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General experimental section

General Considerations. Unless otherwise noted, all materials were obtained from commercial
suppliers and used without further purification. All solvents used were dried using an aluminum
oxide column. Thin-layer chromatography was performed on precoated silica gel 60 F254 plates.
Purification of compounds was done by reverse-phase high-performance liquid chromatography
(HPLC; Flex [Biotage] and RP-C18 Xterra column S5um, 19 mm x 50 mm [Waters]) or by normal
phase column chromatography (SP1 [Biotage], Silica gel 230—400 mesh) followed by evaporation
(HT-4X evaporator [Genevac]). The analysis (photodiode array, total ion count, and expected mass
[m/z]) was performed using a HPLC-MS (Alliance HT, Micromass ZQ 4000 and RP-C18 Xterra
column 5 pm, 6 mm X 50 mm [Waters], flow rate: 1 mL/min; gradient: 30:70 [methanol : water
(0.05% TFA)]) to 100% MeOH over 10 min. NMR spectra were recorded on a Bruker 400 MHz and
referenced internally to the residual resonance in CDCl; (6 7.26 ppm) for hydrogen and (6 = 77 ppm)
for carbon atoms.

General procedure for 3a-k: To a suspension of AICI; (26.6 g, 200 mmol) in CH,Cl, (200
mL) was added acryloyl chloride (9.78 mL, 100 mmol) at 0°C. The resulting clear solution was
treated with 1-phenylhexane (18.9 mL, 100 mmol) and stirred for 2 h at room temperature. The
reaction was poured into a mixture of concentrated HCI (40 mL) and ice (200 g). The organic layer
was separated, the aqueous layer was extracted with CH,Cl, (100 mL), and the combined organic
layers were washed with saturated aqueous NaHCO; (100 mL) and brine (100 mL) and dried over
MgSO,. The filtered solution was concentrated in vacuo to yield compounds 1 and 2 (15.6 g, 70%)
as a yellow oil in a ratio of 4:1. Next, 9 g (45 mmol) of the crude product was dissolved in THF (30
mL) to obtain a 1.5 M stock solution. The corresponding amines (3 mmol) were dissolved in THF (8
mL) and treated with 2 mL of the stock solution (1.5 M solution of 1 and 2) and stirred at room
temperature overnight. The reaction mixtures were evaporated, and the residual amines were
removed by repeated azeotropic evaporations using ethanol to yield the corresponding [-
aminophenylketones in 85-97% yield with a purity of 85-95%, as determined by HPLC-MS.
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Subsequent purification by RP-HPLC (flow rate: 20 mL/min; gradient: 0.05% formic acid in water
to 0.05% formic acid in 80% acetonitrile over 15 min) resulted in desired product (> 99% purity).

(3a) 1-(4-Hexylphenyl)-3-(methyl(phenethyl)amino)propan-1-one: white solid, mp 147-149°C,
yield 84%; 'H-NMR (400 MHz) & = 7.73 (d, J = 8.3 Hz, 2H), 7.19-7.06 (m, 8H), 3.56-3.51 (m, 1H),
3.45-3.33 (m, 3H), 3.08-3.25 (m, 1H), 3.13-3.08 (m, 1H), 2.98-2.94 (m, 2H), 2.75 (s, 3H), 1.49-1.46
(m, 2H), 1.20-1.11 (m, 6H), 0.73 (t, J = 6.9 Hz, 3H); >C-NMR (100 MHz) & = 195.32, 150.25,
135.37, 133.11, 129.10, 128.97, 128.66, 128.32, 127.51, 58.13, 51.36, 40.47, 36.04, 33.18, 31.61,
30.95, 30.43, 28.86, 22.53, 14.04; MS calcd for C»4H33NO (H") 352.26, found 352.32.

(3b) 1-(4-Hexylphenyl)-3-((2-hydroxyethyl)(methyl)amino)propan-1-one: White waxy solid,
yield 87%; "H-NMR (400 MHz) & = 7.73 (d, J = 8.3 Hz, 2H), 7.26 (d, J = 8.2 Hz, 2H), 3.97 (t, J =
4.8 Hz, 2H), 3.69-3.66 (m, 1H), 3.55-3.49 (m, 3H), 3.38-3.33 (m, 1H), 3.13-3.09 (m, 1H), 3.89 (s,
3H), 2.63 (t, J = 7.6 Hz, 2H), 1.60-1.55 (m, 2H), 1.31-1.22 (m, 6H), 0.84 (t, J = 7.1 Hz, 3H); "*C-
NMR (100 MHz) & = 195.40, 162.35, 150.39, 133.08, 129.01, 128.36, 59.59, 56.14, 52.56, 41.62,
36.06, 33.12, 31.62, 30.97, 28.88, 22.55, 14.05; MS calcd for C7H,,NO, (H") 291.22, found 291.22.

(3¢) 3-(Diisopropylamino)-1-(4-hexylphenyl)propan-1-one: Pale yellow waxy solid, yield 81%;
'H-NMR (400 MHz) & = 7.79 (d, J = 8.1 Hz, 2H), 7.18 (d, J = 8.1 Hz, 2H), 6.06 (s (br), NH), 3.62-
3.56 (m, 4H), 3.36-3.31 (m, 2H), 2.57 (t, J = 7.6 Hz, 2H), 1.54-1.43 (m, 2H), 1.35 (d, J = 6.6 Hz,
6H), 1.31 (d, J = 6.7 Hz, 6H), 1.23-1.18 (m, 6H), 0.76 (t, J = 6.8 Hz, 3H); *C-NMR (100 MHz) & =
195.94, 150.16, 133.17, 128.95, 128.35, 55.01, 42.64, 36.04, 35.25, 31.61, 30.95, 28.86, 22.53,
18.48, 17.12, 14.03; MS calcd for C,H35NO (H+) 318.27, found 318.33.

(3d) 1-(4-Hexylphenyl)-3-(pyrrolidin-1-yl)propan-1-one: White solid, mp 121-123°C, yield
85%; 'H-NMR (400 MHz) 8 = 7.72 (d, J = 8.4 Hz, 2H), 7.14 (d, J = 8.5 Hz, 2H), 3.75-3.71 (m,
2H), 3.46-3.38 (m, 4H), 2.79-2.75 (m, 2H), 2.54 (t, J = 7.6 Hz, 2H), 2.01-1.98 (m, 4H), 1.48-1.46
(m, 2H), 1.19-1.11 (m, 6H), 0.73 (t, J = 7.2 Hz, 3H); "C-NMR (100 MHz) & = 195.45, 150.26,
133.15, 128.99, 128.36, 54.40, 50.20, 36.06, 34.36, 31.63, 30.97, 28.88, 23.16, 22.55, 14.05; MS
calcd for C19HyoNO (H+) 287.22, found 287.28.

(3e) 1-(4-Hexylphenyl)-3-morpholinopropan-1-one: White solid, mp 152-154°C, yield 90%;
'H-NMR (400 MHz) & = 7.71 (d, J = 8.4 Hz, 2H), 7.14 (d, J = 8.4 Hz, 2H), 3.88-3.78 (m, 4H), 3.44-
3.37 (m, 6H), 2.84-2.81 (m, 2H), 2.52 (t, J = 7.6 Hz, 2H), 1.49-1.46 (m, 2H), 1.19-1.09 (m, 6H),
0.72 (t, J = 7.2 Hz, 3H); PC-NMR (100 MHz) & = 195.28, 162.34, 150.32, 133.05, 129.01, 128.35,
63.92, 52.49, 52.34, 36.05, 32.49, 31.69, 30.96, 28.87, 22.55, 14.05; MS calcd for C1gH,0NO; (H")
319.21, found 319.19.

(3f) Methyl 1-(3-(4-hexylphenyl)-3-oxopropyl)piperidine-4-carboxylate: White solid, mp 147-
149°C, yield 86%; 'H-NMR (400 MHz) & = 7.73 (d, J = 8.3 Hz, 2H), 7.16 (d, J = 8.1 Hz, 2H), 3.64
(s, 1.5H), 3.59 (s, 1.5H), 3.44-3.38 (m, 6H), 2.91-2.84 (m, 1H), 2.79-2.72 (m, 0.5H), 2.65-2.57 (m,
1H), 2.54 (t, J = 7.8 Hz, 2H), 2.40-2.34 (m, 0.5H), 2.13-2.09 (m, 3H), 2.03-1.95 (m, 1H), 1.51-1.47
(m, 2H), 1.22-1.13 (m, 6H), 0.75 (t, J = 6.8 Hz, 3H); *C-NMR (100 MHz) & = 195.32, 161.93,
161.56, 150.19, 133.09, 128.97, 128.34, 52.82, 52.33, 51.76, 50.31, 38.93, 36.03, 34.85, 32.85,
31.61, 30.95, 28.86, 25.44, 24.06, 22.53, 14.03; MS calcd for C2,H33NO; (H") 359.25, found 291.21.

(3g) 3-(Dibutylamino)-1-(4-hexylphenyl)propan-1-one: White solid, mp 71-73°C, yield 90%;
'H-NMR (400 MHz) 8 = 7.75 (d, J = 8.3 Hz, 2H), 7.16 (d, J = 8.3 Hz, 2H), 3.46-3.36 (m, 4H),
3.00-2.90 (m, 4H), 2.53 (t, J = 7.2 Hz, 2H), 1.60-1.47 (m, 6H), 1.29-1.12 (m, 10H), 0.86-0.82 (m,
6H), 0.75 (t, J = 7.2 Hz, 3H); "C-NMR (100 MHz) & = 195.67, 150.14, 133.27, 128.97, 128.37,
52.45, 48.42, 36.06, 33.18, 31.63, 30.98, 28.88, 24.89, 22.55, 20.01, 14.05, 13.54; MS calcd for
Cy3H3NO (H") 345.30, found 345.20.

