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The indole 1H NMR and 13C NMR chemical shifts are given in Tables 7 and 9-13, respectively. All other chemical shifts that were measured in d6-DMSO, melting points (for 1-25) and yields are also provided here.
Step 1: Analytical data for glyoxalyl chloride derivatives S1 and S2
5-Methoxyindole-3-yl-glyoxalyl chloride (S1). 1 Mp 129-131 ºC (dec.). 1H-NMR: 3.80 (3 H, OCH3, s). 13C-NMR: 180.6 (CO-β), 165.3 (CO-α), 55.3 (OCH3).

Indole-3-yl-glyoxalyl chloride (S2). Mp 132-134 ºC (dec.), lit.: 138 ºC 2, 136 ºC 3, 135 ºC 4, 128 ºC 5, 123-124 ºC 6. 13C-NMR: 181.1 (CO-β), 165.6 (CO-α).

Step 2: Analytical data for N,N-disubstituted glyoxalylamides 1-25
5-Methoxyindole-3-yl-N,N-di-n-butylglyoxalylamide (1). Yield: 1.42 g (4.30 mmol, 82%). Mp 96-98 ºC (aq. EtOH), lit.: 91 ºC. 7 1H-NMR (300 MHz): 3.80 (3 H, OCH3, s), 3.40 (2 H, N-CH2, t, J 7.5 Hz), 3.20 (2 H, N-CH2, t, J 7.5 Hz), 1.60 (2 H, N-CH2CH2, pentet, J 7.4 Hz), 1.49 (2 H, N-CH2CH2, pentet, J 7.4 Hz), 1.35 (2 H, N-CH2-CH2-CH2CH3, sextet, J 7.3 Hz), 1.13 (2 H, N-CH2-CH2-CH2CH3, sextet, J 7.3 Hz), 0.95 (3 H, CH3, t, J 7.3 Hz), 0.74 (3 H, CH3, t, J 7.3 Hz). 13C-NMR (75 MHz): 186.8 (CO-β), 167.9 (CO-α), 55.7 (OCH3), 47.1 and 43.5 (N-CH2), 30.6 and 29.4 (N-CH2CH2), 20.1 and 19.5 (N-CH2-CH2-CH2CH3), 14.1 and 13.7 (CH3).

Indole-3-yl-N,N-di-n-butylglyoxalylamide (2). Yield: 1.32 g (4.39 mmol,  84%). Mp 130-131 ºC, lit.: 131-132 ºC 8 (p. 393). 1H-NMR: 3.40 (2 H, N-CH2, t, J 7.5 Hz), 3.19 (2 H, N-CH2, t, J 7.5 Hz), 1.60 (2 H, N-CH2-CH2, pentet, J 7.3 Hz), 1.49 (2 H, N-CH2-CH2, pentet, J 7.3 Hz), 1.35 (2 H, N-CH2-CH2-CH2-CH3, sextet, J 7.3 Hz), 1.12 (2 H, N-CH2-CH2-CH2-CH3, sextet, J 7.3 Hz), 0.96 (3 H, CH3, t, J 7.3 Hz), 0.73 (3 H, CH3, t, J 7.3 Hz). 13C-NMR (75 MHz): 186.9 (CO-β), 167.8 (CO-α), 47.1 and 43.5 (N-CH2), 29.6 and 29.3 (N-CH2CH2), 20.0 and 19.5 (N-CH2-CH2-CH2CH3), 14.0 and 13.7 (CH3).

5-Methoxyindole-3-yl-N,N-diethylglyoxalylamide (3). Yield: 1.16 g (4.23 mmol, 81 %). Mp 157 ºC, lit.: 158-160 ºC ( 8, p. 523). 1H-NMR (300 MHz): 3.81 (3 H, OCH3, s), 3.44 (2 H, N-CH2, q, J 7.2 Hz), 3.26 (2 H, N-CH2, q, J 7.2 Hz), 1.19 (3 H, CH3, t, J 7.0), 1.08 (3 H, CH3, t, J 7.0). 13C-NMR (75 MHz): 186.8 (CO-β), 167.5 (CO-α), 55.7 (OCH3), 42.0 and 38.4 (N-CH2), 14.5 and 13.1 (CH3).

Indole-3-yl-N,N-diethylglyoxalylamide (4). Yield: 1.01 g (4.13 mmol, 79%). Mp 172-174 ºC, lit.: 171-172 ºC. 9, 10 1H-NMR: 3.45 (2 H, N-CH2, q, J 7.3 Hz), 3.25 (2 H, N-CH2, q, J 7.0 Hz), 1.20 (3 H, CH3, t, J 7.0 Hz), 1.08 (3 H, CH3, t, J 7.0 Hz). 13C-NMR: 187.0 (CO-β), 167.4 (CO-α), and 38.4 (N-CH2), 14.5 and 13.1 (CH3).

5-Methoxyindole-3-yl-N,N-diisobutylglyoxalylamide (5). Yield: 1.37 g (4.14 mmol, 79%). Mp 126-128 ºC. 1H-NMR (300 MHz, CDCl3): 3.81 (3 H, OCH3, s), 3.28 (2 H, N-CH2, d, J 7.5 Hz), 3.10 (2 H, N-CH2, d, J 7.5 Hz), 2.08 (1 H, CH, nonet, J 6.8 Hz), 1.90 (1 H, CH, nonet, J 6.8 Hz ), 0.93 (6 H, CH3, d, J 6.8 Hz), 0.75 (6 H, CH3, d, J 6.8 Hz). 13C-NMR (75 MHz): 186.6 (CO-β), 168.6 (CO-α), 55.7 (OCH3), 54.6 and 50.6 (N-CH2), 26.5 and 26.0 (CH), 20.4 and 20.0 (CH3).

Indole-3-yl-N,N-diisobutylglyoxalylamide (6). Yield: 1.13 g (3.76 mmol, 72%). Mp 139.5-141.5 ºC. 1H-NMR (300 MHz): 3.29 (2 H, N-CH2, d, J 7.5 Hz), 3.09 (2 H, N-CH2, d, J 7.5 Hz), 2.08 (1 H, CH, nonet, J 6.9 Hz), 1.89 (1 H, CH, nonet, J 6.9 Hz), 0.94 (6 H, CH3, d, J 6.5 Hz), 0.74 (6 H, CH3, d, J 6.5 Hz). 13C-NMR (75 MHz): 186.7 (CO-β), 168.5 (CO-α), 54.6 and 50.6 (N-CH2), 26.6 and 26.0 (CH), 20.4 and 20.0 (CH3).

5-Methoxyindole-3-yl-N,N-diisopropylglyoxalylamide (7). Taken from reference. 1 1H-NMR: 3.80 (3 H, OCH3, s), 3.76 (1 H, N-CH, sept, J 6.6 Hz), 3.59 (1 H, N-CH, sept, J 6.8 Hz), 1.47 (6 H, CH3, d, J 6.8 Hz), 1.10 (6 H, CH3, d, J 6.4 Hz). 13C-NMR: 186.4 (CO-β), 167.3 (CO-α), 55.3 (OCH3), 49.8 and 44.7 (N-CH), 20.1 and 20.0 (CH3).

