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Table 1S. Comparative UV data for O, N and S-linked derivatives
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Svynthesis of oligosaccharides:

Methyl 6-0-(2,3,4,6-tetr a-O-benzyl-B-D-glucopyr anosyl)-2,3,4-tri-O-benzyl-a-D-
glucopyranoside (19). The title compound was obtained from donor 4 and acceptor 15 by
Method C in 95% yield (a/f = 1/4.0) as a white amorphous solid. The analytical data for the
title compound 19 was in accordance to that reported previously.®

Methyl 4-0-(2,3,4,6-tetr a-O-benzyl-B-D-glucopyr anosyl)-2,3,6-tri-O-benzyl-a-D-
glucopyranoside (20). The title compound was obtained from donor 4 and acceptor 16 by
Method C in 89% yield (a/p = 1/1.5) as a white amorphous solid. The analytical data for the
title compound was in accordance to that reported previously.*

Methyl 3-0-(2,3,4,6-tetr a-O-benzyl-pB-D-glucopyr anosyl)-2,4,6-tri-O-benzyl-a-D-
glucopyranoside (21). The title compound was obtained from donor 4 and acceptor 17 by
Method C in 95% vyield (a/p = 1/1.0) as a white amorphous solid. The analytical data for the
title compound was in accordance to that reported previously.®

Methyl 2-0-(2,3,4,6-tetr a-O-benzyl-B-D-glucopyr anosyl)-3,4,6-tri-O-benzyl-a-D-
glucopyranoside (22). The title compound was obtained from donor 4 and acceptor 18 by
Method C in 92% vyield (a/p = 1/2.4) as a white amorphous solid. The analytical data for the
title compound was in accordance to that reported previously.®

Methyl 2,3,4-tri-O-benzyl-6-0-(2,3,4,6-tetr a-O-benzyl-D-mannopyr anosyl)-a-D-
glucopyranoside (23). The title compound was obtained from donor 4 and acceptor 15 by
Method C in 93% vyield (o/f = 2.9/1) as a white amorphous solid. The title compound was
reported previously’ and its spectrais provided below

Methyl 2,3,6-tri-O-benzyl-4-0O-(2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anosyl)-a-D-
glucopyranoside (24). The title compound was obtained from donor 4 and acceptor 16 by
Method C in 91% yield (o only) as a white amorphous solid. The title compound was
reported previously® and its spectrais provided below

Methyl 2,4,6-tri-O-benzyl-3-0O-(2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anosyl)-a-D-
glucopyranoside (25). The title compound was obtained from donor 4 and acceptor 17 by
Method C in 90% yield (a only) as a white amorphous solid. Compound 25 was reported
previously® and its spectrais provided below.

Methyl 3,4,6-tri-O-benzyl-2-0O-(2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anosyl)-a-D-
glucopyranoside (26). The title compound was obtained from donor 4 and acceptor 18 by
Method C in 94% yield (o only) as a white amorphous solid. The title compound was
reported previously® and its spectrais provided below

Methyl 6-0-(2,3,4,6-tetr a-O-acetyl-B-D-glucopyr anosyl)-2,3,4-tri-O-benzyl-a-D-
glucopyranoside (27). The title compound was obtained from donor 2 and acceptor 15 by

Method D in 97% yield (B only) as a white amorphous solid. The analytical data for the title
compound was essentially the same as reported previously.®

Methyl 4-0-(2,3,4,6-tetr a-O-acetyl-pB-D-glucopyr anosyl)-2,3,6-tri-O-benzyl-a-D-
glucopyranoside (28). The title compound was obtained from donor 2 and acceptor 16 by
Method D in 97% yield (B only) as a white amorphous solid. The analytical data for the title
compound was essentially the same as reported previously.'°

Methyl 6-0-(2,3,4,6-tetr a-O-benzoyl-B-D-glucopyranosyl)-2,3,4-tri-O-benzyl-a-D-
glucopyranoside (29). The title compound was obtained from donor 10 and acceptor 15 by
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Method C in 89% yield (B only) as a white amorphous solid. The analytical datafor the title
compound was essentially the same as reported previously.**

Methyl 4-0-(2,3,4,6-tetr a-O-benzoyl-B-D-glucopyr anosyl)-2,3,6-tri-O-benzyl-a-D-
glucopyranoside (30). The title compound was obtained from donor 10 and acceptor 16 by
Method C in 88% yield ( only) as a white amorphous solid. The analytical data for the title
compound was essentially the same as reported previously.**

Methyl 3-0-(2,3,4,6-tetr a-O-benzoyl-3-D-glucopyranosyl)-2,4,6-tri-O-benzyl-a-D-
glucopyranoside (31). The title compound was obtained from donor 10 and acceptor 17 by
Method C in 88% yield (B only) as a white amorphous solid. The analytical data for the title
compound was essentially the same as reported previously.*?

