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Figure A-1 'H-NMR spectrum of barakol obtained in CDCl; (Compound 1)
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Figure A-2 "TH-NMR spectrum of anhydrobarakol chloride obtained in CD;0D (Compound 3)
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Figure A-3 >C-NMR spectrum of anhydrobarakol chloride obtained in CD30D (Compound 3)
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Figure A-4 '"H-NMR spectrum of 5-acetonyl-7-hydroxy-2-methyl chromone obtained in CDCl3/DMSO-ds (9:1) (Compound 27)
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Figure A-5 “C-NMR spectrum of 5-acetonyl-7-hydroxy-2-methyl chromone obtained in CDCl3/DMSO-ds (9:1) (Compound 27)
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Figure A-6 'H-NMR spectrum of cassiarin A hydrochloride obtained in CD;0D (Compound 4a)
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Figure A-7 *C-NMR spectrum of cassiarin A hydrochloride obtained in CD30D (Compound 4a)
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Figure A-8 HSQC spectrum of cassiarin A hydrochloride obtained in CD3;0D (Compound 4a)
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Figure A-9 HMBC spectrum of cassiarin A hydrochloride obtained in CD30D (Compound 4a)
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Figure A-10 'H-NMR spectrum of cassiarin A obtained in DMSO-ds (Compound 4)
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Figure A-11 *C-NMR spectrum of cassiarin A obtained in DMSO-ds (Compound 4)

€S



6
f1 (ppm)

Figure A-12 '"H-NMR spectrum of N-4-methoxy-4-oxobutyl cassiarin A chloride obtained in D,O/DMSO-ds (9.5:0.5) (Compound 5a)
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Figure A-13 "C-NMR spectrum of N-4-methoxy-4-oxobutyl cassiarin A chloride obtained in DO/DMSO-dj (9.5:0.5) (Compound 5a)
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Figure A-14 HSQC spectrum of N-4-methoxy-4-oxobutyl cassiarin A chloride obtained in D,O/DMSO-dj (9.5:0.5) (Compound 5a)
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Figure A-15 HMBC spectrum of N-4-methoxy-4-oxobutyl cassiarin A chloride obtained in D,O/DMSO-ds (9.5:0.5) (Compound 5a)
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Figure A-16 '"H-NMR spectrum of cassairin B obtained in CD30D (Compound 5)
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Figure A-17 BC-NMR spectrum of cassairin B obtained in CD30D (Compound 5)

6S



il

|

L]

Labl e

I

I

-100

110

=120

~130

140

~150

9 - ccamctine
- >
e - s
s o
<o
-
==
-
T T T T T L T L T T T T T T e T T o T T T T T T
9.0 8.5 8.0 7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 A5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -0.5 -1.0

f2 (ppm)

Figure A-18 HSQC spectrum of cassairin B obtained in CD;0D (Compound 5)
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Figure A-20 'H-NMR spectrum of N-butyl cassiarin A chloride obtained in CD;0D (Compound 28a)
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Figure A-21 BC-NMR spectrum of N-butyl cassiarin A chloride obtained in CD;0D (Compound 28a)
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Figure A-23 HMBC spectrum of N-butyl cassiarin A chloride obtained in DMSO-ds (Compound 28a)
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Figure A-24 "H-NMR spectrum of N-cyclohexyl cassiarin A chloride obtained in CD;0D/CDCl; (1:4) (Compound 29a)
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Figure A-25 BC-NMR spectrum of N-cyclohexyl cassiarin A chloride obtained in CD3;0D/CDCl; (1:4) (Compound 29a)
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Figure A-26 HSQC NMR spectrum of N-cyclohexyl cassiarin A chloride obtained in CD3;0D/CDCl; (1:4) (Compound 29a)

f1 (ppm)

89



i ]

® @ 8
Ty 2 ]
8o 0% € 9
T e
2 ] ]
8 e
¢

20

40

- 60

80

{100

120

140

- 160

- 180

[~ 200

T ¥ T ¥ T T ¥ T T T & T & T T ¥ T T T
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5
2 (ppm)

2.0

T
1.5

T
1.0

T
0.5

0.0

SR

-0.5

-1.0

It 220

f1 (ppm)

Figure A-27 HMBC NMR spectrum of N-cyclohexyl cassiarin A chloride obtained in CD;0D/CDCl; (1:4) (Compound 29a)
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Figure A-28 'H-NMR spectrum of N-phenyl cassiarin A chloride obtained in CD30D (Compound 30a)
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Figure A-29 C-NMR spectrum of N-phenyl cassiarin A chloride obtained in CD3;0D (Compound 30a)
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Figure A-30 HSQC spectrum of N-phenyl cassiarin A chloride obtained in CD30D (Compound 30a)
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Figure A-31 HMBC spectrum of N-phenyl cassiarin A chloride obtained in CD3;0D (Compound 30a)
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Figure A-32 'H-NMR spectrum of N-benzyl cassiarin A chloride obtained in CD3;0D (Compound 31a)
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Figure A-33 *C-NMR spectrum of N-benzyl cassiarin A chloride obtained in CD30D (Compound 31a)
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Figure A-34 HSQC spectrum of N-benzyl cassiarin A chloride obtained in CD30D (Compound 31a)
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Figure A-35 HMBC spectrum of N-benzyl cassiarin A chloride obtained in CD30D (Compound 31a)
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Figure A-36 'H-NMR spectrum of N-butyl cassiarin B (Compound 28b)
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Figure A-37 ?C-NMR spectrum of N-butyl cassiarin B (Compound 28b)
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Figure A-38 HSQC spectrum of N-butyl cassiarin B (Compound 28b)
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Figure A-39 HMBC spectrum of N-butyl cassiarin B (Compound 28b)
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Figure A-40 'H-NMR spectrum of N-cyclohexyl cassiarin B (Compound 29b)
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Figure A-41 BC-NMR spectrum of N-cyclohexyl cassiarin B (Compound 29b)
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Figure A-43 HMBC spectrum of N-cyclohexyl cassiarin B (Compound 29b)
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Figure A-44 "H-NMR spectrum of N-phenyl cassiarin B (Compound 30b)
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Figure A-45 *C-NMR spectrum of N-phenyl cassiarin B (Compound 30b)
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Figure A-46 HSQC spectrum of N-phenyl cassiarin B (Compound 30b)
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Figure A-47 HMBC spectrum of N-phenyl cassiarin B (Compound 30b)
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Figure A-48 "H-NMR spectrum of N-benzyl cassiarin B (Compound 31b)
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Figure A-49 >*C-NMR spectrum of N-benzyl cassiarin B (Compound 31b)
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Figure A-51 HMBC spectrum of N-benzyl cassiarin B (Compound 31b)
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Figure B-1 Mass spectrum of cassiarin A hydrochloride (Compound 4a)