(3h) 3-(Dimethylamino)-1-(4-hexylphenyl)propan-1-one: White solid, mp 142-144°C, yield
94%; '"H-NMR (400 MHz) 8 = 7.85 (d, J = 8.3 Hz, 2H), 7.27 (d, J = 8.3 Hz, 2H), 3.52 (m, 4H),
2.86 (s, 6H), 2.64 (t,J = 7.6 Hz, 2H), 1.61-1.58 (m, 2H), 1.32-1.24 (m, 6H), 0.85 (t, /= 7.1 Hz, 3H);
PC-NMR (100 MHz) & = 195.19, 162.09, 150.31, 133.11, 129.00, 128.36, 53.05, 43.58, 36.06,
33.43,31.62, 30.97, 28.88, 22.62, 14.05; MS calcd for C;7H»;NO (H") 261.21, found 261.20.
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(3i) 3-((Furan-2-ylmethyl)(methyl)amino)-1-(4-hexylphenyl)propan-1-one: Pale brown waxy
solid, yield 92%; 'H-NMR (400 MHz) & = 7.74 (d, J = 8.3 Hz, 2H), 7.35 (d, J= 1.8 Hz, 1H), 7.16 (d,
J=28.3 Hz, 2H), 6.53 (d, J= 3.3 Hz, 1H), 6.34 (dd, J; = 3.3 Hz, J, = 1.8 Hz, 1H), 4.23 (s, 2H), 3.47-
3.29 (m, 4H), 2.66 (s, 3H), 2.54 (t, J= 7.6 Hz, 2H), 1.51-1.47 (m, 2H), 1.21-1.12 (m, 6H), 0.75 (t, J
= 7.1 Hz, 3H); “C-NMR (100 MHz) & = 195.27, 150.14, 145.09, 142.57, 133.21, 128.94, 128.32,
115.17, 111.44, 99.97, 51.36, 50.19, 39.99, 36.04, 33.29, 31.61, 30.96, 28.87, 22.54, 14.04; MS
calcd for C,1HypoNO (H+) 327.23, found 327.22.

(3j) 3-(Dicyclohexylamino)-1-(4-hexylphenyl)propan-1-one: White waxy solid, yield 78%; 'H-
NMR (400 MHz) 6 = 7.79 (d, J = 8.2 Hz, 2H), 7.17 (d, J = 8.1 Hz, 2H), 5.03 (s (br), NH), 3.57-
3.53 (m, 2H), 3.41-3.36 (m, 2H), 3.25-3.18 (m, 2H), 2.57 (t, J = 7.4 Hz, 2H), 2.08-2.05 (m, 2H),
1.94-1.91 (m, 2H), 1.83-1.80 (m, 4H), 1.62-1.40 (m, 8H), 1.26-1.05 (m, 12H), 0.76 (t, J = 6.8 Hz,
3H); >C-NMR (100 MHz) & = 196.18, 150.11, 133.23, 128.94, 128.37, 62.67, 43.71, 36.04, 35.41,
31.61, 30.96, 28.86, 28.27, 27.22, 25.21, 25.06, 24.91, 22.53, 14.04; MS caled for C,7H43NO (H)
398.33, found 398.63

(3k) 1-(4-hexylphenyl)-3-(propylamino)propan-1-one: White waxy solid, yield 93%; 'H-NMR
(400 MHz) 6 = 7.72 (d, J = 8.2 Hz, 2H), 7.15 (d, J = 8.3 Hz, 2H), 3.39-3.29 (m, 4H), 2.92-2.91 (M,
2H), 2.54 (t, J= 7.6 Hz, 2H), 1.71-1.65 (m, 2H), 1.51-1.48 (m, 2H), 1.22-1.14 (m, 6H), 0.91 (t, J =
7.3 Hz, 3H), 0.75 (t, J = 7.4 Hz, 3H); C-NMR (100 MHz) & = 198.29, 150.45, 133.05, 128.94,
128.35, 49.91, 43.38, 36.06, 33.081, 31.61, 30.93, 28.87, 22.54, 19.64, 14.04, 10.88; MS calcd for
C1sH2NO (H") 275.22, found 275.29.

General procedure for 1, 4a and 4g: see general procedure for 3a-k.

(1) 1-(4-hexylphenyl)prop-2-en-1-one: Colorless liquid, yield 55%; "H-NMR (400 MHz) & = 7.88
(d, J=8.2 Hz, 2H), 7.28 (d, J = 8.2 Hz, 2H), 7.17 (dd, J = 17.1 Hz, J = 10.5 Hz, 1H), 6.43 (dd, J =
17.1 Hz, J= 1.6 Hz, 1H), 5.90 (dd, J=10.5 Hz, J = 1.6 Hz, 1H), 2.67 (t, J = 7.8 Hz, 2H), 1.63 (p, J
= 7.1 Hz, 2H), 1.36-1.27 (m, 6H), 0.88 (t, J = 6,8 Hz, 3H); *C-NMR (100 MHz) & = 190.55, 148.82,
134.94, 132.41, 129.62, 128.86, 128.67, 36.02, 31.65, 31.06, 28.92, 22.56, 14.05; MS calcd for
C5H,00 (H) 216.15, found .

(4a) (E)-4-(4-hexylphenyl)-4-oxobut-2-enoic acid: Yellow solid, mp 90-92°C, yield 45%;
(DMSO) '"H-NMR (400 MHz) & = 7.95 (d, J = 8.1 Hz, 2H), 7.87 (d, J = 15.5 Hz, 1H), 7.39 (d, J =
8.1 Hz, 2H), 6.66 (d, J = 15.5 Hz, 1H), 2.66 (t, J = 7.6 Hz, 2H), 1.59 (p, J = 7.7 Hz, 2H), 1.36-1.20
(m, 6H), 0.85 (t, J= 6.9 Hz, 3H); >C-NMR (100 MHz) & = 188.78, 166.23, 149.27, 136.19, 133.85,
132.50, 128.88, 35.07, 30.95, 30.39, 28.20, 21.93, 13.84 MS calcd for CsH2003 (H") 261.14, found
261.33.

(4g) 1-(4-hexylphenyl)propan-1-one: Colorless liquid, yield 95%; 'H-NMR (400 MHz) & = 7.88
(d, J=8.1 Hz, 2H), 7.25 (d, J = 8.0 Hz, 2H), 2.97 (q, J = 7.2 Hz, 2H), 2.65 (t, J = 7.6 Hz, 2H), 1.62
(p, J=17.5 Hz, 2H), 1.35-1.26 (m, 6H), 1.21 (t, J= 7.6 Hz, 3H), 0.88 (t, J = 6.8 Hz, 3H); "C-NMR
(100 MHz) & = 200.53, 148.52, 134.63, 128.55, 128.09, 35.96, 31.64, 31.08, 28.91, 22.55, 14.05,
8.33; MS caled for C;5H»O (H+) 218.17, found 218.19.

General procedure for 5b-f: To a solution of 1-bromo-4-heptylbenzene (408 uL, 2 mmol)
in THF (3 mL) was added n-BuLi (2M in pentane, 1.1 mL, 1.1 equiv.) at —78°C. After stirring for 20
min, aldehyde (2 mmol, 1 equiv.) was added and the solution was stirred for an additional 2 h at —
78°C. The reaction mixture was quenched at —78°C with NH4ClI (aq) (2 mL) and allowed to warm to
room temperature. The organic layer was separated. The aqueous layer was extracted with ethyl
acetate (3 mL, twice) and the combined organic layers were dried over MgSQ,, filtered, and
concentrated in vacuo. Purification was done by flash column chromatography (SP1, 25M (Si0O),
flow rate: 25 mL/min; gradient: 1% to 30% ethyl acetate in hexanes over 20 CV).

(5b) (E)-1-(4-heptylphenyl)but-2-en-1-ol: Colorless liquid, yield 51%; 'H-NMR (400 MHz) & =
7.28 (d,J=7.9 Hz, 2H), 7.17 (d, J = 8.1 Hz, 2H), 5.82-5.66 (m, 2H), 5.15-5.11 (m, 1H), 2.60 (t, J =
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7.5 Hz, 2H), 1.95 (m, 1H (OH)), 1.71 (m, 3H), 1.62 (m, 2H), 1.36-1.27 (m, 8H), 0.90 (t, / = 6.9 Hz,
3H); *C-NMR (100 MHz) & = 142.25, 140.61, 133.68, 128.46, 127.07, 126.02, 75.04, 35.61, 31.79,
31.48,29.27,29.15, 22.64, 17.66, 14.07, MS calcd for C17;HyO(H") 247.20, found 228.80 (-OH).

(5¢) 1-(4-heptylphenyl)-3-methylbut-2-en-1-0l: Colorless liquid, yield 67%; 'H-NMR (400
MHz) 6 =7.29 (d, J = 8.1 Hz, 2H), 7.16 (d, J = 7.9 Hz, 2H), 5.43 (m, 2H), 2.59 (t, J = 7.5 Hz, 2H),
1.80 (s, 3H), 1.75 (m, 3H), 1.71 (m, 1H (OH)), 1.60 (m, 2H), 1.34-1.25 (m, 8H), 0.88 (t, /= 7.0 Hz,
3H); *C-NMR (100 MHz) & = 142.02, 141.46, 134.89, 128/.47, 127.77, 125.48, 70.63, 35.61, 31.79,
31.49, 29.28, 29.15, 25.85, 22.64, 18.24, 14.06; MS calcd for C;sH;O(H") 261.21, found 244.19 (-
OH).

(5d) 1-(4-heptylphenyl)-2-methylprop-2-en-1-ol: Colorless liquid, yield 46%; 'H-NMR (400
MHz) 6 = 7.27 (d, J = 7.9 Hz, 2H), 7.16 (d, J = 7.9 Hz, 2H), 5.21 (m, 1H), 5.11 m, 1H), 4.95 (m,
1H), 2.59 (t, J = 7.9 Hz, 2H), 1.91 (m, 1H (OH)), 1.66 (m, 4H), 1.34-1.26 (m, 8H), 0.88 (t, J = 6.9
Hz, 3H); "C-NMR (100 MHz) & = 146.91, 142.46, 139.19, 128.42, 126.38, 110.78, 77.70, 35.64,
31.80, 31.47, 29.28, 29.16, 22.65, 18.41, 14.08, MS calcd for C;7HysO(H") 247.20, found 228.80 (-
OH).

(5¢) (E)-1-(4-heptylphenyl)-2-methylbut-2-en-1-0l: Colorless liquid, yield 67%; 'H-NMR (400
MHz) 8 =7.26 (d, J="7.9 Hz, 2H), 7.15 (d, J = 8.0 Hz, 2H), 5.71 (q, J = 6.7 Hz, 1H), 5.10 (d, J= 3.0
Hz, 1H), 2.56 (t, J = 6.7 Hz, 2H), 1.82 (m, 1H (OH)), 1.66 (d, /= 6.7 Hz, 3H), 1.60 (m, 2H), 1.50 (s,
3H), 1.34-1.25 (m, 8H), 0.88 (t, J = 6.9 Hz, 3H); >C-NMR (100 MHz) & = 141.97, 139.74, 137.64,
128.23, 126.11, 120.85, 79.19, 35.63, 31.80, 31.48, 29.30, 29.17, 22.65, 14.08, 13.14, 11.81, MS
calcd for C1gHsO(H") 261.21, found 244.19 (-OH).

