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SW@MY: The reaction of diazatised arylnmines with 5-methyl and 5-ethylpyrimldine-4,6- 

dial gives G-alkyl-2-aryl-1,2,4-triazin-5(2~)-ones. 

The usual site for elcctropbilic substitution in pyrinidines is the S-position. Fkwever 

in a number of cases 5-pyrimidinols having other electron releasing groups at the 2- and 

4-positions have been shown to undergo diazo coupling at thz 6 position (ref. 1 and 

references therein). 5-Pyrimidinol has also been show to undergo diazo coupling at the 

&nosition, 
2 

and 4,6-dimethyl-5-pyrlmidinol has been rc:>orted to undergo coupling at the 

2-position. 
3 

however the position of attack did not seen to have been confirmed and may 

have occurred at the $-methyl group, which \as been observed in some other cases. 
4 

\PE have reacted diazotised arylamincs with 5-methyl5 and 5-ethyl-~+,b-pyrimidinediol(l)6 in 

which such side chain attack would not occur and coupliny, might occur at the 2-position. 

1:\en the reaction was carried out under typical diazo coupling conditions using some 

p-substituted anilincs yellow to oraqe-red solid products were obtained (40-45%) whose 
i 
:Inmr spectrum in each case shorfeci signals for the 5-alkyl group, the z-substituted 

benzene ring, and a non-exchangcabl? lo:.? field siqlet (-69) ?!ass spectronetry in each 

case gave a molecular weight 43 mass units lass than is required for the diazo coupled 

product. Elencntal analys-is (CIIN) confirmed that the products contained the unit CHNO 

less t!?an expected. 

'This evidence leads us to believe the products to be 6-allcyl-2-aryl-1,2,4-triazin- 

5(21)-onss (2) and this is supported by the mass spectrometric fragmentation of the 

products, each of which showed a similar pattern :o that indicated below for 

6-9thyl-2-e-chlorophcnyl-l,2,4-triazin-5(2t!)-one :Zb) (Figure 2). - 

The reaction seems to involve an unusual loss of rhe elements BNCO from the pyrimidine 

ring under conditions of electrophilic substitution and to provide a novel pyrimidine to 

triazine ring transformation with incorporation of the diazo group into the ring. The 

t To simplify nomenclature, hydroxy derivatives of pyrimidine have been termed 
"pyrimidinols " irrespective of their true tautomeric nature. 
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nechanism of the reaction may involve a (4+2) addition with subsequent elimination of 

HNCO, or possibly attack at the 5-position with subsequent HNCO elimination (Figure 1). 

We shall investigate this reaction further and present a fuller account of the work in due 

course. 

(1) R = EIe,Et (2) R = Me, Et 

(a) Ar = p-BrC6H4 

(b) Ar = E--CIC~H~ 

(c) Ar = r~-H02CCoH4 

(2b) m/e 235 (22%) 

Figure 1 

- CIH,CN 

It C1C6H4 

m/e 111 (54%) 

-HCN 

OCN-CH:NC,H,C;I* 

m/e 180 (100%) 

l? HC=N-C6H4C1 

m/e 138 (96%) 

Figure 2 

REFERENCES 

1. D.T. Hurst, Aust.J.Chem., 1983, 2, 1659. 

2. S.B. Gashev and L.D. Smirnov, Chem. Heterocycl. Compd. (USSR), 1982, 297. 

3. 

4.' 

S.G. Gashev and L.D. Smirnov, Izv. Akad. Nauk SSSR, Ser. Khim., 1979, 3, 678. 

D.T. Hurst and M.L. Wang, J. Chem. Sot. Perkin Trans. 1, 1977, 1985. 

5. M. Prystas, Coil. Czech. Chem. Commun., 1967, 2, 4241. 

6. B.A. Feit and A. Tenerstein, J. Heterocycl. Chem., 1974, 11, 295. 

(Received in UK 31 May 1989) 


