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Synthesis and characterization of intermediates and ligands

General procedure for the synthesis of 2-fluoro- and 2-chloro-6-hydroxybenzoic acid
2,6-Difluorobenzoic acid or 2-chloro-6-fluorobenzoic acid were respectively dissolved in 26 eq. of DMSO.
After addition of 4 eq. of finely powdered NaOH, the reaction mixture was vigorously stirred at 130 °C for
12 h. Then, the solvent was removed in vacuo. The crude product was dissolved in 50 mL of 2 M HCI and
extracted three times with 20 mL of CH2Clz. The organic layers were combined and dried over anhydrous
Na2S0s. The solvent was then evaporated to afford the pure crystalline respective substituted salicylic ac-
ids.

2-Fluoro-6-hydroxybenzoic acid (6-F-SA)

Colorless crystals; yield: 41%. 'H NMR (400 MHz, acetone-de): ©=7.51 (ddd, °]=8.4 Hz, °=8.4 Hz,
Jur=6.1 Hz, 1H, Ar-H4), 6.79 (ddd, °]]J=85Hz ¢ =1.1Hz °%ur=11Hz 1H, Ar-H3), 6.70 (ddd,
Jur=11.0Hz, =83 Hz 4=11Hz 1H, Ar-H5). B3C NMR (101 MHz, acetone-ds): 0=171.47 (d,
3Jcr=3.1 Hz, -CO:H), 164.46 (d, ®Jcr = 3.6 Hz, C2), 163.46 (d, 'Jcr =258.7 Hz, C6), 136.54 (d, 3Jcr =12.3 Hz,
C4), 113.99 (d, ¥Jcr = 3.4 Hz, C3), 107.47 (d, FJcr = 23.2 Hz, C5), 103.56 (d, ¥Jcr =13.5 Hz, C1).

2-Chloro-6-hydroxybenzoic acid (6-CI-SA)

Colorless crystals; yield: Colorless crystals; yield: 61%. 'H NMR (200 MHz, CDCls): d = 11.8 (s, 1H, OH),
7.37 (dd, 3] =8.4 Hz, 3] =8.4 Hz, 1H, Ar-H4), 7.02 (dd, 3] =7.8 Hz, 4 =1.4 Hz, 1H, Ar-H5), 6.97 (d, ]*=8.4 Hz,
1H, Ar-H3).

General procedure for the saponification of ethyl 2-hydroxy-6-methylbenzoate

An amount of 1.0 eq. of ethyl 2-hydroxy-6-methylbenzoate was dissolved in 10 mL per eq. of a mixture of
THF:MeOH:H20 = 3:1:1 (v/v/v) upon which 5.0 eq. of finely powdered NaOH were added. The mixture
was stirred at 70 °C for 6 h. After completion of the reaction, 60 mL of 1 N HCl was added (pH=2) and a
colorless solid precipitated that was separated, washed with three portions of H2O and then dried in vacuo.

2-Hydroxy-6-methylbenzoic acid (6-M-SA)

Colorless powder; yield: 91%. '"H NMR (400 MHz, acetone-ds): d = 11.84 (sbr, 2H, -CO2H and -OH), 7.33 (dd,
1H, Ar-H4), 6.85-6.71 (m, 2H, Ar-H5 and Ar-H3), 2.58 (s, 3H, -CHs). 3C NMR (101 MHz, acetone-ds):
0 =174.04 (Ar-(C=0)), 164.18 (C2), 142.55 (C6), 135.11 (C4), 123.45 and 116.09 (C3/C5), 113.18 (C1), 23.88
(-CHbs).

General procedure for the acetylation of salicylic acids

A total of 1.0 eq. of the 2-hydroxybenzoic acid derivative in 30 mL (per 20 mmol acid) anhydrous tetrahy-
drofuran was added dropwise to an ice-cold mixture of 10 eq. of acetic anhydride and 2.0 eq. of triethyla-
mine (2.0 eq.) in 30 mL anhydrous tetrahydrofuran over a period of 30 min. After addition, the ice-bath
was removed, and the mixture was stirred for 24 h at room temperature. Then, the mixture was diluted
with 50 mL water and was acidified with 1 M HCI. The reaction mixture was extracted with 3x 100 mL
diethyl ether. The organic layers were combined and washed once with brine after which the organic phase
was dried over anhydrous Naz2SOa. After evaporation of the solvent, pure solid 2-acetoxybenzoic acid de-
rivatives were obtained by recrystallization from toluene.

2-Acetoxy-3-fluorobenzoic acid (3-F-ASA)

Colorless powder; yield: 71%. 'H NMR (400 MHz, acetone-ds): d=7.85 (ddd, 3J =79 Hz, 4 =1.5Hz,
5Jur = 1.5 Hz, 1H, Ar-H6), 7.54 (ddd, ®Ju-r = 9.9 Hz, 3] = 8.3 Hz, 4] = 1.6 Hz, 1H, Ar-H4), 7.42 (ddd, ®] = 8.1 Hz,
3] = 8.1 Hz, 4Jur = 5.1 Hz, 1H, Ar-H5), 2.31 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): d = 168.85 (-(C=0)-
CHs), 165.06 (d, 9Jcr = 3.1 Hz, Ar-(C=0)), 155.95 (d, Jcr = 247.0 Hz, C3), 139.75 (d, 2Jcr = 14.8 Hz, C2), 127.79
(d, 9Jcr = 3.5 Hz, C6), 127.57 (d, 3Jcr = 7.9 Hz, C5), 127.04 (C1), 121.35 (d, 2Jcr = 19.4 Hz, C4), 20.51 (-OAc).

2-Acetoxy-4-fluorobenzoic acid (4-F-ASA)

Colorless needles; yield: 52%. 'H NMR (400 MHz, acetone-ds): d=11.45 (sbr, 1H, -CO:H), 8.13 (dd,
3] =8.8 Hz, 4Jur = 6.5 Hz, 1H, Ar-H6), 7.20 (ddd, 3] =8.7 Hz, *Ju-r = 8.1 Hz, 4 = 2.6 Hz, 1H, Ar-H5), 7.06 (dd,
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Tir = 9.3 Hz, 4 = 2.6 Hz, 1H, Ar-H3), 2.26 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): d = 169.44 (-(C=0)-
CHs), 166.16 (d, Jer=253.8 Hz, C4), 164.95 (Ar-(C=0)), 153.84 (d, Jcr=123Hz, C2), 134.80 (d,
3er = 10.3 Hz, C6), 121.28 (d, 4Jcr = 3.6 Hz, C1), 113.86 (d, Jcr = 21.3 Hz, C5), 112.51 (d, Jcr = 24.1 Hz, C3),
20.95 (-OAC).

2-Acetoxy-5-fluorobenzoic acid (5-F-ASA)

Transparent needles; yield: 88%. '"H NMR (400 MHz, acetone-ds): & =7.73 (dd, 3Jur=9.0 Hz, 4] = 3.2 Hz, 1H,
Ar-H6), 7.44 (ddd, 3Jur = 8.9 Hz, 3] = 7.8 Hz, 4] = 3.2 Hz, 1H, Ar-H4), 7.25 (dd, °] = 8.9 Hz, 4Jur=4.7 Hz, 1H,
Ar-H3),2.22 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): d = 169.82 (-(C=0)-CHs), 164.76 (d, 4Jc-r = 1.4 Hz,
Ar-(C=0)), 160.48 (d, Jcr = 243.4 Hz, C5), 148.09 (d, 4Jcr = 2.6 Hz, C2), 126.79 (d, 3Jcr = 8.5 Hz, C3), 126.18
(d, 3Jcr=7.4 Hz, C1), 121.38 (d, Jcr = 23.1 Hz, C4), 118.64 (d, Jc-r = 25.3 Hz, C6), 20.91 (-OAC).

2-Acetoxy-6-fluorobenzoic acid (6-F-ASA)

Colorless crystals; yield: 65%. 'H NMR (400 MHz, acetone-ds): d=11.25 (sbr, 1H, -CO2H), 7.58 (ddd,
3] =8.4 Hz, °] =8.4 Hz, 4Jur=6.2 Hz, 1H, Ar-H4), 7.18 (ddd, 3Jur=9.6 Hz, 3] =8.5Hz, 4 =1.0 Hz, 1H, Ar-
Hb5), 7.07 (ddd, 3] =8.2 Hz, 4] =1.0 Hz, 5Ju-r=1.0 Hz, 1H, Ar-H3), 2.24 (s, 3H, -OAc). 3C NMR (101 MHz,
acetone-ds): 0=169.22 (-(C=0)-CHs), 163.54 (Ar-(C=0)), 161.36 (d, 'Jcr=2529Hz, C6), 150.92 (d,
3Jcr = 5.7 Hz, C2), 133.23 (d, 3Jcr = 10.2 Hz, C4), 120.36 (d, *Jcr = 3.6 Hz, C3), 116.89 (d, Jcr =17.4 Hz, C1),
114.42 (d, Jcr = 22.4 Hz, C5), 20.73 (-OAC).

2-Acetoxy-3-chlorobenzoic acid (3-CI-ASA)

Colorless powder; yield: 69%. '"H NMR (200 MHz, CDCls): 8.02 (dd, 3] = 8 Hz, 4] = 1.2 Hz, 1H, Ar-H6), 7.7
(dd, 3 =8.2 Hz, 4] = 1.2 Hz, 1H, Ar-H4), 7.33 (d, 3] = 8 Hz, 1H, Ar-H5), 2.4 (s, 3H, CH5).

2-Acetoxy-4-chlorobenzoic acid (4-CI-ASA)

Colorless powder; yield: 78%."HNMR (200 MHz, CDCl): 8.06 (d, 3] = 8.6 Hz, 1H, Ar-H6), 7.34 (dd, 3] = 8.6
Hz, 4 = 1.6 Hz, 1H, Ar-H5), 7.17 (d, ¥ = 2 Hz, 1H, Ar-H3), 2.34 (s, 3H, CH).

