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General: The reactions were run under argon atmosphere in oven-dried glassware unless otherwise
specified. Dichloromethane was distilled from calcium hydride. THF and Et,O were distilled from
sodium/benzophenone. Analytical thin layer chromatography (TLC) was performed on silica gel
plates (Merck 60F;s4) visualized either with a UV lamp (254 nm) or by using solutions of
p-anisaldehyde/sulfuric acid/acetic acid in EtOH or KMnO4/K,CO3;/AcOH in water followed by
heating. Flash chromatographies were performed on silica gel (60-230 mesh mesh). All the
reactions were carried out under Ar atmosphere. Organic extracts were dried over anhydrous
Na,SO,. Infrared spectra (IR) were recorded on a Bruker TENSOR™ 27 (IRTF) and wave-numbers
are indicated in cm™. '"H NMR spectra were recorded on a Bruker AVANCE 400 at 400 MHz in
CDCls and data are reported as follows: chemical shift in parts per million from tetramethylsilane as
an internal standard, multiplicity (s = singlet, d = doublet, t = triplet, q = quartet, m = multiplet or
overlap of nonequivalent resonances), integration. °C NMR spectra were recorded at 100 MHz in
CDCl; (unless otherwise specified) and data were reported as follows: chemical shift in parts per
million from tetramethylsilane with the solvent as an internal indicator (CDCl; ¢ 77.0 ppm),
multiplicity with respect to proton (deduced from DEPT experiments, s = quaternary C, d = CH,
t = CH,, q = CHs3). Mass spectra (MS) were recorded using a Hewlett-Packard tandem 5890A/5971
GCMS (70 eV). High-Resolution Mass Spectra were performed by "Groupe de Spectrométrie de
masse de 1'Université Pierre et Marie Curie (Paris)". The enantiomeric excesses were determined by

supercritical fluid chromatography (SFC) analysis on chiral phase.
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General procedure for the synthesis of the allylic alcohol precursors (Procedure A):
Magnesium chips (6.14 mmol, 1.1 equiv.) and one crystal of I, were added in THF (2 mL) followed
by a few drops of vinyl bromide in order to initiate the reaction. Once discoloration of the medium
occurred, the rest of the THF was added followed by the vinyl bromide (5.58 mmol, 1 equiv.),
which was added slowly. After stirring for 1 h at room temperature, the medium was cooled to 0 °C
and a solution of aldehyde (8.37 mmol, 1.5 equiv.) in THF (5 mL) was added. The mixture was
stirred for an additional 30 min at the same temperature before a saturated aqueous solution of
NH4CI (50 mL) was added. The organic layer was then separated and the aqueous phase was
extracted twice with Et;O (2 x 20 mL). The combined organic layers were eventually washed with
brine (50 mL), dried over anhydrous Na,SOys, filtered and concentrated under reduced pressure. The
crude residue was finally purified by flash column chromatography over silica gel to afford the pure
allylic alcohol.

General procedure for the synthesis of the phthalimide precursors (Procedure B): To a
solution of allylic alcohol (4.65 mmol, 1 equiv.) in THF (50 mL) at 0°C were added
triphenylphosphine (5.1 mmol, 1.1 equiv.), phthalimide (5.1 mmol, 1.1 equiv.) and a solution of
DEAD (40 % wt in toluene, 6.0 mmol, 1.3 equiv.). The reaction mixture was then stirred for 20 h at
room temperature before the solvent was evaporated and the triphenylphosphine oxide precipitated
by addition of a 1:1 mixture of EtO/PE (40 mL). The precipitate was filtered through a plug of
Celite” and the solvent was evaporated under reduced pressure to afford a crude residue which was

purified by flash column chromatography over silica gel.

General procedure for the cleavage of the phthalimide (Procedure C): To a solution of
phthalimide (3 mmol, 1 equiv.) in EtOH (26 mL) was added hydrazine hydrate (18 mmol, 6 equiv.)
drop-wise and the resulting mixture was stirred at reflux for 3 h. The formed pasty precipitate was
then filtered through a plug of Celite®, washed with Et,O (20 mL) and the solvent was evaporated
under reduced pressure. The crude residue was finally purified by flash column chromatography

over silica gel to afford the desired pure allylic amine.

General procedure for the kinetic resolution of allylic amines (Procedure D): To a solution of
allylic amine (0.142 mmol, 1 equiv.) in THF (3.4 mL) at —20 °C was added the supported salt
(319 mg, 2 equiv.). A solution of (15,25)-1 (0.071 mmol, 0.5 equiv.) in THF (0.6 mL) was then
slowly added during a period of 1 h using a syringe pump and the resulting mixture was stirred
overnight at the same temperature. Filtration of the resin followed by evaporation of the solvent and
purification of the crude residue by flash column chromatography over silica gel gave the
corresponding enantio-enriched acetamide along with the unreacted and enantio-enriched allylic

amine.
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3-Phenylbut-3-en-2-ol'

MW (g/mol): 148.20 Molecular formula: C,oH;,0

This compound was prepared following general procedure A. IR (neat): 3437, 2930, 1715, 1600,
1449, 1274, 1070, 761, 702 cm™. "H NMR (400 MHz, CDCl3) 6 7.46-7.28 (m, SH, Hpp), 5.39 (tapps
J=1.3 Hz, 1H, H3), 5.30 (s, 1H, H3), 4.84 (q, /= 6.1 Hz, 1H, H,), 1.92 (s, 1H, OH), 1.34 (d, /= 6.4
Hz, 3H, Hy). “C NMR (100 MHz, CDCl3) 6 153.2 (s, C,), 140.0 (s, Cs), 128.5 (d, Cpy), 127.8 (d,
Cpn), 126.9 (d, Cpp), 111.7 (t, C3), 69.60 (d, Cy), 22.7 (q, Ca).

5-((tert-Butyldimethylsilyl)oxy)-2-methylpent-1-en-3-ol

8

MW (g/mol): 230.42 Molecular formula: C;,H»60,Si1

To a solution of 3-((tert-butyldimethylsilyl)oxy)propanal (1.0 g, 5.3 mmol, 1.0 equiv.) in THF
(10 mL) at 0 °C was added a solution of isopropenylmagnesium bromide (0.5M in THF, 12 mL,
6 mmol, 1.1 equiv.) drop-wise. After stirring for 30 min at the same temperature, a saturated
aqueous solution of NH4Cl (20 mL) was added. The organic layer was then separated and the
aqueous phase was extracted twice with Et;O (2 x 20 mL). The combined organic layers were
eventually washed with brine (50 mL), dried over anhydrous Na,;SO,, filtered and concentrated
under reduced pressure. The crude residue was purified by flash column chromatography over silica
gel (Petroleum ether/EtOAc = 90:10) to afford the pure S5-((fert-butyldimethylsilyl)oxy)-2-
methylpent-1-en-3-ol in 91% yield.

IR (neat): 3421, 2953, 2929, 2857, 1472, 1254, 1084, 898, 832, 774 cm’'. 'H NMR (400 MHz,
CDCLy) 6 5.02 (m, 1H, Hs), 4.85 (m, 1H, H3), 4.26 (dd, J= 7.6, 3.8 Hz, 1H, H)), 3.88 (m, 1H, Hs),

! Garcia Ruano, L. G.; Fernandez-Ibafiez, M. A.; Fernandez-Salas, J. A.; Maestro, M. C.; Marquez-Lépez, P.;
Rodriguez-Fernandez, M. M. J. Org. Chem., 2009, 74, 1200.
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3.80 (m, 1H, Hs), 1.84-1.75 (m, 2H, Hy), 1.73 (s, 3H, Hy), 0.91 (s, 9H, Hg), 0.08 (s, 6H, Hp).
BC NMR (100 MHz, CDCl3) 8 147.2 (s, Cy), 110.5 (t, C3), 75.3 (d, C)), 62.3 (t, Cs), 36.8 (t, Cy),
26.0 (q, Cs), 18.5 (q, Co), 18.3 (s, C7), -5.4 (q, Cs). HRMS (ESI) m/z: calcd for C;;H6NaO,Si
[M + Na]': 253.1594, found: 253.1595.

3-((tert-Butyldimethylsilyl)oxy)propanal®

MW (g/mol): 188.34 Molecular formula: CoH;00,Si

IR (neat): 2955, 2930, 2857, 1726, 1472, 1254, 1096, 832, 775 cm™. "H NMR (400 MHz, CDCls)
§9.78 (t, J=2.3 Hz, 1H, H)), 3.97 (t, J= 6.0 Hz, 2H, H3), 2.57 (td, J= 6.0, 2.1 Hz, 2H, H,), 0.86 (s,
9H, He), 0.05 (s, 6H, H4). *C NMR (100 MHz, CDCl3) 6 202.1 (d, C)), 57.5 (t, C3), 46.6 (t, C2),
25.9 (q, Ce), 18.3 (s, Cs), =5.4 (q, Cs).

5-((tert-Butyldimethylsilyl)oxy)-2-phenylpent-1-en-3-ol®

MW (g/mol): 292.49 Molecular formula: C;7H»,0,Si1

This compound was prepared following general procedure A. IR (neat): 3431, 2954, 2928, 2857,
1471, 1254, 1077, 834, 774, 698 cm™. "H NMR (400 MHz, CDCls) 6 7.40-7.24 (m, 5H, Hpy), 5.48
(tapp» J = 1.6 Hz, 1H, H3), 5.35 (s, 1H, H;), 4.93-4.87 (m, H,), 3.90-3.81 (m, 2H, OH + Hs), 3.76
(ddd, J=10.2, 7.3, 3.8 Hz, 1H, Hs), 1.85 (m, 1H, Hy), 1.64 (m, 1H, Hy), 0.92 (s, 9H, Hg), 0.08 (s,
6H, He). *C NMR (100 MHz, CDCl3) § 151.2 (s, C), 140.4 (s, Co), 128.5 (d, Cpy), 127.6 (d, Cpp),
126.9 (d, Cpp), 112.7 (t, C3), 73.4 (d, C1), 62.3 (t, Cs), 37.0 (t, C4), 26.0 (q, Cs), 18.3 (s, C7), 5.5 (q,
Co), =5.4 (q, Co).

