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3.1. General Experimental Procedures

Optical rotations were recorded using a JASCO P-1020 Polarimeter (Jasco Corp., Tokyo,
Japan). UV spectra were recorded on a Shimadzu UV-2401 PC spectrophotometer (Shimadzu,
Kyoto, Japan). Electronic circular dichroism (ECD) spectra were recorded on a Chirascan CD
spectrometer (Applied Photophysics Ltd., Leatherhead, UK). IR spectra were measured on a
Bruker Tensor 27 FTIR Spectrometer (Bruker Corp., Ettlingen, Germany) with KBr disks. 'H
and 3C NMR spectra were collected on Bruker DRX-500, Avance III-600, and Ascend™ 800
MHz NMR spectrometers (Bruker Corporation, Karlsruhe, Germany), with TMS as an
internal standard. ESIMS and HRESIMS analyses were performed on an API QSTAR Pulsar 1
spectrometer (Applied Biosystems/MDS Sciex, Foster City, CA, USA). Silica gel G (80-100 and
300-400 mesh, Qingdao Meigao Chemical Co., Ltd., Qingdao, China), Cs silica gel (40-75 pum,
Fuji Silysia Chemical Ltd., Aichi, Japan), and Sephadex LH-20 (GE Healthcare Bio-Sciences
AB, Uppsala, Sweden) were used for column chromatography. Thin-layer chromatography
(TLC) spots were visualized under UV light at 254 nm and by dipping in 5% H2504 in alcohol
followed by heating. Semipreparative high-performance liquid chromatography (HPLC) was
performed on an Agilent 1200 series pump (Agilent Technologies, Santa Clara, USA)
equipped with a diode array detector and a Welch Ultimate AQ-Cis column (5 um, ¢ 4.6 x 300
mm, Welch Materials Inc., Shanghai, China), an Agilent Eclipse XDB-Cis column (5.0 pm, ¢
4.6 x 150 mm), and an Agilent Zorbax SB-Cis column (5.0 pm, ¢ 9.4 x 250 mm).



Table S1. 'H and *C NMR Data of 26 in Methanol-d: (6 in ppm, | in Hz)

no. ou (500 MHz) oc (126 MHz)
1 1.60, m 39.7
0.96, m
2 1.78, m 27.0
1.66, m
3 3.14,dd (11.6,4.5) 91.1
4 40.2
5 0.78, overlapped 57.0
6 1.54, m 19.3
1.39, m
7 1.49, m 34.0
1.30, m
8 40.5
9 1.58, m 49.0
10 37.9
11 1.89, m 24.5
12 5.29,brt (3.4) 124.2
13 144.7
14 42.8
15 1.74, m 28.9
1.07, m
16 1.99, m 242
1.64, m
17 47.0
18 2.69,dd (13.7,3.5) 44.0
19 1.92, m 43.3
1.65, dd (13.7,13.7)
20 45.0
21 1.98, m 31.3
1.35, m
22 1.60, m 35.0
1.56, m
23 1.04, s 28.5
24 0.84,s 16.9
25 094, s 15.9
26 0.79, s 17.7
27 1.16, s 26.3
28 181.2
29 1.13,s 28.7
30 178.8
30-OMe 3.69, s 52.3
1 4.38,d (7.8) 107.0

2 3.22,dd (9.1,7.8) 75.3




3' 3.35,dd (9.1,9.1) 77.5

4 3.50,dd (9.8,9.1) 732
5 3.82,d (9.8) 76.6
6 171.4
6-OMe 3.76, s 52.8

HO 34 HO 35

HO 36

Iz

37

Figure S1. Structures of known compounds (26-37) from Glinus oppositifolius.



OH

HO

OH

HO

o

HO

OH

HO

OH

OH

OH

HO

10

OH

—<--> ROESY

—— > HMBC

14-1H cosy

S2. Key 2D NMR correlations of 2 and 6-10.

igure

F



23 24

14

24

23

15

24

23
23 24

OH
HO
7o
OH
HO
o

HO
OH
0]
1
HO
OH
0]
1

OH

HO

16

OH

~--> ROESY

— > HMBC

IH-'H cosy

Figure S3. Key 2D NMR correlations of 11 and 13-16.



— HIHCOSY ——HMBC ~--> ROESY

Figure S4. Key 2D NMR correlations of 17-25.



LL9L0q
80LL07
ZL6L07
P64 01
Z2e2801
L1601
£100 L1
9010 L1
ErLL’ L
L9211
8881711
(AT AR
LSET 11
VL6C |1
EVOE’ L1
0G5E" L1
LELE 1
LBLE |7
000%" 11
L90F L

0505'L ||

L8ES L E—

16595}

90L9' L~ —
ESPo’L —_
eSS L -—
859’ o
1991 T

Irio'lL o

9e£69'L
E6LLL
golg’L

M WA,

Iy

69181
8reg'L
£958 L
ZLLE L]
9616'L
G9EE'L
LiveE L]
rLGE'L
Z5o6'L
0816'L
8€.0'Z]
00012
£0LL'Z]
LZEL'Z
900F'Z
6EZV'T]

-

)

U kﬂ@

,._T___}Lx__J

.mmmm.m._ﬂ|

riLoe

LGBSE
50209
LBl
8665'L”

moom.m¢

Figure S5. '"H NMR spectrum of 1 (pyridine-ds, 500 MHz).
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Figure S7. HSQC spectrum of 1.
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Figure S8. '"H-'H COSY spectrum of 1.

