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General experimental procedures
All the mps were obtained on an X-4 micromelting apparatus and were uncorrected. Optical rotations were
determined with a Perkin-Elmer 241 polarimeter. IR spectra were recorded on a Bio-Rad FTS-135 spectrometer
with a KBr disk. UV spectra were determined by Shimadzu UV2401PC. The 'H and “C NMR spectra were
recorded on a Bruker DRX-500 spectrometer, while 2D NMR spectra were recorded on Avance III 600
spectrometer. EIMS/ESIMS and HREIMS/HRESIMS spectra were measured with a Finnigan MAT 90 instrument
and VG Auto Spec-3000 spectrometer, respectively. Preparative HPLC was performed on an Agilent column (i.d.
21.2 x 150 mm, XDB-C18, Agilent, USA), developed with CH;0H: H,O or CH3;CN:H,O (flow rate: 25.0 mL/min,
detection: UV 230 nm) at 25 °C. Column chromatography was performed on silica gel (90-150 um; Qingdao
Marine Chemical Inc.), MCI gel (CHP20P, 75-150 um, Mitsubishi Chemical Industries Ltd.), C18 reversed-phase
silica gel (20-45um; Merck, Darmstadt, Germany), and Sephadex LH-20 (40-70 um; Amersham Pharmacia Biotech
AB, Uppsala, Sweden). TLC plates were precoated with silica gel GF,s4 and HF»s4 (Qingdao Haiyang Chemical
Plant, Qingdao, People’s Republic of China).
Plant material

The twigs and leaves of Dysoxylum hainanense were collected in Xishuangbanna, Yunnan Province, People’s
Republic of China, and were identified by Prof. Xun Gong of Kunming Institute of Botany, Chinese Academy of
Sciences. Voucher specimen (No. H20090901) was deposited in State Key Laboratory of Phytochemistry and Plant
Resources in West China, Kunming Institute of Botany, Chinese Academy of Sciences, Kunming, China.
Extraction and isolation

The powder of air-dried twigs and leaves of D. hainanense (24.0 kg) was extracted with 95% acetone (35 L x

3) under reflux. The extracts were combined and then suspended in water, which was extracted with petroleum
ether (PE, 10 L x3) and EtOAc (10 L x 3) respectively. The EtOAc extracts (450 g) were subjected to silica gel
column chromatograph (dimension of the column: 20 cm; length: 50 cm), eluted with petroleum ether: Acetone
[100: 0 (15 Lx3), 80: 20 (15Lx3), 60: 40 (25 Lx3), 40: 60 (25 Lx3), 20: 80 (15 Lx3), 0: 100 (15 Lx3)], yielding
nine fractions Fr,-Fro. Frs (20.0 g) was eluted with CH;0H: H,O [50: 50 (4 L), 70: 30 (10 L), 85: 15 (4 L), 100: 0
(5 L), flow rate: 20 ml/min] in MCI (dimension of the column:5 cm; length: 45 cm) and then in RP18 [dimension
of the column: 5 cm; length: 45 cm, mobile phase: CH;0H: H,O (40: 60 (6 L), 50: 50 (8L), 60: 40 (10 L), 70: 30
(10 L), 75:25(5L), 85: 15 (4 L), 100: 0 (8 L)], to obtain five fractions A;-As, fraction A; (2.0 g) was subjected by
Sephadex LH-20 (dimension of column: 2 cm; length: 150 cm) with the solvent of MeOH (1.0 L) to yield four
fractions B1-By, B; (430 mg) subjected by silica gel column (dimension: 3.5 cm; length: 30 cm) eluted with CHCl;:

