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Table S1. 'H NMR signals of ring protons of selected compounds.

Compound Residue H-1(J;,) H-2 H-3 H-4 H-5 H-6 H-6’
(J23) (J3,4) (Ja5) (Js,6) (o) (Je,5)
28a a-(1-6)-Glc 5.00 3.56 3.98 3.62 3.78 3.85 3.84
(3.49)  (9.2)  (9.3)  (9.5)
B-OMP-Glc 4.83 3.54 3.68 3.70 3.54 3.82 3.74
29 a-(1-6)-Glc 5.06 3.52 5.69 3.70 3.86 3.85 3.85
(3.54)  (9.6)  (9.6)
B-OMP-Glc 4.93 3.54 3.75 3.68 3.65 3.82 3.74
30a a-(1-6)-Glc 4,93 3.54 4.00 3.57 3.98 4.52 4.33
(9.2) (12.0) (4.5)
B-OMP-Glc 4.84 3.52 3.69 3.68 3.57 3.84 3.75
(7.86) (5.2)  (11,6)
30b B-(1-6)-Glic 4.52 3.50 3.62 3.46 3.52 4.68 4.40
(7.81)  (9.00) (9.0)  (9.0) (11.9)  (4.5)
B-OMP-Glc 4.92 3.68 3.74 3.65 3.72 4.16 3.79
31a a-(1-6)-Glc 4.96 3.45 5.62 3.60 4.01 4.53 4.30
(3.43)  (9.6)  (9.6) (11.5)  (4.2)
B-OMP-Glc 4.85 3.47 3.66 3.64 3.60 3.82 3.75
32a a-(1-6)-Glc 4.97 3.41 5.62 3.54 3.97 4.52 4.38
(3.5) (9.6)  (9.5)  (9.6) (3.8)
B-OMP-Glc 4.85 3.46 3.68 3.67 5.58 3.81 3.75
37a a-(1-6)-Glc 5.16 3.51 5.65 3.72 3.75 3.82 3.80
(3.6) (10.0) (9.6)  (9.5)
B-OMP-Glc 4.90 3.28 5.25 3.84 3.56 3.80 3.76
(7.8) (9.6) (9.6)
37b B-(1-6)-Glic 5.00 3.59 5.23 3.67 3.29 3.91 3.79
(7.7) (10.0) (9.5)
B-OMP-Glc 4.43 3.41 5.24 3.72 3.60 421 3.67
(7.7) (9.5)  (9.5)
38a a-(1-6)-Glc 4.97 3.68 5.55 3.45 3.77 3.82 3.80
a-Glc 5.10 3.32 3.91 3.57 4.01 3.72 3.72
9.1)  (9.1)
38b a-(1-6)-Glc 4.97 3.68 5.55 3.45 3.77 3.81 3.81
B-Glc 4.65 3.17 3.59 3.45 3.71 3.64 3.64
39a a-(1-6)-Glc 5.12 3.49 5.63 3.75 3.73 3.87 3.86
a-Glc 5.50 3.14 5.48 3.65 4.00 3.82 3.71
(3.6) (9.7) (9.6)
Compound Residue H-1(J,,) H-2 H-3 H-4 H-5 H-6 H-6’
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(J23) (J3,4) (Ja5) (Js6) (Jee) (Je,s)
39b a-(1-6)-Glc 5.12 3.49 5.63 3.75 3.73 3.87 3.86
B-Glc 4.51 2.96 3.12 3.75 3.46 3.81 3.71
(7.5) (9.3)
42b a-(1-6)-Glc 5.04 3.40 5.55 3.56 3.8 3.85 3.80
(3.6) (9.5) (9.5) (9.5)
B-(1-6)-Glc 4.30 3.22 3.55 3.67 3.36 3.77 3.72
(7.8) (9.1)
a-OC3HgNHTFA-Glc 4.53 3.50 3.86 3.37 3.8 4.09 3.72
(3.2) (9.6)
45 a-(1-6)-Glc 4.83 3.4 5.56 3.54 4.05 4.55 4.41
(3.4) (9.6) (9.6) (9.6) (12.0) (4.1)
0-OC3HgNHTFA-Glc 4.57 3.4 3.90 3.37 3.83 3.65 3.61
a7 o-(1-6)-Glc 4.84 3.44 5.51 3.65 3.79 3.84 3.82
(3.4) (9.6) (9.6) (9.6)
0-OC3HgNHTFA-Glc 4.55 3.41 3.85 3.38 3.83 3.65 3.58
(3.3)
48 a.-(1-6)-Glc 4.81 3.39 5.51 3.55 3.73 3.76 3.65
(10.0)  (9.6) (9.6)
0-OC3HgNHTFA-Glc 4.56 3.43 3.89 3.42 3.82 3.61 3.56
49 a.-(1-6)-Glc 5.11 3.41 5.65 3.56 3.94 4.57 4.42
(3.4) (9.6) (9.6) (9.6) (12.1) (3.9)
a-(1-6)-Glc 4.70 3.11 3.44 3.74 3.80 3.80 3.67
(3.1) (10.0)  (9.5)
0.-OC3HgNHTFA-Glc 4.57 3.40 3.87 3.37 3.80 3.63 3.57
50 a-(1-6)-Glc 5.21 3.42 5.66 3.63 3.73 3.73 3.72
(3.5) (9.6) (9.6)
0.-(1-6)-Glc 4.47 3.11 5.47 3.80 3.84 3.88 3.71
(3.4) (9.6) (9.6)
a-OC3HgNHTFA-Glc 4.61 3.47 3.92 3.45 3.82 3.70 3.64
(4.0) (9.0)
51 a-(1-6)-Glc 5.19 3.48 5.70 3.60 3.97 4.61 4.47
(3.4) (9.6)
a-(1-6)-Glc 5.01 3.17 5.56 3.83 3.82 3.87 3.86
(3.5) (9.9) (9.5)
a-(1-6)-Glc 4.75 3.11 5.44 3.76 3.80 3.74 3.60
(3.4) (10.0)  (9.5)
a-OC3HgNHTFA-Glc 4.57 3.42 3.90 3.43 3.79 3.64 3.58
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Compound Residue H-1(J;,) H-2 H-3 H-4 H-5 H-6 H-6’
(J23) (J3,4) (Ja5) (Js,6) (Js,6) (s,s)
52 a-(1-6)-Glc 5.15 3.45 5.66 3.64 3.69 3.75 3.68
(3.5) (9.6)
a-(1-6)-Glc 5.02 3.20 5.56 3.82 3.83 3.85 3.66
(3.5) (10.0) (9.5)
a-(1-6)-Glc 4.76 3.15 5.44 3.76 3.81 3.80 3.65
(3.5) (10.0)  (9.5)
a-OC3;HgNHTFA-GIc 4.61 3.43 3.90 3.45 3.75 3.67 3.59
53 a-(1-6)-Glc 5.16 3.48 5.70 3.60 3.97 4.61 4.46
