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Compound 1
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Figure S1. RP-UPLC crude profile of oxime ligation between 27 and 8 at t=30 min. Octa-Tn intermediate:
tr=2.37 min. (5-60% solv.D in 3.0 min.).
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Figure S2. ESI*-MS spectrum of Octa-Tn intermediate resulting from oxime ligation between 27 and 8.
m/z (Average Mwt) calcd. for CasiHs3oN1110118 [M+5H]**: 1590.5, found: 1590.2; calcd. for
Ca31Hs29N1110118 [M+4H]*: 1987.9, found: 1987.7
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Figure S3. RP-UPLC crude profile of CUAAC ligation at t=90 min. Compound 1: tz=1.40 min. (5-60%
solv.D in 3.0 min.).
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Figure S4. ESI*-MS spectrum of 1. m/z (Average Mwt) calcd. for Cas7H747N1190206 [M+6H]%*: 1887.4,
found: 1887.4
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'H-NMR of 1 in D,0 at 400 MHz
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Figure S5. *H-NMR spectrum of compound 1 (D,0, 400 MHz) showing integration of characteristic

signals.
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Figure S6. RP-HPLC profile of 1: tg= 7.54 min. (0-40% solv.B in 15 min.).

S3

150 1200 1250

13.00

1350

1400 1450

00



Compound 2
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Figure S7. RP-UPLC crude profile of oxime ligation between 29 and 8 at t=30 min. Octa-Tn intermediate:
tr=1.90 min. (5-60% solv.D in 3.0 min.).
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Figure S8. ESI*-MS spectrum of Octa-Tn intermediate resulting from oxime ligation between 29 and 8.
m/z (Average Mwt) calcd. for Cs3iHs3oN1110118 [M+5H]*": 1590.5, found: 1590.2; calcd. for
Cs31Hs29N1110118 [M+4H]*: 1987.9, found: 1987.9
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Figure S9. RP-UPLC crude profile of CUAAC ligation at t=90 min. Compound 2: tz=1.41 min. (5-60%
solv.D in 3.0 min.).
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Figure S10. ESI*-MS spectrum of 2. m/z (Average Mwt) calcd. for Css7H747N1190206 [M+6H]%*: 1887.4,
found: 1887.5
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'H-NMR of 2 in D,0 at 400 MHz
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Figure S11. *H-NMR spectrum of compound 2 (D0, 400 MHz) showing integration of characteristic

signals.

[y
n B & (L
28 N ¥ .\ [
o | R i ! \ Ao
N H '\Qgﬂ - oA "0 OHO \t F |‘| ‘” I II |
N:\NL N | NL/ "t HO%EH%’I || “ MAVATR
'l_JI JlL.._...J__JLJ W \f\ﬁ—.____
v " "
(o'}
- ™ = ™
0 — © w0
T T T T T T T T T T T T T T T T T T
9.5 9.0 8.5 8.0 7.5 70 65 6.0 5.5 5.0 4.5 40 35 3.0 25 2.0 15 1.0 0.5 0.0

ppm

0.10-

-0.10-

000

15 200 250 300 350 400 450 500 S50 600 650 700 750
Minutes

800

850

9.00

950

10.00

1050  11.00

Figure S12. RP-HPLC profile of 2: tg= 7.60 min. (0-40% solv.B in 15 min.).
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Compound 3.
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Figure S13. ESI*-MS spectrum of 3. m/z (Monoisotopic Mwt) calcd. for Cs7H102N19018 [M+H]*: 1340.8,
found: 1340.4 ; calcd. for C57H103N19018 [M+2H]2+Z 6709, found: 670.5 ; C57H107N19018 Na3
[M+6H+3Na]®*: 157.2, found: 157.0
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Figure S14. RP-HPLC profile of 3: tg= 4.00 min. (0-30% solv.B in 15 min.).
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Compound 4.

1:(Time: 0.11) Combine (2:8-8:11) 1:TOF MS ES+
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Figure S15. HRMS (ESI*-TOF) of 4: m/z (Monoisotopic Mwt) calcd. for CssHosN1502; [M+H,0+H]*:
1316.6698, found: 1316.6715
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Figure S16. RP-HPLC profile of 4: tg= 4.31 min. (0-40% solv.B in 15 min.).
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Compound 5.