MeOH (100:1, 3 L) to afford 2 (18 mg); As (2.5 g) was subjected to Sephadex LH-20 (dimension of column: 2 cm;



length: 150 cm) eluted with MeOH (1.0 L) to get three fractions C;-C;, C; (1.5 g) was eluted by silica gel column
(dimension: 3 c¢m; length: 30 cm) with chloroform: acetone (11:1, 3 L) and give rise to seven fractions D;- D7, Dy
(70 mg) was subjected by silica gel column (dimension: 1.5 cm; length: 16 cm) with chloroform: acetone (100:4,
1.5 L) and obtained 4 (2.9 mg), respectively, Ds (40 mg) and D¢ (60 mg) were subjected by HPLC eluted with
70 % and 60% MeOH, afford 3 (17 mg, retention time: 8.5 min) and 1 (1.5 mg, retention time: 21.0 min),
respectively. Fry (29.8 g) was subjected by CH;OH: H,O [50: 50 (4 L), 70: 30 (10 L), 85: 15 (4 L), 100: 0 (5 L),
flow rate: 20 ml/min] in MCI (dimension of column:5 cm; length: 45 c¢cm) and then in RP18 [dimension of
column:5 cm; length: 45 ¢cm, mobile phase: CH;0H: H,O (40: 60 (6 L), 50: 50 (8L), 60: 40 (10 L), 70: 30 (10 L),
75: 25 (5 L), 85: 15 (4 L), 100: 0 (8 L)], to afford seven fractions Ei- E;, E; (1.8 g) was eluted with MeOH in
Sephadex LH-20 (dimension of column: 2 ¢cm; length: 150 cm) with the solvent of MeOH (1.0 L) to afford F; —Fs,
Fs (800 mg) was subjected by RP18 [dimension of column:1 cm; length: 45 cm, mobile phase: CH;0H: H,0O (40 :
60(2L),50:50(2L),60:40((31L),70:30(3L),75:25((31L),85:15(2L), 100 :0 (3 L)], three fractions were
obtained as G;-G;. G; (290 mg) was subjected by chloroform: acetone (45:1, 1.0 L) in silica gel column
(dimension: 3 c¢m, length 20 cm) to afford two fractions H;, H,, and then H, (50 mg) was eluted by silica gel
column (dimension: 1 cm, length 8 cm) with chloroform: acetone (100:1, 0.3 L) and obtained 6 (11 mg). E; (1.1g)
was subjected with Sephadex LH-20 (dimension: 2 cm; length: 150 cm) with the solvent of MeOH (1.0 L) to afford
two fractions [; and I, I, (800 mg) was subjected by silica gel column (dimension: 4 cm, length 20 cm) with
chloroform: acetone (35:1, 2.0 L) to afford J; and J,. J, (50 mg) was finally subjected by HPLC with 50% of

acetonitrile (retention time: 8.0 min), 17.0 mg of 5 was obtained.

Purity of compounds

Purity of compounds 1-13: >95% (based on their 'H-NMR spectra)
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Fig. 1S "H NMR spectra of 1
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Fig. 2S *C NMR spectra of 1
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Fig. 3S HSQC spectra of 1
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Fig. 4S HMBC spectra of 1
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Fig. 5S COSY spectra of 1
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Fig. 6S ROESY spectra of 1
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Fig. 7S HRMS spectra of 1
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Fig. 8S IR spectra of 1
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Fig. 9S Optical rotation spectra of 1

Optical rotation measurement

Model : P-1020 (A060460638)

No. Sample Mode Data Monitor Temp. Date Light Cycle Time
Blank Celi Comment Filter Integ Time
Temp Point  Sample Name Operalor
No.1 Sp.Rot -17.8330 -0.0107 e Fri Jan 14 10:39:37 2011 Na 2 sec
0.0000 50.00 0.00120g/mICHCI3 589nm 10 sec
Cell HLD31 ‘\\
No.2 18 (2/3) Sp.Rot -19.5000 -0.0117 1147 Fri Jan 14 10:39:50 2011 Na 2sec —/ w « v
0.0000 50.00 0.00120g/mICHCI3 589nm 10 sec
Cell HLD31
No.3 18 (3/3} Sp.Rot -15.3330 -0.0092 i i B Fri Jan 14 10:40:04 2011 Na 2'sec
0.0000 50.00 0.00120g/mICHCI3 589nm 10 sec
Cell HLD31
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Fig. 10S "H NMR spectra of 2
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Fig. 11S *C NMR spectra of 2
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Fig. 12S HSQC spectra of 2
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Fig. 13S HMBC spectra of 2
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Fig. 14S COSY spectra of 2
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Fig. 15S ROESY spectra of 2
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Fig. 16S HRMS spectra of 2
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q. Date: Friday, October 22, 2010 Acq. Time: 18:49