~
E— |

[c]

9.5 8.5

f1 (ppm)



i

K Figure S9. HMBC spectrum of 1.

~100

3.8

34 3.0 2.6

0.6

f1 (ppm)



Figure S10. ROESY spectrum of 1.
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Figure S11. HRESIMS spectrum of 1.

Peak List

m/z z |Abund [Formula Ton
100.1114 7040.62

121.0509 7712.63

1251122 1 |12984.43

142.1592 1 |30774.7

186.2219 1 |23846.48

2422848 1 |104219.18
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Formula Calculator Results
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Instrument Name Agilent G6230 TOF MS User Name KIE
Acq Method ESL.m Acquired Time  10/23/2017 10:45:31 AM
IRM Calibration Status === oA Method ESLm
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Figure S18. HRESIMS spectrum of 2.

Data Filename 171020ESIAG.d Sample Name  pdtl6 Peak List
Sample Type Sample Position m/z z |Abund Formula Ton
Instrument Name Agilent G6230 TOF M5 User Name KIB 121.0509 1 [12467.49
Acq Method ESL.m Acquired Time 10/23/2017 10:47:04 AM 142.1588 1 |9737.21
IRM Calibration Status _DA Method ESLm 242,284 1 [25051.61
Comment 5133551 1 |33099.68 C30 H50 Na 05 M-
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Formula Calculator Element Limits

User Spectra [ETement Min Max
Fragmentor Voltage Collision Energy Ionization Mode C 0 200
20 0 Bl H 0| 400
x104|" Scan (0.358 min) 171020E31A6.d 0] ] 10
3.5 513.3551 Na 1 1
a Formula Calculator Results
] Formula CalculatedMass Mz Diff.(mDa) Diff. (ppm) DBE
2.5 C30 H50 Na 05 513.3556 513.3551 0.5 1.0 5.5
2.
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Figure 519. 'H NMR spectrum of 3 (pyridine-ds, 500 MHz).
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Figure S21. HSQC spectrum of 3.
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Figure 522. '"H-'"H COSY spectrum of 3.
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Figure S24. ROESY spectrum of 3.
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Data Filename 190107ESIAS.d Sample Name

Sample Type Sample Position
Instrument Name Agilent G6230 TOF MS User Name
Acq Method ESI.m Acquired Time
IRM Calibration Status === oA Method
Comment

Sample Group Info.

Acquisition SW 6200 series TOF/6500 series

Version Q-TOF B.05.01 (B5125.2)

User Spectra

pdt31

KIE
1/7/2019 3:09:04 PM
ESLm

Peak List

Fragmentor Voltage Collision Energy Ionization Mode
320 0

%10 3 [* Scan (0.610 min) 190107ESIAS.d

gl 507.3084

8

m/z z [Abund Formula Ion

105.0435 6260.53

112.1882 7240.67

166.063 1 112333.17

182.0406 1 |60230.32

218.9738 9341.78

507.3084 1 |7971.67 C30 H44 Na 05 M4

523.2797 1 |10704.83

537.3184 1 |7292.68

548.3337 1 |6272.26

553.2923 1 |5397.99

Formula Calculator Element Limits

Element Min Max

C 0| 200

H ol 400

0 0 10

Na 1 1

Formula Calculator Results

Formula CalculatedMass Mz Diff.(mDa) Diff. (ppm) DBE
C30 H44 Na 05 507.3086 507.3084 0.2 5

507.30835 507.3084
Counts vs. Mass-to-Charge (m/z)

Figure §25. HRESIMS spectrum of 3.

507.30845

End OF Report
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Figure 526. '"H NMR spectrum of 4 (methanol-ds, 600 MHz).
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Figure S30. HMBC spectrum of 4 (methanol-ds).
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Figure S31. ROESY spectrum of 4 (methanol-ds).
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Figure S32. HRESIMS spectrum of 4.
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Figure S34. 3C NMR spectrum of 4 (pyridine-ds, 126 MHz).
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Figure S35. HSQC spectrum of 4 (pyridine-ds).
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Figure S36. 'H-'"H COSY spectrum of 4 (pyridine-ds).
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Figure S37. HMBC spectrum of 4 (pyridine-ds).
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Figure $39. '"H NMR spectrum of 5 (pyridine-ds, 600 MHz).
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Figure S40. *C NMR spectrum of 5 (pyridine-ds, 151 MHz).
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Figure S41. HSQC spectrum of 5.
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30 Figure S42. 'H-'H COSY spectrum of 5.
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Figure S43. HMBC spectrum of 5.
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Figure S44. ROESY spectrum of 5.
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Data Filename 1B0B27ESIALd Sample Name

Sample Type Sample Position
Instrument Name Agilent G6230 TOF MS User Name
Acq Method ESI.m Acquired Time
IRM Calibration Status EE=== o2 Method
Comment

Sample Group Info.

Acquisition SW 6200 series TOF/6500 series

Version Q-TOF B.05.01 (B5125.2)

User Spectra

pdt54b

KIB
8/28/2018 9:54:22 AM
ESL.m

Fragmentor Voltage Collision Energy Ionization Mode

200 a ESI
<10 4 [ 3can (1.076 min) 180827E31A1.d

] £13.4068
2.5
24
1.5
i
0.5

613.40665 613.4067 613.40675 613.4068 613.40685

Counts vs. Mass-to-Charge (m/z)

Figure S45. HRESIMS spectrum of 5.

