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Figure S1. The 2D NMR spectra of DfCS-5 prepared by Fenton-system (pH 6.0) at the concentration
of 0.2 mol/L H20: and 0.2 mmol/L Cu?" and at 55 °C: (A) Heteronuclear single quantum coherence
(HSQC); (B) nuclear overhauser effect spectroscopy (NEOSY). Signals designated with a refer to
those produced by Fuc2,4S; signals designated with G and u refer to N-acetyl-D-galactosamine

(GalNACc) and glucuronic acid (GlcA), respectively.
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Table S1. Assignment of 'H/**C NMR signals of depolymerized products.

Samples D-fCS-Ib-5h Fuc0S ** CSE ***
GlcA (B)  GalNAc4,6S (B) Fuc24S(a) (Standard) GlcA (B) GalNAc4,6S (B)
H1 4.39 44 5.60 or 5.5 5.03 4.49 4.65
(C1) (103.2) (100.2) (96.1) - (104.2) (102.1)
H2 3,51 3.85 439 3.96 341 4.07
(C2) (72.9) (52.3) (75.7) - (73.0) (52.2)
H3 3.67 3.87 4.09 4.01 3.60 4.07
(C3) (76.9) (75.3) (66.1) - (74.7) (76.1)
H4 3.80 4.59 4.73 3.96 3.80 4.80
(C4) (71.6) (76.3) (80.6) - (82.6) (76.6)
H5 442 435 3.68 4.10
(C5) ) i (67.7) - (77.5) (73.3)
H6 1.21 430
(C6) ) i ) - i (68.5)
1.92

CH3 i (24.0) ) ) i i
=0 (175.2) (176.3) ) ) ) )

** The chemical shifts of Fuc0S were from a standard non-sulfated monosaccharide fucose, cited
from reference [1]; *** Chemical shifts of chondroitin sulfate type E (CSE) are cited from reference
[1]; GlcA: Glucuronic acid; GalNAc: N-acetyl-D-galactosamine; Fuc: fucose.
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