Sample Name: 101022ESIA hld10

, counts

Intensil

+TOF MS: 0.200 to 0.883 min from Sample 2 (101022ESIA hld10) of 101022ESIA hid10.wiff
a=3.55913749663947750e-004, 10=7.96575916585934460e+001
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Fig. 17S IR spectra of 2
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Fig. 18S Optical rotation spectra of 2

Qptical rotation measurement

Model : P-1020 (A080460638)

No. Sample Mode Data Monitor Temp. Date Light Cycle Time
Blank Cell Comment Filter integ Time
Temp Point  Sample Name Operator T
No.1 11 (1/3) Sp.Rot 62.4620 0.1015 17.3 Tue Nov 02 14:14:03 2010 Na 2 sec
0.0000 50.00 0.00325g/mICHCI3 589nm 10 sec
Cell HLD10 g
No2 1123  SpRot 619690 01007  17.3 Tue Nov 02 14:14:16 2010 Na 2sec  + m D :ﬂu%
0.0000 50.00 0.00325g/mICHCI3 589nm 10 sec
Cell HLD10
No.3 11 (3/3) Sp.Rot 62.0310 0.1008 ¥ Tue Nov 02 14:14:30 2010 Na 2 sec
0.0000 50.00 0.00325g/mICHCI3 589nm 10 sec
Cell HLD10
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Fig. 19S "H NMR spectra of 3
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Fig. 20S *C NMR spectra of 3
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Fig. 21S HSQC spectra of 3
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Fig. 22S HMBC spectra of 3
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Fig. 23S COSY spectra of 3
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Fig. 24S HRMS spectra of 3

Acq. Date: Thursday, January 13, 2011 Acg. Time

Sample Name: 110113ES8IA h1ld33

10:46

+TOF MS: 2.267 to 4.984 min from 110113ESIA hld33.wiff
a=3.55968036463189580e-004, t0=8.22542224488133800e+001

6093807
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Intensity, counts
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Fig. 25S IR spectra of 3

pHILZLOLL : Jawosn)

Z : Buyyou

: uonisinboy |

T juswingsu|
JG 966¢€ - |22 66¢ . oBuey Aousnbai4 ‘

- lo4'pspig 8jgnoQ

E

¥ : uonnjosay

biuyos |

gy cen

Jziosua]

9} : sueog a|dwesg |

£EPIY : 9|dwes

1102/}0/1Z : Uo painsea |

L-LUD JBqUINUSABAA

000¢

00s€

000€

00s¢

00GL

000}

00S

Transmittance [%]
20as a3t 35 40 4

3826.21

3440.83 —

2344.20

1736.03 —

1463.43 —
1377.90 —
1298.44 —
1233.75 _52BR82 —on =

1179.73
AWMEPT e

1072.97 —
1028.08 —

980 ah

_3828.88 —
SL2EoA e

237519 —

30



Fig. 26S Optical rotation spectra of 3

Optical rotation measurement

Mode! : P-1020 (A060460638)

