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Table S1. "H NMR chemical shifts (6, ppm; D,0) of oligosaccharides 1-13.2

# Unit H(1) H(Q2) HEG) H@) HG) H6) HE)
1 B-D-Galf(1— 503 411 407 399 38 371 3.65
—56)-B-D-Galf-O(CH,);NH, 501 407 407 399 396 387 3.6l

2 B-D-Galf:(1-> 504 412 407 400 383 371  3.65
—6)-B-D-Galf:(1-> 522 414 407 407 397 388  3.63
—>5)-B-D-Galf-O(CH,);NH, 499 407 412 408 395 379 379

3 B-D-Galf:(1-> 524 416 409 409 386 373  3.68
—>5)-B-D-Galf-O(CH,);NH, 500 408 415 409 397 380 3.80

4 B-D-Galf:(1-> 521 414 407 407 384 372 3.6
—5)-B-D-Galf:(1-> 519 414 411 416 396 379 379
—>5)-B-D-Galf-O(CH,);NH, 499 407 413 408 393 379  3.79

5 B-D-Galf:(1-> 513 415 407 4.05 383 3.68 3.64
—»3)-a-D-Manp-O(CH,);NH, 489 414 387 371 3.63 388  3.75

6 B-D-Galf:(1-> 520 413 406 4.05 3.8 370 3.6
—5)-B-D-Galf:(1-> 510 412 412 414 395 377  3.77
—3)-a-D-Manp-O(CH,);NH, 489 413 385 371 363 388 3.75

7 B-D-Galf:(1-> 520 413 406 4.05 3.8 370  3.66
—55)-B-D-Galf:(1->® 518 413 410 414 393 378 3.8
—55)-B-D-Galf:(1-> 510 413 410 414 393 378 3.8
~33)-0-D-Manp-O(CH,):NH, 488 412 384 370 3.63 390 3.74

8 B-D-Galf:(1-> 504 410 406 398 381 370 3.64
—56)-a-D-Manp-O(CH,);NH, 484 395 379 368 371 400 3.72

9 B-D-Galf:(1—> 521 414 407 407 384 372 367
—5)-B-D-Galf:(1-> 503 410 411 409 395 379 379
—>6)-a-D-Manp-O(CH,);NH, 485 395 379 370 371 401 3.72

10 B-D-Galf:(1-> 521 414 406 4.06 383 371  3.66
—55)-B-D-Galf:(1-> 518 414 410 415 395 379 379
—55)-B-D-Galf:(1-> 502 410 410 4.08 395 379 3.79
—56)-a-D-Manp-O(CH,);NH, 484 395 378 369 370 400 3.71

11 B-D-Galf:(1-> 521 414 406 4.06 384 371 3.67
—5)-B-D-Galf:(1-> ¢ 518 414 410 415 394 380 3.80
—>5)-B-D-Galf-(1-> 503 406 410 4.08 394 380 3.80
—56)-a-D-Manp-O(CH,);NH, 484 395 378 369 371 400 3.72

12 B-D-Galf:(1—> 521 414 406 406 383 370 3.67
—>5)-B-D-Galf:(1-> 501 410 411 409 394 379 379
—6)-B-D-Galf:(1-> 522 414 411 407 397 387 3.63
—5)-B-D-Galf:(1-> 503 411 411 409 396 379 379
—>6)-0-D-Manp-O(CH,);NH, 484 395 378 369 371 401 372

13 B-D-Galf:(1—> 511 413 408 4.08 3.8 3.69 3.65
—52)-a-D-Manp-(1—> 516 416 390 3.61 378 389 3.74
—52)-a-D-Manp-O(CH,);NH, 510 399 3.88 3.68 359 389 3.74

2 aglycon signals 8 (ppm): Manp-OCH»-CH,-CH,-NH, — 3.85, 3.61, Manp-OCH,-CH,-CH,-NH; — 1.98, Manp-
OCH,-CH,-CH,-NH; — 3.13; Galf~OCH,-CH,-CH,-NH, — 3.86, 3.66, Galf~OCH,-CH,-CH,-NH, — 1.98, Galf-
OCH,-CH,-CH>-NH, — 3.13, (internal standard CH;CN — 2.06). ® two internal residues. ¢ four internal residues



