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Bwently na have deeoribed the preparation of aomo Mcyolio and 

tricyolio ayztems based on py+latine (1.2). In connection with the 

newly described Me-s-trlazolo/4.3-b, 3’,4*-f/pyridazine~~ we wish 

to report different eynthetic routes for a new azaheterooyclr, e-8. 

lmid~o/l,2-b/-e-triazOlO/3 ‘,4’-f/PYtidazine. 

The starting compound for all syntheses was 6+ydrazino-itidazo- 

/1,2-b/pyridazlnr (1111 m.p. 225’). Derivatives of this tiag system 

were prep-d only recently (3,s). The eynthesls of 6-ohlo~o-lmidaso- 

/1,2-b/pyridazine (II; m.p. 115’) wan accomplished utilizing 6-ohlom- 

3-amino-pytidazine (I) as starting material axl this reaoted dth 

bromoacetaldehyde to form the fumed lmldazole zing. The helogen at 

the position 6 wan sucaeaefully replaced with different nuoleophllem 

and the reaction with hydrazine hydrate afforded the corrempondlng 

hydzazlno compound (III) in 9O$ yield. 

Attempts to effect further cycllzation with formio aold or trlrthyl 

orthofonzate were unsucco~sAil, although simple hydrazino-pyrldasinea 

could be transformed with these reagmts into the e-trlazolo/4.3-b/- 

pyridaziner (5.6.7). When III was treated with formic acid the fom1 

derlvatlve was isolated (Vi m.p. 218’). Similarly, with trlethyl ortho- 

formate the ethoqmethylene hydrazino compared (VI; m.p. 137-8’) ras 

fozmed. A oonvenient qvntheeia of the parunt tricyclic azaheterooyolo 

(IV; m.p. 283-5’) has been accomplished from III and diethomthyl 

acetate (8) in 7lk yield. 

In another way the 1 +eroapto derivative of this tdcyclio wotem 

(I4 m.p. about 340’. dec.) wan obtalned In the following mznner. III 

was tranmfonned dth carbon disulflde in the dithiooarbazlc acid or ita 
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dedvativea (VII; R .H, HEI4 or CH$ wbicb upabeatiq undexweti cYo=- 

sation into IX. The Sam pr0de&lrs was effective also in ths case of 

the co~spondlng tMoeemicarbasidee (VIII), obtaixmd from III and iso- 

tuoayanates. It is conceivable that llng olamm amld take Place to 

give either IX or (~11 andno derlvatlve a6 this second tspe of d&S Clo- 

sure is also known to take place with dmilar compounds t%lO). In Our 

case W& campounds were not fornmd. The potentially tmutomellc meroapto 

g-p at position 1 exist8 in the smmapto fO= 88 evldmt from the 

infrared spectrum exhibiting an absorption at 2410 cm’l . 
Furthermore, the known reaction of heteroeycllc &drssinse dth ni- 

trous acid to form fused tetraaoles has been applied to III. It 18 nOtd- 

worthy that suah reaction can bad to tetrasolo delivativea aa in the 

ease of simple pyridaelnee (6.7) but in the case uhere two fused tetra- 

sole rings tahould be formed, one is present %n the uneyolisad form, e.g. 

as en substituted aaide (11,121. The obtalzmd compound I Is perfectly 

stable and does not decompose at Its m.p. (1080), but ie photochromic. 

In solld state the IR spectrum revealed an azlde absorption lund at 

2120 cm’l , indicating the presence of the &do derivative Xa, but also 

presence of the tetrazole rLng Is Indicated by bands at 1072, 970 and 

735 cm-’ (13.14). In solution (B,B-dlmethylfozmenide). however, the 

aside absorption band almost disappears indloating the preponderance of 

Xb. l’hls fused tetrasolo system lepresauts also a new asaheteroqgcle: 

e.g. imidazo/l.2-b/tetrasolo/5’,1 ‘-f/pyridasine. Since aaldomethlne- 

tetrazole tautcawriaation. demonstrated on other heterooyclic systems, 

does not require much energy (15). forms Xa snd Xb oazld be In equilib- 

rium and at room temperature the equ$llLuium must lie man, In the dlrec- 

tion of the tetrasole. Although X reacted readily in solution at room 

temperature dth hydrogen aulflde to form C-asdno-lmidaso/l.2-b/pyr$da- 

line (XI; m.p. 196’), this facile reducibility should not be taken ae a 

proof for the exclusive presence of au addo group (16). pinally, it 

should be mentioned that II did not aact nlth sodium aslde In order to 

obtain X on a different way. 

Different derivatives of the above mentioned new system we= else pm- 
pared and eatisfactorg elemental analyses have been obtained on every 

reCrystalliZed product. Pull details of this research will be reported 

elsewhere. 
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