2 Smith, A. B.; Fox, R. J.; Vanecko, J. A. Org. Lett., 2005, 7, 3099.
3 Zhang, D.; Ready, J. M. J. Am. Chem. Soc., 2007, 129, 12088.
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5-((tert-Butyldimethylsilyl)oxy)-2-(trimethylsilyl)pent-1-en-3-ol

8

OH | 7
2 i O,SI\
MW (g/mol): 288.57 Molecular formula: C;4H3,0,Si,

This compound was prepared following general procedure A. IR (neat): 3352, 2954, 2858, 1407,
1248, 1052, 934, 833, 757 cm™. "H NMR (400 MHz, CDCls) J 5.86 (dd, J= 2.7, 1.5 Hz, 1H, H3),
5.44 (dd, J =2.7, 1.2 Hz, 1H, H3), 4.53 (m, 1H, H,), 3.87 (m, 1H, Hs), 3.81 (m, 1H, Hs), 3.35 (s,
IH, OH), 1.85-1.62 (m, 2H, Hi), 0.91 (s, 9H, Hg), 0.13 (s, 9H, Hy), 0.08 (s, 6H, Hy).
BC NMR (100 MHz, CDCls) 6 154.8 (s, Cy), 123.7 (t, C3), 75.4 (d, C)), 62.4 (t, Cs), 39.1 (t, Cy),
26.0 (g, Cs), 18.3 (s, C7), -0.5 (q, Co), -5.4 (q, Cs). HRMS (ESI) m/z: calcd for C;4H3,Na0O,Si,
[M + Na]': 311.1833, found: 311.1832.

4-Phenylbut-3-yn-2-ol*

OH

S

MW (g/mol): 146.18 Molecular formula: C,,H;0O

To a solution of ethynylbenzene (10 mmol, 1 equiv.) in THF (28 mL) at -78 °C was added a
solution of n-butyllithium (2.5 M in THF, 4 mL, 10 mmol, 1 equiv.) drop-wise. After stirring for
30 min at the same temperature, the acetaldehyde (12 mmol, 1.2 equiv.) was added and the mixture
was stirred for an additional 30 min before a saturated aqueous solution of NH4Cl (50 mL) was
added. The organic layer was then separated and the aqueous phase was extracted twice with EtOAc
(2 x 20 mL). The combined organic layers were eventually washed with brine (50 mL), dried over
anhydrous Na,SOy, filtered and concentrated under reduced pressure. The crude residue was finally
purified by flash column chromatography over silica gel to afford the pure propargyl alcohol in

72% vield.

4 Rigby, J. H.; Laurent, S. B.; Kamal, Z.; Heeg, M. J. Org. Lett., 2008, 10, 5609.
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"H NMR (400 MHz, CDCls) 6 7.43-7.36 (m, 2H, Hpp), 7.30-7.22 (m, 3H, Hpy), 4.73 (qd, J = 6.6,
1.7 Hz, 1H, H)), 2.37 (s, 1H, OH), 1.52 (dd, J = 6.6, 1.8 Hz, 3H, Hg). *C NMR (100 MHz, CDCl5)
5 131.7 (d, Cpn), 128.5 (d, Cpp), 128.4 (d, Cpy), 122.7 (s, C4), 91.1 (s, Ca), 84.1 (s, C3), 58.9 (d, C)),
24.4 (q, Cy).

(E)-4-Methyl-1-phenylpent-1-en-3-ol’

MW (g/mol): 176.25 Molecular formula: C,,H,c0

To a solution of cinnamaldehyde (1.5 mL, 12 mmol, 1.5 equiv.) in THF (80 mL) at 0 °C was added
isopropylmagnesium chloride solution (1.3M in THF, 2.6 mL, 8 mmol, 1.0 equiv.) drop-wise. After
stirring for 30 min at the same temperature, a saturated aqueous solution of NH4Cl (70 mL) was
added. The organic layer was then separated and the aqueous phase was extracted twice with Et,O
(2 x 20 mL). The combined organic layers were eventually washed with brine (50 mL), dried over
anhydrous Na,SOs, filtered and concentrated under reduced pressure. The crude residue was
purified by flash column chromatography over silica gel (Petroleum ether/EtOAc = 90:10) to afford
the pure (£)-4-methyl-1-phenylpent-1-en-3-ol in 71% yield.

IR (neat): 33423, 2962, 2931, 2874, 1720, 1610, 1451, 1264, 969, 750, 698 cm.
"H NMR (400 MHz, CDCl3) § 7.53-7.13 (m, 5H, Hpy), 6.59 (d, J = 15.9 Hz, 1H, H3), 6.25 (dd,
J=15.9, 7.0 Hz, 1H, H,), 4.05 (ddd, J = 7.1, 6.0, 1.2 Hz, 1H, H,), 1.85 (m, 1H, Hy), 1.70 (brs, 1H,
OH), 1.01 (d, J = 6.8 Hz, 3H, Hy), 0.97 (d, J = 6.8 Hz, 3H, Hy). *C NMR (100 MHz, CDCl;)
8 137.0 (s, C4), 131.3 (d, Cz or Cs), 131.0 (d, C3or Cy), 128.7 (d, Cpp), 127.7 (d, Cpp), 126.6 (d, Cpp),
78.3 (d, C1), 34.2 (d, Cy), 18.5 (q, Co), 18.2 (q, Co).

5 Liu, Z. Q.; Sun, L.; Wang, J. G.; Han, J.; Zhao, Y. K.; Zhou, B. Org. Lett., 2009, 11, 1437.
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2-Phenylpent-1-en-3-ol

MW (g/mol): 162.23 Molecular formula: C;;H,,0

This compound was prepared following general procedure A. IR (neat): 3412, 2965, 2934, 1702,
1493, 1449, 978, 907, 778, 698 cm™. "H NMR (400 MHz, CDCl3) 6 7.52-7.27 (m, 5H, Hpp), 5.34
(d, J=14.9 Hz, 2H, H3), 4.59 (m, 1H, H;), 1.80-1.61 (m, 2H, OH + Hy), 1.53 (dquintay, J = 14.3,
7.3 Hz, 1H, Hy), 0.93 (t, J = 7.4 Hz, 3H, Hs). *C NMR (100 MHz, CDCl5) § 151. 9 (s, C,), 140.2
(s, Co), 128.5 (d, Cpp), 127.7 (d, Cpn), 127.1 (d, Cpn), 112.9 (t, C3), 75.3 (d, C)), 28.9 (t, C4), 9.9 (q,
Cs). HRMS (ESI) m/z: caled for C;1H;sO [M + H]": 163.1117, found: 163.1114.

4-Methyl-2-phenylpent-1-en-3-ol°

MW (g/mol): 176.25 Molecular formula: C,,H;c0

This compound was prepared following general procedure A. IR (neat): 3435, 2961, 2871, 1493,
1009, 909, 776, 697 cm™. "H NMR (400 MHz, CDCl3) 6 7.56-7.15 (m, 5H, Hpy), 5.34 (s, 2H, H3),
442 (d, J=5.2 Hz, 1H, H,), 1.88-1.69 (m, 2H, OH + Hy), 0.93 (d, J = 6.8 Hz, 3H, Hs), 0.89 (d,
J=6.7 Hz, 3H, Hs). ®C NMR (100 MHz, CDCl3) § 151.4 (s, C,), 140.6 (s, Ce), 128.4 (d, Cpp),
127.6 (d, Cpp), 127.2 (d, Cpp), 113.8 (t, C3), 79.2 (d, C1), 31.5 (d, C4), 19.9 (q, Cs), 16.3 (q, Cs).

% Garcia Ruano, L. G.; Fernandez-Ibafiez, M. A.; Fernandez-Salas, J. A.; Maestro, M. C.; Marquez-Lépez, P.;
Rodriguez-Fernandez, M. M. J. Org. Chem., 2009, 74, 1200.
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1,3-Diphenylbut-3-en-2-ol’

MW (g/mol): 224.30 Molecular formula: C;cH;c0

This compound was prepared following general procedure A. IR (neat): 3413, 3027, 1494, 1051,
1027, 908, 748, 696 cm™. "H NMR (400 MHz, CDCl;) d 7.51-7.19 (m, 10H, Hpy), 5.40 (s, 1H, Hs),
5.37 (s, 1H, H3), 4.89 (dd, J = 8.6, 3.6 Hz, 1H, H,), 2.99 (dd, J = 13.9, 3.7 Hz, 1H, H4), 2.72 (dd,
J=13.9, 8.6 Hz, 1H, Hy), 1.91 (s, 1H, OH). ®C NMR (100 MHz, CDCl3) 6 151.1 (s, C), 140.0 (s,
Co), 138.3 (s, Cs), 129.6 (d, Cpn), 128.6 (d, Cpn), 128.6 (d, Cpn), 127.9 (d, Cpp), 127.1 (d, Cpn), 126.7
(d, Cpn), 113.2 (t, C3), 74.5 (d, C1), 42.9 (t, Cy).

5-Methyl-2-phenylhex-1-en-3-ol

MW (g/mol): 190.28 Molecular formula: C;3H;30

This compound was prepared following general procedure A. IR (neat): 3343, 2955, 2928, 1467,
1059, 898, 771, 712, 693 cm™. '"H NMR (400 MHz, CDCl3) 6 7.48-7.25 (m, 5H, Hpp), 5.37 (tapps
J=1.3 Hz, 1H, H3), 5.30 (dd, J= 1.3, 0.6 Hz, 1H, Hs), 4.70 (dd, J= 8.7, 3.7 Hz, 1H, H;), 1.84 (m,
1H, Hs), 1.65 (s, 1H, OH), 1.51-1.31 (m, 2H, Ha), 0.92 (d, J = 6.6 Hz, 3H, Hg), 0.90 (d, J = 6.7 Hz,
3H, Hg). *C NMR (100 MHz, CDCl;) § 152.8 (s, C2), 140.1 (s, C7), 128.5 (d, Cpn), 127.7 (d, Cpp),
127.0 (d, Cpn), 112.5 (t, C3), 72.3 (d, Cy), 45.7 (t, C4), 25.0 (d, Cs), 23.5 (q, Cs), 21.9 (g, Co).
HRMS (ESI) m/z: calcd for C13HsNaO [M + Na]+: 213.1250, found: 213.1251.

