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Abstract~ 4-Aryl-S5-oxo-3-alkylmercapto-1,2,4-triazine
derivatives undergo interesting resction with ammonia to give
mainly, instead of the expected corresponding ZF-amino
derivatives, the 3-arylamineo-2,5-dihydro-5-oxo-1,2,4~triagines.
In this reaction 4=-aryl-3,5~dfoxo-2,3,4,5«tetrahydro-1,2,4~
triszines were obitained as a minor preduct. Alkylation of
3=arylamino-4,5-dihydro-5-oxo~1,2,4-triazines with methyl
iodide 1n alkaline medium gives the corregponding 2-methyl
derivatives. Independent synthesis of 2« and 4-methyl-
Swarylaming-1,2,4~triazine derivatives 1s also described.

Asymmetrlic triaszin-S-ones have been showm to undergo attack on position 5 with
nucleophilic reagents, specially Grignard reagents1-3. Recently it has been
found that some derivatives of this system particularly with 4-aryl subatituents
are readily attacked with hydrazine leading to an interesting rearrangement in

this class of compounds4'5.

It geemed now of interest to investigate the possible reactlon of ammonia with
3-methylmercapto~4-aryl-4,5-dihydro~5-oxo—~1,2, 4=triazines ’13_.:\9. Previous repoﬂ‘:s
showed that the action of ammonia gnd gmines on 3-alkylmercapto-i,2,4-triazine
derivatives which have structures iike 2 lead only to the formation of 3-emino
or 3-gubstituted amino derivatives like 26'7

J-methylmercapto-4-aryl-4,5-dihydre-5-0x0-1,2, 4-triazines 1a-c react with ammonium
acetate in acetic acid solution when hested under reflux for 4 h to give mainly

+ We have, now, found that &6~phenyl-

the corresponding 6-phenyl=3-grylamine-2,5-dihydro-5-oxo-t,2,4-triazines Ja-c
ingtesd of the expected 6~phenyl-3-amino-4-aryl~2,5-dihydro-5-oxo-1,2,4~triazines
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4a-¢, In this reasction &6-phenyl-4-aryl-3,5-dioxo~2,3,4,5-tetrahydro-1,2,4-

R

triazines Sa~c were also imolated as a minor product. The identity of compounds
3a~c and S5a=c was confirmed by independent synthesis according to reported
A~ P

procedures by the action 6f arylamines on 2 (to give 2)8 and by the action of

alcoholic HC1 on 1 (to give 2)9, regpectively.

Alkylation of compounda 29;9 with methyl iodide in the presence of molar
equivalent of sodlum methoxide in methanolie solutiorn under reflux for 1 h

or at room temperature overnight afforded exclusively the 2-methyl derivativesn
E’g;c, respectively and none of the other isomers :f&:(’: or %10-14' The sgtructure
of compounds 9&';9 hag been established by independent synthesis by the action

of the appropriate arylamine on 6-phenyl-2-methyl-3-methylmercapto—4,5~dihydro-
5e0x0=1,2,4=triazine g. The isomeric 4-methyl-F-arylamino derivatives E@:g

were obtained by the actlon of the eppropriate arylamine on 6-phenyl-4-methyl-
3-methylmercapto=4,5«dihydro=5-o0x0~1,2,4=triazine 1.9. -

The conversion of 1 into 3 moat probably proceeds via an open ring compound
resulted from the mucleophilic sttack of ammonia on position 5 of 1 {similar

to that proposed and established for the sction of hydrazine on compound 1%)

and has been attributed to the increased electrophilicity of thie C=0 group

due to the electron withdrawing effect of the 4-aryl subatimemts4'5. Therefore
1,1- or l_% could be the intermediate of this resction. Intermediate L‘L cyclizes by
elimination of either of the amine groups (& or b). However, if 12 is the
intermediate, the elimination of NH2 from 00]1'52 is the more favourable aa
previoualy egtabiished in case of reactlon of l with hydrazine4'5- Moreover,
route a could leed, via the elimination of arylamines (Rﬂﬁz). to the formation
of 12, which has not been detected in this rezction.

The formation of compounds ?2«'&9 in this reaction might well be explained as
a result of acid hydrolysis, which 1s well known for such type of methylmer-
capto triazines but in other medium {alcohol smd HClg). Evidence for this
comes from the findings that compounds %undergo hydrolysis into M
when heated wnder reflux elther ln acetle acld alone or in the presence of
godium acetate. The hydrolysis was found to be almost complete after 40 h.
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Comp. Yi’e‘ld M(.)p . Comp. Y:i.;ld Hop

c ¢

%a 60 325 6a 85 305
et Catard

3k T0 334 EB 82 289

3c 68 352 95 88 320

5a 25 245 Ba 92 180

29 10 244 ?B 96 218

5e 15 255 8¢ 88 137
N Y

*3atisfactory analyses for the syntheslsed compounds were obtained.
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