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Table S1. *C and 'H NMR chemical shifts, HMBC and ROESY correlations of the carbohydrate moiety of kuriloside As (1).

Atom. Ocmult.» b ¢ Oumult.? (J in Hz) HMBC ROESY
Xyll (1-C-3)
1 104.7 CH 4.64d (7.1) C3 H-3; H-3, 5 Xyll
2 82.0 CH 395t (7.1) C:1Qui2; C: 1, 3 Xyll H-1 Qui2
3 75.1 CH 415t (7.9) C: 2,4 Xyll H-1 Xyl1
4 78.0 CH 4.13t(7.9) C:1Glc4; C: 3 Xyll H-1 Glc4
5 63.5 CH: 4.36 dd (5.0; 11.4) C: 3,4 Xyll
3.61m
Qui2 (1-2Xyl1)
1 104.5 CH 5.03d (7.6) C:2Xyll H-2 Xyl1; H-3, 5 Qui2
2 75.6 CH 3.88t(8.4) C: 1,3 Qui2 H-4 Qui2
3 75.1 CH 4.00 t (8.4) C:2,4Qui2 H-1, 5 Qui2
4 86.3 CH 3.53t(8.4) C:1GIc3; C: 3,5 Qui2 H-1 Glc3; H-2 Qui2
5 714 CH 3.70dd (5.9; 9.3) H-1 Qui2
6 17.9 CHs 1.62d (5.9) C: 4,5 Qui2
Glc3 (1-4Qui2)
1 104.6 CH 4.81d (7.5) C: 4 Qui2 H-4 Qui2; H-3,5 Glc3
2 74.3 CH 3.87t(8.7) C:1,3GIc3
3 77.6 CH 4.13t(8.7) C:4GIc3 H-1 Glc3
4 70.9 CH 3.93t(8.7) C:5GIc3
5 77.5 CH 3.92t(8.7) C: 6 GIc3 H-1, 3 Glc3
6 61.8 CH: 4.39d (12.4)
4.06 dd (5.0; 12.4) C:5GIc3
Glc4 (1-4Xyll)
1 102.3 CH 4.87d (7.5) C:4Xyll H-4 Xyl1; H-3, 5 Glc4
2 732 CH 3.83t(8.7) C:1,3Glc4
3 86.0 CH 4.15t(8.7) C: 2,4 Glc4, C: 1 MeGlc5 H-1 MeGlc5; H-1, 5 Glc4
4 69.2 CH 3.88t(8.7) C:3,5,6Glc4
5 75.1 CH 4.02t(8.7) H-1, 3 Glc4
6 67.2 CH: 493 brd (11.2) C:4,5Glc4
4.66 dd (6,0; 11.2) C:5Gl4
MeGIc5 (1-3Glc4)
1 104.4 CH 5.18d (7.5) C:3Glc4 H-3 Glc4; H-3, 5 MeGlc5
2 74.5 CH 3.83t(8.6) C: 1 MeGlc5
3 86.9 CH 3.65t (8.6) C: 2, 4 MeGlc5, OMe H-1, 5 MeGlc5
4 70.3 CH 3.89t(8.6) C: 3 MeGlc5 H-6 MeGlc6
5 77.3 CH 3.89t(8.6) C: 4 MeGlc5 H-1, 3 MeGlc5
6 61.7 CH: 434 d (12.8) C: 4, 5 MeGlc5
4.05dd (6.4; 12.8) C: 5 MeGlc5
OMe 60.6 CHs 3.79s C: 3 MeGlch

“Recorded at 176.03 MHz in CsDsN/D20 (4/1). Bold = interglycosidic positions. “Italic = sulphate position. “‘Recorded at 700.00 MHz
in CsDsN/D20 (4/1). Multiplicity by 1D TOCSY.