7 Kong, W.; Guo, B.; Fu, C.; Ma, S. Eur. J. Org. Chem. 2011, 2278.
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2-Phenylhepta-1,6-dien-3-ol®

MW (g/mol): 188.27 Molecular formula: C;3H,c0

This compound was prepared following general procedure A. IR (neat): 3369, 3078, 2921, 1639,
1493, 1443, 1061, 1025, 907, 777, 967 cm™. "H NMR (400 MHz, CDCls) § 7.53-7.28 (m, 5H,
Hpp), 5.81 (ddt, J = 16.9, 10.2, 6.7 Hz, 1H, Hg), 5.38 (s, 1H, H3), 5.33 (s, 1H, Hs), 5.03 (dd,
J=17.1, 1.6 Hz, 1H, Hy), 4.97 (d, J=10.2 Hz, 1H, Hy), 4.67 (dd, J = 7.8, 4.3 Hz, 1H, H)),
2.35-2.05 (m, 2H, Hs), 1.81-1.67 (m, 2H, OH + Hy), 1.60 (m, 1H, H,). ®C NMR (100 MHz,
CDCls) 0 152.1 (s, Cy), 140.1 (s, Cs), 138.4 (d, Cg), 128.5 (d, Cpn), 127.8 (d, Cppn), 127.1 (d, Cpp),
115.1 (t, Cy), 112.8 (t, C3), 73.4 (d, Cy), 35.2 (t, C4), 30.1 (t, Cs).

2-(Trimethylsilyl)hepta-1,6-dien-3-ol 2-(trimethylsilyl)hepta-1,6-dien-3-ol

MW (g/mol): 184.35 Molecular formula: C;oH,,0Si

This compound was prepared following general procedure A. IR (neat): 2955, 1249, 1054, 912,838,
618 cm™. "H NMR (400 MHz, CDCls) ¢ 5.87 (m, 1H, He), 5.79 (dd, J = 2.5, 1.3 Hz, 1H, H3), 5.43
(dd, /= 2.5, 1.0 Hz, 1H, Hj3), 5.05 (dq app, J=17.1, 1.8 Hz, 1H, Hy), 4.99 (m, 1H, Hy), 4.31 (dd,
J=1.9, 4.7 Hz, 1H, H;), 2.31-1.96 (m, 2H, Hs), 1.76-1.53 (m, 3H, Hs+ OH), 0.15 (s, 9H, Hy).
BC NMR (100 MHz, CDCl3) § 155.4 (s, Cy), 138.6 (d, Ce), 124.1 (t, C3), 115.0 (t, C7), 75.8 (d, C),
36.5 (t, Cy4), 30.3 (t, Cs), -0.4 (q, Cs). HRMS (ESI) m/z: caled for CioH,0NaOSi [M + Na]':
207.1176, found: 207.1175.

8 Kano, S.; Yokomatsu, T.; Yuasa, Y.; Shibuya, S. J. Org. Chem., 1985, 50, 3449.
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(E)-3-Methyl-4-phenylbut-3-en-2-ol’

MW (g/mol): 162.23 Molecular formula: C;;H,,0

To a solution of a-methyl-trans-cinnamaldehyde (0.56 mL, 4 mmol, 1.0 equiv.) in THF (40 mL) at
0 °C was added a solution of MeMgBr (3M in Et,O, 2.6 mL, 8 mmol, 2 equiv.) drop-wise. After
stirring for 30 min at the same temperature, a saturated aqueous solution of NH4Cl (50 mL) was
added. The organic layer was then separated and the aqueous phase was extracted twice with Et,O
(2 x 20 mL). The combined organic layers were eventually washed with brine (50 mL), dried over
anhydrous Na,SOs, filtered and concentrated under reduced pressure. The crude residue was
purified by flash column chromatography over silica gel (Petroleum ether/EtOAc = 85:15) to afford
the pure (£)-3-methyl-4-phenylbut-3-en-2-ol in quantitative yield.

IR (neat): 3392, 2975, 1704, 1656, 1444, 1368, 1072, 917, 744, 697 cm™. "H NMR (400 MHz,
CDCls) 0 7.40-7.13 (m, SH, Hpy), 6.51 (s, 1H, Hs), 4.37 (q, J = 6.4 Hz, 1H, H)), 1.87 (d, /= 1.3 Hz,
3H, Hg), 1.76 (s, 1H, OH), 1.36 (d, J = 6.4 Hz, 3H, Ho). >C NMR (100 MHz, CDCls) d 141.7 (s, Cs
or Cs4), 137.8 (s, Cz or C4), 129.1 (d, Cpp), 128.2 (d, Cpn), 126.5 (d, Cpp), 124.5 (d, C3), 73.8 (d, C)),
21.9 (q, Cs), 13.5 (q, Cs).

3-(4-Methoxyphenyl)but-3-en-2-o0l

MW (g/mol): 178.23 Molecular formula: C;;H,40;

Methyl lithium (3.2 mL, 1.6M, 5.0mmol) was added to a solution of butynol (393 pL, 5.0 mmol,
1 equiv.) in THF (15 mL) at -78 °C. After stirring for 20 min at the same temperature, the solution
was warmed up to rt and ready for use. During this time, ZnCl, (4.1 g, 30 mmol, 6.0 equiv.) was

weighed to another flask and fused under vacuum. After the flask cooled to rt, Cp,Zr(H)CI (2.5 g,

? Liu, Z. Q.; Sun, L.; Wang, J. G.; Han, J.; Zhao, Y. K.; Zhou, B. Org. Lett., 2009, 11, 1437.
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10 mmol, 2.0 equiv.) and THF (10 mL) were added sequentially. The resulting mixture was stirred
until all Cp,Zr(H)CI dissolved (solid ZnCl, remained suspended). The prepared solution of alkoxide
was then transferred via cannula into the mixture of ZnCl, and Cp,Zr(H)Cl in THF, followed by
rinsing with THF (5 mL). The result clear solution was stirred for 2h and gave a mixture with some

gray precipitate.

After the hydrozirconation, CH3CN (ImL) and 4-iodoanisole (3.51 g, 15 mmol, 3 equiv.) were
added. After 10 min, Pd(PPh3)4 (580 mg, 0.50 mmol, 0.1 equiv.) in THF (10 mL) was added and the
reaction was stirred overnight. The reaction was quenched with aqueous NH4Cl and extracted with
Et,0. The combined organic phases were dried over MgSQ,, concentrated and purified by flash
chromatography on silica gel to give the pure product (44% yield).

IR (neat): 3404, 2974, 2933, 1607, 11510, 1243, 1179, 1029, 833 cm™. '"H NMR (400 MHz,
CDCls) § 7.35 (d, J = 8.9 Hz, 2H, Hy), 6.89 (d, J = 8.9 Hz, 2H, Hy), 5.30 (tapp, J = 1.2 Hz, 1H, Hs),
5.23 (m, 1H, Hs), 4.81 (q, J = 6.3 Hz, 1H, H,), 3.83 (s, 3H, Hy), 1.74 (brs, 1H, OH), 1.34 (d,
J= 6.4 Hz, 3H, Hs). *C NMR (100 MHz, CDCl3) 6 159.3 (s, Cs), 152.5 (s, C2), 132.3 (s, Cs), 128.0
(d, Co), 113.9 (d, C7), 110.4 (t, C3), 69.7 (d, C1), 5.4 (g, Co), 22.7 (q, C4). HRMS (ESI) m/z: calcd
for C11Hys0, [M + H]': 179.1067, found: 179.1065.

Ethyl 3-(3-hydroxybut-1-en-2-yl)benzoate

MW (g/mol): 220.26 Molecular formula: C;3H60;

Methyl lithium (3.2 mL, 1.6M, 5.0mmol) was added to a solution of butynol (393 pL, 5.0 mmol,
1 equiv.) in THF (15 mL) at -78 °C. After stirring for 20 min at the same temperature, the solution
was warmed up to rt and ready for use. During this time, ZnCl, (4.1 g, 30 mmol, 6.0 equiv.) was
weighed to another flask and fused under vacuum. After the flask cooled to rt, Cp,Zr(H)CI (2.5 g,
10 mmol, 2.0 equiv.) and THF (10 mL) were added sequentially. The resulting mixture was stirred
until all Cp,Zr(H)CI dissolved (solid ZnCl, remained suspended). The prepared solution of alkoxide
was then transferred via cannula into the mixture of ZnCl, and Cp,Zr(H)Cl in THF, followed by
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rinsing with THF (5 mL). The result clear solution was stirred for 2h and gave a mixture with some

gray precipitate.

After hydrozirconation, CH3CN (1mL) and ethyl 3-iodobenzoate (4.14 g, 15 mmol, 3 equiv.) were
added. After 10 min, Pd(PPh3)4 (580 mg, 0.50 mmol, 0.1 equiv.) in THF (10 mL) was added and the
reaction was stirred overnight. The reaction was quenched with aqueous NH4Cl and extracted with
Et,0. The combined organic phases were dried over MgSQ,, concentrated and purified by flash
chromatography on silica gel to give the pure product (26% yield).

