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S1. '"H NMR (400 MHz, CD3;0D) spectrum of the new compound 1.

E11
exp2 stdih

SAMPLE
date Aug 27 2008
solvent €D30D
b

dfrq
dn

DEC. & VT
400.047
H1

ile exp dpwr 30
ACQUISITION dof 0
sfrq 400.046 dm nnn
tn H1 dmm c
at 3.765 dmf 200
np 32210 dseq
sw 4278.1 dres 1.0
fb not used homo n
bs temp 25.0
tpwr 54 PROCESSING
pw 8.0 wtfile
di 1.000 proc ft
tof -249.8 fn not used
nt 16 math f
ct 16
aloc werr
gain not used wexp
wbs
it n wnt
in n
dp y
hs nn
DISPLAY
sp -384.6
wp 4277.8
vs 35
sC 0
we 250
hzmm 6.86
is 500.00
rfl 384.9
rfp 0
th 21
ins 1.000 -
nm ph ©
©
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S1-1. Expanded '"H NMR (400 MHz, CD;0D) spectrum of the new compound 1.

E11

Pulse Sequence: s2pul
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S2. *C NMR (100 MHz, CD30D) spectrum of the new compound 1.

E11
exp5 stdi3c
SAMPLE DEC. & VT
date Aug 28 2008 dfrg 400.048
solvent €D30D dn H1
file exp dpwr a1
ACQUISITION dof 900.9
B 100.602 dm yyy
tn €13  dmm W
at 0.873 dmf 10900
np 42932 dseq il B
sw 24630.5 dres 1.0 re e
b not used homo n L
bs 4 temp 25.0 ST T
tpwr 53 PROCESSING s )
pw - . e
d1 2.000 wtfile
tof 887.5 proc ft
nt 2500 fn not used
ct 2280 math f
alock
gain not used werr react(’wait”
wexp autolist( hl’~
il n ,7C13%)
in n  wbs
dp y wnt
nn
DISPLAY
sp -86
wp 22201.9
vs
sC
we 25
hzmm 88.81 ]
s 7.8
rfl 6717.6
rfp 4944,
th 1
ins 1.000 (=
nm ph w w
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S2-1. Expanded >*C NMR (100 MHz, CD;0D) spectrum of the new compound 1.

E11

Pulse Sequence: s2pul
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S3. HSQC spectrum (400 MHz, CD3;0OD) of the

E11
exp4 gHSQC

new compound 1.

SAMPLE FLAGS ACQUISITION ARRAYS
date Aug 28 2008 n array phase
solvent CD30D  sspul y arraydim 256
sample undefined PFGflg y

ACQUISITION hsgivl 4608 i phase
3728.0 SPECIAL 1 1
at 0.138 temp 0 2 2
np 1024 gain 60
fb not used spin
sS 32 GRADIENTS
d1 1.000 gziv 4608
nt gt1 0.002000
2D ACQUISITION gzIvl3 2312
swl 17101.3 gt3 0.001000
ni gstab 0.000500
phase arrayed F2 PROCESSING F1 o]
TRANSMITTER af 0.064 ( ppm—l
n gfs not used o
sfrq 400.046 fn 1024 . ]
tof -364.1 F1 PROCESSING 4
tpwr 54 gf1 0.014 o
10.000 gfsl not used 4
DECOUPLER proct 1 20 |
n 3 2048 =]
dof ~1974.5 DISPLAY g |
dm nny sp -214.3 4
dmm ccg wp 8715.7 |
dmf 17084 spi ~860.6 .
dpwr 45 wpl 17084.6 1
pwxivl 56 rfl 221.6 40
pwx 15.000 rfp 0 3
HSQC rflt 7787.0 3
REzaL THOTO—TTTT 2 3
nullfig PLOT |
mult 2 we 160.0 4
sC ]
we2 130.0 60 |
sc2 0 ]
vs 273 = E
th -
ai ph |
80—
100
120
4
4 4
160-t=

F2 (ppm)




S4. HMBC spectrum (400 MHz, CD3;OD) of the new compound 1.

Eil
Pulse Sequence: gHMBC
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S5. '"H NMR (400 MHz, DMSO-dg) spectrum of the new compound 1.