S6



High resulution

02-Jul-2008 13:59:59

Cassiarin+ 7 (0.066) TOF MS ES+
5% 214.0870 6.24e3
100
222.0225
Sample : C13H11NO2 +H = 214.0868
STD : C10H7NO3S + H = 222.0225
Yor] 213.0842
] 215.1000
212.0820 223.0371
214.3125 y 2222637
213.3155 ; o507
(214.,7147 . Zmpose S1RE810 218.6197 219.7887.220.1126 221~|9199 . esls
T T T T T
212 213 214 215 216 217 218 219 220 221 222 223

Figure B-2 Mass spectrum of cassiarin A (Compound 4)
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Figure B-3 Mass spectrum of N-4-methoxy-4-oxobutyl cassiarin A chloride (Compound 5a)
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Figure B-4 Mass spectrum of cassairin B (Compound 5)
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Acquisition Parameter Set Corrector Fill 47V
Source Type ESI lon Polarity Positive Set Pulsar Pull 394V
Scan Range n/a Capillary Exit 140.0V Set Pulsar Push 394V
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Figure B-5 Mass spectrum of N-butyl cassiarin A chloride (Compound 28a)
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Figure B-6 Mass spectrum of N-cyclohexyl cassiarin A chloride (Compound 29a)
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Figure B-7 Mass spectrum of N-phenyl cassiarin A chloride (Compound 30a)
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Acquisition Parameter Set Corrector Fill 47V

Source Type ESI lon Polarity Positive Set Pulsar Pull 394V
Scan Range n/a Capillary Exit 160.0V Set PulsarPush 394V
Scan Begin 50 m/z Hexapole RF 200.0V Set Reflector 1300V
Scan End 2000 m/z Skimmer 1 60.0V Set Flight Tube 9000 V
Hexapole 1 230V Set Detector TOF 2150V
Intens. - +MS, 0.3-0.4min #(27-29)
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Figure B-8 Mass spectrum of N-benzyl cassiarin A chloride (Compound 31a)
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Acquisition Parameter

Set Corrector Fill 47V

Source Type ESI lon Polarity Positive Set Pulsar Pull 394V
Scan Range n/a Capillary Exit 1400V Set Pulsar Push 394V
Scan Begin 50 m/z Hexapole RF 1500V Set Reflector 1300V
Scan End 3000 m/z Skimmer 1 300V Set Flight Tube 9000V
Hexapole 1 230V Set Detector TOF 2150 V
Intens. o +MS, 0.4-0.5min #(29-30)
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Figure B-9 Mass spectrum of N-butyl cassiarin B (Compound 28b)
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Acquisition Parameter

Set Corrector Fill 47V
Source Type ESI lon Polarity Positive Set Pulsar Pull 394V
Scan Range n/a Capillary Exit 1400V Set Pulsar Push 394V
Scan Begin 50 m/z Hexapole RF 2500V Set Reflector 1300V
Scan End 3000 m/z 400V Set Flight Tube 9000 V
Hexapole 1 23.0V Set Detector TOF 2150V
Intens. ] o +MS, 0.3-0.3min #(17-18)
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Figure B-10 Mass spectrum of N-cyclohexyl cassiarin B (Compound 29b)
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Acquisition Parameter

Set Corrector Fill 47V

Source Type ESI lon Polarity Positive Set Pulsar Pull 394V
Scan Range n/a Capillary Exit 150.0V Set Pulsar Push 394V
Scan Begin 50 m/z Hexapole RF 2000V Set Reflector 1300V
Scan End 3000 m/z Skimmer 1 400V Set Flight Tube 9000 vV
Hexapole 1 230V Set Detector TOF 2150 V
Intens, | = +MS, 0.8-0.8min #(53-54)
x106 s
3] S
' )}
1 N
2
i
0“'l""l""I""I""l"“l'“‘l""l"1'l""l
100 200 300 400 500 600 700 800 900 m/z

Figure B-11 Mass spectrum of N-phenyl cassiarin B (Compound 30b)

S0l



Acquisition Parameter Set Corrector Fill 47V
Source Type ESI lon Polarity Positive Set Pulsar Pull 394V
Scan Range n/a Capillary Exit 160.0 V Set Pulsar Push 394V
Scan Begin 50 m/z Hexapole RF 2000V Set Reflector 1300V
Scan End 2000 m/z Skimmer 1 600V Set Flight Tube 9000 vV
Hexapole 1 . 23.0V Set Detector TOF 2150V
Intens. 0 +MS, 1.4-1.4min #(114-116)
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Figure B-12 Mass spectrum of N-benzyl cassiarin B (Compound 31b)
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