Peak List

m/z z |Abund [Formula Ion
102.1278 1 |67271.03

111.1809 41545.32

112.1872 1 |204281.06

1442428 42565.64

145.2492 1 |218638.56

146.2522 1 |19284.63

152.2175 1 |23178.26

3684239 1 |23795.48

458.4712 1 |25047.8

6134068 1 |26485.34 (C35 H58 Na 07 M-
Formula Calculator Element Limits

Element Min Max

C ol 200

H 0| 400

0 3 10

Na 1 1

Formula Calculator Results

Formula CalculatedMass Mz Diff.(mDa) Diff. (ppm) DBE
C35 H58 Na O7 613.4080 613.4068 1.2 2.0

End Of Report
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Figure S46. '"H NMR spectrum of 6 (pyridine-ds, 500 MHz).
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Figure S47. 3C NMR spectrum of 6 (pyridine-ds, 126 MHz).
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Figure 548. HSQC spectrum of 6.
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Figure 549. '"H-"H COSY spectrum of 6.
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Figure S51. ROESY spectrum of 6.
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Data Filename 180828ESIA4.d Sample Name
Sample Type Sample Position
Instrument Name Agilent G6230 TOF MS User Name
Acq Method ESI.m Acquired Time
IRM Calibration Status == o2 Method
Comment

Sample Group Info.

Acquisition SW 6200 series TOF/6500 series

Version Q-TOF B.05.01 (B5125.2)

User Spectra

pdts2

KIB
8/28/2018 9:57:33 AM
ESLm

Peak List

Fragmentor Voltage Collision Energy Ionization Mode
200 1]

%10 5 |* Scan (0.643 min) 180828E31A4.d

25 759.4650
2

1.5
14

0.5

m/z z [Abund Formula Ton

27432733 1 |108594.22

318.2996 1 |104633.04

3402813 1 |47140.76

362.3255 1 |30291.13

384.3068 1 |25858.5

759.465 1 |267465.66 C41 H68 Na 011 M+

7604678 1 |114278.83 C41 HGB Na 011 M4

761.4691 1 |27402.06 C41 HG68 MaO11 [+

775438 1 |42564.01

14969424 2 |24183.79

Formula Calculator Element Limits

[Element Min Max

C ol 200

H ol 400

0 7 15

MNa 1 1

Formula Calculator Results

Formula CalculatedMass Mz Diff.(mDa) Diff. (ppm) DBE
C41 HG8 Na 011 7594659 759.46 0.9 1.2

0 T T T T
759.4649 759.46495 759.465
Counts vs. Mass-to-Charge (m/z)

Figure S52. HRESIMS spectrum of 6.

759.46505

End Of Report
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Figure S53. 'H NMR spectrum of 7 (pyridine-ds, 600 MHz).
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13C NMR spectrum of 7 (pyridine-ds, 151 MHz).
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Figure S55. HSQC spectrum of 7.
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Figure S56. 'H-'H COSY spectrum of 7.
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Figure S57. HMBC spectrum of 7.
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Figure S58. ROESY spectrum of 7.
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Peak List
m/z z |Abund Formula Ion
105.0429 1 |33201.03
112.1875 1 [32109.09
118.1227 15357.97
121.0509 187790.47
759.4656 1 |40396.77 C41 HG8 Na 011 M+
7604691 1 |18545.26 C41 HG8 Na 011 M+
922.0098 1 |81067
923.012 1 |15091.32
1495.9385 1 |16909.07
1496.9434 1 |14735.45
Formula Calculator Element Limits
emen in ax
C 0] 200
H 0] 400
0 7 15
Na 1 1
Formula Calculator Results
[Formula [CalculatedMass [Mz [Diff.(mDa) [Diff. (ppm) [DBE ]|
[c41 H68 Na O11 | 7594659  759.4656] 0.3] 04 75|

Data Filename 180905ESIAl.d Sample Name pdts5a
Sample Type Sample Position
Instrument Name Agilent G6230 TOF MS User Name KIB
Acqg Method ESL.m Acquired Time 9/5/2018 9:29:38 AM
IRM Calibration Status EE=== oA Method ESLm
Comment
Sample Group Info.
Acquisition SW 6200 series TOF/6500 series
Version Q-TOF B.05.01 {B5125.2)
User Spectra
Fragmentor Voltage Collision Energy Ionization Mode
200 0 ESI
w104 (T Scan (0.827 min) 180905E3IA1.d
759.4656

4

3

2]

1

0+ : : : ; :

759.46555 759.4656 759.46565 759.4657 759.46575

Counts vs. Mass-to-Charge (m/z)

Figure S§59. HRESIMS spectrum of 7.

End Of Report
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Figure S60. '"H NMR spectrum of 8 (pyridine-ds, 500 MHz).
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Figure S61. 3C NMR spectrum of 8 (pyridine-ds, 126 MHz).
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Peak List

Data Filename 180409ESIALd Sample Name  pdt 25 m/z z_|Abund Formula Ton
Sample Type Sample Pasition 105.04381 1 |786L.56
Instrument Name Agilent G6230 TOF MS User Name KIB 107.0607 1 |9758.46
Acq Method ESLm Acquired Time  4/9/2018 10:11:10 AM i;gﬁi - igjif
IRM Calibration Status _m Method ESLm
c t 6195291 1 |6658.52
ommen 817.47093 1 [229337 C43 H70 Na 013 M
Sample Group Info. 81847367 | 1 [11609.89  |C43 H70 Na 013 M4
Acquisition SW 6200 series TOF/6500 series 2200983 | L 182085
Version Q-TOF B.05.01 (B5125.2) 923.01244 1 |33655.16
924.01361 1 [4635.13
Formula Calculator Element Limits
Element Min Max
C i) 200
H ol 400
User Spectra ) ol 15
Fragmentor Voltage Collision Energy Ionization Mode Na 1 1
280 0 ESI Formula Calculator Results
[Formula [CalculatedMass [Mz [Diff.(mDa) [Diff. (ppm) [DBE
%10 4 |* Scan (1.042 min) 180409ESIA1.d [c43H70 Na 013 | B174714]  817.4709] 0.5] 0.6] 85|
2.54 817.47093
End OF Report
2_
1.54
1
0.5
0+ ; ; ; T 7
817.47085 817.4709 817.47095 817.471 817.47105

