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1. General

The NMR spectra were recorded on a Bruker Avance Il (500 MHz) spectrometer. Chemical shifts
are given in parts per million () downfield from tetramethylsilane as the internal standard.
Deuterochloroform was used as a solvent, unless otherwise stated. Mass spectral data were recorded
using Agilent MSD TOF spectrometer coupled with Agilent 1200 HPLC or Agilent Technologies
5975C MS coupled with Agilent Technologies 6890N GC. IR spectra were recorded on a IR Termo
Scientific NICOLET iS10 (4950) spectrometer. Flash chromatography employed silica gel 60 (230-400
mesh) while thin layer chromatography was carried out using alumina plates with 0.25 mm silica layer
(Kieselgel 60 F2s4, Merck). Compounds were visualized by staining with potassium permanganate
solution. The solvents were purified by distillation before use. Melting points were not corrected.



2. Synthetic procedures
2.1. General procedure for the t-BuOK promoted N-allyl to N-vinyl double bond migration

A mixture of allyl indoles (0.1 mmol), and t-BuOK (0.45 mmol, 4.5 eq) in DMSO (3.0 mL) was
stirred at r.t. The reaction was monitored by t.I.c. and when completed (1-3 h) Et,O (30 mL) was added
and the mixture washed with H>O (3 x 5 mL). The combined etheral layers were then dried (Na2SOa)
and the solid separated by filtration. The filtrate was evaporated under reduced pressure and the oily
residue was purified by column chromatography (SiO-, petroleum ether/ether) to afford the product.

2.2. General procedure for the NaH promoted N-allyl to N-vinyl double bond migration

A mixture of allyl indoles (0.38 mmol), and NaH (1.72 mmol, 4.5 eq) in DMSO (11.5 mL) was
stirred at r.t. The reaction was monitored by t.l.c. and when completed (3-24 h) Et.O (50 mL) was
added and the mixture washed with H>O (3 x 10 mL). The combined etheral layers were then dried
(Na2SOa) and the solid separated by filtration. The filtrate was evaporated under reduced pressure and
the oily residue was purified by column chromatography (SiO., petroleum ether/ether) to afford the
product.

2.3. Spectral data for synthesised compounds

1-(Prop-1-enyl)-1H-indole (6)
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\ﬁ(
Isolated after column chromatography (SiO2 petroleum ether) as colourless oil in 85 % yield as E
isomer. The other isomer is present in trace amount.
IR vmax: 1671, 1460, 1325, 1228, 737 cm™,
'H NMR (500 MHz, CDCls) ¢ 1.88 (dd, 3H, CHs, J=6.5 and 1.5 Hz,), 5.71-5.79 (m, 1H,
CH3CHCHN), 6.56 (d, 1H, ArH, J=3.0 Hz), 6.97 (dd, 1H, CH3CHCHN, J=14.0 and 1.5 Hz), 7.10-7.14
(m, 1H, ArH), 7.21-7.24 (m, 1H, ArH), 7.32 (d, 1H, ArH, J=3.0 Hz), 7.44 (dd, 1H, ArH, J=8.0 and 0.5
Hz), 7.60 (dt, 1H, ArH, J=8.0 and 1.0 Hz );
13C NMR (125 MHz, CDCIls) ¢ 15.3, 103.7, 109.5, 110.8, 120.2, 121.0, 122.2, 124.3, 124.8, 128.7,
135.3;

m/z (El): 157.1 (M"), 142, 130.1, 117, 102, 89.1.
HRMS (ESI): calculated for C11Hu1N (M+H)* 158.09643, found 158.09503.




6,7,8,9-(Tetrahydro-9-prop-1-enyl)-5H-carbazole (8)
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Isolated after column chromatography (SiO2 98:2 v/v petroleum ether-ether) as a colourless oil in 99 %
yield as 1:5 mixture of Z/E isomers.
IR vmax: 2923, 1668, 1460, 1373, 734 cm™
'H NMR (500 MHz, CDCls) ¢ 1.59 (dd, 3H, CHs, Z isomer, J=7.0 and 2.0 Hz), 1.84-1.91 (dd+m, 8H,
CHs, E isomer+5H Z/E CH> groups, J=7.0 and 2.0 Hz), 2.60-2.62 (m, 2H, Z isomer, CH> groups),
2.69-2.73 (m, 9H, Z/E CH> groups), 5.77-5.84 (m, 2H, CH3CHCHN, E and Z isomers), 6.52 (dqg, 1H,
CH3CHCHN Z isomer, J=8.0 and 2.0 Hz), 6.71 (dqg, 1H, CH3CHCHN, E isomer, J=14.3 and 2.0 Hz),
7.07-7.16 (m, 5H, ArH, Z and E isomers), 7.43-7.46 (m, 3H, ArH, Z and E isomers);
13C NMR (125 MHz, CDCIls) ¢ 13.3, 15.8, 21.0, 22.6, 22.9, 23.2, 23.3, 23.4, 110.1, 110.2, 111.0,
116.3,117.6, 117.7, 119.1, 119.6, 120.8, 121.2, 123.9, 124.3, 125.5, 127.9, 135.1, 135.7;

m/z (EI): 211.1 (M*), 196.1, 183.1, 168.1, 154.1, 143.0.
HRMS (ESI): calculated for C1sH17N (M+H)" 212. 14338, found 212.142609.

1-(Prop-1-enyl)-1H-benzo[d]imidazole (10)

Ve

Isolated after column chromatography (SiO: ether) as colourless oil in 68 % yield as 5:1 mixture of Z/E
isomers.

IR vmax: 1489, 1458, 1229, 934, 739 cm™

'H NMR (500 MHz, CDCls) 6 1.80 (dd, 3H, CHs, Z isomer, J=7.0 and 2.0 Hz), 1.93 (dd, 3H, CHs, E
isomer, J=7.0 and 1.5 Hz), 5.81-5.87 (m, 1H, CH3CHCHN, Z isomer), 6.03-6.10 (m, 1H, CH3CHCHN,
E isomer), 6.75 (dg, 1H, CH3CHCHN, Z isomer, J=8.3 and 2.0 Hz), 6.87 (dg, 1H, CH:CHCHN, E
isomer, J=14.0 and 1.5 Hz), 7.30-7.36 (m, 5H, ArH, Z/E isomer), 7.48-7.51 (m, 1H, ArH, E isomer),
7.82-7.84 (m, 2H, ArH, Z/E isomer), 7.99, (s, 1H, ArH, Z isomer), 8.06 (s, 1H, ArH, E isomer);

13C NMR (125 MHz, CDCls) ¢ 12.8, 15.3, 110.2, 117.8, 120.2, 120.4, 121.7, 122.6, 122.6, 123.4,
123.5, 123.6, 133.7, 140.9, 142.3, 142.9;

m/z (El): 158.1 (M*), 141.9, 130.0, 118.1, 104.0, 91.0;

HRMS (ESI): calculated for CioH10N2 (M+H)* 159.09167 found 159.09170.



1-(Prop-1-enyl)-1H-benzo[d][1,2,3]triazole (12)

Isolated after column chromatography (SiO2 4:1 v/v petroleum ether-ethyl-acetate) as colourless oil in
51 % yield as 1:8 mixture of Z/E isomers.

IR vmax: 1677, 1453, 1175, 1053, 934 cm!

