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Supplementary Data

S1 Experimental

S1.1
Synthesis of 7-azidocoumarin (4)
S.1.1
Ethyl 3-hydroxyphenylcarbamate (1)
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To a solution of 3-aminophenol (4.0 g, 36.86 mmol, 1 equiv) in EtOAc (100 mL) was added ClCO2Et (ethyl chloroformate) (1.77 mL, 18.43 mmol, 0.5 equiv) and the resulting white suspension was heated under reflux overnight, the reaction evolution being verified by TLC (CH2Cl2-MeOH, 10 : 0.5, v/v). The reaction mixture was cooled at rt and white precipitate formed was removed by filtration and washed with EtOAc (3 × 25 mL). The filtrate was then concentrated under reduced pressure to give the desired compound as a white solid which required no further purification (3.57 g, yield 54%). Rf (CH2Cl2-MeOH, 10 : 0.5, v/v) = 0.5; 1H NMR (300 MHz, CD3OD):  = 9.00 (1H, s br, OH), 7.05 (1H, dd overlayed peaks, ArH β OH, 3J = 8.1 and 8.1 Hz), 7.03 (1H, s br, ArH α OH α NH), 6.81 (1H, dd, ArH α NH, J = 7.9 and 1.1 Hz), 6.46 (1H, m, ArH α OH), 4.87 (1H, s br, NH), 4.15 (2H, q, OCH2CH3, J = 7.0 Hz), 1.28 (3H, t, OCH2CH3, J = 7.0Hz); 13C NMR (75.5 MHz, CD3OD):  = 158.9, 156.0, 141.3, 130.5, 111.1, 110.9, 107.1, 61.8, 14.9; MS (ESI, negative mode): m/z 180.20 [M - H]-, calcd mass for C9H11NO3 181.19; elemental analysis (%) calcd for C9H11NO3: C, 59.66; H, 6.12; N, 7.73; found: C, 59.61; H, 6.12; N, 7.72.
S.1.2
2-(7-(Ethoxycarbonylamino)-2-oxo-2H-chromen-4-yl)acetic acid (2)
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To a cooled (0 °C) solution of phenol 1 (0.915 g, 5.05 mmol, 1 equiv) in conc. sulfuric acid (70%, 20 mL) was added in portions under vigorous stirring 1,3-acetonedicarboxylic acid (0.812 g, 5.55 mmol, 1.1 equiv). The reaction mixture was stirred at 0 °C for further 2 h and then allowed to warm up and stirred at rt overnight. The reaction mixture was then poured onto ice (~ 50 g) and stirred for 30 min. The precipitate was recovered by filtration, washed with deionized water (3 × 50 mL), Et2O (3 × 50 mL) and again with deionized water (3 × 50 mL), and dried under vacuum to provide the desired product as a pale pink solid (0.607 g, 2.08 mmol, yield 41%). 1H NMR (300 MHz, acetone-d6): 9.15 (1H, s br, NH), 7.70 (1H, d, CHcoum, J = 2.1 Hz), 7.69 (1H, d, CHcoum, J = 8.7 Hz), 7.48 (1H, dd, CHcoum, J = 8.7 and 2.1Hz), 6.33 (1H, s, CHcoumCO), 4.19 (2H, q, OCH2CH3, J = 7.1 Hz), 3.92 (2H, s, ArcoumCH2CO), 1.25 (3H, t, OCH2CH3, J = 7.1 Hz); 13C NMR (75.5 MHz, acetone-d6):  170.6, 160.7, 155.7, 154.2, 149.9, 143.9, 126.7, 115.1 (2C), 114.9, 105.8, 61.7, 37.7, 14.8; MS (ESI, negative mode): m/z 580.73 [2M - H]-, calcd mass for C14H13NO6 291.26; elemental analysis (%) calcd: C, 57.73; H, 4.50; N, 4.81; found: C, 56.71; H, 4.52; N, 4.66.