IR (neat): 3429, 2979, 1718, 1368, 11296, 1246, 1137, 1024, 910, 764 cm™. "H NMR (400 MHz,
CDCl;) 6 8.07 (td, J = 1.8, 0.5 Hz, 1H, Hy,), 7.98 (ddd, J = 7.8, 1.7, 1.2 Hz, 1H, Ha,), 7.60 (ddd,
J=7.7,19, 1.2 Hz, 1H, Ha,), 7.42 (td, J = 7.7, 0.5 Hz, 1H, Ha,), 5.44 (m, 1H, H;), 5.34 (m, 1H,
Hs), 4.86 (q, J = 6.8 Hz, 1H, H)), 4.40 (q, J=7.1 Hz, 2H, H},), 1.72 (brs, 1H, OH), 1.41 (t,
J=7.1Hz, 3H, Hy3), 1.33 (d, J = 6.4 Hz, 3H, H,). ®C NMR (100 MHz, CDCl3) § 166.7 (s, C1)),
152.4 (s, Cy), 140.3 (s, Cs), 131.4 (d, Ca,), 130.8 (s, Co), 128.9 (d, Cay), 128.6 (d, Ca,), 128.1 (d,
Car), 112.8 (t, C3), 69.6 (d, C1), 61.2 (t, C12), 22.7 (q, C4), 14.5 (q, C13). HRMS (ESI) m/z: caled for
Ci3HigNaO; [M + Na]+: 243.0992, found: 243.0990.

2-(3-Phenylbut-3-en-2-yl)isoindoline-1,3-dione

MW (g/mol): 277.32 Molecular formula: C;sH;sNO;

This compound was prepared following general procedure B. IR (neat): 2984, 1775, 1704, 1383,
1330, 1015, 907, 778, 717 cm™. "H NMR (400 MHz, CDCls) 6 7.75 (dd, J = 5.6, 3.0 Hz, 2H, H; or
Hiz), 7.65 (dd, J = 5.4, 3.2 Hz, 2H, H;, or Hy»), 7.44-7.36 (m, 2H, Hpy), 7.32-7.16 (m, 3H, Hpp),
5.54 (m, 1H, H,), 5.47 (d, J= 1.6 Hz, 1H, H3), 5.45 (d, /= 1.8 Hz, 1H, H3), 1.75 (d, /= 6.9 Hz, 3H,
H4). ®C NMR (100 MHz, CDCls) 8 168.0 (s, Co), 147.6 (s, Cy), 140.1 (s, Cs), 133.9 (d, Cpy), 131.9
(s, Cio), 128.4 (d, Cpn), 127.8 (d, Cpp), 126.8 (d, Cpp), 123.2 (d, Cpn), 114.8 (t, C3), 48.0 (d, C), 16.9
(q, C4). HRMS (ESI) m/z: calcd for C1sHsNO, [M + H]": 278.1176, found: 278.1180.
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2-(5-((tert-Butyldimethylsilyl)oxy)pent-1-en-3-yl)isoindoline-1,3-dione

12
11
10

O NQO |7

: WO/SK

MW (g/mol): 345.51 Molecular formula: C;9H,7;NO;Si

This compound was prepared following general procedure B. IR (neat): 2953, 2928, 2856, 1710,
1382, 1254, 1096, 833, 775, 718 cm™ . "H NMR (400 MHz, CDCl3) ¢ 7.82 (dd, J = 5.5, 3.0 Hz, 2H,
Hi; or Hyp), 7.70 (dd, J = 5.5, 3.0 Hz, 2H, H;; or Hy»), 6.19 (ddd, J = 17.2, 10.2, 7.5 Hz, 1H, H,),
5.25 (dt,J=17.2, 1.2 Hz, 1H, H3), 5.18 (dt, /= 10.2, 1.2 Hz, 1H, Hs), 4.99 (m, 1H, H;), 3.69-3.58
(m, 2H, Hs), 2.34 (m, 1H, Hy4), 2.13 (m, 1H, Hy), 0.84 (s, 9H, Hg), -0.05 (d, J = 1.6 Hz, 6H, H).
BC NMR (100 MHz, CDCl;) d 168.2 (s, Co), 135.7 (s, Cz), 134.0 (d, Cy; or Cy2), 132.2 (s, Cio),
123.3 (d, Cy; or Cy2), 117.5 (¢, C3), 60.1 (t, Cs), 51.2 (d, Cy), 34.8 (t, C4), 26.0 (q, Cs), 18.3 (s, Cy),
-5.4(q, Ce), =5.5 (q, C¢). HRMS (ESI) m/z: calcd for C19H,7NaNO;Si [M + Na]': 368.1652, found:
368.1658.

2-(5-((tert-Butyldimethylsilyl)oxy)-2-methylpent-1-en-3-yl)isoindoline-1,3-dione

MW (g/mol): 359.53 Molecular formula: C,0H29NO;Si

This compound was prepared following general procedure B. IR (neat): 2953, 2929, 1713, 1385,
1255, 1101, 833, 719 cm™. '"H NMR (400 MHz, CDCl3) 6 7.83 (dd, J = 5.4, 3.1 Hz, 2H, Hj, or
Hi3), 7.71 (dd, J = 5.5, 3.0 Hz, 2H, Hy; or Hi3), 5.04 (s, 1H, H3), 4.99 (m, 1H, H3), 4.93 (dd,
J=10.0, 5.3 Hz, 1H, H,), 3.68 (m, 1H, Hs), 3.60 (m, 1H, Hs), 2.53 (m, 1H, Hy), 2.23 (ddt, J = 14.1,
7.4, 5.2 Hz, 1H, Hy), 1.78 (s, 3H, Hy), 0.82 (s, 9H, Hg), -0.08 (s, 6H, Hs). *C NMR (100 MHz,
CDCls) 0 168.6 (s, Cip), 142.6 (s, C3), 134.0 (d, Ciz or Cy3), 132.1 (s, Ci1), 123.3 (d, Cyz or Cy3),
113.4 (t, Cs3), 60.5 (t, Cs), 53.0 (d, Cy), 32.1 (t, Cy), 26.0 (q, Cs), 20.8 (q, Co), 18.4 (s, C7), -5.4 (q,
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Ce), -5.5 (q, Cs). HRMS (ESI) m/z: calcd for Ca0H9NaNO3Si [M + Na]": 382.1809, found:
382.1812.

2-(5-((tert-Butyldimethylsilyl)oxy)-2-phenylpent-1-en-3-yl)isoindoline-1,3-dione

12

MW (g/mol): 421.60 Molecular formula: C,sH3;NOsSi

This compound was prepared following general procedure B. IR (neat): 2927, 2855, 1774, 1710,
1383, 1254, 1099, 834, 776, 718 cm™ . "H NMR (400 MHz, CDCl3) 6 7.76 (dd, J = 5.5, 3.0 Hz, 2H,
His or Hyg), 7.65 (dd, J = 5.4, 3.1 Hz, 2H, H;s or Hy¢), 7.47-7.38 (m, 2H, Hpy), 7.31-7.18 (m, 3H,
Hpp), 5.60 (dd, J = 10.4, 4.4 Hz, 1H, H;), 5.43 (d, /= 1.0 Hz, 1H, H3), 5.40 (d, /= 1.6 Hz, 1H, H3),
3.77-3.57 (m, 2H, Hs), 2.61 (m, 1H, H4), 2.24 (m, 1H, Hs), 0.83 (s, 9H, Hsg), -0.08 (s, 3H, Hy),
~0.10 (s, 3H, Hg). ®C NMR (100 MHz, CDCl3) 6 168.3 (s, C13), 147.2 (s, C2), 140.3 (s, Co), 133.9
(d, Cisor Cie), 132.0 (s, Ci4), 128.4 (d, Cpp), 127.8 (d, Cpn), 127.0 (d, Cpn), 123.2 (d, C;s or Cjs),
114.8 (t, C3), 60.5 (t, Cs), 50.6 (d, Cy), 32.9 (t, Cs), 25.9 (q, Cs), 18.3 (s, C7), -5.5 (q, Co).
HRMS (ESI) m/z: caled for CsH3 NaNO;Si [M + Na]': 444.1965, found: 444.1968.

2-(4-Phenylbut-3-yn-2-yl)isoindoline-1,3-dione

MW (g/mol): 275.30 Molecular formula: C;sH,3NO;

This compound was prepared following general procedure B. IR (neat): 3064, 2926, 1777, 1703,
1488, 1384, 1337, 1147, 1065, 879, 760, 713 cm™ . "H NMR (400 MHz, CDCl3) 6 7.85 (dd, J = 5.5,
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3.0 Hz, 2H, H;; or Hyy), 7.70 (dd, J = 5.5, 3.0 Hz, 2H, Hy; or Hy,), 7.47-7.38 (m, 2H, Hpy),
7.29-723 (m, 3H, Hp), 542 (q, J=7.1Hz, 1H, H,), 1.78 (d, J=7.2Hz, 3H, Hy).
BC NMR (100 MHz, CDCls) 6 167.1 (s, Co), 134.2 (s, C1; or C1p), 132.1 (d, Cpy), 132.0 (s, Cio),
128.5 (d, Cpy), 128.3 (d, Cpy), 123.5 (s, Ci;1 or C12), 122.6 (s, C4), 86.7 (s, C2), 83.0 (s, C3), 37.8 (s,
C1), 20.4 (s, Cg). HRMS (ESI) m/z: calcd for CigH3NaNO, [M + Na]': 298.0838, found: 298.0842.

(Z)-2-(4-Phenylbut-3-en-2-yl)isoindoline-1,3-dione

12

MW (g/mol): 277.32 Molecular formula: C;sH;sNO;

To a solution of 2-(4-phenylbut-3-yn-2-yl)isoindoline-1,3-dione (363 mg, 1.32 mmol, 1 equiv.) in
EtOAc (15 mL) was added quinoline (1.32 mmol, 156 pL, 1 equiv.) and the Lindlar catalyst
(84 mg). After degasing the mixture under vacuum several times, the solution was then stirred for
3 h under positive pressure of H,. The catalyst was eventually filtered through a plug of Celite® and
the solvent was evaporated under reduced pressure. Purification of the residue by flash column
chromatography over silica gel gave the corresponding (Z)-2-(4-phenylbut-3-en-2-yl)isoindoline-

1,3-dione in quantitative yield.