3-Trifluoroacetamidopropyl 2,3,5-tri-O-benzoyl-6-O-(9-fluorenylmethoxycarbonyl)-p-D-galactofuranoside 17
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1H NMR (400.16 MHz), CDCI3, 299.1 K

BzO 0" " NHTFA

FmocQ

OBz

OBz

o

—94'€E

1.5

2.0

2.5

3.0

3.5

4.0

4.5

5.0

5.5

6.0

6.5

7.0

75

8.0



E£1'8¢—

S0'8E—

659 —

20799~
S5'99-"
669~
9z°0L~7

899
0042
€T .RW-
CELL

¥LC8

LE90T—

66'6TT—
pT'STT
61°SZT
bE9ZT—
STLTTF
98721
8b'8Z1
9E'62T
<8621
Z0°0€T
BE'EET
65°€ET
99°€€T

§9'S9T—

13C NMR (100.63 MHz), CDCI3, 300.3 K
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3-Trifluoroacetamidopropyl 2,3,5-tri-O-benzoyl-p-D-galactofuranoside 18
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3-trifluoroacetamidopropyl 2,3,6-tri-O-benzoyl-p-D-galactofuranoside 19
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1H NMR (600.13 MHz), CDCI3, 299.2 K
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13C NMR (150.92 MHz), CDCI3, 299.3 K

NHTFA

BzO.. O
OBz

BzO

50 45 40

90 85 80 75 70 65

30 25

35

55

60

95

105

115

125

135

145

155

165



3-Trifluoroacetamidopropyl 2,3,5-tri-O-benzoyl-6-O-(9-fluorenylmethoxycarbonyl)-p-p-galactofuranosyl-(1—5)-2,3,6-tri-O-benzoyl-p-D-

galactofuranosyl-(1—5)-2,3,6-tri-O-benzoyl-p-D-galactofuranoside 21
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1H NMR (400.16 MHz), C)CI3, 303.0 K

—V 98'T

= 4L E

madis

—96'¢c

T

3.5

2.0

2.5

3.0

4.0

4.5

5.0

5.5

6.0

6.5

7.0

7.5

8.0



¥1'8C—

ST'8e—

PSP —

86'€9
SE'S9
0€'99
1499

o1°0z
/1702
[1°EL
69'€/
89'9/
00 .R/n
€L~
9920
b.18
06'18
10°Z8
92'28
8+'z8
€8

B20 0~ >""NHTFA

LF'SOT
£5'S0T
cc.@cﬁ.\.

88°6TT~_

B
Iu.mm.ﬁk

#5'8¢T

T19'6CT

99°'6C1
0£'6Z1
9L'6CT
18'6¢CT

STTPT~
STEPT
Trerr

9LPST—

0Z's9t
62'S9T
¥5'G9T
89'G91
#8'S9T
m._“.ww._“.\.

13C NMR (100.62 MHz), CDCI3, 303.0 K

60 55 50 45 40 35 30

145 135 125 115 105 95 90 85 80 75 70 65

155

165



3-Aminopropyl p-p-galactofuranosyl-(1—5)-p-D-galactofuranosyl-(1—5)-p-D-galactofuranoside 4
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(400.16 MHz), D20, 303.0 K
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13C NMR (100.62 MHz), D20, 303.0 K
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23

2,3,5,6-tetra-O-benzoyl-pB-p-galactofuranosyl-(1—6)-2,3,5-tri-O-benzoyl-B-D-galactofuranoside

3-Trifluoroacetamidopropyl
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AD-819.{1H} 1H NMR (600.13 MHz), CDCI3, 296.3 K
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AD-819.{13C} 13C NMR (150.92 MHz), CDCI3, 297.8 K
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3-Aminopropyl p-p-galactofuranosyl-(1—6)-p-D-galactofuranoside 1
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1H NMR (600.13 MHE), D20, 296.4 K
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2,3,5-tri-O-benzoyl-6-0-(9-fluorenylmethoxycarbonyl)-p-p-galactofuranosyl-(1—35)-2,3,6-tri-O-benzoyl-p-D-

