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Figure S1. *H NMR (500 MHz, CDCls) spectrum of 3,6-Di-O-acetyl-4-0-(2,3,4,6-tetra-O-acetyl-B-D-
galactopyranosyl)-1,5-anhydro-2-deoxy-D-arabino-hex-1-enitol 3
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Figure S2. *C{*H} NMR (125 MHz, CDCls) spectrum of 3,6-Di-O-acetyl-4-0-(2,3,4,6-tetra-O-acetyl-p-
D-galactopyranosyl)-1,5-anhydro-2-deoxy-D-arabino-hex-1-enitol 3
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Figure S3 'H NMR (500 MHz, CDCIls) spectrum of benzyl 4-O-(2,3,4,6-tetra-O-acetyl-B-D-
galactopyranosyl)-6-O-acetyl-a-D-mannopyranoside 5
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Figure S4. ¥*C{*H} NMR (125 MHz, CDCls) spectrum of benzyl 4-O-(2,3,4,6-tetra-O-acetyl-p-D-
galactopyranosyl)-6-O-acetyl-oa-D-mannopyranoside 5
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Figure S5. 'H NMR (400 MHz, CDCls) spectrum of benzyl 4-O-(2,3,4,6-tetra-O-acetyl-p-D-
galactopyranosyl)-6-O-acetyl-a-D-allopyranoside 6.
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Figure S6. APT BC{*H} NMR (100 MHz, CDCls) spectrum of benzyl 4-O-(2,3,4,6-tetra-O-acetyl-B-D-
galactopyranosyl)-6-O-acetyl-a-D-allopyranoside 6
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Figure S7. *H NMR (400 MHz, CDCls) spectrum of benzyl 2,3-di-O-acetyl-4-0-(2,3,4,6-tetra-O-acetyl-B-
D-galactopyranosyl)-6-O-acetyl-oa-D-mannopyranoside 7

S |V s g

T T T T T T T T T T T T T T T T T T T 1
190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 ppm

Figure S8. C{*H} NMR (100 MHz, CDCls) spectrum of benzyl 2,3-di-O-acetyl-4-0-(2,3,4,6-tetra-O-
acetyl-B-D-galactopyranosyl)-6-O-acetyl-oa-D-mannopyranoside 7
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Figure S9. COSY spectrum of benzyl 2,3-di-O-acetyl-4-O-(2,3,4,6-tetra-O-acetyl-p-D-galactopyranosyl)-
6-O-acetyl-a-D-mannopyranoside 7
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Figure S10. HSQC spectrum of benzyl 2,3-di-O-acetyl-4-O-(2,3,4,6-tetra-O-acetyl-p-D-galactopyranosyl)-
6-0O-acetyl-a-D-mannopyranoside 7

S6



=}

NACDOINENMOALCIdRINVEVONAENCEIONOASINAND T 0 R =}

MM EME A A A0 GO ®®O ™~~~ \0W0 MONITMOCONNADV~~—HO OO NN .
............................................ =
CECONOOVONOD IS LT TS T T T T T T T T T OO NN NN A 1

AcO __0Ac OAc
Acog‘&/o a 0M©
OAc opc e Feg
8 T
— |
| ppm I |
| \“
| |\ |' ‘ .‘l |
| ‘ ‘ J\\ I ‘ | -lr ‘._ \
SN — - - . A M -~ o M
| | - f‘”-]’i’éf‘”fiﬁ ﬁs 5 ‘"-?J - | |
9 8 7 3 2 1 0 ppm

Figure S11. *H NMR (400 MHz, CDCls) spectrum of benzyl 2,3-di-O-acetyl-4-O-(2,3,4,6-tetra-O-acetyl-
B-D-galactopyranosyl)-6-O-acetyl-p-D-allopyranoside 8

AcO _OAc OAc \/@
o o
AcO &/ o /%r‘vo

OAc OacOAC ‘

8

T T T T T T T T T T T T T T T T T T T 1
190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 pPpm

