In the present paper, we will deal with our results concerning
that step of the reaction in which 2-nitrohydrazo ¢empounds (B)
are converted inte 2-phenylbenzotriazele-1-oxide (C).

As given in Scheme Il a series of 2.nitrohydrazobenzene deris
votives was prepared.
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Scheme 11

Cyclization thereof gave the corresponding 2-(4-X-phenyl)-6-Y-
-benzotriarole-1-axides, respectively.

Hydrazocompounds were prepared by reocting 2-nitrofluore-
benzene with the corresponding 4-X-phenylhydrazine, which, in
turn, were prepered by SnClz or NaxSO3 reduction of 4-X-ben-
zene diozonium salts,

The cyclisation reaction was followed spectrophotometricaly in
40% aqueous propanol by measuring the intensity of an ab-
sorption band around 300 nm corresponding to benzotriozale
oxide, The effect of pH and substitution was investigated.

The kinetic measurements showad the reaction to be 1 st ordes
in hydrazocompound (ot constant pH in the region of 55—10,5)
ond the reaction rate to be pH dependent. Rote censtaats for
cyclisation of hydrazocompounds are linearly pH dependent
(the pH dependence of log k has ¢ slope equal te 1).
Qbvicusly, the reactions rate depends on concentration of the
hydrozocompound, on concentration of hydroxide ions, and on
the substituent. A mechanism of the cyclisation suggested on
the basis of the above dota is clso in agreement with some
quantum mechanical calculotions.
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SYNTHESES AND REACTIONS OF 2-AMINQ-3.CYANQ-4,5-8I5
(HETARYL} FURANS AND 4-R-5,6-BIS(METARYL)

FUROPYRIMIDINES
J. Prousek”, A. Juréiek, J. Kovéd

Department of Organic Chemistry, Slovak Technicat University,
880 37 Bratislava, Czechoslovakia

2-Amino-3-cyanofuran derivatives are not only interesting in
aspect of their preparation but as the possibility of their use
in another syntheses as welll=3,

In this report, 2-amino-3-cyanc-4,5-bis(2-furyl¥furan lo ond
2-amino-3-cyanc-4,5-bis(2-thienyl)furan 1b have been obtained
by reaction from the corresponding acyloines ond malononitrile.
These derivatives have been utilized in ancther synthesis for
the preparation of the furopyrimidires I—IV, fura-1,2,3-triazi-
nones Vt and Schiff's bases VIl as shown the foliowing chartf:
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The structures of the synthesized compeunds were determined

by means of their IR, UV, 1H-NMR and mass spectra. Spectral
data of 2-furyl- ond 2-thienyl derivatives have been compared -

with each other. The biological activity of some compounds
mentioned above has been studied also.
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MANNICH BASES OF 2-MERCAPTCBENZOTHIAZOLE AND
THEIRS ANTIMYCOBACTERIAL AND ANTIVIRAL ACTIVITY
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The present data on the Manaich reaction of 2-mercaptobenzo-
thiazole (2-MBT) with primary amines do not offer a satisfactory
explanation, why with some amines monoderivatives and with
the others bisderivatives are obtained!, ’
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We have found that the amines with pKas around 3—5 afford
only bisderivatives, while those with pKs erotnd 9—14 gave ex-
clusively monoderivalives?.3, In further series experiments we
employed as aminccomponents hydrozides of aliphotic and
aromatic acids. At both types of hydrazides we obtain only
bisderivatives of Mannich bases.

Several of the prepared compounds showed remarkable aati-
mycobacterial activity mainly against Mycobacterium tubercu-
losis resistant on the isonicotinylhydrazided.s.

A number of these derivatives was studied also for antiviral
activity. The ontivira! tests were carried out in cell cultures
using vaccinio, Newcastle disecse and western equine ence-
phalomyelitis viruses. Several of derivatives tested have shown
middle or slight degree of inhibition of virus multiplication.
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A NEW METHOD OF PREPARATION OF DERIVATIVES
OF PARTIALLY HYDROGENATED DIBENZO([<¢,h][1,2,6,7]TETRA-
ZECINE AND ITS ANALOGUE

-K, Palat, T, Vontor, M. Celadnik, V. Hanu$

Faculty of Pharmacy, Charles University, Heyrovského 1203,
Hradee Kralovs, Czechoslovakia

5,6,7,12,13,14-Hexohydrodibenzo {ch] [1,2,6,7 Jtetrozecine-7,14-
-dione and 5.6,7,12,13,14-hexahydrodipyrido 3,4-c,hi[1,2.6,7 ite-
trazecine-5,12-dione were preparsed by heoting the hydrazide
of salicylic and 3-hydroxyisonicotinic acid, respectively. Their
structure was verified by elementary analysis, infra-red and
mass spectra.
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CONCERTED AND STEPWISE CYCLCADDITIONS OF 1-BENZYL
< N-ACYLIMING-1,2,4-TRIAZOL WITH ISOTHIQCYANATES

P. Zalupsky. A, Martved

Department of Organic Chemistry, Slovak Institute
of Technology 8280 37 Brotislava, CS5R

In controst to numerous 1,3-dipolar cycloadditions, following
a concerted recction mechanism, there are few 1,5-intermole-
cular cycloadditions known. Since the extension of 1,3-dipol
with one conjugated double bond transferms them te 1,5-dipols,
theoretically there can be os much as 98 1,5-dipols.

In our case the azomethinimine system has been extended on
the nitrogen end with ¢ carbonyl greup. The charge separa-
tien and its dissipation of such a dipcl predisposes the mole-
cula of 1-benzyl-4-M-aeylimine-1,2,4-trlazol | to both 1,3-con-
certed and 1,5-stepwise reaction manners.
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We have investigated the possible role of nonpelar and apro-
tic polar selvents on the stabilisation of mesomeric forms lb
and lc ond on alternative trensition states. Using benzene as
solvent, | adds to oromatic iscthiocyanates in 1,3-concerted
manner to give stable aduct on € $ bond and unstable aduct
on C N bond, together with other compounds, arising either
from stil} another mechanism, or as splitting products of un-
stable C N aduct of I. Polar aprotic solvents, like DMF, DMSO
or HMPT favour 1,5-dipolar structure, as they bring mere sol-
vation stabilisation needed for enhanced chorge separation,
Concerted [8s 25] recction being disallowed, the cyclic aduct
IV orises by stepwise addition, In the first step anienic terminus
of 1,5-dipel atacks the corbon atom of iséthiocyanate, giving
nencyclic intermediate. This could be isolated and consequently
cyclises to V.
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S-NITRQ-2-FURYLVINYLATION OF PHOSPHORQUS
COMPOUNDS

Daniel Végh® and Jaroslay Kovéd
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The syathesis of 5-nitra-2-furylvinylenbromide (1) which contains
a sufficiently reactive bromine has opened the path for a new
synthesis of bislogically high active S-nitro-2-furylethylene de-
rivatives,

We studied ¢ S-nitro-2- furylvlnylutlcn of the tertiary phoschines
{e.g. triphenylphosphine), tertiary phosphites (e.g. triethylphos-
phite} and alkali metel diphenylphosphides in the nonpolar
media.
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We have found that the presence of a phosphorous group on
vinylene group of the nitrofurane derivative effects significontly
its biological properties.
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