(3.4) (9.9) (9.6)
a-(1-6)-Glc 5.04 3.19 5.52 3.65 3.82 3.86 3.63
(3.5) (9.9)
a-(1-6)-Glc 5.01 3.15 5.52 3.65 3.78 3.85 3.63
(3.5) (9.9)
a-(1-6)-Glc 4.75 3.11 5.43 3.65 3.77 3.86 3.62
(3.4) (10.0) (9.5)
a-OC3;HgNHTFA-GIc 4.60 3.42 3.90 3.43 3.77 3.66 3.58
(3.6) (9.4) (9.2)
Table S2. 3C NMR signals of ring carbons of selected compounds.
Compound Residue C-1 C-2 c-3 Cc-4 C-5 C-6
28a a-(1-6)-Glc 97.0 80.5 81.9 77.9 71.7 63.0
B-OMP-Glc 103.3 82.2 84.6 77.7 74.9 65.6
29 a-(1-6)-Glc 96.7 77.7 74.8 - 71.1 62.8
B-OMP-Glc 102.8 82.0 84.5 77.5 75.0 65.7
30a a-(1-6)-Glc 97.2 80.3 81.8 77.4 68.7 64.2
B-OMP-Glc 103.2 82.2 84.6 77.7 74.7 66.2
30b B-(1-6)-Glic 103.7 82.3 84.7 78.1 72.8 64.0
B-OMP-Glc 102.2 82.0 84.6 77.7 75.4 68.4
31a a-(1-6)-Glc 97.0 77.5 73.4 76.3 68.4 64.0
B-OMP-Glc 102.6 82.0 84.5 77.2 74.4 66.3
32a a-(1-6)-Glc 97.1 77.3 73.3 76.2 68.2 64.8
B-OMP-Glc 102.6 82.0 84.5 77.5 74.8 66.3
37a a-(1-6)-Glc 96.9 77.8 74.1 76.3 71.4 62.8
B-OMP-Glc 102.9 79.3 75.3 75.4 75.2 65.0
37b B-(1-6)-Glc 103.5 78.9 75.6 75.0 75.6 62.5
B-OMP-Glc 102.6 79.9 76.4 76.1 76.2 67.8
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Compound Residue C-1 C-2 C-3 c-4 C-5 C-6
38a a-(1-6)-Glc 96.9 76.3 74.1 74.9 71.3 62.7
a-Glc 91.2 80.2 81.7 77.8 70.6 66.2
38b a-(1-6)-Glc 96.9 76.3 74.1 74.9 71.3 62.7
B-Glc 97.4 83.2 84.5 77.8 71.3 66.1
39a a-(1-6)-Glc 97.0 77.9 74.5 76.3 71.4 62.7
a-Glc 91.0 78.1 73.3 75.4 70.9 65.4
39b a-(1-6)-Glc 97.0 77.9 74.5 76.3 71.4 62.7
B-Glc 97.3 80.6 75.0 75.6 75.0 65.4
42b a-(1-6)-Glc 96.9 77.7 74.3 77.5 71.2 62.8
B-(1-6)-Glic 103.3 82.1 84.7 76.4 75.0 65.6
a-OC3HgNHTFA-Glc 97.9 79.7 82.3 78.0 70.7 67.7
45 a-(1-6)-Glc 96.6 76.2 73.3 76.2 68.3 64.7
a-OC3HgNHTFA-Glc 97.6 80.0 82.4 78.1 70.5 66.5
a7 a-(1-6)-Glc 96.4 77.8 74.1 76.2 71.2 62.7
a-OC3;HgNHTFA-GIc 97.5 79.9 82.4 78.0 70.5 66.6
48 a-(1-6)-Glc 96.8 77.5 73.4 75.7 70.5 61.5
a-OC3;HgNHTFA-GIc 97.7 79.9 82.4 78.0 70.5 66.6
49 a-(1-6)-Glc 96.8 77.3 73.3 76.1 68.4 64.7
a-(1-6)-Glc 96.7 77,7 73.3 75.9 70.5 65.2
a-OC3;HgNHTFA-GIc 97.6 80.0 824 78.1 70.8 66.5
50 a-(1-6)-Glc 96.8 77.3 73.3 76.1 68.4 61.5
a-(1-6)-Glc 96.7 77,7 73.3 76.0 70.5 65.2
a-0OC3;HgNHTFA-GIc 97.6 80.0 82.5 78.1 70.8 66.5
51 a-(1-6)-Glc 96.9 77.4 73.3 76.2 68.5 64.7
a-(1-6)-Glc 97.0 77.7 73.2 75.6 70.6 65.2
a-(1-6)-Glc 96.7 77.8 73.2 75.6 70.9 65.2
a-OC3;HgNHTFA-GIc 97.6 80.0 824 78.1 70.8 66.5
52 a-(1-6)-Glc 97.0 77.4 73.3 75.7 70.5 61.5
a-(1-6)-Glc 97.0 77.7 73.2 75.6 70.7 65.2
a-(1-6)-Glc 96.8 77.7 73.2 75.6 70.7 65.2
a-0OC;HgNHTFA-GIc 97.6 80.0 82.4 78.8 70.6 66.4
53 a-(1-6)-Glc 96.9 77.4 73.4 76.2 68.5 64.7
a-(1-6)-Glc 97.1 77.8 73.3 75.6 71.0 65.1
a-(1-6)-Glc 97.1 77.8 73.3 75.6 71.0 65.1
a-(1-6)-Glc 96.7 77.9 73.3 75.6 70.6 65.3
a-OC3HgNHTFA-Glc 97.6 80.1 82.4 78.1 70.6 66.4
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p-Methoxyphenyl 6-O-triphenylmethyl-B-D-glucopyranoside (2)
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p-Methoxyphenyl 6-O-triphenylmethyl-B-D-glucopyranoside (2)
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p-Methoxyphenyl 2-O-benzyl-6-O-triphenylmethyl-B-D-glucopyranoside (3)
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p-Methoxyphenyl 2-O-benzyl-6-O-triphenylmethyl-B-D-glucopyranoside (3)
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p-Methoxyphenyl 2-O-benzyl-B-D-glucopyranoside (4)
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p-Methoxyphenyl 2-O-benzyl
