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" SYNTHETIC APPLICATION OF PYRIDINIUM ARYLSUEFONYL-
METHYLIDES : -

R. A. Abramovitch

Department of Chemistry, Clémson University, Clemson S.C.
29631 USA

E. Floch*®

Department of Organic Chemistry, Facully of Chemical Techao-
logy. Slovak Technical University, 880 37 Brotislava, CSSR

The 1,3 dipolor eyelocddition of pyridinium arylsulfonylmethy-
lides (1) with dimethyl acetylenedicarboxylate has been
described recentlyl and led the formation of 1,2-dimethoxycor-
bonylindolizines {2). Reaction with methyl propiolate gave t-
-methoxy carbonylindolizines, 1-Pyridinium arylsulfonylmethylides
were generated by deprotonation of the corresponding pyridi-
nium salts, Pyridinium p-toluenesulforylmethylides olso reacted
with maleic enhydride in the presence of alcohols to give indo-
fizine-2.carboxylates in o process involving selective decarbo-
xylation ond aromalizotion, and with phenylcyancacetylene to
give |-cyano-2-phenylindclizines.?

Rather than expected indelizine derivatives as products of the
1,3 dipolor cycleaddition, reaction of ylide (1). (R = H witk
N-substituted maleinimides in the presence of nugleophiles
R"XH gave’ compeounds (3} involving transfer of a carbon otom
from {1) to the maleinimide.

The preparation and the structure of compounds (3) will be
discussed in light of spectral measurements and of the physico-
chemical properties of these compounds.
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SYNTHESIS OF 1H, 9H-PYROLO[2,3': 4,5]FURO[3,2-b]
INDQLE DERIVATIVES

A, Krutodikova®, ). Kovae, M. Danddrovd

Department of Organic Chemistry, Slovak Technical University,
880 37 Bratislava

By condensation of 5-(2-nitrophenyl)-2-furaldehyde (I} with
ethylester azidoocetic acid was obteined ethyl 3-{5-f2:nitro-
phenyl/-2-furyl}-2-azidoacrylote (ll) which by o thermal ring
closure gove ethyl 2-/2-nitrophenyl/-4H-furo-[3,2-b]pyrrole-5-

-carboxylate {111}, Triethyl phosphite deoxygenation of the com- -

pound Iil rendered o derivative of 6 new heterocyclic system:
1H, 9H-pyirolo[2',3": 4,5]furo]3,2-b]-indcle (IV).
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Cther convenient way for obtaining of the compound IV s dis-
cussed alse spectral dote of the synthetised compounds are

-interpreted,
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SYNTHESIS AND TAUTOMERIC EQUILIBRIA CF 2-METHYLENE
-3-0X0-1,2,3,4-TETRAHYDROQUINOXALINE DERIVATIVES

Jaromir Toman, Jifi Klicnar ond Viadimir Machagdek
Department of Crgonic Chemistry, University of Chemical

Technology, 532 10 Pardubice — Czéchoslovekic

It was found! ketimipe-enamine tautomeric isomerisation (1)
of 2-ethoxycarbonylmethylene-3-ox0-%,2,3,4-tetrahydroquinoxa-
line (I, Rl = CO2CzHs5RE = H} is catalysed with acids, In this
paper the measurements of toutomeric equilibria by means
of 1H NMR (2Hs—DMS0, 30—120 °C) was extended to further
derivatives of the mentioned ester with substituents in the ben-
zene ring (CH3 €l NCz OCHs) and to the derivatives with
another groups activating the tautomeric isomerisation (CO,
CN, NQOg).
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The individual 6- ond 7-substituted esters | were prepared?
using the synthesis via apropriate oxides Il (R2= 6-or 7-CHj3,

Cl, 10z OCH3), wherease the described? 6-chlero- and é-nitro- |

derivatives | (Rl = COuCsHs, RZ = 4.Cl or §-NO2) were found
to be mixtures of both - and 7-isomers, their relative omounts
were estemated. The cyanoderivative (I, R = CN, R2 = H)
was ghtained using o new synthesis storfing from 3,2-diamino-
benzene and ethyl isoxozole-5-carbexylote as potential «-di-
carbonyl compound. :
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