'H NMR (500 MHz, CDCls) ¢ 1.98 (dd, 3H, CHs, Z isomer, J=7.0 and 2.0 Hz), 2.01 (dd, 3H, CHas, E
isomer, J=7.0 and 1.5 Hz), 5.96-5.99 (m, 1H, CH3CHCHN, Z isomer), 6.50-6.57 (m, 1H, CH3CHCHN,
E isomer), 7.06 (dd, 1H, CH3CHCHN, Z isomer, J=9.0 and 2.0 Hz), 7.32 (dqg, 1H, CH3CHCHN, E
isomer, J=14.3 and 1.5 Hz), 7.34-7.42 (m, 2H, ArH, Z/E), 7.47-7.64 (m, 3H, ArH, Z/E), 7.64-7.66 (m,
1H, ArH, E isomer), 8.06-8.09 (m, 2H, ArH, Z/E);

13C NMR (125 MHz, CDCls) 6 15.5, 110.0, 118.7, 120.2, 123.8, 124.3, 127.9, 146.1;

m/z (El): 159.0 (M¥), 130.0, 116.0, 103.0, 91.0, 77.1;

HRMS (ESI): calculated for CoHsN3 (M+H)* 160.08692 found 160.08708.

2-lodo-N-(1-(1-(prop-1-enyl)-1H-indol-2-yl)but-3-enyl)benzamide (14)
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Isolated after column chromatography (SiO- 3:2 v/v petroleum ether-ether) as colourless solid (mp 127-
129 °C) in 95 % yield as 2:1 mixture of Z/E isomers.

IR vmax: 3272, 1661, 1521, 1458, 739 cm™

'H NMR (500 MHz, CDCls) 6 1.57 (d, 3H, CHs, Z isomer, J=5.0 Hz), 1.97 (d, 3H, CHjs, E isomer,
J=6.5 Hz), 2.81-2.87 (m, 2H, =CHCH.CH), 5.12-5.26 (m, 2H, CH,=CHCH.CH), 5.48 (g, 1H,
CH2CHNH, Z isomer, J=7.0 Hz), 5.60 (g, 1H, CH2CHNH, E isomer, J=7.0 Hz), 5.89-5.96 (m, 2H,
=CHCH2CHNH,), 6.03-6.06 (m, 1H, CH3CH=CHN, Z and E isomers), 6.55 (d, 1H, ArH, J=15.0 Hz ),
6.74 (d, 1H, CH3CH=CHN, Z isomer, J=8.0 Hz), 6.86 (d, 1H, CH3CH=CHN, E isomer, J=14.0 Hz),
7.08-7.21 (m, 4H, ArH), 7.33-7.34 (m, 2H, ArH), 7.50-7.59 (m, 1H, ArH), 7. 85 (d, 1H, ArH, J=8.0
Hz);

13C NMR (125 MHz, CDCIl3) ¢ 13.1 (CHs, Z isomer), 15.7 (CHs, E isomer), 38.8 (=CHCH,CH), 38.9
(=CHCH2CH), 45.8, 46.2, 92.4, 100.5, 100.9, 110.9, 111.0, 118.7 (CH>=CHCH.CH), 120.1, 120.4,
120.5 (2C), 122.2, 122.4, 123.6 (CH3CH=CHN Z isomer), 124.3(CH3sCH=CHN E isomer), 127.4,
127.7,128.1, 128.2, 129.0, 131.2, 133.6, 133.7, 136.7, 136.8, 138.8, 139.4, 140.1, 141.7, 167.9;

m/z (El): 456.1 (M*), 415.1, 281.0, 253.1, 230.9, 207.0, 168.0;



HRMS (ESI): calculated for Co2H21IN20 (M+H)* 457.07713 found 457.07780.

Ethyl 1-(1-(prop-1-enyl)-1H-indol-2-yl)but-3-enylcarbamate (16)
(
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Isolated after column chromatography (SiO2 4:1 v/v petroleum ether-ether) as a white solid (mp 104-
106 °C) in 56 % yield as 4:1 mixture of Z/E isomers.

IR vmax: 3294, 1688, 1541, 1460, 1265, 742 cm™

'H NMR (500 MHz, CDCls) ¢ 1.23 (t, 3H, NHCO2CH,CHs, J=7.0 Hz), 1.53-1.55 (m, 3H,
CH3CHCHN), 2.62-2.67 (m, 2H, CH,=CHCH>CH), 4.11 (g, 2H, NHCO.CH>CHzs, J=7.0 Hz), 4.83-
4.86 (m, 1H, NH), 4.96-4.98 (m, 1H, CH>=CHCH.CH), 5.09-5.17 (m, 2H, CH,=CHCH>CH), 5.73-5.81
(m, 1H, CH2=CHCHCH), 5.97-6.03 (m, 1H, CHs=CHCH:2N), 6.50 (s, 1H, ArH), 6.62-6.63 (m, 1H,
CH3CH=CHN), 7.09-7.14 (m, 2H, ArH), 7.17-7.20 (m, 1H, ArH), 7.56-7.58 (m, 1H, ArH);

13C NMR (125 MHz, CDCI3) 6 12.9 (CH3CHCHN), 14.6 (NHCO2CH,CHj3), 39.4 (CH2CHCH,CH),
47.6 (CH,=CHCH2CH), 60.9 (NHCO2CH.>CHz), 99.9, 110.7, 118.4, 120.00 (CH>=CHCH,CH), 120.4,
122.0, 123.7, 127.5, 129.0, 133.6, 136.7 (CH2.=CHCH2N), 140.4 (CH,=CHCH2CH), 155.7,

m/z (El): 298.1 (M"), 257.1, 211.1, 196.1, 183.1, 168.1;

HRMS (ESI): calculated for C18H22N202 (M+H)*299.17540 found 299.17567.

N-((2)-9,10-Dihydro-8H-azepino[1,2-a]indol-10-yl)-2-iodobenzamide (18)
4

Flash chromatography (SiO2, 4:1 v/v ether-petroleum ether) afforded the product 18 (79 %) as a white
solid (mp 182-185 °C).

IR vmax: 3289, 2923, 2853, 1636, 1518, 1463, 732 cm™*

'H NMR (500 MHz, CDCls) ¢ 2.26-2.32 (m, 1H, CH,CH>CH ring), 2.43-2.49 (m, 1H, CH>CH>CH
ring), 2.61-2.64 (m, 2H, CH2CH>CH ring), 5.24 (dt, 1H, =CHCH>CH: ring, J=10.0 and 4.5 Hz), 5.69 (t,
1H, CH2CH,CH ring, J=8.5 Hz), 6.23 (d, 1H, NH, J=8.0 Hz), 6.57 (s, 1H, ArH), 7.00-7.02 (m, 1H,
CH=CHCHz> ring), 7.09-7.16 (m, 2H, ArH), 7.22-7.25 (m, 1H, ArH), 7.35-7.44 (m, 3H, ArH), 7.56 (d,
1H, ArH, J=7.5 Hz), 7.87 (d, 1H, ArH, J=8.0 Hz)

13C NMR (125 MHz, CDCls) 6 25.6, 30.6, 48.1, 92.3, 102.6, 109.4, 112.0, 120.7, 120.9, 122.5, 122.5,
1275, 128.2, 128.4, 131.3, 137.1, 139.9, 140.3, 141.9, 168.3;

m/z (El): 429.0, 354.9, 331.1, 281.0, 252.9, 207.0.