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p-Methoxyphenyl 2-O-benzyl-4,6-O-benzylidene-B-D-glucopyranoside (5)
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p-Methoxyphenyl 2-O-benzyl-4,6-O-benzylidene-B-D-glucopyranoside (5)
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-benzylidene-B-D-glucopyranoside (6)
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p-Methoxyphenyl 2,3-di-O-benzyl-4,6-O-benzylidene-B-D-glucopyranoside (6)
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p-Methoxyphenyl 3-O-acetyl-2-O-benzyl-4,6-O-benzyliden-B-D-glucopyranoside (7)
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p-Methoxyphenyl 3-O-acetyl-2-O-benzyl-4,6-O-benzyliden-B-D-glucopyranoside (7)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-B-D-glucopyranoside (8)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-B-D-glucopyranoside (8)
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p-Methoxyphenyl 2,4-di-O-benzyl-B-D-glucopyranoside (9)
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p-Methoxyphenyl 2,4-di-O-benzyl-B-D-glucopyranoside (9)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-B-D-glucopyranoside (10)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-B-D-glucopyranoside (10)
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p-Methoxyphenyl 2,4-di-O-benzyl-6-O-(2,5-difluorobenzoyl)-B-D-glucopyranoside (11)
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p-Methoxyphenyl 2,4-di-O-benzyl-6-O-(2,5-difluorobenzoyl)-B-D-glucopyranoside (11)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-O-(2,5-difluorobenzoyl)-B-D-glucopyranoside (12)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-O-(2,5-difluorobenzoyl)-B-D-glucopyranoside (12)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-(2,5-difluorobenzoyl)-B-D-glucopyranoside (13)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-(2,5-difluorobenzoyl)-B-D-glucopyranoside (13)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-B-b-glucopyranoside (14)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-B-b-glucopyranoside (14)
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p-Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-B-D-glucopyranoside (15)
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p-Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-B-D-glucopyranoside (15)
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p-Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-B-D-glucopyranoside (16)
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p-Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-B-D-glucopyranoside (16)
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2,4-Di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-D-glucopyranose (17)
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2,4-Di-0O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-D-glucopyranose (17)
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3-O-acetyl-2,4-di-O-benzyl-6-0O-(2,5-difluorobenzoyl)-p-glucopyranose (18)
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3-0O-acetyl-2,4-di-O-benzyl-6-O-(2,5-difluorobenzoyl)-p-glucopyranose (18)
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2,3,4-tri-O-benzyl-6-O-(2,5-difluorobenzoyl)-p-glucopyranose (19)
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2,3,4-tri-O-benzyl-6-0-(2,5-difluorobenzoyl)-D-glucopyranose (19)
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3-O-Acetyl-2,4-di-O-benzyl-6-O-(pentafluorobenzoyl)-D-glucopyranose (20)