Indole-3-yl-N,N-diisopropylglyoxalylamide (8). Yield: 1.20 g (4.40 mmol, 84%). Mp 205.5-207.5 ºC, lit.: 200-202 ºC 8 (p. 403). 1H-NMR: 3.76 (1 H, N-CH, sept, J 6.5 Hz), 3.61 (1 H, N-CH, sept, J 6.8 Hz), 1.48 (6 H, CH3, d, J 7.0 Hz), 1.11 (6 H, CH3, d, J 6.5 Hz). 13C-NMR: 186.9 (CO-β), 167.6 (CO-α), 50.2 and 45.1 (N-CH), 20.5 and 20.4 (CH3).

5-Methoxyindole-3-yl-N,N-dimethylglyoxalylamide (9). Yield: 800 mg (3.25 mmol, 62%). 25% aqueous dimethylamine solution was used. Mp 221.5-222.5 ºC, lit.: 221.5-222 ºC. 11 1H-NMR: 3.81 (3 H, OCH3, s), 2.99 (3 H, N-CH3, s), 2.92 (3 H, N-CH3, s). 13C-NMR: 186.9 (CO-β), 167.7 (CO-α), 55.6 (OCH3), 37.1 and 33.7 (N-CH3).

Indole-3-yl-N,N-dimethylglyoxalylamide (10). Yield: 621 mg (2.87 mmol, 55%). 25% aqueous dimethylamine solution was used.  Mp 159.5-161 ºC, lit.: 160-161 ºC. 9 1H-NMR: 3.00 (3 H, CH3, s), 2.92 (3 H, CH3, s). 13C-NMR: 187.1 (CO-β), 167.7 (CO-α), 37.1 and 33.7 (N-CH3). 

5-Methoxyindole-3-yl-N,N-di-n-propylglyoxalylamide (11). Yield: 1.30 g (4.30 mmol, 82%). Mp 156 ºC, lit.: 150 ºC 7. 1H-NMR: 3.81 (3 H, OCH3, s), 3.36 (2 H, N-CH2, t, J 7.5 Hz), 3.17 (2 H, N-CH2, t, J 7.7 Hz), 1.64 (2 H, N-CH2-CH2, sextet, J 7.5 Hz), 1.53 (2 H, , N-CH2-CH2, sextet, J 7.5 Hz), 0.93 (3 H, CH3, t, J 7.3 Hz), 0.72 (3 H, CH3, t, J 7.3 Hz). 13C-NMR: 186.8 (CO-β), 168.0 (CO-α), 55.7 (OCH3), 49.1 and 45.5 (N-CH2), 21.7 and 20.5 (N-CH2-CH2), 11.6 and 11.2 (CH3). 

Indole-3-yl-N,N-di-n-propylglyoxalylamide (12). Yield: 1.19 g (4.35 mmol, 83%). Mp 122-124 ºC, lit.: 95-96 ºC 8 (p. 428). 1H-NMR: 3.37 (2 H, N-CH2, t, J 7.5 Hz), 3.17 (2 H, N-CH2, t, J 7.5 Hz), 1.64 (2 H, N-CH2-CH2, sextet, J 7.5 Hz), 1.52 (2 H, N-CH2-CH2, sextet, J 7.5 Hz), 0.93 (3 H, CH3, t, J 7.3 Hz), 0.71 (3 H, CH3, t, J 7.3 Hz). 13C-NMR (75 MHz): 186.9 (CO-β), 167.9 (CO-α), 49.1 and 45.5 (N-CH2), 21.7 and 20.5 (N-CH2-CH2), 11.6 and 11.2 (CH3).

For asymmetrically substituted glyoxalylamides 13-16 and 18-25, partial integrals reflect the presence of major and minor rotamers.

5-Methoxyindole-3-yl-N-ethyl-N-isopropylglyoxalylamide (13). Yield: 1.24 g (4.30 mmol, 82%). Mp 158.5-160 ºC. 1H-NMR: 4.43 (0.3 H, N-CH, sept, J 6.8 Hz), 3.80 (0.7 H, N-CH, sept, J 6.8 Hz), 3.80 (3 H, OCH3, s), 3.36 (1.4 H, N-CH2, q, J 7.9 Hz), 3.24 (0.6 H, N-CH2, q, J 7.9 Hz), 1.28 (1.8 H, CHCH3, d, J 6.8 Hz), 1.23 (2.1 H, CH2CH3, t, J 7.0 Hz), 1.12 (4.2 H CHCH3, d, J 6.8 Hz), 1.08 (0.9 H, CH2CH3, t, J 7.0 Hz). 13C-NMR (75 MHz): 187.1, 186.8 (CO-β), 167.9, 167.5 (CO-α), 55.7 (OCH3), 49.5 and 46.0 (N-CH), 39.0 and 34.6 (N-CH2-CH3), 21.0 and 20.4 (CHCH3), 16.7 and 14.9 (CH2CH3).

Indole-3-yl-N-ethyl-N-isopropylglyoxalylamide (14). Yield: 1.14 g (4.41 mmol, 84%). Mp 148-149.5 ºC, lit.: 149-151 ºC  8 (p. 431). 1H-NMR: 4.44 (0.3 H, CH, sept, J 6.9 Hz), 3.83 (0.7 H, CH, sept, J 6.5 Hz), 3.36 (1.4 H, N-CH2, q, J 7.0 Hz), 3.24 (0.6 H, N-CH2, q, J 7.0 Hz), 1.28 (1.9 H, CHCH3, d, J 7.0 Hz), 1.23 (2 H, CH2-CH3, t, J 7.0 Hz), 1.13 (4.1 H, CHCH3, d, J 6.5 Hz), 1.07 (1 H, CH2-CH3, t, J 7.0 Hz). 13C-NMR (75 MHz): 187.2, 186.9 (CO-β), 167.9, 167.5 (CO-α), 49.5 and 46.0 (N-CH), 39.0 and 34.6 (N-CH2-CH3), 21.0 and 20.3 (N-CH-CH3), 16.7 and 14.8 (N-CH2-CH3).

5-Methoxyindole-3-yl-N-ethyl-N-propylglyoxalylamide (15). Yield: 1.16 g (4.03 mmol, 77%). Mp 124-126.5 ºC. 1H-NMR: 3.80 (3 H, OCH3, s), 3.44 (1.1 H, N-CH2-CH3, q, J 7.0 Hz), 3.36 (0.9 H, N-CH2-CH2, t, J 7.5 Hz), 3.25 (0.9 H, N-CH2-CH3, q, J 7.0 Hz), 3.17 (1.1 H, N-CH2-CH2, t, J 7.5 Hz), 1.64 (1.1 H, N-CH2-CH2, sextet, J 7.5 Hz), 1.53 (0.9 H, N-CH2-CH2, sextet, J 7.5 Hz), 1.19 (1.3 H, N-CH2-CH3, t, J 7.0 Hz), 1.08 (1.7 H, N-CH2-CH3, t, J 7.0 Hz), 0.93 (1.7 H, N-CH2-CH2-CH3, t, J 7.3 Hz), 0.72 (1.3 H, N-CH2-CH2-CH3, t, J 7.5 Hz). 13C-NMR: 186.9, 186.8 (CO-β), 167.8, 167.6 (CO-α), 55.6 (OCH3), 48.8 and 45.0 (N-CH2-CH2), 42.3 and 38.9 (N-CH2-CH3), 21.8 and 20.6 (N-CH2-CH2), 14.4 and 12.9 (N-CH2-CH3), 11.7 and 11.2 (CH2-CH2-CH3).