IR (neat): 3055, 3025, 2988, 1770, 1694, 1611, 1384, 1355, 1141, 1065, 1016, 869, 771, 717 cm™".
"H NMR (400 MHz, CDCls) 6 7.82 (dd, J= 5.5, 3.0 Hz, 2H, H,, or Hy,), 7.70 (dd, J= 5.5, 3.0 Hz,
2H, Hy; or Hyy), 7.40-7.32 (m, 2H, Hpy), 7.31-7.22 (m, 3H, Hpy), 6.57 (d, J=11.6 Hz, 1H, Hj),
6.30 (dd, J=11.6,9.6 Hz, 1H, H»), 5.46 (dqd, J=9.5, 6.9, 1.1 Hz, 1H, H;), 1.56 (d, /= 6.9 Hz, 3H,
Hs). *C NMR (100 MHz, CDCl3) § 168.1 (s, Co), 136.2 (s, C4), 134.0 (d, Cy; or Cpp), 132.2 (s,
Cio), 131.2 (d, Cy), 129.9 (d, Cs), 128.7 (d, Cpp), 128.5 (d, Cpp), 127.4 (d, Cpp), 123.2 (d, Cy; or Cy2),
44.8 (d, C)), 20.1 (q, Cg). HRMS (ESI) m/z: calcd for C1sH;sNaNO, [M + Na]": 300.0995, found:
300.0997.
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2-(2-Phenylpent-1-en-3-yl)isoindoline-1,3-dione

MW (g/mol): 291.34 Molecular formula: C;oH,;7;NO

This compound was prepared following general procedure B. IR (neat): 2969, 1770, 1708, 1382,
1330, 1037, 777, 717, 702 cm™. "H NMR (400 MHz, CDCls) 6 7.75 (dd, J = 5.5, 3.0 Hz, 2H, Hy, or
Hi3), 7.64 (dd, J=5.4, 3.1 Hz, 2H, Hiz or H13), 7.47-7.32 (m, 2H, Hpp), 7.29-7.15 (m, 3H, Hpp), 5.43
(s, 2H, H3), 5.24 (dd, J = 10.7, 4.7 Hz, 1H, H,), 2.36 (ddq, J = 14.6, 10.7, 7.3 Hz, 1H, Hy), 2.09 (m,
1H, Hy), 0.95 (t, J= 7.4 Hz, 3H, Hs). *C NMR (100 MHz, CDCl3) 6 168.4 (s, C10), 147.2 (s, Cs),
140.6 (s, Cs), 134.0 (d, Ci2 or Cy3), 131.7 (s, Cy1), 128.4 (d, Cpn), 127.8 (d, Cpn), 126.9 (d, Cpp),
123.3 (d, Cp or Cy3), 115.1 (t, C3), 54.8 (d, Cy), 23.4 (t, Cs), 11.4 (q, Cs). HRMS (ESI) m/z: calcd
for C;9H;7NaNO, [M + Na]+: 314.1152, found: 314.1154.

2-(1,3-Diphenylbut-3-en-2-yl)isoindoline-1,3-dione

MW (g/mol): 353.41 Molecular formula: C,4sH9yNO;

This compound was prepared following general procedure B. IR (neat): 3028, 1771, 1706, 1382,
1330, 910, 871, 716, 698 cm™. "H NMR (400 MHz, CDCl3) 6 7.66 (dd, J = 5.6, 2.9 Hz, 2H, Hs or
His), 7.59 (dd, J = 5.6, 2.9 Hz, 2H, H;s or Hy), 7.50-7.39 (m, 2H, Hpy), 7.33-7.11 (m, 8H, Hpp),
5.64 (ddt, J=11.4, 4.6, 1.5 Hz, 1H, H,), 5.55 (d, /= 1.8 Hz, 1H, H3), 5.51 (d, /= 1.3 Hz, 1H, Hj3),
3.66 (dd, J = 13.9, 11.4 Hz, 1H, H,), 3.38 (dd, J = 13.9, 4.6 Hz, 1H, H,). *C NMR (100 MHz,
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CDCls) 0 168.1 (s, Ci3), 146.9 (s, Cy), 140.3 (s, Cy), 138.0 (s, Cs), 133.8 (d, Cys or Cys), 131.5 (s,
Cia), 129.0 (d, Cpp), 128.5 (d, Cpn), 128.5 (d, Cpn), 127.9 (d, Cpn), 126.9 (d, Cpn), 126.7 (d, Cpn),
123.2 (d, Cys or Cye), 1154 (t, C3), 54.5 (d, Cy), 36.2 (t, C4). HRMS (ESI) m/z: calcd for
Cy4H9NaNO, [M + Na]": 376.1308, found: 376.1312.

2-(5-Methyl-2-phenylhex-1-en-3-yl)isoindoline-1,3-dione

MW (g/mol): 319.40 Molecular formula: C;;H,;NO;

This compound was prepared following general procedure B. IR (neat): 2955, 1764, 1702, 1379,
1327, 1069, 716, 705 cm™. "H NMR (400 MHz, CDCls) 6 7.82 (dd, J = 5.5, 3.0 Hz, 2H, Hy, or
Hi3), 7.72 (dd, J = 5.5, 3.0 Hz, 2H, Hj, or Hy3), 7.49-7.43 (m, 2H, Hpy), 7.36-7.24 (m, 3H, Hpp),
5.53-5.44 (m, 3H, H; + H3), 2.50 (ddd, J=14.2, 11.0, 3.9 Hz, 1H, Hy), 1.79 (ddd, J = 14.1, 9.9,
4.3 Hz, 1H, H4), 1.57 (m, 1H, Hs), 1.05 (d, J = 6.5 Hz, 3H, Hg), 0.99 (d, J= 6.6 Hz, 3H, Hp).
BC NMR (100 MHz, CDCl3) 6 168.4 (s, Cio), 147.5 (s, C,), 140.6 (s, C7), 134.0 (d, C15 or C13),
131.8 (s, Ci1), 128.4 (d, Cpn), 127.8 (d, Cpn), 126.9 (d, Cpn), 123.3 (d, Ci20r Cy3), 114.9 (t, C3), 51.4
(d, Ci), 39.0 (t, C4), 25.5 (d, Cs), 23.7 (q, Cs), 21.7 (q, Cs). HRMS (ESI) m/z: calcd for
C,H, NaNO, [M + Na]": 342.1465, found: 342.1467.

2-(2-Phenylhepta-1,6-dien-3-yl)isoindoline-1,3-dione

MW (g/mol): 317.38 Molecular formula: C;;H;9yNO;
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This compound was prepared following general procedure B. IR (neat): 3061, 2934, 1774, 1708,
1384, 1358, 1069, 912, 718, 700 cm™. "H NMR (400 MHz, CDCl3) 6 7.68 (dd, J = 5.5, 3.0 Hz, 2H,
Hisor Hys), 7.57 (dd, J = 5.5, 3.0 Hz, 2H, Hy4 or His), 7.35-7.28 (m, 2H, Hpy), 7.22-7.09 (m, 3H,
Hpp), 5.72 (ddt, J = 16.7, 10.2, 6.5 Hz, 1H, He), 5.35 (s, 2H, H3), 5.27 (m, 1H, H;), 4.91 (m, 1H,
Hy), 4.85 (m, 1H, Hy), 2.43 (m, 1H, Hs), 2.10-1.98 (m, 3H, Hs+ Hs). *C NMR (100 MHz, CDCl;)
0 168.3 (s, C12), 147.1 (s, Cy), 140.4 (s, Cs), 137.3 (d, Cs), 134.0 (d, C140r Cys), 131.7 (s, Cy3), 128.4
(d, Cpn), 127.8 (d, Cpp), 126.9 (d, Cppn), 123.3 (d, C1s0rCys), 115.7 (t, C7), 115.2 (t, C3), 52.7 (d, C)),
31.1 (t, C4), 29.4 (t, Cs). HRMS (ESI) m/z: caled for Co;H19NaNO; [M + Na]'™: 340.1308, found:
340.1309.

2-(2-(Trimethylsilyl)hepta-1,6-dien-3-yl)isoindoline-1,3-dione

12

MW (g/mol): 313.47 Molecular formula: C;sH,3NO,Si

This compound was prepared following general procedure B. IR (neat): 2956, 1711, 1383, 1352,
1249, 838, 718 cm™. "H NMR (400 MHz, CDCl;) 6 7.83 (dd, J = 5.4, 3.1 Hz, 2H, Hy, or H},), 7.72
(dd, J=5.5, 3.0 Hz, 2H, Hy; or Hi2), 5.94 (tapp, /= 1.7 Hz, 1H, H3), 5.78 (m, 1H, Hg), 5.62 (tapp,
J=1.4 Hz, 1H, H3), 5.01-4.89 (m, 3H, H; + H;), 2.49 (m, 1H, Hs), 2.09-1.95 (m, 3H, H4 + Hs),
0.09 (s, 9H, Hg). *C NMR (100 MHz, CDCl3) 6 168.6 (s, Co), 148.8 (s, C,), 137.5 (d, Ce), 134.1 (d,
Ci1 or Cypp), 132.0 (s, Cyp), 126.7 (t, Cs3), 123.3 (d, Cy; or Cy2), 115.5 (t, C7), 53.4 (d, C)), 31.2 (t, Cs),
29.8 (t, Cy), =1.1 (q, Cg). HRMS (ESI) m/z: calcd for C1gH»3NaNO,Si [M + Na]': 336.1390, found:
336.1394.



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2013

2-(3-(4-Methoxyphenyl)but-3-en-2-yl)isoindoline-1,3-dione

MW (g/mol): 307.34 Molecular formula: C;oH;7;NO3

This compound was prepared following general procedure B. IR (neat): 2937, 1704, 1511, 1383,
1330, 1245, 1031, 835, 716 cm™. "H NMR (400 MHz, CDCl;) § 7.73 (dd, J = 5.5, 3.0 Hz, 2H, H),
or Hj3), 7.63 (dd, J = 5.5, 3.0 Hz, 2H, Hj; or Hy3), 7.31 (d, J = 8.9 Hz, 2H, Hg), 6.78 (d, J = 8.9 Hz,
2H, H»), 5.48 (qt, J = 6.9, 1.8 Hz, 1H, H,), 5.40 (d, J = 1.4 Hz, 1H, H3), 5.36 (d, J = 1.8 Hz, 1H,
Hs), 3.73 (s, 3H, Ho), 1.71 (d, J= 6.9 Hz, 3H, H4). “C NMR (100 MHz, CDCls) d 168.0 (s, C1o),
159.2 (s, Cg), 146.9 (s, Cy), 133.9 (d, Ci2 or Cy3), 132.5 (s, Cs), 131.9 (s, C11), 127.8 (d, C¢), 123.2
(d, Cipor Cy3), 113.7 (d, C7), 113.7 (t, C3), 55.3 (g, Cy), 47.9 (d, C1), 16.9 (q, C4). HRMS (ESI) m/z:
calcd for C19H;7NaNO; [M + Na]+: 330.1100, found: 330.1099.