S.1.3
2-(7-Amino-2-oxo-2H-chromen-4-yl)acetic acid (3)
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To a solution of sodium hydroxide (2.51 g, 62.8 mmol, 10 equiv) in deionized water (16.5 mL) was added carbamate 2 (1.83 g, 6.28 mmol, 1 equiv). The reaction mixture was stirred under reflux for 24 h, then cooled at 0 °C and then conc. H2SO4 (96%) was added dropwise to pH ~ 2. The formation of a fine yellow precipitate was observed. Therafter, the reaction mixture was added to ice (~ 100 g) and warmed up to rt. The precipitate was filtered to give the desired product as a yellow solid (1.0 g, yield 73%). 1H NMR (300 MHz, acetone-d6): 7.44 (1H, d, CHcoum, J = 8.7 Hz), 7.66 (1H, dd, CHcoum, J = 8.7 and 2.2 Hz), 7.54 (1H, d, CHcoum, J = 2.2 Hz), 6.05 (1H, s, CHcoumCO), 3.80 (2H, s, ArcoumCH2CO); 13C NMR (75.5 MHz, acetone-d6): 170.8, 161.4, 157.1, 153.6, 150.4, 127.0, 112.1, 111.1, 110.0, 100.3, 37.9; MS (APCI, positive mode): m/z 176.18 [M-CO2 + H]+, calcd mass for C11H9NO4 219.20. Decarboxylation occurred during the ionization process within the APCI probe.
S.1.4
2-(7-Azido-2-oxo-2H-chromen-4-yl)acetic acid (4)
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To a cooled solution of amino acid 3 (350 mg, 1.60 mmol) in HCl 12 N (12 mL) was added dropwise 25% aq. NaNO2 (530 L). After stirring for 30 min, 25% aq. NaN3 (500 L) was added and the resulting reaction mixture was stirred at rt for 48 h. The precipitate was filtered and washed with Et2O to give the desired 7-azidocoumarin 4 as a beige solid (287 mg, 73%). 1H NMR (300 MHz, DMSO-d6): 12.8 (s, 1H, OH), 7.70 (d, 1H, CHcoum = 8.0 Hz), 7.17 (d, 1H, CHcoum, J = 2.0 Hz), 7.12 (dd, 1H, CHcoum, J = 8.0 and 2.0 Hz), 6.44 (s, 1H, CHcoumCO), 3.91 (s, 2H, ArcoumCH2CO); 13C NMR (75.5 MHz, DMSO- d6):  170.5, 159.5, 154.2, 149.7, 143.4, 127.2, 116.1, 115.7, 115.0, 107.0, 37.3; IR (KBr): ν = 3064, 2102, 1728, 1692, 1614, 1393, 1311, 1255, 1239, 1169, 1114, 990, 886, 819, 745, 622 cm-1; MS (ESI, negative mode): m/z 511.00 [2M + Na - 2H]-,  calcd for C11H7N3O4 245.04.
S1.2
Synthesis of 2-fluororesorcinol
This compound was prepared from 2,3,4-trifluoronitrobenzene by using a 4-step synthetic procedure adapted from literature protocols:
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2-Fluoro-1,3-dimethoxy-4-nitrobenzene (S1) 
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A solution of 2,3,4-trifluoronitrobenzene (0.4 g, 2.26 mmol, 1 equiv) in dry methanol (6 mL) was added dropwise during 30 min to a solution of sodium methoxide (2.2 equiv, 25% in MeOH, prepared in situ by adding fresh cutted sodium (0.114 g, 4.97 mmol) to 1.5 mL of dry methanol) under an argon atmosphere at 0 °C. The resulting reaction mixture was stirred at 0 °C for further 1 h and then at rt for 6 h, monitored by TLC (cyclohexane-EtOAc, 8 : 2, v/v). The reaction was then quenched with 1.0 M aq. citric acid (0.3 mL, 0.1 equiv) and the solvent was removed under reduced pressure. The residue was dissolved in Et2O (100 mL), washed with 1.0 M aq. citric acid (2 × 100 mL) and brine (100 mL), dried over anhydrous Na2SO4, concentrated, and purified by flash column chromatography (cyclohexane-EtOAc, 8 : 2, v/v) to yield the desired product as pale crystals (0.45 g, yield 98%). Rf (cyclohexane-EtOAc, 8 : 2, v/v) = 0.4; 1H NMR (300 MHz, CDCl3):  = 7.68 (1H, dd, ArH γ F, J = 9.4 and 2.3 Hz), 6.53 (1H, dd, ArH β F, J = 9.4 and 7.7 Hz), 4.02 (3H, s, OCH3 α NO2), 3.94 (3H, s, OCH3 γ NO2) ; 13C NMR (75.5 MHz, CDCl3):  = 153.2 (d, J = 9 Hz), 146.2 (d, J = 250 Hz), 144.1 (d, J = 12 Hz), 137.1, 121.0 (d, J = 4 Hz), 106.3 (d, J = 2 Hz), 62.8, 56.8; 19F NMR (282.5 MHz, CDCl3):  = -148.88.