2-Acetoxy-5-chlorobenzoic acid (5-CI-ASA)
Colorless powder; yield: 62%. '"H NMR (200 MHz, CDCls): 8.09 (d, 4] = 2.4 Hz, 1H, Ar-H6), 7.58 (dd, 3] = 8.4
Hz, 4 =2.6 Hz, 1H, Ar-H4), 7.09 (d, 3] = 8.8 Hz, 1H, Ar-H3), 2.34 (s, 3 H, CH3).

2-Acetoxy-6-chlorobenzoic acid (6-CI-ASA)

Colorless powder; yield: 77%. 'TH NMR (200 MHz, CDCls): 7.47-7.34 (m, 2H, Ar-H), 7.12 (dd, 3] =7.6 Hz, 4]
= 1.8 Hz, 1H, Ar-H), 2.31 (s, 3 H, CHb).

2-Acetoxy-3-methylbenzoic acid (3-M-ASA)

Colorless powder; yield: 74%. 'H NMR (400 MHz, acetone-ds): d = 11.29 (sbr, 1H, -CO:2H), 7.92-7.81 (m, 1H,
Ar-H6), 7.57-7.47 (m, 1H, Ar-H4), 7.27 (dd, ] = 7.7 Hz, 3] = 7.7 Hz, 1H, Ar-H5), 2.28 (s, 3H, -OAc), 2.21 (s,
3H, -CHs). 3C NMR (101 MHz, acetone-ds): d = 169.30 (-(C=0)-CHs), 166.04 (Ar-(C=0)), 150.54 (C2), 136.02
(C4), 133.11 (C3), 130.25 (C6), 126.32 (C5), 124.47 (C1), 20.84 (-OAc), 16.11 (-CHs).

2-Acetoxy-4-methylbenzoic acid (4-M-ASA)

Colorless powder; yield: 79%. '"H NMR (400 MHz, acetone-ds): ® = 11.20 (sbr, 1H, -CO2H), 7.93 (d, 3] = 8.0 Hz,
1H, Ar-H6), 7.23-7.15 (m, 1H, Ar-H5), 7.04-6,94 (m, 1H, Ar-H3), 2.40 (s, 3H, -CHs), 2.23 (s, 3H, -OAc). 3C
NMR (101 MHz, acetone-ds): d = 169.73 (-(C=0)-CHs), 165.73 (Ar-(C=0)), 152.13 (C2), 145.97 (C4), 132.58
(C6), 127.39 (C5), 125.21 (C3), 121.57 (C1), 21.24 (-CHs), 21.04 (-OAc).

2-Acetoxy-5-methylbenzoic acid (5-M-ASA)

Colorless powder; yield: 68%. "TH NMR (400 MHz, acetone-ds): d = 11.27 (sbr, 1H, -CO2H), 7.88-7.78 (m, 1H,
Ar-H6), 7.44 (ddq, 3] =82 Hz, 4 =2.2Hz, 4 =0.7 Hz, 1H, Ar-H4), 7.05 (d, ] =8.2 Hz, 1H, Ar-H3), 2.38 (s,
3H, -CHs), 2.23 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): d = 169.85 (-(C=0)-CHs), 165.90 (Ar-(C=0)),
149.84 (C2), 136.47 (C5), 135.15 (C4), 132.82 (C6), 124.53 (C3), 124.14 (C1), 21.02 (-OAc), 20.64 (-CH).

2-Acetoxy-6-methylbenzoic acid (6-M-ASA)
Colorless powder; yield: 77%. 'H NMR (400 MHz, acetone-ds): d=11.54 (sbr, 1H, -CO:2H), 7.37 (dd,
3] =79 Hz, 3] =7.9 Hz, 1H, Ar-H4), 7.22-7.13 (m, 1H, Ar-H5), 7.07-6.96 (m, 1H, Ar-H3), 2.42 (s, 3H, -CHas),
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2.21 (s, 3H, -OAc). ®C NMR (101 MHz, acetone-ds): d = 169.29 (-(C=0)-CHs), 167.59 (Ar-(C=0)), 149.43 (C2),
138.41 (C6), 131.11 (C4), 128.63 (C3), 128.14 (C1), 121.56 (C5), 20.81 (-OAC), 20.03 (-CHs).

General procedure for the synthesis of the acetylsalicylic acid esters

Under a protective atmosphere of argon, 1.0 eq. of ASA (5.00 mmol), 1.1 eq. of the respective alcohol
(5.50 mmol) and 10.0 mol-% DMAP were dissolved in 30 mL of anhydrous dichloromethane and cooled
with an ice-bath. Then, an ice-cold solution of 1.05 eq. of DCC (5.25 mmol) in 10 mL of anhydrous dichloro-
methane were added over a period of 5 min via syringe. The reaction mixture was stirred for another 10 min
at 0 °C, then for 3.5 h at room temperature. After completion of the reaction (TLC monitoring), the mixture
was washed each three times with an aqueous 1 M HCl solution and saturated aqueous NaHCO:s solution
and once with brine. The organic phase was dried over anhydrous Na2504 and evaporated. Pure products
were obtained after column chromatography (fluorine-substituted derivatives: petroleum ether/ethyl ace-
tate = 7:1; chlorine-substituted derivatives: petroleum ether/ethyl acetate = 9:1; methyl-substituted deriva-
tives: petroleum ether/ethyl acetate = 8:1).

Prop-2-en-1-yl 2-acetoxy-3-fluorobenzoate (3-F-ASA-Propene)

Pale yellow oil; yield: 60%. 'H NMR (400 MHz, acetone-ds): d=7.83 (ddd, 3J=79Hz, ¢ =1.5Hz,
5Tur = 1.5 Hz, 1H, Ar-H6), 7.56 (ddd, 3Ju-r = 9.8 Hz, 3] = 8.3 Hz, 4] = 1.6 Hz, 1H, Ar-H4), 7.44 (ddd, ®] = 8.1 Hz,
%] = 8.1 Hz, 4u-r = 5.1 Hz, 1H, Ar-H5), 6.06 (ddt, 3] =17.1 Hz, 3] = 10.3 Hz, 3] =5.7 Hz, 1H, -CH=), 5.43 (ddt,
3] =17.2 Hz, =4 =1.5 Hz, 1H, =CH2, trans), 5.30 (ddt, 3] =10.5 Hz, J =4 = 1.3 Hz, 1H, =CH>,s), 4.81 (ddd,
3]=5.7Hz, J=14Hz 4 =14Hz 2H, -OCH>), 2.33 (s, 3H, -OAc). ®C NMR (101 MHz, acetone-ds):
0=168.76 (-(C=0)-CHs), 163.98 (d, YJcr=3.6 Hz, Ar-(C=0)), 15591 (d, Jcr=247.5Hz, C3), 139.49 (d,
Jcr = 14.5 Hz, C2), 133.19 (C2’), 127.78 (d, 3Jc-r = 7.9 Hz, C5), 127.54 (d, Jcr = 3.6 Hz, C6), 126.81 (C1), 121.53
(d, Jcr =19.5 Hz, C4), 118.93 (C3"), 66.60 (C1"), 20.47 (-OAc). HR-ESI-MS (m/z): 261.0526 ([M+Nal*, calcd for
Ci2H11FOsNa: 261.0534).

Prop-2-en-1-yl 2-acetoxy-4-fluorobenzoate (4-F-ASA-Propene)

Colorless oil; yield: 61%. '"H NMR (400 MHz, acetone-ds): d = 8.11 (dd, °] = 8.9 Hz, 4Ju-r = 6.5 Hz, 1H, Ar-H6),
7.21 (ddd, 3] = 8.9 Hz, 3Ju-r = 8.1 Hz, 4 = 2.6 Hz, 1H, Ar-H5), 7.08 (dd, 3Jur = 9.3 Hz, 4 = 2.6 Hz, 1H, Ar-H3),
6.05 (ddt, 3J=17.3Hz, 3J=10.5Hz, 3 =57Hz, 1H, -CH=), 542 (ddt, 3J=17.2Hz, J=4=1.6 Hz, 1H,
=CH>, trans), 5.28 (ddt, 3] =10.4 Hz, J =4 = 1.4 Hz, 1H, =CH2>, ), 4.78 (ddd, 3] = 5.7 Hz, 4 = 1.5 Hz, 4] = 1.5 Hz,
2H, -OCHz2-), 2.28 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): d =169.40 (-(C=0)-CHs), 166.19 (d,
Jer =253.6 Hz, C4), 163.89 (Ar-(C=0)), 153.52 (d, 3Jcr=11.7 Hz, C2), 134.51 (d, ®Jcr =10.2 Hz, C6), 133.32
(C2%), 121.22 (d, 4Jcr = 3.6 Hz, C1), 118.76 (C3’), 114.04 (d, ZJcr = 21.8 Hz, C5), 112.63 (d, ZJcr = 24.0 Hz, C3),
66.33 (C1"), 20.93 (-OAc). HR-ESI-MS (m/z): 261.0526 ([M+Nal]*, calcd for Ci2H11FOsNa: 261.0534).

Prop-2-en-1-yl 2-acetoxy-5-fluorobenzoate (5-F-ASA-Propene)

Colorless oil; yield: 67%. '"H NMR (400 MHz, acetone-des): d = 7.71 (dd, 3Ju-r = 8.9 Hz, 4] = 3.2 Hz, 1H, Ar-H6),
7.46 (ddd, 3] =9.0 Hz, 3Jur=7.8 Hz, 4 = 3.2 Hz, 1H, Ar-H4), 7.26 (dd, 3] = 9.0 Hz, 4Jur=4.7 Hz, 1H, Ar-H3),
6.06 (ddt, 3J=17.3 Hz, 3 =10.5Hz, 3J=5.7 Hz, 1H, -CH=), 543 (ddt, J=17.4Hz, J=4=1.6 Hz, 1H,
=CHa, rans), 5.30 (ddt, 3] = 10.4 Hz, 2] = 4 = 1.4 Hz, 1H, =CH>, cis), 4.80 (ddd, 3] = 5.8 Hz, 4] = 1.4 Hz, 4] = 1.4 Hz,
2H, -OCH2-), 2.26 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): & =169.77 (-(C=0)-CHs), 163.73 (d,
Jer = 2.5 Hz, Ar-(C=0)), 160.51 (d, Jer = 244.1 Hz, C5), 147.76 (d, 4Jcr = 2.9 Hz, C2), 133.14 (C2’), 126.91 (d,
3cr=8.6 Hz, C3), 126.03 (d, 3Jcr=7.4Hz, Cl), 121.52 (d, ¥Jcr=23.3 Hz, C4), 118.96 (C3’), 118.39 (d,
?er = 25.4 Hz, C6), 66.65 (C1’), 20.90 (-OAc). HR-ESI-MS (m/z): 261.0526 ((M+Nal*, calcd for Ci2HinFOuNa:
261.0534).