HRMS (ESI): calculated for C20H17IN20 (M+H)* 429.04583 , found 429.04578.

Ethyl (2)-9,10-dihydro-8H-azepino[1,2-a]indol-10-ylcarbamate (20)
(

NHCO,Et

Isolated after column chromatography (SiO2 7:3 v/v petroleum ether-ethyl acetate) as a white solid (mp
118-120 °C) in 97 % vyield.

IR vmax: 3320, 1683,1525, 1245, 1041, 742 cm™

'H NMR (500 MHz, CDCI3) 6 1.26 (t, 3H, NHCO.CH,CHs, J=7.0 Hz), 2.12-2.18 (m, 2H,
=CHCH,CHpo ring), 2.21-2.26 (m, 2H, =CHCH>CH> ring), 4.15 (g, 2H, NHCO,CH>CHj3, J=7.0 Hz),
5.16-5.23 (m, 3H, (NH + =CHCH>CH2CH ring)), 6.45 (s, 1H, ArH), 6.98 (dt, 1H, CH=CHCHz ring,
J=9.5 and 2.0 Hz), 7.13 (dd, 1H, ArH, J=7.5 and 1.0 Hz), 7.21 (dd, 1H, ArH, J=7.0 and 1.0 Hz), 7.34
(d, 1H, ArH, J=8.5 Hz), 7.54 (d, 1H, ArH, J=8.0 Hz);

13C NMR (125 MHz, CDCls) 6 14.6, 25.4, 31.4, 49.0, 61.1, 101.8, 109.3, 111.9, 120.63, 120.8, 122.3,
1225, 127.6, 137.0, 141.4, 155.7,

m/z (El): 270.1 (M*), 224.1,197.1, 181.1, 168.1, 154.1.

HRMS (ESI): calculated for C16H1sN202 (M+H)* 271.14410 found 271.14323.

(2)-9,10-Dihydro-8H-azepino[1,2-a]indol-10-o0l (22)

OH
N\

N
S

Isolated after column chromatography (SiO2 4:1 v/v petroleum ether-ether) as a yellow solid
(mp 98-99 °C) in 98 % vyield.
IR vmax: 3274, 15670, 1458, 1343, 1292, 1040, 733 cm™*
'H NMR (500 MHz, CDClz) 6 1.98 (d, 1H, OH, J=5.0 Hz), 2.13-2.19 (m, 1H, CH2CHHCH ring),
2.26-2.32 (m, 1H, CH.CHHCH ring), 2.41-2.48 (m, 1H, =CHCHHCH: ring), 2.63-2.71 (m, 1H,
=CHCHHCH: ring), 5.12 (ddd, 1H, CH>,CHOH ring, J=8.0, 5.0 and 1.0 Hz), 5.21 (dt, 1H, CH=CHN
ring, J=10.0 and 4.5 Hz), 6.53 (s, 1H, ArH), 6.99 (dt, 1H, CH=CHN ring, J=10.0 and 1.5 Hz), 7.14 (td,
1H, ArH, J=8.0 and 1.0 Hz ), 7.21-7.25 (m, 1H, ArH), 7.37 (d, 1H, ArH, J=8.0 Hz), 7.55-7.57 (m, 1H,
ArH);
13C NMR (125 MHz, CDCls) 6 24.2, 32.1, 67.8, 102.30, 109.4, 111.9, 120.7, 122.0, 122.4, 127.5,
137.1, 143.3;
m/z (El): 199.1, 181.1, 167.0, 152.0;
HRMS (ESI): calculated for C13H13NO (M+H)* 200.10699 , found 200.10651.



1-(Prop-1-enyl)-1H-indole-2-carbonitrile (24)
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Isolated after column chromatography (SiO2 99:1 v/v petroleum ether-ether) as a colourless oil in 73 %
yield as 3.2:1 mixture of Z/E isomers.
IR vmax: 2223, 1449, 1345, 936, 735 cm™
'H NMR (500 MHz, CDCls) ¢ 1.67 (dd, 3H, J=7.0 and 2.0 Hz, CHs, Z isomer), 1.96 (dd, 3H, J=7.0
and 1.5 Hz, CHs, E isomer), 6.05-6.11 (m, 1H, CH3CHCHN, Z isomer), 6.17-6.24 (m, 1H,
CH3CHCHN, E isomer), 6.71 (dq, 1H, J=8.0 and 2.0 Hz, CH3CHCHN, Z isomer), 6.87 (dqg, 1H, J=13.5
and 1.5 Hz, CH3CHCHN, E isomer), 7.21-7.25 (m, 4H, ArH), 7.38-7.41 (m, 4H, ArH), 7.48 (dd, 1H,
ArH, J=8.5 and 0.5 Hz), 7.63-7.68 (m, 1H, ArH);
13C NMR (125 MHz, CDCls) ¢ 13.2, 15.5, 108.9, 110.1, 111.1, 111.3, 113.6, 113.7, 113.9, 114.8,
121.8,122.0, 122.2, 122.3, 122.4, 122.5, 123.1, 126.0, 126.1, 126.2 (2C), 129.7, 136.9, 137.4;

m/z (EI): 182.1 (M%), 167.0, 154.0, 142.1, 128.0, 115.0.
HRMS (ESI): calculated for C12H1oN2 (M+H)* 183. 09167, found 183.09084.

N-(8,9-Dihydropyrido[1,2-a]indol-9-yl)-2-iodobenzamide (25)
(

Isolated after column chromatography (SiO2 3:2 v/v petroleum ether-ether) as a white needles (mp 178-
181 °C) in 92 % yield.

IR vmax: 3436, 2921, 1647, 1462, 740 cm™*

'H NMR (500 MHz, CDCls) 6 2.58-2.63 ( m, 1H, =CH,CHNH ring), 2.83-2.87 (m, 1H, =CH,CHNH
ring), 5.40-5.43 (dt, 1H, CH>.CHNH ring, J=7.5 and 4.4 Hz), 5.66-5.70 (m, 1H, CH=CHCHz> ring), 6.17
(d, 1H, CH=CHCHz ring, J=8.0 Hz), 6.62 (s, 1H, ArH), 7.08-7.15 (m, 2H, ArH), 7.18-7.25 (m, 2H,
ArH), 7.36-7.43 (m, 3H, ArH), 7.58 (d, 1H, ArH, J=7.7 Hz), 7.85 (d, 1H, ArH, J=8.0 Hz);

13C NMR (125 MHz, CDClz) 6 27.9 (=CH2CHNH ring), 43.7 (CH=CHCH. ring), 92.3, 101.1, 105.7
(=CHCH2CH ring), 108.6, 120.9, 121.1, 122.6, 122.8, 128.0, 128.2, 128.4, 131.3, 133.9, 134.4, 139.9,
141.8, 168.5;

m/z (El): 413.1 (M*-1), 281.1, 230.9, 207.0, 167.0, 139.0

HRMS (ESI): calculated for C19H15IN2O (M+H)*415.03018 found 415.02942.



Ethyl 8,9-dihidropyrido [1,2-a]indole-9-ylcarbamate (26)
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Isolated after column chromatography (SiO: 4:1 v/v petroleum ether-ether) as a pale yellow solid (mp
125-128 °C) in 88 % yield.

