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Figure S1. HPLC-UV chromatogram of the initial EtOAc extract.
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Figure S2. '"H NMR spectrum (500 MHz, CD;0D) of (1)

S6LLY
L0211
vLyL
12rL
LEV'L |
2L
Ivr'L
LSP'L Y
99¥'L

2L
SLp L
08t'L 7
S617L ]
005'L
€09'L
809'L ]
2291 ]
1291
9£9'L |
sv9'L |
059'1 ]
sso1 ]
8oL |
669°L 1
L
seLL
805°Z 1
€252 ]
ges e
oLEE]
LLYE ]
gere ]
gzre ]
vev'e ]
rroe |
8vo'e |
vsoe |
659 |
€99°€
899
vL9E
686'€
S66°€
L00'Y

——— T

—

L00Y
5829 \m

6829
€629
1629
LLE9

0°¢

P
oL
0'L
0'L
oL
0L
0¢

=00'¢

0¢
0L

0.5

.0

T
3.5
1 (ppm)

6.0 5.5 5.0 4.5 4.0

6.5

Figure S3. 3°C NMR spectrum (125 MHz, CD;0D) of (1)
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Figure S4. 'H-'H COSY spectrum (500 MHz, CD;0D) of (1)
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Figure S5. HSQC spectrum (500 MHz, CD30D) of (1)
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Figure S6. HMBC spectrum (500 MHz, CD30D) of (1)
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Figure S7. '"H NMR spectrum (500 MHz, CD30D) of acetylated derivative of (1)
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Figure S8. HETLOC spectrum (800 MHz, CD30D) of (1)
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Figure S9. 'H NMR spectrum (500 MHz, CD30D) of acetonide product (1a)
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Figure S10. '3C NMR spectrum (125 MHz, CD;0D) of acetonide product (1a)
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Figure S12. '"H NMR spectrum (500 MHz, CD30D) of S-MTPA ester (1b)
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Figure S13. 'H-'H COSY spectrum (500 MHz, CD30D) of S-MTPA ester (1b)
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Figure S14. 'H NMR spectrum (500 MHz, CD30D) of R-MTPA ester (1c)
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Figure S15. 'H-'H COSY spectrum (500 MHz, CD30D) of R-MTPA ester (1¢)
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Figure S16. HRESIMS spectrum of (1)

Compound Spectrum SmartFormula Report
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Figure S17. '"H NMR spectrum (500 MHz, CDs;0D) of (2)
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Figure S18. 3C NMR spectrum (125 MHz, CD3;0D) of (2)
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Figure S19. 'H-'H COSY spectrum (500 MHz, CD;0D) of (2)
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Figure S20. HSQC spectrum (500 MHz, CD;0D) of (2)
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Figure S21. HMBC spectrum (500 MHz, CD30D) of (2)
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Figure S22. HRESIMS spectrum of (2)

Compound Spectrum SmartFormula Report

Analysis Info

Analysis Name

Method

Sample Name
Comment

D\Data\Data\2019DSWUNSSHIBSHOG\BSHO06.d

Tune_pos_Standard_100_600_190102.d.m
BSHO6_9H4E

Acquisition Date  6/27/2019 4:42:00 PM

Operator lee
Instrument compact

825575410024

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Active Set Capillary 4000 v Set Dry Heater 200 °C
Scan Begin 100 miz Set End Plate Offset -500 W Set Dry Gas 4.0 limin
Scan End 600 miz Set Charging Voltage 2000V Set Divert Valve Source
Set Corona 0n& Set APCI Heater [
Intens,
110'5'
325
3.00
275
2.50
2.25
T Taos | o010 To1s "020 "025 “030 = o035 " Time [min]
# RT [min] Area  Int Type 1 SIN Chromatogram Max. miz FWHM [min]
n.a. 0.2 n.a. Average spectrum n.a. n.a. n.a. 3751447 n.a.
+MS, 0.1-0.3min #8-17
Intens. | +MS, 0.1-0.3min #8-1T]
1108
4
3 3754417
2-
1] 413.2858
. , N e
100 200 300 400 500 600 T00 80O 800 miz
Meas. miz # lon Formula miz em[ppm] mSigma #Sigma Score rdb e Conf N-Rule
375147 1 C16H19NE0S 3751411 15 39 1 10000 105 even ok
2 C15H23N209 3751393 -5.0 8.8 2 5419 55 ewven ok
3 CI2H15N1203 3751385 8.6 108 3 1184 115 even ok
4 C20HZ307 3751433 57 14.9 4 3935 95 even ok
5  CATH15N100 3751425 241 175 5 B813 155 ewven ok
6 C21H19N403 3751432 9.3 25.3 3] .88 1435 even ok
T C2TH1902 3751380 9.9 518 7 337 185 even ok
1 C18H24Na07 3751414 07 410 1 10000 65 even ok
2 CI5H16N10MNal 3751401 43 73 2 3323 125 ewven ok
3 C14HZ20MG6MNaCs 37513687 78 9.3 3 1070 TS5 even ok
4 C19H20MN4Na03 3751428 -29 179 4 3816 115 ewven ok