Prop-2-en-1-yl 2-acetoxy-6-fluorobenzoate (6-F-ASA-Propene)

Yellowish oil; yield: 24%. 'H NMR (400 MHz, acetone-ds): ©=7.62 (ddd, °J=8.4Hz, 3 =84Hz,
Jur = 6.2 Hz, 1H, Ar-H4), 7.20 (ddd, 3Ju-r = 9.5 Hz, 3] = 8.5 Hz, 4] = 1.0 Hz, 1H, Ar-H5), 7.10 (ddd, 3] = 8.3 Hz,
4 =1.0 Hz, 5Jur=1.0 Hz, 1H, Ar-H3), 6.04 (ddt, ®]J =17.3 Hz, 3] = 10.5 Hz, 3] =5.6 Hz, 1H, -CH=), 5.44 (ddt,
3] =17.3 Hz, ?J =4 = 1.6 Hz, 1H, =CHa, trans), 5.29 (ddt, 3] = 10.5 Hz, 2J = 4] = 1.3 Hz, 1H, =CH>, «), 4.82 (ddd,
3]=5.7Hz, 4=15Hz, 4=15Hz 2H, -OCH2), 2.24 (s, 3H, -OAc). ®C NMR (101 MHz, acetone-ds):
0=169.14 (-(C=0)-CHs), 162.54 (Ar-(C=0)), 161.29 (d, Jcr=252.7 Hz, C6), 150.81 (d, 3Jcr=5.1 Hz, C2),
133.58 (d, 3Jcr = 10.2 Hz, C4), 132.99 (C2’), 120.46 (d, Jcr = 3.6 Hz, C3), 118.86 (C3'), 116.49 (d, 2Jcr = 17.4 Hz,
C1), 114.50 (d, 2Jcr = 21.9 Hz, C5), 66.81 (C1’), 20.73 (-OAc). HR-ESI-MS (1m/z): 261.0526 ([M+Nal", calcd for
Cr2H11FOsNa: 261.0534), 499.1162 ([2M+Nal*, calcd for (CizH11FOs)2Na: 499.1175).
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But-3-en-1-yl 2-acetoxy-3-fluorobenzoate (3-F-ASA-Butene)

Colorless oil; yield: 67%. "TH NMR (400 MHz, acetone-ds): © =7.80 (ddd, 3] =7.9 Hz, 4] = 1.5 Hz, 5Jur = 1.5 Hz,
1H, Ar-H6), 7.54 (ddd, ¥Jur = 9.9 Hz, 3 =8.3 Hz, 4] = 1.6 Hz, 1H, Ar-H4), 7.42 (ddd, 3] = 8.1 Hz, 3] = 8.1 Hz,
Jur=5.1 Hz, 1H, Ar-H5), 5.90 (ddt, 3] =17.1 Hz, 3] =10.3 Hz, 3] = 6.7 Hz, 1H, -CH=), 5.18 (ddt, 3] =17.2 Hz,
Y =4] =1.7 Hz, 1H, =CHz, trans), 5.09 (ddt, 3] = 10.3 Hz, ] = 2.2 Hz, 4] = 1.2 Hz, 1H, =CH>, is), 4.35 (t, 3] = 6.7 Hz,
2H, -OCHz>-), 2.52 (dtdd, 3] = 6.7 Hz, 3] = 6.7 Hz, 4 = 1.4 Hz, 4] = 1.4 Hz, 2H, -CH->-), 2.35 (s, 3H, -OAc). 1°C
NMR (101 MHz, acetone-ds): d=168.72 (-(C=0O)-CHs), 164.19 (d, 4Jcr=3.0 Hz, Ar-(C=0)), 155.88 (d,
Jer=247.2 Hz, C3), 139.49 (d, Jcr =14.6 Hz, C2), 135.13 (C3’), 127.69 (d, 3Jcr=7.5 Hz, C5), 12747 (d,
YJcr = 3.7 Hz, C6), 126.88 (C1), 121.39 (d, Jcr =19.5 Hz, C4), 117.68 (C4’), 65.15 (C1’), 33.72 (C2’), 20.48
(-OAc). HR-ESI-MS (m/z): 275.0683 ([M+Na]*, calcd for CisHisFOsNa: 275.0690).

But-3-en-1-yl 2-acetoxy-4-fluorobenzoate (4-F-ASA-Butene)

Colorless oil; yield: 40%. '"H NMR (400 MHz, acetone-ds): d = 8.08 (dd, 3] = 8.9 Hz, 4Ju-r = 6.5 Hz, 1H, Ar-H6),
7.19 (ddd, 3] =8.9 Hz, °Ju-r = 8.1 Hz, 4 = 2.6 Hz, 1H, Ar-Hb5), 7.06 (dd, 3Jur=9.4 Hz, 4] = 2.6 Hz, 1H, Ar-H3),
5.89 (ddt, 3J=17.0Hz, J=10.3 Hz, 3 =6.7 Hz, 1H, -CH=), 5.17 (ddt, 3J=17.2Hz, J=4=1.7 Hz, 1H,
=CHp2, trans), 5.08 (ddt, 3] = 10.3 Hz, 3] = 2.3 Hz, 4] = 1.3 Hz, 1H, =CH> «is), 4.32 (t, 3] = 6.7 Hz, 2H, -OCHz>-), 2.50
(dtdd, 3J = 6.7 Hz, 3] =6.7 Hz, 4 = 1.4 Hz, 4 =1.4 Hz, 2H, -CH>-), 2.29 (s, 3H, -OAc). 3C NMR (101 MHz,
acetone-des): d=169.34 (-(C=0)-CHs), 166.12 (d, Jcr=253.5Hz, C4), 164.10 (Ar-(C=0)), 153.53 (d,
3Jcr=11.7 Hz, C2), 135.20 (C3’), 134.41 (d, 3Jcr =10.5 Hz, C6), 121.29 (d, Jcr =3.6 Hz, C1), 117.62 (C4’),
113.95 (d, Jcr = 21.7 Hz, C5), 112.59 (d, Jcr = 24.1 Hz, C3), 64.87 (C1’), 33.75 (C2’), 20.95 (-OAc). HR-ESI-
MS (m/z): 275.0683 ([M+Nal*, caled for CisHisFOsNa: 275.0690).

But-3-en-1-yl 2-acetoxy-5-fluorobenzoate (5-F-ASA-Butene)

Colorless oil; yield: 86%. '"H NMR (400 MHz, acetone-de): d =7.69 (dd, 3Jur = 8.9 Hz, 4] = 3.2 Hz, 1H, Ar-H6),
7.45 (ddd, 3] =8.9 Hz, 3Jur=7.8 Hz, 4 = 3.2 Hz, 1H, Ar-H4), 7.25 (dd, 3] = 9.0 Hz, 4Jur = 4.8 Hz, 1H, Ar-H3),
5.90 (ddt, ]J=17.1Hz 3] =10.3Hz, J=6.8Hz, 1H, -CH=), 5.18 (ddt, 3J=172Hz, J=4=1.7Hz, 1H,
=CH>, trans), 5.09 (ddt, 3] = 10.3 Hz, 9] = 2.2 Hz, 4] = 1.2 Hz, 1H, =CH> «is), 4.33 (t, 3] = 6.7 Hz, 2H, -OCH2>-), 2.52
(dtdd, 3J = 6.7 Hz, 3] =6.7 Hz, 4] = 1.4 Hz, 4 = 1.4 Hz, 2H, -CH>»-), 2.28 (s, 3H, -OAc). 3C NMR (101 MHz,
acetone-ds): 0 =169.72 (-(C=0)-CHs), 163.90 (d, *Jcr=2.0 Hz, Ar-(C=0)), 160.46 (d, Jcr=243.8 Hz, C5),
147.80 (d, 9Jcr = 3.0 Hz, C2), 135.16 (C3’), 126.88 (d, 3Jcr = 8.3 Hz, C3), 126.09 (d, ®Jcr = 7.4 Hz, C1), 121.42 (4,
Jcr = 23.4 Hz, C4), 118.31 (d, ?Jcr = 25.3 Hz, C6), 117.67 (C4’), 65.16 (C1’), 33.70 (C2’), 20.91 (-OAc). HR-ESI-
MS (m/z): 275.0685 ([M+Nal*, caled for CisHisFOsNa: 275.0690).

