Supplementary Materials

Figure S1. "H-NMR spectrum of compound 1.
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Figure S2. 3C-NMR spectrum of compound 1.
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Figure S3. DEPT spectrum of compound 1.
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Figure S4. COSY spectrum of compound 1.
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Figure S5. HSQC spectrum of compound 1.
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Figure S7. NOESY spectrum of compound 1.
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Figure S8. ESI-MS spectrum of compound 1.
Scan 186 from e:\szj\2-2-10-2-1-2\2-2-10-2-1-2.xms
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Spectrum from e:\szj\2-2-10-2-1-2\2-2-10-2-1-2.xms
Scan No: 186, Time: 3.347 minutes
3 points averaged. Background corrected.
Comment: 3.347 min. Scans: 183-187 100.0:1500.0>(-) RIC: 1.135e+8
Pair Count: 8 MW: 0 Formula: None
CAS No: None Acquired Range: 100.0 - 1500.0 m/z
Method Description: ESI
Scan 1 Channel Description: 100.0:1500.0> ESI|;CID 175.0;Det 1100;W 1 Q1
Scan 2 Channel Description: 100.0:1500.0>(-) ESI;CID -165.0;Det 1100;W
Scan Information: cp= 0.1 mTorr
Precursor Mass Range: 100.0 - 1500.0 m/z
Ion Int Norm Ion Int Norm Ion Int Norm
| 163.1 1.317e+6 90 | 917.3 1.460e+7 999 | 953 .3 2.695e+6 184 |
| 311.0 1.118e+6 77 | 918 .4 7.76le+6 531 | 954 .6 1.265e+6 87 |
| 339.3 904857 62 | 919.5 2.523e+6 173 |

(-) ESI
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Figure S8. Cont.
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Figure S9. HR-ESI-MS spectrum of compound 1.

Generic Display Report
Analysis Info Acquisition Date  10/14/2013 8:38:07 AM
Analysis Name  D:\Data\MS\data\201310\shenzhenxianhu_CYL-2-2-10-2-1-2_pos.d
Jethod POS_100-2000_Dirrect Infusion.m Operator SCSIO
sample Name  SCSIO Instrument maxXis
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Figure S9. Cont.

Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date ~ 10/14/2013 8:38:07 AM
Analysis Name  D:\Data\MS\data\201310\shenzhenxianhu_CYL-2-2-10-2-1-2_pos.d

Method POS_100-2000_Dirrect Infusion.m Operator SCSIC

Sample Name  SCSIO Instrument / Ser# maXis 29
Comment

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Not active Set Capillary 4500 vV Set Dry Heater 180 °C
Scan Begin 100 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 /min
Scan End 2000 m/z Set Collision Cell RF 2000.0 Vpp Set Divert Valve Waste
Intens. +MS, 0.2-0.6min #(12-34)|
x105
2.04
941.4727
1.54
1.04
0.54
927.4565 936.5165 |
0.0 r r by bt : ;
900 910 920 930 940 950 miz
Meas. m/z # Formula Score miz err[mDa] err[ppm] mSigma rdb e Conf N-Rule
9194814 1 C45H75019 100.00 919.4897 -1.7 -1.8 567.3 85 even ok
9414727 1 C45H74NaO19 100.00 9414717 -1.0 -11 1215 85 even ok
Bruker Compass DataAnalysis 4.0 printed: 10/14/2013 9:02:58 AM Page 1 of 1

Figure S10. IR spectrum of compound 1.
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Figure S11. "TH-NMR spectrum of compound 2.
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Figure S12. 3*C-NMR spectrum of compound 2.
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Figure S13. DEPT spectrum of compound 2.
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Figure S14. COSY spectrum of compound 2.
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Figure S15. HSQC spectrum of compound 2.
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Figure S16. HMBC spectrum of compound 2.
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Figure S17. NOESY spectrum of compound 2.
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Figure S18. ESI-MS spectrum of compound 2.