Table S2. °C and 'H NMR chemical shifts, HMBC and ROESY correlations of the aglycone of kurilosides Az (1)

and G (3).
Position Ocmult.? Oumult. (J in Hz)® HMBC ROESY
1 36.2 CH 1.77 m H-11
141 m H-3, H-5, H-11, H-31
2 27.0 CH2 2.19m
1.94 m
3 88.4 CH 3.19 dd (4.6; 12.5) C:4, 30,31, C:1 Xyll H-1, H-5, H-31, H1-Xyl1
4 39.7C
5 52.8 CH 0.92 brd (12.5) C:4,10,19, 30 H-1, H-3, H-7, H-31
6 21.2 CH2 1.70 m H-31
147 m H-19
7 28.4 CH: 1.64 m
1.36 m
8 41.5CH 216 m H-18, H-19
9 149.0 C
10 394C
11 1142 CH 5.31 brd (6.3) C:8,10,12,13 H-1
12 35.8 CHz 2.48brd (16.1) H-17, H-32
1.94 dd (6.3; 16.1) C:9,11,13,18 H-8, H-18
13 469 C
14 46.8 C
15 45.2 CH: 2.07dd (9.2,13.2) B C:8,13,32 H-16, H-18
1.79d (13.2) o C: 14, 16,32 H-32
16 71.1 CH 5.40 brt (7.5) C: 13,14, 20 H-158, H-18
17 70.0 CH 3.40d (6.4) C: 12,13, 14, 16,18, 20 H-12, H-21, H-32
18 17.3 CHs 0.71s C:12,13,17 H-8, H-12, H-158, H-16, H-19
19 22.3 CHs 1.10s C:1,59,10 H-1, H-2, H-6, H-8, H-18
20 208.8C
21 31.2 CHs 2.18s C:17,20 H-12, H-17
30 16.5 CHs 1.05s C:3,4,5,31 H-2, H-6, H-31, H-6 Qui2
31 27.9 CHs 1245 C:3,4,5,30 H-3, H-5, H-6, H-30, H-1 Xyl1
32 20.0 CHs 1.24 s C:8,13,15 H-7, H-12, H-15, H-17

2 Recorded at 176.04 MHz in CsDsN/D20 (4/1). ? Recorded at 700.13 MHz in CsDsN/D20 (4/1).



Table S3. °C and "H NMR chemical shifts, HMBC and ROESY correlations of carbohydrate moiety of kuriloside D1 (2).

Atom Scmult. b ¢ Ou mult. (] in Hz) 4 HMBC ROESY
Xyll (1-C-3)
1 105.0 CH 4.70d (7.6) C:3 H-3; H-3, 5 Xyl1
2 83.3 CH 3.951t(8.3) C: 3 Xyll H-1 Qui2
3 75.4 CH 4.14 t(8.3) C:2Xyll H-1 Xyll
4 79.7 CH 4.07 m H-1 Glc5
5 63.8 CH: 4.30dd (6.1;12.1)
3.59dd (9.1; 12.1) H-1 Xyl1
Qui2 (1-2Xyl1)
1 105.3 CH 5.02d (7.6) C:2Xyll H-2 Xyl1; H-3, 5 Qui2
2 75.8 CH 3.95t(8.3) H-4 Qui2
3 75.3 CH 4.05t(8.3) C:2,4Qui2 H-1 Qui2
4 87.1 CH 3.56 t(8.3) C: 1 GlIc3; C: 5 Qui2 H-1 Glc3; H-2 Qui2
5 71.6 CH 3.76 dd (6.1, 9.7) H-1, 3 Qui2
6 17.9 CHs 1.71d (6.1) C: 4, 5Qui2
Glc3 (1-4Qui2)
1 104.8 CH 490d (7.5) C: 4 Qui2 H-4 Qui2
2 73.6 CH 4.03t(8.2) C:1,3Glc3
3 88.1 CH 420m C:4GIc3 H-1 Gle4; H-1 Gle3
4 69.7 CH 4.00 m C:3,5Glc3
5 78.5 CH 4.00 m
6 62.1 CH: 447 d (12.3)
413 m
Glc4 (1-3Gle3)
1 105.7 CH 5.28d (8.2) C:3GlIc3 H-3 GIc3; H-3, 5 Glc4
2 75.3 CH 4.06t(9.1) C:1,3Glc4
3 77.9 CH 422t(9.1) C:2,4Glc4
4 71.5 CH 415t (9.1) C:5,6 Glcd
5 78.1 CH 4.00 m H-1 Glc4
6 62.4 CH: 451 dd (3.0; 11.5)
4.28 dd (5.4; 11.5)
Glc5 (1-4Xyll)
1 103.7 CH 4.86d (7.8) C: 4 Xyll H-4 Xyl1; H-3 Glc5
2 732 CH 3.881t(7.8) C:1,3Glc5
3 87.0 CH 4.14t(9.2) C: 1 MeGlc6; C: 2, 4 Glc5 H-1 MeGlc6; H-1 Glc5
4 69.6 CH 3.92t(9.2) C:3,5,6Glc5
5 76.1 CH 411m
6 67.2 CH2 5.18d (9.9)
4.76 dd (6.6; 11.2) C:5Glc5
MeGlc6 (1-3Glcd)
1 105.3 CH 5.24d (7.9) C:3GlIc5 H-3 GIc5; H-3, 5 MeGlc6
2 749 CH 3.95t(8.6) C: 1, 3 MeGlc6
3 87.8 CH 3.681(8.6) C: 2, 4 MeGlc6; OMe H-1, 5 MeGlc6; OMe
4 70.4 CH 4.13t(8.6) C: 3, 6 MeGlc6 H-6 MeGlc6
5 782 CH 3.92t(8.6) H-1, 3 MeGlc6
6 61.9 CH: 444 dd (2.6;11.8) C: 4 MeGlc6
426 dd (5.3; 11.8) C: 5 MeGlc6
OMe 60.5 CHs 3.85s C: 3 MeGlc6