But-3-en-1-yl 2-acetoxy-6-fluorobenzoate (6-F-ASA-Butene)

Colorless oil; yield: 56%. '"H NMR (400 MHz, acetone-ds): = 7.60 (ddd, 3] = 8.4 Hz, 3] = 8.4 Hz, 4Jur = 6.2 Hz,
1H, Ar-H4), 7.18 (ddd, 3Ju-r=9.5 Hz, 3] = 8.4 Hz, 4] = 1.0 Hz, 1H, Ar-H5), 7.09 (ddd, 3] =8.2 Hz, 4 =1.0 Hz,
Tur = 1.0 Hz, 1H, Ar-H3), 5.88 (ddt, 3] =17.1 Hz, 3] = 10.3 Hz, 3] = 6.7 Hz, 1H, -CH=), 5.17 (ddt, 3] =17.2 Hz,
J =4 =1.7 Hz, 1H, =CHz, trans), 5.08 (ddt, 3] = 10.3 Hz, 2J = 2.0 Hz, 4] = 1.3 Hz, 1H, =CH>, ), 4.36 (t, 3] = 6.7 Hz,
2H, -OCHz>-), 2.49 (dtdd, 3] = 6.7 Hz, 3] = 6.7 Hz, 4 = 1.4 Hz, 4] = 1.4 Hz, 2H, -CH->-), 2.26 (s, 3H, -OAc). 13C
NMR (101 MHz, acetone-de): d = 169.12 (-(C=0)-CH3), 162.90 (Ar-(C=0)), 161.22 (d, 'Jer = 253.9 Hz, C6),
150.76 (d, 3Jcr = 5.3 Hz, C2), 134.97 (C3'), 133.42 (d, 3Jcr = 10.2 Hz, C4), 120.39 (d, “Jcr = 3.0 Hz, C3), 117.67
(C4'), 116.67 (d, 2Jcr = 17.5 Hz, C1), 114.44 (d, Jcr = 21.9 Hz, C5), 65.55 (C1’), 33.68 (C2’), 20.75 (-OAc). HR-
ESI-MS (m/z): 275.0682 ([M+Nal", calcd for C1sH1sFOaNa: 275.0690).

Prop-2-en-1-yl 2-acetoxy-3-chlorobenzoate (3-ClI-ASA-Propene)

Colorless crystals; yield: 48%. "H NMR (400 MHz, acetone-ds): d =7.98 (dd, ®J =7.9 Hz, 4] = 1.6 Hz, 1H, Ar-
He6), 7.80 (dd, 3J =8.1 Hz, 9 =1.6 Hz, 1H, Ar-H4), 7.44 (dd, 3] = 8.0 Hz, 4] = 8.0 Hz, 1H, Ar-H5), 6.06 (ddt,
3] =17.2 Hz, 3] =10.5 Hz, 3] =5.7 Hz, 1H, -CH=), 5.43 (ddt, 3] = 17.2 Hz, J = 1.6 Hz, %] = 1.6 Hz, 1H, =CH_, trans),
5.30 (ddt, 3] = 10.5 Hz, J = 1.4 Hz, 4] = 1.4 Hz, 1H, =CH>,«is), 4.81 (ddd, 3] = 5.7 Hz, 4] = 1.4 Hz, 4] = 1.4 Hz, 2H,
-OCH?>2-), 2.34 (s, 3H, -OAc). ®C NMR (101 MHz, acetone-ds): d = 168.52 (-(C=0)-CHs), 163.97 (Ar-(C=0)),
147.90 (C2), 135.10 (C4), 133.16 (C2’), 131.03 (C6), 129.55 (C3), 127.85 (C5), 126.66 (C1), 118.94 (C3’), 66.65
(C1%), 20.57 (-OAC).

Prop-2-en-1-yl 2-acetoxy-4-chlorobenzoate (4-Cl-ASA-Propene)

Colorless crystals; yield: 36%. "H NMR (400 MHz, acetone-ds):  =8.03 (d, 3] = 8.5 Hz, 1H, Ar-H6), 7.45 (dd,
3] =8.5Hz, 4=2.1Hz 1H, Ar-H5), 7.32 (d, 4 =2.1 Hz, 1H, Ar-H3), 6.05 (ddt, 3J =16.3 Hz, 3] =11.2 Hz,
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3] = 5.7 Hz, 1H, -CH=), 5.42 (ddt, 3 = 17.2 Hz, 2J = 1.6 Hz, ] = 1.6 Hz, 1H, =CH>,#axs), 5.29 (ddt, 3 = 10.4 Hz,
2] =1.4 Hz, ] = 1.4 Hz, 1H, =CH, ), 4.79 (ddd, 3] = 5.8 Hz, 4 = 1.4 Hz, 4] = 1.4 Hz, 2H, -OCH>-), 2.28 (s, 3H, -
OAC). 3C NMR (101 MHz, acetone-ds): d = 169.43 (-(C=0)-CH3), 163.97 (Ar-(C=0)), 152.40 (C2), 139.56 (C4),
133.64 (C6), 133.22 (C2'), 127.16 (C5), 125.30 (C3), 123.47 (C1), 118.87 (C3'), 66.47 (C1’), 20.92 (-OAC).

Prop-2-en-1-yl 2-acetoxy-5-chlorobenzoate (5-Cl-ASA-Propene)

Colorless crystals; yield: 39%. 'TH NMR (400 MHz, acetone-ds): d=7.97 (d, 4] =2.7 Hz, 1H, Ar-H6), 7.69 (dd,
%] =8.7Hz, 4=2.7Hz, 1H, Ar-H4), 7.26 (d, 3] =8.7 Hz, 1H, Ar-H3), 6.06 (ddt, 3J =16.5 Hz, 3] =10.5 Hz,
3] =5.7 Hz, 1H, -CH=), 5.43 (ddt, 3] =17.1 Hz, 3 = 1.6 Hz, 4 = 1.6 Hz, 1H, =CH>, tras), 5.30 (ddt, 3] = 10.4 Hz,
?J=1.4Hz 4 =1.4Hz 1H, =CHa ), 4.80 (ddd, °] =5.8 Hz, 4] = 1.5 Hz, 4] = 1.5 Hz, 2H, -OCHp>-), 2.27 (s, 3H, -
OACc). BC NMR (101 MHz, acetone-ds): d = 169.57 (-(C=0)-CHs), 163.65 (Ar-(C=0)), 150.33 (C2), 134.58 (C4),
133.13 (C2’), 131.73 and 131.68 (C1 and C6), 126.86 and 126.17 (C3 and C5), 119.05 (C3’), 66.72 (C1’), 20.91
(-OA0Q).

Prop-2-en-1-yl 2-acetoxy-6-chlorobenzoate (6-Cl-ASA-Propene)

Colorless crystals; yield: 36%. 'TH NMR (400 MHz, acetone-ds): & =7.54 (dd, 3] =8.2 Hz, 3] = 8.2 Hz, 1H, Ar-
H4), 7.43 (dd, 3] =8.1 Hz, 9 =1.0 Hz, 1H, Ar-H5), 7.25 (dd, 3] =8.2 Hz, 4] =1.0 Hz, 1H, Ar-H3), 6.05 (ddt,
%] =17.2 Hz, %] =10.4 Hz, 3] = 5.8 Hz, 1H, -CH=), 5.45 (ddt, 3] = 17.2 Hz, J = 1.6 Hz, 4] = 1.6 Hz, 1H, =CH2, tras),
5.31 (ddt, 3] = 10.5 Hz, J = 1.3 Hz, 4] = 1.3 Hz, 1H, =CH>,«is), 4.85 (ddd, 3] = 5.8 Hz, 4] = 1.4 Hz, 4] = 1.4 Hz, 2H,
-OCH>2-), 2.24 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): d = 168.89 (-(C=0)-CH3s), 164.20 (Ar-(C=0)),
149.78 (C2), 132.88 (C2’), 132.30 (C4), 132.01 (C6), 128.30 (C1), 127.90 (C5), 123.21 (C3), 119.21 (C3’), 67.04
(C1"), 20.65 (-OAC).

But-3-en-1-yl 2-acetoxy-3-chlorobenzoate (3-CI-ASA-Butene)

Colorless crystals; yield: 66%. 'TH NMR (400 MHz, acetone-de): ® =7.95 (dd, 3] =7.9 Hz, 4] = 1.6 Hz, 1H, Ar-
He6), 7.78 (dd, 3] =8.0 Hz, 9 =1.6 Hz, 1H, Ar-H4), 7.42 (dd, 3] = 8.0 Hz, 3] = 8.0 Hz, 1H, Ar-H5), 5.90 (ddt,
3] =17.1 Hz, 3] =10.3 Hz, 3] = 6.7 Hz, 1H, -CH=), 5.18 (ddt, 3] = 17.2 Hz, J = 1.7 Hz, 4] = 1.7 Hz, 1H, =CH2, trans),
5.09 (ddt, 3J=10.3 Hz, 3J=2.0 Hz, 4 =1.1 Hz, 1H, =CHz«s), 4.35 (t, 3] = 6.7 Hz, 2H, -OCH>-), 2.51 (dtdd,
3] =6.7 Hz, 3] = 6.7 Hz, 4 = 1.5 Hz, 4] = 1.5 Hz, 2H, -CH?>-), 2.35 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-
ds): O = 168.49 (-(C=0)-CHs), 164.18 (Ar-(C=0)), 147.91 (C2), 135.13 (C3’), 134.98 (C4), 130.95 (C6), 129.52
(C3), 127.83 (C5), 126.74 (C1), 117.69 (C4"), 65.20 (C1"), 33.71 (C2’), 20.59 (-OAc).

But-3-en-1-yl 2-acetoxy-4-chlorobenzoate (4-CI-ASA-Butene)

Colorless crystals; yield: 54%. TH NMR (400 MHz, acetone-ds): d =8.01 (d, 3] = 8.5 Hz, 1H, Ar-H6), 7.44 (dd,
3] =8.5Hz, 4 =2.1Hz, 1H, Ar-H5), 7.31 (d, = 2.1 Hz, 1H, Ar-H3), 5.89 (ddt, 3J=17.1 Hz, 3] =10.3 Hz,
3] =6.8 Hz, 1H, -CH=), 5.17 (ddt, 3] =17.2 Hz, 3J = 1.7 Hz, 4 = 1.7 Hz, 1H, =CHz, trans), 5.08 (ddt, 3] = 10.3 Hz,
J=2.1Hz, 4 =1.3Hz, 1H, =CHz ), 4.33 (t, 3] =6.7 Hz, 2H, -OCH>-), 2.50 (dtdd, 3] =6.7 Hz, 3] =6.7 Hz,
4 =14Hz 4 =14Hz 2H, -CH>-), 2.30 (s, 3H, -OAc). ®*C NMR (101 MHz, acetone-ds): d = 169.40 (-(C=0)-
CHs), 164.18 (Ar-(C=0)), 152.43 (C2), 139.44 (C4), 135.15 (C3’), 133.56 (C6), 127.10 (C5), 125.27 (C3), 123.56
(C1), 117.66 (C4’), 65.01 (C1"), 33.72 (C2’), 20.93 (-OAC).