3-Fluoro-2,4-dimethoxyaniline (S2)
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To a solution of 2-fluoro-1,3-dimethoxy-4-nitrobenzene S1 (0.29 g, 1.44 mmol, 1 equiv) in THF (15 mL), was added SnCl2·2H2O (1.95 g, 8.65 mmol, 6 equiv), and 6 mL 2.0 M aq. HCl (8 equiv). The resulting reaction mixture was heated under reflux overnight. The reaction evolution was monitored by TLC (cyclohexane-EtOAc, 5 : 5, v/v). The reaction mixture was cooled at rt, concentrated under reduced pressure, and then the pH was adjusted to 8-9 by the addition of saturated aq. NaHCO3. The resulting aqueous mixture was extracted with CH2Cl2 (5 × 50 mL). Combined organic phases were dried over anhydrous Na2SO4 and concentrated to give the expected aniline as a brown-yellow oil (0.22 g, yield 89%) which required no further purification. Rf (cyclohexane-EtOAc, 7 : 3, v/v) = 0.3; 1H NMR (300 MHz, CDCl3):  = 6.53 (1H, dd overlayed peaks, ArH γ F, J = 8.7 and 8.7Hz), 6.40 (1H, dd, ArH β F, J = 8.7 and 2.1 Hz), 3.92 (3H, s, OCH3 γ NH2), 3.80 (3H, s, OCH3 α NH2), 3.56-3.58 (2H, s br, NH2); 13C NMR (75 MHz, CDCl3): δ 146.9 (d, J = 244 Hz), 141.1 (d, J  = 9 Hz), 136.4 (d, J  = 11 Hz), 134.5 (d, J = 3 Hz), 109.1 (d, J  = 4 Hz), 108.9 (d, J  = 2 Hz), 60.9, 57.3; 19F NMR (282.5 MHz, CDCl3): δ -152.69;  MS (ESI, positive mode): m/z 172.18 [M + H]+, calcd mass for C8H10FNO2 171.17; elemental analysis (%) calcd: C, 56.14; H, 5.89; N, 8.18; found: C, 56.12; H, 5.81; N, 8.11.
2-Fluoro-1,3-dimethoxybenzene (S3)
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A 0.3 M solution of 3-fluoro-2,4-dimethoxyaniline S2 (0.22 g, 1.28 mmol, 1 equiv) in 4.0 M aq. HCl was cooled at 0 °C, and treated with a cold solution of NaNO2 (0.93 g, 1.35 mmol, 1.05 equiv) in deionized water. The resulting diazonium salt solution was stirred for further 30 min at 0 °C and then hypophosphorous acid (H3PO2 50% aqueous solution, 2.67 mL, 20 equiv) was added over 5 min and the mixture was stirred at rt for further 2 h and then diluted with deionized water (50 mL). The reaction was neutralised with aqueous NaOH (1.0 M), and extracted with Et2O (3 × 50 mL). The combined organic phases were washed with water (50 mL), brine (50 mL), dried over anhydrous Na2SO4 and concentrated. The resulting residue was purified by flash column chromatography (cyclohexane-EtOAc, 9 : 1, v/v) to provide the expected product as a beige oil (0.125 g, yield 62%). Rf (cyclohexane-EtOAc, 9 : 1, v/v) = 0.4; 1H NMR (300 MHz, CDCl3):  = 6.97 (1H, dt, ArH γ F, J = 8.3 and 2.3 Hz), 6.60 (2H, dd, 2ArH β F, J = 8.3 and 7.3 Hz), 3.87 (6H, 2OCH3); 13C NMR (75.5 MHz, CDCl3):  = 148.6 (2C, d, J = 8 Hz), 142.7 (d, J = 243 Hz), 123.2 (d, J = 5 Hz), 105.9 (2C). 56.5 (2C); 19F NMR (282.5 MHz, CDCl3):  = -152.65; elemental analysis (%) calcd: C, 60.64; H, 5.81; found: C, 61.5; H, 5.41.