Newl
i -
by -
exp2 stdlh w
o~
SAMPLE DEC NT L
date May 12 2009 dfrq 400.047 ~
solvent DMSO  dn H1
ile exp dpwr 30
ACQUISITION dof 0
sfrq 400.048 dm nnn
tn H1  dmm c
at 3.769 dmf 200
np 48152 dseq
sw 6387.7 dres 1.0
fb not used homo n
bs a mp 25.0
tpwr 54 PRGCESSING
W 8.0 wtfile
d1 1.000 proc ft
tof 799.7 fn not used
nt 64 math L |
ct 64
alock werr
ain not used wexp
whs
il n wnt
in n
dp ¥
hs nn
DISPLAY
sp -388.
wp 6387.5
vs 4714
sc
we 250
hzmm 4.26
is 500.00
rfl 383.6
rfp 0 |
th 58
ins 1.000
nm ph
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S6. '*C NMR (100 MHz, DMSO-d) spectrum of the new compound 1.

New1
exp5 stdl3c
SAMPLE DEC. & VT
date May 15 2009 dfrgq 400.047
solvent MSO dn H1
file exp dpwr a1
ACQUISITION dof 167.5
sfrg 100.602 dm vyy
tn C13  dmm w
at 0.871 dmf 10900 m—o
np 43120 dseq N>
sw 24752.5 dres 1.0 bl ek
fb not used homo n soo
bs 4 temp 25.0 Sheie
tpwr 53 PROCESSING |
pw 9.5 1b . E
d1l 2.000 wtfile
tof 1313.4 proc ft
nt 100000 fn not used
ct 80092 math f
alock n
gain not used werr
GS wexp
il n  whs
in n wnt
dp
hs
DISPLAY
sp -1613.2
wp 24751.7
vs 18953
sc 0
we 250
hzmm 6.63
s 39.97
rfl 5588.3
rfp 3974.4
th 54
ins 1.000
ai ph
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S7. HMBC spectrum (400 MHz, DMSO-ds) of the new compound 1.

Newl |
Pulse Sequence: gHMBC
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S8. HRFABMS spectrum of the new compound 1.

[ Mass Spectrum 1]

Data : FAB-M5-J431 Date : 23-Sep-188 17:48
Sample: E11RI1B

Note : m-NBA

Inlet : Direct TIon Mode : FAB+
Spectrum Type : Narmal Ion [MF-Linear]

RT : 2.28 min Scan# : (1,3)

BP : ms/z 154.0008 Int. @ 13.92 =
Qutput m7z range : 10.02022 to 328.6271 Cut Level : B2.8@ %
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Data : FAB-MS-J392 Date @ 19=Bep-108 13:32

Sample: E11R16
Note : m-NBA

Inlet : Direct Ion Mode : FAB+
RT : 3.21 min Scan#: (270,280)

Elements : C 100/0, H 100/0, © 10/0
Mags Tolerance
Unsaturation (U.S.) : 0.0 - 100.0

Observed m/z Int%  Err[ppm / mmu] U.5. Composition
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S9. 'H NMR (400 MHz, CD30D) spectrum of the new compound 2.

E22S5LC1-1
©
expl stdih E o
SAMPLE DEC. & VT o5
date Jan 21 2009 dfrg 400.048 = L
solvent cD30D  dn H1 @
file exp dpwr 30 )
ACQUISITION dof 980.9 L
sfrq 400.047 dm nnn ~B
tn H1  dmm c
at 3.742 dmf 200
np 32974 dseq
sw 4406.3 dres 1.0
fb not used homo n
bs a4 temp 25
tpwr 54 PROCESSING
pw 8.0 wtfile
d1 1.000 proc ft
tof -200.4 fn not used
nt 16 math f
ct 16
alock n werr
gain not used wexp
FLAGS wbs
il n wnt
in n 3
dp y @
hs nn o
DISPLAY
sp -399.6
wp 4406.1
vs 57
sc 0
we 250
hzmm 2.99
561.65
rfl 399.8
rfp 0
th 15
ins 1.000
nm ph
! \
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S10. *C NMR (100 MHz, CD;0D) spectrum of the new compound 2.

E2285LC1-1
exp997 stdi3c
SAMPLE DEC. & VT
date Feb 13 2009 dfrqg 400.047
solvent €D30D dn H1
file exp  dpwr a1
ACQUISITION dof 167.5
sfrq 100.602 dm yyy
tn C13  dmm W
at 0.869 dmf 10800
np 43932 dseq
sw 25276.5 dres 1.0
fb not used homo n
bs 4 temp 25.0
tpwr 53 PROCESSING
pw 2.00
dl 2.000 wtfile
tof 1527.2 proc ft
nt 70000 fn not used
ct 70000 math f
alock n
gain not used werr
FLAGS wexp
i1 n  wbs
in n wnt
dp y
hs
DISPLAY
sp -1456.1
wp 23182.9
vs 6726
sc 0
wC 250
hzmm 82.73
is 0.00
rfl 6400.9
rfp 4944.1
th
ins 100.000
ai ph
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S11. HSQC spectrum (400 MHz, CD3;0D) of the new compound 2.