But-3-en-1-yl 2-acetoxy-5-chlorobenzoate (5-CI-ASA-Butene)

Colorless crystals; yield: 32%. TH NMR (400 MHz, acetone-ds): d=7.95 (d, 4] =2.7 Hz, 1H, Ar-H6), 7.68 (dd,
3] =8.6 Hz, 4J=2.7Hz, 1H, Ar-H4), 7.25 (d, 3] =8.6 Hz, 1H, Ar-H3), 5.90 (ddt, 3J=17.1 Hz, 3] =10.3 Hz,
3] =6.8 Hz, 1H, -CH=), 5.19 (ddt, 3] =17.2 Hz, 3 = 1.6 Hz, 4 = 1.6 Hz, 1H, =CH>, tras), 5.09 (ddt, 3] = 10.3 Hz,
J=2.1Hz, 94 =1.1Hz, 1H, =CH>«s), 4.34 (t, 3] = 6.7 Hz, 2H, -OCH>»-), 2.52 (dtdd, 3] =6.7 Hz, 3] = 6.7 Hz,
4 =14Hz 4 =14Hz 2H, -CH>-), 2.29 (s, 3H, -OAc). ®*C NMR (101 MHz, acetone-ds): d = 168.63 (-(C=0)-
CHs), 162.93 (Ar-(C=0)), 149.46 (C2), 134.24 (C3’), 133.58 (C4), 130.77 (C6), 130.71 (C5), 125.94 (C3), 125.34
(C1), 116.78 (C4’), 64.31 (C1"), 32.79 (C2’), 20.03 (-OAC).

But-3-en-1-yl 2-acetoxy-6-chlorobenzoate (6-CI-ASA-Butene)

Colorless crystals; yield: 41%. '"H NMR (400 MHz, acetone-ds): ® 7.53 (dd, 3] =8.2 Hz, 4] =8.2 Hz, 1H, Ar-
H4), 7.42 (dd, 3J =8.2 Hz, 9 =1.0 Hz, 1H, Ar-H5), 7.25 (dd, 3] = 8.3 Hz, 4] =1.0 Hz, 1H, Ar-H3), 5.88 (ddt,
3] =17.1 Hz, 3] =10.3 Hz, 3] = 6.7 Hz, 1H, -CH=), 5.17 (ddt, 3] = 17.2 Hz, J = 1.7 Hz, %] = 1.7 Hz, 1H, =CH2, trans),
5.09 (ddt, 3] =10.3 Hz, J=1.5Hz, 9§ =1.5Hz 1H, =CHz ), 4.39 (t, 3] = 6.7 Hz, 2H, -OCH>-), 2.51 (dtdd,
3] =6.7 Hz, 3] = 6.7 Hz, 4] = 1.4 Hz, 9 = 1.4 Hz, 2H, -CH>»-), 2.25 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-
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ds): & = 168.87 (-(C=0)-CHs), 164.52 (Ar-(C=0)), 149.70 (C2), 134.94 (C3’), 132.17 (C4), 131.95 (C6), 128.50
(C1), 127.83 (C5), 123.15 (C3), 117.73 (C4’), 65.79 (C1’), 33.61 (C2’), 20.69 (-OAc).

Prop-2-en-1-yl 2-acetoxy-3-methylbenzoate (3-M-ASA-Propene)

Pale yellow oil; yield: 40%. 'TH NMR (400 MHz, acetone-de): o ="7.88-7.80 (m, 1H, Ar-H6), 7.53 (dqd,
J=75Hz, J=15Hz 9=09Hz 1H, Ar-H4), 7.28 (dd, 3J=7.7 Hz, 3] =7.7 Hz, 1H, Ar-H5), 6.06 (ddt,
%] =17.3 Hz, 3] =104 Hz, 3] =5.7 Hz, 1H, -CH=), 5.42 (ddt, 3J =17.2 Hz, J =4 = 1.6 Hz, 1H, =CH>, trans), 5.28
(ddt, 3] =10.5Hz, J =4 =14 Hz, 1H, =CHz«s), 4.77 (ddd, 3] =5.7 Hz, 9J =1.5Hz, 4 =1.5 Hz, 2H, -OCH>-),
2.30 (s, 3H, -OAc), 2.21 (sbr, 3H, -CHs). 3C NMR (101 MHz, acetone-ds): d = 169.24 (-(C=0)-CHs), 164.94 (Ar-
(C=0)), 150.21 (C2), 136.14 (C4), 133.48 (C2’), 133.23 (C3), 129.94 (C6), 126.46 (C5), 124.48 (C1), 118.57 (C3"),
66.16 (C1"), 20.81 (-OAc), 16.13 (-CHs). HR-ESI-MS (m/z): 257.0785 ([M+Na]*, caled for CisH14OsNa:
257.0784), 491.1674 ([2M+Na]*, calcd for (Cis3H14Os)2Na: 491.1676).

Prop-2-en-1-yl 2-acetoxy-4-methylbenzoate (4-M-ASA-Propene)

Pale yellow oil; yield: 32%. "TH NMR (400 MHz, acetone-ds): =791 (d, °] = 8.0 Hz, 1H, Ar-H6), 7.21 (dqd,
5] =79 Hz, 4 =1.7 Hz, 4] = 0.8 Hz, 1H, Ar-Hb5), 7.05-6.95 (m, 1H, Ar-H3), 6.05 (ddt, 3] =17.2 Hz, 3] = 10.4 Hz,
8]=5.7Hz, 1H, -CH=), 541 (ddt, 3J=17.2Hz, J=4=1.6 Hz, 1H, =CHz, tras), 5.27 (ddt, 3] =10.5 Hz,
] =4 =1.4 Hz, 1H, =CH>, ), 4.76 (ddd, 3] = 5.7 Hz, 4] = 1.5 Hz, 4] = 1.5 Hz, 2H, -OCH>-), 2.40 (sbr, 3H, -CH3),
2.25 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): d = 169.69 (-(C=0)-CHas), 164.65 (Ar-(C=0)), 151.80 (C2),
146.13 (C4), 133.54 (C2"), 132.24 (C6), 127.52 (C5), 125.30 (C3), 121.55 (C1), 118.51 (C3’), 66.01 (C1’), 21.25 (-
CHs), 21.03 (-OAc). HR-ESI-MS (m/z): 257.0786 ([M+Nal*, calcd for CisH14OsNa: 257.0784).

Prop-2-en-1-yl 2-acetoxy-5-methylbenzoate (5-M-ASA-Propene)

Pale yellow oil; yield: 54%. "H NMR (400 MHz, acetone-ds): ® =7.81 (d, 4] =2.3 Hz, 1H, Ar-H6), 7.21 (dq,
%] =8.0Hz, 4=0.8Hz 1H, Ar-H4), 7.06 (d, 3] =8.2 Hz, 1H, Ar-H3), 6.05 (ddt, 3J =17.3 Hz, 3] =10.5 Hz,
3]=5.7Hz, 1H, -CH=), 542 (ddt, 3J=17.2Hz, J=4=1.7Hz, 1H, =CHz tras), 5.28 (ddt, 3] =10.4 Hz,
J =4 =1.4 Hz, 1H, =CH>,s), 4.77 (ddd, 3] = 5.7 Hz, 4] = 1.5 Hz, 4] = 1.5 Hz, 2H, -OCH>-), 2.38 (sbr, 3H, -CH3),
2.24 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): d = 169.79 (-(C=0)-CHas), 164.85 (Ar-(C=0)), 149.50 (C2),
136.64 (C5), 135.26 (C4), 133.47 (C2"), 132.44 (C6), 124.63 (C3), 124.12 (C1), 118.63 (C3’), 66.16 (C1"), 20.99 (-
OAc), 20.64 (-CHs). HR-ESI-MS (m/z): 257.0787 ([M+Na]*, calcd for CisH1:OsNa: 257.0784), 491.1679
([2M+Na]*, calcd for (CisH14O4)2Na: 491.1676).

Prop-2-en-1-yl 2-acetoxy-6-methylbenzoate (6-M-ASA-Propene)

Pale yellow oil; yield: 82%. '"H NMR (400 MHz, acetone-ds): © =7.40 (dd, 3] =7.9 Hz, 3] = 7.9 Hz, 1H, Ar-H4),
718 (d, 3J=7.7Hz, 1H, Ar-H5), 7.03 (d, 3] =8.1Hz, 1H, Ar-H3), 6.05 (ddt, 3J=17.3Hz, 3 =10.5Hz,
3]=5.8Hz, 1H, -CH=), 543 (ddt, 3J=17.3Hz, J=4=1.6 Hz, 1H, =CHz, trans), 5.29 (ddt, 3] =10.5 Hz,
J =4 =1.4 Hz, 1H, =CH>,«ss), 4.80 (ddd, 3] = 5.8 Hz, 4] = 1.4 Hz, 4] = 1.4 Hz, 2H, -OCH>-), 2.37 (sbr, 3H, -CH3),
2.21 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds): d = 169.22 (-(C=0)-CHzs), 166.57 (Ar-(C=0)), 149.43 (C2),
138.56 (C6), 133.29 (C2"), 131.40 (C4), 128.66 (C5), 127.71 (C1), 121.62 (C3), 118.97 (C3’), 66.43 (C1’), 20.81 (-
OACc), 19.85 (-CHs). HR-ESI-MS (m/z): 257.0811 ([M+Nal*, caled for Ci1sH14OsNa: 257.0784).