2-Fluororesorcinol
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mmol, 1 equiv) in dry CH2Cl2 (6 mL) at rt under an argon atmosphere was added dropwise BBr3 (3 equiv) over 20 min. The resulting reaction mixture was stirred at rt overnight and the evolution was monitored by TLC (cyclohexane-EtOAc, 7 : 3, v/v). The reaction mixture was cooled to 0 °C and was carefully quenched with deionized water (50 mL), and the resulting mixture was stirred until all precipitate dissolved. The resulting mixture was extracted with Et2O (3 × 50mL), and the organic layer was washed with brine (50 mL), dried over anhydrous Na2SO4, and concentrated. The crude was purified by flash chromatography (cyclohexane-EtOAc, 8 : 2, v/v) to provide the expected product as a white solid (93 mg, yield 95%). Rf (cyclohexane-EtOAc, 7 : 3, v/v) = 0.3;
1H NMR (300 MHz, CD3OD):  = 6.88 (1H, dt, ArH γ F, J = 8.1 and 2.1 Hz), 6.55 (2H, dd overlayed peaks, 2ArH β F, J = 8.1 and 7.9Hz), 5.12 (2H, br s, 2OH); 13C NMR (75.5 MHz, CD3OD):  = 144.1 (2C, d, J = 12 Hz), 140.8 (d, J = 228 Hz), 124.4 (d, J = 5 Hz), 109.1 (2C); 19F NMR (282.5 MHz, CDCl3): δ -164.7; MS (ESI, negative mode): m/z 127.77 [M - H]-, calcd mass for C6H5FO2 128.10; elemental analysis (%) calcd: C, 56.26; H, 3.93; found: C, 56.26; H, 3.94.
S1.3
Synthesis of 7-hydroxycoumarins
S1.3.1
2-(7-Hydroxy-2-oxo-2H-chromen-4-yl)acetic acid (9)
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To a cooled (0 °C) solution of resorcinol (0.5 g, 4.54 mmol, 1 equiv) in conc. sulfuric acid (70%, 20 mL) was added in portions with vigorous stirring 1,3-acetonedicarboxylic acid (0.73 g, 5.0 mmol, 1.1 equiv). The reaction mixture was stirred at 0 °C for further 2 h and then allowed to warm up and stirred overnight at rt. The reaction mixture was poured onto ice (~ 50 g) and stirred for 30 min. The precipitate was recovered by filtration, washed with deionized water (3 × 10 mL), Et2O (3 × 25 mL) and dried under vacuum to provide the desired product as a pale yellow solid (0.44 g, yield 44%). Rf (CH2Cl2-MeOH, 8.5 : 1.5, v/v) = 0.3; 1H NMR (300 MHz, CD3OD):  = 7.55 (1H, d, CHcoum, J  = 8.7 Hz), 6.79 (1H, dd, CHcoum, J = 8.7 and 2.3 Hz), 6.70 (1H, d, CHcoum, J = 2.3 Hz), 6.20 (1H, s, CHcoumCO), 3.82 (2H, s, ArcoumCH2CO); 13C NMR (75 MHz, CH3OD):  = 172.7, 163.5, 163.1, 156.8, 151.9, 127.5, 114.4, 113.2, 113.1, 103.6, 38.2; MS (ESI, negative mode): m/z 219.00 [M - H]-, calcd mass for C11H8O5 220.18.
