"
bensintidazoly!bensimidazele, wr. 308-10° (feam dil. 1rOM);

Cl salt, m. 323-8° (from dil. HCI). Similarly 3A-(H N )y
Cill:Me gave  2-phenyl-5-{5"-nethyl-2'-benzimidazalylYoenz-
{midasole, m. 320-31 {from dil. BtOH); FCl 1alt, m. 311-

16° {tram dil. HCI)., This was oxidized as algve to 2-.

phenvl o 5 - (3 - curboxy-2° - benzimidazolyl)eenaimiduzole, ino-

“lated as the /Cl salt, m. 314-19°, which, heated with o-

CeH{NHy) and 109 HC!, gave 2-phenyl-5-12"-benzimida-
g0lyl-5'(3*-bensimidasolyl) bensimidazole, isolated as the
di-#1Cl salt, does not m. 360° (from aq. HCI).  3,4-(H:N)-*
CiH;Me gave 2-phenyl-5-[2'-benzimidazolyl-5'(5"-methyl-2°-
bensimidazolyl)|bensimidazole, isolated as the di-H C salf ,does
not m. 360°; the free &1s¢ Is insol. in org. solvents except
AcOH in which it forms the corresponding saft.  Heating
25 g, 3 4-(IHLENKCH,COHLHT!  with o-Cl(Ni),
and 10 ml. 20% HC| In a sealed tube 40 min. at 180-200°
fare 0.1 g. 34diaminophenylbensimidasole, nr. 325-30°
from 10% HCI); this reacts with HNO, without forming a
diazonium salt; in AcOH it gives a green ppt. with phen-
anthr qui Cond i with HCO;H or AcOH
ve the previously described bis-benzimidazole derivs.
zc.f. CA. 4w, ll(l)bg.
al

Bemimidazoles have chamcteristic

tion max. at 3700-800, dibenzimidazoles at 3100-200,
and tribenzimidaroles at 3400-500 A.; even the latter ab-
sorb but weakly in the visible, being pale yeliow. - VII.*
mﬂu of sulfamic acids of e by baking

. L.S.Efros. Ibid. 843-3; of. C.A. 48, 26906.— "
Bensionidasele (118 ¢.) g d with 6 ml. concd. HySO, and
washed with gave 19 g. cryst. mifate, C:HN,.HS0:
M. 1 g.) beated to 220-40° in & wide fest tnbe until
HO evolution stopped, then to 260-80° until a test with
HO failed to:ivengp( of benzimidazole on addn. of NH,,
gave 4-4.5 . M]m acid, m. 365-7° {from.

v

(1) with 1
seakd tube at 180-00°, 2-Me fwidasols with F,SO,
similerly gave the sulfels, which as above at 280-00°,
with very high nblw;:;dbybat:‘;l;‘fit'hko}l‘
»n.p., ;
mﬂfumﬁ. - G. M. Kosolapoff_-f

o
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Investigation in the f£ield of ﬁ:idazole
of 2—oxymethy1benzimidazole and products
¥him. 23 no.7:1125-1230 J1 '53.

derivatives. Part 10. Acylatior
Zhur.ob.

of its methylation.
(MLBA 637)

ZAKHAROVA, F.A.;

its inskikh nauk S5S5R.

demil med
) derivatives)

noy meditsiny Aka
(Imidazol

1, Insitut ekaperimental'
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