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X =Azido-substituted,nitrogen containing heterocycles (Ia)
may be considered as existing in a tautomeric equilibrium with the cor-
responding fused-ring tetrazolo forms (Ib).
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In the solid state compounds I exist mainly in the tetra-
zole form (Ib) since their I.R. and U.V. spectra are usually lacking the
absorption bands assigned to the azide function (1). These bands may in-

stead be present when compounds I are examined in solution,their intensi-
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ty depending on the nature of the solvent,on temperature and on
characteristics of the heterecyclic ring. In seme cases separa-
tion of the twe species was achieved by paper chromategraphy ef
their ethanolic solwtiens (1) and more recently the equilibriom
has been studled in quantitative ferm for 4,6-dimethyl,2-azide-
pyrimidine with the aid of N.M.R. techniques (),

The aim of this werk has been to study the azidoazemethine-
tetrazole equilibrium from a éhenical point of view through the
investigatien of the reaction of seme cempounds of general for-
mula I with an enamine derivative (o). The following compounds
have been examined s tetrazolo [S,l-il pyridine (II)(4); 5,7-
dimethyl-tetrazole [1,5-a] pyrimidine (111)(®); 5,6-diphenyl-
tetrazole [i,s-@] as.triazine (IV)(OO) and tetrazoloe [5,1-%]
benzothiazols (V)(7).

(11) (111) (1v) (v)

(°)- The reaction of enamines with aryl- and acyl-azides has been
widely investigated in this laboratory in recent years (3).
(°°)- M.P. 198° (acetic acid). Obtained by treatment of 3=hydrazi-

no,5,6=diphenyl as.triazine (6) with nitrous acid.
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Spoctrophotnotrlca,l‘-easuments carried out on these com-
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pounds in the selid state are in agreement with the tetrazole struc-

tures. Existence of the reactive tautomeric azide ferms has however

been cenfirmed by the results of the reaction of tetrazeles II,III,

IV and V with X-cyclehexene-N-merpholine (VI) which furnished the

cerresponding additien eempeunds (general formula VII). Observed re-

activity was in the fellowing erder : V) IVoIII>II.

(vi)

(vii)

Data related te adducts VII have been assembled in TABLE 1.

TABLE

1

Het. (VII)

M.P.

Yield

F.

C.

F.

c.

F.

® =Pyridine-

4,6-dimethyl~2=-pyrimidine-

5,6=-diphenyl=3-as.triazino-

2=benzothiazole~

990

111°

138°

86°

46%

&

62,80

60,67

67,80

7,31

7459

6,12

6,12

7,62

7,75

6,29

6,14

24,39

26,58

22,22

20,40

24,60

26,99

22,35

20,00
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The stiuctures of the four compounds represented by general
formula VII were confirmed by rearrangement to the corresponding
substituted cyclopentancarbonyl-ammidines (VIII)(by heat or by
strong acids) (3 and by conversion inte the correspondbng l-sub-
stituted-4-E-cyclotetramethylene-1,2,3-triazoles (IX)(by alkalies)
(3). From compound VII (Het. = 5,6-diphenyl,3-as.triazino) the
corresponding ammidine VIII was obtained on heating in dioxane so-
lufion. M.P. 128° (ethanol). Found C = 71,60% , H = 6,35 , N =

17,00 . Calculated : C = 72,63% , H = 6,53% , N = 16,94% .
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Other ammidines of general formula VIII were not isolated but

(vii) ™~

directly converted by hydrolytic cleavage into the corresponding
cyclopentancarbanides (X). Treatment with alcoholic sodium hydro-

xide of compound VII (Het. = 2-benzothiazolo~)yielded the corres-

No.24%
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ponding 1,2,3-triazole (IX) M.P. 146° (ethanol). Found C = 61,05% ,
H= 4,906 , N = 21,90 . Calculated for CyjH)oNgS : C = 60,93% .,
H=4,68% , N = 21,87 . The structure of the substituted triazoles
IX was confirmed by aleoholysis with sodium ethoxide yielding 4,5~
cyclotetramethylene-1,2,3-triazole (3 and the ({-ethoxy-hetere-
cycles.

Full details on this research will be published in subsequent
papers.
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