IR vmax: 3290, 1683, 1543, 1461, 1313, 716 cm™*

'H NMR (500 MHz, CDCls) 6 1.26 (t, 3H, NHCO>CH>CH3, J=7.0 Hz), 2.34-2.38 (m, 1H, CH> ring),
2.68-2.71 (m, 1H, CH. ring), 4.15 (g, 2H, NHCO2CH.CHs, J=7.0 Hz), 5.10-5.19 (m, 2H, CH=CH-N),
5.32-5.36 (m, 1H, CHNHCO,CH,CH?3), 6.49 (s, 1H, ArH), 7.10-7.14 (m, 2H, 1 ArH + NH), 7.20-7.25
(m, 1H, ArH), 7.34 (d, 1H, ArH, J=4.0 Hz ), 7.55 (d, 1H, ArH, J=4.0 Hz);

13C NMR (125 MHz, CDCls) § 14.6 (NHCO,CH,CHa), 28.4 (CH,_ring), 44.9 (CH=CH-N), 61.1
(NHCO.CH2CHpg), 100.3, 105.6 (CHNHCO.CH.CHa), 108.5, 120.7, 120.9, 122.4, 122.7, 128.0, 134.4,
135.0, 155.8;

m/z (El): 281.1 (M¥), 256.1 209.1 183.1, 167.1, 154.1;

HRMS (ESI): calculated for C1sH16N202 (M+H)* 257.12845 found 257.12879.

4. Synthesis of (£)-debromoarborescidine B

9-Allyl-4,9-dihydro-3H-g-carboline (28)!

r

B

To a suspension of sodium hydride (44 mg, 1.0 mmol of a 60 % dispersion in mineral oil) in anhydrous
DMF (1.0 mL) a solution of 3,4-dihydro-B-carboline 27 (100 mg, 0.59 mmol) in DMF (0.5 mL) was
added dropwise with stirring at —10 °C under nitrogen. The mixture was stirred for 1 h at =10 °C and
then cooled to —60 °C followed by dropwise addition of a solution of allyl bromide (78 mg, 0.64 mmol)
in DMF (0.5 mL). Stirring was maintained for 2 h at —60 °C and methanol (0.1 mL), water (0.1 mL)
and brine (6 mL) were added successively. The solution was extracted with dichloromethane (3 x 15
mL), the organic extracts were combined, washed with water (10 mL) and dried over sodium sulphate.
The solvent was removed under reduced pressure and the residue was purified by flash chromatography
(SiOo, ether saturated with aqueous ammonia) to afford 28 as a colourless crystals (49 mg, 40 %), mp
125-127°C.

!H NMR (500 MHz, CDCls) 6 2.89 (t, 2H, CHCH2N, J=8.5 Hz), 3.91 (dd, 2H, CH>CH>N, J=8.5 and
2.5 Hz), 4.83 (dt, 2H, CH2,CH=CH, J=5.0 and 1.5 Hz), 4.99 (dq, 1H, CH2CH=CH>, J=17.0 and 1.0 Hz),
5.18 (dg, 1H, CH.CH=CH>,J=10.5 and 1.0 Hz), 6.01-5.94 (m, 1H, CH,CH=CH), 7.14 (ddd, 1H, ArH,




J=8.2, 8.0 and 2,0 Hz), 7.29-7.30 (m, 2H, ArH), 7.59 (d, 1H, ArH, J=8.0 Hz), 8.44 (t, 1H, CH=N,
J=2.5 Hz);

13C NMR (125 MHz, CDCIl3) ¢ 19.1, 45.5, 48.5, 110.2, 115.9, 117.0, 120.1, 120.2, 124.3, 124.9,
129.0, 133.1, 137.3, 150.2;

Ethyl 1,9-diallyl-1,2,3,4-tetrahydro-p-carboline carboxylate (29)

Ve

Compound 29 was synthesised following the modified literature procedure? To a solution of 28 (75
mg, 0.36 mmol) in THF (2 mL) ethyl chloroformate (43 mg, 0.40 mmol) was added dropwise with
stirring under nitrogen at room temperature. The mixture was stirred at room temperature for additional
40 minutes. Indium powder (83 mg, 0.72 mmol) and allyl bromide (124 mg, 1.0 mmol) were added to
the solution and the resulting mixture was stirred at room temperature for 2 hours. The reaction was
monitored by t.l.c. Upon completion of the reaction, the solvent was removed under reduced pressure
and the residue was purified by flash chromatography (SiO2, 4:1 v/v petroleum ether-ether) to afford
the product 29 (93 mg, 81 %) as a colourless oil.

IR vmax: 3054, 2979, 2914, 1697, 1465, 1423, 1232, 1190, 1107, 1027, 920, 743 cm™.

'H NMR (500 MHz, CDCIs) 6 (rotamers): 1.26 (t, 3H, J=7.0 Hz, CH3), 1.29 (t, 3H, CHs J=7.0 Hz),
2.49-2.56 (m, 2H), 2.64-2.68 (m, 2H), 2.72-2.77 (m, 2H), 2.82-2.95 (m, 2H), 3.24-3.52 (m, 2H), 4.14-
4.26 (m, 4H), 4.34 (dd, 1H, J=13.5 and 5.5 Hz), 4.56 (dd, 1H, J=13.5 and 5.5 Hz), 4.63-4.74 (m, 4H),
4.94 (t, 2H, J=16.0 Hz), 5.06-5.19 (m, 6H), 5.31 (dd, 1H, J= 9.0 and 4.5 Hz), 5.54 (dd, 1H, J=10.0 and
3.0 Hz), 5.80-5.98 (m, 4H), 7.08-7.11 (m, 2H), 7.16-7.19 (m, 2H), 7.23-7.25 (m, 2H), 7.46-7.50 (m,
2H);

13C NMR (125 MHz, CDCls) 6 (rotamers): 14.6 (2 C), 20.9, 21.3, 37.4, 37.9, 38.8, 38.9, 45.9, 46.0,
50.0, 50.3, 62.0, 62.2, 107.6, 108.3, 109.6, 109.8, 116.8, 116.9, 117.4, 117.7, 118.1, 118.3, 119.3,
1195, 121.5, 121.7, 126.7, 133.0, 133.1, 133.9, 134.2, 134.5, 134.9, 136.9, 155.9, 156.3;

m/z (El): 324.2 (M™), 283.1, 255.1, 211.1, 169.1;

HRMS (ESI): calculated for C20H2aN202 (M+H)* 325.19105 , found 325.19007.



2-Carbethoxy-1,9-(2-butenediyl)-1,2,3,4-tetrahydro-g-carboline (30)

Vs

To a solution of 29 (39 mg, 0.1 mmol) in dry dichloromethane (2.0 mL) Grubbs catalyst 2nd generation
(4.1 mg, 4 mol %) was added under nitrogen atmosphere. The resulting mixture was stirred under
reflux for 30 minutes. Upon completion of the reaction, the solvent was removed under reduced
pressure and the residue was purified by flash chromatography (SiO., 7:3 v/v petroleum ether-ether) to
afford the product 30 (35 mg, 98 %) as a colourless oil. Compound 30 was used in following reaction
of isomerisation without further purification.

IR vmax: 3351, 2979, 2917, 1696, 1466, 1423, 1238, 1109, 909, 738 cm™.

