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ENGLISH SUMMARY

UTILITY -OF ENAMINONITRILES IN ORGANIC
SYNTHESIS, NEW ROUTES TO ARYL SUBSTITUTED
AZOLES.

Coupling of P- or O-nitrobenzylcyanide(3a,b) with aromatic-

diazonium salts yield (4a-c).[Scheme]]

R CN
+ -
R CN ArN=NCI \“/
~ - N
EtOH / NaOAc “NH
3 I
a, R = C4H,-NO,(p) 4 A
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¢, R = CgH,-NO,(0); Ar=C,H,CKp)
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Scheme 1



The reaction of arylhydrazone (4a,d) with hydroxylamine
hydrochloride in acetic acid (or ethanole) in the presence of anhydrous
sodium acetate yields amidoxime (8); structure of which was established
based on the presence of protons for aminoxime moiety at 8 6.06, 5.6
ppm respectively. Also, IR revealed the absence of a signal for cyano
group indicating involvement of the latter in the reaction , aminoximes
(5) smoothly cyclized into 2-substituted 45-p—nitr0phenyl— 1,2,3-triazole-4-
amine (6) up on refluxing in DMF in the presence of anhydrous sodium
acetate ,to our knowledge this is first reported synthesis of 2-substituted
1,2,3-triazole-4-amines as reported synthetic app_roacheé to these

“compound leads only to 1-substituted—l,2,3-triazolealrﬁne. Condensing,
the  formed triazole(6) with  dimethylformaidedimethylAcetal
(DMFDMA) résults in the formation of enamine (7) [Scheme 2].

ON ON
CN N—"
NH,OH HCI \N DMV D\n |
ITIH
A=CHCIP) A=CHCI) ACHCIP) A=CHCI(p)

Scheme 2
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Refluxing (4a,c) with chloroacetonitrile, in triethylamine enabled

synthesis of targeted molecules (8a,c) in good yields. Cyano group in

compound (4a) could be hydrolysed by refluxing (4a) with formamide in

dimethylformamide (DMF) yielding The amide (9) .[Scheme 3]

N Ar
Arﬁl/CN CICH,CN O | NH,
N TN
- TEA N o
R R

4a,Ar=Cg4H,-NO,(p),R=C,H,Cl(p)
c,Ar=CgzH,-NO,(0},R=CH,Cl(p)
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Scheme 3
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Cyanomethylbenzthiazole(10) coupled readily with aromaticdi-
azonium salts to yield(11),which reacted with Hydroxylamine
hydrochloride in alchool and anhydrous sodium acetate for long time
yielding 4-amino-1,2,3-triazole (12), aminotriazole product coupled with

malononitrile yielding (13) [c.f.Scheme 4].

N . - .
[ | ArN2Cl N .
CN
s)\/ s ,IK(CN NH20H.HCI
: |

10 N CH3COONa
b
11 NHAr alc.
Long time
Ar = CH,-Cl{p)
CN
I\ n=X. .
S . NaNQO2 HCI
[ |N H . S i | NH,
N. CN
rf’ < N. _N
13 Ar CN 12 f?' -
Ar = C,H,-Cl(p) _ Ar=CgH-Cip) A
Scheme 4

The reaction of (11) with chloroacetonitriles in triethylamine yield

aminopyrazole (14) in good yield [c.f. Scheme 5].
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Scheme 5

p-Nitrobenzylcyanide (3a) reacted readily with p-chlorobenzyl-
idenemalononitrile in acetic acid and amm.acetate yielding (16) via

intermediate (15) [c.f. Scheme 6].
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Scheme 6