No. Sample Mode Data Monitor Temp. Date Light Cycle Time
Blank Cell Comment Filter Integ Time
Temp Point  Sample Name Operator
No.1 15 (1/3} Sp.Rot 24.6250 0.0197 114 i Jan 14 10:19:00 2011 Na 2 sec
0.0000 50.00 0.00160g/mICHCI3 58anm 10 sec
Cell HLD33 '
No2 15(2/3) Sp.Rot 24,5000 0.0196 11.4 Fri Jan 14 \_ox_.mx_m.mo._._ Na 2 sec +bh. \ \\\\
0.0000 50.00 0.00160g/mICHCI3 583nm 10 sec
Cell HLD33
No.3 15(3/3) Sp.Rot 23,3750 0.0187 11.4 Fri Jan 14 10:18:26 2011 Na 2 sec
0.0000 50.00 0.00160g/mICHCI3 589nm 10 sec
Cell HLD33
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Fig. 27S "H NMR spectra of 4

" E.
: 7768
| E——— / Top

- T N—— 7087
A B IRY
L5 5
L5 54
o L5307
o 15327
L5270
5187
T
4160
4149
4128
4054
4047
L3038
L3908
L3 Bl
L7174
L3153
L3037
2014
2940
7 876
2 T
2 720
2 657
7§37
2 341
7797
7 280
1534
1570
1533
1,429
1.4
1303
1490
1405
1008
IRE]
041
0402
0890
=3 ™ nan
0836
0762
0744
. 0776
== fruﬁn?
0598
. 0589
0570

32

fwdd) 13
0%

o't

=R



Fig.

(2] |y

28S *C NMR spectra of 4
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Fig. 29S HSQC spectra of 4
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Fig. 30S HMBC spectra of 4
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Fig. 31S COSY spectra of 4
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Fig. 32S COSY spectra of 4
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Fig. 33S HRMS spectra of 4

Acg. Date: Wednesday, December 01, 2010

Sample Name:

Acq. Time: 16:27
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Fig. 34S IR spectra of 4
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Optical rotation measurement

Model! : P-1020 (A050460638)

40

Fig. 35S Optical rotation spectra of 4

No. Sample Mode Data Monitor Temp Date Light Cycle Time
Biank Cell Comment Filter Integ Time
Temp Point  S8ample Name Operator
No.1 12 (1/3) Sp.Rot -24.2500 -0.0097 111 FriJan 14 10:04:39 2011 Na 2 sec
0.0000 50.00 0.00080g/mICHCI3 588nm 10 sec
Cell HLD386
No2  12(2/3) Sp.Rot -14.7500  -0.0059 114 Fri Jan 14 10:04:52 2011 Na 2 sec
0.0000 50.00 0.00080g/mICHCI3 583nm 10 sec
G HLD36
Ne3 12(3/3) Sp.Rot -17.0000 -0.0068 11.1 Fri Jan 14 10:05:06 2011 Na 2 sec
0.0000 50.00 0.00080g/mICHCI3 589nm 10 sec
Cell HLD36
No.4 13 (1/3) Sp.Rot -17.5000 -0.0070 11:2 Fri Jan 14 10:06:12 2011 Na 2 sec 3 ;w nm.
0.0000  50.00 0.00080g/mICHCI3 s6onm  10sec — /& &2
Cell HLD36
Nes 13 (2/3) Sp.Rot -23.7500 -0.0095 S Fri Jan 14 10:06:26 2011 Na 2sec
0.0000 50.00 0.00080g/mICHCI3 589nm 10 sec 9
Cell HLD36
No6 13 (3/3) Sp Rot -16.25600  -0.0065 112 Fri Jan 14 10:06:39 2011 Na 2 sec
0.0000 50.00 0.00080g/mICHCI3 589nm 10 sec
Cell HLD36
No.7 14 (1/3) Sp.Rot -14.7500 -0.0059 112 Fri Jan 14 10:07:14 2011 Na 2 sec
0.0000 50.00 0.00080g/mICHCI3 589nm 10 sec
Cell HLD36
No.8 14 (2/3) Sp.Rot -20.5000 -0.0082 11.2 Fri Jan 14 10:07:27 2011 Na 2sec
0.0000 50.00 0.00080g/mICHCI3 588nm 10 sec ¥
Cell HLD36
No.9 14 (3/3) Sp.Rot -20.7500  -0.0083 112 Fri Jan 14 10:07:40 2011 Na 2 sec
0.0000 50.00 0.00080g/mICHCI3 589nm 10 sec
Cell HLD36