3-Trifluoroacetamidopropyl

galactofuranoside 24
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AD-817.{1H} 1H NMR (500.13 MHz), CDCI3, 298.3 K
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AD-817.{13C} 13C NMR (125.77 MHz), CDCI3, 298.4 K
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3-Aminopropyl p-p-galactofuranosyl-(1—5)-p-D-galactofuranoside 3
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3-Trifluoroacetamidopropyl 2,3,5-tri-O-benzoyl-p-D-galactofuranosyl-(1—5)-2,3,5-tri-O-benzoyl-B-D-galactofuranoside 25
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AD-820.{1H} 1H NMR (6{0.13 MHz), CDCI3, 295.8 K
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AD-820.{13C} 13C NMR (150.92 MHz), CDCI3, 297.2 K
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3-Trifluoroacetamidopropyl 2,3,5,6-tetra-O-benzoyl-p-D-galactofuranosyl-(1—6)-2,3,5-tri-O-benzoyl-B-D-galactofuranosyl-(1—5)-2,3,6-tri-O-

benzoyl-p-D-galactofuranoside 26
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AD-821.{1H} 1H NMR (400.16 MHz), CDCI3, 299.1 K
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AD-821.{13C} 13C NMR (100.63 MHz), CDCI3, 299.0 K
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3-Aminopropyl B-p-galactofuranosyl-(1—6)-p-D-galactofuranosyl-(1—5)-p-D-galactofuranoside 2
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3-Trifluoroacetamidopropyl 2,3,5,6-tetra-O-benzoyl-p-p-galactofuranosyl-(1—3)-2-O-benzoyl-4,6-di-O-benzyl-a-D-mannopyranoside 28
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1H NMR (600.13 MHz), CDCI3, 303.0 K
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13C NMR (150.92 MHz), CDCI3, 303.0 K
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3-Aminopropyl B-p-galactofuranosyl-(1—3)-a-D-mannopyranoside 5
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1H NMR (600.13 MHz), D20, 303.0 K
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13C NMR (150.92 MHz), D20, 303.2 K
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2,3,5-tri-O-benzoyl-6-0-(9-fluorenylmethoxycarbonyl)-f-p-galactofuranosyl-(1—5)-2,3,6-tri-O-benzoyl-p-D-

3-Trifluoroacetamidopropyl

galactofuranosyl-(1—3)-2-O-benzoyl-4,6-di-O-benzyl-0-D-mannopyranoside 29
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13C NMR (150.92 MHz), CDCI3, 302.9 K
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3-Aminopropyl p-p-galactofuranosyl-(1—5)-p-D-galactofuranosyl-(1—3)-a-D-mannopyranoside 6

16T
16T

16T~
L6'T—F
86'T
86'T

66'T
0T'€n
11
1€
zre

% 01°¢

ﬁl 86T

—08'¢T

— 00°T

- £871

= A9l'p

1H NMR (600.13 MHz), D20, 32.9 K

980

E 880

= /80

5.0 4.8 4.6 4.4 4.2 4.0 3.8 3.6 3.4 3.2 3.0 2.8 2.6 2.4 2.2 2.0

5.2



£EfC—

SC'00T—

£0'S0T—

180T —

13C NMR (150.92 MHz), D20, 303.0 K

105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25

110



3-Trifluoroacetamidopropyl 2,3,5,6-tetra-O-benzoyl-p-p-galactofuranosyl-(1—6)-2,3,4-tri-O-benzoyl-o- d-mannopyranoside 31
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3-Aminopropyl B-p-galactofuranosyl-(1—6)-a-D-mannopyranoside 8
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1H NMR (600.13 MHz), D20, 303.1 K
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2,3,5-tri-O-benzoyl-6-0-(9-fluorenylmethoxycarbonyl)-p-p-galactofuranosyl-(1—2)-3,4,6-tri-O-benzyl-a-D-

3-Trifluoroacetamidopropyl

mannopyranosyl-(1—2)-3,4,6-tri-O-benzyl-a-D-mannopyranoside 33
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3-Aminopropyl B-p-galactofuranosyl-(1—2)-a-D-mannopyranosyl-(1—2)-o-D-mannopyranoside 13
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