Indole-3-yl-N-ethyl-N-propylglyoxalylamide (16). Yield: 1.10 g (4.24 mmol, 81%). Mp 113-115.5 ºC. 1H-NMR: 3.45 (0.9 H, N-CH2-CH3, q, J 7.2 Hz), 3.37 (1.1 H, N-CH2-CH2, t, J 7.5 Hz), 3.25 (1.1 H, N-CH2-CH3, q, J 7.0 Hz), 3.17 (0.9 H, N-CH2-CH2, t, J 7.5 Hz), 1.64 (1.1 H, N-CH2-CH2, sextet, J 7.5 Hz), 1.52 (0.9 H, N-CH2-CH2, sextet, J 7.5 Hz), 1.19 (1.4 H, N-CH2-CH3, t, J 7.3 Hz), 1.07 (1.6 H, N-CH2-CH3, t, J 7.0 Hz), 0.93 (1.6 H, N-CH2-CH2-CH3, t, J 7.5 Hz), 0.71 (1.4 H, CH2-CH2-CH3, t, J 7.5 Hz). 13C-NMR: 187.0, 186.9 (CO-β), 167.8, 167.6 (CO-α), 48.8 and 45.0 (N-CH2-CH2), 42.3 and 38.9 (N-CH2-CH3), 21.8 and 20.6 (N-CH2-CH2), 14.4 and 12.9 (N-CH2-CH3), 11.7 and 11.2 (N-CH2-CH2-CH3).

5-Methoxyindole-3-yl-N-isopropylglyoxalylamide (17). Yield: 1.10 g (4.24 mmol, 81%). Mp 220-221 ºC, lit.: 214 ºC 7. 1H-NMR (300 MHz): 8.51 (1 H, NHiPr, d, J 8.3 Hz, ex D2O), 4.02 (1 H, N-CH, sep, J 6.6 Hz), 3.80 (3 H, OCH3, s), 1.16 (6 H, CH3, d, J 6.4 Hz). 13C-NMR (75 MHz): 182.9 (CO-β), 163.3 (CO-α), 55.6 (OCH3), 40.8 (N-CH), 22.3 (CH3).

5-Methoxyindole-3-yl-N-methyl-N-ethylglyoxalylamide (18). Yield: 1.17 g (4.50 mmol, 86%. Mp 146-148 ºC. 1H-NMR (300 MHz): 3.81 (3 H, OCH3, s), 3.47 (0.8 H, N-CH2, q, J 7.2 Hz), 3.26 (1.2 H, N-CH2, q, J 7.2 Hz), 2.97 (1.7 H, N-CH3, s), 2.90 (1.3 H, N-CH3, s), 1.17 (1.3 H, CH3, t, J 7.2 Hz), 1.09 (1.7 H, CH3, t, J 7.0 Hz). 13C-NMR (75 MHz): 186.9, 186.9 (CO-β), 167.5, 167.3 (CO-α), 55.7 (OCH3), 44.3 and 40.8 (N-CH2), 34.5 and 30.9 (N-CH3), 13.7 and 12.1 (CH3).

Indole-3-yl-N-methyl-N-ethylglyoxalylamide (19). Yield: 1.03 g (4.49 mmol, 86%). Mp 143.5-145.5 ºC. 1H-NMR: 3.47 (0.9 H, N-CH2, q, J 7.2 Hz), 3.26 (1.1 H, N-CH2, q, J 7.2 Hz), 2.97 (1.7 H, N-CH3, s), 2.89 (1.3 H, N-CH3, s), 1.17 (1.3 H, CH2-CH3, t, J 7.3 Hz), (1.7 H, CH2-CH3, t, J 7.0 Hz). 13C-NMR: 187.1 (CO-β), 167.7, 167.3 (CO-α), 44.4 and 40.8 (N-CH2-CH3), 34.5 and 31.0 (N-CH3), 13.7 and 12.2 (N-CH2-CH3).

5-Methoxyindole-3-yl-N-methyl-N-isobutylglyoxalylamide (20). Yield: 954 mg (3.31 mmol, 63%). Mp 133-135 ºC. 1H-NMR: 3.80 (3 H, OCH3, s), 3.28 (1 H, N-CH2, d, J 7.5 Hz), 3.07 (1 H, N-CH2, d, J 7.5 Hz), 2.96 (1.4 H, N-CH3, s), 2.90 (1.6 H, N-CH3, s), 2.04 (0.6 H, CH, nonet, J 7.0 Hz), 1.93 (0.4 H, CH, nonet, J 7.0 Hz), 0.93 (3.1 H, CH3, d, J 6.5 Hz), 0.75 (2.9 H, CH3, d, J 6.5 Hz). 13C-NMR 187.0, 186.7 (CO-β), 168.2, 168.0 (CO-α), 56.7 and 53.1 (N-CH2), 55.6 (OCH3), 35.6 and 31.8 (N-CH3), 26.4 and 26.1 (CH), 20.2 and 19.9 (CH3).

Indole-3-yl-N-methyl-N-isobutylglyoxalylamide (21). Yield: 894 mg (3.46 mmol, 66%). Mp 162-164 ºC. 1H-NMR: 3.28 (0.9 H, N-CH2, d, J 8.0 Hz), 3.06 (1.1 H, N-CH2, d, J 7.5 Hz), 2.97 (1.7 H, N-CH3, s), 2.89 (1.3 H, N-CH3, s), 2.05 (0.4 H, CH, nonet, J 7.0 Hz), 1.93 (0.6 H, CH, nonet, J 7.0 Hz), 0.93 (2.6 H, CH3, d, J 6.5 Hz), 0.74 (3.4 H, CH3, d, J 6.5 Hz). 13C-NMR: 187.1, 186.8 (CO-β), 168.1, 168.0 (CO-α), 56.7 and 53.1 (N-CH2), 35.6 and 31.8 (N-CH3), 26.4 and 26.0 (N-CH), 20.2 and 19.9 (CH-CH3).

5-Methoxyindole-3-yl-N-methyl-N-isopropylglyoxalylamide (22). Yield: 1.29 g (4.70 mmol, 90%). Mp 198.5-200.0 ºC. 1H-NMR: 4.70 (0.3 H, CH, sept, J 6.8 Hz), 3.85 (0.7 H, CH, sept, J 6.8 Hz), 3.81 (3 H, OCH3, s), 2.85 (2 H, N-CH3, s), 2.76 (1 H, N-CH3, s), 1.18 (2 H, CH-CH3, d, J 7.2 Hz), 1.12 (4 H, CH3, d, J 6.5 Hz). 13C-NMR: 187.2, 187.0 (CO-β), 167.6, 167.4 (CO-α), 55.6 (OCH3), 49.0 and 43.6 (N-CH), 28.8 and 24.9 (N-CH3), 20.1 and 19.2 (CH3).