1:(Time: 0.13) Combine (3:9-15:18) 1:TOF MS ES+
3.4e4004
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e
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Figure S17. HRMS (ESI*-TOF) of 5: m/z (Monoisotopic Mwt) calcd. for Ce1H100N20020 [M+H]*: 1441.8127,
found: 1441.8109 ; calcd. for Ce1H10sN20020Na [M+Na]*: 1463.7946, found: 1463.7944
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Figure S18. RP-HPLC profile of 5: tg=5.25 min. (0-30% solv.B in 15 min.).
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Compound 6.

1:(Time: 0.13) Combine (5:7-10:13) 1:TOF MS ES+
1.5e+006
100 1220.6138
1221.6165
1180.6211
® 50 3
1222.6179
618.7923 i
419.5125  553.7740 925.27222026-5350 1090. 5781 w ,1223~51991339_5732
-1 r T L A e e B e S At —— M/ Z
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Figure $19. HRMS (ESI*-TOF) of 6: m/z (Monoisotopic Mwt) calcd. for C49H78N23012 [M+H]*: 1180.6200,
found: 1180.6211 ; calcd. for CasH79N23013Na [M+H,0+Na]*: 1220.6125, found: 1220.6138
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Figure S20. RP-HPLC profile of 6: tg= 6.78 min. (5-100% solv.B in 15 min.).
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Compound 7.

1:(Time: 0.13) Combine (3:7-14:16) 1:TOF MS ES+
2 .0e+005
100 1341.7123
1342.7147
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Figure S21. HRMS (ESI*-TOF) of 7: m/z (Monoisotopic Mwt) calcd. for CssHosN22016 [M+H]*: 1319.7296,
found: 1319.7302 ; calcd. for CssHasN2201sNa [M+Na]*: 1341.7116, found: 1341.7123
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Figure S22. RP-HPLC profile of 7: tg= 3.52 min. (5-100% solv.B in 15 min.).
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Compound 9.
Propargyl (B-D-galactopyranosyl)-(1-3)-2-acetamido-2-deoxy-a-D-galactopyranoside.
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Figure $23. H spectrum of compound 9 (D,0, 400 MHz).
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Compound 13.

Propargyl 2-acetamido-4,6-0-benzylidene-2-deoxy-a-D-galactopyranoside.
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Figure S24. H (400 MHz, CDs0D) and *3C (100 MHz, CD;0D) NMR spectra of compound 13.
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Compound 15.
Propargyl (2,3,4,6-tetra-O-acetyl-B-D-galactopyranosyl)-(1-3)-2-acetamido-4,6-O-benzilidene-2-
deoxy-a-D-galactopyranoside.
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Figure S25. H (400 MHz, CDCls3) and 3C (100 MHz, CDCl3) NMR spectra of compound 15.
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Compound 16.

1:(Time: 0.10) Combine (3:5-7:9) 1:TOF MS ES+
3.9e+005
100+ 634.3109
e 50_:: 534.2586 635.3138
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200.0 ' 300.0 400.0 500.0 | 600.0
Figure S26. HRMS (ESI*-TOF) of 16: m/z (Monoisotopic Mwt) calcd. for Cs3HssN3OgNa [M+Na]*:
634.3104, found: 634.3109
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Figure S27. RP-HPLC profile of 16: tg= 8.64 min. (5-100% solv.B in 15 min.).
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Compound 17.

1:(Time: 0.13) Combine (3:9-21) 1:TOF MS ES+
5.8e+004
100 1794.0641
1795.0665
® 50 %
1796.0707
0 1559.9512  1638.9740 1694.0110 1717.0057 | 1838.0333 1898-7043, 455 5500
s e e e e e e e s e e e e e A s oo ey B e e e e A B mm e e e B B
1500.0 1600.0 1700.0 1800.0 1900.0

Figure S28. HRMS (ESI*-TOF) of the linear form of compound 17 resulting from cleavage of sequence
A: m/z (Monoisotopic Mwt) calcd. for CgaH146N17025 [M+H]*: 1794.0706, found: 1794.0641

