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Figure S1. Total ion chromatograms and extracted ion chromatograms in the positive ion mode

from the (A) E3-2 fraction, (B) E3-3 fraction, and (C) E3-4 fraction.
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Table S1. 'H (500 MHz) and '*C (125 MHz) NMR data of compounds 15, 21, and 17 (CDCl5).

15 17 21
no. Ju(Jin Hz) dc dn (J in Hz) dc dn (J in Hz) dc
1 759 (IH, dd, 2.5, 1614  7.56 (1H, m) 1605  7.61 (1H, dd, 2.6, 1.4) 161.2
1.4
2 ) 136.6 136.9 136.7
3 209.9 209.5 209.8
4 72.2 72.2 72.3
5 423(1H,s) 72.1 423 (1H, s) 72.2 423 (1H, s) 72.0
6 60.4 60.4 60.4
7 341(1H,s) 644  3.57(1H,brs) 64.4 3.43 (1H, s) 64.2
8  2.88(IH,d,2.5) 36.7  3.57(1H,d,2.5) 35.6 2.92 (1H, d, 2.6) 36.7
9 78.7 78.2 79.5
10 372 (1H, dq, 2.8, 482  3.81(1H, q,2.5) 475 3.79 (1H, dg, 2.9, 2.6) 48.2
2.5
11 2.4% (1H, dq, 8.6, 348  247(1H,q,7.2) 442 2.46 (1H, dq, 8.6,7.2) 34.9
72
12 1.6% (1H, d, 14.3) 36,5  5.09 (1H, brs) 78.4 1.66 (1H, d, 14.4) 36.5
2.19 (1H, dd, 14.3, 2.22 (1H, dd, 14.4, 8.6)
8.6)
13 84.1 83.8 84.4
14 434(1H, d,2.5) 81.8  4.80(1H, d,2.6) 80.5 4.40 (1H, d, 2.5) 82.0
15 146.3 143.0 146.1
16 487 (1H,t, 1.4) 111.1 4.99 (1H, brs) 113.6 489 (1H,t, 1.4) 111.3
5.00 (1H, br s) 5.00 (1H, brs) 5.00 (1H, br s)
17 1.76 3H, s) 19.0 1.84 (1H, brs) 18.8 1.78 (3H, s) 18.9
18 1.14(3H,d,7.2) 20.3 133 (1H, d, 7.2) 18.2 1.17 (3H, d, 7.2) 20.4
19 178 (3H, dd, 2.8, 9.9 1.77 (1H, m) 9.9 1.79 (3H, dd, 2.9, 1.4) 9.9
1.4
20 3.7)5(1H, d, 12.6) 653 375 (IH, dd, 12.5, 65.3 3.76 (1H, d, 12.5) 65.0
4.5
3.86 (1H, d, 12.6) 3.9)5 (1H, dd, 12.5, 3.87 (1H, d, 12.5)
5.2)
i 119.4 117.1 116.5
2" 1.93(2H, m) 349  5.65(1H,d, 15.4) 1224 5.69 (1H, d, 15.5) 122.8
3 1.56 (2H, m) 235 666 (1H, dd, 154, 135.1 6.68 (1H, dd, 15.5, 138.9
10.6) 10.6)
4 1.32(2H, m) 296 604 (IH, dd, 15.1, 1286  6.04 (1H, dd, 152, 134.7
10.6) 10.6)
5 1.25(2H, m) 296  5.85 (IH, dt. 15.1, 1393  5.83(1H,d, 152,7.2) 128.8
7.0
6 1.25(2H, m) 29.5 2.08)(2H, q, 7.0) 32.7 2.07 (2H, q, 7.2) 32.7
7' 1.25(H, m) 29.3 1.37 (2H, hex, 7.0) 28.7 1.24 (2H, m) 31.9
8 1.23(2H, m) 31.9 1.27 (2H, m) 313 1.24 (2H, m) 29.6
9 1.25(2H, m) 22.7 1.27 (2H, m) 225 1.24 (2H, m) 29.5
10 0.86 (3H, t, 7.0) 14.1 0.87 BH, t, 6.8) 14.0 1.24 (2H, m) 29.3
1 1.36 (2H, m) 29.1
12! 1.36 (2H, m) 29.1
13' 1.28 (2H, m) 22.7
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6.35 (1H, d, 15.9)
7.62 (1H, d, 15.9)

7.51 (2H, m)
7.37 (2H, m)
7.37 (2H, m)
7.37 (2H, m)
7.51 (2H, m)

165.8
117.3
145.9
134.1
128.9
128.3
130.6
128.3
128.9

0.86 (3H, t, 6.9)

14.1
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Table S2. 'H (500 MHz) and '*C (125 MHz) NMR data of compounds 12, 18, and 20 (CDCl5).