'H NMR (500 MHz, CDCIs) 6 (rotamers) 1.31 (t, 3H, CH3, J=7.0 Hz), 2.59-2.77 (m, 2H), 2.77-2.83
(m, 2H), 3.13-3.18 (m, 1H), 4.21-4.22 (m, 2H), 4.39-4.64 (m, 2H), 4.77-4.80 (m, 1H), 5.47-5.63 (m,
1H), 5.82-5.84 (m, 2H), 7.09 (t, 1H, ArH, J= 7.5 Hz), 7.19 (t, 1H, ArH, J=7.5 Hz), 7.27 (d, 1H, ArH,
J=8.0 Hz), 7.50 (d, 1H, ArH, J=6.0 Hz);

HRMS (ESI): calculated for C1sH20N202 (M+H)* 297.15975 , found 297.15828.

2-Carbethoxy-1,9-(1-butenediyl)-1,2,3,4-tetrahydro-g-carboline (31)

Ve

Compound 31 was synthesised from carbamate 30 following the general isomerisation procedure 2.1
and 2.2. The product was isolated after column chromatography (SiO., 7:3 v/v petroleum ether-ether)
as a colourless oil in 75 % yield.

IR vmax: 3051, 2924, 1697, 1445, 1442, 1306, 1231, 1109, 739 cm.

IH NMR (500 MHz, CDCls) 6 1.31 (t, 3H, CHs J=7.0 Hz), 2.11-2.18 (m, 2H, CH,CHN), 2.48-2.49
(m, 2H, CH2CH=CHN), 2.74-2.83 (m, 2H, CH2CH:N), 3.04-3.09 (m, 1H, CH.CH:N), 4.22 (q, 2H,
J=5.0 Hz), 4.47-4.55 (m, 1H, CH.CH:N), 5.07-5.17 (m, 1H, CH2CHN), 5.19 (dt, 1H, NCH=CH, J=9.5
and 5.0 Hz), 6.96 (dt, 1H, NCH=CH, J=10.0 and 1.5 Hz), 7.13-7.16 (m, 1H, ArH), 7.22 (td, 1H, ArH,
J=7.0 and 1.0 Hz), 7.35 (d, 1H, ArH, J=8.0 Hz), 7.49 (d, 1H, ArH, J=8.0 Hz)

13C NMR (125 MHz, CDCls) 6 14.7 (CHs), 21.7 (CH2CH2N), 26.7 (CH2CH=CHN), 31.9 (CH2CHN),
39.1 (CH2CHN), 52.3 (CH2CH:N), 61.5 (CH,0), 109.2 (ArC), 111.6 (NCH=CH), 118.2 (ArC), 120.3
(ArC), 121.7 (ArC), 122.0 (NCH=CH), 126.8 (ArC), 135.9 (ArC), 155.5 (C=0);
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m/z (E1): 296.1 (M*), 267.1, 223.1, 194.1, 167.1;
HRMS (ESI): calculated for Ci1sH20N202 (M+H)* 297.15975 , found 297.15863.

(x)-Debromoarborescidine B (1b)
P

N/

To a suspension of LiAlHs (14 mg, 0.37 mmol, 60 % dispersion in mineral oil) in dry THF (2.0 mL)
solution of 31 (21 mg, 0.07 mmol) in THF (1.0 mL) was added dropwise with stirring under nitrogen
atmosphere at room temperature. The resulting mixture was stirred under reflux for 3 hours. The
reaction mixture was than cooled to room temperature, and the excess of LiAlHs decomposed with H.O
(0.1 mL) and 15 % NaOH (0.02 mL). After the filtration the residue was extracted with Et2O (3 x 15
mL). The combined organic extracts were dried over sodium sulphate. The solvent was removed under
reduced pressure and the residue was purified by flash chromatography (SiO2, ether saturated with
aqueous ammonia) to afford the product 1b (13.5 mg, 80 %) as a colourless amorphous solid (mp 97-
102 °C).

IR vmax: 3047, 2924, 2845, 2785, 1673, 1464, 1438, 1384, 1309, 740 cm™.

'H NMR (500 MHz, CDCls) § 1.85-1.92 (m, 1H, CH.CHN), 2.33-2.38 (m, 1H, CH.CHN), 2.40-2.45
(m, 1H, CH.CH=CHN), 2.51-2.57 (m, 4H, CHs, CH.CH=CHN), 2.69-2.75 (m, 2H, CH2CH:2N,
CH.CH2N), 2.90-2.97 (m, 1H, CH2.CH2N), 3.14 (ddd, 1H, CH>CH>N, J=11.0, 5.5 and 2.0 Hz), 3.41
(brd, 1H, CH2CHN, J=10.5 Hz), 5.04-5.08 (m, 1H, NCH=CH), 6.93 (dt, 1H, NCH=CH, J=10.0 and 2.0
Hz), 7.11-7.15 (m, 1H, ArH), 7.18-7.21 (m, 1H, ArH), 7.33 (d, 1H, ArH, J=8.0 Hz), 7.47 (d, 1H, ArH,
J=7.5 Hz);

13C NMR (125 MHz, CDCI3) 6 20.7 (CH2CH2N), 28.0 (CH.CH2CH=), 30.0 (CH.CH.CH=), 42.5
(NCHs3), 52.9 (CH2CH:2N), 62.6 (CH2CHN), 109.1, 109.3, 110.0 (NCH=CH), 118.2 (ArC), 120.1
(ArC), 121.8 (ArC), 122.0 (NCH=CH), 127.0 (ArC), 136.2 (ArC), 137.3 (ArC);

m/z (El): 238.2 (M¥), 223.1, 209.1, 195.1, 180.1, 167.1;

HRMS (ESI): calculated for CisHisN2 (M+H)* 239.15428 , found 239.153109.

References
1. Gonzalez-Gémez, A.; Dominguez, G.; Pérez-Castells, J. Tetrahedron, 2009, 65, 3378-3391.

2. Lee, S.H.; Park, Y.S.; Nam, M.H.; Yoon, C.M. Org. Biomol. Chem, 2004, 2, 2170-2172.
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Sample Name: TG-61 Sample Location: P1-D4 Sample Id: Operator: Milka
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Sample Name:
Data File Name: D:\
4

-_Data\damethods\Night_Seq_Comp_ident1.anm\efc.xml

5-Bt2 Sample Location: P1-D3 Sample Id: Operator: Milka
\PE Sciex Data\Projects\Farmaceutski fakultet\Data\TG-Bt2_MK140V_pos1.wiff Acq Time: Noven

mber 12 2010

One or more scans have failed IRM. Review the data file for details.