E2285LC1-1 | l

Pulse Sequence: gHSQC
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S12. HMBC spectrum (400 MHz, CD3;OD) of the new compound 2.
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S13. HREIMS spectrum of the new compound 2.

File: 4272 Date Run: 02-18-2009 Time Run: 1
Sample: E22S5LCI-1
Instrument: JEOL JMS600 Ionization mode: EI+
Inlet: Direct Probe
Scan: 86 R.T.: 4:16.1
Base: m/z 268; 75.6%FS TIC: 3051268
100+ 268
80~
60
40|
1 239
20~
1 107 147
il 134 162 75 223 251
1 77 121 ‘
. .615 N "l”l"" >|’n.‘917[“} T \.![ 4.“|‘1ALLLI‘ gl ‘l"!"' ln i 'Il"?'Tl ,‘24}:1_ I el [ — ;
60 80 100 120 140 160 180 200 220 240 260 280 300 m/z
File: 4273 Date Run: 02-18-2009 Time Run:
Sample: E22S5LC1-1
Instrument: JEOL IMS600 lonization mode: EI+
Inlet: Direct Probe
Scan: 22 RT.:0:14.9
Base: m/z 268; 26.1%FS TIC: 1575909
Selected Isotopes : C o H, 1100, 1 Error Limit : 20 ppm
Measured Mass % Base Formula Calculated Mass Error
268.0738 100.0% CicHy, 04 268.0735 -1.0
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S14. '"H NMR (400 MHz, CD30D) spectrum of the new compound 3.

E22S6L4

exp2 stdlh

SAMPLE DEC vT
date Feb 10 2008 dfr 400.047
solvent CD30D dn H1
file exp dpwr 30
ACQUISITION dof 0
sfrq 400.047 dm nnn
tn H1  dmm c
at 3.743 dmf 200
np 32982 dseq
sw 4406.3 dres 1.0
fb not used homo n
bs 4 temp 25
tpwr 54 PROCESSING
pw 8.0 wtfile
dl 1.000 proc Tt
tof =-200.3 fn not used
nt 16 math f
ct 16
alock n werr
gain not used wexp
FLAG: wbs
n wnt
in n
dp y
hs nn
DISPLAY
-399.8
wp 4406.1
vs 217
sc 0
we 250
hzmm 17.62
is 1333.01
rfl 399.9
rfp 0
th 18
ins 1.000
nm ph
[
AL S i A ——rT T T T — T
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¥ W B
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17

—3.310

,3.314

3.306

0.000




S15. '*C NMR (100 MHz, CD30D) spectrum of the new

compound 3.

E2286L4
exp5 stdl3c
SAMPLE DEC. & VT
date Feb 27 2009 dfrg 400.047
solvent cD30D  dn H1
file ex dpwr a1
ACQUISITION dof 167.5
sf 100.601 dm yyy
tn C13  dmm w
at 0.867 dmf 10900 o N
np 42084 dseq BN3
sw 24271.8 dres 1.0 S
b not used homo n Lo®
bs emp 25.0
tpwr 3 PROCESSING J
pw 9.5 2.00 s
dl 2.000 wtfile i
tof 638.5 proc ft |
nt 50000 fn not used
t 50000 math f
alock
gain not used werr
wexp
11 n  wbs
in n wnt
dp y
hs nn
DISPLAY
sp -1852.5
wp 24271.1
vs 12235
sC 0
we 250
hzmm 97.08
S 0.08
rfl 1853.3
rfp
th
ins 100.000
ai ph
‘ ‘
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S16. Expanded *C NMR (100 MHz, CD3;0D) spectrum of the new compound 3.

E2286L4

Pulse Sequence: s2pul
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S17. HSQC spectrum (400 MHz, CD3;0D) of the new

i S

compound 3.