12 18 20
no. du (J in Hz) dc du (J in Hz) dc dn (J in Hz) dc
1 2.97 (1H, t, 12.0) 494 2.11(1H, brt, 9.2) 494  237(1Hbrt 11.2) 507
2 1.84 (1H, m) 37.6  1.69 (1H, m) 369  1.87 (1H, m) 36.3
3 4.91 (1H, d, 4.9) 825  3.82(1H) 79.6  5.06 (1H, 4.9) 83.0
4 79.5 79.3 80.1
5 4.08 (1H, s) 737 3.81 (1HY 71.6  4.09 (1H, brs) 73.5
6 60.7 60.0 61.0
7 3.37 (1H, s) 63.5  3.35(1H,s) 644  332(1H,s) 64.2
8 3.04 (1H, d, 2.9) 36.7 294 (1H,s) 36.6  2.87(1H,d,2.5) 36.8
9 81.4 80.9 81.2
10 3.03 (1H, d, 12.6) 482  2.95(1H,d,9.2) 48.0  3.08(1H,d, 11.2) 473
11 2.82 (1H,t,7.7) 412 2.49(1H, dq, 8.3, 354 2.64(1H, dq, 8.0, 353
7.1) 7.2)
12 1.96 (1H, m) 296  1.66(1H,d, 14.1) 36.3 1.61 (1H, d, 14.0) 36.5
2.34 (1H, d, 14.7) 2.18 (1H, dd, 14.1, 2.11 (1H, dd, 14.0,
8.3) 8.0)
13 84.5 83.3 83.4
14 438 (1H, d, 2.9) 814  428(1H,d,2.6) 82.6  4.25(1H,d,2.5) 82.6
15 145.4 146.8 146.8
16 4.94 (1H, t, 1.3) 111.9 486 (1H, t, 1.5) 110.8  4.83(1H,t, 1.4) 110.8
5.17 (1H, s) 4.98 (1H, brs) 4.94 (1H, br's)
17 1.81 (3H, s) 19.0  1.75(H,s) 18.9 1.72 (3H, s) 18.9
18 435 (1H, t, 10.5) 674  137(3H,d,7.1) 214 143(3H,d,7.2) 213
5.07 (1H, dd, 10.3,
2.0)
19 1.20 (3H, d, 6.9) 146  1.01 (3H,d, 6.9) 139  1.03(3H, d, 6.6) 14.5
20 3.84 (2H, d, 7.2) 659  4.11(1H,d, 11.7) 679  3.75(1H,d, 12.2) 66.2
4.98 (1H, d, 11.7) 3.87 (1H, d, 12.2)
ik 118.5 119.8 119.7
2 3.92 (1H, d, 7.5) 707 1.81,1.97 (1H, m) 334 1.83,1.99 (1H, m) 33.6
3 1.48, 1.61 (1H, m) 28.6  1.60,1.69 (1H, m) 21.0  1.62,1.73 (1H, m) 21.0
4 1.32, 1.67 (1H, m) 245 1.27, 1.33 (1H, m) 27.7 1.28, 1.38 (1H, m) 27.8
5 1.45,1.57 (1H, m) 19.3 1.27, 1.33 (1H, m) 27.8 1.28, 1.38 (1H, m) 28.0
6 1.70, 1.88 (1H, m) 28.7 1.24,1.39 (1H, m) 26.6 1.27, 1.45 (1H, m) 26.7
- 5.36 (1H, dt, 11.2, 734 1.15,1.55 (1H, m) 248  1.17,1.60 (1H, m) 24.7
5.0)
g 1.55,2.00 (1H, m) 27.6 131 (2H, m) 37.6  1.39(2H, m) 38.0
9" 2.39 (1H, m) 28.1 237 (1H, m) 294  2.54(1H, m) 29.2
10" 1.26 (3H, d, 7.4) 18.7  0.79 (3H, d, 6.5) 13.0  0.82(3H, d, 6.9) 12.6
3-Bz-CO 168.2 167.8
3-Bz-1 130.8 129.9
3-Bz-2,6  8.16 (2H, dd, 8.6, 130.1 8.02 (2H, dd, 8.0, 129.7
1.5) 1.1)
3-Bz3,5  7.35(2H,t,7.5) 128.5 7.47 (24, t, 8.0) 128.7
3-Bz-4 7.53 (1H, tt, 7.5, 1.3)  133.5 7.59 (1H, tt, 8.0, 133.5
1.1)
18-Bz-CO 166.0
18-Bz-1 129.3
18-Bz-2,6  8.05 (2H, dd, 8.5, 129.6
1.4)
18-Bz-3,5 7.44 2H,t,7.5) 128.4
18-Bz4  7.54(1H,t,7.5,1.3) 1328
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20-Bz-CO
20-Bz-1
20-Bz-2,6

20-Bz-3,5
20-Bz-4

7-Bz-CO

7'-Bz-1

7-Bz2,6  8.11(2H, dd, 8.3,
1.1

7-Bz3,5 747 (H,t,7.5)

7-Bz-4 7.58 (1H, tt, 7.5, 1.3)