Counts vs. Mass-to-Charge (m/z)

Figure S66. HRESIMS spectrum of 8.
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Figure S67. '"H NMR spectrum of 9 (pyridine-ds, 500 MHz).
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Figure S68. 3C NMR spectrum of 9 (pyridine-ds, 126 MHz).
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Figure $69. HSQC spectrum of 9.
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Figure S70. '"H-"H COSY spectrum of 9.
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Data Filename

171023ESIAZ.d Sample Name pdt21

. Peak List
Sample Type Sample Position iz 7 TABund
Instrument Name Agilent G6230 TOF MS User Name KIB 112.1874 1 [10026.1
Acq Method ESI.m Acquired Time 10/23/2017 10:50:53 AM 141.0132 1 |30683.75
IRM Calibration Status B oA Method ESLm 166.0626 1 [5483.01
Comment 182.0396 1 |20365.15
218.9723 2794.6
Sample Group Info. 2894064 3495.92
Acquisition SW 6200 series TOF/6500 series 2904138 1 |5943.82
Version Q-TOF B.05.01 ({B5125.2) 406.9446 1 |2901.76
9734422 2 (4264.08
10144671 1 [2768.69
Formula Calculator Element Limits
Element Min Max
C 0l 200
User Spectra r ol =00
Fragmentor Voltage Collision Energy Ionization Mode 0 9 15
250 0 ESI Na 1 1
Formula Calculator Results
<102 | Scan (0.376 miny 171023ESIAZ.d [Formula [CalculatedM [Mz [Diff.(mDa) [Diff. (ppm) [DBE |
1.6 843.4867 |c4sH72 Na 013 | 843.4871|  843.4867| 0.4] 0.4] 95|
1.4
5] End Of Report
I
0.8
0.6
0.4
0.2
04 ; T : ] ;
843.48665 B843.4867 843.48675 843.4868 843.48685
Counts vs, Mass-te-Charge (miz)
(@]
g 1
o
Figure $73. HRESIMS spectrum of 9. o
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Figure S75. 3C NMR spectrum of 10 (pyridine-ds, 201 MHz).
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Figure S77. 'H-'H COSY spectrum of 10.
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Figure S78. HMBC spectrum of 10.
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Figure S79. ROESY spectrum of 10.
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Data Filename 180824ESIAS.d Sample Name pdt 36a Peak List
Sample Type Sample Position m/z z [Abund Formula Ton
Instrument Name Agilent G6230 TOF MS User Name KIB 112.1865 1 |57330.41
Acq Method ESLm Acquired Time  §/24/2018 2:21:16 PM 885493 L [124318 L7 H74 Na 014 M
IRM Calibration Status DA Method ESLm £864952 L 3968901 C47 7% Na 014 M
_ ’ 887.4997 1 [19585.49 C47 H74 Na 014 M+
Comment 9014633 1 [4673L.28
9024662 1 [23420.69
Sample Group Info. 947.5848 1 |506711.25
Acquisition SW 6200 series TOF/6500 saries 948.5882 1 [201532.06
Version Q-TOF B.05.01 (B5125.2) — T 5725273
950.5916 1 [20514.56
Formula Calculator Element Limits
Element Min Max
C o| 200
H 0| 400
User Spectra o 0l 20
Fragmentor Voltage Collision Energy Ionization Mode Na L 1
340 0 ESI Formula Calculator Results _ _
[Formula [CalculatedMass Mz [Diff.(mDa) [Diff. (ppm) [DBE
%105 |* Scan (1.309 min) 180824E31AS.d [c47 74 na 014 | 885.4976|  885.4930] 6] s2[  105]
1.44
885.4930 End Of Repart
1.24
i
0.8
0.6
0.4
0.2
0 ; ; T ;
885.4929 885.49295 885.453 885.49305

Counts vs. Mass-to-Charge (m/z)

Figure $80. HRESIMS spectrum of 10.
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Figure S81. 'H NMR spectrum of 11 (pyridine-ds, 800 MHz).
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$82. 3C NMR spectrum of 11 (pyridine-ds, 201 MHz).
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Figure $84. '"H-'H COSY spectrum of 11.
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Figure $86. ROESY spectrum of 11.
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Peak List

m/z z [Abund [Formula Ton

106.086 1 |5518.7

437.1971 1 |20021.2

5914976 1 |6450.84

619.5286 20222.86

620.5325 2 |8158.89

647.5596 1 |143219.98

648.5633 1 |6012.22

8204711 1 |9490.67 C44 H70 Na 013 M-

922.0098 1 |134531.05

923.0134 1 |23301.78

Formula Calculator Element Limits

[ETement Min Max

C 200

H 400

u] 10 15

Na 1 1

Formula Calculator Results

[Formula [CalculatedMass Mz [Diff.(mDa) [Diff. (ppm) [DBE
|c44 H70 na 013 | 8204714  829.4711] 0.3 04  9s