Indole-3-yl-N-methyl-N-isopropylglyoxalylamide (23). Yield: 1.05 g (4.30 mmol, 82%. Mp 159.5-161.0 1H-NMR: 4.72 (0.3 H, CH, sept, J 6.8 Hz), 3.84 (0.7 H, CH, sept, J 6.5 Hz), 2.86 (2 H, N-CH3, s), 2.76 (1 H, N-CH3, s), 1.18 (2 H, CH-CH3, d, J 6.5 Hz), 1.11 (4 H, CH3, d, J 6.5 Hz). 13C-NMR: 187.2, 187.1 (CO-β), 167.6, 167.3 (CO-α), 49.0 and 43.6 (N-CH), 28.8 and 24.8 (N-CH3), 20.1 and 19.1 (CH3).

5-Methoxyindole-3-yl-N-methyl-N-propylglyoxalylamide (24). Yield: 1.02 g (3.73 mmol, 71%). Mp 125-127 ºC. 1H-NMR: 3.81 (3 H, OCH3, s), 3.40 (0.9 H, N-CH2, t, J 7.5 Hz), 3.19 (1.1 H, N-CH2, t, J 7.5 Hz), 2.97 (1.6 H, N-CH3, s), 2.90 (1.4 H, N-CH3, s), 1.62 (0.9 H, N-CH2-CH2-CH3, sextet, J 7.4 Hz), 1.54 (1.1 H, N-CH2-CH2-CH3, sextet, J 7.4 Hz), 0.92 (1.4 H, CH3, t, J 7.5 Hz), 0.72 (1.6 H, CH3, t, J 7.5 Hz). 13C-NMR (75 MHz): 186.9, 186.8 (CO-β), 168.0, 167.7 (CO-α), 55.7 (OCH3), 51.0 and 47.5 (N-CH2), 35.0 and 31.4 (N-CH3), 21.1 and 19.9 (N-CH2-CH2-CH3), 11.5 and 11.1 (CH3).

Indole-3-yl-N-methyl-N-propylglyoxalylamide (25). Yield: 950 mg (3.89 mmol, 75%). Mp 100.5-102.5 ºC. 1H-NMR: 3.40 (1 H, N-CH2, t, J 7.5 Hz), 3.19 (1 H, N-CH2, t, J 7.3 Hz), 2.97 (1.6 H, N-CH3, s), 2.90 (1.4 H, N-CH3, s), 1.62 (1 H, N-CH2-CH2-CH3, sextet, 7.5 Hz), 1.54 (1 H, N-CH2-CH2-CH3, sextet, 7.4 Hz), 0.93 (1.4 H, CH3, t, J 7.5 Hz), 0.72 (1.6 H, CH3, t, J 7.3 Hz). 13C-NMR (75 MHz): 187.1, 186.9 (CO-β), 167.9, 167.7 (CO-α), 51.0 and 47.5 (N-CH2), 35.0 and 31.4 (N-CH3), 21.1 and 19.9 (N-CH2-CH2-CH3), 11.5 and 11.0 (CH3).

Step 3: Analytical data for N,N-disubstituted tryptamines 1a-25a
5-Methoxy-N,N-di-n-butyltryptamine (1a). Yield: 418 mg (1.38 mmol, 92%). 1H-NMR (300 MHz): 3.76 (3 H, OCH3, s), 2.80-2.73 (2 H, CH2-β, m), 2.68-2.62 (2 H, CH2-α, m), 2.47 (4 H, N-CH2, t, J 7.2 Hz), 1.41 (4 H, N-CH2-CH2, pentet, J 7.3 Hz), 1.30 (4 H, N-CH2-CH2-CH2, sextet, J 7.3 Hz), 0.89 (6 H, CH3, t, J 7.2 Hz). 13C-NMR (75 MHz): 55.6 (OCH3), 54.5 (CH2-α), 53.5 (N-CH2), 29.3 (N-CH2-CH2), 22.7 (CH2-β), 20.4 (N-CH2-CH2-CH2), 14.3 (CH3).

N,N-Di-n-butyltryptamine (2a). Yield: 361 mg (1.33 mmol, 89%). 1H-NMR (300 MHz): 2.80-2.74 (2 H, CH2-β, m), 2.69-2.63 (2 H, CH2-α, m), 2.45 ( 4 H, N-CH2, t, J 7.2 Hz), 1.39 (4 H, N-CH2-CH2, pentet, J 7.2 Hz), 1.28 (4 H, N-CH2-CH2-CH2, sextet, J 7.3 Hz), 0.87 (6 H, CH3, t, J 7.2 Hz). 13C-NMR: 54.9 (CH2-α), 53.5 (N-CH2), 29.5 (N-CH2-CH2), 22.9 (CH2-β), 20.4 (N-CH2-CH2-CH2), 14.3 (CH3).

5-Methoxy-N,N-diethyltryptamine (3a). Yield: 351 mg (1.28 mmol, 85%). 1H-NMR (300 MHz): 3.76 (3 H, OCH3, s), 2.79-2.73 (2 H, CH2-β, m), 2.71-2.65 (2 H, CH2-α, m), 2.58 ( 4 H, N-CH2, q, J 7.0 Hz), 1.01 (6 H, CH3, t, J 7.2 Hz). 13C-NMR (75 MHz): 55.6 (OCH3), 55.3 (CH2-α), 46.6 (N-CH2), 22.6 (CH2-β), 12.0 (CH3).

N,N-Diethyltryptamine (4a). Yield: 286 mg (1.32 mmol, 88%). 1H-NMR (300 MHz): 2.81-2.74 (2 H, CH2-β, m), 2.70-2.63 (2 H, CH2-α, m), 2.55 (4 H, N-CH2, q, J 7.3 Hz), 0.98 (6 H, CH3, t, J 7.2 Hz). 13C-NMR (75 MHz): 53.8 (CH2-α), 46.7 (N-CH2), 21.4 (CH2-β), 12.3 (CH3).

5-Methoxy-N,N-diisobutyltryptamine (5a). Yield: 414 mg (1.37 mmol, 91%). 1H-NMR (300 MHz): 3.74 (3 H, OCH3, s), 2.78-2.72 (2 H, CH2-β, m), 2.67-2.60 (2 H, CH2-α, m), 2.19 (4 H, N-CH2, d, J 7.2 Hz), 1.71 (2 H, CH, nonet, J 6.8 Hz), 0.88 (12 H, CH3, d, J 6.4 Hz). 13C-NMR (75 MHz): 67.3 (N-CH2), 55.7 (CH2-α), 55.6 (OCH3), 26.7 (CH), 22.7 (CH2-β),  21.1 (CH3).