(5f) (E)-1-(4-heptylphenyl)-3-phenylprop-2-en-1-ol: White solid, mp 32-34°C, yield 54%; 'H-
NMR (400 MHz) 6 = 7.35-7.12 (m, 9H), 6.60 (d, J = 15.8 Hz, 1H), 6.32 (dd, /= 15.8 Hz, /= 6.4
Hz, 1H), 5.27 (dd, J= 6.4 Hz, J=3.0 Hz, 1H), 2.55 (t,J=7.9 Hz, 2H), 2.20 (d, J = 3.0 Hz, IH(OH)),
1.56 (p, J = 7.5 Hz, 2H), 1.34-1.26 (m, 8H), 0.81 (t, J = 6.9 Hz, 3H); *C-NMR (100 MHz) & =
142.55, 139.99, 136.58, 131.63, 130.17, 128.99, 128.47, 127.62, 126.54, 126.27, 74.90, 35.61, 31.77,
31.46,29.24, 24.14, 22.63, 14.07, MS calcd for C,,HsO(H") 309.21, found 291.19 (-OH).

General procedure for 4b-f: To a solution of alcohol (0.36 mmol), 4-methylmorpholine N-
oxide (65 mg, 0.54 mmol, 1.5 equiv.), molecular sieves (200 mg) in acetonitrile (3 mL) was added
tetrapropylammonium perruthenate (6.5 mg, 0.018 mmol, 0.05 equiv). The reaction mixture was
stirred for 14 h, absorbed onto silica gel and purified by column chromatography (SP1, 25M (SiO,)
, flow rate: 25 mL/min; gradient: 1-10% ethyl acetate in hexanes over 18 CV).

(4b) (E)-1-(4-heptylphenyl)but-2-en-1-one: Colorless liquid, yield 67%; 'H-NMR (400 MHz) &
=7.85(d, J=8.3 Hz, 2H), 7.26 (d, J = 8.4 Hz, 2H), 7.06 (m, 1H), 6.91 (m, 1H), 2.65 (t, J= 8.0 Hz,
2H), 1.99 (d, J = 6.8 Hz, 3H), 1.62 (m, 2H), 1.34-1.24 (m, 8H), 0.87 (t, J = 7.0 Hz, 3H); "C-NMR
(100 MHz) 6 = 190.30, 148.35, 144.42, 135.50, 128.65, 128.55, 127.48, 35.99, 31.76, 31.14, 29.22,
29.12,22.63, 18.57, 14.7; MS calcd for C,7Ho,O(H") 245.77, found 245.77.

(4c) 1-(4-hexylphenyl)-2-methylprop-2-en-1-one: Colorless liquid, yield 46%; 'H-NMR (400
MHz) 6 = 7.68 (d, J = 8.0 Hz, 2H), 7.23 (d, J = 7.9 Hz, 2H), 5.86 (m, 1H), 5.60 (m, 1H), 2.65 (t, J =
7.9 Hz, 2H), 2.07 (s, 3H), 1.67 (m, 2H), 1.37-1.24 (m, 8H), 0.88 (t, J = 6.9 Hz, 3H); *C-NMR (100
MHz) & = 198.14, 147.76, 143.85, 135.05, 129.66, 128.19, 126.06, 35.95, 31.77, 31.16, 29.23, 29.12,
22.64, 18.83, 14.08, MS calcd for C;7Ho,O(H") 245.77, found .245.18.

(4d) 1-(4-heptylphenyl)-3-methylbut-2-en-1-one: Colorless liquid, yield 67%; 'H-NMR (400
MHz) 6 = 7.85 (d, J = 8.1 Hz, 2H), 7.24 (d, J = 8.1 Hz, 2H), 6.74 (s, 1H), 2.65 (t, J= 7.9 Hz, 2H),
2.20 (s, 3H), 2.01 (s, 3H), 1.62 (d, J= 7.6 Hz, 3H), 1.35-1.23 (m, 8H), 0.88 (t, J = 6.8 Hz, 3H); "°C-
NMR (100 MHz) & = 191.25, 155.80, 147.89, 136.86, 128.44, 128.30, 121.29, 35.94, 31.76, 31.15,
29.20,29.11, 27.90, 22.62, 21.07, 14.06; MS calcd for CgH,O(H") 259.20, found 259.76.

(4¢) (E)-1-(4-heptylphenyl)-2-methylbut-2-en-1-one: Colorless liquid, yield 67%; 'H-NMR (400
MHz) 6 =7.55 (d, J=17.9 Hz, 2H), 7.21 (d, /= 7.9 Hz, 2H), 6.38 (q, /= 6.7 Hz, 1H), 2.64 (t, J=17.3
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Hz, 2H), 1.96 (s, 3H), 1.87 (d, /= 6.9 Hz, 3H), 1.62 (p, J = 7.3 Hz, 2H), 1.36-1.21 (m, 8H), 0.88 (t, J
= 6.8 Hz, 3H); "C-NMR (100 MHz) & = 198.77, 146.85, 140.42, 137.60, 136.12, 129.45, 128.03,
3591, 31.78, 31.22, 29.23, 29.13, 22.64, 14.65, 14.08, 12.32, MS caled for C;sH,O(H") 259.20,
found 259.76.

(4f) (E)-1-(4-heptylphenyl)-3-phenylprop-2-en-1-one: Pale yellow solid, mp 58-60°C, yield
54%; "H-NMR (400 MHz) & = 7.96 (d, J = 8.1 Hz, 2H), 7.81 (d, J = 15.7 Hz, 1H), 7.64 (m, 2H),
7.53 (d, J=15.7 Hz, 1H), 7.43 (m, 3H), 7.31 (d, J = 8.0 Hz, 2H), 2.69 (t, J = 7.9 Hz, 2H), 1.65 (p, J
= 7.4 Hz, 2H), 1.35-1.26 (m, 8H), 0.88 (t, J = 6.8 Hz, 3H); >*C-NMR (100 MHz) & = 190.06, 148.61,
144.34, 135.82, 135.02, 130.39, 128.92, 128.68, 128.65, 128.39, 122.15, 36.04, 31.77, 31.15, 29.23,
29.12, 22.64, 14.08; MS caled for CH,O(H") 307.20, found 307.72.

General procedure for 6a-m: A solution of triethylamine (83 pL, 0.6 mmol, 1.1 equiv) and
alcohol (0.5 mmol) in DCM (2 mL) was treated with acryloyl chloride (49 pL, 0.6 mmol, 1.1 equiv.)
and stirred for 1 h at rt. The reaction mixture absorbed on silica cartridge and purified by flash
column chromatography (SP1, 25S (SiO,), flow rate: 25 mL/min; gradient: 1% to 20% ethyl acetate
in hexanes over 20 CV).

(6a) 4-propylphenyl acrylate: Colorless liquid, yield 85%; "H-NMR (400 MHz) & = 7.18 (d, J =
8.6 Hz, 2H), 7.03 (d, J = 8.5 Hz, 2H), 6.59 (dd, /= 17.3 Hz, J= 1.3 Hz, 1H), 6.31 (dd, /J=17.3 Hz, J
=10.4 Hz, 1H), 6.00 (dd, J=10.4 Hz, J = 1.3 Hz, 1H), 2.58 (t,J = 7.4 Hz, 2H), 1.64 (h, J= 7.4 Hz,
2H), 0.94 (t, J = 7.3 Hz, 3H); >C-NMR (100 MHz) & = 164.71, 148.51, 140.26, 132.26, 129.31,
128.08, 121.10, 39.44, 24.51, 13.78; MS calcd for C1,H,40, (H") 191.10, found 191.37.

(6b) 4-butylphenyl acrylate: Colorless liquid, yield 86%; 'H-NMR (400 MHz) § = 7.18 (d, J =
8.6 Hz, 2H), 7.03 (d, J = 8.5 Hz, 2H), 6.59 (dd, /= 17.3 Hz, J= 1.3 Hz, 1H), 6.31 (dd, /J=17.3 Hz, J
=10.4 Hz, 1H), 6.00 (dd, J = 10.4 Hz, J = 1.3 Hz, 1H), 2.61 (t,J = 7.6 Hz, 2H), 1.60 (p, J = 7.6 Hz,
2H), 1.34 (h, J = 7.7 Hz, 2H), 0.93 (t, J = 7.3 Hz, 3H); “C-NMR (100 MHz) & = 164.71, 148.46,
140.48, 132.26, 129.26, 128.08, 121.10, 35.03, 33.57, 22.30, 13.91; MS calcd for C;3H;s0, (H")
205.11, found 205.12.

(6¢) 4-pentylphenyl acrylate: Colorless liquid, yield 88%; "H-NMR (400 MHz) § = 7.18 (d, J =
8.5 Hz, 2H), 7.02 (d, J = 8.5 Hz, 2H), 6.58 (dd, /= 17.3 Hz, J= 1.3 Hz, 1H), 6.31 (dd, /= 17.3 Hz, J
=10.4 Hz, 1H), 5.99 (dd, J=10.4 Hz, J= 1.3 Hz, 1H), 2.59 (t,J = 7.9 Hz, 2H), 1.61 (p, /= 7.4 Hz,
2H), 1.35-1.28 (m, 4H), 0.89 (t, J = 7.0 Hz, 3H); "C-NMR (100 MHz) & = 164.71, 148.47, 140.52,
132.26, 129.26, 128.08, 121.10, 35.32, 31.45, 31.11, 22.51, 14.00; MS calcd for C;4H;30, (H")
219.30, found 220.10.

(6d) 4-tert-pentylphenyl acrylate: Colorless liquid, yield 94%; 'H-NMR (400 MHz) & = 7.34 (d,
J=28.6 Hz, 2H), 7.06 (d, J = 8.6 Hz, 2H), 6.60 (dd, /= 17.3 Hz, J= 1.3 Hz, 1H), 6.32 (dd, /=173
Hz, J=10.4 Hz, 1H), 6.00 (dd, /= 10.4 Hz, J= 1.3 Hz, 1H), 1.64 (q, J = 7.4 Hz, 2H), 1.28 (m, 6H),
0.69 (t, J = 7.4 Hz, 3H); PC-NMR (100 MHz) & = 164.66, 148.18, 147.03, 132.24, 128.12, 126.94,
120.70, 37.71, 36.90, 28.48, 9.09; MS calcd for C4H;50, (H") 219.30, found 219.78.

