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Figure S1."H NMR spectrum of 1 in CDsOD (600 MHz).
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Figure S2. 3C NMR spectrum of 1 in CDsOD (150 MHz).
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Figure S3. HSQC spectrum of 1 in CDsOD.
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Figure S4. COSY spectrum of 1 in CDsOD.
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20210409_01_12100-42-rp12_KOST_HP_1 19(0.398) AVR (Ar,30000.0,0.00,0.00); ABS
1960408
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Elemental Composition Report

Single Mass Analysis
Tolerance = 5.0 PPM  /
Element prediction: Off
Number of isotope peaks used for i-FIT = 3

DBE: min = -1.5, max = 100.0

Monoisotopic Mass, Even Electron lons
200 formula(e) evaluated with 2 results within limits (all results (up to 1000) for each mass)

Elements Used:

C:0-25 H: 0-30 N: 0-1 0:0-2 Na: 0-1 S:0-2

Minimum: -1.5

Maximum: 100.0 5.0 100.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm  Conf(%)

196.0408 196.0408 0.0 0.0 25 1312.0 0.000 100.00
196.0399 0.9 46 10.5 13278 15.758 0.00

Formula
C7H11NO2NasS
C12H6 N 02

Figure S7. HR-ESIMS spectrum of 1.
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Figure S8. "H NMR spectrum of 2 in CDsOD (600 MHz).
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Figure 59. 3C NMR spectrum of 2 in CDsOD (150 MHz).
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I s - L

_% H ‘u@" .
I |
<

la.2
_—
. 4.4

LI S S B S S S S S S Bt S S B B S S S S S B S S B S S S S S S S S
44 43 42 41 40 393837 363534333231302928272625242322212019181.716151413121.1
2 (ppm)

Figure S11. COSY spectrum of 2 in CDsOD.
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Figure S13. Selective 1D NOESY spectrum of 2 in CDsOD.
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Elemental Composition Report

Single Mass Analysis

Tolerance =50 PPM / DBE: min =-9.0, max = 100.0
Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons

285 formula(e) evaluated with 2 results within limits (up to 50 closest results for each mass)
Elements Used:

C:0-25 H: 0-100 N: 0-3 0O: 0-4 Na: 0-1 S: 0-1

Minimum: 9.0

Maximum: 50 5.0 100.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula

196.0406 196.0408 -0.2 -1.0 215 9746 0.122 88.48 C7H1MNO2NaS
196.0399 0.7 3.6 105 976.7 2161 11.52 C12H6 N O2

Figure S14. HR-ESIMS spectrum of 2.
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Table S1. 'H and *C NMR data of 1, 2, and the reported compound in CDCls

Position

1

2

Reported compound*

oc, type

ou (J in Hz)

oc, type

ou (J in Hz)

oc, type

ou (J in Hz)

1 205.3,C

2 63.9, CH
3 34.5, CH
4a
4b
5 12.2, CHs

35.2, CH2

6,-NH
7 170.6, C
8 23.1, CHs

4.57,ddd (6.7, 5.4, 1.4)
3.20, m

3.05,d (11.5)

3.61,dd (11.5,5.2)
0.97,d (7.0)

5.94,s

2.07,s

204.9,C
64.4, CH
40.5, CH

34.0, CH2

17.5, CHs

170.9, C
23.4, CHs

4.45,dd (12.5, 8.6)
224, m

3.02, t(11.2)
3.24,dd (11.2, 6.2)
1.25,d (6.6)

5.66, d (8.6)

2.09, s

204.9,C
64.4, CH
40.5, CH

34.0, CH2

17.5, CHs

170.9, C
23.4, CHs

4.45,d (12.5,8.7)
2.37, m

3.02,t

3.24,dd (11.2, 6.2)

1.25,d (6.5)
5.67, s

2.08, s

* Nat. Prod. Res. 2020, 34, 2926-2930.

compound 2

6-NH

A t‘l[

H-4b
H-2 l H-4a

H-5

A

Nat. Prod. Res. 2020, 34, 2926-2930.

4 13 12

Figure S15. 1D NOESY spectrum of the reported compound.
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Figure S16. 1D NOESY correlations of the reported compound.
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Figure 517. "H NMR spectrum of 3 in CDsOD (600 MHz).

—21244
—13678
—120.18

180

— 6352

5334

4505

4230
——

¥

5

B57

T T T T T T T T T T T T T T T T T T T T T T
220 210 200 180 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

Figure S18. 3C NMR spectrum of 3 in CDsOD (150 MHz).
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20220221_05_42-S2_KIOST_HRP_3 10 (0.226) AM2 (Ar,30000.0,0.00,0.00); ABS; Cm (10:30)

1004
339
=
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AT T NI
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Elemental Composition Report

Single Mass Analysis
Tolerance = 5.0 PPM  /
Element prediction: Off
Number of isotope peaks used for i-FIT =3

DBE: min = -3.0, max = 200.0

Monoisotopic Mass, Even Electron lons
68 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
Elements Used:

C: 0-31 H: 0-50 0O: 0-7 Na: 0-1

Minimum: -3.0

Maximum: 300.0 5.0 200.0

Mass Calc. Mass mDa PPM DBE -FIT Norm Conf(%)
339.2297 339.2300 -0.3 -0.9 55 905.4 n/a n/a

Figure S20. HR-ESIMS spectrum of 3.

1: TOF MS ES+
2.07eS

.2297

Formula
C21 H32 O2 Na
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Figure 521. "H NMR spectrum of 4 in CDsOD (600 MHz).
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Figure S22. 3C NMR spectrum of 4 in CDsOD (150 MHz).
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Figure S26. ROESY spectrum of 4 in CDsOD.
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Figure S27. Selective 1D NOESY spectrum of 4 in CDsOD.
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20220221_06_42-S3_KIOST_HRP_1 29 (0.589) AM2 (Ar,30000.0,0.00,0.00); ABS
339.

1: TOF MS ES+

100+ 1.52e4
B
340.2339 363,
299.2382
‘ 201.1427 313.2180 331.225\7[3312‘5‘ ss1.1028 | 3542115
295.2046 ) 317.2469 214 1 r
o P L Lf.a"?.‘s" I e R ?292117‘1 20 lll | Lo o o J.\L |,
290 295 300 305 310 315 320 325 330 335 340 345 350 355 360
Elemental Composition Report
Single Mass Analysis
Tolerance = 5.0 PPM / DBE: min = -3.0, max = 200.0
Element prediction: Off
Number of isotope peaks used for i-FIT =3
Monoisotopic Mass, Even Electron lons
68 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
Elements Used:
C: 0-31 H: 0-50 0:0-7 Na: 0-1
Minimum: -3.0
Maximum: 3000 5.0 200.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
339.2301 339.2300 0.1 0.3 55 562.8 n/a n/a C21 H32 02 Na

Figure 528. HR-ESIMS spectrum of 4.
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Figure 529. Comparison of 'H NMR spectra of 4 in pyridine-ds and in CDsOD.
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Figure S37. HMBC spectrum of semisynthetic 5 in CDsOD.
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Spectrum from external.wiff2 (sample 20) - oxi-5-5ul, +TOF MS (50 - 1000) from 0.607 to 0.714 min
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Figure S38. HR-ESIMS spectrum of semisynthetic 5.
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