But-3-en-1-yl 2-acetoxy-3-methylbenzoate (3-M-ASA-Butene)

Colorless oil; yield: 64% "H NMR (400 MHz, acetone-a): d = 7.81 (dd, 3] =7.8 Hz, 4] = 1.1 Hz, 1H, Ar-H6),
7.52 (dq, *J=7.6 Hz, 4=0.8 Hz, 1H, Ar-H4), 7.27 (dd, 3J=7.7Hz, 3 =7.7Hz, 1H, Ar-H5), 590 (ddt,
3] =17.1 Hz, 3] =10.3 Hz, 3] = 6.8 Hz, 1H, -CH=), 5.17 (ddt, 3] = 17.2 Hz, J = 1.7 Hz, 4] = 1.7 Hz, 1H, =CH2, trans),
5.08 (ddt, 3] =10.3 Hz, J =22 Hz, 4 =13 Hz, 1H, =CH> ), 4.31 (t, 3] = 6.7 Hz, 2H, -OCH>-), 2.50 (dtdd,
3] =6.6 Hz, 3] = 6.6 Hz, 4] = 1.3 Hz, 4] = 1.3 Hz, 2H, -CH>»-), 2.31 (s, 3H, -OAc), 2.21 (sbr, 3H, -CHzs). 3C NMR
(101 MHz, acetone-ds): d = 169.21 (-(C=0)-CHs), 165.15 (Ar-(C=0)), 150.24 (C2), 136.02 (C4), 135.29 (C3’),
133.18 (C3), 129.87 (C6), 126.40 (C5), 124.57 (C1), 117.56 (C4’), 64.69 (C1"), 33.80 (C2’), 20.82 (-OAc), 16.12
(-CHs). HR-ESI-MS (m/z): 392.1378 ([3M+H+K]?, calcd for Cs2H19O12K: 392.1422).

But-3-en-1-yl 2-acetoxy-4-methylbenzoate (4-M-ASA-Butene)

Colorless oil; yield: 34%. '"H NMR (400 MHz, acetone-de): o = 7.89 (d, ] =8.0 Hz, 1H, Ar-H6), 7.19 (dd,
3] =8.0 Hz, 4J=0.8 Hz, 1H, Ar-H5), 7.00 (dd, 4 =1.8 Hz, 4 =0.9 Hz, 1H, Ar-H3), 5.89 (ddt, 3] =17.0 Hz,
3] =10.3 Hz, 3] = 6.7 Hz, 1H, -CH=), 5.17 (ddt, 3] =10.3 Hz, 2J = 1.7 Hz, 4] = 1.7 Hz, 1H, =CH>, rans), 5.08 (ddlt,
3 =10.3 Hz, J=2.2Hz, 4 =1.3 Hz, 1H, =CHz,«s), 4.29 (t, 3] = 6.7 Hz, 2H, -OCH>»-), 2.49 (dtdd, 3] = 6.8 Hz,
3= 6.8 Hz, 4] =1.4 Hz, 9 = 1.4 Hz, 2H, -CH>-), 2.39 (sbr, 3H, -CH3), 2.27 (s, 3H, -OAc). 3C NMR (101 MHz,
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acetone-ds): O = 169.63 (-(C=0)-CHs), 164.85 (Ar-(C=0)), 151.81 (C2), 145.96 (C4), 135.28 (C3"), 132.17 (C6),
127.44 (C5), 125.26 (C3), 121.63 (C1), 117.54 (C4’), 64.54 (C1’), 33.80 (C2’), 21.25 (-CH3), 21.04 (-OAc). HR-
ESI-MS (m/z): 271.0939 ([M+Na]*, caled for CisHisOsNa: 271.0941), 392.1378 ([3M+H+K]?*, caled for
Ca2H19O12K: 392.1422).

But-3-en-1-yl 2-acetoxy-5-methylbenzoate (5-M-ASA-Butene)

Colorless oil; yield: 54%. 'H NMR (400 MHz, acetone-ds): d = 7.79 (d, ¥ =2.2 Hz, 1H, Ar-H6), 7.44 (dd,
3] =8.3 Hz, 4J=23Hz 1H, Ar-H4), 7.05 (d, 3J =8.2 Hz, 1H, Ar-H3), 590 (ddt, 3J=17.0 Hz, 3] =10.3 Hz,
3] =6.7 Hz, 1H, -CH=), 5.17 (ddt, 3] =17.2 Hz, ?J = 1.7 Hz, 4 = 1.7 Hz, 1H, =CH2 trans), 5.08 (ddt, 3] =10.3 Hz,
?J=14Hz, 4 =14Hz 1H, =CH2.s), 4.30 (t, °] = 6.8 Hz, 2H, -OCH>-), 2.50 (dtdd, 3] =6.7 Hz, 3] =6.7 Hz,
=14 Hz, 4 =1.4 Hz, 2H, -CH>»-), 2.37 (sbr, 3H, -CH3), 2.26 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds):
0 =169.75 (-(C=0)-CHs), 165.08 (Ar-(C=0)), 149.50 (C2), 136.53 (C5), 135.24 (C3’), 135.13 (C4), 132.39 (C6),
124.59 (C3), 124.22 (C1), 117.58 (C4"), 64.70 (C1’), 33.80 (C2’), 21.01 (-OAc), 20.66 (-CHs). HR-ESI-MS (m/z):
271.0939 ([M+Nal*, calcd for Ci1aHi16OsNa: 271.0941), 392.1377 ([3M+H+K]?*, calcd for Ce2HaO12K: 392.1422),
519.1984 ([2M+Na]*, calcd for C2sH32OsNa: 519.1989).

But-3-en-1-yl 2-acetoxy-6-methylbenzoate (6-M-ASA-Butene)

Colorless oil; yield 68%: "H NMR (400 MHz, acetone-ds): & = 7.38 (dd, 3] =7.9 Hz, 3] =7.9 Hz, 1H, Ar-H4),
717 (d, ]J=7.8 Hz, 1H, Ar-H5), 7.02 (d, ®J=8.2Hz, 1H, Ar-H3), 5.88 (ddt, 3J=17.1 Hz, 3] =10.3 Hz,
3] = 6.7 Hz, 1H, -CH=), 5.17 (ddt, 3] = 17.2 Hz, 2 = 1.7 Hz, 4] = 1.7 Hz, 1H, =CHa, vans), 5.08 (ddt, 3] = 10.3 Hz,
J=14Hz, 4 =14Hz 1H, =CH2s), 4.35 (t, 3] = 6.7 Hz, 2H, -OCH>-), 2.49 (dtdd, 3 =6.7 Hz, %] =6.7 Hz,
4 =1.4Hz, 4 =1.4Hz 2H, -CH>»-), 2.36 (sbr, 3H, -CH3), 2.22 (s, 3H, -OAc). 3C NMR (101 MHz, acetone-ds):
0 =169.18 (-(C=0)-CHs), 166.90 (Ar-(C=0)), 149.35 (C2), 138.34 (C6), 135.23 (C3’), 131.26 (C4), 128.58 (C5),
127.98 (C1), 121.53 (C3), 117.62 (C4’), 65.02 (C1’), 33.78 (C2’), 20.83 (-OAc), 19.94 (-CHs). HR-ESI-MS (m/z):
271.0939 ([M+Nal*, calcd for CisH1s04Na: 271.0941), 519.1984 ([2M+Nal*, calcd for CasH32OsNa: 519.1989).
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Electropherograms of the complexes

The conditions are given in the “Experimental section” of the article.

Supporting Figure S1: Electropherogram of 3-F-Prop-PtCls
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Supporting Figure S2: Electropherogram of 4-F-Prop-PtCls
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Supporting Figure S3: Electropherogram of 5-F-Prop-PtCls

DAD1 B, Sig=230,20 Rel=0f (DALTEDA~TOLDRAW-TDATAAWFASS0249.0)
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Supporting Figure S4: Electropherogram of 6-F-Prop-PtCls

DADT B, 510=220,20 Rei=off (D ALTEDA-TOLORAW~-TIDATARWFASS0276.0)
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Supporting Figure S5: Electropherogram of 3-F-But-PtCls

DADT B, 5ig=230,20 Rel=0f (DALTEDA~T\OLORAW-TIDATAAWFASS0001.0)
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Supporting Figure S6: Electropherogram of 4-F-But-PtCls
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Supporting Figure S7: Electropherogram of 5-F-But-PtCls

DAD1B, Sig¥230.20 Ref=off (DIALTEDA~TOLDRAW-TIDAT AAWFASSO144.0)
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Supporting Figure S8: Electropherogram of 6-F-But-PtCls

DADT B, 510=230,20 Ref=0f (DALTEDA~TOLORAW~1DATAAWFASSO079.0)
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Supporting Figure S9: Electropherogram of 3-Cl-Prop-PtCls

DAD1B, Sig:.23D.ED Ref=0ff (AW\CLAS5346.D)
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Supporting Figure S10: Electropherogram of 4-Cl-Prop-PtCls
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Supporting Figure S11: Electropherogram of 5-CI-Prop-PtCls

DADT B, 5ig=230,20 Ref=of (AC\19102106.0)
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Supporting Figure S12: Electropherogram of 6-Cl-Prop-PtCls
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Supporting Figure S13: Electropherogram of 3-Cl-But-PtCls

DADT B, 5ig=230,20 Ref=off (AWICLASS001 D)

=
=
[
6122

Supporting Figure S14: Electropherogram of 4-Cl-But-PtCls

DADT B, 5i0=230,20 Ref=off (AWICLASS002.0)
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Supporting Figure S15: Electropherogram of 5-Cl-But-PtCls

DAD1 B, 5ig=230,20 Rel=off (AWICLASS117.0)
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Supporting Figure S16: Electropherogram of 6-Cl-But-PtCls
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Supporting Figure S17: Electropherogram of 3-CHs-Prop-PtCls

DAD1B, Sig;EBD.ED Ref=off (AVIMASS0362.0)
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Supporting Figure S18: Electropherogram of 4-CHs-Prop-PtCls

DADT B, 5ig=230,20 Ref=0ff (AWIMASS0300.0)
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Supporting Figure S19: Electropherogram of 5-CHs-Prop-PtCls

DAD1 B, Sig¥230.20 Ref=off (AVVIMASS0360.0)
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Supporting Figure S20: Electropherogram of 6-CHs-Prop-PtCls
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Supporting Figure S21: Electropherogram of 3-CHs-But-PtCls

DAD1B, Sig;230.30 Ref=off (AVIMASS0350.0)
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Supporting Figure S22: Electropherogram of 4-CHs-But-PtCls
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Supporting Figure S23: Electropherogram of 5-CHs-But-PtCls

DAD1B, Sig;23U.ED Ref=off (AVIMASS0355 D)
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Supporting Figure S24: Electropherogram of 6-CHs-But-PtCls

DADT B, 5ig=230,20 Rel=of (AWMASS0142.0)
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NMR spectra of the ligands and complexes

The conditions are given in the “Experimental section” of the article.