Data Filename 180409ESIA2.d Sample Name pdt 24
Sample Type Sample Position
Instrument Name Agilent G6230 TOF MS User Name KIE
Acq Method ESI.m Acquired Time  4/9/2018 10:13:33 AM
IRM Calibration Status == oA Method ESLm
Comment
Sample Group Info.
Acquisition SW 6200 series TOF/6500 series
Version Q-TOF B.05.01 (B5125.2)
User Spectra
Fragmentor Voltage Collision Energy Ionization Mode
300 0 ESI
%102 | Scan (0.843 min) 180408ESIA2.d
829.4711

8

6_

4

24

829.47095 829471 829.47105 829.4711 829.47115
Counts vs. Mass-to-Charge (m/z)

Figure S87. HRESIMS spectrum of 11.

End Of Report
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Figure 588. 'H NMR spectrum of 12 (pyridine-ds, 500 MHz).
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Figure $89. 13C NMR spectrum of 12 (pyridine-ds, 126 MHz).
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Figure S90. HSQC spectrum of 12. ) 10
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Figure §92. HMBC spectrum of 12.
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Figure S94. HRESIMS spectrum of 12.
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Figure S95. '"H NMR spectrum of 13 (pyridine-ds, 600 MHz).
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Figure S96. °C NMR spectrum of 13 (pyridine-ds,
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Figure S97. HSQC spectrum of 13.
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Figure $99. HMBC spectrum of 13.
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Data Filename 1B0824ESIA4.d Sample Name pdt 54a Peak List
Sample Type Sample Position m/z z [Abund Formula Ion
Instrument Name Agilent G6230 TOF MS User Name KIB 136.9188 104846.75
Acq Method ESLm Acquired Time  §/24/2018 2:17:49 PM 230.905 112693 .76
IRM Calibration Status _m Method ESLm 611.3898 1 [314712.94  |C35 H56 Na O7 M-
Comment 612.3924 1 [113185.77  |C35 H56 Na O7 M-+
627.3625 1 |84164.83
Sample Group Info. 687.3748 1 |88003.44
Acquisition SW 6200 series TOF/6500 series 7413473 1 (410123.28
Version Q-TOF B.05.01 (B5125.2) 7423507 T 159524 27
13297461 1 |95505.48
13307493 1 |82139.52
Formula Calculator Element Limits
Element Min Max
User Spectra C ol 200
Fragmentor Voltage Collision Energy Ionization Mode H 0| 400
260 [i] o 3 10
%105 |+ Suan (1.277 min) 180824ES1A4.d Na 1
EY Formula Calculator Results
) 511.3898 [Formula [CalculatedMass [Mz [Diff.(mDa) [DIiff. (ppm) [DBE
34 |c35 Hs6 Na 07 | 611.3924]  611.38%)| 2.6] 42| 75
254
2 End Of Report
1.5
14
0.5
£11.38965 £11.3807 611.38975 611.3898 611.38985

Counts vs. Mass-ta-Charge (m/z)

Figure S101. HRESIMS spectrum of 13.
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Figure $103. *C NMR spectrum of 14 (pyridine-ds, 151 MHz).
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Figure S104. HSQC spectrum of 14.
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Figure S106. HMBC spectrum of 14.
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Data Filename 180828ESIAS. Sample Name pdts3 Peak List
Sample Type Sample Position m/z z_|Abund [Formula Ion
Instrument Name Agilent G6230 TOF MS User Name KIB 112.1872 1 [21524.53
Acqg Method ESLm Acquired Time  §/28/2018 9:58:56 AM 145.2493 1 |27599.95
IRM Calibration Status _l:m Method ESLm 274.2731 1 |24295.63
Comment 318.2995 1 |25232.83
619.5259 1 [26303.13
Sample Group Info. 7574486 1 [40351.51 C41 H66 Na 011 M4
Acquisition SW 6200 series TOF/6500 series 1188.0319 1 |28121.41
Version Q-TOF B.05.01 (B5125.2) 11890342 1 12188037
1216.0623 1 |25862.58
1217.066 1 [21227.8
Formula Calculator Element Limits
[Element Min Max
User Spectra C ol 200
Fragmentor Voltage Collision Energy Ionization Mode H 0] 400
200 (i} ESI o 7 15
%10 & | Bcan (0.476 min) 180525E31A5.d l;lza S Rl nsl
ormula Calculator Resu
41 75741486 [Formula [CalculatedMass LB [Diff (mba) [DiT. (ppm) [OBE
3.5 [c41 He6 Na 011 | 757.4503]  757.4486] 17| 22| 85
34
2.5 End Of Repart
2_
1.5
i4
0.5
0 T T T v ;
757.4485 757.44855 757.4486 757.44865

Counts vs. Mass-to-Charge (m/z)

Figure S108. HRESIMS spectrum of 14.
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Figure S110. *C NMR spectrum of 15 (pyridine-ds, 151 MHz).
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Figure S111. HSQC spectrum of 15.
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Figure S112. 'H-'H COSY spectrum of 15.
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Figure S114. ROESY spectrum of 15.
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Data Filename 180829ESIAY.d Sample Name pdtse

Sample Type Sample Position

Instrument Name Agilent G6230 TOF MS User Name KIE

Acq Method ESI.m Acquired Time B/29/2018 1:53:43 PM
IRM Calibration Status === oA Method ESLm

Comment

Sample Group Info.

