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Abstract: The lactone of 3.6-anhydro~J-O-isopropylide~~e--7-thiophenoxy-D-alio-heptonic acid was prepared by means of an 

intramolecular carbetwid-phenyl!hiofuralzose reaction. 

The chemistry of intramolecular sulfonium ylide formation from the reaction of carbenoid with divalent sulfur 
compound and its rearrangement to the useful structures has been increasingly studied recently.‘2 In this paper we 
disclose the preparation of the lactone intermediate 4 via the 8-membered cyclic sulfonium ylide 2, the sequential 
oxonium intermediate 3 and stereoselective intramolecular P-C-glycosilation (Scheme 1). Intermolecular 
C-glycosilation of several thioglycosides via a carbenoid displacement reaction had been explored in Kamentani’s 
grot~p.~ However, intramolecular carbenoid reactions to prepare C-glycosides selectively have been rare until 
recently. In this design the proper diazo-intermediate should be 1-j3-phenylthiofuranoside equipped with diazoacetic 
ester tethered to the primary 5hydroxy group. 
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Scheme 1 

Diazoacetic ester 1 was prepared from P-phenylthio-2.3-0-isopropylidene-D-ribofuranose 6 (94%) by using 
Corey’s modified method.4 The furanose 6 was readily obtained by three step procedures, the selective 

AcO 1. PhSSiMe3 / BF-,OEtz / CHzClz 
2. NH3 / MeOH 
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conversion of the ribofuranose-tetraacetatk 5 to 1-P-(phenylthio)-triacetate (97%): the deprotection of acetyl 
groups by ammonia in MeOH (98%) and the conventional protection’ to the isopropylidene 6 (83%). 

7 (+) Showdomycin 

Scheme 3 

The desired lactone 4 was formed in a refluxing solution of 1 in benzene (0.1 M) containing 1 mol % of 
rhodium (II) acetate in 48% yield as a 3:2 mixture of separable epimers7 The yield of 4 could be increased to 56% 
by slow addition of the solution of 1 by means of a syringe pump to a refluxing benzene. * Desulfurization of each 
isomer of 4 by Raney Ni in acetone converted them to 7 (75% respectively), which is identical with the known 
compound: m.p. 163 - 164 “C {lit.” m.p. 161-163 “C]; [a],“: + 83.4 (c 0.63, CHCl3 (lit.‘” [a]D24: + 84 (c 
0.63, CHCl,) ) . 

Since the lactone 4 could be easily converted to 7, the key intermediate for several C-nucleosides”*” including 
showdomycin, further application of the compound 4 to C-nucleosides is under investigation. 
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