2 Recorded at 176.04 MHz in CsDsN/D20 (4/1). ? Bold = interglycosidic positions. ¢ Italic = sulfate position. ¢ Recorded at 700.13 MHz
in GsDsN/D20 (4/1). Multiplicity by 1D TOCSY.



Table S4. *C and '"H NMR chemical shifts, HMBC and ROESY correlations of the aglycone moiety of kurilosides H

(4) and I1 (6).
Position Ocmult.? Oumult. (J in Hz)® HMBC ROESY
1 36.2 CH: 1.77m H-11, H-19
1.38 m H-3, H-5, H-11
2 27.0 CH: 2.19m H-19
1.94m H-19, H-30
3 88.3 CH 3.18dd (4.2;11.9) C:1, 30, 31, C-1Xyl1 H-1, H-5, H-31, H-1Xyl1
4 39.7C
5 52.7 CH 0.87 brd (12.3) C:6,10,19, 30 H-1, H-3, H-7, H-31
6 21.1 CH: 1.70 m H-30, H-31
1.50 m H-19, H-30
7 28.0 CH: 1.58 m H-15
1.27m H-5, H-32
8 41.2CH 220 m H-18
9 1489 C
10 39.3C
11 114.0 CH 5.23brd (5.6) C:8,10,12, 14 H-1
12 35.8 CH: 2.08m H-17, H-32
1.78 m C:9,11,13, 15,18 H-18, H-21
13 455C
14 436 C
15 43.7 CH: 2.10dd (6.3; 13.6) C: 32 H-32
1.35dd (5.0; 13.6) C: 8,13, 16,32 H-18
16 73.8 CH 5.64 dd (5.2, 7.7, 13.4) C:15; OAc-16 H-32; OAc-16
17 53.3 CH 2.41dd (7.7; 10.6) C:12, 15,18, 20, 21 H-12, H-21, H-32
18 15.2 CHs 0.82s C:12,13,14,17 H-8, H-12, H-19, H-20, H-21
19 22.3 CHs 1.14s C:1,5910 H-1, H-2, H-6, H-8, H-18, H-30
20 69.4 CH 5.46 dd (6.1; 10.6) C: 16,17, 21, OAc-20 H-21, OAc-20
21 19.6 CHs 1.32d (6.0) C:17,20 H-12, H-17, H-18, H-20
30 16.4 CHs 1.04 s C:3,4,5,31 H-2, H-6, H-31
31 27.8 CHs 1.24 s C:3,4,5,30 H-3, H-5, H-6, H-30, H-1 Xyl1
32 18.9 CHs 0.76 s C:8,13,14,15 H-7, H-12, H-15, H-16, H-17
COOCHs-16 169.8 C
COOCHs-16 20.2 CHs 212s H-16, H-18
COOCHs-20 169.9 C
COOCHs-20 21.0 CHs 2.05s H-21

aRecorded at 176.03 MHz in CsDsN/D20 (4/1). PRecorded at 700.00 MHz in CsDsN/D20 (4/1).



