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AN INTERESTING AZIDO-TETRAZQLO TRIPLE EQUILIBRIUM;
STRUCTURE ELUCIDATION OF THE ANGULAR TETRAZOLO
(5,1-c} BENZO-as-TRIAZINE

A. Messmer, Gy. Hojés

Cendral Research Institute for Chemistry of the Hungaricn
Academy of Sciences, Budapest

It has been published! that the reaction of 3-hydrazino-benzo-
-as-triazine (I} with nitrovs acid leeds to the formation of 3-azi-
dobenzo-as-triazine (15} which results, through an equilibrium,
in the angularly fused tetrazole (5,1-c) benzo-as-triozine (lllg).
Possible formation of the angulor system (llla) instead of the
other isomer (lllb} wos supported by theoretical consideration.
Recently, W. Paudler et al2 criticized the angular structure of
Hl. They found that 3-aride-os-triozine {1V} gives rise to the
formation of tetrozolo{1,5-b}as-triazine (V). On the bosis of this
analogous system (V) they proposed the linearly fused steuc-
ture (llib) instead of the angular (llla).

%,

/ N
(Y] L:‘ [ 3]
QU

v,

n

z—z

R

vy

In order to prove the structure of the compound in question
(M), 5'N-contoining lllo and its dihydro derivative were syn-
thesized and investigeted by MS spectroscopy.

The azide-tetrazelo equilibrium of It and 1M wos studied by
13CMR spectroscopy in detail. An interesting triple equilibrium
of the ezide (Il) and the two tetrazoles {Hla, HIk) was observed.
The results of the two spsctroscopic methods unambigously
preved, however, major participation of the angular Hla strac-
ture both in solutien ond in sclid phase, Theoretical considera-
tion points rather to formation of lllo than b,
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CYCLIZATION OF STABLE AZIDOAZOMETHINES-
TQ TETRAZOLE DERIVATIVES

Jan Plenkiewicz
Institute of Organic Chemistry and Technelogy. Technical
University, 00-662 Warsaw, Poland

ft is known, that replacement of the halide from hydrezonyl
halides!) and hydroxameyl holides?) with azide ion yields the
appropriate azides, which de not cyelize to the expected 1-hyd-
roxytetrazoles:
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As it was mentioned in the preliminory communication?), aro-
matic azidoximes can be cyclized by treatment with acyl hali-
des. Recently | have established, that the first step of the
regetion is the acylation of aridoxime, fofllowed by proto-
natien which causes cyclization to 1-0-acyloxytetrazole. O-Acyl-
oxyletrazoles were next transformed into the appropriate hy-
droxy derivatives. The reaction was applyied to preparation of
arometic, wliphatic and heterocyclic  5-substituled-9-hydroxy-
tetrazoles.

For these compounds the existance in two tautomeric forms oc-
cording to the foilowing equilibrium is possible:
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The resulis of speciral and chemical investigotions supparts
the hydroxyimine structure concept.

The action of acyl halides on hydrozonyl azides is currently
investigated.
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INVESTIGATION ON THE HYDROGEN BONDING
IN PROTONATED QUINOLIZIDINE DERIVATIVES
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The influence of intra- and/or intermelecular factors on stereo-
chemistry of protonated molecules of parent diemines and
their mono-N-oxides in the following compounds was studied:
A, Semiperchlorate salt of sparteine-epi-N{16)-oxide (I)1:
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B. Monoperchlorate salts of: sparteine {I1)2, clpha-isosparteine
(IH}3, 2-methyisparteine (IV), 2-phenylsparteine (V}, sparteine-
-N(16)-oxide (V)4 2-phenylsperteine-N{16}-oxide (V11)5.6;
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