(6e) 4-hexylphenyl acrylate: Colorless liquid, yield 89%; 'H-NMR (400 MHz) & = 7.19 (d, J =
8.5 Hz, 2H), 7.03 (d, J = 8.5 Hz, 2H), 6.60 (dd, /= 17.3 Hz, J= 1.3 Hz, 1H), 6.31 (dd, /J=17.3 Hz, J
=10.4 Hz, 1H), 5.99 (dd, J = 10.4 Hz, J = 1.3 Hz, 1H), 2.60 (t, J = 7.8 Hz, 2H), 1.61 (p, J= 7.7 Hz,
2H), 1.34-1.26 (m, 6H), 0.89 (t, J = 7.1 Hz, 3H); *C-NMR (100 MHz) & = 164.71, 148.46, 140.53,
132.26, 129.25, 128.08, 121.10, 35.36, 31.70, 31.40, 28.94, 22.59, 14.02; MS calcd for C;sH200>
(Na") 255.31, found 255.75.

(6f) 4-heptylphenyl acrylate: Colorless liquid, yield 76%; 'H-NMR (400 MHz) & = 7.19 (d, J =
8.3 Hz, 2H), 7.03 (d, J = 8.3 Hz, 2H), 6.59 (dd, /= 17.3 Hz, J= 1.3 Hz, 1H), 6.31 (dd, /= 17.3 Hz, J
=10.4 Hz, 1H), 5.99 (dd, J = 10.4 Hz, J= 1.3 Hz, 1H), 2.60 (t, J = 7.8 Hz, 2H), 1.61 (p, J= 7.7 Hz,
2H), 1.35-1.26 (m, 8H), 0.89 (t, J = 6.9 Hz, 3H); C-NMR (100 MHz) & = 164.71, 148.46, 140.53,
132.26, 129.25, 128.08, 121.10, 35.36, 31.80, 31.45, 29.24, 29.15, 22.65, 14.08; MS calcd for
Ci6H20, (H") 247.16, found 248.80.
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(6g) 4-octylphenyl acrylate: Colorless liquid, yield 81%; 'H-NMR (400 MHz) & = 7.19 (d, J =
8.2 Hz, 2H), 7.03 (d, J = 8.2 Hz, 2H), 6.59 (dd, /= 17.3 Hz, J= 1.3 Hz, 1H), 6.31 (dd, /= 17.3 Hz, J
=10.4 Hz, 1H), 5.99 (dd, J=10.4 Hz, J= 1.3 Hz, 1H), 2.60 (t, J = 7.8 Hz, 2H), 1.61 (p, J= 7.7 Hz,
2H), 1.35-1.26 (m, 10H), 0.89 (t, J = 6.9 Hz, 3H); *C-NMR (100 MHz) & = 164.71, 148.46, 140.53,
132.25, 129.25, 128.08, 121.10, 35.36, 31.87, 31.45, 29.45, 29.28, 28.24, 22.66, 14.08; MS calcd for
C17H2402 (H+) 26118, found 262.80.

(6h) (trans)-4-tert-pentylcyclohexyl acrylate: Colorless liquid, yield 62%; 'H-NMR (400 MHz)
d=6.38(dd, J=17.3 Hz, J = 1.5 Hz, 1H), 6.09 (dd, J=17.3 Hz, J = 10.4 Hz, 1H), 5.78 (dd, J =
10.4 Hz, J = 1.5 Hz, 1H), 4.71 (m, 1H), 2.05 (m, 2H), 1.77 (m, 2H), 1.40-1.22 (m, 4H), 1.20-1.09
(m, 3H), 0.79 (t, J = 6.8 Hz, 3H); "C-NMR (100 MHz) & = 165.81, 130.06, 129.15, 73.89, 44.35,
34.59, 32.74, 32.18, 25.00, 24.28, 8.08; MS calcd for C4H»40, (H") 225.18, found .

(6i) Propyl 4-(acryloyloxy)benzoate: Colorless liquid, yield 85%; "H-NMR (400 MHz) & = 8.10
(d, J=8.9 Hz, 2H), 7.22 (d, J = 8.9 Hz, 2H), 6.63 (dd, /= 17.3 Hz, J= 1.3 Hz, 1H), 6.33 (dd, J =
17.3 Hz, J=10.4 Hz, 1H), 6.05 (dd, /= 10.4 Hz, J= 1.3 Hz, 1H), 4.28 (t, J= 6.6 Hz, 2H), 1.79 (h, J
= 7.4 Hz, 2H), 1.03 (t, J = 7.4 Hz, 3H); >C-NMR (100 MHz) & = 165.85, 163.93, 154.13, 133.13,
131.11, 128.14, 127.60, 121.49, 66.65, 22.10, 10.49; MS calcd for C;3H4,04 (H') 235.09, found
235.71.

(6j) Pentyl 4-(acryloyloxy)benzoate: White solid, mp 33-35°C, yield 75%; '"H-NMR (400 MHz)
d=28.09 (d, J = 8.8 Hz, 2H), 7.22 (d, J = 8.8 Hz, 2H), 6.63 (dd, J=17.3 Hz, J = 1.3 Hz, 1H), 6.33
(dd, /=173 Hz, J=10.4 Hz, 1H), 6.05 (dd, J=10.4 Hz, J= 1.3 Hz, 1H), 4.32 (t, J = 6.6 Hz, 2H),
1.77 (p, J = 7.2 Hz, 2H), 1.46-1.36 (m, 4H), 0.93 (t, J = 7.1 Hz, 3H); *C-NMR (100 MHz) & =
165.85, 163.92, 154.12, 133.12, 131.10, 128.15, 127.60, 121.49, 66.24, 28.41, 28.17, 22.34, 13.96;
MS calcd for Ci5H;304 (H") 263.12, found 263.78.

(6k) 4-butyramidophenyl acrylate: White solid, mp 87-89°C, yield 73%; 'H-NMR (400 MHz) &
=17.51 (d, J= 8.8 Hz, 2H), 7.34 (s, br (NH)), 7.06 (d, /= 8.8 Hz, 2H), 6.59 (dd, J=17.3 Hz,J=1.3
Hz, 1H), 6.31 (dd, /= 17.3 Hz, J=10.4 Hz, 1H), 6.01 (dd, /= 10.4 Hz, J= 1.3 Hz, 1H), 2.31 (t, J =
7.6 Hz, 2H), 1.75 (h, J = 7.4 Hz, 2H), 0.99 (t, J = 7.4 Hz, 3H); *C-NMR (100 MHz) & = 171.22,
164.72, 146.57, 135.73, 132.61, 127.85, 121.86, 120.73, 39.55, 19.02, 13.72; MS calcd for
C13H;sNO; (H") 235.23, found 234.11.

(61) Hexyl 2-(acryloyloxy)benzoate: Colorless liquid, yield 71%; "H-NMR (400 MHz) & = 8.03
(d, J=7.9 Hz, 1H), 7.57 (t, J= 7.8 Hz, 1H), 7.33 (t, J= 7.9 Hz, 1H), 7.14 (d, J = 7.8 Hz, 1H), 6.64
(dd, J=17.3 Hz, J= 1.3 Hz, 1H), 6.39 (dd, /= 17.3 Hz, J=10.4 Hz, 1H), 6.05 (dd, /= 10.4 Hz, J =
1.3 Hz, 1H), 4.24 (t, J = 6.8 Hz, 2H), 1.69 (p, J = 7.0 Hz, 2H), 1.42-1.28 (m, 6H), 0.89 (t, /= 6.7 Hz,
3H); “C-NMR (100 MHz) & = 164.68, 164.50, 150.28, 133.61, 132.67, 131.82, 127.79, 126.05,
123.83, 123.74, 65.40, 31.43, 28.55, 25.60, 22.51, 13.98; MS calcd for C1sH2004 (H") 277.14, found
277.81.

(6m) 5,6,7,8-tetrahydronaphthalen-2-yl acrylate: Colorless liquid, yield 77%; 'H-NMR (400
MHz) 6 =7.07 (d, J= 7.7 Hz, 1H), 6.84 (m, 2H), 6.84 (dd, J=17.3 Hz, J= 1.5 Hz, 1H), 6.31 (dd, J
=17.3 Hz, J=10.4 Hz, 1H), 5.99 (dd, J=10.4 Hz, J= 1.5 Hz, 1H), 2.77 (m, 2H), 1.79 (m, 2H); "*C-
NMR (100 MHz) 6 = 164.87, 148.12, 138.43, 134.75, 132.16, 129.92, 128.11, 121.54, 118.50,
29.42,28.88, 23.09, 22.86; MS calcd for C13H;40, (H") 203.10, found 203.31.

General procedure for 7a-g: To a solution of 4-hexylaniline (216 pL, 1 mmol),
triethylamine (209 pL, 1.5 mmol, 1.5 equiv.) in DCM (5 mL) was added acid chloride (1.1 mmol) or
acid anhydride (1 mmol). The reaction mixture was stirred for 1 h, poured into NH4Cl (aq) (10 mL),
diluted with ethyl acetate (10 mL), and the organic layer was separated. The aqueous layer was
extracted with ethyl acetate (10 mL, twice) and the combined organic layers were dried over MgSOy,
filtered, and concentrated in vacuo. Purification was done by flash column chromatography (SPI,
25M (Si0,), flow rate: 25 mL/min; gradient: 1-30% ethyl acetate in hexanes over 20 CV).
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(7a) N-(4-hexylphenyl)acrylamide: White solid, mp 91-93°C, yield 88%; 'H-NMR (400 MHz) &
=17.37 (d, J= 8.1 Hz, 2H), 7.30 (s, NH), 7.02 (d, J = 8.1 Hz, 2H), 6.30 (dd, /= 16.8 Hz, J= 1.2 Hz,
1H), 6.13 (dd, J=16.8 Hz, J=10.4 Hz, 1H), 5.62 (dd, /= 10.6 Hz, J= 1.2 Hz, 1H), 2.46 (t, J=7.6
Hz, 2H), 1.47 (p, J = 7.1 Hz, 2H), 1.22-1.16 (m, 6H), 0.76 (t, J = 6.8 Hz, 3H); *C-NMR (100 MHz)
d=163.44,139.31, 135.30, 131.26, 128.86, 127.44, 120.00, 35.36, 31.69, 31.42, 28.89, 22.58, 14.06
MS calcd for C15sHy NO (H") 231.33, found 231.16.