KOO

MH »

LL 6981
6V VLGOI
LT°Z2861
GB EBET
mm.ﬂmmﬂ

G0 6802

6G5°260¢
G9°860¢
DE 2012

S99 TSTC-

GZ 1917
T9°0L1Z
6P 6L1TC

6L°88TC-

T9:"€¢EST
61°GEGT

TL"LEST-

ST°SFS¢
EL"LPSE

DETBTIEE
CL™LZEE
80" LEEE

[ 8

OPFB

)

BnO

OH

AcO

BnO

20

0

¥l

L

I |

Ll

S66°0

—500°2

BLE'D
SEED
£G6°0

G96°0

62E°0

cLY 0

PO9E" 0
100°3

98570
L2970
TEZ™0

€97 0

€00°8

=

S43



3-0O-Acetyl-2,4-di-O-benzyl-6-O-(pentafluorobenzoyl)-b-glucopyranose (20)
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2,3,4-Tri-O-benzyl-6-O-tert-butyldiphenylsilyl-D-glucopyranose (22)
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2,3,4-Tri-O-benzyl-6-O-tert-butyldiphenylsilyl-D-glucopyranose (22)
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0-(2,3,4-Tri-O-benzyl-6-O-tert-butyldiphenylsilyl-a-D-glucopyranosyl) N-phenyltrifluoroacetimidate (23)
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0-(2,3,4-Tri-O-benzyl-6-O-tert-butyldiphenylsilyl-a-D-glucopyranosyl) N-phenyltrifluoroacetimidate (23)
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0-(2,3,4-Tri-O-benzyl-6-O-tert-butyldiphenylsilyl-B-D-glucopyranosyl) N-phenyltrifluoroacetimidate (23)

