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Abstract

Radical cyclization of ribo-phenylselenoglycoside tethered with propargyl moieties on C-5 hydroxyl group
afforded new potential intermediates for the synthesi€-ofucleside derivatives. © 1999 Elsevier Science Ltd.
All rights reserved.

New routes taC-glycosides have been developed over recent years due to their structural attraction
as well as useful biological activitiésMost of the approaches have concerned the stereoselétive
glycosylation reaction at the first stage. Several selective methods involving connecting the necessary
functional groups to the adjacent one such as an alcohol have been explored recently and proved to be
an insured way to achieve the desired stereochenfistryhis paper, we report a new radical cyclization
reaction of phenylselenofuranoside tethered with propargyl moieties on C-5 hydroxyl group and a
synthetic application. After the cyclization reaction, the carbon—oxygen bond of the tether is expected
to be oxidatively cleaved for further manipulation (Scheme 1).
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Propargyl intermediate® have been prepared by using the known intermediéfevih a two-step
sequence, treating with propargyl bromide/NaH and deprotonationnaBthiLi followed by addition of
electrophiles such as TMSCI or Mel, providi@g or 2b with the same yield of 78% in two steps. Under
the conventional radical reaction condition, #mH/AIBN in toluene (80°C)2 afforded the desired
products, 93% foBa and 82% for3b, respectively The radical cyclization of propagyl ether without
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TMS or methyl protecting groups @ suffered from low yield due to competative hydrostannylation of
the triple bond.

Allylic oxidation of 3 with SeQ in 1,4-dioxane in the presence of acetic acid gave out aldefiyde
(29% for 4a and 69% fordb) presumably through hemiacetal intermediate (Scheme 2). When treated
with pyridinium dichromate in DMF, the aldehyddswere further oxidized to lactones$ (30% and
74%, respectively), through hemiacetal intermediate 2ailsbich could be converted #®in 19% yield,
the known precursor of showdomycin synthe%esder ozonolysis and reductive cleavage.
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Transformation of the aldehyde intermediadet® a pyrazineC-glycoside derivative was performed
by ozonolysis and reductive cleavage to yielketo aldehyde intermediate, which was reacted with 1,2-
phenylenediamine without purification. Compouffdvas obtained in 21% yield froda and 52% from
4b, respectively. Deprotection @fin a 4:1 mixture of CECO,H and HO provideds* in 41% yield.

In summary, the radical cyclization reaction of ribofuranose intermediaseiggests a nev-
glycosylation route foC-glycoside derivatives.
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