Scan 267 from e:\szj\1-2-5-1-1\1-2-5-1-1.xm s
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Spectrum from e:\szj\1-2-5-1-1\1-2-5-1-1.xms

Scan No: 267, Time: 4.808 minutes

3 points averaged. Background corrected.

Comment: 4.808 min. Scans:265-269 100.0:1500.0> RIC: 1.411e+8
Pair Count: 14 MW :0 Formula: None

CAS No: None Acquired Range: 100.0 - 1500.0 m/z

Method Description: ESI
Scan 1 Channel Description: 100.0:1500.0> ESI;CID 175.0;Det 1150;W 1 Q1
Scan 2 Channel Description: 100.0:1500.0>(-) ESI;CID -140.0;Det 1150;W
Scan Information: cp= 0.1 mTorr
Precursor Mass Range: 100.0 - 1500.0 m/z

Ion Int Norm Ion Int Norm Ion
| 101.9 1.514e+6 133 | 318 .3 1.580e+6 139 | 438 .4
| 106.0 3.794e+6 333 | 330.4 1.191e+6 105 | 647 .4
| 274 .3 2.498e+6 219 | 413.3 8.340e+6 732 | 648 .5
| 301.2 1.524e+6 134 | 414.4 1.506e+6 132 | 649.5
| 302.3 3.353e+6 294 | 437.3 4.605e+6 404 |

(+) ESI

Int Norm

.450e+6 127 |
.138e+7 999 |
.645e+6 496 |
.40le+6 123 |

S10



Figure S18. Cont.

Scan 146 from e:\szj\1-2-5-1-1\1-2-5-1-1.xm s
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Spectrum from e:\szj\1-2-5-1-1\1-2-5-1-1.xm s
Scan No: 146, Time: 2.613 minutes
3 points averaged. Background corrected.

Comment: 2.

613 min. Scans: 143-147 100.0:1500.0>(-) RIC:2.227e+8

Pair Count: 18 MW :0 Formula: None
CAS No: None Acquired Range: 100.0 - 1500.0 m/z

Method Description: ESI
Scan 1 Channel Description: 100.0:1500.0> ESI;CID 175.0;Det 1150;W 1 Q1
Scan 2 Channel Description: 100.0:1500.0>(-) ESI;CID -140.0;Det 1150;W
Scan Information: cp= 0.1 mTorr
Precursor Mass Range: 100.0 - 1500.0 m/z

Ion
| 115.
| 128.
| 162.
| 226.
| 254.
| 264 .

Voo ®oo

Int Norm Ion Int Norm Ion Int Norm
1.058e+6 104 | 283 .1 8.052e+6 792 | 623 .4 1.016e+7 999 |
1.676e+6 165 | 284 .2 1.703e+6 167 | 624 .4 4.158e+6 409 |
5.032e+6 495 | 292.8 1.648e+6 162 | 659 .4 3.819e+6 375 |
1.425e+6 140 | 311.1 1.348e+6 133 | 661 .2 2.008e+6 197 |
8.642e+6 850 | 339.0 3.706e+6 364 | 669 .3 5.506e+6 541 |
3.382e+6 333 | 351.2 1.024e+6 101 | 670 .4 1.711le+6 168 |

(-) ESI

Figure S19. HR-ESI-MS spectrum of compound 2.

Generic Display Report

Acquisition Date

Analysis Info 10/14/2013 8:31:04 AM

Analysis Name
Method
Sample Name
Comment

D:\Data\MS\data\201310\shenzhenxianhu_CYL-1-2-5-1-1_pos.d
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Figure S19. Cont.

