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Cond vath by

of diarylmethylid

corresponding fused ayra:om onwbs and pvnrmdmes.

ine, hydroxylaméne and thiourea derivatives afford the

Nitrile imides sre well knuwn 1.3-dipoles und their reactions
with 2.} e ds,' " #aqlmﬂh\‘lv-
dencoxazoluaes™ and \-ar)!mclhyhdcoc Iactones” have
heen extensively investigated. On the other ham.! 1 has
h«n reporied thal- 1 Byl
2wpnes are useful as i diates for lbc ynth
pentenoid antibiotics and anticancer agents.”

For these reasons some new fused cyclopentapyrazole.
cyclopentapynmiding and spiroparazoline derivatives have
been synthesized either by the 1.3-dipolar addition of mitile
imides to arylmethylidenceyclopentalepyrazole dervatives
2ub or by vther methods. with the twosfold ohjective of pre.
parng compounds of ologreal impartance an! studying the
regiochemistry of the eyeluaddition process.

The condensation of substituted hydrazines with the di-
anvimeshylidenecwlopentzaones lab afforded 2.3-dxub-
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Scheme 1 Feagenrs: 1, NHOH; i, BNPNR,, i1, BelCH,1LCOEx
v, (CH,CO1LCH,

ST reveve any oorrispomieniy

stituted  S-aryimethyhdencoyclopental | 2« jpyrazoles 2-6
Mikd oxidation of 2, 3 and § with hromine water gave the
corresponding pyrazoles 7. 8 and 9 respectively. Condensa.
tions of hydroxylamine with % fi-unseturated ketones usuaily
vield the corresponding Iscrazolines. hut in sume cases the
product was found 10 he the suxazole denvative. ' However,
I our case the reactions of 1a.b with hydroxvlamene vielkled
the mncsnmdm; isoxazole desivatives 10a.b (Schemc 1)

Iri view of the usefulness of 2sulfanyd-1$-gihvdropyrime-
dines as sulkanizing accelerator agents and photographic
stabilizers,” we prepared some new prrimidine deeivataes 11
and 12 from the condensation of la with thivurea and
methylthioures, The ceaction of Bl with hromoesters affor.
ded the thioesters 13 and 14, while eeaction with hydrazing
hydrate afforded the 2-hydrazino &ervatve 15 which on cons
densation with acetylscetone in rePuxing ethanal gave the
trazolo derivative 16 (Scheme 1),

The reactions of the nitride imides 17, generaied o st by
treatment of the corresponding hydrazonayl chlorides 18
with triethylamine, with anyimethvlidenecyclopentanes 2 and
dowere carried oul in refluxing toduene. TLC analysss of the
reagtion mixture on silica gel with 3 mixture of light perrol-
cum and ethyl acesate {5:3 viv) as eluent shiived the formas.
tion of only one product. This was confirmed by '"H NMR
analysis Of the crude reaction product. in which only one

R, R, R
A N -
b;'c-c e p;'c . ;« N
\ Ar
IN_” N AT
e o
AL 17 2 ArnPh ReMe
» Pe Row pOCe
Vi
L, |
h l. A
7 N=N N=N
o B ) e 15 M
Ar Ay
& W

methine singlet signal was vbserved, These hndings indicate
that 1he seactions studied are regiospecific, yrelding vae of
the two posssble regrysamers 19 and 19°.

Technigues used 'H NMR, MS IR, clemental anatios
Referemcos 12

Table 1 Physical and clemental analytics) dots fiv pyrazoling and
arazoly dentatngs

Tahic 2 'H NMR iwcteal datu for the prepared gpampounds
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