Supplementary Table S2 *H and **C NMR chemical shifts (5, ppm) of S. flexneri

O-polysaccharides

Residue Monosaccharide
C1 C2 C3 C4 C5 C6
H1 H2 H3 (3a,3b) H4 H5 H6 (6a,6b)
Sf301, 30140acB_pSQZ4 (2a)
—2)-a-L-Rhap3Ac"-(1— 1028 782 741 716 708 183
515 426  5.09 350 3.82 1.32
—2)-a-L-Rhap4Ac"'-(1— 1028 793  69.7 758 686 182
5.10 423  4.10 480 392 1.18
—2)-a-L-Rhap"-(1— 1028 810 712 736 707 18.0
506 409 3.88 349 381 1.30
—3,4)-0-L-Rhap'-(1— 1022 722 805 761 705 193
488 394 394 379 416 134
—3)-p-D-GlcpNAc6Ac-(1— 1037  57.0 825 712 746 648
454 385 3.66 342 363 4.21,4.33
o-D-Glep-(1— 989 727 741 712 732 621
520 354 373 342 397 3.80,3.89
30140ac3B_pSQZ4 (2a)
—2)-a-L-Rhap"-(1— 1028 801  71.2 738 708 183
513 415 3.88 333 376 1.29
—2)-a-L-Rhap"-(1— 103.1 807 712 736 708 18.0
502 410 388 348 380 1.29
—3,4)-0-L-Rhap'-(1— 1024 722 807 761 705 193
484 394 392 379 416 1.34
—3)-p-D-GlcpNAc6Ac-(1— 1037  57.0 825 712 746 648
454 385 3.66 342 363 4.21,4.33
o-D-Glep-(1— 989 727 741 712 732 621
520 354 373 342 397 3.80,3.89



51251 (2b)
—2,3)-a-L-Rhap"'-(1—

—2)-a-L-Rhap"-(1—

—3,4)-a-L-Rhap'-(1—

—3)-B-D-GlcpNAc-(1—

o-D-Glep'-(1—

0-D-Glep"-(1—

51251 pSQZ4 (2a)
—2)-a-L-Rhap3Ac"'-(1—

—2)-a-L-Rhap4Ac"'-(1—

—2)-a-L-Rhap"-(1—

—3,4)-a-L-Rhap'-(1—

—3)-B-D-GlcpNAc-(1—

a-D-Glcp-(1—

102.8
5.12
102.7
5.05
102.4
4.83
103.0
4.80
98.7
5.19
95.9
5.18

102.7
5.16
102.7
5.14
102.7
5.05
102.2
4.87
103.8
4.52
98.8
5.19

75.7
4.43
80.9
411
72.2
3.92
56.8
3.86
2.7
3.55
72.8
3.72

78.2
4.25
79.1
4.23
80.9
4.12
72.2
3.93
56.9
3.84
72.6
3.54

75.1
3.95
71.2
3.88
80.5
3.92
83.0
3.49
74.1
3.72
74.6
3.83

74.0
5.07
69.5
4.10
71.1
3.88
80.5
3.93
82.4
3.65
74.0
3.72

72.3
3.36
73.6
3.49
76.1
3.79
69.8
3.54
71.2
3.43
71.0
3.50

71.6
3.50
75.6
4.79
73.4
3.53
76.0
3.80
69.4
3.56
71.2
3.42

70.7
3.79
70.7
3.79
70.4
4.15
77.4
3.48
73.2
3.96
72.8
4.04

70.8
3.85
68.7
3.91
70.7
3.80
70.5
4.16
76.9
3.38
73.2
3.97

18.4
1.30
18.1
131
19.3
1.34
62.2
3.76, 3.91
61.8
3.78, 3.83
62.1
3.79, 3.87

18.2
131
18.2
1.17
18.0
1.29
19.2
1.34
62.1
3.78, 3.88
62.1
3.78, 3.88



51580 (X)

—2,3)-0-L-Rhap"'-(1— 102.2 756 749 721 707 18.0
510 443 394 335 372 1.24
—2)-a-L-Rhap"-(1— 1019 796 711 732 703 178
519 407 3.92 348 374 131
—3)-a-L-Rhap'-(1— 1022 718 784 729 702 176
485 384 378 353 402 1.23
—3)-B-D-GlcpNAc-(1— 1025 567 828 69.5 773 620
482 385 349 351 343  3.74,3.90
o-D-Glep-(1— 957 726 744 70.7 727 615
5.18 372 383 349 404  3.78,3.82
51580_pSQZ4 (Y)
—2)-a-L-Rhap3Ac-(1— 1025 783  74.0 714 707 18.1
516 425 5.06 350 379 1.27
—2)-a-L-Rhap4Ac"'-(1— 1028 79.2  69.6 756 686  18.1
513 423 410 478 385 1.13
—2)-a-L-Rhap"-(1— 1022 799 714 735 706 18.1
518  4.07 3.92 353 376 1.31
—3)-a-L-Rhap'-(1— 1026 720 786 731 705 178
489 385 3.80 355 401 1.23
—3)-B-D-GlcpNAc-(1— 1036 571 826 69.5 771  62/0
454 385 365 355 340 3.73,3.93

Only major chemical shifts are given for GIcNAc6Ac and non-O-acetylated monosaccharide
residues, whose signals are split owing to non-stoichiometric O-acetylation on Rha'".
Additional signals for NAc are at 6c 175.3-176.0 (CO) and 23.7-23.8 (CHj3), 6 2.05-2.11 (CHj3); for

OAC at ¢ 175.1-175.3 (CO) and 21.7-22.1 (CHs), 5y 2.13-2.21.