Mass Spectrum SmartFormula Report

Analysis Info

Acquisition Date  10/14/2013 8:31:04 AM
Analysis Name  D:\Data\MS\data\201310\shenzhenxianhu_CYL-1-2-5-1-1_pos.d

Method POS_100-2000_Dirrect Infusion.m Operator SCSIO
Sample Name SCSIO Instrument / Ser# maXis 29
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Not active Set Capillary 4500 V Set Dry Heater 180 °C
Scan Begin 100 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 2000 m/z Set Collision Cell RF 2000.0 Vpp Set Divert Valve Waste
Intens. +MS, 0.2-0.5min #(12-27),
x105]
201 earare2
1.5
1.01
1271.7639,
0.54
783.3512
Ll 702.8636 | ssss38t 974.8135 11107887 1057288 |
0.0 1 i - I " i h : i b s
600 700 800 900 1000 1100

1200 miz
Meas. m/iz # Formula

Score m/z err[mDa] err[ppm] mSigma rdb e Conf N-Rule
6473762 1 C34HS56NaO10 100.00 647.3766 0.4 06 12 65 even ok
1271.7639 1 C68H112NaO20 100.00 1271.7639 0.0 0.0 96.3 125 even ok
Bruker Compass DataAnalysis 4.0 printed: 10/14/2013 8:56:46 AM Page 1 of 1

Figure S20. IR spectrum of compound 2.
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Figure S21. '"H-NMR spectrum of compound 3.

1H CD30D CYL-1-2-5-1-2

€CL0~—
98L0—

1960
pL60—>

8IE'T
879l
6S9'T

86L'T
0sI'C
6STT
89TC
$8TT

67T
6S€'T
£9¢°T
¥8¢'C
88¢'T

SPST
96T
gol'e
0ITe
LTTe
69T
pLTE
08Tt
¥8T'¢

66€°¢
1y'e
8I¥'e
oer'e

178 —
€rSE \
css's

€65°€

£09°

6L9°€
069°€
wLe
bILE
8zL'€
€EL'€
s
L98°€
1L8°€

168°¢
S68°¢
oy
LSTY
6LL'Y

_

0.0 ppm

0.5

T

1.0
&
o

1.5

T

|

B

o)

:

b3
=
=1

Figure S22. 3C-NMR spectrum of compound 3.

C13 CD30D CYL-1-2-5-1-2

L' IST—

L6'TIC—

TN T T

T T T
110

130

140

170

0 ppm

90 80 70 60 50 40 30 20 10

100

120

150

160

200 190 180

210



S14

Figure S23. DEPT spectrum of compound 3.
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Figure S24. COSY spectrum of compound 3.
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Figure S25. HSQC spectrum of compound 3.
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Figure S26. HMBC spectrum of compound 3.
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Figure S27. NOESY spectrum of compound 3.
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Figure S28. ESI-MS spectrum of compound 3.
Scan 301 from e:\szj\1-2-5-1-2\1-2-5-1-2.xms
1-2-5-1-2.xms
615.3 4
413.2
61[6.4
106.1 -1
Bof 4 378
25;0 560 7%0 1050 12150 1550”\/2

Spectrum from e:\szj\1-2-5-1-2\1-2-5-1-2.xm s

Scan No: 301, Time: 5.427 minutes

No averaging. Background corrected.

Comment: 5427 min. Scan:301 100.0:1500.0> RIC:6.624e+7
Pair Count: 9 MW:0 Formula: None

CAS No: None Acquired Range: 100.0 - 1500.0 m/z

Method Description: ESI
Scan 1 Channel Description: 100.0:1500.0> ESI;CID 175.0;Det 1100;W 1 Q1
Scan 2 Channel Description: 100.0:1500.0>(-) ESI;CID -120.0;Det 1100;W
Scan Information: cp= 0.1 mTorr
Precursor Mass Range: 100.0 - 1500.0 m/z

Ion Int Norm Ion Int Norm Ion Int Norm
| 106.1 1.573e+6 219 | 356 .3 798325 111 | 437 .3 1.171e+6 163 |
| 302.4 942496 132 | 413 .2 4.066e+6 567 | 615.3 7.160e+6 999 |
| 330.2 850787 119 | 414.3 1.125e+6 157 | 616 .4 1.993e+6 278 |

(+) ESI



Figure S28. Cont.