Acquisition SW 6200 series TOF /6500 series

Version Q-TOF B.05.01 (B5125.2)

User Spectra

Fragmentor Voltage Collision Energy Ionization Mode
200 1] ESI

w104 |* Scan (0.392 min) 180829ESIAT.J
3.5 757.4510
34
2.5
2
1.54
i
0.5
04

757.45005 757.451 757.45105 757.4511 757.45115
Counts vs. Mass-te-Charge (m/z)

Figure S115. HRESIMS spectrum of 15.

Peak List

m/z z |Abund [Formula Ton

107.0364 1 |14841.42

112.188 1 |21820.84

145.2501 0913B.86

1529476 8863.32

7544438 2 [10091.41

754.9467 2 [9362.35

757451 1 |35198.19 C41 HG66 Na 011 M-+

758455 1 |17220.5 C41 H66 Na 011 4

7734255 1 |9346.08

887400 1 |13063.82

Formula Calculator Element Limits

[Element Min Max

C 0 200

H o 400

o} 7 15

MNa 1 1

Formula Calculator Results

[Formula [CalculatedMass [Mz [Diff.(mDa) [Diff. (ppm) [DBE
|c41 He6 Na 011 | 757.4503]  757.4510] 0.7 o] 85

End Of Report
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Figure 5116. 'H NMR spectrum of 16 (pyridine-ds, 500 MHz).
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Figure 5118. HSQC spectrum of 16.

@
o
o
ppm)

5 100+

5 120
130
140
0 150
160
170




LY
@E @#
.
=8 ® g 2
o 8o®
8 B
o @
oo o
- gy & P
= o
o =
4.5 3.5 2.5 1.5 0.5

f1 (ppm)



N |__,

Figure $120. HMBC spectrum of 16.
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Data Filename 171020ESIA4.d Sample Name
Sample Type Sample Position
Instrument Name Agilent G6230 TOF M5 User Name
Acq Method ESI.m Acquired Time
IRM Calibration Status EE== oA Method
Comment

Sample Group Info.

Acquisition SW 6200 series TOF/6500 series

Version Q-TOF B.05.01 (B5125.2)

User Spectra

pdt4

KIB
10/23/2017 10:43:40 AM
ESLm

Fragmentor Voltage Collision Energy Ionization Mode
230 0 ESI

%10 4 |* Scan (0.652 min) 171020ES1A4.d

1.2 731.4353

1
0.8
0.6
0.4
0.2

731.43515 731.4352 73143525 731.4353
Counts vs. Mass-to-Charge (m/z)

Figure S122. HRESIMS spectrum of 16.

731.43535

HO

Peak List

m/z z |Abund Formula Ion

142.1588 6618.62

230.2478 3655.01

242 284 1 |24682.75

2432871 1 |3987.93

340.2823 1 |4079.48

384309 1 13931.27

437.2179 1 13262.22

7314353 1 ]12223.29 C39 HE64 Na 011 M-

7324388 1 |4466.36 C39 HE64 Na 011 M-

7334218 1 392116 C39 HE64 Na 011 M-

Formula Calculator Element Limits

[ETement Min Max

C o 200

H o 400

9] 7 13

Na 1 1

Formula Calculator Results

[Formula [CalculatedMass [Mz [Diff.(mDa) [Diff. (ppm) [DBE
|c39 H64 Na 011 | 7314346] 7314353 0.7] 09 75

End Of Report
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| Figure 5123. 'H NMR spectrum of 17 (pyridine-ds, 800 MHz).
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Figure S124. 3C NMR spectrum of 17 (pyridine-ds, 201 MHz).
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Figure 5125 HSQC spectrum of 17.
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Figure 5127. HMBC spectrum of 17. '.', I l(ﬂ, Weip 20
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Figure S128. ROESY spectrum of 17.
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Peak List

Data Filename 171023ESIA1.d Sample Name pdtl8
e m/z z [Abund
Sample Type Sample Position
) 1121874 1 |15398.25
Instrument Name Agilent G6230 TOF M5 User Name KIB 1782277 T 1787102
Acq Method ESL.m Acquired Time  10/23/2017 10:48:38 AM 182l2"6 n 2144Sl32
IRM Calibration Status === oA Method ESLm = :
2733796 10947.24
Comment
2743865 1 |32553.89
Sample Group Info. 287.3954 11728.15
Acquisition SW 6200 series TOF/6500 series 2884024 48627.63
Version Q-TOF B.05.01 (B5125.2) 280.4001 195593.86
2904155 1 |464535.06
2914184 1 |66284.01
Formula Calculator Element Limits
[ETement Min Max
User Spectra c ol zo00
Fragmentor Voltage Collision Energy Ionization Mode H 0| 400
260 0 0 7 13
%10 3| Scan (0.693 min) 171023ESIA1.d Na 1 1
731.4347 Formula Calculator Results
71 : Formula CalculatedMass Mz Diff.(mDa) Diff. (ppm) DBE
61 C39 HE4 Na 011 731.4346 731.4347 0.1 0.1
5_
4 End Of Report
3_
21 EE(Alt + A)
14
04

731.43465 731.4347 731.43475 731.4348 731.43485
Counts vs, Mass-to-Charge (m/z)

Figure S129. HRESIMS spectrum of 17.
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Figure S130. '"H NMR spectrum of 18 (pyridine-ds, 600 MHz).
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Figure S131. 3C NMR spectrum of 18 (pyridine-ds, 151 MHz).
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Figure $132. HSQC spectrum of 18.
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Figure 5133. 'H-'H COSY spectrum of 18.
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Figure 5134. HMBC spectrum of 18.
! n Y
g
= " oa uﬂ: lE .i“t"‘l”;lr