(7b) (Z))-4-(4-hexylphenylamino)-4-oxobut-2-enoic acid: Yellow solid, mp 143-145°C, yield 85%;
(DMSO-ds) 'H-NMR (400 MHz) & = 13.3 (s, br, OH), 10.4 (s, br, NH), 7.56 (d, J = 8.3 Hz, 2H),
7.17 (d, J = 8.3 Hz, 2H), 6.49 (d, J = 12.0, 1H), 6.32 (d, J = 12.0 Hz, 1H), 2.56 (t, J= 7.5 Hz, 2H),
1.57 (p, J = 7.1 Hz, 2H), 1.32-1.26 (m, 6H), 0.88 (t, J = 6.7 Hz, 3H); ?C-NMR (100 MHz) & =
166.65, 162.93, 137.94, 136.00, 131.56, 130.56, 128.43, 119.49, 34.49, 31.01, 30.86, 28.17, 21.96,
13.85 MS calcd for C;H NOs (H') 276.15, found 276.87.

(7¢) (E)-N-(4-hexylphenyl)but-2-enamide: White solid, mp 81-84°C, yield 78 %; 'H-NMR (400
MHz) 6 = 7.45-7.37 (m, 2H), 7.13 (d, J = 8.3 Hz, 2H), 7.05 (s, NH), 6.96 (m, 1H), 5.93 (d, /= 15.0
Hz, 1H), 2.56 (t, J = 7.8 Hz, 2H), 1.90 (s, 3H), 1.58 (m, 2H), 1.36-1.28 (m, 6H), 0.87 (t, J = 6.6 Hz,
3H); *C-NMR (100 MHz) & = 163.97, 141.08, 138.93, 135.62, 128.79, 125.53, 119.97, 35.35, 31.43,
28.89, 22.57, 17.77, 14.05; MS calcd for H;cC23NO (H") 246.18, found 246.0.

(7d) N-(4-hexylphenyl)-3-methylbut-2-enamide: White solid, mp 67-69°C, yield 84 %; "H-NMR
(400 MHz) 6 =7.42 (d, J=8.3 Hz, 2H), 7.11 (d, J = 8.3 Hz, 2H), 7.06 (s, NH), 5.96 (m, 1H), 2.55 (t,
J=17.8 Hz, 2H), 2.21 (s, 3H), 1.89 (s, 3H), 1.57 (p, J = 8.1 Hz, 2H), 1.36-1.27 (m, 6H), 0.87 (t, J =
6.5 Hz, 3H); "C-NMR (100 MHz) & = 164.93, 152.77, 138.67, 135.78, 128.74, 120.16, 119.81,
118.78, 35.33, 32.72, 31.69, 31.44, 28.87, 22.28, 19.89, 14.05, MS calcd for C;7H,sNO (H") 260.19,
found 260.70.

(7¢) N-(4-hexylphenyl)cinnamamide: White solid, mp 117-119°C, yield 89 %; '"H-NMR (400 MHz)
d=7.74(d,J=15.5 Hz, 1H), 7.57-7.49 (m, 5H), 7.36-7.35 (m, 3H), 7.15 (d, J = 8.2 Hz, 2H), 6.58
(d, J=15.5 Hz, 1H), 2.57 (t, J = 7.8 Hz, 2H), 1.59 (p, J = 7.6 Hz, 2H), 1.36-1.24 (m, 6H), 0.89 (t, J
= 6.7 Hz, 3H); "C-NMR (100 MHz) & = 1643.17, 141.93, 139.17, 135.70, 134.67, 129.74, 128.85,
128.74, 127.89, 121.14, 120.37, 120.16, 114.36, 35.37, 31.68, 31.41, 28.91, 22.57, 14.06; MS calcd
for C,;HysNO (H") 308.19, found 309.00.

(7f) 4-(4-hexylphenylamino)-2-methylene-4-oxobutanoic acid: White solid, mp 185-187°C, yield
80%; (DMSO-dg) "H-NMR (400 MHz) & = 12.50 (s(br), CO2H, 1H), 9.89 (s, NH, 1H), 7.46 (d, J =
7.6 Hz, 2H), 7.09 (d, J = 7.8 Hz, 2H), 6.16 (m, 1H), 5.13 (m, 1H), 2.55 (m, 2H), 2.50 (t, J = 7.4 Hz,
2H), 1.52 (m, 2H), 1.28-1.23 (m, 6H), 0.85 (t, J = 6.6 Hz, 3H); *C-NMR (100 MHz) & = 168.07,
167.49, 136.85, 136.83, 135.79, 128.29, 127.32, 118.86, 34.45, 31.02, 30.91, 28.16, 21.97, 13.86
calcd for C17H3NO;s (H+) 289.17, found 289.95.

(7g) 4-(4-hexylphenylamino)-4-oxobutanoic acid: White solid, mp 154-156°C, yield 78%:;
(DMSO-d¢) '"H-NMR (400 MHz) & = 12.1 (s, br, OH), 9.84 (s, br, NH), 7.46 (d, J = 8.3 Hz, 2H),
7.08 (d, J = 8.3 Hz, 2H), 2.55-2.47 (m, 6H), 1.52 (p, J = 6.4 Hz, 2H), 1.28-1.22 (m, 6H), 0.84 (t, J =
6.8 Hz, 3H); *C-NMR (100 MHz) & = 173.73, 169.68, 136.88, 136.71, 128.26, 118.81, 34.44, 31.01,
30.90, 30.87, 28.74, 28.15, 21.97, 13.85 MS caled for C;¢H»3NO; (H") 278.17, found 278.89.

General procedure for 8a-b: To a solution of 4-hexylaniline (178 pL, 1 mmol) or 4-
hexylphenol (179 pL, 1 mmol), propiolic acid (70 pL, 1.3 mmol, 1.3 equiv.), 4-
dimethylaminopyridine (0.01 mmol, 1.2 mg, 0.01 equiv) in DCM (5 mL) was added N,N’-
diisopropylcarbodiimide (126 pL, 1.3 mmol, 1.3 equiv.). The resulting reaction mixture was stirred
at rt for 5 h, poured into NH4Cl (aq) (10 mL), diluted with ethyl acetate (10 mL) and the organic
layer was separated. The aqueous layer was extracted with ethyl acetate (10 mL, twice) and the
combined organic layers were dried over MgSQ,, filtered, and concentrated in vacuo. Purification
was done by flash column chromatography (SP1, 25M (Si0,), flow rate: 25 mL/min; gradient: 1% to
15% ethyl acetate in hexanes over 15 CV).
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(8a) N-(4-hexylphenyl)propiolamide: White solid, mp 62-64°C, yield 79%; 'H-NMR (400 MHz)

d=7.53 (s (br), NH), 7.41 (d,J= 8.4 Hz, 2H), 7.14 (d, J = 8.4 Hz, 2H), 2.91 (s, 1H), 3.57 (t, J=17.5
Hz, 2H), 1.58 (p, J = 7.4 Hz, 2H), 1.35-1.23 (m, 6H), 0.88 (t, J = 6.7 Hz, 3H); *C-NMR (100 MHz)
d = 154.70, 140.19, 134.38, 129.00, 120.07, 75.64, 74.02, 35.38, 31.68, 31.37, 28.87, 22.58, 14.07,
MS caled for Ci5H;90 (H+) 229.15, found 229.8.
(8b) 4-hexylphenyl propiolate: Colorless liquid, yield 68%; '"H-NMR (400 MHz) & = 7.19 (d, J =
8.2 Hz, 2H), 7.04 (d, J = 8.2 Hz, 2H), 3.05 (s, 1H), 2.60 (t, J= 7.8 Hz, 2H), 2.05 (p, /= 7.2 Hz, 2H),
1.36-1.24 (m, 6H), 0.88 (t, J = 6.8 Hz, 3H); "C-NMR (100 MHz) & = 151.15, 147.71, 141.38,
129.48, 120.83, 76.52, 74.37, 35.35, 31.67, 31.36, 28.42, 22.58, 14.57; MS calcd for C;5sH;30, (Na")
253.29, found 253.68. MS calcd for C7H¢04 (reaction with MeOH) (H+) 296.39, found 296.63.

General procedure for 8c and 8e: see general procedure for 3a-k.

(8¢c) 2-chloro-1-(4-hexylphenyl)ethanone: White solid, mp 42-44°C, yield 84%; "H-NMR (400
MHz) 6 = 7.88 (d, J = 8.3 Hz, 2H), 7.30 (d, J = 8.3 Hz, 2H), 4.69 (s, 2H), 2.67 (t, J = 7.8 Hz, 2H),
1.63 (p, J = 7.7 Hz, 2H), 1.36-1.27 (m, 6H), 0.88 (t, J = 7.0 Hz, 3H); *C-NMR (100 MHz) & =
190.69, 149.99, 131.93, 128.92, 128.66, 45.95, 36.07, 31.62, 30.98, 28.90, 22.55, 14.05; MS calcd
for C14H,9CIO (H") 238.11, found 238.8.

(8d) 2-fluoro-1-(4-hexylphenyl)ethanone: Colorless liquid, yield 41%; '"H-NMR (400 MHz) & =
7.81 (d, J = 8.3 Hz, 2H), 7.30 (d, J = 8.1 Hz, 2H), 5.51 (d, J (H, F) = 47.0 Hz, 2H), 2.67 (t,J = 7.8
Hz, 2H), 1.63 (p, J = 7.7 Hz, 2H), 1.36-1.27 (m, 6H), 0.88 (t, J = 7.0 Hz, 3H); *C-NMR (100 MHz)
d=192.08, 150.10, 131.40, 128.94, 127.96, 83.50 (d, J (C, F) = 183 Hz), 36.09, 31.61, 30.98, 28.88,
22.54, 14.04; MS calcd for C4HoFO (H") 223.14, found 223.03.

