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Abstract- 4-brgl-5-oxo-3-alQhercapto-l,2.4-triazine 

derivatives undergo interesting reaction with ammonia to give 

mainly, inatead of the erpected oorreepondlng ?-amino 

derivatives, the 3~krmino-2,54hydro-5dxo-l.2,4-triaaines. 

In this reaction 4-argl-3 .5-dioxo-2,3 ,4 ,5-tet~dm-l ,2 .4-  

triazinee vere obtained as a minor product. e l a t i o n  of 

3-arglamino-4,5-d~dm-5-olo-l.2,4-triazines with methyl 

iodide in alkaline medium gives the corresponding Z-utethyl 

derivatives. Independent synthesis of 2- and 4qethyl- 

3-arylamino-1.2.4-triazine derivatives is alao described. 

Asymmetric triazin-+ones have been shorn to undergo attack on position 5 wlth 

nucleophilic reagents, specially Qri@ Recently it bas been 

found that some derivatives of this system particularly rim 4-aryl subatituente. 
are readily attacked wlth hydrazine leading to an interesting rearrangement in 

this clam of compomnd~~.~. 

It seemed now of interest to investigate the possible reaction of m n i a  with 

3methylmeroapto-4-acgl-4.5~hydm-5-or-l,2,4-tri~ines la-c. Previous reports 
m 

showed that the action of amonia and M n e s  on 3-alQlmercapt0-l,2.4-triaeine 

derivatives which have structures Like Zlead only to the formation of 3-amino 

or 3-substituted amino derivatives like p7. We have, now, found that 6-phenyl- 
3-methylmerrapto-4-argl-4,5-dihydro-5-o1o-l.2.4-triszines % react with ammonium 
acetate in acetic acid solution when heated under reflux for 4 h to give mainly 

the corresponding 6-pheqyl-3~Lamino-2,5-di~dro-5-0~0-1,2,4-triazinee k c  

inatead of the expected 6-phengl-3-amim-4~1-2,5-di~~o-5-om-1,2,4-triazines 





HETEROCYCLES, Vol 20, No I ,  I983 

4a-c. In this reaction 6-pheqyl-4-aryl-315-di~xo-2,3,415-tetrahydro-l,2,4- - 
triazines% were also isolated as a minor pmduot. The identity of compounds 

3a-c and 9 vas oonfirmed by independent synthesis accordtng to reported 
e 

8 procedures by the action of arglamines on 2 (to give 3) and by the action of - 
alcoholic H C ~  on (to give 5)'. respective-. 

Alkylation of compounds s c  xith methyl iodide in the presence of molar 

equivalent of sodium methoxide in methanolic solution under reflux for 1 h 

or at m o m  temperature overnight afforded exclusively the 2-metbyl dedvativea 

6a-c, respectively and none of the other isomers 7 z c  or k c  
nnr* 

lo-'4. m e  structure 

of compounds 6 s  has been established by independent synthesis by the action 

of the appropriate arglamine on 6-phenyl-2-1nethyl-5-metb.~'Imercapto-4,5-bihydro- 

5-0x0-1.2.4-triaeine 9. The isomeric 4-ethyl-3-a~ylamino derivatives 9 - 
were obtained by the action of the appropriate arylamins on 6-pheqyl-4-methyl- 

3-met~Imercapt0-4~5-dihydro-5-o1o-l .2,4-triaeine 10. ,-- 

The conversion of I into 3 most probably proceeds vla an open r ing compound 

redted imm the rmcleopUc attack of ammonia on position 5 of 1 (similar 
to that proposed and established for the action of bydrazine on coqo110.d i4) 
and has been attributed to the increased electmphillcity of thie M 5oup 

due to the electrcn rlthdr8xLng eiiect of the 4 - w l  sub~tituents~*~. Therefore 

11 or 12 could be the intermediate of this reaction. Intermediate 2 cycllzes by - - 
ellmination of either of the amiao gmupe (a or b). However, if l2- is the 

intermediate, the elimination of El+ from COE$ ie the more fanmrable aa 

p&o& estabUshed in case of reaction of j with h~dmzine~'~. Koreover, 

route a could lead, vls the elimination of arylamines (BEE2), to the formation 

of 13. which has not been detected in this reaction. - 
The foxmation of compounds a in this reaction might well be explained as 
a result of acid hgdmlysis, rbich is well horn for such type of methylmer- 

9 capto triazines but in other medium (alcohol snd EC1 ). hridence for this 

comes from the findings that compounds lsundergo hydrolysis into 5 9  

when heated under reflux either in acetic acid alone or in the presence of 

eodium acetate. The hydrolysis was found to be almost complete after 40 h. 



* Yield M.P. Yield M.P. 
cow. Comp. $ Oc % Oe 

38 60 325 - 6a 85 305 

Ja 
4 

70 334 6b 82 289 
4 

30 68 352 4 6c 88 ,-... 320 

5a - 25 245 5 92 180 

5b 10 244 -,., 8b 96 218 

50 15 255 8c 
d 0 

88 137 

2 

*Satisfactcrp analyses for the synthesised compounds were obtained. 
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