Figure S12. APT BC{*H} NMR (100 MHz, CDCls) spectrum of benzyl 2,3-di-O-acetyl-4-O-(2,3,4,6-
tetra-O-acetyl-B-D-galactopyranosyl)-6-O-acetyl-B-D-allopyranoside 8
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Figure S13. COSY spectrum of benzyl 2,3-di-O-acetyl-4-0-(2,3,4,6-tetra-O-acetyl-p-D-galactopyranosyl)-
6-O-acetyl-p-D-allopyranoside 8
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Figure S14. HSQC spectrum of benzyl 2,3-di-O-acetyl-4-0-(2,3,4,6-tetra-O-acetyl-p-D-galactopyranosyl)-
6-O-acetyl-B-D-allopyranoside 8
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Figure S15. *H NMR (400 MHz, CDClIs) spectrum of 2,3-di-O-acetyl-4-0-(2,3,4,6-tetra-O-acetyl B-D-
galactopyranosyl)-6-O-acetyl-a-D-mannopyranose 9
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Figure S16. *C{*H} NMR (100 MHz, CDCls) spectrum of 2,3-di-O-acetyl-4-0O-(2,3,4,6-tetra-O-acetyl B-
D-galactopyranosyl)-6-O-acetyl-o-D-mannopyranose 9
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Figure S17. *H NMR (400 MHz, CDCls) spectrum of 4-O-(2,3,4,6-tetra-O-acetyl-B-D-galactopyranosyl)-
1-(2,2,2-trichloroethanimidate)-o-D-mannopyranose 2,3,6-triacetate 10
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Figure S18. BC{!H} NMR (100 MHz, CDCls) spectrum of 4-O-(2,3,4,6-tetra-O-acetyl-p-D-
galactopyranosyl)-1-(2,2,2-trichloroethanimidate)-a-D-mannopyranose 2,3,6-triacetate 10
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Figure S19. *H NMR (500 MHz, CDClIs) spectrum of 3-azidopropyl 2,3-di-O-acetyl-4-0-(2,3,4,6-tetra-O-
acetyl-B-D-galactopyranosyl)-6-O-acetyl-a-D-mannopyranoside 11
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Figure S20. APT BC{*H} NMR (125 MHz, CDCls) spectrum of 3-azidopropyl 2,3-di-O-acetyl-4-O-
(2,3,4,6-tetra-O-acetyl-p-D-galactopyranosyl)-6-O-acetyl-a-D-mannopyranoside 11
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Figure S21. *H NMR (400 MHz, CD3;OD) spectrum of 3-azidopropyl 4-O-B-D-galactopyranosyl-a-D-
mannopyranoside 1
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Figure S22. APT *¥*C{*H} NMR (100 MHz, CDCls) spectrum of 3-azidopropyl 4-O-B-D-galactopyranosyl-
a-D-mannopyranoside 1
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Figure S23.'H NMR (400 MHz, CDCls) spectrum of 2,3-di-O-acetyl-4-O-(2,3,4,6-tetra-O-acetyl-p-D-
galactopyranosyl)-6-O-acetyl-a-D-mannopyranosyl H-phosphonate 12
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Figure S24. APT BC{*H} NMR (100 MHz, CDCIls) spectrum of 2,3-di-O-acetyl-4-0-(2,3,4,6-tetra-O-
acetyl-p-D-galactopyranosyl)-6-O-acetyl-a-D-mannopyranosyl H-phosphonate 12
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Figure S25. 3P NMR (162 MHz, CDClIs) spectrum of 2,3-di-O-acetyl-4-O-(2,3,4,6-tetra-O-acetyl-B-D-

galactopyranosyl)-6-O-acetyl-a-D-mannopyranosyl H-phosphonate 12
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Figure S26. *H NMR (400 MHz, CDClI3) spectrum of triethylammonium 3-azidopropyl 2,3-di-O-acetyl-4-
0-(2,3,4,6-tetra-O-acetyl-p-D-galactopyranosyl)-6-O-acetyl-a-D-mannopyranosyl phosphate 13
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Figure S27. APT BC{*H} NMR (100 MHz, CDClI3) spectrum of triethylammonium 3-azidopropyl 2,3-di-
O-acetyl-4-0-(2,3,4,6-tetra-O-acetyl-p-D-galactopyranosyl)-6-O-acetyl-a-D-mannopyranosyl  phosphate

13
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Figure S28. 3P NMR (162 MHz, CDCls) spectrum of triethylammonium 3-azidopropyl 2,3-di-O-acetyl-4-

0-(2,3,4,6-tetra-O-acetyl-p-D-galactopyranosyl)-6-O-acetyl-a-D-mannopyranosyl phosphate 13
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Figure S29. *H NMR (400 MHz, CD;OD) spectrum of 3-azidopropyl 4-O-B-D-galactopyranosyl-o-D-
mannopyranosyl phosphate 2
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Figure S30. APT BC{*H} NMR (100 MHz, CD3;0D) spectrum of 3-azidopropyl 4-O-B-D-galactopyranosy!-
a-D-mannopyranosyl phosphate 2
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Figure S31. 3P NMR (162 MHz, CDsOD) spectrum of 3-azidopropyl 4-O-B-D-galactopyranosyl-a-D-
mannopyranosyl phosphate 2
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