E2286L4
exp4 gHSQC
SAMPLE FLAGS ACQUISITION ARRAYS
date Mar 2 2009 hs n array phase
solvent CD30D sspul y arraydim 256
sample undefined PFGflg y
ACQUISITION hsgivl 4608 i phase
sw 4406.3 SPECTAL 1 1
at 0.232  temp P50 2 2
np 2048 gain 60
b not used spin 0
ss GRADIENTS
d1 1.000 gzlvll 4608
nt 48 gtl 0.002000
2D ACQUISITION gzlvis 2312
swi 17101.3 gt3 0.001000
ni 128 gstab 0.000500 |
phase arrayed F2 PROCESSING F1 ]
TRANSMITTER gf 0.107 m)
tn 1 gfs not used (pp 1
sfrg 400.047 fn 2048 1
tof -200.3 F1 PROCESSING 10 |
tpwr 54 gfl 0.014 1
10.000 gfs1 not used ]
DECOUPLER procl 1p 1
n c13 2048 20
dof -1974.5 DISPLAY ]
dm nny P -352.3 9
dmm ccg  wp 3782.3 30
dmf 17094 spi -728.6
dpwr 45 wpl 15464.7 1
pwx1v1 56 rfl 99.6 ]
pwx 15.000 rfp 0 40
rfil 14287.4 |
Jlxh 140.0 rfpl 13408.5
1151 es
mult 2 wc 160.0 7 50|
sC -
wc2 130.0 |
sc2
vs 238 bl
th Z ]
ai ph
704
80
90 |
1
120
1304
- 1
1464
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S18. HMBC spectrum (400 MHz, CD3;OD) of the new compound 3.

E2286L4

Pulse Sequence: gHMBC
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S19. HREIMS spectrum of the new compound 3.

File: 4302

Sample: E22SUL4

Instrument: JEOL JMS600
Inlet: Direct Probe

Scan: 49

Base: m/z210; 10.5%FS TIC: 360859

File: 4303
Sample: E22SUL4

Instrument: JEOL JMS600

Inlet: Direct Probe

Scan: 129

Base: m/z 238, 26.6%FS TIC: 4001921

Selected Isotopes :
Measured Mass

238.0630

Date Run: 03-04-2009 Time Run:
Ionization mode: EI+
RT.: 2:25.1
100+ 210
80
238
60+
40
1 145
20+
: & 152 181
10 21
{55 ‘ 73 8993 |D 11]"‘ 256 284
L] | I L , | l
b I e B S A me LA A e B e e o e e
60 80 100 120 140 160 180 200 220 240 260 280 300 m/iz
Date Run: 03-04-2009 Time Run: |
ITonization mode: EI+
R.T.: 2:09.4
Co.50H0.10090-10 Error Limit : 20 ppm
% Base Formula Calculated Mass Error
100.0% C15H1003 238.0630 -0.1
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Table 1. 'H and 'C NMR Spectroscopic Data for (E)-4’-Demethyl-6-

methyleucomin (1), Anemarcoumarin A (2), and Anemarchalconyn (3)

1¢ 20 3
position Sc, mult. du, (J in Hz) 5c, mult. Sy, (J in Hz) dc, mult. ou, (J in Hz)
1 178.5, qC

2 68.6, CH, 5.27,d (1.6) 164.3, qC 87.2, qC

3 128.9, qC 126.2, qC 95.7, qC

4 186.6, qC 141.7,CH  7.45,s

4a 103.4, qC 113.8, qC

5 163.5, qC 130.1, CH  7.32,d (8.4)

6 105.7, qC 114.5, CH 6.75, dd

(8.4, 2.0)

7 166.3, qC 162.3, qC

8 95.1, CH 5.88, s 103.1, CH 6.68, d (2.0)

8a 161.6, qC 156.2, qC

1’ 127.2, qC 130.6, qC 130.3, qC

2 133.6, CH  7.23,d (8.4) 131.3,CH  7.10, d (8.8) 133.2,CH  8.07, d (8.8)
3’ 116.9, CH 6.87,d (8.4) 116.5, CH 6.73, d (8.8) 116.6, CH 6.90, d (8.8)
4’ 160.7, qC 157.3, qC 165.2, qC

5' 116.9, CH 6.87,d (8.4) 116.5, CH 6.73, d (8.8) 116.6, CH 6.90, d (8.8)
6' 133.6, CH  7.23,d (8.4) 131.3,CH  7.10, d (8.8) 133.2,CH  8.07, d (8.8)
7' 137.9, CH 7.72, s 36.5, CH, 3.69, s

1" 111.5, qC

2" 136.3, CH 7.55,d (8.8)
3" 117.1, CH 6.85, d (8.8)
4" 161.8, qC

5" 117.1, CH  6.85, d (8.8)
6" 136.3, CH  7.55,d (8.8)

CH,-6 7.1, CH;  1.95,s

“ Spectrum recorded at 'H (400 MHz) and >’C NMR (100 MHz) in CD;0D.

23