[] . LR |

R C 1
0 i}

"F o w

-10
-20
-30

-50
-60
-70
-80
-90
~100
~110
~120
~130
~140
~150
~160

) ';:..I i,
. PR .
g F "
; \ '
e = | i
3.5 2.0

_H70

f1 (ppm)



el
by LA
Figure 5135. ROESY spectrum of 18.
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Figure $136. HRESIMS spectrum of 18.
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Figure S137. '"H NMR spectrum of 19 (pyridine-ds, 500 MHz).
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Figure S138. *C NMR spectrum of 19 (pyridine-ds, 126 MHz).
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Figure S139. HSQC spectrum of 19.
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OH Figure S141. HMBC spectrum of 19.
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Data Filename 180824ESIAG.d Sample Name pdt46
Sample Type Sample Position
Instrument Name Agilent G6230 TOF MS User Name KIE
Acq Method ESI.m Acquired Time 8/24/2018 2:26:56 PM
IRM Calibration Status EiE=== oA Method ESLm
Comment
Sample Group Info.
Acquisition SW 6200 series TOF/6500 series
Version Q-TOF BE.05.01 (B5125.2)
User Spectra
Fragmentor Voltage Collision Energy Ionization Mode
300 0 ESI
%105 |* Scan (0.475 min) 180824E31AS.d

5/ 713.4200

4

3_

24

1

0 : : : : :

713.4199 713.41985 713.42 713.42005

Counts vs. Mass-to-Charge (m/z)

Figure $143. HRESIMS spectrum of 19.

HO

Peak List

m/z z |Abund Formula Ion

112.1867 1 |127159.51

71342 1 |525814.06 C39 H62 Na O10 M4

7144231 1 |214905.25 C39 H62 Na 010 M4

729.3914 1 [94761.45

8433773 1 |502550.69

8443808 1 |1215964.44

8453827 1 [57689.6

14038481 1 |57332.28

1533.8059 1 |88705.18

1534.8001 1 |78950.48

Formula Calculator Element Limits

Element Min Max

cC 1] 200

H o 400

9] 7 15

Na 1 1

Formula Calculator Results

[Formula [CalculatedMass [Mz [Diff.(mDa) [Diff. (ppm) [DBE
|c39 H62 Na 010 | 713.4241]  713.4200] 4.1] 5.7

End Of Report
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Figure 5144. '"H NMR spectrum of 20 (pyridine-ds, 600 MHz).
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13C NMR spectrum of 20 (pyridine-ds, 151 MHz).
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Figure S149. ROESY spectrum of 20.
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Data Filename 18082BESIAS.d Sample Name pdt47 Peak List

Sample Type Sample Position m/z z [Abund Formula Ion
Instrument Name Agilent G6230 TOF M5 User Name KIB 102.1279 1 (6225619
Acq Method ESLm Acquired Time  8/28/2018 9:56:07 AM 111.1509 17327.26
IRM Calibration Status = o Method ESLm 1121672 L [70639.46
123.0914 1 [13701.84
Comment
144.0801 1 [14600.05
Sample Group Info. 144.2429 35668.02
Acquisition SW 6200 series TOF/6500 series 145.2495 1 |173775.77
Version Q-TOF B.05.01 (B5125.2) 146.2524 1 |14833.91
152.2178 1 [24149.91
857.43 1 [13353.48 C44 HGG6 Na 015 M4
Formula Calculator Element Limits
Element [Min Max
User Spectra c 0| 200
H 0| 400
Fragmentor Voltage Collision Energy Ionization Mode 0 11 19
200 0 ESI
Na 1 1
x104|* Scan (0.842 min) 180B2EESIA3.d Formula Calculator Results
[Formula [CalculatedMass [Mz [Diff.(mDa) [Diff. (ppm) [DBE ]|
1.44 857.4300 |ca4 He6 Na 015 | 857.4200]  857.4300] 0.1 0.1l 115
1.2
14 End Of Report
0.8 ‘
0.6
0.4+ EE(AlL + A)
0.2
0 T T T T ; ;
857.4299 857.42045 857.43 857.43005
Counts vs. Mass-to-Charge (m/z)
Figure $150. HRESIMS spectrum of 20.
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Figure S151. '"H NMR spectrum of 21 (pyridine-ds, 500 MHz).
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§152. 3C NMR spectrum of 21 (pyridine-ds, 126 MHz).
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Figure S153. HSQC spectrum of 21.
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Figure S154. '"H-'H COSY spectrum of 21.
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Figure S155. HMBC spectrum of 21.
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Data Filename 1B0B29ESIAB.d Sample Name pdts1

Sample Type Sample Position

Instrument Name Agilent G6230 TOF M5 User Name KIB

Acq Method ESIm Acquired Time 8/29/2018 1:55:15 PM
IRM Calibration Status _DA Method ESLm

Comment

Sample Group Info.