Minx 1 566 cps

BO 547, 141 060, 142 676

750 675, 150 070, 150,103, 160 0687, 164 056, 173 00

W ierged <G at

1 ses
1406
1.3e6
1.206
1106
1.0e6 -

9. 0es

§ aoes

g 7008

6 oan

214 14

0.0

Merged XIC, Period# : 1 Experiment# : 1

o< 1 556 counts

1.5e6 | 279

1.4ae6
1306
1.200
1108

1006

1274
|

301 2847

803 5az6

414 2661

L, L

200 260

1006 1200 k]
m/z amu

200

TTOT MS. 0571 10 0707 min om TG B2 MKI1A0V_post wilf Agllent Added +TOF MS 0 51

1600

1800 | 2000

2200 2a'00

o< 1. 566 counts

o WS

GG

~160 0871

7a 176 178 180 1
m/z amu

62 184

STT 16 0 707 min from TG BIZ_MIKTAOV_pos1 Wil Aglient Added +TOF MS 0 37

86 188 190

P —— - S S
192 194 196 198 200 262 204

[ Formula | Compound name | Mass

[ Peak RT (min) | Peak area | Description |

[ coHona | - [ 159.07965 | 0.40 | 1.46881 E7 | -
Species Abundance (counts) | lon Mass | Measured Mass | Error (mDa) | Error (ppm) | Ret. Time Error (min)
[M+H]+ 648951.48 | 160.08692 160.08708 0.15564 0.97 -
[M+CH3CN]+ 33814 14 | 200.10565 200.11844 12.79212 63.92 -

N\\N
/

N
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Compound 14
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106 Signétﬁ‘r&‘r’da;wbmr»zon 15:01:44 (GMT+02:00), Authorship - signifies ownership
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98 i

3271.88

9 VEREY ifh
VY |

94

92

2159.98

1077.12 =

101582 gg5.5

90

1583.90 —
1211.75 —
85208 —— -

1170.64

88

2025.62
1435.51
1343.26-

1259.27

86

909.03  gg0.84

784.71 -

84

%Transmittance

1408.46

82

1289.77

80
78

924.51
684.36

76

1305.78

74-

1474.56
715.86

72

70
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68

66

739.19
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Abundance Scan 7920 (53.784 min): TG-9!1.D\data.ms
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Sample Name: TG-9i Sample Location: P1-C6 Sample Id: Operator: Milka
\PE Sciex Data\Projects\Farmaceutski fakultet\D

ta\TG-9i_AF140V_pos1.wiff Acq Time: November 02 2011,

Data File Name: D:
8:0
OF _Data\damethods\Night_Seq_Comp_ident1.anm\efc.xml
W sroea ]S ST 753 057, 555 035, 456065, A57 077, A7A 704, 475 055, 405 655, 613 147 Wiax A 656 ops
] ] \\
3.5 ] | \
| \
3 0es | \ |
| S| [ \
¢ \
H y |
H 2.0e0 |
|
|
1 606 |
Merged XIC, Period# : 1 Experiment# : 1
.
W T OE S 0 666 10 0 702 i rom TG 0l _AF 140V _pos1 wilf Aglont Added +1OF MS 0 613 Tinx 2 5e6 counts
214 0002
2. 2e€ |
2.0e0 | .
as7.o778
§ aee] e
L " 1 R 5. samm = i
Zoo 260 60 ao0 oo 100 1460 1666 1800 Z600
TOF S 0666 15 6 765 min rom TG B AF A0V _pesT Wil Aglent Added TTOF MST 0613 W% 3 556 Sounts
as7 or7e
H
%
Lss osos
G o ass =55 v =5z =va e Ry T Ty
Formula [ Compound name | Mass l Peak RT (min) [ Peak area [ Descriptioﬂ
C22H21IN20 | - [ 456.06986 | 0.43 | 7.67715E7 | - |
Species | Abundance (counts) | lon Mass | Measured Mass | Error (mDa) | Error (ppm) Ret. Time Error (min)
[M+H]+ 1849025.23 | 457.07713 457.07780 0.66274 1.45 o
[M+Na]+ 45633.57 | 479.05908 479.05918 0.09931 0.21 -
H 7 ]
A
N
< \
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115 e
Signature: Lab, 10-28-2011 15:03:50 (GMT+02:00), Authorship - signifies ownership
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1610.34 -

85
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80
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1134.02

75
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70

101065 o948
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922.98

65

%Transmittance

1353.88

60

1222.44

55

1540.74
1404.60

50

1045.88

1235.96

45

1436.97
74213

40

35 O[‘

30
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COOEt

1687.80
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1459.81
1264.91

25
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20
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Abundance Scan 8243 (53.572 min): TG160.D\data.ms
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Sample Name: TG~
Data File Name: D:\PE Sciex Data\Projects\Farmaceutski fakultet\Data\TG-160_AF140V_pos1.wiff Acq Time: November 02 2011

26 PM

: D:\TOF _Data\damethods\Night_Seq_Com

-160 Sample Location: P1-D1 Sample Id: Operator: Milka

ident1.anm\efc.xml

o< 2366 cps

W Nicrged XIC Al 100 397

2.3e6 |

2.2e6

2.0e6

1 8es

Ve
N

g
/

/

e

750 001, 208 168, 206 175, 316 202, 327 157, 337 137, 597 344

5 oe o7

o'
Time, min

Merged XIC, Period# : 1

Experiment# : 1

Niax » 5e6 counis

—— oS
2306
2200
2.000 ]
PR,
1600
1 aes

239

1.2e6

T

1 006

B8 065

6 0es

4. 05

2.0es5

oo

260

214 08090

2001757
1160

..,V,‘..A. I T SN | S
ado 660

G516 to 0 353 min fom TG 160 _AF 140V _posT wWilf Agient, Added 7 TOF MS 060

860 1000 B
m/z amu

Zoo

1400

1600 1800 2000

=S 660

Max 2 56 counts

200 175
140647
1.3e6 1
1 2e6

1 1e6-

1.0e6 - ‘

© oes

W TOF MS 0 518 160 0355 min from TG

7

300 1784

TCO_AFTAOV _posT

Wi Agient.Added TTOT

360 362 E:

368 370 312
m/z amu

ERry

320 | 322 324 EED

| Peak RT (min) [ Peak area [ Description [

l Formula ] Compound name [ Mass
[ c18H22N202 | [ 298.16813 | 0.43 | 411011 E7 | -
Speci Abundance ( ) | lon Mass | Measured Mass | Error (mDa) | Error (ppm) | Ret. Time Error (min)
[M+H]+ 1485863.86 | 299.17540 299.17567 0.26518 0.89 -
[M+Na]+ 29108.30 | 321.15735 321.15755 0.20025 0.62 -
‘\N—COOEt
N
<~ \
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Compound 18
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Signature’”z‘fmbk.J 0-28-2011 15:07:37 (GMT+02:00), Authorship - signifies ownership
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- R
8
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Abuﬁdance Scan 8637 (58.193 min): TG150C.D\data.ms
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|
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Sample Name: T
Data File Name:

01:31:19 PM

Method: D.

6 Sample Location: P1-C7 Sample Id: Operator: Milka

D:\TOF_Data\damethods\Night_Seq_Comp_ident1.anm\efc.xml

Miax 7 766 ops

W Nicrged XIC at

1.10e6

{
oramesi]
) oucﬂ
b cooes !

g 5.00es5

4. 00es rj

3.00e5 |

2.00e5

1 Occsﬂ
©.00 —

A3 GB7. 215 027, A28 038, 420 046, 446 072, 461 028, A67 002, 857 084

SRR .
ol o'z o

©.a3

2
/ \\

/

oa

s

7 o's
Time, min

Merged XIC, Period# : 1

Experiment# : 1

Minx 7 266 counts

-
21
1.20e6 -

1.10e6 -

1 0066 -

©. 0065

8 00es

6 00es

)

Sedsind

2.00es

40807

7 00es 2311158

- ﬁ i |

azo 0ase

TTOF M. 0 346 (6 0 683 min from TG 06 AR TA0V_pos T witf AgiIant

1Zoo 1400

1800 2000

o.00

§
200 @60

660

860

1000
sz amu

Niax 1 266 counts.