Scan 306 from e:\szj\1-2-5-1-2\1-2-5-1-2.xm s
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Spectrum from e:\szj\1-2-5-1-2\1-2-5-1-2.xm s
Scan No: 306, Time: 5.518 minutes
3 points averaged. Background corrected.
Comment: 5.518 min. Scans:303-307 100.0:1500.0>(-) RIC: 1.179e+8
Pair Count: 19 MW :0 Formula: None
CAS No: None Acquired Range: 100.0 - 1500.0 m/z
Method Description: ESI
Scan 1 Channel Description: 100.0:1500.0> ESI;CID 175.0;Det 1100;W Q1
Scan 2 Channel Description: 100.0:1500.0>(-) ESI;CID -120.0;Det 1100;W
Scan Information: cp= 0.1 mTorr
Precursor Mass Range: 100.0 - 1500.0 m/z
Ion Int Norm Ion Int Norm Ion Int Norm
| 149.1 839841 160 | 256.1 677556 129 | 627.3 1.916e+6 365 |
| 160.5 1.424e+6 272 | 282.9 1.687e+6 322 | 628.3 609348 116 |
| 162.5 1.172e+6 224 | 339.2 2.468e+6 471 | 637.2 1.466e+6 279 |
| 164.7 543761 104 | 591.3 5.240e+6 999 | 638 .4 655153 125 |
| 204 .9 1.826e+6 348 | 592.3 2.447e+6 466 | 681.2 1.188e+6 227 |
| 219.0 2.378e+6 453 | 593 .4 652343 124 | 1183.5 698558 133 |
| 254.9 3.431e+6 654 |
.
Figure S29. HR-ESI-MS spectrum of compound 3.
Generic Display Report
Analysis Info Acquisition Date  10/14/2013 8:33:54 AM
Analysis Name  D:\Data\MS\data\201310\shenzhenxianhu_CYL-1-2-5-1-2_pos.d
Method POS_100-2000_Dirrect Infusion.m Operator sCsIO
Sample Name  SCSIO Instrument maXis
Comment
Intens. +MS, 0.2-0.5min #(10-32)|
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593.3691
4
3
431.3160
2
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400 600 800 1000 1200 1400 1600 1800 miz
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00 1 . ol . I T N N A Iy
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Bruker Compass DataAnalysis 4.0 printed: 10/14/2013 9:00:34 AM Page 1 of 1
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Figure S29. Cont.

Mass Spectrum SmartFormula Report

Acquisition Date  10/14/2013 8:33:54 AM

Analysis Info
Analysis Name  D:\Data\MS\data\201310\shenzhenxianhu_CYL-1-2-5-1-2_pos.d
Method POS_100-2000_Dirrect Infusion.m Operator SCSIO
Sample Name SCSIO Instrument / Ser# maXis 29
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Not active Set Capillary 4500 V Set Dry Heater 180 °C
Scan Begin 100 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 2000 m/z Set Collision Cell RF 2000.0 Vpp Set Divert Valve Waste
Intens. | +MS, 0.2-0.5min #(10-32)
x109]
5]
593.3691
4]
3]
615.3510
2]
1]
ol 584.5614 L, ‘ 605.3161 ewo.fzg§o | 619 ‘52‘77‘
580 585 530 535 600 605 610 615 620 625 iz
Meas. m/iz # Formula Score miz err[mDa] err[ppm] mSigma rdb e  Conf N-Rule
5933691 1 C33HS5309 100.00 593.3684 07 -1.1 254 75 even ok
6153510 1 C33HS52NaO9 100.00 615.3504 07 -1.1 239 75 even ok
Bruker Compass DataAnalysis 4.0 printed: 10/14/2013 8:59:50 AM Page 1 of 1