1:(Time: 0.13) Combine (3:9-21) 1:TOF MS ES+
3.5e+005

100 1797.0406

1776.0605 1799.0452
e

® 50
1574, 9507 1675.0039 1800.0497
i ‘ N\ ‘1161I8.;‘9411173l | \‘ 1|67‘8,‘o|11‘s“ .l 1e04.5251 19330148
1500.0 1600.0 1700.0 1800.0 1900.0

Figure S29. HRMS (ESI*-TOF) of 17: m/z (Monoisotopic Mwt) calcd. for CgsH144N17024 [M+H]*:
1776.0600, found: 1776.0605 ; calcd. for CgsH143N17024Na [M+ Na]*: 1797.0390, 1797.0406
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Figure S30. RP-HPLC profile of 17: tg= 9.62 min. (5-100% solv.B in 15 min.).
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Compound 18.

CPIF_152 4 (0.104) Cm (4:5) 1: TOF MS ES+
9.390+002
100 1975.1371
1976.1375
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1961.0000
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0 r | abin 1 i i | ‘ L ’ i lhis ! | 1 I I i miz
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Figure S31. HRMS (ESI*-TOF) of 18: m/z (Monoisotopic Mwt) calcd. for CooH157N15028Na [M+ Na]*:
1975.1343, found: 1975.1371
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Figure S32. RP-HPLC profile of 18: tg= 9.72 min. (5-100% solv.B in 15 min.).
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Compound 19.

1:(Time: 0.10) Combine (3:5-7:9) 1:TOF MS ES+
1.7e+005

T 417.1540

]
i

o 50@
439.1355
1 139 ossc 179.0860212.1191261.1311  305.1575337.1044 372.1207  401.1798 440.1381
Oj L e e S e L A e o e e N L B e e T L S S B o e S e S e S v"v"("‘v““’v -"-‘“r 4 m/z
100.0 150.0 200.0 250.0 300.0 350.0 400.0 450.0

Figure $S33. HRMS (ESI*-TOF) of 19: m/z (Monoisotopic Mwt) calcd. for C,1H2:N4O4Na [M+ Na]*:
417.1539 found: 417.1540

0.00 1.00 2.00 3.00 400 500 6.00 7.00 8.00 9.00 10,00 1100 1200 13.00 14100 1500
Minutes

Figure S34. RP-HPLC profile of 19: tg= 7.86 min. (5-100% solv.B in 15 min.).
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Compound 20.

1:(Time: 0.13) Combine (3:9-21) 1:TOF MS ES+
6.5e+005
100+ 1385.7856
1 1386.7883
o 504
] 1387.7902
1 1229.6707 1285.7328 jusp 498 ‘ 1388.7925 1429.7454
04— e e o L S S S A [ e e S V4 -
1200.0 1250.0 1300.0 1350.0 1400.0 1450.0

Figure S35. HRMS (ESI*-TOF) of the linear form of compound 20 resulting from cleavage of sequence
B: m/z (Monoisotopic Mwt) calcd. for CsgH101N24015 [M+H]*: 1385.7878, found: 1385.7856

1:(Time: 0.13) Combine (3:9-21) 1:TOF MS ES+
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Figure $36. HRMS (ESI*-TOF) of 20: m/z (Monoisotopic Mwt) calcd. for CsgHagN24014 [M+H]*: 1367.7773,
found: 1367.7745 ; calcd. for CsoHogN24O14Na [M+ Na]*: 1389.7592, found: 1389.7561
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Figure S37. RP-HPLC profile of 20: tg= 8.52 min. (5-100% solv.B in 15 min.).
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Compound 21.

1:(Time: 0.13) Combine (3:9-21) 1:TOF MS ES+
3.3e+005
100 1211.6602
3 1212.6626
1 ~
o 50-]
E 1213.6648
1 903.4928 986.5428 1057.5751 11421249 1166.6277 11234.6448
L L T (a2 m/z
900.0 1000.0 1100.0 1200.0

Figure S38. HRMS (ESI*-TOF) of 21: m/z (Monoisotopic Mwt) calcd. for CsoHg3sN24012 [M+H]*:
1211.6622, found: 1211.6602
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Figure $39. RP-HPLC profile of 21: tg= 6.59 min. (5-100% solv.B in 15 min.).
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Compound 22.