az9
s 5Q53

o0.0dl—

0ass

Mo

PET) a3z

TTOF M5 0346 10 0 683 min Irom TG 06 AF 140V _posT wilf Agient

ada | a3de PETY

a0

aaz
m/z amu

ada aie

[ Formula

| Compound name |

Mass

] Peak RT (min).] Peak area | Description |

C20H17IN20

| 428.03856

| 0.43 | 1.31293E7 | -

Ret. Time Error (min)

S T Ab

d (counts)

lon Mass

Measured Mass

Error (mDa)

Error (ppm)

M+

560676.24

429.04583

429.04578

-0.05360

-0.12

[M+Na]+

16460.08

451.02778

451.02741

-0.36566

-0.81
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Sample Name: T ka
Data File Name: D:\PE Sciex Data\Proj gcts\Farmaceutskl fakulteg\Data\TG 126_AF140V_pos1.wiff Acq Time: November 02 2011

01:34:02 PM

Wiax 2 466 ops

2 aee

2.2e6 -

2 oes

1.8e6

1 606

T
N
11
)

0.az

W ierged XIC at | 61,053, 136 076, 270,136, 571 144, 268 171, 203 126, 300 100, 541,281

8 0es -
6.005 - |
4 0es
/
2. 0e5% / s
oo —i =
o o= BIE ola o' o'e o7 o'a olo o A Tz 1 E) 1s
Time, min,

Merged XIC, Period# : 1

Experiment# : 1

Winx 2 566 counts.

2.5e6
2. ae6

2 206
2. 0e6 71
1.8e6 -

1.606 -

Lt ly

§ aee]  2aqan

E‘ 1.206

1.0e6

214 0000

1447

134 bats

W ITOR MS 0614 16 0 756 min rom TG 126 _AF 140V _pos1 wilf Agient Added +TOF MS 0 53

200

Ai i
260

edo

860

1000
m/z amu

1700

1400 1600

1800 2000
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[ Formula

[ Compound name |

Mass

[ Peak RT (min) [ Peak area [ Description |

[[c1eH18N202 | -

[ 270.13683

[ 0.42 [ 4.27005E7 | -

Species

Abundance (counts)

lon Mass

Measured Mass

Error (mDa)

Error (ppm)

Ret. Time Error (min)

M+H]+

1972670.34

271.14410

271.14471

0.60693

2.24

[M+Na]+

60289.49

293.12605

293.12618

0.13354

0.46
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Sample Name: TG-133 Sample Location: P1-C9 Sample Id: Operator: Milka
Data File Name: D:\PE Sciex Data\Projects\Farmaceutski fakultet\Data\TG-133_AF140V_pos1.wiff Acq Time: November 02 2011

:36:47 PM
Method: D:\TOF_Data\damethods\Night_Seq_Comp_ident1.anm\efc.xml

e A 6eh ops

W Vierged XIC at | 67 374, 100 557, 196 099, 500 107, 217 134, 252 060, 238 063, 395 207
043

i

iR

e o

/t
/ —

) _/ —— B _
o2 N o' oa  o's o % -

) EX)

o6 o7
Time, min

Merged XIC, Period# : 1 Experiment# : 1

im= 1 266 counts.

W OE MS 0551 16 0 725 min om TG 133 _AF TA0V_pos 1 Wilf Agiant
S 214 0899
1 2006

1.0006
0.0005
8 0005

7.00es 231.1161
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e

5 00es5

4 0oes

200 1 »Lsi)

2 00es5 |
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200 aso Ty 860 1000 1300
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2000

Max 1,286 counts

TS 0 551 16 0 725 min fom TG 133 _AF 140V _pos 1 witf AGient

200.1065

202 5 205.0 203

190 5 200.0 200.5

5 2oao | 20486

[ Formula | compound name [ Mass [ Peak RT (min) [ Peak area [ Description |
[c13H13NO | [ 199.00071 | 0.43 | 4.58983 E6 | --

| Species I Abundance (counts) [ lon Mass [ Measured Mass l Error (mDa) | Error (ppm) | Ret. Time Error (min) |
224658.69 | 200.10699 | 200.10651 | -0.48393 | 242 | =1

[ M+H}+

OH

| A\

=
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Sample Name: TG-82 Sample Location: P1-D6 Sample Id: Operator: Milka
Data File Name:
02:40:16 PM

: D:\TOF_Data\damethods\Night_Seq_Comp_ident1.anm\efc.xml

:\PE Sciex Data\Projects\Farmaceutski fakultet\Data\TG-82_MK140V_pos3.wiff Acq Time: November 12 2010,
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183 0008

WT O WS 0452 160 786 min Tom TG 82 _MK1A0V_poss wWilf Agient, Added +TOF MS 051

Niax 1,766 counts
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| Formula [ Compound name | Mass

[ Peak RT (min) | Peak area [ Description |

[ c12H10N2 [

| 182.08440 |

0.41 | 1.49963E7 | -

S

ABGAR n

\

) | lon Mass

Measured Mass

Error (mDa)

Error (ppm)

Ret. Time Error (min)

[M+H20-H20]+

13128.65 | 182.08385

182.09119

7.34506

40.34

M+

13128.65 | 182.08385

182.09119

7.34506

40.34

[M+NH4-H20]+

13128.65 | 182.10766

182.09119

-16.46439

-90.42

(M+H]*

1106251.11 1183.09167

183.09084

-0.83694

-4.57

[M+H20]

13490.30 | 200.09441

200.11130

16.88498

84.38

[M+NH4]+

13490.30 | 200.11822

200.11130

-6.92447

-34.60

N
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Sample Name: TG-228 Sample Location: P1-E9 Sample Id: - Operator: Milka

Data File Name: D:\PE Sciex Data\Projects\Farmaceutski fakultet\Data\T

02:36:53 PM
Method: D:\TOF_Data\damethods\Night_Seq_Comp_ident1.anm\efc.xml

G-228_MK140V_pos1.wiff Acq Time: December 02 2011,

Tiax 1 505 ops
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o= o3
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Experiment# : 1
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-
7 Bes , 214
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6.5es

Ty o
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sioua { \
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o =56 a5 556

1Zoo

2200 2400
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1600
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[
3 6041
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L L
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aza aso  ac

Mass

| Peak RT (min) | Peak area I Description]

[ Formula ] Compound name [
0.38 | 2.21091 E6 | —

[ [C19H15IN20 | ~

[ 414.02201 |

Error (ppm)

Ret. Time Error (min)

Abundance (counts)

lon Mass

Measured Mass
415.02942

Error (mDa)
-0.76738

-1.85

Species
[M+H]+

17904.01

415.03018

437.01181

-0.32054

-0.73

36478.79

437.01213

1.04793

2.31

[M+NaJ+
[M+K]+

11040.89

452.98606

452.98711

65



Compound 26
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Sample Name: TG-168 Sample Location: P1-D5 Sample Id: Operator: mILKA

Data File Name: D:\PE Sciex Data\Projec
04:30:02 PM

Farmaceutski fakultet\Data\TG-168_AF140V_pos1.wiff Acq Time: November 14 2011,

Max 2 166 ops.