Ethyl 3-(3-(1,3-dioxoisoindolin-2-yl)but-1-en-2-yl)benzoate

MW (g/mol): 349.38 Molecular formula: C;;H;9yNO4

This compound was prepared following general procedure B. IR (neat): 2972, 1772, 1703, 1470,
1367, 1291, 1238, 1090, 926, 735, 721, 711 cm™". "H NMR (400 MHz, CDCl3) § 8.06 (m, 1H, Hay,),
7.88 (ddd, J = 7.8, 1.6, 1.2 Hz, 1H, Ha,), 7.74 (dd, J = 5.6, 3.0 Hz, 2H, Hjs or Hy7), 7.64 (dd,
J=15.6, 3.0 Hz, 2H, Hj¢ or Hy7), 7.56 (ddd, J = 7.8, 1.9, 1.2 Hz, 1H, Ha,), 7.33 (t, /= 7.7 Hz, 1H,
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Har), 5.58-5.49 (m, 2H, H, + H3), 5.48 (d, J = 1.9 Hz, 1H, H;), 4.35 (qd, J= 7.1, 1.8 Hz, 2H, H),),
1.73 (d, J= 6.9 Hz, 3H, Hy), 1.39 (t, J= 7.1 Hz, 3H, H;3). ®C NMR (100 MHz, CDCl3) J 167.9 (s,
C14), 166.5 (s, C11), 146.8 (s, C2), 140.3 (s, Cs), 134.0 (d, Cigor Cy7), 131.8 (s, Cys), 131.0 (d, Ca),
130.8 (s, Co), 129.0 (d, Car), 128.4 (d, Car), 128.0 (d, Car), 123.3 (d, Cigor Ci7), 115.8 (t, C3), 61.2
(t, C1), 48.0 (d, C)), 16.9 (q, C4), 14.4 (q, Ci3). HRMS (ESI) m/z: caled for CaHisNaNOy
[M + Na]": 372.1206, found: 372.1206.

3-Phenylbut-3-en-2-amine (2a)

MW (g/mol): 147.22 Molecular formula: C;oH;3N

This compound was prepared following general procedure C. IR (neat): 2965, 1573, 1493, 1443,
1368, 901, 777, 697 cm™. "H NMR (400 MHz, CDCl3) 6 7.43-7.22 (m, 5H, Hpy), 5.26 (s, 1H, H3),
5.20 (s, 1H, H3), 4.03 (q, J = 6.6 Hz, 1H, H,), 1.57 (s, 2H, NH), 1.23 (d, J= 6.6 Hz, 3H, H.).
BC NMR (100 MHz, CDCls) 8 155.1 (s, C), 141.3 (s, Cs), 128.4 (d, Cpp), 127.5 (d, Cpy), 126.9 (d,
Cpp), 110.6 (d, Cy), 50.0 (t, C3), 23.0 (q, C4). HRMS (ESI) m/z: caled for CjoH;4N [M + HJ":
148.1121, found: 148.1120.

5-((tert-Butyldimethylsilyl)oxy)pent-1-en-3-amine (2b)

MW (g/mol): 215.41 Molecular formula: C;;H,sNOSi

This compound was prepared following general procedure C. IR (neat): 2954, 2929, 2857, 1472,
1254, 1094, 915, 832, 773 cm™. "H NMR (400 MHz, CDCl3) ¢ 5.82 (ddd, J = 17.1, 10.3, 6.7 Hz,
1H, H»), 5.13 (dtapp, J = 17.2, 1.4 Hz, 1H, H3), 5.03 (m, 1H, H3), 3.80-3.62 (m, 2H, Hs), 3.49 (qapp,
J=6.7Hz, 1H, H;), 1.70-1.59 (m, 2H, Hy), 1.56 (brs, 2H, NH), 0.90 (s, 9H, Hg), 0.05 (s, 6H, Hp).
BC NMR (100 MHz, CDCls) 6 143.2 (s, C,), 113.5 (t, C3), 60.7 (t, Cs), 52.0 (d, C)), 40.2 (t, Cy),
26.1 (s, C7), 18.4 (q, Cs), -5.2 (q, Cs). HRMS (ESI) m/z: caled for C;;HNOSi [M+ H]™:
216.1778, found: 216.1779.
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5-((tert-Butyldimethylsilyl)oxy)-2-methylpent-1-en-3-amine (2¢)

NH2 | 7

MW (g/mol): 229.43 Molecular formula: C;,H,7NOSi

This compound was prepared following general procedure C. IR (neat): 2953, 2929, 1472, 1253,
1092, 832, 773 cm™. "H NMR (400 MHz, CDCls) 6 4.87 (s, 1H, H3), 4.76 (s, 1H, H3), 3.75-3.59
(m, 2H, Hs), 3.45 (dd, J = 7.2, 5.9 Hz, 1H, H,), 1.79-1.67 (m, 4H, Ho + Hy), 1.64-1.38 (m, 3H,
H,+ NH), 0.89 (s, 9H, Hy), 0.05 (s, 6H, He). *C NMR (100 MHz, CDCls) 6 149.1 (s, C), 110.2 (t,
C3), 61.0 (t, Cs), 55.0 (d, Cy), 38.5 (t, Cy), 26.1 (q, Cs), 18.4 (s, C7), 18.2 (q, Co), -5.2 (q, Co).
HRMS (ESI) m/z: caled for C1,H,sNaNOSi [M + H]': 230.1935, found: 230.1936.

5-((tert-Butyldimethylsilyl)oxy)-2-phenylpent-1-en-3-amine (2d)

NH,

MW (g/mol): 291.50 Molecular formula: C;7;H,9)NOSi

This compound was prepared following general procedure C. IR (neat): 2953, 2928, 2856, 1471,
1253, 1092, 833, 774, 699 cm™. "H NMR (400 MHz, CDCl3) § 7.50-7.04 (m, 5H, Hpy), 5.18 (s,
1H, Hs), 5.17 (s, 1H, H)), 3.96 (dd, J = 8.2, 3.8 Hz, 1H, H,), 3.72-3.51 (m, 2H, Hs), 1.73 (m, 1H,
Hy), 1.55 (brs, 2H, NH), 1.40 (m, 1H, Hy), 0.79 (s, 9H, Hs), -0.07 (s, 3H, He), -0.08 (s, 3H, He).
BC NMR (100 MHz, CDCl3) 6 154.0 (s, C,), 141.2 (s, Co), 128.4 (d, Cpp), 127.6 (d, Cpy), 127.0 (d,
Cpn), 111.6 (t, C3), 61.1 (d, Cy), 52.4 (t, Cs), 39.3 (t, Cy), 26.1 (q, Cs), 18.4 (s, C7), -5.3 (q, Co).
HRMS (ESI) m/z: calcd for C17H30NOSi [M + H]+: 292.2091, found: 292.2094.



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2013

5-((tert-Butyldimethylsilyl)oxy)-2-(trimethylsilyl)pent-1-en-3-amine (2e)

8

NH, | 7
N2 SIS
MW (g/mol): 287.59 Molecular formula: C;4H33NOSI,

This compound was prepared following general procedure C. IR (neat): 2954, 2858, 1472, 1249,
1092, 928, 832, 774 cm™. "H NMR (400 MHz, CDCls) 6 5.77 (dd, J = 2.4, 1.3 Hz, 1H, H3), 5.40
(dd, J = 2.4, 0.7 Hz, 1H, H3), 3.77-3.62 (m, 3H, H; + Hs), 1.78 (m, 1H, H4), 1.55-1.42 (m, 3H,
H, + NH), 0.90 (s, 9H, Hs), 0.13 (s, 9H, Hy), 0.06 (s, 6H, He). *C NMR (100 MHz, CDCl3) 6 157.1
(s, Cp), 123.2 (t, C3), 61.1 (t, Cs), 53.7 (d, Cy), 40.5 (t, Cy), 26.1 (q, Cs), 18.4 (s, C7), -0.4 (q,
Co), -5.2 (q, C¢). HRMS (ESI) m/z: caled for C14H3,NOSi, [M + H]": 288.2173, found: 288.2176.

(Z)-4-Phenylbut-3-en-2-amine (2f)

MW (g/mol): 147.22 Molecular formula: C;oH;3N

This compound was prepared following general procedure C. IR (neat): 3356, 3056, 2961, 1599,
1493, 1447, 1370, 1116, 1072, 793, 765, 697 cm™. "H NMR (400 MHz, CDCl3) 6 7.39-7.31 (m,
2H, Hpy), 7.30-7.21 (m, 3H, Hpp), 6.40 (d, /= 11.6 Hz, 1H, H3), 5.58 (dd, J=11.6, 9.5 Hz, 1H, H,),
4.05 (dqd, J = 9.4, 6.4, 0.9 Hz, 1H, H)), 1.61 (s, 2H, NH), 1.25 (d, J=6.4 Hz, 3H, Hy).
BC NMR (100 MHz, CDCl;) 6 138.6 (d, Cy), 137.3 (s, C4), 128.8 (d, C3), 128.4 (d, Cpn), 128.0 (d,
Cpn), 127.0 (d, Cpp), 44.5 (d, Cy), 24.0 (q, Cg). HRMS (ESI) m/z: calcd for CjoH;4N [M + HJ":
148.1121, found: 148.1117.