2-(8-Fluoro-7-hydroxy-2-oxo-2H-chromen-4-yl)acetic acid (10)
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To a cooled (0 °C) solution of 2-fluororesorcinol (0.5 g, 3.9 mmol, 1 equiv) in conc. sulfuric acid (80%, 50 mL) was added in portions with vigorous stirring 1,3-acetonedicarboxylic acid (0.627 g, 4.29 mmol, 1.1 equiv). The reaction mixture was stirred at 0 °C for further 1 h and then at rt overnight. The reaction mixture was then poured onto ice (~ 100 g) and stirred for further 30 min. The precipitate formed was recovered by filtration, then washed with deionized water (3 × 10 mL), then dissolved in a mixture of EtOAc-Et2O and the resulting organic solution was dried over anhydrous Na2SO4 and concentrated. The resulting residue was purified by flash column chromatography (cyclohexane-EtOAc with a step gradient from 6 : 4 to 3 : 7, v/v) to give the desired product as a beige solid (0.456 g, yield 49%). 1H NMR (300 MHz, acetone-d6):  = 7.36 (1H, d, CHcoum γ F, J = 8.9 Hz), 6.98 (1H, dd, CHcoum β F, J = 8.9 Hz), 6.29 (1H, s, CHcoumCO), 3.87 (2H, s, ArcoumCH2CO); 13C-NMR (75.5 MHz, acetone-d6):  = 170.1, 159.7, 150.1 (1C, C-4), 149.1 (d, J = 9 Hz), 144.4, 139.7 (d, J = 242 Hz), 121.2 (d, J = 4 Hz), 114.2 (2C), 113.6, 37.8. 19F NMR (282.5 MHz, acetone-d6):  = 17.01; MS (APCI, negative mode): m/z 193.40 [M-CO2 - H]-, calcd mass for C11H7FO5 238.17; Decarboxylation occurred during the ionization process within the APCI probe.
2-(6-Chloro-7-hydroxy-2-oxo-2H-chromen-4-yl)acetic acid (11)
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To a cooled (0 °C) solution of 4-chlororesorcinol (0.5 g, 3.46 mmol, 1 equiv) in conc. sulfuric acid (80%, 20 mL) was added in portions with vigorous stirring 1,3-acetonedicarboxylic acid (0.55 g, 3.80 mmol, 1.1 equiv). The reaction mixture was stirred at 0 °C for further 1 h and then overnight at rt. The reaction mixture was poured onto ice (~ 100 g) and stirred for further 30 min. The precipitate was recovered by filtration, then washed with deionized water (3 × 10 mL), then dissolved in a mixture of EtOAc-Et2O and the resulting organic solution thus obtained was dried over anhydrous Na2SO4 and concentrated. The resulting residue was purified by flash column chromatography (cyclohexane-EtOAc, 6 : 4, v/v) to give the desired product as a white solid (0.338 g, yield 38%). Rf (cyclohexane-EtOAc, 6 : 4, v/v) = 0.4; 1H NMR (300 MHz, acetone-d6):  = 7.63 (1H, s, CHcoum α Cl), 6.81 (1H, s, CHcoum β Cl), 6.22 (1H, s, CHcoumCO), 3.69 (2H, s, ArcoumCH2CO); 13C NMR (75 MHz, acetone-d6):  = 172.5, 162.6, 158.1, 154.9, 150.9, 127.1, 119.3, 114.4, 113.7, 104.7, 38.8.
Methyl 2-(8-fluoro-7-hydroxy-2-oxo-2H-chromen-4-yl)acetate (13)
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Method using a Lewis acid: A mixture of 2-fluororesorcinol (0.424 g, 3.31 mmol, 1 equiv), dimethyl 1,3-acetonedicarboxylate (0.576 g, 3.31 mmol, 1 equiv) and samarium(III) nitrate hexahydrate (0.294 g, 0.66 mmol, 0.2 equiv) was heated at 80 °C under an argon atmosphere for 18 h. The resulting dark red oil was dissolved in EtOAc (150 mL) and washed with deionized water (50 mL) and brine (50 mL). The organic layer was dried over anhydrous Na2SO4 and concentrated. The crude solid was purified by flash column chromatography (cyclohexane-EtOAc with a step gradient from 7 : 3 to 5 : 5, v/v) to give the desired product as a pale yellow solid (83 mg, yield 10%).   