W Nierged XI1C at | 86 581, 120 066, 256

57,2567 158, 574 155, 276 110, 395

G4, 573 250

Siseer]
] [\
N [\
1 ae6 o \\
B 1 ze |
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a \\\
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a0 e e i e o s o LT R > T N e | ST ]
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W TG S 6 565 16 6 335 Tin o TG 68 AT T30V BPosT Wi AGTenTAGaSa TTGT WS G35 WAE% S ASE SonRE
H
!
|
%o 50 a0 “go0 — azoo 1700 600 1800 2600
W TOT WS 0500 16 0 345 min rom TS T6B AR A0V posT Wil AGentAGaed TTOF MS G A8 “ie= ZAe6 counts
571288
H
i
H \
:
I\
260 @62 | 26a 2én 270 2v2 | ava 76 2%s  2ho | 2hs  oaa
| Formula [ Compound name ] Mass ] Peak RT (min) ] Peak area [ Description ]
[ c15H16N202 | - | 256.12118 | 0.39 | 2.81253 E7 | -
Species | Abundance (counts) | lon Mass | Measured Mass | Error (mDa) | Error (ppm) | Ret. Time Error (min)
[M+H]+ 1533601.20 | 257.12845 257.12879 0.33703 1.31 =
[M+Na]+ 99123.98 | 279.11040 279.11146 1.06470 3.81 -
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Sample Name: MS-313 Sample Location: P1-D6 Sample Id: Operator: Gordana
Data File Name: D:\PE Sciex Data\Projects\Novi Sad\Data\MS-313_MK50V_pos1.wiff Acq Time: April 11 2013, 12:48:29 PM
Method: d:\TOF_Data\damethods\Night Seq_Comp_ident1.anm\efc.xml
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I Formula | Compound name I Mass | Peak RT (min) I Peak area I Description |
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[ Species | Abundance (counts) | lon Mass | Measured Mass | Error (mDa) | Error (ppm) [ Ret. Time Error (min) |
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Sample Name: MS-315 Sample Location: P1-D8 Sample Id: Operator: Gordana

Method: d:\TOF_Data\damethods\Night_Sec

Data File Name: D:\PE Sciex Data\Projects\Novi Sad\Data\MS-315_MK50V. 0s2.wiff Acq Time: April 11 201

ident1.anm\efc.xml
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| Peak RT (min) ] Peak area ] Description ]

[ compound name | Mass
0.53 | 1.50638 E6 | -

| Formula
| 296.15248 |

[ C18H20N202 | —

[ Species I Abundance (counts) ] lon Mass ] Measured Mass | Error (mDa) | Error (ppm) | Ret. Time Error (min) |
I

[v+Hp+ | 44700.62 | 297.15975 | 297.15863 | -1.12193 | -3.78 |
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t Data Parameters
MS-315A
2

1

Date_

Time

INSTRI spect
PROBHD 5 mm BBO BB-1H
PULPROG 29pg30

™ 32768
SOLVENT cnc13

NS 644

0§ 4

SWH 29761.904 Hz
PIDRES 0.908261 Hz
AQ 0.5505024 sec
G 812

oW 16.800 usec
DE 6.50 usec
TE 5

D1 2.00000000 sec
D11 0.03000000 sec
D0 1

== CHANNEL f1 s=sss===
125.8043140 Mz
13c

11.50 usec
32.22800064 W

=nssnnss CHANNEL 2 sessswew

SFO2 500.2618845 Miz

Nuc2 1H

CPDPRG(2 waltzl6
80.00 usec

PLW2 20.77000046 W

PLW12 0.39267001 W

PLW13 0.25130999 W

F2 - Processing parameters

s1 32768

SF 125.7904826 Miz

WOW EM

ssB 0

L8 1.50 Hz

GB o

PC 1.40

U W—— LS — O‘Q

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

PROCNO 1

. AME
Current Data Parameters
) MS-315A
EXPHO 5

F2 - Acquisition Parameters
te_ 2013040/

Da
Time 14.01
INSTRUM spect
PROBHD S mm BBO BB-1H
ppm PULPROG noesygpph

™ 1024
k. SOLVENT coel1l
i 0.0 = o
0§ 16
SuH 4672.897 Kz
L0.5 FIDRES 4.563376 Kz
AQ 0.1095680 sec
RS 128
N 107.000 usec
1.0 0§ 6.50 usec
8 296.0 K
P 0o 0.00009510 sec
L1s 1 2200000000 sec
- & 1.00000000 sec
16 0.00020000 sec
mo 0.00021400 sec
8 20 ~ CHANNEL £1 sasmanes
500.2618845 MHz
11
* 25 9.35 usec
18.70 usec
. =3 27.37999516 W
o 3.0 - TENT CHAMN -
G

ENT CHANNEL
SINE.100
40.00 %
L35 1000.00 usec
L F1 - Acquisition parameters
139
4.0 5¥01 500.2619 Mtz
@ i FIDRES 33.617966 Hz
@ 1] s 9.341 ppm
5% FaMoDE States-TPPI
&3 ] 4.5
L F2 - Processing parsmsters
st
s¢ 500.2600128 Mtz
5.0 WO OSINE
[ @b ssB 2
# ) 0z
o8 0
5.5 P 1.00
F1 - Processing parameters
L 6.0 st 512
& *C2 States-TPPI
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WoH QSINE
6.5 ss8 2
) 0 mz
o8 °
° 7.0
. F7.5
T T T T T T T T T T T T T T T 8.0
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Sample Name: MS-315 Sample Location: P1-D8 Sample Id: Operator: Gordana
Data File Name: D:\PE Sciex Data\Projects\Novi Sad\Data\MS-315_MK50V_pos2.wiff Acq Time: April 11 2013, 01:12:31 PM
Method: d:\TOF_Data\damethods\Night_Seq_Comp_ident1.anm\efc.xml
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[ Formula | Compound name | Mass [ Peak RT (min) [ Peak area [ Description |
[ c18H20N202 | | 296.15248 | 0.53 | 1.50638 E6 |

[ Species | Abundance ( )
[M+H+ | 44700.62

[ lon Mass [ Measured Mass [ Error (mDa) [ Error (ppm) | Ret. Time Error (min) |
[ 297.15975 | 297.15863 | -1.12193 | 378 | - |
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Current Data Parameters
NAME

VM-MS327A

EXPNO 5

PROCNO 1

F2 - Acquisition Parameters

Date_ 3040.

Time 7.1

INSTRUM spec!

PROBHD 5 mm BBO BB-1H

PULPR 29pg30

™D 32768

SOLVENT coci3

NS 5200

Ds 4

s 29761.904 Hz

FIDRES 0.908261 Hz

AQ 0.5505024 sec
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bW 16.800 usec

DE 6.50 usec
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D1 2.00000000 sec
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™0 1
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F2 - Processing parameters
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F1 - Acquisition parameters
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Sample Name: MS-327 Sample Location: P1-D9 Sample Id: Operator: Gordana

Data File Name: D:\PE Sciex Data\Projects\Novi Sad\Data\MS-327_MK50V_pos1.wiff Acq Time: April 11 2013, 12:56:00 PM

Method: d:\TOF_Data\damethods\Night_Seq_Comp_ident1.anm\efc.xml
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| Formula [ Compound name |

Mass

I Peak RT (min) ] Peak area [ Description ]

[c16H18N2

[=

| 238.14700 |

0.52 | 3.30369 E6 | — |

I S

[ Rbundance

[eHe

11230421 | 239.15428 |

-1.08311 | 453 |

ts) [ lon Mass | Measured Mass | Error (mDa) | Error (ppm) | Ret. Time Error (min) |
1 239.15319 |
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