t

un N w N FLONODOOTOOT™ W ) - R
O ® ) r~ OO0 SN~ MO MW — O e
. . . R g, ey T . . R T
N O N o N VUMmMUTNUNOOGO- WV~ W — o~ N
D = M) n = O M=o N WLn O o=
W WO W oo AN D o0 O MmoMmm
< o< < NN NANNNANN NN DN N
BnO O o
BnO
BnO CF3
| <t o ™M o~ e ™ w
N ™ o o~ 0 o] Tol <o
o iV (s o) e s} o L] O O
. . . . LJ - . .
™ ™) o << - ™ —
Ny

S49

1l

S.



0-(2,3,4-Tri-O-benzyl-6-O-tert-butyldiphenylsilyl-D-glucopyranosyl) N-phenyltrifluoroacetimidate (23)
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0-(2,4-Di-0O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-D-glucopyranosyl) N-phenyltrifluoroacetimidate (24)
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0-(2,4-Di-0O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-D-glucopyranosyl) N-phenyltrifluoroacetimidate (24)

oo o™ =
o ™ ™ o o0 o <«
o O N — ™~ — D
. . . v -~ o
— [+ lTal ey . .
o ) N N o O
— — i — 8 (o Bia

= 2 = i
OTBDPS
BnO o) NPh
LevO
Bho © CF3
24

S52



0-(2,3,4-tri-O-benzyl-6-0O-(2,5-difluorobenzoyl)-D-glucopyranosyl) N-phenyltrifluoroacetimidate (25)
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0-(2,3,4-tri-O-benzyl-6-0-(2,5-difluorobenzoyl)-D-glucopyranosyl) N-phenyltrifluoroacetimidate (25)
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O-(3-0O-Acetyl-2,4-di-O-benzyl-6-0-(2,5-difluorobenzoyl)-D-glucopyranosyl) N-phenyltrifluoroacetimidate (26)
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O-(3-0O-Acetyl-2,4-di-O-benzyl-6-0-(2,5-difluorobenzoyl)-D-glucopyranosyl) N-phenyltrifluoroacetimidate (26)
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O-(3-O-Acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-b-glucopyranosyl) N-phenyltrifluoroacetimidate (27)
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O-(3-0O-Acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-b-glucopyranosyl) N-phenyltrifluoroacetimidate (27)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-tert-butyldiphenylsilyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (28a)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-tert-butyldiphenylsilyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (28a)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-tert-butyldiphenylsilyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (28a) and p-

methoxyphenyl 2,3,4-tri-O-benzyl-6-O-tert-butyldiphenylsilyl-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (283)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-tert-butyldiphenylsilyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (28a) and p-
methoxyphenyl 2,3,4-tri-O-benzyl-6-O-tert-butyldiphenylsilyl-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (28p3)

T~ N -
-V MEeEN A DOD A MmO S W
VWOV N=OMMODLWnNTM o0 Wy
. W S ke, gl A .« . PO 0O H OO O o0
R o B ol o o o ol o o < AT el 0 B o N R PR . e
NN AN AN NN NN N A OO O e NN oY
rY A A A A A A AT A A A A A A =N 000 C 0O ™~

OTBDPS
BnO 0
BnO

BnO O

B (0]

oS OMP

BnO

28

anomeric mixture

S62



p-Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (29)
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p-Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (29)
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Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (29B)

BOJA BDZ20 il

- NN ~ T MO~ MO O M eI NN OY OWOoOWN
O O o o CNWOMOWMMNANNTOANMMDTIND O O N o
N - FHANANMM T O MMM M ONSTONNM™M N s~
- o N MO~ MNAHQMEODUONO AN S M M NGO
NN OO M A A H AN AN 0G0 W WD e B e B e B AN 0
QP o= P MMM M MANNNNNNNNNNNNN AN AN N v e
— —
OTBDPS
BnO 9]
LevO @)
BnO
BnO O
BnO OMP
BnO
29p
ol .L-»..J..L.../J hlL_. 2
l J |
) SOl e O WO M| )| =] OV =1 | O | [~ O el |- O ™~
o] W) WO |~ O O | ) = N~ 0 OO — ™) [ ]| et | D Vel o
o~ " | Ol SN =YD~ DM O ™M~ | O 0 w
=y N o |~ —) - o <] vt N O | N | = | 0 o~
| =T | —
. fo. o ( { E 0 3. 3 I 1.0 pr

S65



Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (29B)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-(2,5-difluorobenzoyl)-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (30a.)