Table S5. *C and "H NMR chemical shifts, HMBC and ROESY correlations of carbohydrate moiety of DS-kuriloside L (10).

Atom Scmult, #?b Ou mult. (] in Hz) ¢ HMBC ROESY
Xyll (1-C-3)

1 105.2 CH 4.75d (7.6) C:3;C:5Xyll H-3; H-3, 5 Xyl1

2 83.2 CH 4.10dd (7.6; 8.7) C:1Qui2; C: 1, 3 Xyll H-1 Qui2

3 75.7 CH 423t (8.7) C:2,4Xyll H-1, 5 Xyl1

4 77.5 CH 4.29m C:1Glc3; C: 3 Xyll H-1 Glc3

5 63.9 CH: 4.39 dd (4.6; 11.6) C:1, 3,4 Xyll H-1 Xyl1
3.63 dd (8.7; 11.6) C: 4 Xyl1 H-1, 3 Xyl1

Qui2 (1-2Xyl1)

1 106.0 CH 5.20d (8.0) C:2Xyll H-2 Xyl1; H-3, 5 Qui2

2 77.0 CH 4.06 t (8.0) C: 1,3 Qui2 H-4 Qui2

3 77.6 CH 414t (8.6) C: 4 Qui2 H-1, 5 Qui2

4 76.5 CH 3.73t(9.2) C:3,5Qui2 H-2 Qui2

5 73.3 CH 3.82dd (6.3;9.2) C:3,4,6Qui2 H-1, 3 Qui2

6 18.4 CHs 1.70 d (6.3) C: 4,5 Qui2 H-4, 5 Qui2

Glc3 (1—-4Xyll)

1 103.3 CH 5.02d (8.4) C:4 Xyll H-4 Xyl1; H-3, 5 Glc3

2 74.2 CH 4.00 t (9.0) C:3GIc3

3 78.0 CH 420t (9.0) C:4GIlc3 H-1 Glc3

4 71.5 CH 4.19t(9.0) C:3GIc3

5 78.5 CH 3.98 m H-1, 3 Glc3

6 62.4 CH: 4.54 brd (10.3)
4.32 dd (5.2; 10.3) C:5GlIc3

2 Recorded at 176.04 MHz in CsDsN. ? Bold = interglycosidic positions. ¢ Recorded at 700.13 MHz in CsDsN. Multiplicity by 1D

TOCSY.



Table S6. °C and '"H NMR chemical shifts, HMBC and ROESY correlations of the aglycone moiety of DS-kuriloside L (10).

Position Ocmult.? Oumult. (J in Hz)® HMBC ROESY
1 36.2 CHz 1.75m H-5, H-11
141 m H-11
2 26.9 CH: 220 m
1.96 m H-19, H-30
3 88.5 CH 3.23dd (4.2, 11.7) C: 4, 30, 31, C-1Xyl1 H-1, H-5, H-31, H-1Xyl1
4 39.8C
5 52.9 CH 0.94 brdd (1.9; 11.7) C:4,19,30,31 H-1, H-3, H-31
6 21.0 CH: 1.74 m
1.53 m H-8, H-19, H-30
7 27.9 CH: 1.67 m
1.35m H-5, H-32
8 39.4 CH 2.39 brd (12.2) C:7
9 149.1C
10 394C
11 1152 CH 5.35 brd (5.6) C:8,13 H-1
12 32.1 CH: 2.61 brdd (5.6; 17.8) C:9,11, 13,14 H-18
2.49 brd (17.8) H-32
13 49.6 C
14 47.0C
15 41.7 CH: 2.26 brd (16.8) C: 16,17, 32 H-18
2.06 brdd (3.7; 16.8) C:13, 14,16, 17,32 H-7, H-32
16 144.3 CH 6.63 brt (2.6)
17 152.1C
18 19.3 CHs 1.00 s C: 12,13, 14,17 H-8, H-12, H-15
19 22.1 CHs 1.12s C:1,589 H-2, H-6, H-8
20 196.1C
21 26.7 CHs 2.29s C:20
30 16.5 CHs 1.17 s C:3,4,5,31 H-2, H-6, H-31
31 28.0 CHs 1.32s C:3,4,5,30 H-3, H-6, H-30, H-1 Xyl1
32 19.8 CHs 0.88s C:8,13,14, 15 H-7, H-12, H-15

aRecorded at 176.03 MHz in CsDsN. PRecorded at 700.00 MHz in CsDsN.