N,N-Diisobutyltryptamine (6a). Yield: 312 mg (1.15 mmol, 77%). 1H-NMR: 2.81-2.77 (2 H, CH2-α, m), 2.65-2.61 (2 H, CH2-β, m), 2.19 (4 H, N-CH2, d, J 7.5 Hz), 1.70 (2 H, CH, nonet, J 6.7 Hz), 0.88 (12 H, CH3, d, J 6.5 Hz). 13C-NMR: 63.7 (N-CH2), 56.0 (CH2-α), 26.7 (CH), 22.9 (CH2-β),  21.1 (CH3).

5-Methoxy-N,N-diisopropyltryptamine (7a): 1 Taken from reference. 1 1H-NMR (300 MHz): 3.74 ( 3 H, OCH3, s), 3.04 (2 H, N-CH, sept, J 6.4 Hz), 2.69 (2 H, CH2-β, m), 2.60 (2 H, CH2-β, m), 1.00 (12 H, CH3, d, J 6.4 Hz). 13C-NMR (75 MHz): 55.6 (OCH3), 48.6 (N-CH), 46.3 (CH2-α), 27.9 (CH2-β), 20.9 (CH3).

N,N-Diisopropyltryptamine (8a). Yield: 327 mg (1.34 mmol, 89%). 1H-NMR (300 MHz): 3.05 (2 H, N-CH, sept, J 6.5 Hz), 2.76-2.71 (2 H, CH2-β, m), 2.66-2.60 (2 H, CH2- α, m), 1.00 (12 H, CH3, d, J 6.4 Hz). 13C-NMR (75 MHz: 48.5 (N-CH), 46.5 (CH2-α), 28.2 (CH2-β), 21.1 (CH3).

5-Methoxy-N,N-dimethyltryptamine (9a). Yield: 289 mg (1.32 mmol, 88%). 1H-NMR: 3.76 (3 H, OCH3, s), 2.78 (2 H, CH2-β, t, J 7.8 Hz), 2.51 (2 H, CH2-α, t, J 7.8 Hz), 2.23 (6 H, CH3, s). 13C-NMR: 60.3 (CH2-α), 55.7 (OCH3), 45.5 (CH3), 23.5 (CH2-β).

N,N-Dimethyltryptamine (10a). Yield: 257 mg (1.37 mmol, 93%). 1H-NMR (300 MHz): 2.82 (2 H, CH2-β, t, J 8.0 Hz), 2.51 (2 H, CH2-α, t, J 7.9 Hz), 2.21 (6 H, CH3, s). 13C-NMR: 60.4 (CH2-α), 45.5 (CH3), 23.5 (CH2-β).

5-Methoxy-N,N-di-n-propyltryptamine (11a). Yield: 359 mg (1.31 mmol, 87%). 1H-NMR (300 MHz): 3.76 (3 H, OCH3, s), 2.79-2.74 (2 H, CH2-β, m), 2.70-2.65 (2 H, CH2-α, m), 2.45 (4 H, N-CH2, t, J 7.2 Hz), 1.45 (4 H, N-CH2-CH2, sextet, J 7.3 Hz), 0.87 (6H, CH3, t, J 7.2 Hz). 13C-NMR (75 MHz): 55.8 (N-CH2), 55.6 (OCH3), 54.7 (CH2-α), 22.8 (CH2-β), 20.4 (N-CH2-CH2), 12.2 (CH3).

N,N-Di-n-propyltryptamine (12a). Yield: 302 mg (1.24 mmol, 83%). 1H-NMR: 2.81-2.77 (2 H, CH2-β, m), 2.69-2.65 (2 H, CH2-α, m), 2.44 (4 H, N-CH2, t, J 7.3 Hz), 1.43 (4 H, N-CH2-CH2, sextet, J 7.3 Hz), 0.87 (6H, CH3, t, J 7.3 Hz). 13C-NMR: 55.9 (N-CH2), 55.0 (CH2-α), 22.9 (CH2-β), 20.5 (N-CH2-CH2), 12.2 (CH3).
5-Methoxy-N-ethyl-N-isopropyltryptamine (13a). Yield: 352 mg (1.35 mmol, 90%). 1H-NMR (300 MHz): 3.75 (3 H, OCH3, s), 2.99 (1 H, N-CH, sept, J 6.5 Hz), 2.76-2.69 (2 H, CH2-β, m), 2.65-2.58 (2 H, CH2-α, m), 2.51 (2 H, N-CH2, q, J 7.0 Hz), 1.02 (3 H, N-CH2-CH3, t, J 7.2 Hz), 0.97 (6H, CH3, d, J 6.8 Hz). 13C-NMR: 55.6 (OCH3), 50.4 (CH2-α), 50.1 (N-CH), 43.8 (N-CH2-CH3), 25.5 (CH2-β), 18.7 (N-CH-CH3), 14.8 (N-CH2-CH3).

N-Ethyl-N-isopropyltryptamine (14a). Yield: 317 mg (1.38 mmol, 92%). 1H-NMR: 2.98 (1 H, N-CH, sept, J 6.7 Hz),  2.78-2.74 (2 H, CH2-β, m), 2.63-2.59 (2 H, CH2-α, m), 2.52 (2 H, N-CH2, q, J 7.0 Hz), 1.02 (3 H, N-CH2-CH3, t, J 7.0 Hz), 0.96 (6H, CH3, d, J 6.5 Hz). 13C-NMR: 50.7 (CH2-α), 50.2 (N-CH), 44.0 (N-CH2-CH3), 25.7 (CH2-β), 18.7 (N-CH-CH3), 14.9 (N-CH2-CH3).

5-Methoxy-N-ethyl-N-propyltryptamine (15a). Yield: 361 mg (1.39 mmol, 93%). 1H-NMR (300 MHz): 3.75 (3 H, OCH3, s), 2.78-2.73 (2 H, CH2-β, m), 2.68-2.63 (2 H, CH2-α, m), 2.56 (2 H, N-CH2-CH3, q, J 7.3 Hz), 2.43 (2 H, N-CH2-CH2, t, J 7.3 Hz), 1.43 (2 H, N-CH2-CH2, sextet, J 7.4 Hz), 0.99 (3 H, N-CH2-CH3, t, 7.2 Hz), 0.86 (3 H, N-CH2-CH2-CH3, t, J 7.3 Hz). 13C-NMR (75 MHz): 55.6 (OCH3), 55.3 (N-CH2-CH2), 54.1 (CH2-α), 47.3 N-CH2-CH3), 21.4 (CH2-β), 20.5 (N-CH2-CH2), 12.3 (N-CH2-CH3), 12.2 (CH3).

N-Ethyl-N-propyltryptamine (16a). Yield: 323 mg (1.40 mmol, 93%). 1H-NMR (300 MHz): 2.82-2.76 (2 H, CH2-β,  m), 2.71-2.65 (2 H, CH2-α, m), 2.57 (2 H, N-CH2-CH3, q, J 7.2 Hz), 2.44 (2 H, N-CH2-CH2, t, J 7.3 Hz), 1.43 (2 H, N-CH2-CH2, sextet, J 7.4 Hz), 0.99 (3 H, N-CH2-CH3, t, J 7.2 Hz), 0.85 (3 H, N-CH2-CH2-CH3, t, J 7.3 Hz). 13C-NMR (75 MHz): 55.2 (N-CH2-CH2), 54.2 (CH2-α), 47.2 (N-CH2-CH3), 22.7 (CH2-β), 20.2 (N-CH2-CH2), 12.2 (N-CH2-CH3), 12.1 (CH3).

