
Scheme 1. Stereoselective construction of -S-linked pyranosides and furanosides 
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Scheme 2. Preliminary studies with readily available 4,7-diphenyl-1,10-phenanthroline (BPhen) catalyst
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Table 1. Evaluation of Phenanthroline Catalysts for Stereoselective S-Furanosylation.
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Scheme 3. Reactivity and stereoselectivity differences between O-furanosides and S-furanosides
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Table 2. Reaction of thiol nucleophiles with L-arabinofuranosyl bromide
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Table 3. Reaction of furanosyl and pyranosyl bromide donor with cysteine residues
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(B) Role of Bromide Anion

: = 7:1

5 mol% BPhen

MTBE/CH2Cl2, 25 oC, 6 h

DTBMP (1.5 equiv) 88% (: = 1:8)
IBO (1.5 equiv) 57% (: = 1:3)

O

O

O

O

Me

Me

O
Me

Me

SH

O
BnO

BnO

BnO

Br
1

4

+

O
BnO

BnO

BnO

+

10 mol% NPhen

MTBE, 50 oC, 15 h

52

DTBMP (2.0 equiv) 79% (: = 1:25)

IBO (2.0 equiv) 53% (: = 1:20)

N

Me

t-But-Bu

DTBMP

O Me
Me

IBO

O
BzO

HO

OMe

BzO

BzO
51

O
BzO

O

OMe

BzO

BzO

(C) Reaction Rate Comparison

_____________________________________________________________________________________________________________

5

(A) In The Presence of Base
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Figure 2. (A) Control experiment with the bulk base, penta-methylpiperidine (PMP). (B) Studies the role 
of bromide ion in influencing reaction selectivity difference between alcohol and thiol. (C) Reaction rate 
comparison between alcohol and thiol