(8¢) 3-bromo-1-(4-hexylphenyl)propan-1-one: White solid, mp 48-50°C, yield 69% ; "H-NMR
(400 MHz) 6 = 7.87 (d, J= 8.2 Hz, 2H), 7.28 (d, /= 8.2 Hz, 2H), 3.74 (t, /= 6.9 Hz, 2H), 3.55 (t, J
= 6.9 Hz, 2H), 2.66 (t, J = 7.7 Hz, 2H), 1.63 (p, J = 7.7 Hz, 2H), 1.36-1.24 (m, 6H), 0.88 (t, /= 6.9
Hz, 3H); "C-NMR (100 MHz) & = 196.60, 149.42, 133.97, 128.76, 128.18, 41.43, 36.01, 31.63,
31.03, 28.90, 25.94, 22.55, 14.05; MS calcd for C;5H,,BrO (H") 297.08, found 297.58.
4-bromo-1-(4-hexylphenyl)butan-1-one: Colorless liquid, yield 95% ; 'H-NMR (400 MHz) & =
7.90 (d, J = 8.1 Hz, 2H), 7.25(d, J = 8.1 Hz, 2H), 3.55 (t, J = 6.4 Hz, 2H), 3.16 (t, J = 6.6 Hz, 2H),
2.66 (t,J=17.5 Hz, 2H), 2.31 (p, J = 6.5 Hz, 2H), 1.63 (p, J = 7.7 Hz, 2H), 1.35-1.24 (m, 6H), 0.88 (t,
J = 6.9 Hz, 3H); PC-NMR (100 MHz) & = 198.46, 148.99, 134.46, 128.66, 128.14, 36.42, 35.99,
33.69, 31.64, 31.05, 28.90, 26.97, 22.55, 14.05; MS calcd for C¢H»;BrO (H') 311.09, found 311.68.

General procedure for 8f: To a solution of 8¢ (296 mg, 1 mmol) in benzene (3 mL) was
added DBU (1,8-Diazabicyclo[5.4.0Jundec-7-ene) (150 pL, 1.1 mmol, 1.1 equiv.) and the reaction
mixture was stirred 2 h at room temperature, filtered, and evaporated to yield crude 1. The crude
product was resuspended in MeOH (5 mL) and treated with H,O, (30% in H,0) (0.3 mL, 3 mmol, 3
equiv.) and NaOH (1M in H,0) (1 mL). The reaction mixture was evaporated, dissolved in water,
and extracted with ethyl acetate (20 mL, twice) and the combined organic layers were dried over
MgSOQy, filtered, and concentrated in vacuo. Purification was done by flash column chromatography
(SP1, 25M (Si0,), flow rate: 25 mL/min; gradient: 1% to 15% ethyl acetate in hexanes over 15 CV).

(8f) (4-hexylphenyl)(oxiran-2-yl)methanone: Colorless liquid, yield 74%; 'H-NMR (400 MHz)
6=17.97(d,J=8.1 Hz, 2H), 7.30 (d, /= 8.1 Hz, 2H), 4.23 (m, 1H), 3.11 (m, 1H), 2.97 (m, 1H), 2.67
(t, J=17.9 Hz, 2H), 1.63 (p, J= 7.1 Hz, 2H), 1.36-1.27 (m, 6H), 0.88 (t, J = 6.9 Hz, 3H); "C-NMR
(100 MHz) 6 = 194.12, 149.91, 133.14, 128.85, 128.46, 50.97, 47.49, 36.06, 31.60, 30.97, 28.87,
22.57, 14.03; MS calcd for C5sH00; (H+) 233.15, found 233.15.
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Table 1. Summary of B-aminophenylketones 3a—k data: Yield, inhibition (ICsg) of the

interaction between coregulatory peptide SRC2-2 and TRa/TRp, viability (LDs¢) of U20S and ARO

cells in the presence of compound, solubility in PBS buffer containing 5% DMSO, and permeability

across an artificial membrane (PAMPA).

Potency Cytotoxicity Property
com. | vielgt | TRE | TRE | TRa | ARO® | U208° | Solu- | P
Entry R, R, vound | (%) | 1Cs0 | 1Cs ;TR | LDsy | LDsy | bility a O,Z
(M) | (M) | ratio | (uM) | (M) | (1M) cm/s)
1 2-phenylethyl methyl 3a 84 13066 ;054 2.4 f 1 :57 ii? ig 5379
2- 3.0 1.6 13.2 13.2 97 965
2| hydroxyethyl | eyl op 3b b 87 1 s | w02 | 10| w32 | w30 | 213 | 2212
. . 4.1 2.0 154 | 207 55 747
3 isopropyl | isopropyl | 3¢\ 8L 1o gy | 20 ng | a7 | s12 | 336
. 43 2.7 190 | 384 | 341 2144
4 pyrroline 31085 03 | 203 | MO | 60 | #32 | 29 | 1516
. 4.1 2.7 72 208 | 110 1210
> morpholine 3¢ |0 06 | z04 | M| w30 | x19 | 217 | 317
6 methyl piperidine-4- 3f 36 6.3 3.9 16 8.2 19.7 27 145
carboxylate +0.7 +0.4 ’ +2.8 +2.5 +6 +8
6.9 42 54 255 | 152 1957
7 n-butyl n-butyl 3g 90 0.7 +0.8 1.6 01 31 23 1575
106 | 43 11.0 | 349 | 321 2323
8 methyl methyl 3ho | 9% 1 08 | 207 | 20 | 141 | 38 | 131 | 713
furan-2- . 226 | 121 155 18.6 47 681
? ylmethyl methyl 302 oy | oas | Y s | w29 | 15 | sim2
10 cyclohexyl cyclohexyl 3j 78 i?g jléz 1.3 izg iZ? i§ i(;g
258 | 15.2 102 160 | 354 254
11 n-propyl hydrogen 3k 93 119 38 1.7 1181 1293 6 6

“Isolated yield; "values are means of two independent experiments done in quadruplicate; “values
are means of two independent experiments done in triplicate.
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Table 2. Summary of enones 1 and 4a—e and allylic alcohols 5b—e: Yield, ICs,

values of the inhibition between coregulatory peptide SRC2-2 and TRo/TRp, viability (LDsp) of

U20S and ARO cells in the presence of compound, solubility in PBS buffer containing 5% DMSO,

and permeability across an artificial membrane (PAMPA).

Potency Cytotoxicity Property
R] = 4-
hexylbenzene TRe® | TRE® | TRa | ARO® | U20S° | Solu- | Lermes
and Com- | Yield* | Yield® ) .., o | ability®
Entry _ IC50 IC50 TRB LD50 LD50 blllty 6
Roa (pouwnd | SO0 4O vy | ) | ratio | vy | vy | vy |0
heptylbenzen cm/s)
€
o) 28.1 4.5 10.1 36 38
1 1 - 55 1.5 +0.7
+ 18.7 + + + +
R M~ 2.1 1.5 3.6 7 19
) O COH da 45 19.2 17.7 55 57.4 252 66
B + + 1.1 + + + +
R1)J\/ 1.8 2.4 1.3 19.5 | *19 15
18.9 1.4 11.6 41 7
3 4b 67 57 7.6+1.8
Rj\/\ +2.5 25 | £0.6 | £102 | =10 +5
0 52.9 23.2 10.7 18.7 37 43
4 R)‘\( 4 | 67 | 67 | 56 | 35 | 23 | x40 | #3.1 | =11 | +14
24
5 . M 4d 51 64 >100 >100 - >200 | >200 | T 0
i 36
6 R)H/\ 4e 46 59 >100 >100 - >200 | >200 9 0
57.0 30
7 Rj\/\Ph af 54 77 >100 >100 - >200 | g s 0
8 j\/ 4g - 85 >100 >100 - >200 | >200 :2‘ 0
Ry

“Isolated yield; "values are means of two independent experiments done in quadruplicate; “values

are means of two independent experiments done in triplicate.
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Table 3. Summary of IC50 values of 6a—m: Yields; inhibition of coregulatory peptide

SRC2-2 and TRo/TRP binding; viability (LDsy ) of U20S and ARO cell in the presence of

compounds.
Potency Cytotoxicity
oy | A | em Py ST g | o)
(uM) (uM) ratio | (uM) | (M)
1 4- n-propylphenyl 6a 85 >100 100 ) ig? ig?
2 4- n-butylphenyl o | se | 55 | K | | o | o
S v RO R N I R I
S B I T I S S P B P e
N R R B I I I R
6 dchepriphenst | ot |76 |G| 0 | Y| iSS
T e | @ | 0| | ||
p (trans) 4-tert- 6h 62 75.6 69.1 92.8 50.2
pentylcyclohexyl +10.3 +6.9 1.1 +21.8 8.9
9 4-n-propylbenzoate 6i 75 >100 i;(S) ) flgl 11125%3
10 4-n-pentylbenzoate 6j 71 >100 i;? ) ié g ig?
11 2-n-hexylbenzoate 6k 85 ig é 5324 4.8 igg igg
12 4-n-butyramidophenyl 6l 73 >100 f 15 090 ) f 260 123‘51
13 5,6,7,8-tetrahydronaphthyl 6m 77 igi ig?) 12 iS 14 1 '73 ;2%1 6
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“Isolated yield; “values are means of two independent experiments done in quadruplicate; the
general error limits are 10%; “values are means of two independent experiments done in triplicate;
the general error limits are 10-15%.

Table 4. Summary of acrylamides 7a—g: Yield, ICsy values of the inhibition between

coregulatory peptide SRC2-2 and TRo/TR, viability (LDsg) of U20S and ARO cells in the presence

of compound, solubility in PBS buffer containing 5% DMSO, and permeability across an artificial

membrane (PAMPA).

