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Nucleosides containing 3-O-toluene-p-sulphonyl-§-D-gylofurznuronic acid (e g ,
1—3) are convenient precursors of unsaturaied purine and pynmidine nucleosides, and ilsc
of 02%,2cyclonucleosides and pyrimidine nucleosides having the D-grabino configuration**?
We now report on a sumple route for the transformation of 1 and 3 into the D-11bo-
furanuronic acid denvatives 6 and 7, respectively

Treatmont of 1{methyl 2-0-acetyi-3-O-toluene-p-sulphonyl-8-D-xy'ofuranosyl-
uronate)uraci!*? (1) with excess of phthalirude in anhydrous N,N-dimethylformamude at
130° for 10 h afforded a muxture of the 1someric acetates 4 and 5 (84 after chromato-
graphy on siica gel) P m r data (CDCl3) 6 10 24 and 996 (25,NH), 8 20 and 8 16 (2 d,
Js.s 80Hz,H-6),634and 6 18(2d J,’ ;' 6 0Hz, H-1"),5 88(d,Js ¢ 8 0 Hz, H-5),3 84 (s,
COOMe), 220 and 2 12(2s,0Ac)

Treatment of 4/5 with 395 metianolic hydrogen chloride gave 1{methyl §-D-nbo-
furanosyluronate)uracil (6, 80%), m p 229-231° (from methanol), {a]¥ ~32° (¢ 1 3,
methyl sulphoxide), it > m p 236° Pmr data (Me,SO-ds with a few drops of CF;COOH
to remove the signal of the rapidly exchanging protons) & 8 12(d, | H,Js ¢ 8 0 Hz, H-6),
612(d, 1 H,Jy" 2r 6 0Hz, H-1"), 590(d, | H,H-5),452(d, 1 H J; 4 20Hz, H4'),4 30
(dd, t H,J,r 3r 4 0Hz, H-3'), 4 16 (dd, 1 H, H-2')

Under analogous reaction conditions, 3 gave 6-benzamidopurine (719%) and a
muxture of acetates (249) whuch, on deacetylation with methanolic trimethylamine,
yielded 6-benzamido-9methyl §-D-nbofuranosyluronate)purine (7) as an otl, [a]g’ -7°(c
1 8, methyl sulphoside) P m r data (Me,SO-d.) & 8 56 and 8 52 (2 s, H-2,8), 7 88—7 32
(Bz),608(d, 1 H,J," ;» 6 0Hz,H-1"),464 (dd, 1 H,J/; 3 30Hz,H-2'),446(d, 1 H,
J3' 4+ 3 0 Hz, H4'), 4 32 (dd, 1 H, H-3"), 3 08 (5, COOMe)

The transformation 1—4/5 probably involves the :ntermediate 8 or a related,
solvated ion-pair (acyloxonium cation—phthalimide anion) which undergoes a decom-
position of the Woodward type® The presence of acidic agents (phthalimide and toluene-p-
sulphonic acid) in the reaction mixture should reduce the possibility of intramolecular at-
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1402 ,2"-Cyclo--D-arabmofuranosyluronamide)uracit? 1s not affected by
prolonged heating of its solution 1n N,N-dimethylformamude at 130° 1n the presence of
phthalimude Under similar condiuons, 2 1s converted? into the nucleoside 9
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