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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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The 1.4-dimethyldesivative (Rt = COzEt, CN) with fixed
enamine structure were prepared and theire electronic spectra
were discussed in comparism with those of parent detivetives 1
without the methyl groups.

The action of phosphore pentasulfide on 4-methylderivative
of ester | {(R! = COzC3H;, Rz = H) in chlothenzene gave 3-
-thionderivative W (R = CO2CzHs) with the ketimine structure.
The thionation in pyridine solution afforded 1,3-dimethyl-1,2-
-dihydrequinoxaline-2-thione (IV, R = H).

From the volues of relative amounts of both tautomers it fol-
lows, that electrone — withdrowing substituents deeresse the
vaive Kr = ketimine/enomine, the electrone donors having
destabilisation effect on enomine. The effect of groups activa-
ting the toutomeric isemerisation and the effeet of intramele-
cular H-bonding are discussed. '
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SYNTHESIS OF SOME 2-ARYL-2,3-DIHYDRC-1,2,4-TRIAZINO
(6,5-b]-INDOL-3-ONES

lan Sleuka, Vojtéch Bekdrek and Viclov Stemberk

Facuity of Seiences. Palacky University, Olomoug,
Czechosiovakia

Coupling of diczonium salts with ethy! 3-indolylcarbamate gives
-high yields of the corresponding 2-arylazo-3-ethoxy carbonyl-
amincindoles, which undergo easily thermical cyclization to
give the respective 2-aryl-2,3.dihydre-9H-1,2,4-triazine 16,5-b]
indol-3-ones or the corresponding 4H-tautomers. The starting
carbomate has beén prepared by the Curtius rearrangement
of 3-indolecarboxylic acid azide. Structure of the prepared 2-
-arylazo-3-ethoxycarbonylaminoindoles and of 2.aryl-2,3-dihyd-
ro-9H-1,2,4-triazine{6.5-b Jindol-3-ones were studied by means
of IR and H-NMR spectroscopy with the use of 15N-labeled
derivatives.
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1,3-DIPGLAR CYCLOADDITION REACTION OF C-BENZOYL-N-
-PHENYLNITRONE WITH FURAN AND ITS DERIVATIVES

L. Fisera aad J. Kovac

Department of Organic Chemistry, Slovak Institute of Techao-
legy, 880 37 Bratislava, Janska 1, Czechoslovakia

A frontier orbital treatment [FMO] of furan suggests its possi-
ble reactivity in 1,3-dipeolar cycloadditions with dipoles posse-
ssing low lying LUMQ's, such os nitrones, especially those with
electronwithdrawing substituents.

In this lecture is reported o detailed study of the cycloaddition
of C-benzoyl-N-phenylnitrone to furan, with porticular atten-
tion directed at the regiochemistry of the reaction and to the
detection of substitution preducts. On performing the reaction
following products were obtained;
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The structures were assigned on the basis of chemical and
NMR evidence. The cycloaddition with 2-methylfuran, 2-metho-
xycarbonylfuran, 2-furoncarbaldehyde ond cycloadditions of
some other nitrones to furen are also described,
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SYNTHESIS AND ANTITUBERCULOTIC ACTIVITY OF S-ALKYL
2-{6-X-BENZOTHIAZOLYL)-CHTHIOCARBAMATES

A. Gvordjakovda®, 2. Odlerova®, T. Gigh®

3Department of Crganic Chemistry, Faculty of Science,
Komensky University, 816 31 Bratislave

bResearch lastitute of Epidemiology and Microbiology,
Department of Tuberculosis, 881 27 Bratislova

The relation between structure and tuberculostatic activity of
S-Alkyl 2-{6-X-benxzothiazolyl)dithiocarbemates
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against M. tuberculosis HyxRv and M. tuberculosis INH resistent
has been studied

It hos been proved that biological activity of dithiocarbemic
groups isn't influenced by the sturcture of used amine. This
fact has been also demonstrated on 2-(6-X-benzothiazolyljthiu-

ram disulphides
X. s
@ Se-NH=CS5
"l

2
It hos been stoted, that tuberculostatic octivity is increased
by the substituents in position 6 in this order:
NO2 ) Cl, Br} NH — €O — CH3 } CHs

In this connection the influence of lenght of alkyl R has been
studied, The most effective have been found the alkyls C2—C;.
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