Supplementary Figure S1. Composition analysis of the Vibrio alginolyticus exopolysaccharide. A)
Gaz chromatogram of the monosaccharide composition of the polysaccharide and B) Gaz
chromatogram of monosaccahrides standard. *: indicates peaks which couldn’t be attributed with

available monosaccharide standard.
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Supplementary Figure S2. Determination of absolute configuration. A) Gaz chromatogram of the
trimethylsilyl-butylglycosides obtained from the hydrolysed exopolysaccharide. B) and C) D-GIcNAc

and D-Gal series used as reference.
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Supplementary Figure S3. COSY spectra of the Vibrio alginolyticus exopolysaccharide before
(A) and after (B) alkaline treatment.
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Supplementary Figure S4. HSQC spectra of the Vibrio alginolyticus exopolysaccharide before
(A) and after (B) alkaline treatment.

) WML

50

L&D

a0

B0
B-C1/B'-H1

|_A-C1IH1 ACHAHI Lap

100

B-C1/B-H1 e

r T T T T . zn
55 50 45 40 as 0 25 20 15

rlo

ppm



Supplementary Figure S5. COSY spectra recorded at 293K of the two disccharides purified by
chromatography.

C-HZa C-H4w'B

CHia  Ct2B a-GUINA-{1—4)-c/p-GleNAC
@ C-Hia - B c
-
—-
r6
2.8
30
raa
C-H3wC-Hea laa
C-H4B/C-HER
e C-H'IB,’C-H_z‘_B\p C-H4w/C-H50 i 36
C-H1'C-H20 #} 38
a A JC 4
./— P C-H5w/C __'_.. B-H2/B-H3
o s 40
g ° ® =

h -] .’ L 2

L]
* E @9 B-H3/B-H4 44

@ (=]
B-H5/B-H4 6
- — v e h
50
. B-H1/B-H2

- g - - @ 5/‘ 52

0

r T T T T T T T T T T T T T T T T T T T T T T T T T T T T 1
54 53 52 51 50 49 48 47 46 45 44 43 42 41 40 39 W8 37 36 35 34 323 32 31 3.0 29 2B 27 26 25

C-H5 _
c-H3a C—H4g.fﬁ o-GUINACA-(1—4)-a/B-GlcN

C-HS5a C_ﬂ c-Hsng B

C-H2o  C-H2p

P, P

C-Hio

C-H1p/C-H2B // 26
=
C-H1WC-HZa L g & 28
— L C-H2B/C-H3P B
y =) @ o
— c-HzOuC-H3m
32
C-H30/C-H4oL  C-HSRIC-HE 34
D
C-H5WC-Hao — 5= 5 1 L=} 36
C-HEWC-HE R

- 2 s
0 & i
» £ —B-H3/B-H4 42
@ —B-H2B-H3 L4
46

B-HE/B-H4 .
.'_ 48
B-H1/B-H2 o

=
B-H1 S
r52
-3

¥ T T T T T T T T T T T T T T T T T T T T T T T T T T T T d
54 53 52 51 50 49 48 47 46 45 44 43 42 41 40 39 W8 37 36 35 34 323 32 31 3.0 29 2B 27 26 25



Supplementary Figure S6. HSQC spectra recorded at 293K of the two disccharides purified by
chromatography.

®

a-GUINA-(1—4)-o/B-GIcNAC

gda C F20
©
L
40
B-H2B-C2 o
C-H20/C-C2a e e
e © _\b g
& C-H2BIC-C2B g
B-HIB-C3 -0
cmme )
BHSBCS .o C-HBIC-CE
S C-HIWC-Cla
ey Lo
q— CHIBC-C3p
CHSwC-Cog ~ © "B C-HSEIC-CSP

-80

C-H4Q/C-Caat

CHIWC-Clo C-H4BIC-Cap

. C-HIBB-CT

B-H'IIB-;\'ﬂ . BECie o
=100

ao a5 sl 45 40 a5 a0 25 20 15

S S

E
E 3
| | c-GuINACA-{1—4)-o/p-GIEN
— 3 B cda —t %
E
1t a0
]L
3
B-H2/B-C2 r40
= e
: C-H2WC-C2u Le
4 . E
3 CHECCE  m C-H2BIC-C2B &
i: < o =
: B-HS/B-C5 B-H3B-C3
¥ B-H4/B-C4
o \ CH3wC-Ca
. =70
& C-H3p/C-C3p
C-H5wC-Ca
CHRCCs cLCH4m“C—Cd [
N o
CHIwCCla C-H4f/C-C4p
e  BHiBc1 CHIBCCIE e
r T T L) T T T T T 1 1m
ao 55 a0 45 40 35 a0 25 20 15



Supplementary Figure S7: Positive-ion reflectron MALDI-TOF mass spectrometry analysis of the
enriched fraction of the trisaccharide obtained after hydrolysis of the Vibrio alginolyticus
exopolysaccharide. The experiment was conducted with a MALDI-TOF/TOF Autoflex Speed apparatus
(Bruker Daltonics) with 2,5-dihydroxybenzoic acid (DHB) as a matrix.
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Supplementary Table 1. Comparison of the 3C NMR chemical shifts (5, ppm) of the Vibrio alginolyticus
exopolysaccharide and the calculated values [Lipkind, et al. (1988) Carbohydr. Res. 175, 59-75], & values of
L-GuIlNAc [Michon, et al. (1985) Biochem 24, 5592], °: approximation using GalNAc instead of GUINAC

Sugar residue

o-D-Gal

Free a-D-Gal

Calculated a-D-Gal-(1—4)-D-GulNACA
Calculated a-D-Gal-(1—4)-L-GulNACA
Experimental

a-L-GUulNACA

Free a-L-GuINAc 2

Calculated a-D-GuINAcA-(1—4)-D-GIcNAc
Calculated a-L-GUuINAcA-(1—4)-D-GIcNAc
Experimental

B-D-GIcNAc

Free B-D-GIcNAc

Calculated a-D-GUINACA-(1—4)-B-D-GIcNAc
Calculated o-L-GuINAcA-(1—4)-B-D-GIcNAc
Experimental

93.5
101.5°
100.1°
96.66

92.4
100.0
98.8
98.83

96.2
104.0
104.0
103.19

69.6

68.4°
68.4°
67.62

47.5
46.5
46.5
46.99

58.0
58.0
58.0
56.84

70.4
80.2
80.2
80.19

70.4

70.2°
70.2°
65.79

75.1
75.4
73.8
73.45

70.6
70.3
70.3
69.58

69.6

78.9°
76.0°
74.49

71.2
78.6
78.7
78.89

71.7

72.2b
72.2b
70.82

67.1

67.3°
66.7°
67.92

77.2
76.4
77.1
75.58

62.4
62.4
62.4
61.58

62.2

175.40

62.1
62.1
61.5
61.13



