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Figure S1. (+)-HR-ESI-MS spectrum of 1
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Figure S2. '"H NMR (400 MHz, CDCl;) spectrum of 1
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Figure S3. 3C NMR (100 MHz, CDCI3) spectrum of 1
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Figure S4. DEPT 135 (100 MHz, CDCI3) spectrum of 1
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Figure S5. HSQC spectrum of 1 in CDCl;
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Figure S6. 'H-"H COSY spectrum of 1 in CDCl;
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Figure S7. HMBC spectrum of 1 in CDCl;
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Figure S8. NOESY spectrum of 1 in CDCl3
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Figure S9. Experimental ECD spectrum of 1
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Figure S10. UV spectrum of 1
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Figure S11. IR spectrum of 1
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Figure S12. (+)-HR-ESI-MS spectrum of 2
T: FTMS + p ESI Full ms [100.00-800.00]
100- 399.0875
90
80
g 70
e Mo
s 7
2 607
S ]
2 —
< 50-
2 .
3 40
o a
30
20 400.0909 415.0613
103 401.0833
1 3771057 3651323 393.2008 413.0667 | 416-0047 455 1575
AR R R L R R R RN R R R R L RN R R R LR RS R A RN AR RN D AR RN AR R RN RARN N
380 390 400 410 420 430
m/z

11



Figure S13. '"H NMR (400 MHz, CDCls) spectrum of 2

1

J

—56'(

70°¢

H/mo.m
#90°¢

wmm.m

f90°¢

L0°1

01
00°1

706°(

0.0

0.5

20 15 1.0

55 50 45 40 35 3.0 2.5
f1 (ppm)

6.0

6.5

7.0

7.5

Figure S14. 3C NMR (100 MHz, CDCls) spectrum of 2
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Figure S15. DEPT 135 (100 MHz, CDCl3) spectrum of 2
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Figure S16. HSQC spectrum of 2 in CDCl3
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Figure S17. '"H-"H COSY spectrum of 2 in CDCls
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Figure S18. HMBC spectrum of 2 in CDCI3
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Figure S19. NOESY spectrum of 2 in CDCl3
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Figure S20. Experimental ECD spectrum of 2
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Figure S21. UV spectrum of 2
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Figure S22. IR spectrum of 2
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Figure S23. (+)-HR-ESI-MS spectrum of 3
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Figure S24. '"H NMR (400 MHz, CDCls) spectrum of 3
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Figure S25. '"H NMR (400 MHz, CDCls) spectra of 3a and 3b
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Figure S26. 3C NMR (100 MHz, CDCls) spectrum of 3
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Figure S27. DEPT 135 (100 MHz, CDCl3) spectrum of 3
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Figure S28. HSQC spectrum of 3 in CDCl3
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Figure S29. 'H-"H COSY spectrum of 3 in CDCls
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Figure S30. HMBC spectrum of 3 in CDCI3
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Figure S31. NOESY spectrum of 3 in CDCl3
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Figure S33. Experimental ECD spectrum of 3b
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Figure S35. IR spectrum of 3
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Figure S36. '"H NMR Spectroscopic for S-MTPA ester of 3a
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Figure S37. '"H NMR Spectroscopic for R-MTPA ester of 3a
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Figure S38. Chiral HPLC separation profiles of 3 (n-hexane-ethanol-Acetic acid, 75:25:0.1; flow: 1.0mL/min)
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Figure S39. (+)-HR-ESI-MS spectrum of 4

T: FTMS + p ESI Full ms [100.00-800.00]
100

373.1083

Relative Abundance
(€]
T

m 389.0820

1235.0426  291.1204 351.1265 ||| | 401.1030 475.3257 545.1591
T T I

\
250 300 350 400 450 500 550

Figure S40. 'H NMR (400 MHz, CDCls) spectrum of 4

O N~ =00V~~~ nA NN~ — OO~ o
O N S e T T e T BT T B Vo o R N S I N I N I S R R e e e e e e
N

%
|
%

[ /| / ||

OH o)
_ 0
/
0 OCHs
7]
s
@b oA
e <
65 6.0 55 50 45




Figure S41. '"H NMR (400 MHz, CDCls) spectra of 4a and 4b
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Figure S43. DEPT 135 (100 MHz, CDCls) spectrum of 4
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Figure S45. 'H-"H COSY spectrum of 4 in CDCls
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Figure S47. Experimental ECD spectrum of 4a
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Figure S50. IR spectrum of 4
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Figure S52. '"H NMR Spectroscopic for R-MTPA ester of 4a
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Figure S53. Chiral HPLC separation profiles of 4 (n-hexane-ethanol-Acetic acid, 75:25:0.1; flow: 1.0mL/min)
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Figure S54. (+)-HR-ESI-MS spectrum of 5
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Figure S56. 'H NMR (400 MHz, CDCls) spectra of 5a and 5b
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Figure S58. 3C NMR (100 MHz, CDCI3) spectra of 5a and 5b
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Figure S60. HSQC spectrum of 5 in CDCl3
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Figure S62. HMBC spectrum of 5 in CDCI3
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Figure S64. Experimental ECD spectrum of 5a
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Figure S67. IR spectrum of 5
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Figure S69. '"H NMR Spectroscopic for R-MTPA ester of 5a
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Figure S70. '"H NMR Spectroscopic for S-MTPA ester of 5b
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Figure S71. '"H NMR Spectroscopic for R-MTPA ester of 5b
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Figure S72. Chiral HPLC separation profiles of 5 (n-hexane-ethanol-Acetic acid, 75:25:0.1; flow: 1.0mL/min)
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Figure S73. (+)-HR-ESI-MS spectrum of 6
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Figure S75. '"H NMR (400 MHz, CDCls) spectra of 6a and 6b
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Figure S77. DEPT 135 (100 MHz, CDCls) spectrum of 6
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Figure S79. 'H-"H COSY spectrum of 6 in CDCls
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Figure S81. NOESY spectrum of 6 in CDCl3
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Figure S83. Experimental ECD spectrum of 6b
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Figure S84. UV spectrum of 6
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Figure S85. IR spectrum of 6