1:(Time: 0.13) Combine (3:9-20:21) 1:TOF MS ES+
3.7e+005
100 1741.0366
1743.0421
o° 50 1512.8898 16409824 1763 0176
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Figure S40. HRMS (ESI*-TOF) of the linear form of compound 22 resulting from cleavage of sequence
C: m/z (Monoisotopic Mwt) calcd. for Cs1H13sN21021 [M+H]*: 1741.0376, found: 1741.0366 ; calcd. for
Cs1H137N2102:Na [M+Na]*: 1763.0196, found: 1763.0176

1:(Time: 0.13) Combine (3:9-12:15) 1:TOF MS ES+
2.8e+004
100 1745.0078
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Figure S41. HRMS (ESI*-TOF) of 22: m/z (Monoisotopic Mwt) calcd. for CsiHi3sN21020 [M+H]*:
1724.0300, found: 1724.0282 ; calcd. for Cg1H135sN21020Na [M+Na]*: 1745.0090, found: 1745.0078
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Figure S42. RP-HPLC profile of 22: tg= 9.60 min. (5-100% solv.B in 15 min.).
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Compound 23.

1:(Time: 0.13) Combine (3:9-21) 1:TOF MS ES+
8.6e+005
100- 1558.9458
o0 50 1560.9507
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] : 1389.8354 1445.3723 1458.8912  1502.8947 :
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Figure S43. HRMS (ESI*-TOF) of 23: m/z (Monoisotopic Mwt) calcd. for C71H124N21018 [M+H]*:
1558.9433, found: 1558.9458
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Figure S44. RP-HPLC profile of 23: tg= 8.65 min. (5-100% solv.B in 15 min.).
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Compound 24.

Intens%; E_15190_01.d: +MS, 0.2-1.4min #(4-28)
x1077]
3+

051 12226
0.6

0.44 24
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0.27 9228

0.0-L— “ — — — A

900 1000 1100 1200 1300 1400 1500 1600 1700 1800 miz
Figure S45. ESI*-MS spectrum of 24. m/z (Average Mwt) calcd. for CissHzs3NesOso [M+2H]?*: 1833.5,

found: 1833.5 ; calcd. for CissH254NesOao [M+3H]3*: 1222.7, found: 1222.6 ; calcd. for CissHas4NssOao
[M+3H+Na]*: 922.8, found: 922.8
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Figure S46. RP-HPLC profile of 24: tg= 8.17 min. (5-100% solv.B in 15 min.).
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Compound 25.

Intens, | E_15190_02.d: +MS, 0.3-3.2min #(7-63)
x106
4 2+
0.8 18315
] 3+
O‘Gﬂ 1228.6
0.4
0.2 4+
| 927.2 l
OG"*“‘“
900 1000 1100 1200 1300 1400 1500 1600 1700 1800 m/z

Figure S47. ESI*-MS spectrum of 25. m/z (Average Mwt) calcd. for Cis3H246Ne30s2Na [M+H,0+H+Na]?*:
1831.5, found: 1831.5 ; calcd. for CissH246Ne3042Naz [M+H,0+H+2Na]3*: 1228.7, found: 1228.6 ; calcd.
for CissH246Ne3042Nas [M+H,0+H+3Na]*: 927.2, found: 927.2
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Figure S48. RP-HPLC profile of 25: tg= 8.49 min. (5-100% solv.B in 15 min.).

S24



Compound 26.

Intens. ] E_15190_03.d: +MS, 0.3-5.4min #(8-120)
x1061
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Figure S49. ESI*-MS spectrum of 26. m/z (Average Mwt) calcd. for Cy75Has7N103078 [M+4H]*:1613.6,
found: 1613.5 ; calcd. for Cy75HassN103078 [M+5H]>*: 1291.0, found: 1291.0 ; calcd. for CazsHassN103O07s
[M+6H]%*: 1076.0, found: 1076.1 ; calcd. for Ca7sHasoN103078 [M+7H]7*: 922.5, found: 922.5
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Figure S50. RP-HPLC profile of 26: tg= 7.23 min. (5-100% solv.B in 15 min.).
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Compound 27.
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Figure S51. ESI*-MS spectrum of 27. m/z (Average Mwt) calcd. for Cas7Ha16N9sO7s [M+3H]3*: 2068.2,
found: 20677, calcd. for C257H417N95073 [M+4H]4+Z 15514, found: 1551.1 ; calcd. for C257H413N95078
[M+5H]*: 1241.4, found: 1241.1
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Figure S52. RP-HPLC profile of 27: tz= 8.11 min. (5-100% solv.B in 15 min.).
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Compound 28.

