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Figure S1. The *C NMR (125.67 MHz) spectrum of chilensoside E (1) in CsDsN/D20 (4/1)
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Figure S2. The '"H NMR (500.12 MHz) spectrum of chilensoside E (1) in CsDsN/D:0 (4/1)
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Figure S3. The COSY (500.12 MHz) spectrum of chilensoside E (1) in CsDsN/D20 (4/1)
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Figure S5. The ROESY (500.12 MHz) spectrum of chilensoside E (1) in CsDsN/D20 (4/1)
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Figure S6. The HMBC (500.12 MHz) spectrum of chilensoside E (1) in CsDsN/D20O (4/1)
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Figure S7.1 D TOCSY (700.13 MHz) spectra of Xyl1, Qui2, Glc3, Glc4, MeGlc5 of chilensoside E (1) in CsDsN/DzO (4/1)
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Figure S8. HR-ESI-MS and ESI-MS/MS spectra of chilensoside E (1)
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Figure S9. The *C NMR (125.67 MHz) spectrum of chilensoside F (2) in CsDsN/D20 (4/1)
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Figure S11. The COSY (500.12 MHz) spectrum of chilensoside F (2) in CsDsN/D20 (4/1)
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Figure S12. The HSQC (500.12 MHz) spectrum of chilensoside F (2) in CsDsN/D20 (4/1)



— = ‘ b — . - - 20
——— " R 4 L . O M -+ @
3 . -
— v -
= {Kl ' . " @ |
= . . f 40
= & ' .‘
— [ u.. t [
= R haad ' . ‘e & = 60
= fon " : ! " e ,. -
ﬁ: o o . ::.-n - 1. :.' - 00 ' . * .
= . - o ' ' — 80
_;l [ _J .-- . "5-’. . N O’
= .. ) * .
+~100
—— o - M an . -
k120
— ) (_J
j .‘
] , 140
I :
3 o
. ' —160
—3 . - \ .
—180
. —200
E . e . K . .
\. " " " " I — " " I " " " T I — " " I " " " " I " " " " I " " " " I "
5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 .0 ppm

Figure 513. The HMBC (500.12 MHz) spectrum of chilensoside F (2) in CsDsN/D2O (4/1)
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Figure S14. The ROESY (500.12 MHz) spectrum of chilensoside F (2) in CsDsN/D:0 (4/1)
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Figure S16. HR-ESI-MS and ESI-MS/MS spectra of chilensoside F (2)




Table S1. *C and '"H NMR chemical shifts, HMBC and ROESY correlations of the aglycone moiety of chilensoside F (2).

Position dcmult. Sumult. (J in Hz)? HMBC ROESY
1 36.0 CH2 1.72m H-11
1.29 m H-3
2 26.7 CH2 2.04 m
1.83 m H-19, H-30
3 88.3 CH 3.12 dd (4.6; 11.8) H-1, H-5, H-31, H1-Xyl1
4 394C
5 52.6 CH 0.77 brd (11.8) C:4,19,30 H-1, H-3, H-7
6 20.8 CH2 1.59m
141 m H-8, H-30
7 28.2 CH2 1.61 m H-15
1.13m H-5, H-32
8 38.6 CH 3.14m H-6
9 151.1C
10 39.5C
11 111.1 CH 5.28 brs C: 10,13 H-1
12 31.9 CH2 2.63 brd (16.5) C:11,18 H-17
247 dd (5.9; 16.5) C: 11,14
13 55.8 C
14 42.0C
15 51.9 CH2 2.40d (16.0) C:13,16,17,32
2.11d (16.0) C: 14, 16, 32 H-8
16 2144 C
17 61.2 CH 2.89s C:12, 13,16, 18, 20, 21 H-12, H-23, H-32
18 176.7 C
19 21.9 CHs 1.29s C:1,5,9,10 H-1, H-2, H-8, H-30
20 834 C
21 26.6 CHs 147 s C:17,20,22 H-12, H-17, H-23
22 38.6 CH2 1.80 m
1.60 m
23 22.9 CH2 226 m
2.03 m
24 123.7 CH 5.03 m H-22
25 132.0C
26 25.5 CHs 1.55s C:24,25,27 H-24
27 17.4 CHs 1.53s C:24, 25,26 H-23
30 16.3 CHs 0.88 s C:3,4,5,31 H-2, H-6, H-19, H-31
31 27.8 CHs 1.10 s C:3,4,5,30 H-3, H-5, H-6, H-30
32 20.5 CHs 0.88 s C:8,13,14, 15 H-7, H-12, H-15, H-17

