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Nucleosldes contammg 3#-tolueneg-sulphonyl&D-xylofuranuromc acid (e g , 

1-3) are convement precursors of unsaturated purme and pyrunldme nucIeosldes, and also 
of 02,2-cyclonur~leosldes and pyrumdme nucleosldes havmg the ~anzbrno configurationavZ 

We now report on a sunple route for the transformahon of 1 and 3 mto the D-libo- 
furanuronic acid denvatlves 6 and 7, respecmely 

Trearmc nt of lxmethyl 2U-acetyl-3~-toluene-p-sulphonyl-@-D-xy~ofuranosyl- 
uronate)uracd’s’ (1) WJth ercesa of phfhahrude m anhydrous NJV-dunethylforrn~rmde at 

130” for 10 h afforded a nuxttire of the J:omerlc acetates 4 and 5 (84% after chromato- 

graphy on slLca gel) P m r data (CD&) 6 10 24 and 9 96 (2 s, NH), 8 20 and 8 16 (2 3, 
Js.6 8 0 Hz, H-6), 6 34 and 6 18 (2 d J1’,2g 6 0 Hz, H-l’), 5 8S (d, Js 6 8 0 Hz, H-5), 3 84 (s, 

COOMe), 2 20 and 2 I2 (2 s, OAc) 
Treatment of 415 mth 35 metlsnohc hydrogen chloride gake I-(methyl13_D-nbo- 

furanosyluronnte)uracd (6,80%), m p 229-231° (from methanol), [a]g -32” (c 1 3, 

methyl sulphoxlde), ht 3 m p 236O P m r data (MelSO& with a few drops of CF3COOH 

to remove the slgnal of the rapIdly exchanguq protons) S 8 12 (d, I H, Js,e 8 0 Hz, H-6), 

6 12 (d, I H,JI*,2* 6 0 Hz, H-l ‘), 5 90 (d, I H, H-5), 4 52 (d, 1 H J3 ,$ 2 0 Hz, H4’h 4 30 
(dd, 1 H, J2y 4 0 Hz, H-3’),4 16 (dd, 1 H, H-2’) 

Under analogous reactJon condltlons, 3 gave 6-benzamldopurme (71%) and a 
nurture of acelates (24%) wfuch, on deacetylatlon with methanohc trunethyiamme, 
yielded 6-benzamddo-9(methyl P_D-rlbofur&iosyluronate)purme (7) as an 011, [a]; -7O (c 
1 8, methyl sulphoxlde) P m r data (lblelSO~~) S 8 56 and S 52 (2 s. H-2,8), 7 88-7 32 
(Bz), 6 08 (d. 1 H, Jl’,2’ 6 0 Hz, H-l’), 4 64 (dd, 1 H, J2 ,3 3 0 Hz, H-2’), 4 46 (d, I H, 
J3*,4a 3 0 Hz, H-4’), 4 32 (dd, I H, H-3’), 3 08 (s, COOMe) 

The transformation I-+4/5 probably mvolves the mtermedate 8 or a related, 
solvated ion-pair (acylouomum catlon-phthahmlde aruon) which undergoes a decom- 
posItIon of the Woodward type 4 The presence of ac~&c agents (phthshmlde and toluene-p 

sulphomc acid) m the reactlon mixture should reduce the posslbdlty oi mtramolecular at- 
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1 R : AC, B q urdcll l-y1 4 R.H.R’nAc B-UrdC~l 1 yl 

2R.H. B = uracbl l-y1 S R c AC. R’ 3 H S I urac~l 1 yl 

a R I A.C. B = 6- DenzamlcloD”rlne g-y1 S 12 = R’- I-t, B -urac~l 1-yl 

7 R - k’ = H B = S-iYenzamdopurhe 9 yl 

8 

tack by O-2 on C-2’ m 8 

9 B - uracll 1 yl 

l<O’ ,2’-Cycl~D-~abmofuranosyluro~rmde)uracl12 1s not affected by 
prolonged heats-g of Its soluhon m N&dunethylformamde at 130” m the presence of 
phthalrrmde Under smular condmons, 2 1s converted2 mto the nucleoslde 9 
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