Table S7. *C and "H NMR chemical shifts, HMBC and ROESY correlations of carbohydrate moiety of DS-kuriloside M (11).

Atom Scmult, #?b Ou mult. (] in Hz) ¢ HMBC ROESY
Xyll (1-C-3)
1 105.1 CH 4.75d (6.4) C:3 H-3; H-3, 5 Xyl1
2 83.5 CH 4.03t(8.9) C:1,3Xyll H-1 Qui2
3 75.6 CH 422 t(8.9) C:2,4Xyll H-1, 5 Xyl1
4 77.2 CH 426 dd (5.1; 8.5) C:1Glc4; C: 3 Xyll H-1Glc4
5 63.9 CH: 4.39dd (5.0; 11.2) C:1,3Xyll
3.64dd (9.1;11.2) H-1 Xyl1
Qui2 (1-2Xyl1)
1 105.4 CH 5.15d (8.1) C:2Xyll H-2 Xyl1; H-3, 5 Qui2
2 76.2 CH 4.04t(9.1) C: 1,3 Qui2 H-4 Qui2
3 75.8 CH 415t (9.1) C:2,4Qui2 H-1, 5 Qui2
4 87.2 CH 3.68t(9.1) C:1GIce3; C: 3,5 Qui2 H-1 Glc3; H-2 Qui2
5 71.5 CH 3.82dd (6.1;9.1) H-1, 3 Qui2
6 18.1 CHs 1.77 d (6.1) C: 4,5 Qui2
Glc3 (1-4Qui2)
1 105.3 CH 5.01d (7.5) C: 4 Qui2 H-4 Qui2; H-3, 5 Glc3
2 74.8 CH 405t (8.5) C:1Glc3
3 78.1 CH 423t (8.5) C:2,4GIc3 H-1 Glc3
4 71.6 CH 4.15t(8.5) C:5GIc3 H-6 Glc3
5 78.2 CH 4.08t(8.5) H-1, 3 Glc3
6 62.5 CH: 4.60 brd (13.2)
429 m
Glc4 (1-4Xyll)
1 102.7 CH 4.98d (7.5) C:4Xyll H-4 Xyl1; H-3, 5 Glc4
2 729 CH 4.00t (8.5) C:1Gl4
3 88.0 CH 4.18t (8.5) C: 1 MeGlc5; C: 2 Glc4 H-1 MeGlc5; H-1 Glc4
4 69.6 CH 4.07 £ (8.5) C:5,6Glc4
5 78.3 CH 3.89m H-1, 3 Glc4
6 62.0 CH2 444 brd (13.2)
4.22 brdd (5.6; 13.2)
MeGlIc5 (1-3Glc4)
1 105.5 CH 5.24d (8.5) C:3Glc4 H-3 Glc4; H-3, 5 MeGlc5
2 75.0 CH 3.99t(8.5) C: 1, 3 MeGlc5
3 87.8 CH 3.71t(8.5) C: 2, 4 MeGlc5; OMe
4 70.4 CH 4.14 t(8.5) C: 5, 6 MeGlc5
5 78.2 CH 395m H-1, 3 MeGlc5
6 62.1 CH: 4.46 brd (12.2)
427 m
OMe 60.5 CHs 3.86s C: 3 MeGlch

2 Recorded at 176.04 MHz in CsDsN. ¥ Bold = interglycosidic positions. ¢ Recorded at 700.13 MHz in CsDsN. Multiplicity by 1D

TOCSY.



Table S8. °C and 'H NMR chemical shifts, HMBC and ROESY correlations of the aglycone moiety of DS-kuriloside M (11).