Fig. 36S "H NMR spectra of 5
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Fig. 37S *C NMR spectra of 5
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Fig. 38S HSQC spectra of 5
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Fig. 39S HMBC spectra of 5
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Fig. 40S COSY spectra of 5
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Fig. 41S HRMS spectra of 5

-iemental Composition Report

Single Mass Analysis (displaying only valid results)
Tolerance = 10.0 mDa / DBE: min = 0.5, max = 40.0
Selected filters: None

Monoisotopic Mass, Odd and Even Electron lons

32 formula(e) evaluated with 1 results within limits (up to 51 closest results for each mass)
Elements Used:

C:0-200 H:0-400 0:2-6

hld19 KIB
12:42:23 05-Aug-2010 M100805EA-01AFAMM 27 (2.478)
Voltage El+ 5303594
1y # |
|
%
Rt ey LR S ISR o s AR
529.90 530.00 530.10 530.20 530.30 530.40 530.50 530.60 530.70
Minimum:
Maximu 0.0 110.0
mDa PPM DEE F=FTP Formula
i T 2.5 8.0 «5 €32 H50 08

Page 1

Autospec Premier
P776
101

530.80
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Fig. 428 IR spectra of 5
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Fig. 43S Optical rotation spectra of 5

Optical rotation measurement

Mode! : P-1020 (A060460638)

No. Sample Mode Data Monitor Temp Date Cycle Time
Blank Cell Comment Integ Time
Temp Point  Sample Name Operator
No.T 9(1/3) Sp.Rot -35.4620 -0.0461 171 Tue Nov 02 13:57:14 2010 Na 2sec
0.0000 50.00 0.002680g/mICHCI3 589nm 10 sec
Cell HLD19
Ne2 9(2/3) Sp.Rot 34.7690  -0.0452 171 Tue Nov 02 13:57:27 2010 Na 2sec -3
0.0000 50.00 0.00260g/mICHCI3 586nm  10sec
Cell HLD19
9 (3/3) Sp.Rat -33.9230 -0.0441 i i Tue Nov 02 13:57:41 2010 Na 2 sec
! 0.0000 50.00 0.00260g/mICHCI3 589nm 10 sec

Cell HLD19
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Fig. 44S "H NMR spectra of 6
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Fig. 45S *C NMR spectra of 6
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Fig. 46S HSQC spectra of 6
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Fig. 47S HMBC spectra of 6
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Fig. 48S COSY spectra of 6
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Fig. 49S HRMS spectra of 6

Elemental Composition Report Page 1

Single Mass Analysis (displaying only valid results)
Tolerance = 10.0 mDa / DBE: min= 0.5 max = 40.0
Selected filters: None

Monoisotopic Mass, Odd and Even Electron lons

25 formula(e) evaluated with 1 results within limits (up to 51 closest results for each mass)
Elements Used:

C:0-200 H:0-400 O0:0-3

hid16 KIB Autospec Premier
15:59:54 21-Jun-2010 M100621EA-O1AFAMM 22 (2.020) P776
Voltage EI+ 456.3616 126
IVve
%
457.3561
455.3409 458.3571
0 T T e T T T - miz
455.00 45525 455.50 45575 456.00 456.25 456.50 456.75 457.00 457.25 457.50 457.75 458.00 458.25 458.50 458.75

Minimum: 0.3
Maximum: 10.0 10.0 40.0
Mass Calc. Mass mDa PPM DBE i-FIT Formula
456.3616 456.3603 A 2.8 7.0 0.1 c30 H48 O3
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Fig. 50S IR spectra of 6
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rotation measurement

- P-1020 (ADBO4B0638)

Fig. 518 Optical rotation spectra of 6
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Fig. 528 Selected COSY correlations and HMBC correlations of 1-6
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