166.5
1293
129.6

128.3
133.0

8.06 (1H, dd, 8.0,

1.4)

7.44 (1H, t, 8.0)
7.55 (1H, tt, 8.0,

1.4)

166.7
129.9
129.9

128.5
133.2

“QOverlapping resonances.
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Figure S2. 'H-NMR spectrum of compound 12.
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Figure S6. HRESIMS data of isolated compound 12 in positive ion mode (upper) and negative

ion mode (lower).
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Figure S9. HRESIMS data of isolated compound 15 in positive ion mode (upper) and negative

ion mode (lower).
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Figure S12. HRESIMS data of isolated compound 17 in positive ion mode (upper) and negative

ion mode (lower).
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Figure S13. 'H-NMR spectrum of compound 18.
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Figure S15. HRESIMS data of compound 18 in positive ion mode (upper) and negative ion mode

(lower).

S19



€r'g H

£I'E L

$L0T L
AT L

09F [

s H

U [

0T =

€01 y oL

201 W

901 Y b

oU [ i -

87T vu

IT1 [

€T L

L0 90 S0 Vo €0 o Lo 0

SOUBPIINR

0

12180

8€C8°0

#or8°0

£098°0
4

= 6£.8°0
<
—_ =TT

= .. BOECT
= ToTi1
W\f 6EEF'T
806571
=~ 88191
= 0 86H9'T
= NS8ILTT
SE60°T
101T°T

= _fhET

= TL9ET

\

\IHIy

\ZII

=

\

8T
= 9t19¢C

— T658°C

L9L0E

. F860°¢

3.0

— SLTCE

0TL'E
= g99,°¢

= 8058'¢

4.0

— ¥880°F

___SKSTY
TN 965TF

WV

— L8YO0'S

N p8s0'S

LLTS ¥
S0L8¥
Pees'v

50

6.0

7.0

* / Tre0g
65€0°8 P
e

Figure S16. 'H-NMR spectrum of compound 20.
S20



(thousandths)

20.0 30.0 40.0 50.0

10.0

0

il

h

i

2200 2100 200.0 190.0 180.0 170.0 160.0 150.0 1400 1300 1200 1100

e
i Y
=

167.6522
146.7156
133.4669
129.8328
119.6649

— o
—
o
(eRY=}
Lol
[
——

X : parts per Million : Carbonl 3

110.7275

100.0

90.0

NN

83.3430
82.8756

82.4845

81.1110

80.0

=
< ®
—
S A

=
g0 I~

77.0000

70.0

76.7425

73.5757

70.4758
66.069

60.0

—

64.1137
60.8230

50.0

50,5502

0
o0
e
(e}
=
=+

40.0 300 200 100 0

s

37.8547
36.6720
36.4335
36.2714
352412
334862
29.2321
27.8776
26.6281
24.6346
21.2866
209433
18.8067
14.3809
12.5686

Figure S17. >*C-NMR spectrum of compound 20.

S21



[M+H]*

CI}?HSWOS
MS (+)
100 639.3516
50
(vl
2
[u}
g 0 . o N u
2 [M+HCOO]
2 Ca3gH51014
ke MS ) 683.3438
2 100
M-H]”
C37H150,
50 837.3383
0 I
T | T | T ‘ T T | T | 1 | T ‘ T | T ‘ T | | T |
200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400
miz
Peak Mass Display Formula Combined Fit RDB Delta [ppm] Theo. mass Rank Combined Score # Matched Iso. # Missed Iso. MS Cov. [%] Pattern Cov. [%]
639.3516  CarHs10s 47.145594127634512.50 -1.87 639.35276 1 97.08 4 1 99.85 99.84

Fragment Mass

Peak Mass Display Formula Combined Fit RDB Delta [ppm] Theo. mass Rank Combined Score # Matched Iso. # Missed Iso. MS Cov. [%] Pattern Cov. [%]
683.3438  CasHs1011 80.368700310610213.50 0.09 683.34369 1 98.97 5 0 100 100
Fragment Mass

Figure S18. HRESIMS data of isolated compound 20 in positive ion mode (upper) and negative

ion mode (lower).
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Figure S21. HRESIMS data of compound 21 in positive ion mode (upper) and negative ion mode

(lower).
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Figure S22. Product ion spectra of peaks 15 and 16 obtained from the protonated molecular ion

peak in positive ion mode.
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Figure S23. Mass spectra and product ion spectra of peaks 21 and 3 obtained from the protonated

molecular ion peak in positive ion mode.
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molecular ion peak in positive ion mode.
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Figure S25. Product ion spectra of peaks 5, 7, 18, and 20 obtained from the protonated molecular

ion peak in positive ion mode.
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Figure S26.
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Product ion spectra of peaks 1, 2, 8, and 11 obtained from the protonated molecular

ion peak and 12 in obtained from the ammonium adduct ion peak positive ion mode.
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Figure S27. Product ion spectra of peaks 4 and 13 obtained from the protonated molecular ion

peak.
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