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For  the reac t ion  we prev ious ly  found between he te ry lhydrazones  and sodium alkoxides it was postulated 
[1] that  the p roce s s  p roceeds  through a four-bond t rans i t ion  s ta te:  

HetNH- -N~CH- -R  R'ONa R' ONa - ~ : . HetNHR' + RCH=NONa 
H c I N H ~ N = C H - - R  

I~ !1 

With such a m e c h a n i s m  it mmy be expected tha t  the t rans i t ion  f r o m  sodium a!koxides to alkoxides of 
s t r onge r  a lkal i  me ta l s ,  which would i nc r ea s e  the polar i ty  and polar izabi l i ty  of  the R ' - O  bond  would g rea t ly  
faci l i ta te  the p roce s s .  We showed that,  in fact ,  in those ca se s  in which the main d i rec t ion  of the reac t ion  is 
s u p p r e s s e d  [2], the t rans i t ion  to po ta s s ium and rubid ium alkoxides  makes  it poss ible  to shif t  the  p r o c e s s  s igni-  
f icant ly in the d i rec t ion  of the N-a lky laminohe te rocyc le s  and to lower the reac t ion  t e m p e r a t u r e .  

For  example ,  in the case  of I, where  Hot = py raz in -2 -y l ,  and R = Ph, with sodium ethoxide, the p r o c e s s  
began only a t  240~ and the yield of II was 4% (11% 2-aminopyraz ine  fo rmed in paral le l ) .  (The p rocedu re s  for  
c a r r y i n g  out the expe r imen ta l  and the ana lys i s  of the products  by GLC were  s im i l a r  to those desc r ibed  in [1, 
2] .) In the case  of the reac t ion  with po t a s s ium ethozide under the s ame  conditions (240~ 30 rain), amine  II 
was obtained with an 81% yield (18% 2-aminopyraz ine  fo rmed in para l le l ) .  The reac t ion  could a lso  be c a r r i e d  
out at  200~ (30 re_in), and in this case ,  the yield of II was equal to 39%, that  of 2 -aminopyraz ine  was equal to 
12%, and that  of the or ig inal  hydrazone I was equal to 48%. In the case  of compound I,  where  He t=  pyr idaz in -3 -  
yl,  and R = Ph, with sodium ethoxide, the reac t ion  proceeded  a t  250~ (60 rain) with a 25% yield of amine  II (the 
main  d i rec t ion  of the p roce s s  was the t h e r m a l  rad ica l  spl i t t ing of hydrazone I and the format ion  of the r e c o m -  
bination products  of the rad ica l s  appear ing) .  The use of po tass ium ethoxide made it poss ible  to lower the t e m -  
pe ra tu re  to 180~ (3 h) and to obtain amine  II with a 32% yield (57% 3-aminopyr idaz ine  and up to 11% of a mix-  
tu re  of products  of r ad ica l  r eac t ions  fo rmed  in para l le l ) .  In the reac t ion  with rubidium ethoxide under the same  
conditions (180~ 3 h) the yield of amine  II i nc reased  to 66% (26% 3-aminopyr idaz ine  and up to 8% of a mixture  
of r a d i c a l - c o n v e r s i o n  products  were  a l so  obtained). In the case  of I,  where  Het = 6 - e thoxypyr imid -4 -y l ,  and 
R = Ph, with sodium ethoxide, the or iginal  compound was r e c o v e r e d  even at  t e m p e r a t u r e s ' u p  to 290~ With po-  
t a s s i u m  ethoxide the p roces s  began at  200~ (3 h), and the yield of amine  [I was 22% (23% 4 - a m i n o - 6 - e t h o x y -  
pyr imidine  fo rmed  in pa ra l l e l ,  and up to 54% hydrozone [ remained) .  When the t e m p e r a t u r e  was inc reased  to 
280~ (30 re_in), the yield of II i nc rea sed  to 34% (the yield of 4 - amino -6 -e thoxypyr imid ine  inc reased  to 58%, and 
only 8% hydrazone I remained) .  With rubidium ethoxide at  240~ (30 min) amine  II was obtained with a 77% 
yield (the yield of 4 - amino -6 -e thoxypyr imid ine  was 23%). 
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