5-Methoxy-N-isopropyltryptamine (17a). Yield: 217 mg (0.93 mmol, 62%) as a black gum. 1H-NMR: 3.75 (3 H, OCH3, s), 2.77 (4 H, CH2-α, CH2-β, s), 2.77 (1 H, CH, sept, J 6.2 Hz), 0.97 (6 H, CH3, d, J 6.0 Hz). 13C-NMR (75 MHz): 55.7 (OCH3), 48.3 (N-CH), 48.0  (CH2-α), 26.1 (CH2-β), 23.3 (CH3).

5-Methoxy-N-methyl-N-ethyltryptamine (18a). Yield: 301 mg (1.30 mmol, 87%). 1H-NMR (300 MHz): 3.75 (3 H, OCH3, s), 2.78 (2 H, CH2-β, t, 7.9 Hz), 2.57 (2 H, CH2-α, t, J 7.9 Hz), 2.43 (2 H, N-CH2, q, J 7.0 Hz), 2.23 (3 H, N-CH3, s),  1.00 (3H, CH3, t, J 7.2 Hz). 13C-NMR (75 MHz): 57.9 (CH2-α), 55.7 (OCH3), 51.1 (N-CH2), 41.6 (N-CH3), 23.1 (CH2-β), 12.6 (CH3). 

N-Methyl-N-ethyltryptamine (19a). Yield: 241 mg (1.19 mmol, 79%). 1H-NMR (300 MHz): 2.83 (2 H, CH2-α, t, J 7.9 Hz), 2.60 (2 H, CH2-β, t, J 7.9 Hz), 2.44 (2 H, N-CH2, q, J 7.0 Hz), 2.24 (3 H, N-CH3, s), 1.01 (3H, CH3, t, J 7.2 Hz). 13C-NMR (75 MHz): 58.1 (CH2-α), 51.1 (N-CH2), 41.6 (N-CH3), 23.1 (CH2-β), 12.6 (CH3).

5-Methoxy-N-methyl-N-isobutyltryptamine (20a). Yield: 359 mg (1.38 mmol, 92%). 1H-NMR (300 MHz): 3.76 (3 H, OCH3, s), 2.78 (2 H, CH2-β, t, J 7.7 Hz), 2.57 (2 H, CH2-α, t, J 7.9 Hz), 2.23 (3 H, N-CH3, s), 2.12 (2 H, N-CH2, d, J 7.2 Hz), 1.75 (CH, nonet, J 6.8 Hz), 0.87 (6 H, CH3, d, J 6.8 Hz). 13C-NMR (75 MHz): 66.0 (N-CH2), 58.7 (CH2-α), 55.6 (OCH3), 42.7 (N-CH3), 26.1 (N-CH), 22.9 (CH2-β), 21.1 (CH3).

N-Methyl-N-isobutyltryptamine (21a). Yield: 322 mg (1.40 mmol, 93%). 1H-NMR (300 MHz): 2.87-2.82 (2 H, CH2-β, t, 8.1 Hz), 2.67-2.62 (2 H, CH2-α, t, 7.9 Hz), 2.29 (3 H, N-CH3, s), 2.21 (2 H, N-CH2, d, J 7.2 Hz), 1.77 (CH, nonet, J 6.8 Hz), 0.87 (6 H, CH3, d, J 6.8 Hz). 13C-NMR (75 MHz): 65.6 (N-CH2), 58.7 (CH2-α), 42.5 (N-CH3), 25.9 (N-CH), 22.7 (CH2-β), 21.1 (CH3).

5-Methoxy-N-methyl-N-isopropyltryptamine (22a). Yield: 322 mg (1.31 mmol, 87%). 1H-NMR: 3.76 (3 H, OCH3, s), 2.86 (1 H, N-CH, sept, J 6.5 Hz), 2.77 (2 H, CH2-β, t, J 7.8 Hz), 2.61 (2 H, CH2-α, t, J 7.8 Hz), 2.23 (3 H, N-CH3, s), 0.96 (6 H, CH3, d, J 6.5 Hz). 13C-NMR: 55.6 (OCH3), 54.3 (CH2-α), 53.2 (N-CH), 36.8 (N-CH3), 21.4 (CH2-β), 18.1 (CH3).

N-Methyl-N-isopropyltryptamine (23a). Yield: 300 mg (1.39 mmol, 93%). 1H-NMR: 2.84 (1 H, N-CH, sept, J 6.5 Hz), 2.79 (2 H, CH2-β, t, J 8.0 Hz), 2.60 (2 H, CH2-α, t, J 7.8 Hz), 2.23 (3 H, N-CH3, s), 0.96 (6 H, CH3, d, J 7.0 Hz). 13C-NMR: 54.5 (CH2-α), 53.2 (N-CH), 36.8 (N-CH3), 24.2 (CH2-β), 18.1 (CH3).

5-Methoxy-N-methyl-N-propyltryptamine (24a). Yield: 312 mg (1.27 mmol, 85%). 1H-NMR (300 MHz): 3.76 (3 H, OCH3, s), 2.79 (2 H, CH2-β, t, J 7.7 Hz), 2.59 (2 H, CH2-α, t, J 7.9 Hz), 2.35 (2 H, N-CH2-CH2, t, J 7.3 Hz), 2.25 (3 H, N-CH3, s), 1.45 (2 H, N-CH2-CH2, sextet, J 7.4 Hz), 0.87 (3 H, CH3, t, J 7.3 Hz). 13C-NMR (75 MHz): 59.3 (N-CH2), 58.3 (CH2-α), 55.7 (OCH3), 42.1 (N-CH3), 23.0 (CH2-β), 20.4 (N-CH2-CH2), 12.2 (CH3).

N-Methyl-N-propyltryptamine (25a). Yield: 296 mg (1.37 mmol, 91%). 1H-NMR: 2.82 (2 H, CH2-β, t, J 7.8 Hz), 2.59 (2 H, CH2-α, t, J 7.8 Hz), 2.33 (2 H, N-CH2, t, J 7.3 Hz), 2.24 (3 H, N-CH3, s), 1.44 (2 H, N-CH2-CH2, sextet, J 7.4 Hz), 0.87 (3 H, CH3, t, J 7.5 Hz). 13C-NMR: 59.4 (N-CH2), 58.6 (CH2-α), 42.2 (N-CH3), 23.1 (CH2-β), 20.4 (N-CH2-CH2), 12.1 (CH3).