Potency Cytotoxicity Property
b b . c ¢ ) Perme-
Ent R=4- Com- | Yield® TRa TRp TRo: | ARO U208 Sf)l.u ability
IC50 IC50 TRB LD50 LD50 blllty _§
ry hexylbenzene pound (%) . (10
M) | (M) | ratio | (uM) (uM) (uM) cm/s)
H
_N 21.6 20.3 113 66.5 47 833
X
IR 701/\ 7a 88 15 | £18 | L1 | 2213 | =139 +8 +71
H 17.5 17.9 148 418 29
. N ) )
2 |R mo ’ 7b 85 21 | +19 | 10 | 7200 543 | i3 4
2
PN 42 432
3 R \g/\/ Tc 78 >100 >100 - >200 >200 48 161
H 37 98
4 R \g/ﬁ/ 7d 84 >100 >100 - >200 >200 47 +16
H
_N X Ph 174 69.4 105 14
i ) j)]/\/ e i >100) >100 ) +23.4 +8.3 +18 +6
H
N COH ) 183 124 286 57
6 |R ﬂ 7f 80 >100 | >100 o1 | <153 | =36 T
H CO>H 372 48
- 2
7 R \[O]/\/ 7g 78 >100 >100 - >200 >200 31 113

“Isolated yield; "values are means of two independent experiments done in quadruplicate; ‘values
are means of two independent experiments done in triplicate.
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Table 5. Summary of electrophilic compounds 8a-f: Yield, ICsy values of the
inhibition between coregulatory peptide SRC2-2 and TRo/TRp, viability (LDsp) of U20S and ARO
cells in the presence of compound, solubility in PBS buffer containing 5% DMSO, and permeability

across an artificial membrane (PAMPA).

Potency Cytotoxicity Property
b b Solu- Perme-
R =4 Com- Yield® TRa TR TRa: | ARO U20S bility ablh}éy
Entry hexylbenzene pound (%) 1Cs0 1Cso TRp LDso LDs (UM) (10
@M) | @M) | ratio | (uM) | (uvy | cm/s)
= 8.0 60 621
N F 68.9 | 35.1 17.1
1 R jg)/ 8a 63 o1 | 15y 20 | +2.1 3 +21 +62
_ 7.9 18 21
/071// 16.7 6.2 13.9
2 R T 8b 57 413 0.9 2.7 +2.5 429 +7 +9
12.2 103 1029
477 | 231
3 ijm 8¢ 84 w1 | e 2.1 | 3.1 | 83%2.1 | 423 +225
o 2.4 95 974
4 RJ\/F 8d 41 >100 | >100 - +07 | 69+9.1 | +18 +88
s | 1 8 o | 421 30 1| s [ rsas | e | st
R Br ¢ +0.9 | 0.8 ' ' '
j\m 28.7 253 26 58
B i .
6 |r rl8f 95 >100 | >100 +54 oy +11 +5
0 204 1117
33.2 19.1 >200
7 RJ\% 8g 74 w53 | ias 1.7 58+6.0 | =19 +41

“Isolated yield; "values are means of two independent experiments done in quadruplicate; ‘values
are means of two independent experiments done in triplicate.
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Spectral data 3a
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R 2.0en1
0.0 T T T T — Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 793 1e+007 0.6 3.9e+007
1:(Time: 7.93) 2.937 AU 1: (Time: 7.93) 1.4e+007
215.99
2. 100 244.19
=)
=< 263.99 * 145.06
0.0 . T Nm Tt T T T —m/z
400.0 600.0 250.0 500.0 750.0

Spectral data 5f

OH

(E)-1-(4-heptylphenyl)-2-methylbut-2-en-1-ol
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Sample: 5 Vial:3:5,C File:LAAH165_5_1
Date:26-Sep-2006 Time:14:28:14
2: UV Detector: TIC (1) 1.363e+2
73% Range: 1.362e+2
8.03
1.0e+2 2)
27%
E 8.47
5.0e+1
0.0 T T T T T T Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs  Area %Total Width Height Mass Found
1 803 4e+007 72.81 0.6 1.3e+008
2 847 2e+007 27.19 0.5 5.2e+007
1: (Time: 8.03) 4.407 AU 2: (Time: 8.47) 2.492 AU
213.99 210.99
4. 2.0
2 2.0 291.99 B
0. T T T T 0. T T T Nm
400.0 600.0 400.0 600.0
1:(Time: 8.03) 8.8e+006 2: (Time: 8.47) 2.1e+007
100 290.99 100 291.19
» 3 103.03 &93.33 ® 3 &92.23
Oty T T T ™ m/z o T T T ™ m/z
250.0 500.0 750.0 250.0 500.0 750.0

Spectral data 6a

OH

(E)-1-(4-heptylphenyl)-3-phenylprop-2-en-1-ol
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2: UV Detector: TIC

210 200 190 180 170 160 130 140

130 120 110 100 S0 80 70 60 50

40 30 20 10 0

(1) 3.124e+1
100% Range: 3.123e+l
6.18
3.0e+l
2.0e+l
R
1.0e+l
0.0+ T T T T = Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 6.18 7e+006 100.00 0.7 2.4e+007
1:(Time: 6.18) 2.739 AU 1: (Time: 6.18) 1.4e+007
137.59
100
191.37
2.0
2 ® 50 213.77
0.0 T T Nm 0 ‘ ‘ T T ym/z
400.0 600.0 500.0 1000.0

Spectral data 6b
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4-propylphenyl acrylate
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3: UV Detector: TIC

(1) 3.9
100% Range: 3.87de

0.0 T T T T T T T T T T dm
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs  Area%Total Width Height Mass Found
1758 1e+007 10000 0.9 3.1e+007
1:(Time: 7.58) 2.506 AU 1: (Time: 7.58) 1.4e+0(
210.29 115.67
2.0 122.07
495.00
2 E| «  503480.84
H(sovvza
0. - - T \ N i : . m/z
400.00 600.00 1000.00
1:(Time: 7.58) 6.2e+007
206.11
100-
» 501 |228.04
T n/z
1000.00

Spectra

| data 6¢
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4-butylphenyl acrylate
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210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 O
ppm (1)

3: UV Detector: TIC (1) 2.6e+1

range: 2.5500m 4-pentylphenyl acrylate

T T T T T T T T T - Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time Areabs  Area%Total Width Height Mass Found
1780  4e+006 10000 09 1.2e+007
1:(Time: 7.80) 1.446 AU 1: (Time: 7.80) 8.4e+005
210.29 241.24
10
1.0 479.88
5 © s
= 561.45
1910.17
0.0 T T T y 1 Nm m/z
400.00 600.00 1000.00
1:(Time: 7.80) 5.7e+007
220.10
10
* 509 l242.04
T T n/z

T
1000.00

Spectral data 6d
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13224
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T 264
T 1200
3.1
36.90
a8
9.09

210 200 190 180 170 160 130 140

ppm (1)

130 120 110 100 9 80 70 60 50 40 30 20 10 0

2: UV Detector: TIC (1) 5.957e+l
100% Range: 5.957e+l
6.73
4.0e+l
2
2.0e+l
0.0+ T T T T = Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 673 2e+007 100.00 0.7 5.1e+007
1:(Time: 6.73) 4.522 AU 1: (Time: 6.73) 2.3e+007
316'99 100 219.78
4.0
241.85
2 20 * 50
{ 242.52
0.0 T T Nm 0+ " T 1m/z
400.0 600.0 500.0 1000.0

Spectral data 6e

4-tert-pentylphenyl acrylate
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2: UV Detector: TIC

210 200 190 180 170 160 150 140 130 120 110 100 90 8 70 60 50 40 30

20 10 0 -10

2.97e+1

100% Range: 2.97e+l
7.33
\
2.5e+l “‘ \“
2.0e+1 |
\
| |
2 1.5e+l [\
1.0e+1 /o
5.0
0.0 T T T T T Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 733  6e+006 100.00 0.6 2.2e+007
1:(Time: 7.33) 2.972 AU 1: (Time: 7.33) 2.7e+007
210.99 149.60
( 100
2.0 255.75
E o 50 ‘
0.0 T T Nm 0 ‘ T T 1 m/z
400.00 600.00 500.00 1000.00

Spectral data 6f

4-hexylphenyl acrylate
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4-heptylphenyl acrylate
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210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 S0 40 30 20 10 0
ppm (f1)

2: UV Detector: TIC 2.716e+l

Range: 2.716e+l

2.5e+1
2.0e+1
3 1.5e+1
1.0e+l
5.0
0.0 T T T T T T T T Time
2.00 4.00 6.00 8.00 0.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 762 5e+006 100.00 0.6 1.9e+007
1:(Time: 7.62) 2.728 AU 1: (Time: 7.62) 2.1e+007
210.99 149.46
e 100
248.80
2.0
2 o 50
[270.86
0.0 ‘ ‘ — o o ; 1m/z
400.00 600.00 500.00 1000.00

Spectral data 6g
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110 100 90 50 70 60 50 40 30 20 10 00
ppm (t1)
& g 8 55gs2 e neesT e s
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210 200 190 180 170 160 150

ppm (f1)

140 130 120 110

100 % 80 70 60 30

40 30 20 10 0 -10

2: UV Detector: TIC (1) 3.71e+l
100% Range: 3.709e+1
7.85
3.0e+1:
2.0e+1:
2
1.0e+1.
0.0 T T T T = Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 785 8e+006 100.00 0.6 2.9e+007
1:(Time: 7.85) 3.074 AU 1: (Time: 7.85) 1.6e+007
10 262.90
283.89
2.0
2 ® 5
284.83
544.23
0.0 T T Nm T m/z
400.0 600.0 500.0 1000.0

Spectral data 6h

4-octylphenyl acrylate
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T 3274
o 2500

210 200 190 180 170 160 150 140

ppm (t1)

2: UV Detector: TIC

130 120 110 100 90 8 70 60 350 40 30 20 10 0O

5.432

(1) Range: 5.388
100%

4.
2
2.
0. T T T T  Time
2.00 4.00 6.00 8.00 10.00
Peak Number Compound Time AreaAbs Area %Total Width Height Mass Found
1 8.07  5e+005 100.0( 1 2e+006
Peak ID Compound Time Mass Found Peak ID Compound Time Mass Found
1 8.07 1 8.07
1:(Time: 8.07) 6.074e-1 AU 1: (Time: 8.07) 1.0e+007
97.16
1007
4.0e-1
2 ® 50
2.0e-1:
153.11
I [ L2481
0. T —— Nm e e e i 2
400.00 600.00 200.00 400.00 600.00 800.00

Spectral data 6i

(trans)-4-tert-pentylcyclohexyl acrylate
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ppm (f1)

2: UV Detector: TIC

AU

210 200 190 180 170 160

150 140 130 120 110 100 9 8 70 60 S50 40 30 20 10 O

(1)
100%
5.80

a

.292e+1
Range: 5.292e+1

0. T T T T T ™ Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 5.80 1e+007 100.0 0.7 4.6e+007
1:(Time: 5.80) 2.425 AU 1: (Time: 5.80) 1.5e+007
234.99
< 100, 23571
2.0
257.91
B 1o 50 H ' ¢
0.0 T T Nm 04 “ T 1 m/z
400.0 600.0 500.0 1000.0