Figure S23. '"H NMR spectrum (500 MHz, CDs;0D) of (3)
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Figure S24. 3C NMR spectrum (125 MHz, CD3;0D) of (3)
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Figure S25. 'H-'H COSY spectrum (500 MHz, CD;0D) of (3)
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Figure S26. HSQC spectrum (500 MHz, CD;0D) of (3)
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Figure S27. HMBC spectrum (500 MHz, CD;0OD) of (3)
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Figure S28. HETLOC spectrum (800 MHz, CD30D) of (3)
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Figure S29. 'H NMR spectrum (500 MHz, CD;0D) of acetonide product (3a)
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Figure S30. >*C NMR spectrum (125 MHz, CD30D) of acetonide product (3a)
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Figure S31. HMBC spectrum (500 MHz, CD30D) of acetonide product (3a)
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Figure S32. HRESIMS spectrum of (3)
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Figure S33. '"H NMR spectrum (500 MHz, CDs;0D) of (4)
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Figure S34. 3C NMR spectrum (125 MHz, CD3;0D) of (4)
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Figure S35. 'H-'H COSY spectrum (500 MHz, CD30D) of (4)
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Figure S36. HSQC spectrum (500 MHz, CD;0D) of (4)
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Figure S37. HMBC spectrum (500 MHz, CD;0D) of (4)
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Figure S38. HRESIMS spectrum of (4)
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Figure S39. '"H NMR spectrum (500 MHz, CDs;0D) of (5)
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Figure S40. 3C NMR spectrum (125 MHz, CD3;0D) of (5)
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Figure S41. 'H-'H COSY spectrum (500 MHz, CD;0D) of (5)
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Figure S42. HSQC spectrum (500 MHz, CD30D) of (5)
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Figure S43. HMBC spectrum (500 MHz, CD30D) of (5)
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Figure S44. HRESIMS spectrum of (5)
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Figure S45. '"H NMR spectrum (500 MHz, CDs;0D) of (6)
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Figure S46. °C NMR spectrum (125 MHz, CD3;0D) of (6)
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Figure S47. 'H-'H COSY spectrum (500 MHz, CD;0D) of (6)
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Figure S48. HSQC spectrum (500 MHz, CD;0D) of (6)
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Figure S49. HMBC spectrum (500 MHz, CD30D) of (6)
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Figure S50. HRESIMS spectrum of (6)
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Figure S51. '"H NMR spectrum (500 MHz, CDs;0D) of (8)
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Figure S52. 3C NMR spectrum (125 MHz, CD3;0D) of (8)
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Figure S53. '"H-'H COSY spectrum (500 MHz, CD;0D) of (8)

o8
L)

g O S P P S g

0.5

2.0

2.5

3.0

3.5

4.0

=5.0

-5.5

6.0

6.5

7.0

4.0
2 (ppm)

T
3.5

3.0

Figure S54. HSQC spectrum (500 MHz, CD;0D) of (8)
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Figure S55. HMBC spectrum (500 MHz, CD;0D) of (8)
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Figure S56. HRESIMS spectrum of (8)
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Set Corona 0 n& Set APCI Heater 0°C
Intens.
%105
65
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n.a. 0.4 n.a. Average spectrum n.a. n.a. n.a. 519.1033 n.a.
+MS, 0.3-0.6min #16-35
Intens. +MS, 0.2-0.6min #16-35
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3 C21H19N4012 519.0994 76 165.9 3 411 145 even ok
4  C22H15Ma0s 219.1007 =50 167.4 4 1459 195 even ok
5 C3E8H1503 219.1016 3.4 168.7 5 2605 315 even ok
6 C23H11N1002 519.1081 5.3 168.8 -] 11.56 285 even ok
7 C23H11N1204 519.1021 2.4 169.4 7 3485 245 even ok
& C24H7M16 519.1034 0.1 171.9 8 5314 295 even ok
9 CA9HTN1302 519.0994 76 1736 9 232 3255 ewven ok
1 C29H20Ma0s 219.1050 =33 163.6 1 7200 195 even ok
2 C24H20M2MaO10 5191010 45 165.2 2 3883 155 even ok
3 CI0H18N4Mal4 519.1064 58 166.8 3 1873 245 even ok
4 C25H16MNEMNalE 519.1024 -149 167.2 4 8698 205 ewven ok
5 C26H1ZN10Ma02 5191037 0.7 169.8 5 10000 255 ewven ok
6 CITH24N2MaC15  519.106%9 B35 170.3 -] 8.52 6.5 even ok
7 C21H12M12MaO4  519.0997 71 171.4 7 633 215 even ok
& C22H3N16MNa 2191010 -4.5 173.4 3 2149 265 even ok