Supporting Figure S25: 'H and *C NMR spectra of 3-F-ASA-Prop

1H NMR spectrum of 3-F-ASA-Prop
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1H and BC NMR spectra of 3-F-ASA-But

orting Figure S26
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H and ¥C NMR spectra of 4-F-ASA-Prop

Supporting Figure S27
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Supporting Figure S28: '"H and *C NMR spectra of 4-F-ASA-But

1H NMR spectrum of 4-F-ASA-But
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H and C NMR spectra of 5-F-ASA-Pro

orting Figure S29
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1H and BC NMR spectra of 5-F-ASA-But

Figure S30

ortin,

Su

1H NMR spectrum of 5-F-ASA-But

1600000
+ 1500000

+1400000
1300000
1200000

1100000

1000000

-S00000

=B00000

= 700000

-E00000

=200000

400000

+300000

200000

100000

Lo

--100000

ST T
SR T
waijicey ST
SR BT
waijicey 90T
art
Fiad
LFT
KT
WT
BT
BT
BT
T
15T
5T
T
5T
174

) s

1
Ko
ot
wr__u 1

B0l
FrO01

-]
1 {ppm)

14 13 12 1 10

15

13C NMR spectrum of 5-F-ASA-But

24000

23000
=22000
=21000

20000

13000

18000

=17000

16000

=15000

14000

13000

12000

11000

10000

9000

-B000

=000

~E000

~2000

-4000

3000

=000

1000
]

- 1000

-|or
Wiz
IRCY ST
TR0 55T

IR0 PR G T
nIRcy G E
RO (00T
aiibcry EEOE
TR T OE

T

O —

L=
EEREE
ssvri
SETET
:w:./r

¥ISED
_|ro_|_\\

OsEET—

BiEAl—
SEI—

o -10

n a0 30 1

200 130 130 170 1e0 150 140 130 10 110 100 @0
f1 {ppm)

210

526



Supporting Figure S31: '"H and *C NMR spectra of 6-F-ASA-Prop

1H NMR spectrum of 6-F-ASA-Prop
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1H and BC NMR spectra of 6-F-ASA-But

orting Figure S32
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1H and BC NMR spectra of 3-Cl-ASA-Pro

orting Figure S33
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1H and BC NMR spectra of 3-CI-ASA-But

orting Figure S34
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1H and BC NMR spectra of 4-Cl-ASA-Pro

orting Figure S35
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Supporting Figure S36: '"H and *C NMR spectra of 4-CI-ASA-But

1H NMR spectrum of 4-Cl-ASA-But
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Supporting Figure S37: '"H and *C NMR spectra of 5-C1-ASA-Prop

1H NMR spectrum of 5-CI-ASA-Prop
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Supporting Figure S38: '"H and *C NMR spectra of 5-Cl-ASA-But

1H NMR spectrum of 5-Cl-ASA-But
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Supporting Figure S39: '"H and *C NMR spectra of 6-Cl-ASA-Prop

1H NMR spectrum of 6-CI-ASA-Prop

PRMAAARRANSE

i ud ard u e s a  an e

4.8
4.8

LZ.0d Acet o

204 Aoetore

1

100!

058

050~
.3
f

(-o00000

B50000

+BO0000

(750000

700000

650000

550000

500000

450000

350000

(300000

250000

200000

150000

100000

(50000

0

(~-50000

oo eI
096
059
Lidag

& -

5
f1 (ppm)

13C NMR spectrum of 6-CI-ASA-Prop

—ER
— 1540
- 1400
11L&
1o
o
ro ¥

Il

—GT 0

1946 Aootore:
2926 Aoetone

o

-0 A%

21000

(20000

F-19000

18000

F17000

16000

15000

14000

13000

12000

11000

10000

000

F7000

6000

T
210

200

190

T
180

T
170

160

T
150

T
140

130

T T T
120 110 100
f1 (ppm)

a0

535



-2200000
2100000
-2000000
1900000
1800000
1700000
- 1600000
1500000
= 1400000
1300000
- 1200000
1100000
= 1000000
+-S00000
-200000
- 700000
600000
-500000
400000
- 300000
-200000
100000

-~ 100000

75000

- 70000

1H and BC NMR spectra of 6-CI-ASA-But

1H NMR spectrum of 6-CI-ASA-But

Supporting Figure S40

=40

51T

hard

s

el

L0
60
oot

1 (ppm)

10

11

13

14

l-4s000
|- s0000
|-1s000
- 10000
S36

0

WE—

TEEN =
ETED
nm__n._)r

DEBEF =

E5Wi =
LEBRN—

13C NMR spectrum of 6-Cl-ASA-But

200 180 180 170 160 150 140 130 120 110 100 90 a0
1 (ppen)

210




Supporting Figure S41: '"H and *C NMR spectra of 3-CH;-ASA-Prop

1H NMR spectrum of 3-CHs-ASA-Prop
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Supporting Figure S42: 'H and *C NMR spectra of 3-CHs;-ASA-But

1H NMR spectrum of 3-CH3-ASA-But
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Supporting Figure S43: '"H and *C NMR spectra of 4-CH;-ASA-Prop

1H NMR spectrum of 4-CHs-ASA-Prop
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Supporting Figure S44: "H NMR spectrum of 4-CHs-ASA-But
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Supporting Figure S45: '"H and *C NMR spectra of 5-CH;3-ASA-Prop

1H NMR spectrum of 5-CHs-ASA-Prop
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1H and BC NMR spectra of 5-CH3-ASA-But

Supporting Figure S46

1H NMR spectrum of 5-CH3-ASA-But
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Supporting Figure S47: '"H and *C NMR spectra of 6-CHs-ASA-Prop

1H NMR spectrum of 6-CHs-ASA-Prop
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Supporting Figure S48: 'H and *C NMR spectra of 6-CH3-ASA-But

1H NMR spectrum of 6-CH3-ASA-But
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Supporting Figure S50: 'H and *C NMR spectra of 3-F-ASA-But-PtCls

1H NMR spectrum of 3-F-ASA-But-PtCl3
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Supporting Figure S51: 'H and *C NMR spectra of 4-F-ASA-Prop-PtCls

1H NMR spectrum of 4-F-ASA-Prop-PtCls
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Supporting Figure S52: 'H and *C NMR spectra of 4-F-ASA-But-PtCls

1H NMR spectrum of 4-F-ASA-But-PtCl3
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1H and BC NMR spectra of 5-F-ASA-Prop-PtCls

orting Figure S53
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Supporting Figure S54: 'H and *C NMR spectra of 5-F-ASA-But-PtCls

1H NMR spectrum of 5-F-ASA-But-PtCl3
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Supporting Figure S55: 'H and *C NMR spectra of 6-F-ASA-Prop-PtCls

1H NMR spectrum of 6-F-ASA-Prop-PtCls
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Supporting Figure S56: 'H and *C NMR spectra of 6-F-ASA-But-PtCls

1H NMR spectrum of 6-F-ASA-But-PtCl3
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Supporting Figure S57: '"H and *C NMR spectra of 3-Cl-ASA-Prop-PtCls

1H NMR spectrum of 3-CI-ASA-Prop-PtCls
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Supporting Figure S58: '"H and *C NMR spectra of 3-Cl-ASA-But-PtCls

1H NMR spectrum of 3-CI-ASA-But-PtCl3
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1H and BC NMR spectra of 4-Cl-ASA-Prop-PtCls

orting Figure S59
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Supporting Figure S60: '"H and *C NMR spectra of 4-CI-ASA-But-PtCls
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Supporting Figure S61: 'H and *C NMR spectra of 5-Cl-ASA-Prop-PtCls
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Supporting Figure S62: '"H and *C NMR spectra of 5-Cl-ASA-But-PtCls

1H NMR spectrum of 5-CI-ASA-But-PtCl3
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1H and BC NMR spectra of 6-Cl-ASA-Prop-PtCls

orting Figure S63
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1H and BC NMR spectra of 6-Cl-ASA-But-PtCls

Supporting Figure S64
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Supporting Figure S65: 'H and *C NMR spectra of 3-CHs-ASA-Prop-PtCls

1H NMR spectrum of 3-CH3-ASA-Prop-PtCls
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orting Figure S66: 'H and ¥C NMR spectra of 3-CH3-ASA-But-PtCls
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Supporting Figure S67: 'H and *C NMR spectra of 4-CHs-ASA-Prop-PtCls

1H NMR spectrum of 4-CH3-ASA-Prop-PtCls
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H and ¥C NMR spectra of 4-CH3-ASA-But-PtCls

Supporting Figure S68

1H NMR spectrum of 4-CHs-ASA-But-PtCls
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Supporting Figure S69: 'H and *C NMR spectra of 5-CHs-ASA-Prop-PtCls
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1H and BC NMR spectra of 5-CH3-ASA-But-PtCls

Supporting Figure S70

1H NMR spectrum of 5-CHs-ASA-But-PtCls
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Supporting Figure S71: 'H and *C NMR spectra of 6-CHs-ASA-Prop-PtCls