Position Ocmult.? Oumult. (J in Hz)® HMBC ROESY
1 35.7 CHz 145m C:2,3,10,19 H-3, H-5, H-11, H-19
2 27.2 CH: 216 m
1.94m H-19, H-30
3 88.7 CH 3.29dd (4.1; 11.6) C:4, 30, 31, C-1Xyl1 H-1, H-5, H-31, H-1Xyl1
4 39.5C
5 492 CH 1.00 brdd (3.5; 12.3) H-1, H-3, H-31
6 23.1 CH: 2.05m C:7,8,10 H-31
1.99 m H-19, H-30
7 122.8 CH 5.72m C:9
8 147.6 C
9 47.7 CH 231 m H-19
10 355C
11 22.4 CH: 1.80 m H-1
1.61 m
12 33.3 CH: 218 m C:9,14, 16,18 H-17, H-32
1.74 m C:13,18
13 524 C
14 45.6 C
15 45.0 CH: 231 m C:13,32 H-16, H-18
2.06 d (12.9) C: 13,14, 16,32 H-32
16 71.5 CH 5.35m H-18
17 71.8 CH 3.22d(6.2) C: 12,14, 16, 18, 20 H-21, H-32
18 25.6 CHs 1.02s C:12,13, 14,17 H-9
19 24.4 CHs 1.07 s C:1,5910 H-1, H-2, H-9, H-30
20 208.6 C
21 30.78 CHs 2.20s C:17,20 H-12, H-17
30 17.2 CHs 117 s C:3,4,5,31 H-2, H-6, H-19, H-31
31 28.6 CHs 1.32s C:3,4,5,30 H-3, H-5, H-6, H-30, H-1 Xyl1
32 31.4 CHs 1.59s C:8,13,15 H-11, H-12, H-15, H-17

aRecorded at 176.03 MHz in CsDsN. PRecorded at 700.00 MHz in CsDsN.



€9G°
ScL”
oeL”
ovL”
v6°
€96 °
6TT"
9¢T”
69¢"
6LC’
06¢-
ToE”
0es”
I84<h
TGS
919"
GC9°
T60°
ove:
69¢”
8LE"
LCTS”
999°
LLYS”
L89"
969"
c6L”
108"
T8
€e8”
av8”
098"
G98°
ZLs8”
€88 "
68"
€C6”
€e6”
876"
L86"
000°
(AN
Ge0”
¢so0-”
090"
TcT”
€eT”
SYT
SST-
6C¢E’
ove”
€8¢
0%9-
059°
T08"
cI8”
198"
€L8”
616"
440
€e0”’
eLT”
¥8T"

/
L

O O O oo

e

Lo B B o B |

i

75

Y

il
M

I IO OO OO OO OO OO OO OO MMM

[

2 and 858 2. o8 a=
¥ § = $28 85,8 5 8. g £ 2
on Grnep-gaiecopaarmcacnancs Seer suge
2 fnng-pghocgaasngas eEgy {825 885=
Gu " BRnE VELTURERRERIETESEE 4ER g
m et Hesao o mmT Lwoo o Ao FaO o
§3  §85BE &7 gg8RT.¢8E § qF R o
gE 4578 §88 4778 & 78 §Rg
SR gef A o8 dEE
e A “ S 295 =
5 4§ S E 8 fE
FEE
FRNGC L 8 o
& 8
§ § =
> & &

Curren
NAME
EXPNO
PROCNO
F2
Date
Time

.0 ppm

1

1.5

2.0

25

3.0

3.5

4.0

4.5

0591
LT'LT
Co'L1
v6'61
60'1¢
(444
€L'9¢
¢6'LT
9T'8¢C
LETE
LS'GE
y1°9¢
vy
SOvy
LLCS
9609
6919
819
91°'L9
2069
Y769
STOL
16°0L
LTIL
wiL
IT¢EL
eevL
YL
(ANYS
09°6L
LTLL
6V'LL
SOLL
10°8L
66'68
€98
0698
CL'88
6CC01
0r'v01
Ly'v0T1
09'v0T
SLY01L
LTYIT
09°¢Cl1
YL'ECT
88°¢Cl
el
LT°9¢ET
ceocel
9Y9¢l
09°9¢1
YL 81
68811
Soevl
[1414!