(E)-4-Methyl-1-phenylpent-1-en-3-amine (2h)

MW (g/mol): 175.27 Molecular formula: C;;H7N
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To a solution of (E)-4-methyl-1-phenylpent-1-en-3-ol (440 mg, 2.5 mmol, 1 equiv.) in CH,Cl,
(10 mL) were added TEMPO (75 mg, 0.5 mmol, 0.2 equiv.) and (diacetoxyiodo)benzene (944 mg,
2.87 mmol, 1.15 equiv.). The reaction mixture was stirred for 1.5 h at room temperature until the
alcohol was totally oxidized. MeOH (5 mL) was then added followed by ammonium formate
(1.61 g, 25 mmol, 10 equiv.) and NaBH3;CN (321 mg, 5.0 mmol, 2.0 equiv.) and the mixture was
stirred overnight at rt. The solution was quenched with a 2 M aqueous solution of NaOH (15 mL)
and the aqueous phase was extracted twice with CH,Cl, (2 x 30 mL). The combined organic layers
were eventually washed with brine (50 mL), dried over anhydrous Na,SO,, filtered and
concentrated under reduced pressure. The crude residue was purified by flash column
chromatography over silica gel (90:10 EtOAc/MeOH) to afford the pure (E)-4-methyl-1-
phenylpent-1-en-3-amine in 26% yield.

IR (neat): 3295, 2960, 2929, 2870, 1665, 1449, 1373, 1103, 968,748, 694 cm.
"H NMR (400 MHz, CDCl3) § 7.47-7.15 (m, 5H, Hpy), 6.49 (d, J = 15.9 Hz, 1H, H3), 6.18 (dd,
J=15.9, 7.4 Hz, 1H, Hs), 3.28 (tupp, J = 6.6 Hz, 1H, H;), 1.83 (brs, 2H, NH), 1.75 (m, 1H, Hg), 0.98
(d, J= 6.8 Hz, 3H, Ho), 0.95 (d, J = 6.8 Hz, 3H, Hy). *C NMR (100 MHz, CDCl;) § 137.4 (s, C4),
133.7 (d, Cy), 130.1 (d, C3), 128.7 (d, Cpn), 127.4 (d, Cpp), 126.4 (d, Cpp), 60.0 (d, C1), 34.3 (d, Cy),
18.9 (q, Co), 18.9 (q, Co). HRMS (ESI) m/z: caled for C;pH;s [M + H - NH;3]™: 159.1168, found:
159.1168.

2-Phenylpent-1-en-3-amine (2i)

MW (g/mol): 161.24 Molecular formula: C;;H;sN

This compound was prepared following general procedure C. IR (neat): 2961, 2931, 1492, 1460,
902, 777, 698 cm™. "H NMR (400 MHz, CDCl3) d 7.46-7.24 (m, 5H, Hpy), 5.24 (s, 2H, H3), 3.82
(m, 1H, H)), 1.63 (m, 1H, Hy), 1.51 (s, 2H, NH), 1.39 (m, 1H, Hy), 0.92 (t, J= 7.4 Hz, 3H, Hs).
BC NMR (100 MHz, CDCLs) 6 153.7 (s, C,), 141.5 (s, Ce), 128.4 (d, Cpy), 127.5 (d, Cpp), 127.0 (d,
Cpn), 111.9 (t, C3), 56.3 (d, C1), 29.3 (t, C4), 10.4 (q, Cs). HRMS (ESI) m/z: caled for C;H 6N
[M + H]": 162.1277, found: 162.1277.
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4-Methyl-2-phenylpent-1-en-3-amine (2j)

MW (g/mol): 175.27 Molecular formula: C;;H7N

This compound was prepared following general procedure C. IR (neat): 3079, 3056, 2958, 1626,
1599, 1573, 1499, 1383, 1365, 902, 777, 969 cm™. "H NMR (400 MHz, CDCl3) 6 7.46-7.19 (m,
SH, Hpyn), 5.27 (s, 1H, H3), 5.24 (s, 1H, H3), 3.71 (d, /= 5.0 Hz, 1H, H;), 1.71 (m, 1H, Hy), 1.36 (s,
2H, NH), 0.95 (d, J = 6.8 Hz, 3H, Hs), 0.79 (d, J = 6.8 Hz, 3H, Hs). ®C NMR (100 MHz, CDCl5)
0 153.4 (s, Cy), 142.0 (s, Co), 128.4 (d, Cpp), 127.4 (d, Cpp), 127.1 (d, Cpn), 112.7 (t, C3), 60.6 (d,
C1), 31.2 (d, Cy), 20.7 (q, Cs), 16.0 (q, Cs). HRMS (ESI) m/z: calcd for C;;H;sN [M+ HJ":
176.1434, found: 176.1436.

2-(1,3-Diphenylbut-3-en-2-yl)isoindoline-1,3-dione (2k)"’

MW (g/mol): 223.31 Molecular formula: C;¢H;7N

This compound was prepared following general procedure C. IR (neat): 3026, 1600, 1493, 1454,
1075, 905, 778, 696 cm™ . "H NMR (400 MHz, CDCl3) 6 7.47-7.17 (m, 10H, Hpy), 5.32 (s, 2H, H),
4.17 (d,J= 8.4 Hz, 1H, H;), 2.99 (d, J=13.3 Hz, 1H, Hy), 2.52 (dd, /= 13.4, 9.0 Hz, 1H, Hy), 1.68
(s, 2H, NH). *C NMR (100 MHz, CDCls) 6 152.8 (s, Cy), 141.3 (s, Co), 139.2 (s, Cs), 129.5 (s,
Cpn), 128.6 (d, Cpn), 128.6 (d, Cpn), 127.7 (s, Cpn), 127.0 (s, Cpn), 126.5 (s, Cpn), 112.5 (s, C3), 56.0
(s, C1),43.2 (s, Ca).

10 Anderson, L. L.; Woerpel, K. A. Org. Lett., 2009, 11, 425.
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5-Methyl-2-phenylhex-1-en-3-amine (21)

MW (g/mol): 189.30 Molecular formula: C;3H 9N

This compound was prepared following general procedure C. IR (neat): 2954, 1626, 1598, 1573,
1493, 1466, 1366, 903, 777, 698 cm™. "H NMR (400 MHz, CDCls) d 7.44-7.14 (m, 5H, Hpy), 5.17
(s, 1H, H3), 5.13 (s, 1H, H3), 3.81 (dd, /= 8.7, 4.8 Hz, 1H, H,), 1.70 (m, 1H, Hs), 1.43-1.23 (m, 3H,
NH + H;), 1.19 (m, 1H, H;), 0.83 (d, J = 6.6 Hz, 3H, H¢), 0.81 (d, J=6.7 Hz, 3H, Hy).
BC NMR (100 MHz, CDCl3) 6 154.7 (s, Cy), 141.4 (s, C7), 128.4 (d, Cpp), 127.5 (d, Cpy), 127.1 (d,
Cpn), 111.6 (t, C3), 529 (d, C)), 464 (t, Cy4), 252 (d, Cs), 23.6 (q, Cs), 21.9 (q, Co).
HRMS (ESI) m/z: calcd for Ci3HyN [M + H]+: 190.1590, found: 190.1592.

2-Phenylhepta-1,6-dien-3-amine (2m)

MW (g/mol): 187.28 Molecular formula: C;sH7N

This compound was prepared following general procedure C. IR (neat): 3077, 2925, 1639, 1573,
1493, 1442, 997, 9905, 777, 698 cm™. "H NMR (400 MHz, CDCl3) ¢ 7.39-7.26 (m, 5H, Hpy), 5.78
(ddt, J=17.0, 10.2, 6.7 Hz, 1H, Hs), 5.27 (tapp, J = 1.2 Hz, 1H, H3), 5.26 (s, 1H, H3), 5.01 (m, 1H,
H7), 4.95 (m, 1H, Hy), 3.88 (dd, /= 7.7, 5.0 Hz, 1H, H,), 2.31-2.02 (m, 2H, Hs), 1.76-1.65 (m, 3H,
NH + Hy), 1.48 (m, 1H, Hs). *C NMR (100 MHz, CDCl3) d 153.7 (s, Cy), 141.3 (s, Cs), 138.4 (d,
Ce), 128.5 (d, Cpp), 127.6 (d, Cpp), 127.1 (d, Cpp), 115.0 (t, Cy), 112.1 (t, C3), 54.4 (d, C)), 35.7 (4,
C4), 30.6 (t, Cs). HRMS (ESI) m/z: caled for Ci3H sN [M + H]'™: 188.1434, found: 188.1436.
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2-(Trimethylsilyl)hepta-1,6-dien-3-amine (2n)

MW (g/mol): 183.37 Molecular formula: C;oH,;NSi

This compound was prepared following general procedure C. IR (neat): 2955, 1735, 1641, 11521,
1249, 1066, 838, 756 cm™. "H NMR (400 MHz, CDCl3) J 5.83 (ddt, J = 16.9, 10.2, 6.7 Hz, 1H,
He), 5.74 (dd, J = 2.4, 1.2 Hz, 1H, H3), 5.41 (dd, J=2.4, 0.7 Hz, 1H, H3), 5.03 (m, 1H, Hy), 4.94
(m, 1H, Hy), 3.45 (m, 1H, H;), 2.26-1.93 (m, 2H, Hs), 1.65 (m, 1H, Hy), 1.46 (m, 1H, Hy),
1.35-1.27 (m, 2H, NH), 0.14 (s, 9H, Hg). *C NMR (100 MHz, CDCl;) 6 155.9 (s, C,), 138.5 (d,
Ce), 1242 (t, C3), 1149 (t, Cy), 56.1 (d, C;), 36.6 (t, C4), 30.7 (t, Cs), -0.4 (q, Cy).
HRMS (ESI) m/z: caled for C1oH2,NSi [M + H]"™: 184.1516, found: 184.1519.

