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SW: Irradiation of N-a@-2(lH)-pyrimidin-2-ones (3a-c) in amixed benzene-alcohol -- 

solution afforded the products initiated by Type I cleavage, l-(3-alkoxycarbonyl~-2- 

propene)-N-arylimiues (4a-c, 2, and 6, in 45-51% yields. -- 

Becauseoftheirbiological importance, thephobxhemistxyofnuzleosidebases hasbeen 

extensively studied. ') It is also of interest to St* the photochemical behaviors of 2(lH)- 

pyrimidin-2+nes in relation to those of cytosine, which is one of nucleoside bases, and its 

derivatives. Fmthenmre, the 2(lH)-pyrimidin-2-one systfmis particularyattractive to study 

since the aualogouske~ system, theconjugated cyclohexadienone,has been studiedin such 

great detail 2) andcanbe usedforamparison. Wepreviouslyrepxtedthephoto&mical 

synthesis of a stable 3-substituted-4,6-dimethyl-2-om-l,3-diazabicyclo[2,2,Olhex-5~ (1) by 

the internal photoaddition reaction of l-substituted-4,6-dimathyl-2(lH)-~~yrimidin-2-one (,).3) 
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This paper describes the photochemical reactions of N-aryl-2(lH)-pyrimidin-2-ones (3a-c). -- 

Irradiation of N-phenyl-2(lH)--din-2-one (3a) in a mixed benzene-methanol solution in a - 

Pyzxvesselwithahighpressmememurylarqunderau argon ainmphere for15 hatmcxn 

temperature afforded a mixture containing l-(3-methoxyca&onylamino-2-propene)-N-phenylimiue 

(G)4), tiich was purified thmugh a silica gel colmm chmnatography to give 3-metixyca&onyl- 

amino-2-pmpene-l-one (7) audaniline in 51and 54%yields, respectively, auda starting 

pyrimidin-2-one (3a). - When a solution of 3a in benzene*thanol or benzene-2-pmpauol was - 

irradiatedunder the same conditions, l-(3-ethoxycarbonylamim- 2-propene)+J-phenylimine (2)5) 

Imp. 158-16OoC; vz 3180, 1720, 1630,1260, 1170, 750, and 680 cn-'; "(cD30D-cDC13) 1.24(t, 3~), 
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4.71(q, 2H), 6.01&i, lH, J=9.4, 14.8 Hz), 6.9-7.6(m, 6H), 8.13(d, lH, J=9.4 Hz)] and l-(3-iso- 

propoxyc&nyla-2-p-e)-N-phenylimine (6) 5, - vg IlIp. 160-161OC; 3450, 3180, 1715, 1635, 

1265, 1170, 755, and 690 cm-'; S(CD30DXX13) 1.30(d, 6H), S.O(m, lH), 6.Ol(dd, U-I, J=9.4, 13.8 

Hz), 7.05-7.7(m, 6H), 8.15(d, lH, J=9.4 Hz)] was obtained in 45 and 51% yields, respectively. 

in C6H6-IOH 

3a Ax=C6H5 - 

3b - A"pM.?C6H4 

3c AI=p+wC - SH4 

4a [Ar=C6H5 F&Mz14) 
7R=& - - 

4b R=Me - &?p-MzC6H4 

4c A??p-IWC6H4 M - 

5 F+Et - Ar'CgH5 

6 Ar=C6H5 R=Pr' 

Similarly, 1-(alkoxycarbonylamino-2-propene)-N-arylimines (4b-c)') were obtained in 45-U% -- 

yields when N-aryl-2(lH)-pyrimidin-2-ones (3b-c) m irradiated in benzene-m&.hanol under the -- 

sameaxditions asdescribedabxe. Areasonalblemechanisnforthe~~tionoftheproducts 

(4_6! is proposed in Scheme 1, in which an unstable isocyanate intermediate (S,, fomed initially 

by Type I cleavage, traps an alaho to give the final product. 
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The product (4a) auldnotbe isolated,butthe fomtion of 4awas detectedbynmr spectnm. - - 

Satisfactoryelanentitl analyseswereobtainedon allnewax?pxnds. 
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