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Figure S1. 'H NMR spectrum (600 MHz) of pannoside F (1) in CD3OD-d..
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Figure S2. DEPT-135 spectrum (150 MHz) of pannoside F (1) in CDsOD-da.
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Figure S3. COSY NMR spectrum of pannoside F (1) in CDsOD-da.
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Figure S4. ROESY NMR spectrum of pannoside F (1) in CDsOD-ds.
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Figure S5. TOCSY NMR spectrum of pannoside F (1) in CD:OD-d..

S N W

pannoside F
% |
0

° (53 [
Xl L]
° o
® ® - y
\ ?
© ® T 0
o B .
. e @
‘;/‘f L L
o
g@ - e
@ o o e .
' o B
i
f ® o©
o
. . . . . . . .
4.5 4.0 3. 3.0 25 2.0 1.5 1.0
£2 (ppm)

Figure S6. HSQC NMR spectrum of pannoside F (1) in CDsOD-da.
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Figure S7. HMBC NMR spectrum of pannoside F (1) in CDsOD-da.
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Figure S8. 'H NMR spectrum (600 MHz) of pannoside G (2) in CDsOD-da.
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Figure S9. DEPT-135 spectrum (150 MHz) of pannoside G (2) in CDsOD-ds.
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Figure 510. COSY NMR spectrum of pannoside G (2) in CDsOD-da.
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Figure S11. ROESY NMR spectrum of pannoside G (2) in CD3OD-da.
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Figure S12. TOCSY NMR spectrum of pannoside G (2) in CDsOD-da.
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Figure S13. HSQC NMR spectrum of pannoside G (2) in CD3OD-da.

PN e

pannoside G

I

=

LA

= - < -
* e, -
= . - ¢
= N N s -
° =
. o
-2
_ ~

L R e e T B AR
56 54 52 50 48 46 44 42 40 38
2 (ppm)

S9

T T T T T T T T T T T T T T T T T
36 34 32 30 28 26 24 22 20 18 16 14 12 10 08 06 04

L-100

L110

L120

130

L140

L 150

L 160

L170

f1 (ppm)

f1 (ppm)



Figure S14. HMBC NMR spectrum of pannoside G (2) in CD:OD-d..
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pannoside H (3) in CDsOD-da.
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Figure S16. °*C NMR spectrum (150 MHz) of pannoside H (3) in CD30OD-da.
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Figure S17. COSY NMR spectrum of pannoside H (3) in CD3OD-d..
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Figure S18. ROESY NMR spectrum of pannoside H (3) in CDsOD-da.
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Figure §19. TOCSY NMR spectrum of pannoside H (3) in CD3:OD-d..
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Figure 520. HSQC NMR spectrum of

annoside H (3) in CDsOD-da.
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Figure S21. HMBC NMR spectrum of pannoside H (3) in CD3OD-d..
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Figure 822.
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Figure $23. DEPT-135 spectrum (150 MHz) of pannoside I (4) in CDsOD-da.
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Figure S24. COSY NMR spectrum of pannoside I (4) in CD:OD-d..
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Figure 525. ROESY NMR spectrum of pannoside I (4) in CDsOD-da.
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Figure 526. TOCSY NMR spectrum of pannoside I (4) in CDsOD-da.
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Figure S27. HSQC NMR spectrum of pannoside I (4) in CDsOD-da.
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Figure S28. HMBC NMR spectrum of pannoside I (4) in CD:OD-d..
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Figure 529. Extracted-ion chromatogram (EIC) of pannosides F-I (1-4).
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Figure S33. COSY NMR spectrum (400 MHz) of an aglycone of 1 (1a) in CD3OD-da.
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Figure S34. ROESY NMR spectrum (400 MHz) of an aglycon
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of 1 (1a) in CDsOD-da.

N
1a b Fos
4
o
Pl e (e ————— ‘3; Lo
0,
:’oﬁ L -
o
® L15
0 » o
: it
0 o Bl o L2.0
3 o o 0t
o ° o°
8 0 0 o0
02 © o f2s
00 e
00 o )
%o . =
L0 o . Ls0 g
: 00 o . =
2 5 s @
< - PR
00 0 . L35
Co ; L0
N . s 00
2 L9
L40
% R
| 2 P
. A las
. a e
o a e
- - P
5 Ls.0
.
S ' 5.5

3.2 3.0 2.8
2 (ppm)

S21



Figure S35. 'TH NMR spectrum (400 MHz) of an aglycone of 3 (3a) in CD:OD-da.
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Figure S36. COSY NMR spectrum of an aglycone of 3 (3a) in CD:OD-d..
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Figure S37. ROESY NMR spectrum of an aglycone of 3 (3a) in CD3OD-da.
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Figure S38. Extracted-ion chromatograms (EIC) of 1a and 3a.
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Figure S39. EIC of S-PGME derivatives; authentic (S)-, (R)-3-HB and 3-HB residues in
hydrolysate of 1.
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