Methyl 2-(6-chloro-7-hydroxy-2-oxo-2H-chromen-4-yl)acetate (14)
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Method using a Lewis acid: A mixture of 4-chlororesorcinol (0.5 g, 3.46 mmol, 1equiv), dimethyl 1,3-acetonedicarboxylate (0.6 g, 3.46 mmol, 1 equiv) and samarium(III) nitrate hexahydrate (0.307 g, 0.69 mmol, 0.2 equiv) was heated at 80 °C under an argon atmosphere for 18 h. The resulting dark red oil was dissolved in EtOAc (50 mL) and washed with deionized water (50 mL) and brine (50 mL). The organic layer was dried over anhydrous Na2SO4 and concentrated. The crude solid thus obtained was purified by flash column chromatography (cyclohexane-EtOAc, 6 : 4, v/v) to give the desired product as pale pink solid (90 mg, 0.34 mmol, yield 10%).   
Methyl 2-(7-(benzylamino)-8-fluoro-2-oxo-2H-chromen-4-yl)acetate (19)
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To a suspension of Pd2(dba)3 (71 mg, 0.078 mmol, 0.1 equiv) and Xantphos (90 mg, 0.156 mmol, 0.2 equiv) in DME (5 mL) was added a solution of aryl triflate 17 (300 mg, 0.78 mmol, 1 equiv) in 15 mL of DME and the resulting violet-dark red suspension was further stirred at rt for 10 min. Then, benzylamine (0.1 mL, 0.94 mmol, 1.2 equiv) and anhydrous K2CO3 (151 mg, 1.09 mmol, 1.4 equiv) were added and the suspension was further degassed under an argon flow for 15 min before heating at 70-75 °C. The reaction was checked for completion by TLC (cyclohexane-EtOAc, 6 : 4, v/v and CH2Cl2-Et2O, 20 : 0.5, v/v). Thereafter, the reaction mixture was cooled to rt, filtered on a Celite® pad which was washed with EtOAc (3 ( 50 mL) and Et2O (3 ( 50 mL) and the filtrate was concentrated. The crude thus obtained was purified by flash column chromatography (cyclohexane-EtOAc, 7.5 : 2.5, v/v) to give the desired product as a yellow-orange solid (86 mg, yield 32%). Rf (cyclohexane-EtOAc, 6 : 4, v/v) = 0.5; 1H NMR (300 MHz, acetone-d6):  = 7.23-7.44 (6H, m, 5ArH, CHcoum γ F), 6.66 (1H, dd, CHcoum β F, J = 7.7 and 0.9 Hz), 6.48-6.58 (1H, s br, NH), 6.11 (1H, s, CHcoumCO), 4.59 (2H, d, ArCH2NH, J = 5.7 Hz), 3.84 (2H, s, ArcoumCH2CO), 3.65 (3H, s, OCH3); 13C NMR (75.5 MHz, acetone-d6):  = 170.2, 159.9, 150.2, 143.3 (d, J = 9 Hz), 140.7 (d, J = 9 Hz), 140.0, 138.2 (d, J = 240 Hz), 129.4 (2C), 127.9, 127.8 (2C), 121.6 (d, J = 4 Hz), 111.8, 110.3, 108.6 (d, J = 3 Hz), 52.7, 47.1, 37.8; 19F NMR (282.5 MHz, acetone-d6):  = 16.14; MS (ESI, positive mode): m/z 342.40 [M + H]+, calcd mass for C19H16FNO4 341.34; elemental analysis (%) calcd : C, 66.86; H, 4.72; N, 4.10; found: C, 71.17; H, 5.03; N, 3.69.
