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REARRANGEMENTS OF 2-ALKYLDIHYDRO-1,3,5-TRIAZINES TO PYRIMIDINES AND OF A 

METHYLDIHYDROPYRIMIDINE TO A PYRIDINE 
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Russlan workers have recently reported an interesting base-induced rearrangement 

of 2-alkylpyrlmldmlum salts to 2-ammopyridines 
1 

We wish to point out the resemblance of 

these rearrangements to a trlazine to pyrlmidine rearrangement reported earlier, 
2 

and to 

report an analogous pyrimldine to pyrldine rearrangement, occurring without quatemlsatlon 

or the presence of added base 

In 1941 Anker and Cook reported that thermolysls of certain alkyldlhydrotriazmes (1) 

at ZOO-300°C gave pyrimidines (2) with loss of ammonia. 
2 

The yields were not stated, and no 

mechanism for the rearrangement could be proposed. This report has smce been almost 

completely overlooked. 3 We have repeated the thermolyses of compounds (&,lb) and obtained 

the products (s, zb) in ca 90% yields - Anker and Cook reported that on pyrolysis the 

n-butyl compound (Id) lost butane to give s-triphenyltriazlne (2) rather than rearranged, - 

although Its hydrochloride did rearrange. In our hands compound (Id) gave triphenyltrlazlne - 

(3_) (21%) and 2,4,6-triphenyl-5-propylpyrlmldme (2d) (42%) 

A feasible mechanism for the rearrangement, involving ring-opening accompanied by a 

1,3-hydrogen shift, followed by electrocycllc ring-closure and ellmlnatlon of ammonia, 

Ls shown m the Scheme 
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Addltlon of methyl-lithrum to 2,4,6-tr~phenylpyrinndine, followed by hydrolysis, gave 

the dihydropyrrmidine (5). 
6 

When compound (A) was heated at 210°C during 30 mm, ammonia was 

evolved. The residue comprised starting material (40%) and material whosem p. Indicated It 

to be 2,4,6_trlphenylpyrrdrne (2) (53%) Careful examrnatlon of the latter (1 r., h.p 1.c ) 

showed It to contain ~a 10% of 2,4,6-triphenylpyrrmIdlne, lndrcatrng that some ellmlnatron of 

methane from (i) had occurred (cf compound (Id), above). 

Ph 

Attempts,to obtain a benzene derrvatlve by rearrangement of an alkyldihydropyrrdlne have 

so far been unsuccessful 

We thank S R C. for a marntenance award (to L.S.C.) 
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