Table S1 CID mass spectra of the synthesised N,N-disubstituted glyoxalylamides 1-25 using ESI-TQ-MS-MS in positive mode
	Relative intensity (%) of generated product ions at CE = 10 eV a

5-Methoxy-N,N-disubstituted glyoxalylamides (5MGs)

Other fragments m/z  (%)

Compound

1

5

7

11

13

15

20

3

22

24

18

17

9

[M+H]+ 

(%)
331 (17)

331 (19)

303 (11)

303 (10)

289 (9)

289 (6)

289 (6)

275 (4)

275 (6)

275 (2)

261 (2)

261 (5)

247 (4)

Base peak b

 m/z

174

174

174

174

174

174

174

174

174

174

174

174

174

[HNR2R3+H]+ 

 (%)

130 (63)

130 (49)

102 (21)

102 (29)

88 (17)

88 (16)

88 (8)

74 (6)

74 (4)

74 (1)

--

--

--

[CONR2R3]+  

(%)

156 (9)

156 (6)

128 (4)

128 (4)

114 (2)

114 (3)

114 (2)

100 (1)

100 (1)

100 (1)

--

--

--

--

--

261 (9)

--

--

--

--

--

--

159 (1), 146 (1)

--

--

--

Unsubstituted-N,N-disubstituted glyoxalylamides (UGs)

Other fragments m/z  (%)

Compound

2

6

8

12

14

16

21

4

23

25

19

10

[M+H]+ 

(%)
301 (10)

301 (16)

273 (10)

273 (7)

259 (6)

259 (7)

259 (6)

245 (5)

245 (7)

245 (5)

231 (5)

217 (4)

Base peak b

 m/z

144

144

144

144

144

144

144

144

144

144

144

144

[HNR2R3+H]+ 

(%)

130 (50)

130 (47)

102 (18)

102 (37)

88 (22)

88 (26)

88 (19)

74 (10)

74 (8)

74 (8)

60 (3)

--

[CONR2R3]+ 

(%)

156 (12)

156 (11)

128 (4)

128 (8)

114 (4)

114 (5)

114 (3)

100 (4)

100 (3)

100 (2)

86 (2)

--

--

--

231 (14)

--

--

--

--

--

--

--

--

--




Protonated molecular ions [M+H]+ were mass-selected in quadrupole 1 (Q1) and subjected to CID by the application of a collision energy of 10 eV in the second rf-only quadrupole (q2). Fragments were scanned in quadrupole 3 (Q3). a  CE: Collision energy. b Base peak which corresponds to the 5-methoxy-  (m/z 174) or unsubstituted (m/z 144)  [indole-CO+H]+ fragment, respectively. An increased collision energy leads to their fragmentation (see text and Scheme 2B for details).
[image: image1.wmf]
Fig. S1 GC-MS chromatograms. A A mixture of unsubstituted N,N-disubstituted tryptamines. B A mixture of 5-methoxy-N,N-disubstituted tryptamines. Retention times and chemical structures are summarised in Table 1. For experimental conditions refer to the Instrumentation section. Coeluting tryptamines 23a/25a and 22a/24a can be differentiated by their mass spectra (see text for details). Each peak corresponds to ca. 10 ng on column.

Table S2 Optimisation of the collision energies for some key ion transitions of compounds 1-25 and 1a-25a using ESI-TQ-MS-MS in positive mode
	5-Methoxy-N,N-disubstituted glyoxalylamides

Unsubstituted N,N-disubstituted glyoxalylamides

Compound

1

3

5

7

9

11

13

15

17

18

20

22

24

[M+H]+

331

275

331

303

247

303

289

289

261

261

289

275

275

→ m/z 174  (CV/-eV) a
13.50

 9.50

13.50

13.00

 8.00

11.50

11.50

10.50

 9.00

 9.50

10.00

 9.50

 9.00

Compound

2

4

6

8

10

12

14

16

19

21

23

25

[M+H]+

301

245

301

273

217

273

259

259

231

259

245

245

→ m/z 144  (CV/-eV) a
12.50

10.00

13.50

13.00

 8.00

12.00

11.50

11.00

 8.50

10.00

13.50

 9.00

5-Methoxy-N,N-disubstituted tryptamines

Unsubstituted N,N-disubstituted tryptamines

Compound

1a

3a

5a

7a

9a

11a

13a

15a

17a

18a

20a
22a

24a

[M+H]+

303

247

303

275

219

275

261

261

233

233

261

247

247

→ [CH2NR2R3]+   
  (CV/-eV) b
→ 142 (12.50)

→ 86   (13.50)
→ 142 (13.50)

→ 114 (12.50)

→ 58   (10.00)

→ 114 (13.50)

→ 100 (12.50)

→ 100 (12.50)

→ 72   (12.50)

→ 72   (11.50)

→ 100 (12.50)

→ 86   (12.00)

→ 86   (11.50)
→ m/z 174  (CV/-eV) b
18.50

16.50

20.00

16.50

11.00

18.00

16.50

17.00

11.00

13.50

17.00

15.00

14.50

Compound

2a

4a

6a

8a

10a

12a

14a

16a

19a

21a

23a

25a

[M+H]+

273

217

273

245

189

245

231

231

203

231

217

217

→ [CH2NR2R3]+

  (CV/-eV) b
→ 142 (12.50)

→ 86   (10.50)
→ 142 (13.00)

→ 114 (12.50)

→ 58    (9.50)

→ 114 (12.50)

→ 100 (12.00)

→ 100 (11.00)

→ 72   (10.50)

→ 100 (12.00)

→ 86   (11.00)

→ 86    (8.50)
→ m/z 144  (CV/-eV) b
22.50

16.50

21.50

18.50

12.50

18.50

18.50

18.50

15.50

18.00

17.00

12.00




 Collision energies in eV at which maximum signal intensity is achieved using ESI-triple quadrupole tandem mass spectrometry. a For glyoxalylamides 1-25 the key ion transition that yields maximum signal intensity is represented by the dissociation of the protonated molecular ion [M+H]+ into an indole-oxo-methylene fragment (see text and Scheme 2 for details). b For tryptamines 1a-25a the appropriate transitions are represented by two dissociations: [M+H]+ → iminium ion  CH2N+R2R3 after β-cleavage and [M+H]+ →  vinylindole fragment after α –cleavage (refer to text for details).
[image: image2.wmf]
Fig. S2 Representative example of an asymmetrically substituted glyoxalylamide, 5-methoxyindole-3-yl-N-methyl-N-isopropylglyoxalylamide, and its impact on the 1H NMR spectrum. Due to restricted rotation within the amide group the NMR spectrum shows a duplication of peaks for the side chain signals. Steric effects lead to the predominance of one major rotamer, presumably represented by an anti-periplanar orientation towards the amide group. The formation of unequal rotamer populations is observed as unequivalent, i.e partial, integrals. The estimation (± 2%) is based on the peak height of the proton signals. The spectrum was obtained using a DPX 400 MHz spectrometer at 300 ºK in d6-DMSO.
Table S3 1H-NMR chemical shifts (in CDCl3 at 300 MHz, unless otherwise stated) δ of the indolic protons of the synthesised tryptamines 1a-25a  in ppm

