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Simple thioaldehydes are unstable compounds and were until very recently
known almost exclusively as cyclic trimers. On the other hand, some heterccyclic
thioaldehydes stabilized by the mesomeric effect due to ring nitrogen have been
synthesized, but there are few investigations on their reactivity. We describe
here the structure and reactivity of S-thieformyluracils (1) stabilized by the
neighboring 6-aminoc-group.

6-Amino-5~thloformyluracils (1) were prepared by the reaction of 6-amino-
uracils with the Vilsmeier reagent (DMF—POCIS) and then NaSH according to Raid's
method. These compounds have two possible structures, a thicketo form (1) and a
thiol form (2). Their structures were determined to be the former (1) by X-ray
diffraetion analysis of (1:R=Ph).

Thioformyluracil (la:R=Me) was treated with amines, active methylene com-
pounds, and the Wittig reagents at room temperature to afford smoothly the corres-
ponding condensed-products (3). In the above reaction the use of the reagents
possessing a cyano group, e.g8. CHy(CN),, CHo(CN)COOEt, and PhgyP=CHCN, led to the
formation of pyrido(2,3-dipyrimidines (4: R1=CN, COOEL, H; RZ=NH2) in high yield.
Treatment of (la)} with enamines caused cycloaddition to give pyrido[2,3-d]lpyrimi-
dines (4) in high yield.

Thus the thioaldehyde (la) behaved much like aldehydes in its reactions with
nucleophiles and the Wittig reagents, yielding the same products. However, (la)

underwent such reactions more readily than the corresponding $-amino-5-formyli-

uracil (3:X=0).

o] 0 ?H 0 o] N
CHywy CHS CHyw g CH CH}N)JICH =X CHyy SN
OA\I\II NH,, 0%‘1;1 NH o 1;1 RH, O%\N ¥ g2
R R CH, J:H3
(1) (2) (3} (4)

— 234 —