Figure S30. IR spectrum of compound 3.
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Figure S31. '"H-NMR spectrum of compound 4.
Figure S32. ’*C-NMR spectrum of compound 4.
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Figure S33. DEPT spectrum of compound 4.
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Figure S34. COSY spectrum of compound 4.
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Figure S35. HSQC spectrum of compound 4.
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Figure S36. HMBC spectrum of compound 4.
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Figure S37. NOESY spectrum of compound 4.
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Figure S38. ESI-MS spectrum of compound 4.
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Figure S38. Cont.
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Figure S39. HR-ESI-MS spectrum of compound 4.
Mass Spectrum SmartFormula Report
Analysis Info Acquisition Date 12/23/2013 9:52:52 AM
Analysis Name D:AD: 01312\sher 1_J60_pos.d
Method POS_100-2000_Dirrect Infusion.m Operator SCSIO
Sample Name SCSIO Instrument / Ser# maXis 29
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.8 Bar
Focus Not active Set Capillary 4800 V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 V Set Dry Gas 4.0 fmin
Scan End 1500 miz Set Collision Cell RF 2000.0 Vpp Set Divert Valve Waste
Intens. | +MS, 0.1-0.4min #(5-24)|
x104
3
631.3450
2]
627.3761
B 6093627
637.3050
607.3471 | 621.30% ‘ ‘ ‘ | | 644, ‘3995
il h . I L .
%o 605 610 615 620 625 630 635 640 miz
Meas. miz # Formula Score miz err[mDa] err[ppm] mSigma rdb e Conf N-Rule
6093627 1 C33H53010 100.00  609.3633 0.7 14 191 75 even ok
6313450 1 C33H52Na010 100.00 631.3453 03 0.4 262 75 even ok

Bruker Compass DataAnalysis 4.0 printed: 12/23/2013 4:57:45 PM Page 10of 1
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Figure S40. IR spectrum of compound 4.
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Figure S41. '"H-NMR spectrum of compound 5.
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Figure S42. 3C-NMR spectrum of compound 5.
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Figure S43. DEPT spectrum of compound 5.
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Figure S44. COSY spectrum of compound 5.
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Figure S45. HSQC spectrum of compound 5.
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Figure S46.

ESI-MS spectrum of compound 5.
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Scan No: 250, Time: 4.505 minutes
5 points averaged. Background corrected.
Comment: 4.505 min. Scans:245-253 100.0:1500.0>(-) RIC:2.285e+8
Pair Count: 24 MW : 0 Formula: None
CAS No: None Acquired Range: 100.0 - 1500.0 m/z
Method Description: ESI
Scan 1 Channel Description: 100.0:1500.0> ESI;CID 175.0;Det 1100;W1 Q1
Scan 2 Channel Description: 100.0:1500.0>(-) ESI;CID -165.0;Det 1100;W
Scan Information: cp= 0.1 mTorr
Precursor Mass Range: 100.0 - 1500.0 m/z
Ion Int Norm Ion Int Norm Ion Int Norm
| 100.7 964382 56 | 325.0 916719 54 | 919.5 3.446e+6 202 |
| 119.1 1.06le+6 62 | 339.1 6.775e+6 396 | 920 .7 1.135e+6 66 |
| 148.8 1.108e+6 65 | 340.2 1.145e+6 67 | 939.2 1.278e+6 75 |
| 162.8 1.543e+7 903 | 903.3 5.736e+6 335 | 953 .3 3.824e+6 224 |
| 163.9 2.884e+6 169 | 904 .4 2.750e+6 161 | 954 .4 2.766e+6 162 |
| 226.9 1.022e+6 60 | 905 .4 894434 52 | 955 .4 2.078e+6 122 |
| 254.9 3.699e+6 216 | 917 .4 1.708e+7 999 | 956 .3 1.176e+6 69 |
| 283.0 2.731e+6 160 | 918 .4 9.534e+6 558 | 963 .3 1.230e+6 72 |

1H MeOD CYL-2-2-11-5-7

Figure S47.

"H-NMR spectrum of compound 6.
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Figure S48. >*C-NMR spectrum of compound 6.
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Figure S49. DEPT spectrum of compound 6.
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Figure S50. HSQC spectrum of compound 6.
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Figure S51. HMBC spectrum of compound 6.
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Figure S52. ESI-MS spectrum of compound 6.
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Figure S53. 'H-NMR spectrum of compound 7.
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Figure S54. 3C-NMR spectrum of compound 7.
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Figure S55. DEPT spectrum of compound 7.
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Figure S56. HSQC spectrum of compound 7.
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