29°70€2
86°0T€T
0Z 91¢€C
89 "E6EC -
98°Z0kZ -
01°2TkC
0 "£65¢
78 L6GE
82°6092
6L 603C-
TEOLT
"STLZA\\
"LeLe
"8LLE
"S8LC
"L6LEC
"G18¢C-
*9Z8z
"gE8e
"Z98C-
"9L8Z-
"188¢C
‘9882
"T68T-
"506T-
"€162
*0£62
“1v62-
¢S ¢S6¢-
25" 1962
¢g"p96¢
0E€ " TL6Z
€2 786C
LE B66T
IT°600E

= S

)
Avs

~
<

N T
» Y Y o

TET 61
“T95" 11
I9ETE
815 61
L62°€

o

Yy O

f

PO NI~
5

I~ &

[s

OMP

NI S n O
o Lo <
ODFB
BnO 0
BnO
BnO

BnO
BnO

L —

] L00"9

LS 1ET

000" 1

S67



p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-(2,5-difluorobenzoyl)-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (30a.)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-(2,5-difluorobenzoyl)-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (30B)
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p-Methoxyphenyl 2,3,4-tri-O-benzyl-6-O-(2,5-difluorobenzoyl)-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (30B)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-0O-(2,5-difluorobenzoyl)-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (31a)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-0O-(2,5-difluorobenzoyl)-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (31a)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-0O-(2,5-difluorobenzoyl)-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (31a) and
p-methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-O-(2,5-di-fluorobenzoyl)-B-b-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (318)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-0O-(2,5-difluorobenzoyl)-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (31a) and
p-methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-O-(2,5-di-fluorobenzoyl)-B-b-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (318)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (32a)
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p-Methoxyphenyl 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (32a)
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3-Trifluoroacetamidopropyl 2,3,4-tri-O-benzyl-6-O-acetyl-a-D-glucopyranoside (35)
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3-Trifluoroacetamidopropyl 2,3,4-tri-O-benzyl-6-O-acetyl-a-D-glucopyranoside (35)
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3-Trifluoroacetamidopropyl 2,3,4-tri-O-benzyl-a-D-glucopyranoside (36)
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3-Trifluoroacetamidopropyl 2,3,4-tri-O-benzyl-a-D-glucopyranoside (36)
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p-Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-B-D-glucopyranoside
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p-Methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-B-D-glucopyranoside
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p-methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-B-D-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-B-D-
glucopyranoside (37B)
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p-methoxyphenyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-B-D-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-B-D-
glucopyranoside (37B)
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12,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-D-glucopyranose (38)
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2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-D-glucopyranose (38)
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2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-D-glucopyranose (39)
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2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-D-glucopyranose (39)

<4 N Mo MD OO oON
> O FANS A A O ONSSENONEFOONINDY N OO MMO S s~ - N N W) e M
oo OCWOVWLMOoOOMrr U A0 NN E YOOI DN - NN O NW Ty’ Do o Oy N
. ¥ s « o ¢ = u s N OO N A NN OLD AN NS e D o DD NO
oN O uwwm N DO rr-~r—~rnr ™~ rr~r- . . . . . . . . . . . . . . . . . . . . . .
Bkl MONNNANANNNNANANDGEWYO O < TOMANE O N B S OY 0D
— o A A A A A A A A OO ~e~r~r~-~-e M NN
L W - TR |

