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The chemistry of the 1,3,5-benzotriazcpine system has yet Scarcely 

been explored and only very few authenticated derivatives of this system 

have been described l-31. This is probably partly the consequence of the 1: 

expected easy ring contraction of these compounds to yield the isomeric 

benzimidazolc derivatives /Scheme 1, Z = NH/, and partly of the fact that 

the most obvious syntheses of these bcnzotriazepines /see 0.g. Scheme 2/ 

may directly lead to these ring contraction products. Thermal ring con- 

tractions of the above type /Scheme 1, Z = CH2/ have been described in the 

related lr-_I-l,.5-bcnzodiazcpin-2/3~/-on saries [W]. 

In order to restrict the number of those conformers of the g-amino- 

phcnylguanidinc type starting compounds /Scheme 2/ which arc unfavourablc 

for the formation of the bcnzotriazepine system and, at the same time, to 

minimize the danger of subsequent ring contraction of the desired products, 

1-/2-aminophcnyl/-2-iminoimidazolidincs /1=/ were selected as the starting 

compounds, and a general method for 'the synthesis of 2,3-dihydro-lg-imid- 

=ok,+][i,3,5]b enzotriazepin-2/3fl/-ones /;=a/ and -thiones /ggb=/ has been 

developed by reacting compounds 1 with phosgen and carbon disulfide, 

respectively, or their equivalents. The complete sequence is shown in 

Scheme 3. The StruCbms of the products follow from the microanalytical 
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Table I. 

2,~-Dibydro-1@i.midazo~,2-a][ ] 1,3,5 benzotriazepin-5/6HJ-ones &/ and 

-thiones /gg/ 

Z 

I-I 

8-Cl 

8-CCH3 

8-COOC5 

8-CONHC4Hg-/n/ 

H 

8-Cl 

8-CONHC4H+n/ 

9-Cl 

R 

H 

H 

H 

H 

H 

n-C4Hq 

n-C4H9 

xx-C4Hq 

"-C4Hy 

l- 

I 

255-7 /a./ 
-- 

272 /a./ 
-- 

205-7 
220 

2~4-5 

197-a 

/OC/ 

264-5 /a./ 

257-8 /a./ 
260-61 /a./ 

,300 /a./ 
248-q 

187-8 /a./ 

214-6 

207-8 

217-8 

1 
I 

results L8J and from their non-identity with their isomers which might 

also have been formed in the course of the above synthesis end which were 

prepared by unambiguous routes. The spectral data of the compounds 2 

/which will be published elsewhere/ were also in agreement with the 

proposed structures. 

The catalytic reduction of the nitrophenyliminoimidazolidines had 

to be performed in the presence of strong mineral acids; otherwise only 

2/3 of the calculated amount of hydrogen was taken up and what are 

believed to be compounds of structure 2 were formed. 

The newly prepared compounds zg and 9 have been compiled in Table 1. 

The results of their 
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