a Recorded at 176.04 MHz in CsDsN. b Recorded at 700.13 MHz in CsDsN.
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Figure S17. The *C NMR (125.67 MHz) spectrum of chilensoside G (3) in CsDsN/D20 (4/1)
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Figure 518. The 'H NMR (500.12 MHz) spectrum of chilensoside G (3) in CsDsN/D20 (4/1)
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Figure S19. The COSY (500.12 MHz) spectrum of chilensoside G (3) in CsDsN/D:0 (4/1)
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Figure 520. The HSQC (500.12 MHz) spectrum of chilensoside G (3) in CsDsN/D20 (4/1)
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Figure S21. The ROESY (500.12 MHz) spectrum of chilensoside G (3) in CsDsN/D:0 (4/1)



— > o « e .’ . . L . se
3 . L e - : . v 20
E.‘: b ? : ‘. ,Q.: . -
5 : ‘ X ' ' e b o
- " t ‘ ot . ) . oe ¢ o .’.-”7 40
> . ¢ @ -®
L] : . . - , S
— . L e 000 : 'Y ) . vt — 60
3 . ' .
;-:‘ . " , (LR (4] . ‘.'" o . -
= I | T -2 .., .’"'HO .’..;m-no.. o N
= ‘o ’
% LT [ L g0
3 * o .; ) . L X} L3 .
= g -, oo WF o - - | o
' . ' —100
— T L e "o - - '
—120
. -:‘
B g - -
# '. e *u . ' . R
’ ’ — —140
3 v - ’ .
. J - 160
i - - . éo
— y ~180
] .
—200
T L ] o (3 .
T T T T T T T T T
5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 rpm

Figure 522. The HMBC (500.12 MHz) spectrum of chilensoside G (3) in CsDsN/D20 (4/1)
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Figure 523. 1D TOCSY (500.12 MHz) spectra of Xyl1, Qui2, Glc3, Glc4, Glc5 and MeGlc6 of chilensoside G (3) in CsDsN/D20 (4/1)
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Figure 524. HR-ESI-MS and ESI-MS/MS spectra of chilensoside G (3)



Table S2. C and 'H NMR chemical shifts, HMBC and ROESY correlations of the aglycone moiety of chilensoside G (3).

Position dcmult. Sumult. (J in Hz)? HMBC ROESY
1 36.0 CH2 1.73 m H-11
1.32m H-3
2 26.7 CH2 2.06 m
1.83 m H-19, H-30
3 88.5 CH 3.11dd (4.4; 11.5) H-1, H-5, H-31, H1-Xyl1
4 394 C
5 52.6 CH 0.78 brd (11.5) C:4,6,19, 30 H-1, H-3, H-7
6 20.9 CH2 1.59m
1.40 m H-8, H-30
7 28.3 CH2 1.60 m H-15
1.17 m H-5, H-32
38.7 CH 3.13m H-6, H-15, H-19
151.1C
10 394 C
11 111.3 CH 5.29 brd (5.2) C: 10,13 H-1
12 31.9 CH2 2.65 brd (17.1) C:11, 18 H-17, H-32
2.49 dd (6.0; 17.1) C:11, 14 H-17, H-21
13 55.8 C
14 42.0C
15 51.9 CH: 2.41d (15.6) C:13,16,17,32
2.10d (15.6) C: 14,16, 32 H-8
16 2144 C
17 61.2 CH 290 s C: 12,13, 16, 18, 20, 21 H-12, H-23, H-32
18 176.8 C
19 21.9 CHs 1.29s C:1,59 10 H-1, H-2, H-8, H-30
20 83.4C
21 26.6 CHs 1.48s C:17,20,22 H-12, H-17, H-23
22 38.6 CH2 1.80 m
1.60 m
23 23.2 CH2 229 m H-21
2.04 m
24 124.0 CH 5.03 m H-22
25 132.1C
26 25.5 CHs 1.55s C:24, 25,27 H-24
27 17.4 CHs 1.52s C: 24, 25,26 H-23
30 16.4 CHs 0.90 s C:3,4,5, 31 H-2, H-6, H-19, H-31
31 27.8 CHs 1.10s C:3,4,5,30 H-3, H-5, H-6, H-30
32 20.5 CHs 0.89 s C:8,13,14,15 H-7, H-12, H-15, H-17

a Recorded at 125.67 MHz in CsDsN. b Recorded at 500.12 MHz in CsDsN.