Intens. ] E_15190_07.d: +MS, 0.0-0.5min #(2-13)
x1067 5
3 +
5 oe 12911
] 1076.2
47
34
2]
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Figure S53. ESI*-MS spectrum of 28. m/z (Average Mwt) calcd. for Ca75H4s7N103078 [M+4H]**:1613.6,
found: 1613.5 ; calcd. for C275H453N1o3073 [|V|+5H]5+Z 1291.0, found: 1291.1 ; calcd. for C275H459N103078
[M+6H]®*: 1076.0, found: 1076.2
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Figure S54. RP-HPLC profile of 28: tg= 4.31 min. (5-100% solv.B in 15 min.).
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Compound 29.
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Figure S55. ESI*-MS spectrum of 29. m/z (Average Mwt) calcd. for Cas7Ha16N9sO7s [M+3H]3*: 2068.3,
found: 2068.5,‘ calcd. for C257H417N95078 [M+4H]4+Z 1551.4, found: 1551.7 ; calcd. for C257H413N95078
[M+5H]>*: 1241.4, found: 1241.6 ; Ca67Ha23NgsO07¢ [M+10H]*%*: 621.2, found: 620.9
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Figure S56. RP-HPLC profile of 29: tg= 8.08 min. (5-100% solv.B in 15 min.).
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Compound 30.
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Scheme S1. Synthesis of compound 30.

Synthesis of compound 30b.

To a solution of compound 30a* (9.7 mg, 1.4 umol) in H,0 (1.0 mL), sodium periodate (47.9 mg, 224
pmol) was added and the reaction mixture stirred at room temperature for 40 minutes. Direct RP-HPLC
purification, followed by lyophilization afforded compound 30b (6.1 mg) in 68% yield.
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Figure S57. ESI*-MS spectrum of 30b. m/z (Average Mwt) calcd
found: 1611.5; calcd. for Cas3Ha3aN79094 [M+5H]**: 1289.4, found: 1289.5
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Figure S58. RP-HPLC profile of 30b: tg= 8.82 min. (0-40% solv.B in 15 min.).
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Synthesis of compound 30.

To a solution of compound 30b (5.8 mg, 0.9 umol) in H,0 (1.0 mL) containing 0.09% CFs;COH, 8 (5.1
mg, 21.6 umol) was added and the reaction heated at 37°C without stirring. After 30 minutes the
reaction mixture was directly purified by preparative RP-HPLC and lyophilized to afford pure 30 (7.5
mg) in 84% yield. ESI*-MS m/z (Average Mwt) calcd. for Cs11Hes7N1110174 [M+4H]*: 2484.3, found:
2484.9 ; calcd. for Cs11HessN1110174 [M+5H]5+Z 19877, found: 1987.3 ; calcd. for Cs11HesoN1110174
[M+6H]®: 1656.5, found: 1656.2 ; Analytical RP-HPLC: tz= 8.78 min. (0-40% solv.B in 15 min.).
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Figure S59. ESI*-MS spectrum of 30. m/z (Average Mwt) calcd. for Ca11Hes7N1110174 [M+4H]*: 2484.3,
found: 2484.9 ; calcd. for C411H558N1110174 [M+5H]5+I 1987.7, found: 1987.3 ; calcd. for C411H659N1110174
[M+6H]%*: 1656.5, found: 1656.2
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'H-NMR of 30 in D,O at 400 MHz
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Figure S60. 'H-NMR spectrum of compound 30 (D,0, 400 MHz) showing integration of characteristic

signals.
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Figure S61. RP-HPLC profile of 30: tg= 8.78 min. (0-40% solv.B in 15 min.).
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Compound 31.
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Scheme S2. Synthesis of compound 31.