Acquisition SW 6200 series TOF/6500 series

Version Q-TOF B.05.01 (B5125.2)

User Spectra

Peak List

myz z |Abund Formula Ion
103.0077 5729.59

107.037 1 |5492.39

111.1819 4861.88

112.1882 1 |26780.22

145.2506 1 [1094.01

7264201 1 [46460.01 C39 H61 N Na 010 M+
7274231 1 |20077.11 C39 H61 N Na 010 M+
7423912 2 |8471.38

7594663 1 |7527.42

856.3787 1 |5568.69

Formula Calculator Element Limits

Element Min Max

C 0] 200

H 0] 400

0 7 14

Na 1 1

N 1 1

Formula Calculator Results

Formula CalculatedMass Mz Diff.(mDa) Diff. (ppm) DBE
C39 H61 N Na 010 726.4193 726.4201 0.8 1.1

Fragmentor Voltage Collision Energy Ionization Mode
200 0
w10 4 |+ Scan (0.327 min) 180829E31A8.d
726.4201
4]
34
2]
14
0+ : ; :
726.42005 726.4201 726.42015

Counts vs. Mass-to-Charge (m/z)

Figure S157. HRESIMS spectrum of 21.
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Figure 5158. 'H NMR spectrum of 22 (pyridine-ds, 500 MHz).
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Figure S159. 3C NMR spectrum of 22 (pyridine-ds, 126 MHz).
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Figure S165. '"H NMR spectrum of 23 (pyridine-ds, 500 MHz).
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Figure 5166. *C NMR spectrum of 23 (pyridine-ds, 126 MHz).

O
o
o)
i

HO

HO

OH

B8Ltcl

eHEEL

c9'sEL

e8]

0S¥~
89'6¥ 1
L6kl

Losk”

£E0LL—

0Z°LLl~—
S8'6L1—

170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10

180

1 (ppm)



o ..M.,.__JW_J_W_J/\LALUJMJM

Figure 5167. HSQC spectrum of 23.
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Figure S170. ROESY spectrum of 23.
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Figure 5172. '"H NMR spectrum of 24 (pyridine-ds, 500 MHz).
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Figure 5173. 3C NMR spectrum of 24 (pyridine-ds, 126 MHz).
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Figure S174. HSQC spectrum of 24.
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Figure $176. HMBC spectrum of 24.
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Data Filename 190107E5IA6.d Sample Name pdt3s

Sample Type Sample Position

Instrument Name Agilent G6230 TOF MS User Name KIB

Acq Method ESIL.m Acquired Time 1/7/20193:11:02 PM
IRM Calibration Status === o2 Method ESLm

Comment

Sample Group Info.

Acquisition SW 6200 series TOF/6500 series

Version Q-TOF B.05.01 (B5125.2)

User Spectra

Peak List

Fragmentor Voltage Collision Energy Ionization Mode
320 0 ESI

%10 4 |* Scan (0.193 min) 190107ESIAG.d

655.2820
2.54

2
1.5
i
0.54
0-

m/z z |Abund Formula Ton

106.0392 1 (1241593

1225483 2 |27243.45

166.0629 1 |26196.08

182.0404 1 |7B880.84

194.0606 1 [14238.85

655.382 1 |26472.7 C36 H56 Ma 09 M+

6713535 1 |13972.36

696.4058 1 [16606.49

8263661 1 (11042.4

1287.7718 1 (11313.11

Formula Calculator Element Limits

[ETement Min Max

C 0 200

H 0| 400

0 5 12

Na 1 1

Formula Calculator Results

Formula CalculatedMass Mz Diff.(mDa) Diff. (ppm) DBE
C36 H56 Ma 09 655.3822 655.3820 0.2 0.3

655.38195 655.38205

655.382
Counts vs. Mass-to-Charge (m/z)

Figure S178. HRESIMS spectrum of 24.
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Figure S180. 3C NMR spectrum of 25 (pyridine-ds, 126 MHz).
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Figure S185. HRESIMS spectrum of 25.
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Figure S186. '"H NMR spectrum of 26 (pyridine-ds, 500 MHz).
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Figure S187. 3C NMR spectrum of 26 (pyridine-ds, 126 MHz).
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Figure $190. HMBC spectrum of 26 (pyridine-ds).
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Data Filename 190107ESIAY.d Sample Name pdt36

Sample Type Sample Position

Instrument Name Agilent G6230 TOF MS User Name KIB

Acq Method ESIm Acquired Time 1/7/2019 3:12:16 PM
IRM Calibration Status === oA Method ESLm

Comment

Sample Group Info.

Acquisition SW 6200 series TOF/6500 series

Version Q-TOF B.05.01 (B5125.2)

User Spectra

Peak List

Fragmentor Voltage Collision Energy Ionization Mode
320 1] ESI

%10 4 |+ 3can (0.310 min) 180107ESIA7.d
8+ 713.3871

HE(Alt + A)

m/z z |Abund [Formula Ion

122.5492 2 |70062.16

141.0137 49665.91

182.0401 1 |B5748.97

7133871 1 |73789.83 C38 H58 Na O11 M-

729.3569 1 [105981.48

730.36 1 |43108.97

922.0098 1 |129708.32

1403.7801 1 |37441.74

14197523 1 |36564.46

1420.7547 1 |32141.41

Formula Calculator Element Limits

[ETement Min Max

C o 200

H 0 400

o0 7 15

Na 1 1

Formula Calculator Results

[Formula [CalculatedMass [Mz [Diff.(mDa) [Diff. (ppm) [DBE
|c38 H58 Na 011 | 713.3877]  713.3871] 0.6] 0.8 9.5

713.38705 713.3871 713.38715
Counts vs. Mass-to-Charge (m/z)

Figure S192. HRESIMS spectrum of 26.
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Figure S194. 3C NMR spectrum of 26 (methanol-ds, 126 MHz).
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Figure S197. HMBC spectrum of 26 (methanol-ds).
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