Spectral data 6j

e T

propyl 4-(acryloyloxy)benzoate
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210 200 190 180 170 160 150 140 130 120 110 100 90 8 70 60 50 40 30 220 10 O
ppm (f1)
2: UV Detector: TIC (1) 5.704e+1
100% Range: 5.703e+1
6.70
5.0e+l
4.0e+l
E 3.0e+l
2.0e+l:
1.0e+l
0.0 T T T T T Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 670 1e+007 100.00 0.7 4.9e+007
1:(Time: 6.70) 2.847 AU 1: (Time: 6.70) 2.3e+007
236.99
100- 263.78
2.
]
< * 50 ‘ 264.79
0. T —— Nm o“ - T 1 m/z
400.0 600.0 500.0 1000.0

Spectral data 6k

e T

pentyl 4-(acryloyloxy)benzoate
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210 200 190 180 170 160 150 140 130 120 110 100 S0 80 70 60

50 40 30 20 10 0

ppm (t1)
2: UV Detector: TIC (1) 3.619e+1
100% Range: 3.618e+l
6.58
3.0e+l-
2.0e+l-
2
1.0e+l-
0.0+ T T T T ™ Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 658 8e+006 100.00 0.6 2.8e+007
1:(Time: 6.58) 2.681 AU 1: (Time: 6.58) 1.4e+007
210.99
100,174-97
2.0 176.66
2 ® 50 277.81
“ 576.01
0. T T T Nm % T T ‘ 1 m/z
400.0 600.0 500.0 1000.0

Spectral data 6l
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hexyl 2-(acryloyloxy)benzoate
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210 200 190 180 170 160 130 140 130 120 110 100 9 80 70 60 50 40 30 220 10 0
ppm (1)
Page 1
Sample: 34 Vial:2:2,D0 File:LAAG219_10_2
Date:12-May-2006 Time:23:58:18
2: UV Detector: TIC (1) 6.031e+l
100% Range: 6.03e+l
4.08
6.0+l
4.0e+1
2
2.0e+l
0.0 T T T T T T T T Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 408 2e+007 100.00 0.9 5.2e+007
1:(Time: 4.08) 2.24 AU 1: (Time: 4.08) 7.5e+006
242.99
. 10 235.23
235.77
2 1 ® 5
256.83  468.11
0. T T Nm T T 1 m/z
A% 400.0 600.0 500.0 1000.0

. O\n/\
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4-(propylcarbamoyl)phenyl acrylate
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210 200 190 180 170 160 130 140 130 120 110 100 90 80 70 60 50 40 30 20

ppm (t1)
Page 1
Sample: 26 Vial:2:5,C File:LAAG219_13_2
Date: 12-May-2006 Time:22:32:33
2: UV Detector: TIC (1) 2.745e+1
100% Range: 2.745e+l
6.32
2.5e+1
2.0e+1
3 1.5e+1
1.0e+1-
5.
0. T T T T 7 Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Mass Found
1 632 6e+006 100.00 0.6 2.0e+007
1:(Time: 6.32) 2.604 AU 1:(Time: 6.32) 1.7e+007
149.73
10
2.0 203.31
2 5 225.79
‘ I il ‘ e
00. 600.0 500.0 1000.0

Spectral data 7a
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5,6,7,8-tetrahydronaphthalen-2-yl acrylate
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210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
ppm (t1)
Page 1
Sample: 1 Vial:1:1,A File:TRA1
Date: 15-Nov-2005 Time:15:24:53
2: UV Detector: TIC (1) 4.239%+2
100% Range: 4.239%e+2
8.15
i
[
I
3.0e+2 I\
I
B ||
a 2.0e+2: | “
|
| |
1.0et2 [\
J \ .
0. T T T T T T T y T T Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
8.15 1e+008 100.00 1.3 4.2e+008
1:(Time: 8.15) 6.351 AU 1: (Time: 8.15) 5.1e+004
229.0 147.7
315.0 100
5.0
=] o
2 L, 50 zsz
0.0 , , e L , /2
400.0 600.0 250.0 500.0 750.0

Spectral data 7b
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N-(4-hexylphenyl)acrylamide
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210 200 190 180 170 160 150 140 130 120 110 100 90 &0 70 60 50 40 30 20 10 O

Page 1
Sample: 2 Vial:3:2,F File:LAAG133
Date:24-Apr-2006 Time:17:00:18
2: UV Detector: TIC (1) 5.965e+1
100% Range: 5.965e+1
6.33
4.0e+l
2
2.0e+1
0.0+ T T T T T T T T Time N
2.00 4.00 6.00 8.00 10.00 \
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 633 2e+007 100.00 0.8 5.1e+007
1:(Time: 6.33) 1.502 AU 1: (Time: 6.33) 5.8e+007 O OH
276.87 . . .
100 (Z2)-4-(4-hexylphenylamino)-4-oxobut-2-enoic acid
1.0
=]
= 303.99 e 50-
178.75 [277-88
0. + . \ PN , : /2
400.0 600.0 500.0 1000.0

Spectral data 7c
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2: UV Detector: TIC @) 2.008et1
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Range: 2.007e+l
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2
0.0% T T T T T T T T T T Time
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs  Area%Total Width Height Mass Found
1640  4e+006 10000 0.8 1.3e+007
1:(Time: 6.40) 6.975e-1 AU 1: (Time: 6.40) 9.1e+007
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100, 2968
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3.0e+1-

2 200

1.0e+1;
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; : - : - . - T : + Tine
2000 .00 5.00 8.00 1000
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 6.77 9e+006 0. 0.7 3.2e+007
1: (Time: 6.77) 1.347 AU L: (Time: 6.77) 1.1e+008
212.0
10 260.7
271.0
. 10 261.9
2 s s
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PeakNumber Time AreaAbs Area %Total Width Height Mass Found N (4 heXyIphenyI)Clnnam amlde
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1.0
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1-hexylphenylamino)-2-methylene-4-oxobutanoic acid
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Range: 6.258e+1

0.85
0

2: UV Detector: TIC

6.0e+1
4.0e+1 N
(1)
2 100% OH
5.87
2.0e+1 O
0.0l - _( _ . ) _ . .
LT - T - Tine 4-(4-hexylphenylamino)-4-oxobutanoic acid
Peak Number Time AreaAbs Area %Total Width Height Mass Found
1 587  6e+006 100.00 0.8 1.7e+007
1:(Time: 5.87) 8.052e-1 AU 1: (Time: 5.87) 2.4e+007
244.99
100 278.89
5-0e-t «  503260.81
T 279.91
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Sample: 1 Vial:1:7,B File:TRA10
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2: UV Detector: TIC (1) 4.259e+2
100% Range: 4.259e+2 N %
8.43

3.0e+2 O

B 2.oen2 N-(4-hexylphenyl)propiolamide

1.0e+2-
0. . . . . . . - - : ime
2.00 4.00 6.00 8.00 10.00
Peak Number Time AreaAbs Area %Total Width Height Mass Found
8.43 1e+008 100.00 1.3 4.2e+008
1:(Time: 8.43) 6.312 AU 1: (Time: 8.43) 4.5e+004
234.0 310.0 145.7
100
5.0
E e 50-
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0. : T : —— N ol L, ! | ! | - m/z
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Spectral data 8b
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Sample Report:

Sample 2 Vial 1:6,F ID File LAAH215_3 Date 14-Nov-2006 Time 16:30:26 Description

1.452e+2

2: UV Detector: TIC
Range: 1.452e+2

o 1.0e+2
a
/. AN
0.0 T T T T T T Time
2.00 4.00 6.00 8.00 10.00
Peak Number Compound Time AreaAbs Area %Total Width Height Mass Found
1 8.65 5e+007 100.00 3  1e+008
Peak ID Compound Time Mass Found Peak ID Compound Time Mass Found
1 8.65 1 8.65
1:(Time: 8.65) 3.194 AU 1:(Time: 8.65) 4.6e+007
217.29 100 296.63
= oD, gl
0.0 T T T 1 Nm. o ‘ T T T 1m/z
400.00 600.00 500.00 1000.00

Spectral data 8c
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100% Range: 1.295e+2
7.23
1.0e+2
2
5.0e+1
0.0 T T T T ™ Time
2.00 4.00 6.00 8.00 10.00
Peak Number Compound Time AreaAbs Area %Total Width Height Mass Found
1 7.23 4e+007 100.00 1 1e+008
Peak ID Compound Time Mass Found Peak ID Compound Time Mass Found
1 7.2 1 7.2
1:(Time: 7.23) 5.154 AU 1: (Time: 7.23) 1.2e+008
261.99 100 223.03
4.0 274.99
( 224.13
3 d 50
2.0
245.10
139.03 r
0.0 T T Nm - T T T T T T 1m/z
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Spectral data 8e

2-fluoro-1-(4-hexylphenyl)ethanone
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<
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Peak Number Compound Time AreaAbs Area %Total Width Height Mass Found
1 8.97 5e+006 100.00 1 2e+007
Peak ID Compound Time Mass Found Peak ID Compound Time Mass Found
1 1
1:(Time: 8.97) 9.942e-1 AU 1: (Time: 8.97) 5.4e+006
255.29
100 297.58
2 5.0e-1 o 101.42 [300.62
0.0 T T T 1 Nm 04—t T T | m/z
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3-bromo-1-(4-hexylphenyl)propan-1-one
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2: UV Detector: TIC (1) 1.307e+2
100%Range: 1.303e+2
9.17
1.0e+2
?
0.0+ T T T T Time
2.00 4.00 6.00 8.00
Peak Number Compound Time AreaAbs Area %Total Width Height Mass Found
1 9.17 4e+007 100.00 1 1e+008
Peak ID Compound Time Mass Found Peak ID Compound Time Mass Found
1 9.17 1 9.17
1:(Time: 9.17) 3.608 AU 1: (Time: 9.17) 4.3e+007
250.29
100 311.64
2 2.0 o % 231‘77%14‘62
0.0 T T T 1 Nm 04 —— T 1m/z
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Spectral data 8g
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Peak Number Compound Time AreaAbs Area %Total Width Height Mass Found
1 7.20 3e+007 100.00 1 9e+007
Peak ID Compound Time Mass Found Peak ID Compound Time Mass Found
1 7.20 1 7.20
1:(Time: 7.20) 3.651 AU 1: (Time: 7.20) 2.1e+007
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