Methyl 2-0-(2,3,4,6-tetr a-O-benzoyl-B-D-glucopyranosyl)-3,4,6-tri-O-benzyl-a-D-
glucopyranoside (32). The title compound was obtained from donor 10 and acceptor 18 by
Method C in 87% yield (B only) as a white amorphous solid. The analytical datafor the title
compound was essentially the same as reported previously.*

Methyl 6-0-(2,3,4,6-tetr a-O-benzoyl-B-D-galactopyr anosyl)-2,3,4-tri-O-benzyl-a-D-
glucopyranoside (33). The title compound was obtained from donor 12 and acceptor 15 by
Method C in 83% yield (B only) as a white amorphous solid. The analytical data for the title
compound was essentially the same as reported previously.™

Methyl 4-0-(2,3,4,6-tetr a-O-benzoyl-B-D-galactopyranosyl)-2,3,6-tri-O-benzyl-a-D-
glucopyranoside (34). The title compound was obtained from donor 12 and acceptor 16 by
Method C in 78% yield (B only) as a white amorphous solid. The analytical data for the title
compound was essentially the same as reported previously.*

M ethyl 2,3,4-tri-O-benzyl-6-0O-(2,3,4,6-tetr a-O-benzyl-p-D-mannopyr anosyl)-a-D-
glucopyranoside (35). The title compound was obtained from donor 14 and acceptor 15 by
Method C in 95% yield (B only) as a white amorphous solid. The analytical datafor the title
compound was essentially the same as reported previously.™

Methyl 2,3,6-tri-O-benzyl-4-0-(2,3,4,6-tetr a-O-benzyl-B-D-mannopyr anosyl)-a-D-
glucopyranoside (36). The title compound was obtained from donor 14 and acceptor 16 by

Method C in 97% yield (B only) as a white amorphous solid. The analytical datafor the title
compound was essentially the same as reported previously.™
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Benzoxazolyl 2,3,4,6-tetr a-O-acetyl-a-D-glucopyranoside (2).
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Benzoxazolyl 2,3,4,6-tetr a-O-acetyl-a-D-glucopyranoside (2).
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Benzoxazolyl 2,3,4,6-tetr a-O-benzyl-o/B-D-glucopyranoside (4)
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Benzoxazolyl 2,3,4,6-tetr a-O-benzyl-o/B-D-glucopyranoside (4)
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Benzoxazolyl 2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anoside (6).
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Benzoxazolyl 2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anoside (6).
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3,4,6-Tri-O-acetyl-1,2-O-(1-benzoxazolyloxyethylidene)-a-D-glucopyr anose (8).
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3,4,6-Tri-O-acetyl-1,2-O-(1-benzoxazolyloxyethylidene)-a-D-glucopyr anose (8).
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Benzoxazolyl 2,3,4,6-tetr a-O-benzoyl-B-D-glucopyranoside (10).
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Benzoxazolyl 2,3,4,6-tetr a-O-benzoyl-1-oxy-p-D-glucopyranoside (10).
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Benzoxazolyl-2,3,4,6-tetr a-O-benzoyl-a-D-galactopyr anoside (12).
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Benzoxazolyl-2,3,4,6-tetr a-O-benzoyl-a-D-galactopyranoside (12).

BzO OBz
0 N

OBz

I

PP

B

B |

4L

B 5.(

B 6.C

— 7.C

B 8.

0 £ 8
@& @

8.0 7.2 7.0 6.5 6.C 5.5 5.C

(2D NMR 300 MHz, CDCls)

S16

e
45 ppm



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry

This journal is © The Royal Society of Chemistry 2013

Benzoxazolyl 2,3,4,6-tetr a-O-benzoyl-a-D-mannopyranoside (14).
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Benzoxazolyl 2,3,4,6-tetr a-O-benzoyl-a-D-mannopyranoside (14).
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2,3,4,6-tetr a-O-benozyl-a-D-glucopyranosyl trichlor oacetimidate (38)
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2,3,4,6-tetr a-O-benozyl-a-D-glucopyranosyl trichlor oacetimidate (38)
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Methyl 2,3,4-tri-O-benzyl-6-0O-(2,3,4,6-tetr a-O-benzyl-D-mannopyr anosyl)-a-D-
glucopyranoside (23)
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Methyl 2,3,4-tri-O-benzyl-6-0O-(2,3,4,6-tetr a-O-benzyl-D-mannopyr anosyl)-a-D-
glucopyranoside (23)
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Methyl 2,3,6-tri-O-benzyl-4-O-(2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anosyl)-a-D-
glucopyranoside (24)
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Methyl 2,3,6-tri-O-benzyl-4-O-(2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anosyl)-a-D-
glucopyranoside (24)
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Methyl 2,4,6-tri-O-benzyl-3-O-(2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anosyl)-a-D-
glucopyranoside (25).
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Methyl 2,4,6-tri-O-benzyl-3-O-(2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anosyl)-a-D-
glucopyranoside (25).
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Methyl 3,4,6-tri-O-benzyl-2-O-(2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anosyl)-a-D-
glucopyranoside (26)
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Methyl 3,4,6-tri-O-benzyl-2-O-(2,3,4,6-tetr a-O-benzyl-a-D-mannopyr anosyl)-a-D-
glucopyranoside (26)
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