	Compound a

NH-1, mu b
H-2, mu, J c
H-4, mu, J

H-5, mu, J

H-6, mu, J

H-7, mu, J

5-Methoxy

1a 

3a 

5a 

7a 

9a d

11a 

13a

15a 

17a d
18a 

20a 

22a c

24a 

Unsubstituted

2a 

4a 

6a d

8a

10a 

12a d

14a d

16a 

19a 

21a

23a d

25a d

7.91, br s

8.00, br s

7.80, br s

7.94, br s

8.06, br s

7.89, br s

7.93, br s

7.95, br s

7.95, br s

8.03, br s

7.89, br s

8.20, br s

8. 04, br s

8. 05, br s

8. 15, br s

7.90, br s

7.92, br s

8. 19, br s

8. 07, br s

8. 06, br s

8. 13, br s

8.30, br s

8. 04, br s

8. 13, br s

8. 13, br s

7.00, d, 2.3
7.02, d, 2.3
6.98, d, 2.5
6.99, d, 2.3
7.00, d, 2.5
7.00, d, 2.3

7.01, d, 2.0

7.00, d, 2.0

7.02, d, 2.5

7.00, d, 2.0

7.01, d, 2.3

6.98, d, 2.3

6.99, d, 2.3

7.01, d, 2.3

7.00, d, 2.3

7.00, d, 2.0

6.93, d, 2.3

7.00, d, 2.0

7.01, d, 2.5

7.02, d, 2.0

6.91, d, 2.3

6.98, d, 2.3

7.05, d, 1.5

7.01, d, 2.3

7.00, d, 1.9

7.05, d, 2.3
7.08, d, 2.3

7.03, d, 2.5

7.06, d, 2.6

7.05, d, 2.5

7.05, d, 2.3

7.06, d, 2.5

7.05, d, 2.5

7.07, d, 2.5

7.05, d, 2.5

7.05, d, 2.3

7.05, d, 2.6

7.05, d, 2.3

7.61, d, 7.2

7.61, d, 7.5

7.60, d, 7.5

7.54, d, 7.2

7.62, d, 8.0

7.61, d, 7.5

7.62, d, 8.0

7.53, d, 7.2

7.62, d, 8.3

7.61, d, 7.9

7.62, d, 7.2

7.61, d, 7.2

-

-

-

-

-

-

-

-

-

-

-

-

-

7.11, td, 7.5, 1.2

7.11, td, 7.3, 1.1

7.11, t, 7.5

7.04, td, 7.4, 1.1

7.12, t, 7.0

7.12, td, 7.5, 1.0

7.12, t, 7.8

7.05, t, 7.4

7.11, td, 7.5, 1.1

7.12, t, 7.3

7.12, td, 7.3, 1.1

7.11, td, 7.3, 1.0

6.85, dd, 8.9, 2.5
6.87, dd, 8.9, 2.3
6.85, dd, 9.0, 2.5
6.85, dd, 8.9, 2.4

6.85, dd, 8.5, 2.5

6.85, dd, 8.9, 2.4

6.85, dd, 8.5, 2.5

6.85, dd, 8.5, 2.5

6.86, dd, 8.5, 2.5

6.85, dd, 8.5, 2.5

6.85, dd, 8.7, 2.6

6.84, dd, 8.7, 2.6

6.85, dd, 8.9, 2.4

7.18, td, 7.6, 1.2

7.18, td, 7.4, 1.2

7.18, t, 7.0

7.11, td, 7.6, 1.2

7.18, t, 7.5

7.19, td, 7.5, 1.0

7.19, t, 7.5

7.11, t, 7.6

7.18, td, 7.5, 1.3

7.19, t, 7.5

7.19, td, 7.6, 1.1

7.18, td, 7.8, 1.3

7.24, d, 9.4

7.26, d, 9.0

7.23, d, 8.5

7.24, d, 8.7

7.24, d, 8.5

7.25, d, 9.4

7.25, d, 9.0

7.24, d, 9.0

7.25, d, 8.5

7.24, d, 9.0

7.24, d, 8.7

7.22, d, 9.0

7.24, d, 9.0

7.35, d, 7.5

7.34, d, 7.9

7.34, d, 8.0

7.27, d, 7.9

7.34, d, 8.0

7.34, d, 8.0

7.35, d, 8.0

7.26, d, 7.9

7.33, d, 7.9

7.36, d, 8.3

7.35, d, 7.5

7.35, d, 7.9




a The top group of compounds are for the 5-methoxy-N,N-disubstituted tryptamines, whereas the bottom group of compounds are for the unsubstituted  N,N-disubstituted tryptamines (5-H). b Multiplicity. c Coupling constant in Hz. d  400 MHz.

Table S4 13C-NMR chemical shifts (in CDCl3 at 75 MHz) δ of the indolic carbons of the synthesised tryptamines 1a-25a  in ppm 

	Compound a

C-2 

C-3

C-3a

C-4

C-5

C-6 b

C-7 b

C-7a

5-Methoxy

1a 
3a 
5a 
7a

9a

11a 
13a

15a 
17a 

18a 
20a 
22a

24a 
Unsubstituted

2a

4a 
6a

8a

10a

12a

14a

16a

19a 
21a

23a

25a 

122.6

122.6

122.6

122.5

122.8

122.6

122.6

122.6

123.1

122.7

122.7

122.7

122.7

121.8

121.8

121.7

121.7

121.9

121.8

121.8

121.8

121.9

122.0
121.8

121.8

115.2

114.7

115.3

115.4

114.1

114.9

115.1

115.1

114.0

114.6

114.9

114.7

114.6

115.2

115.1

115.6

115.7

114.7

115.3

115.4

115.0

114.9

114.6

115.1

115.0

128.3

128.3

128.4

128.4

128.2

128.4

128.4

128.4

128.2

128.3

128.4

128.3

128.3

128.0

128.0

128.1

128.0

127.9

128.0

128.0

127.9

127.9

127.9

128.0

127.9

101.1

101.1

101.2

101.3

101.1

101.2

101.2

101.2
101.0

101.1

101.2

101.2

101.2

119.2

119.2

119.3

119.4

119.2

119.2

119.3

119.2

119.2

119.2

119.3

119.2

154.3

154.3

154.2

154.2

154.3

154.3

154.2

154.2
154.2
154.3
154.2
154.2
154.3
119.5

119.6

119.5

119.5

119.6

119.5

119.6

119.5

119.5

119.6

119.6

119.5

112.2

112.2

112.1

112.2

112.2

112.1

112.2

112.2

112.2

112.3

112.1

112.2

112.2

122.3

122.3

122.2

122.2

122.3

122.3

122.3

122.2

122.3

122.3

122.3

122.3

112.5

112.5

112.3

112.4

112.5

112.4

112.4

112.4

112.5

112.5
112.4
112.4
112.4
111.5

111.5

111.4

111.4

111.5

111.5

111.5

111.5

111.5

111.6

111.5

111.5

131.8

131.8

131.8

131.8

131.8

131.8

131.8

131.8

131.9

131.8

131.8

131.9

131.8

136.6

136.7

136.6

136.6

136.7

136.6

136.6

136.6

136.7

136.6

136.7

136.7




a The top group of compounds are for the 5-methoxy-N,N-disubstituted tryptamines, whereas the bottom group of compounds are for the unsubstituted  N,N-disubstituted tryptamines (5-H). b C-6/C-7 may be interchanged for the top group.
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