Synthesis of compound 23a.

A solution containing trifluoroacetic acid (TFA), triisopropylsilane (TIS) and water (1.0 mL, 96:2:2) was
added to 23 (6.8 mg, 4.4 umol). After 3 hours stirring at room temperature the reaction mixture was
added to ice-cold Et,0 (10 mL) and the resulting precipitate was filtrated and dried to give a powder
which was solubilized in H,O (1.0 mL). To this solution, sodium periodate (18.8 mg, 87.9 umol) was
added and the reaction mixture stirred at room temperature for 40 minutes. Direct RP-HPLC
purification, followed by lyophilization afforded compound 23a (2.6 mg) in 50% yield over two steps.
HRMS (ESI*-TOF) m/z (Monoisotopic Mwt) calcd. for CsiHgoN1sO14 [M+H]*: 1184.6289, found:
1184.6309; calcd. for C101HgsN19016Na [M+H,0+H]*: 1220.6500, found: 1220.6527 ; Analytical RP-HPLC:
tr= 3.78 min. (5-100% solv.B in 15 min.).
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Figure S62. HRMS (ESI*-TOF) of 23a: m/z (Monoisotopic Mwt) calcd. for CsiHgNisO14 [M+H]*:
1184.6289, found: 1184.6309 ; calcd. for Ci01HssN1s01sNa [M+H,0+H]*: 1220.6500, found: 1220.6527
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Figure S63. RP-HPLC profile of 23a: tzg= 3.78 min. (5-100% solv.B in 15 min.).

Synthesis of compound 31.

To a solution of 23a (2.2 mg, 1.9 umol) in a H,O/CHsCN (1:1, 0.5 mL) mixture containing 0.09% CF3;CO,H,
8 (1.4 mg, 5.9 umol) was added and the reaction heated at 37°C without stirring. After 30 minutes, 9
(2.4 mg, 5.7 umol) was added to this mixture, then 1.0 mL of PBS buffer (pH 7.4, 10mM) was added
and the solution degassed by argon bubbling for 15 minutes. A separate solution, containing CuSO4
(0.2 mg, 0.8 umol), THPTA (1.7 mg, 3.9 umol) and sodium ascorbate (1.5 mg, 7.6 umol) in previously
degassed PBS buffer (1.0 mL, pH 7.4, 10mM) was added to the reaction mixture. After 90 minutes
stirring at room temperature, Chelex® resin was added to the reaction mixture and stirred for 30
minutes at room temperature in order to remove residues of copper. The crude was then purified by
preparative RP-HPLC and lyophilized to afford 3.4 mg of pure 31 (72% yield over two steps). HRMS
(ESI*-TOF) m/z (Monoisotopic Mwt) calcd. for Cio1H16aN25046 [M+H]*: 2463.1262, found: 2463.1223 ;
calcd. for Ci01H163N25046Na [M +Na]*: 2485.1081, found: 2485.1047 ; Analytical RP-HPLC: tg= 5.40 min.
(0-40% solv.B in 15 min.).

R2(TRZ)TF2(Ox)Tn_ 4 (0.104) Cm (4:7) 1: TOF MS ES+
8.19e+003
100 24641270

24631223 | 2465.1284
S| 7

% 2486.1035
24661338 24851047 | 24871135
Pt 24751187 2479.1140 2488.1184
24353645 24406882 24444685  2451.4309 5460 0957 | - ! ’ /
S L 0 O POt s 87 11N R PR YPE Y] PSRRI HSATE FPFTRRMIOU B 1 PR R T miz
2430.0 24400 2450.0 2460.0 2470.0 2480.0 2490.0

Figure S64. HRMS (ESI*-TOF) of 31: m/z (Monoisotopic Mwt) calcd. for CioiHieaN2sOss [M+H]*:
2463.1262, found: 2463.1223 ; calcd. for Ci01H163N25046Na [M +Na]*: 2485.1081, found: 2485.1047
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!H-NMR of 31 in D,O at 400 MHz
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Figure S65. 'H-NMR spectrum of compound 31 (D,0, 400 MHz) showing integration of characteristic
signals.
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Figure S66. RP-HPLC profile of 31: tg= 5.40 min. (0-40% solv.B in 15 min.).
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Compound 32.
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Scheme S3. Synthesis of compound 32.