0 30 ppm

4

50

200 190 180 170 160 150 140 130 120 110 100 90 80 70 60

210

Figure S1. The 'TH NMR (700.00 MHz) and *C NMR (176.03 MHz) spectra of kuriloside As (1) in CsDsN/D20 (4/1)
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Figure S2. The COSY (700.00 MHz) spectrum of kuriloside As (1) in CsDsN/D20 (4/1)
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Figure S3. The HSQC (700.00 MHz) spectrum of kuriloside As (1) in CsDsN/D20 (4/1)



ppm

|

B

&

]

—

[

Figure S4. The ROESY (700.00 MHz) spectrum of kuriloside As (1) in CsDsN/D2O (4/1)

.5

ppm



W JMH]IL V| JL thx

]

e ® b
~ (]
» "o 4 I 20
v =" o |
. . L ] ¢
: . I ‘ rrrrrrrr ‘ rrrrrrrrrrrr Mo ; 40
[ 1] > O @ “
? ® |
P R ™ - 60
- ) .
" ™M w. R O ) - '! ' . ’
« e . -.’” P. 50
° - i
] v » onh: 2 'Y
100
L] ﬁ' 0‘ o [}
120
140
¢
160
¢ 180
200
®
5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 ppm
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Figure S7. The *C NMR (176.03 MHz) spectrum of kuriloside D1 (2) in CsDsN/D20 (4/1)
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Figure 59. The COSY (700.00 MHz) spectrum of kuriloside D1 (2) in CsDsN/D20 (4/1)
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Figure 510. The HSQC (700.00 MHz) spectrum of kuriloside D1 (2) in CsDsN/D20 (4/1)
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Figure S12. The ROESY (700.00 MHz) spectrum of kuriloside D1 (2) in CsDsN/D20 (4/1)
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Figure S14. The *C NMR (176.03 MHZz) spectrum of kuriloside G (3) in CsDsN/D20 (4/1)
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Figure 517. The HSQC (700.00 MHz) spectrum of kuriloside G (3) in CsDsN/D20 (4/1)
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Figure 518. The HMBC (700.00 MHz) spectrum of kuriloside G (3) in CsDsN/D20 (4/1)
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Figure 519. The ROESY (700.00 MHz) spectrum of kuriloside G (3) in CsDsN/D20 (4/1)
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Figure 520. 1 D TOCSY (700.00 MHz) spectra of the Xylosel, Quinovosell and Glucosell of kuriloside G (3), CsDsN/D20 (4/1)
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Figure S26. The HSQC (700.00 MHz) spectrum of kuriloside H (4) in CsDsN/D20 (4/1)



Figure S27. The ROESY (700.00 MHz) spectrum of kuriloside H (4) in CsDsN/D20 (4/1)
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Figure 528. The HMBC (700.00 MHz) spectrum of kuriloside H (4) in CsDsN/D20 (4/1)
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Figure S32. The *C NMR (176.03 MHZz) spectrum of kuriloside I (5) in CsDsN/D20 (4/1)
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Figure S33. The '"H NMR (700.00 MHz) spectrum of kuriloside I (5) in CsDsN/D20 (4/1)
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Figure S34. The COSY (700.00 MHz) spectrum of kuriloside I (5) in CsDsN/D2O (4/1)
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Figure S36. The HMBC (700.00 MHz) spectrum of kuriloside I (5) in CsDsN/D20 (4/1)
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Figure S37. The ROESY (700.00 MHz) spectrum of kuriloside I (5) in CsDsN/D20 (4/1)
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Figure 543. The COSY (700.00 MHz) spectrum of kuriloside I (6) in CsDsN/D20 (4/1)

ppm

1.0

1.5

2.0

25

3.0

3.5

4.0

4.5

5.0

5.5

ppm



-100

- 110

il 1
b
' 0
" L )
) o ".
¢ 0'
[}
[} [ []
i ) ) .‘li !
o (X} "
L] m ™
o
® .
2y
[
L '
i e
[}
5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0