Methyl 2-(7-(benzylamino)-6-chloro-2-oxo-2H-chromen-4-yl)acetate(20)
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Method 1: To a suspension of Pd2(dba)3 (69 mg, 0.075 mmol, 0.1 equiv) and Xantphos (87 mg, 0.15 mmol, 0.2 equiv) in DME (5 mL) was added a solution of aryl triflate 18 (300 mg, 0.75 mmol, 1 equiv) in 15 mL DME and the resulting violet-dark red suspension was further stirred at rt for 10 min. Then, benzylamine (98 L, 0.9 mmol, 1.2 equiv) and anhydrous K2CO3 (145 mg, 1.05 mmol, 1.4 equiv) were added and the suspension was further degassed under an argon flow for 15 min before heating at 70-75 °C. The reaction was checked for completion by TLC (cyclohexane-EtOAc, 6 : 4, v/v, and CH2Cl2-Et2O, 20 : 0.5, v/v). Thereafter, the reaction mixture was cooled to rt, filtered on Celite® pad which was washed with EtOAc (3 ( 50 mL) and Et2O (3 ( 50 mL) and the filtrate was concentrated. The crude thus obtained was purified by flash column chromatography (cyclohexane-EtOAc with a step gradient from 7 : 3 to 6 : 4) to give the desired product as a pale yellow solid (102 mg, yield 38%).
Method 2: To a suspension of Pd(OAc)2 (10 mg, 0.046 mmol, 0.1 equiv) and BINAP (57 mg, 0.092 mmol, 0.2 equiv) in THF (10 mL) was added a solution of aryl triflate 18 (183 mg, 0.46 mmol, 1 equiv) in 10 mL THF and the resulting suspension was further stirred at rt for 10 min. Then, benzylamine (60 L, 0.55 mmol, 1.2 equiv) and anhydrous Cs2CO3 (208 mg, 0.64 mmol, 1.4 equiv) were sequentially added and the suspension was further degassed under an argon flow for 15 min before heating under reflux. The reaction was checked for completion by TLC (cyclohexane-EtOAc, 6 : 4 and CH2Cl2-Et2O, 9 : 0.5, v/v). Thereafter, the reaction mixture was cooled to rt, filtered on Celite® pad which was washed with Et2O (3 ( 75 mL) and the filtrate was concentrated. The crude thus obtained was purified by flash column chromatography (cyclohexane-EtOAc, 6.5 : 3.5, v/v) to give the desired product as a pale yellow solid (56 mg, yield 34%). Rf (cyclohexane-EtOAc, 6.5 : 3.5, v/v) = 0.4; 1H NMR (300 MHz, CDCl3):  = 7.48 (1H, d, CHcoum α Cl, J = 0.9 Hz), 7.18-7.37 (5H, m, 5ArH), 6.49 (1H, d, CHcoum β Cl, J = 0.9 Hz), 6.10 (1H, s, CHcoumCO), 5.32 (1H, t, NH, J = 5.6 Hz), 4.44 (2H, d, ArCH2NH, J = 5.6 Hz), 3.73 (3H, s, OCH3), 3.66 (2H, s, ArcoumCH2CO); 13C NMR (75.5 MHz, CDCl3):  = 169.3, 161.3, 154.7, 147.7, 146.8, 137.0, 129.1 (2C), 128.0, 127.3 (2C), 124.6, 116.1, 112.2, 109.6, 98.5, 52.9, 47.7, 37.9; MS (ESI, positive mode): m/z 358.27 [M + H]+, calcd mass for C19H16ClNO4 357.80; elemental analysis (%)calcd: C, 63.78; H, 4.51; N, 3.91; found: C, 67.11; H, 4.62; N, 3.70.
S2 LC-MS analysis of aryl azide 7 after 6 months of storage
RP-HPLC elution profile with the following conditions : Surveyor Plus HPLC system coupled with the LCQ Advantage MAX mass spectrometer with the following conditions: RP-HPLC (Thermo Hypersil GOLD C18 column, 5 m, 2.1 ( 150 mm) with CH3CN and 0.1% aq; formic acid (FA) as eluents [90% FA (5 min) followed by linear gradient from 10 to 90% (32 min) of CH3CN] at a flow rate of 0.25 mL/min. UV detection was achieved at 254 nm.
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ESI mass spectrum recorded for the peak at tR = 25.8 in the positive mode with the following conditions : full scan, 150-1000 a.m.u., data type: centroid, sheat gas flow rate: 60 arb unit, aux/sweep gas flow rate: 20, spray voltage: 4.5 kV, capillary temp: 270 °C, capillary voltage: +10 V,  tube lens offset: 0 V).
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