Synthesis of compound 32.

To a solution of 32a (5.4 mg, 4.8 umol) in DMF (0.6 mL), prop-2-ynyl 2-acetamido-2-deoxy- B-D-
glucopyranoside? (7.5 mg, 28.9 umol) was added and the mixture degassed by argon bubbling for 15
minutes. A separate solution, containing CuSQ4 (0.2 mg, 0.8 umol), THPTA (8.3 mg, 19.1 umol) and
sodium ascorbate (7.6 mg, 38.4 umol) in previously degassed PBS buffer (1.2 mL, pH 7.4, 10mM) was
added to the reaction mixture. After 90 minutes stirring at room temperature, Chelex® resin was added
to the reaction mixture and stirred for 30 minutes at room temperature in order to remove residues
of copper. The crude was then purified by preparative RP-HPLC and lyophilized to afford pure 32 (8.4
mg) in 81% yield. HRMS (ESI*-TOF) m/z (Monoisotopic Mwt) calcd. for CoiH1a6N2703s [M+H]*:
2161.0526, found: 2161.0530 ; calcd. for CoiH14sN2703sNa [M +Na]*: 2184.0373, found: 2184.0386 ;
Analytical RP-HPLC: tg= 5.48 min. (0-40% solv.B in 15 min.).
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Figure S67. HRMS (ESI*-TOF) of 32: m/z (Monoisotopic Mwt) calcd. for CoiHia6N27034 [M+H]*:
2161.0526, found: 2161.0530 ; calcd. for Co1H14sN2703sNa [M +Na]*: 2184.0373, found: 2184.0386
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!H-NMR of 32 in D,0 at 400 MHz
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Figure S68. 'H-NMR spectrum of compound 32 (D,0, 400 MHz) showing integration of characteristic

signals.
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Figure S69. RP-HPLC profile of 32: tg= 5.48 min. (0-40% solv.B in 15 min.).
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Compound 33.
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Scheme S4. Synthesis of compound 33.

Synthesis of compound 33.

To a solution of 4% (4.9 mg, 3.9 umol) in in H,0 (1.0 mL) containing 0.09% CFsCO,H, 2-acetamido-2-
deoxy-B-D-glucopyranosyl hydroxylamine? (5.5 mg, 23.3 umol) was added and the reaction heated at
37°C without stirring. After 30 minutes the reaction mixture was directly purified by preparative RP-
HPLC and lyophilized to afford pure 33 (7.3 mg) in 88% yield. HRMS (ESI*-TOF) m/z (Monoisotopic Mwt)
calcd. for Cg7H142N23038 [M+H]*: 2116.9886, found: 2116.9878 ; calcd. for Cg;H141N2303sNa [M +Na]*:
2138.9706, found: 2138.9624 ; Analytical RP-HPLC: tz= 5.39 min. (0-40% solv.B in 15 min.).
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Figure S70. HRMS (ESI*-TOF) of 33: m/z (Monoisotopic Mwt) calcd. for CssH142N23038 [M+H]*:
2116.9886, found: 2116.9878 ; calcd. for Cg7H141N23033Na [M +Na]*: 2138.9706, found: 2138.9624
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!H-NMR of 33 in D,0 at 400 MHz
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Figure S71. 'H-NMR spectrum of compound 32 (D0, 400 MHz) showing integration of characteristic
signals.
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Figure S72. RP-HPLC profile of 33: tg= 5.39 min. (0-40% solv.B in 15 min.).

S38



References

[1] B. Thomas, N. Berthet, J. Garcia, P. Dumy, O. Renaudet, Chem. Commun. 2013, 49, 10796-
10798.

[2] M. Fiore, N. Berthet, A. Marra, E. Gillon, P. Dumy, A. Dondoni, A. Imberty, O. Renaudet, Org.
Biomol. Chem. 2013, 11, 7113-7122.

[3] Y. Singh, O. Renaudet, E. Defrancq, P. Dumy, Org. Lett. 2005, 7, 1359-1362.

S39