OTBDPS

BnO 0
LevO
BnOO

BnO 0
AcO
BnO OH

39

S88



0-(2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-D-glucopyranosyl) N-
Iphenyltrifluoroacetimidate (40)
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0-(2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-D-glucopyranosyl) N-
phenyltrifluoroacetimidate (40)
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0-(2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-D-glucopyranosyl) N-
phenyltrifluoroacetimidate (41)
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0O-(2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-D-glucopyranosyl) N-
phenyltrifluoroacetimidate (41)
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Mixture of 3-trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-
glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside and 3-trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-
levulinoyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (42)
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Mixture of 3-trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-
glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside and 3-trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-
levulinoyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (42)
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Mixture of 3-Trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-
benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (43a) and 3-trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-

butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-

glucopyranoside (43B)
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Mixture of 3-Trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-
benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (43a) and 3-trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-
butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-B-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-
glucopyranoside (43B)
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3-Trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-

glucopyranoside (44)
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3-Trifluoroacetamidopropyl 2,4-di-O-benzyl-6-O-tert-butyldiphenylsilyl-3-O-levulinoyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-

glucopyranoside (44)
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3-Trifluoroacetamidopropyl 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (45)
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3-Trifluoroacetamidopropyl 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (45)
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p-Methoxyphenyl 2,4-di-O-benzyl-3-O-levulinoyl-B-D-glucopyranoside (46)

<r
-4

MM
™M
s g
i ™)

o
< N
O = M M N

s S s

| LD O rd <~
> O ) Oy
)
oW

.
O NM

=1
(=3}
N Mo~

rv'-‘
()

u)
™
o0 00 0 o0 o

el e e e e B ]

™M ¢
{te]

6E
7O
SR
G2 9212
68 CETIZ

D~ W oW

o
"
oY

o~
—
DD S 0N 0D [

.
\D

— QO
— Q
o~ N

O < 0N
DN O
=5

NN N

N O
~ ~
o™

-
oo -

X
aoM M

V062
616" T

9¢6° 1

B % D

L B B B B B |

OH
BnO (0]
LevO OMP
OBn
46
| ) v
uy f")‘ | | \D! -~
<= ™| | | WO -~ |
OO O ‘(3\.‘ Cn.

LFT ¥

o
2
N
ol
| =

ppm

S101



p-Methoxyphenyl 2,4-di-O-benzyl-3-O-levulinoyl-B-D-glucopyranoside (46)
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3-Trifluoroacetamidopropyl 2,4-di-O-benzyl-3-O-levulinoyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (47)
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3-Trifluoroacetamidopropyl 2,4-di-O-benzyl-3-O-levulinoyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (47)
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3-Trifluoroacetamidopropyl 3-O-acetyl-2,4-di-O-benzyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (48)
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3-Trifluoroacetamidopropyl 3-O-acetyl-2,4-di-O-benzyl-a-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (48)
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a-D-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-

O-3-Trifluoroacetaminopropyl 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl

gIucopyranosyl-(l_f>6)-2,3,47tri-O-benzyl-a-D-gIucopyranoside (49)
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O-3-Trifluoroacetaminopropy! 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-a-b-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-
glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (49)
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O-3-Trifluoroacetaminopropy! 3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-

O-benzyl-a-D-glucopyranoside (50)
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O-3-Trifluoroacetaminopropy! 3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-
O-benzyl-a-D-glucopyranoside (50)
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O-3-Trifluoroacetaminopropy! 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-a-b-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-
glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (51)
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O-3-Trifluoroacetaminopropy! 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-a-b-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-
glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (51)
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O-3-Trifluoroacetaminopropyl 3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-3-O-
acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (52)
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O-3-Trifluoroacetaminopropyl 3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-3-O-
acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-benzyl-a-D-glucopyranoside (52)
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O-3-Trifluoroacetaminopropy! 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-a-b-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-

glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-
benzyl-a-D-glucopyranoside (53)
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O-3-Trifluoroacetaminopropy! 3-O-acetyl-2,4-di-O-benzyl-6-O-pentafluorobenzoyl-a-b-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-
glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-3-O-acetyl-2,4-di-O-benzyl-a-D-glucopyranosyl-(1—6)-2,3,4-tri-O-
benzyl-a-D-glucopyranoside (53)
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3-Aminopropyl a-b-glucopyranosyl-(1—6)-a-D-glucopyranosyl-(1—6)-a-D-glucopyranosyl-(1—6)-a-D-glucopyranosyl-(1—6)-a-D-glucopyranoside
(55)
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3-Aminopropyl a-D-glucopyranosyl-(1—6)-a-D-glucopyranosyl-(1—6)-a-D-glucopyranosyl-(1—6)-a-D-glucopyranosyl-(1—6)-a-D-glucopyranoside
(55)
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Conjugate of the pentasaccharide with biotin (57)
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Conjugate of the pentasaccharide with biotin (57)
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