V|
oA~
AT
o | 8
) Vo8
. | S
«©
| h
|
o | R
S RN
| o
I o 2
— /N N ©
X /o |l || <
;‘ 0 / \ I © “ | \l 8
i / \ | g
g ;T e |
= V - .
= \“‘ | 8 @
5 || <8 8 g g
c | ~ o a & o
o | =8 g < =
= o 'l 3¢ g
ey -
©
< o
< I
0 Q “ |
~ 3 H 8
) | ©
& \‘ 8
|
o |
~ “
|
|l
|
D
>
~
T T T T T T T
3500 3000 2500 2000 1500 1000 500

Wavenumber cm-1

46



Figure S86. '"H NMR Spectroscopic for S-MTPA ester of 6a
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Figure S87. '"H NMR Spectroscopic for R-MTPA ester of 6a
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Figure S88. '"H NMR Spectroscopic for S-MTPA ester of 6b
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Figure S89. '"H NMR Spectroscopic for R-MTPA ester of 6b
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Figure S90. Chiral HPLC analysis profiles of 6 (n-hexane-ethanol-Acetic acid, 80:20:0.1; flow: 1.0mL/min)
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Figure S91. (+)-HR-ESI-MS spectrum of 7
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Figure S92. '"H NMR (400 MHz, CD;0D) spectrum of 7
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Figure S94. 3C NMR (100 MHz, CD;0D) spectrum of 7
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Figure S95. 3C NMR (100 MHz, CD3;0D) spectra of 7a and 7b
N © < e} [=)) on
S < <+ © ~ ] *® *® — oA
S N K=l o o (=} o o~ — N NN
Q = — —_ = — o © " ) SRS
N | I | | | N
OH 0
Vi O
/
o OCHs
7a
- ; | | | |,
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20
f1 (ppm)
oo N < vy [=)) o
S o < 4 © = % % ~ - <ewua
S N Nl o o [=} o o~ — f=)) NN A
Q= — —_ - — >N © " ) SRR
N | I | | | | Iy~
OH o
- _ o
0 OCHj
Tb ) ‘ -
B | L] ] | |
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20

f1 (ppm)

51



Figure S96. Experimental ECD spectrum of 7a
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Figure S97. Experimental ECD spectrum of 7b
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Figure S98. '"H NMR Spectroscopic for S-MTPA ester of 7a
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Figure S99. '"H NMR Spectroscopic for R-MTPA ester of 7a
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Figure S100. '"H NMR Spectroscopic for S-MTPA ester of 7b
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Figure S101. '"H NMR Spectroscopic for R-MTPA ester of 7b
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Figure S102. Chiral HPLC separation profiles of 7 (n-hexane-ethanol-Acetic acid, 75:25:0.1; flow:1.0mL/min)
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Figure S103. (+)-HR-ESI-MS spectrum of 8
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Figure S104. Chiral HPLC analysis profiles of 8 (n-hexane-ethanol-Acetic acid, 75:25:0.1; flow: 1.0mL/min)
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Figure S105.

The total ionic chromatogram of MeOH extract (A) and selected ionic chromatograms at m/z

331.1506-331.1536 [M+H] * of MeOH extract (B)
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Table S1. Antimicrobial Activity of Compounds 1-7

In the process of antimicrobial experiment, the initial gradient screening concentration
generally was 50uM. Subsequently, in order to get the MICs (minimum inhibitory concentrations)
of each compound, eight gradient concentrations (30, 25, 20, 15, 10, 5, 2.5, and 1 uM) for
compounds 1-7 were set for the antimicrobial activity tests. And the MICs were observed by naked
eyes, which represent the lowest concentration that inhibit the visible growth of a microorganism.
For each isomeric pair, the MICs are exactly the same, which means the isomerization has very

slight impact on the antimicrobial activities of those compounds.

MIC ¢
Bacteria Fungi
Compound
Escherichia coli Staphylococcus aureus Candida albicans
UM (ug/mL) uM (ug/mL) #M (ug/mL)
1 5(1.7) 5(1.7) 10 (3.3)
2 2.5(0.9) 5(1.9) 10 (3.8)
3a 20 (7.0) 10 (3.5) 20 (7.0)
3b 20 (7.0) 10 (3.5) 20 (7.0
4a 10 (3.5) 10 (3.5) 20 (7.0)
4b 10 (3.5) 10 (3.5) 20 (7.0)
5a 10 (3.0) 10 (3.0) 20 (5.9)
5b 10 (3.0) 10 (3.0) 20 (5.9)
6a 10 (2.9) 10 (2.9) 15 (4.4)
6b 10 (2.9) 10 (2.9) 15 (4.4)
7a 20 (5.4) 10 (2.7) 20 (5.4)
7b 20 (5.4) 10 (2.7) 20 (5.4)
Reference drugs
Streptomycin 2.3ug/mL 0.1ug/mL NT?
Amphotericin B NT NT 0.1ug/mL

« MIC: Minimal inhibitory concentration values.
5 NT: Not tested.

Scheme S1. Hypothetical Biogenetic Pathway of Compounds 1-4
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