1H NMR spectrum of 6-CH3-ASA-Prop-PtCls
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Supporting Figure S73: HR-ESI-MS spectrum of 3-F-ASA-Prop-PtCls
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Supporting Figure S74: HR-ESI-MS spectrum of 4-F-ASA-Prop-PtCls
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Supporting Figure S75: HR-ESI-MS spectrum of 5-F-ASA-Prop-PtCls
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Supporting Figure S76: HR-ESI-MS spectrum of 6-F-ASA-Prop-PtCls
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Supporting Figure S77: HR-ESI-MS spectrum of 3-F-ASA-But-PtCls
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Supporting Figure S78: HR-ESI-MS spectrum of 4-F-ASA-But-PtCls
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Supporting Figure S79: HR-ESI-MS spectrum of 5-F-ASA-But-PtCls
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Supporting Figure S80: HR-ESI-MS spectrum of 6-F-ASA-But-PtCls
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Supporting Figure S81: HR-ESI-MS spectrum of 3-Cl-ASA-Prop-PtC
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Supporting Figure S82: HR-ESI-MS spectrum of 4-CI-ASA-Prop-PtC
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Supporting Figure S83: HR-ESI-MS spectrum of 5 ASA-Prop-PtC

Pt5CIASA Propene_210928134119#1 RT: 0.00 AV: 1 NL: 1.73E7
T: FTMS - p ESI Full ms [150.00-2000.00]

1004 o sassrs ssroser w
q Bescinsh
904 Propene_21092813411
309.17 q s ST et
372.93 b 55002000001
| o —
| LES
| 2] ss20547
‘ £
H ss30502
| 0]
2] pp—
| ssrss1
E sso549
| " 1 | | | SSE\BSSG SSBSET saogszy 561842 o276
- . ;i Ll
‘ - o Yias
| o] Srttncioum
170,99 At
8 | 804 s529033 5939054 556.9026 pacot
g ‘
E
g ‘ o]
3
< 509 5578995
g |
= 404 558.8996
S |
® ‘ 0]
2]
| o Pp———
| 5439005 saganp S0 st angp | 5610050 5620996 55500 sgu soer
sis || sio || sk || sb1 | sk || s || s | sbs | 'ss || s | sk | sso | se0 | 51 || S62 | s63 | se4 || 565
| e
264.90 | |
|
|
197.81 |
i 551.95
| o K > 62489 71089 79552 gagss 988.14 113478 1198.71 136972 1456.99 1539.82 169291 197613
ik R Mo Bt e T ; A L . . i
200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000
miz
Supporting Figure S84: HR-ESI-MS spectrum of 6-Cl-ASA-Prop-PtCls
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Supporting Figure S84: HR-ESI-MS spectrum of 3-Cl-ASA-But-PtCls
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Supporting Figure S85: HR-ESI-MS spectrum of 4-CI-ASA-But-PtCls
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Supporting Figure S86: HR-ESI-MS spectrum of 5-Cl-ASA-But-PtCl.
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Supporting Figure S87: HR-ESI-MS spectrum of 6-Cl-ASA-But-PtCls
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Supporting Figure S88: HR-ESI-MS spectrum of 3-CHs-ASA-Prop-PtCls
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Supporting Figure S89 HR-ESI-MS spectrum of 4-CHs-ASA-Prop-PtCls
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Supporting Figure S90: HR-ESI-MS spectrum of 5-CHs-ASA-Prop-PtCls
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Supporting Figure S91: HR-ESI-MS spectrum of 6-CH3-ASA-Prop-PtCls
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Supporting Figure S92: HR-ESI-MS spectrum of 3-CH3:-ASA-But-PtCls
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Supporting Figure S93: HR-ESI-MS spectrum of 4-CH3-ASA-But-PtCls
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Supporting Figure S94: HR-ESI-MS spectrum of 5-CH3-ASA-But-PtCls
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Supporting Figure S95: HR-ESI-MS spectrum of 6-CH3-ASA-But-PtCls
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IR data of selected ligands and complexes

The conditions are given in the “Experimental section” of the article.

Table S1: IR data of selected ligands and complexes

3-Cl-Prop-ASA

IR: v (em™) = 3096 vw, 2999 vw, 2928 vw, 1764 m (C=0), 1717 s (C=0), 1650 (C=C, aliph.)
1593 m (C=C, arom.), 1443 m, 1369 m, 1259 s (C-O-C), 1188 s (C-O-C), 981 s, 907 s, 752 s
(C-H, oop), 733 s.

4-Cl-Prop-ASA

IR: v (cm™) = 3093 vw, 2983 vw, 2928 vw, 1766 m (C=0), 1703 s (C=0), 1648 w (C=C, al-
iph.), 1596 m (C=C, arom.), 1457 w, 1371 m, 1248 m (C-O-C), 1189 s (C-O-C), 933 5, 900 m,
775 m (C-H, oop).

5-Cl-Prop-ASA

IR: (cm™) = 3096 vw, 2983 vw, 2923 vw, 1756 s (C=0), 1721 s (C=0), 1648 (C=C, aliph.),
1599 m (C=C, arom.), 1437 w, 1370 m, 1241 s (C-O-C), 1197 s (C-O-C), 1100 s, 780 m (C-H,
oop), 532 s.

6-Cl-Prop-ASA

IR: v (em™) = 3092 vw, 2983 vw, 2934 vw, 1772 m (C=0), 1733 s (C=0), 1649 w (C=C, al-
iph.), 1597 m (C=C, arom.), 1447 m, 1369 m, 1260 s (C-O-C), 1181 s (C-O-C), 1105 m, 932 s,
787 m (C-H, oop).

3-Cl-But-ASA

IR: v (em™) = 3091 vw, 2997 w, 3002 vw, 1768 s (C=0), 1711 s (C=0), 1643 m (C=C, aliph.),
1598 m (C=C, arom.), 1446 m, 1369m, 1287 s (C-O-C), 1189 s (C-O-C), 904 s, 809 m, 754 m
(C-H, oop).

4-Cl-But-ASA

IR: v (cm™) = 3072 vw, 2984 vw, 2944 vw, 1757 s (C=0), 1708 s (C=0), 1645 w (C=C, al-
iph.), 1597 s (C=C, arom.), 1483 m, 1368 m, 1288 m (C-O-C), 1190 s (C-O-C), 925 m, 892 m,
771 m (C-H, oop).

5-Cl-But-ASA

IR: v (cm™) = 3089 vw, 2982 vw, 2957 vw, 1758 s (C=0), 1719 s (C=0), 1643 w (C=C, al-
iph.), 1600 m (C=C, arom.), 1475 m, 1370 m, 1293 s (C-O-C), 1200 s (C-O-C), 1100 s, 1081 s,
782 m (C-H, oop).

6-Cl-But-ASA

IR: v (em™) = 3081 vw, 2982 vw, 2960 vw, 1773 m (C=0), 1732 s (C=0), 1643 w (C=C. al-
iph.), 1597 m (C=C, arom.), 1447 m, 1369 m, 1264 m (C-O-C), 1181 s (C-O-C), 1105 m, 1059
m, 933 m, 786 m (C-H, oop).

3-Cl-Prop-ASA-
PtCls

IR: v (cm™) = 3073 vw, 2975 vw, 2933 vw, 1761 m (C=0), 1699 s C=0), 1595 w (C=C,
arom.), 1492 w (C=C, aliph.), 1442 m, 1364 m, 1288 s (C-O-C), 1194 s (C-O-C), 984 m, 911
m, 756 m (C-H, oop).

4-Cl-Prop-ASA-
PtCls

IR: v (cm™) = 3070 vw, 2980 vw, 2931 vw, 1762 s (C=0), 1708 s (C=0), 1600 m (C=C,
arom.), 1484 w (C=C, aliph.), 1440 m, 1369 m, 1286 s (C-O-C), 1200 s (C-O-C), 940 m, 899
m, 775 (C-H, oop).

5-Cl-Prop-ASA-
PtCls

IR: v (cm) = 3081 vw, 2976 vw, 2931 vw, 1764 m (C=0), 1697 s (C=0), 1598 m (C=C,
arom.), 1483 w (C=C, aliph.), 1447 m, 1367 m, 1282 s (C-O-C), 1188 s (C-O-C), 1107 m, 938
m, 774 m (C-H,oop).

6-Cl-Prop-ASA-
PtCls

IR: v (em™) = 3077 vw, 2935 vw, 2868 vw, 1764 m (C=0), 1724 s (C=0), 1596 m (C=C,
arom.), 1502 w (C=C, aliph.), 1446 m, 1368 m, 1266 s (C-O-C), 1185 s (C-O-C), 1104 s, 938
m, 788 m (C-H, oop).

3-Cl-But-ASA- IR: v (cm™) = 3075 vw, 2973 vw, 2873 vw, 1756 m (C=0), 1717 s (C=0), 1596 m (C=C,

PtCls arom.), 1501 (C=C, aliph.), 1444 s, 1368 m, 1289 s (C-O-C), 1189 s (C-O-C), 906 s, 806 m,
756 m (C-H, oop).

4-Cl-But-ASA- IR: v (cm™) = 3075 vw, 2970 vw, 1758 s (C=0), 1711 s (C=0), 1599 s (C=C, arom.), 1505

PtCls (C=C, aliph.), 1484 m, 1370 m, 1298 s (C-O-C), 1190 s (C-O-C), 937 m, 895 m, 756 m (C-H,
oop).

5-Cl-But-ASA- IR: v (cm') = 1744 s (C=0), 1714 s (C=0), 1602 m (C=C, arom.), 1502 w (C=C, aliph.), 1484

PtCls m, 1369 m, 1294 m (C-O-C), 1203 s (C-O-C), 1104 s, 1028 s, 780 m (C-H, oop).

6-Cl-But-ASA- IR: v (cm™) = 2972 vw, 1748 s (C=0), 1703 s (C=0), 1595 m (C=C, arom.), 1502 w (C=C, al-

PtCls iph.), 1445 m, 1369 m, 1285 s (C-O-C), 1218 s (C-O-C), 1117 m, 1064 m, 942 m, 774 m (C-H,

oop).
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Inhibition of COX-1/2

The conditions are given in the “Experimental section” of the article.
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Figure $96: Inhibition of the isolated ovine/human recombinant COX-1 and COX-2 isoenzymes by a) ASA, Zeise’s
salt, and the fluorinated derivatives, b) the chlorinated derivatives, and c) the methylated derivatives at 10 uM;
dissolved in MeOH; incubation time: 10 min.
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