Figure 544. The HSQC (700.00 MHz) spectrum of kuriloside I1 (6) in CsDsN/D20 (4/1)
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Figure 545. The ROESY (700.00 MHz) spectrum of kuriloside I1 (6) in CsDsN/D:O (4/1)
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Figure 548. The 13C NMR (176.03 MHz) spectrum of kuriloside J (7) in CsDsN/D20 (4/1)
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Figure S52. The HMBC (700.00 MHz) spectrum of kuriloside J (7) in CsDsN/D20 (4/1)
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Figure S56. HR-ESI-MS and ESI-MS/MS spectra of kuriloside J (7)
OO WV WIS ANOWSSI NN =00 OO A ©
SA NN TN SV AEOVO N NEN IO == =N OOANOUEOOANMOWNIN =N — RN T OANN— QD —
ONB OO OO O N AT T T ANNNASSA NN T N OO AN NO NN N T YN NN Q0NN O
T T T AN AN N AANANNOSDSODOSOVLOLO A0 INETITTITTNNAN 0O O oA — N0 O AANN WS OO
— o A~ o o~~~ o~~~ o~~~ — 000NN NN NN NN N0 0O 0O 0O O NN T NN N AN AN AN~ —

140 130 120 110 100 90 80 70
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Figure S58. The 'H NMR (700.00 MHz) spectrum of kuriloside K (8) in CsDsN/D20 (4/1)
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Figure 560. The HSQC (700.00 MHz) spectrum of kuriloside K (8) in CsDsN/D20 (4/1)
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Figure S61. The HMBC (700.00 MHz) spectrum of kuriloside K (8) in CsDsN/D20 (4/1)
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Figure S69. The ¥C NMR (176.03 MHz) spectrum of DS-kuriloside L (10) in CsDsN
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Figure S70. The 'H NMR (700.00 MHz) spectrum of DS-kuriloside L (10) in CsDsN
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Figure 571. The COSY (700.00 MHz) spectrum of DS-kuriloside L (10) in CsDsN
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The HSQC (700.00 MHz) spectrum of DS-kuriloside L (10) in CsDsN
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Figure 573. The HMBC (700.00 MHz) spectrum of DS-kuriloside L (10) in CsDsN
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Figure S74. The ROESY (700.00 MHz) spectrum of DS-kuriloside L (10) in CsDsN
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Figure S77. The ¥C NMR (176.03 MHz) spectrum of DS-kuriloside M (11) in CsDsN
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Figure S78. The '"H NMR (700.00 MHz) spectrum of DS-kuriloside M (11) in CsDsN
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Figure 579. The COSY (700.00 MHz) spectrum of DS-kuriloside M (11) in CsDsN
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Figure 580. The HSQC (700.00 MHz) spectrum of DS-kuriloside M (11) in CsDsN
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Figure S81. The HMBC (700.00 MHz) spectrum of DS-kuriloside M (11) in CsDsN
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Figure S82. The ROESY (700.00 MHz) spectrum of DS-kuriloside M (11) in CsDsN



LTO & ~_
¥vo e —
LS9 €

LTO ¥~
0€0 ¥ —
T30 v

€02 ¥
mﬁméV
627" 7~
TST ¥~
857 v —~

mmm.w\
TLZ ¥
YLEF
omm.w/

06€° ¥
wmm.w\

OVL ¥ —
LSL YV —

[
ppm

)

o

L2
<

4.1

4.2

4.3

4.5

4.6

4.7

4.8

4.9

799" €~
LLY €—— —
689 €~

0T8 €~
%28 € —o - =
1e8 e~

0€0" 7~
€V0 v — - —
v50 57—

EET T~ B

9PT T —
8sT -

ppm

oL T—
ELL T—

U

PPT 9~

SeT " 5—

ppm

3.5

3.6

7

)
9¢0°
6%0°
®590°
8L0"

VT
®0ST"
991"
oSIC”
< Lz
ove”

< 862"

43 4.2

4.4

< 065"
019"

4.6

4.7

©
< $08°

4.9

5.0

« [00°
WTITO"

5.2

5.3

y—
y—

9~
G—

4.0

4.1

4.2

Figure 583.1 D TOCSY (700.00 MHz) spectra of Xylosel, Quinovosell and Glucoselll of DS-kuriloside M (11) in CsDsN
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