(E)-3-Methyl-4-phenylbut-3-en-2-amine (20)"

MW (g/mol): 161.24 Molecular formula: C;;H;sN

To a solution of (E)-3-methyl-4-phenylbut-3-en-2-0l (162 mg, 1.0 mmol, 1 equiv.) in CH,Cl,
(4 mL) were added TEMPO (30 mg, 0.2 mmol, 0.2 equiv.) and (diacetoxyiodo)benzene (370 mg,
1.15 mmol, 1.15 equiv.). The reaction mixture was stirred for 1.5 h at room temperature until the
alcohol was totally oxidized. MeOH (2 mL) was then added followed by ammonium formate
(630 mg, 10 mmol, 10 equiv.) and NaBH3CN (125 mg, 2.0 mmol, 2.0 equiv.) and the mixture was
stirred overnight at rt. The solution was quenched with a 2 M solution of NaOH (5 mL) and the
aqueous phase was extracted twice with CH,Cl, (2 x 20 mL). The combined organic layers were
eventually washed with brine (50 mL), dried over anhydrous Na,;SO,, filtered and concentrated
under reduced pressure. The crude residue was purified by flash column chromatography over silica

gel (90:10 EtOAc/MeOHR) to afford the pure (£)-3-methyl-4-phenylbut-3-en-2-amine in 27% yield.

IR (neat): 2963, 1599, 1492, 1443, 1372, 1101, 917, 856, 740, 697 cm". "H NMR (400 MHz,
CDCly) 6 7.35-7.16 (m, SH, Hpy), 6.46 (s, 1H, Hs), 3.61 (q, J = 6.5 Hz, 1H, Hy), 1.91 (brs, 2H, NH),

' Klauber, E. G.; Mittal, N.; Shah, T. K.; Seidel, D. Org. Lett., 2011, 13, 2464.
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1.87 (d, J= 1.3 Hz, 3H, Hg), 1.26 (d, J = 6.6 Hz, 3H, Hy). *C NMR (100 MHz, CDCl3) J 143.2 (s,
Cyor Cy), 138.2 (s, Cyor Cy), 129.1 (d, Cpp), 128.2 (d, Cpp), 126.3 (d, Cpp), 123.7 (d, C3), 54.9 (d,
C1), 22.28 (q, Co), 14.0 (q, Cg). HRMS (ESI) m/z: caled for C;;H;3 [M +H - NH3]": 145.1012,
found: 145.1011.

2-Methyl-1-phenylprop-2-en-1-ol (2p)

MW (g/mol): 147.22 Molecular formula: C;oH;3N

To a solution of freshly distilled benzonitrile (0.5 mL, 4.8 mmol, 1 equiv.) in THF (4 mL) was
added isoprenylmagnesium bromide (0.5 M in THF, 11 mL, 5.5 mmol, 1.15 equiv.). The reaction
was refluxed for 1h and MeOH (2 mL) was added at 0 °C followed by NaBH, (190 mg, 4.8 mmol,
1.0 equiv.). The mixture was stirred 30 min at the same temperature and quenched with water
(5 mL). The aqueous phase was extracted twice with EtOAc (2 x 10 mL), the combined organic
layers were eventually washed with brine (50 mL), dried over anhydrous Na,SO,, filtered and
concentrated under reduced pressure. The crude residue was purified by flash column
chromatography over silica gel (90:10 EtOAc/MeOH) to afford the pure 2-methyl-1-phenylprop-2-
en-1-ol in 65% yield.

IR (neat): 3062, 3026, 2970, 1645, 1491, 1450, 1372, 892, 756, 698 cm™. '"H NMR (400 MHz,
CDCl3) & 7.38-7.30 (m, 4H, Hpp), 7.25 (m, 1H, Hpp), 5.16 (s, 1H, Hz), 4.93 (s, 1H, Hs), 4.47 (s, 1H,
H)), 1.61 (s, 3H, Hy). *C NMR (100 MHz, CDCl;) 6 148.4 (s, C,), 143.9 (s, Cs), 128.5 (d, Cpy),
127.2 (d, Cpp), 127.0 (d, Cpp), 110.2 (t, C3), 61.4 (d, C1), 19.6 (q, C4). HRMS (ESI) m/z: caled for
Ci1oH14sN [M + H]": 148.1120, found: 148.1116.

1-(Cyclohex-1-en-1-yl)ethanamine (2q)12

MW (g/mol): 125.21 Molecular formula: CgH;sN

12 pallavicini, M.; Valoti, E.; Villa, L.; Piccolo, O. Tetrahedron: Asymmetry, 2000, 11, 4017.
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1-Acetyl-1-cyclohexene (0.77 mL, 6.0 mmol, 1.0 equiv.) was diluted in an ammonia solution (2 M
in EtOH, 1.5 mL) and the titanium isopropoxide was added (3.64 mL, 12 mmol, 2 equiv.). After
stirring for 12 h at room temperature, NaBH,4 (225 mg, 6 mmol, 1 equiv.) was added portion-wise at
0 °C. After stirring for an additional 12 h at room temperature, NaBH4 (225 mg, 6 mmol, 1 equiv.)
was added again at 0 °C. The reaction was quenched with a 2 M sol. of NH4OH and the resulting
precipitate was filtered through a pad of Celite®. The aqueous phase was extracted twice with
EtOAc (2 x 10 mL), the combined organic layers were eventually washed with brine (50 mL), dried
over anhydrous Na,SQy, filtered and concentrated under reduced pressure. The crude residue was
purified by flash column chromatography over silica gel (90:10 EtOAc/MeOH) to afford the pure 1-

(cyclohex-1-en-1-yl)ethanamine.

IR (neat): 2924, 2855, 1561, 1447, 1373, 1096, 918, 802 cm™". "H NMR (400 MHz, CDCls) § 5.54
(s, 1H, H3), 3.32 (q, J = 6.6 Hz, 1H, H;), 2.04-1.87 (m, 4H, H, + H7), 1.65-1.52 (m, 4H, Hs + Hy),
1.27 (s, 2H, NH), 1.12 (d, J = 6.6 Hz, 3H, Hy). *C NMR (100 MHz, CDCls) d 142.9 (s, C,), 119.8
(d, C3), 52.9 (d, C), 25.1 (t, C40r Cy), 24.5 (t, C40r Cy), 23.0 (t, Cs or C), 22.9 (t, Cs or Cy), 22.4
(q, Cs).

3-(4-Methoxyphenyl)but-3-en-2-amine (2r)

MW (g/mol): 177.24 Molecular formula: C;;H;sNO

This compound was prepared following general procedure C. IR (neat): 3371, 2961, 2835, 1607,
1509, 1243, 1179, 11031, 833, 794 cm™. "H NMR (400 MHz, CDCl;) § 7.31 (d, J=8.9 Hz, 2H,
Hg), 6.88 (d, J = 8.9 Hz, 2H, Hy), 5.19 (typ, J= 1.2 Hz, 1H, H3), 5.16 (s, 1H, Hs), 4.00 (q,
J=6.6 Hz, 1H, H,), 3.82 (s, 3H, Hy), 1.65 (s, 2H, NH), 1.23 (d, J = 6.6 Hz, 3H, H.).
BC NMR (100 MHz, CDCls) 6 159.2 (s, Cy), 154.3 (s, Cy), 133.6 (s, Cs), 128.0 (d, Cs), 113.8 (d,
Cy), 109.5 (t, Cs3), 55.4 (q, Cy), 50.0 (d, Cy), 23.0 (g, C4). HRMS (ESI) m/z: calcd for C;;H;sNO
[M + H]": 178.1226, found: 178.1228.
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Ethyl 3-(3-aminobut-1-en-2-yl)benzoate (2s)

MW (g/mol): 219.28 Molecular formula: C;3H,7NO;

This compound was prepared following general procedure C. IR (neat): 3375, 2978, 1715, 1367,
1291, 1246, 1108, 905, 764 cm™. "H NMR (400 MHz, CDCls) 6 8.03 (s, 1H, Ha,), 7.97 (d,
J=17.7Hz, 1H, Ha,), 7.55 (d, J = 7.7 Hz, 1H, Ha,), 7.41 (t, J = 7.7 Hz, 1H, Ha,), 5.32 (s, 1H, H3),
5.25 (s, 1H, H3), 4.39 (q, J = 7.4 Hz, 2H, H),), 4.06 (q, J = 6.6 Hz, 1H, H,), 1.67 (brs, 2H, NH),
1.40 (t, J= 6.8 Hz, 3H, H}3), 1.22 (d, J = 6.6 Hz, 3H, H,). *C NMR (100 MHz, CDCl;) § 166.7 (s,
Ci), 154.2 (s, Cy), 141.6 (s, Cs), 131.4 (d, Cay), 130.7 (s, Co), 128.7 (d, Car), 128.5 (d, Car), 128.0
(d, Car), 111.7 (1, C3), 61.2 (t, Cy2), 50.1 (d, Cy), 23.1 (g, C4), 14.5 (q, Ci3). HRMS (ESI) m/z: calcd
for C13H;gsNO, [M + H]'™: 220.1332, found: 220.1333.

4-Phenylbut-3-yn-2-amine (2u)"’

MW (g/mol): 145.20 Molecular formula: C;oH;;N

This compound was prepared following general procedure C. "H NMR (400 MHz, CDCl;)
0 7.44-7.38 (m, 2H, Hpy), 7.32-7.26 (m, 3H, Hpy), 3.92 (q, /= 6.8 Hz, 1H, H;), 1.70 (s, 2H, NH>),
1.44 (d, J = 6.8 Hz, 3H, Hg). *C NMR (100 MHz, CDCl3) 6 131.6 (s, Cpy), 128.3 (s, Cpy), 128.0 (s,
Crn), 123.3 (s, C4), 94.0 (s, Cy), 81.6 (s, C3), 39.4 (s, Cy), 24.5 (s, Cy).

' Blanchet, J.; Bonin, M.; Micouin, L.; Husson, H. P. J. Org. Chem., 2000, 65, 6423.
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N-(3-Phenylbut-3-en-2-yl)acetamide (3a)

MW (g/mol): 189.25 Molecular formula: C;;H;sNO

This compound was prepared following general procedure D. [a]*’p —30 (¢ 0.3, CHCls, 83% ee).
IR (neat): 3274, 3058, 2975, 1639, 1543, 1372, 1279, 904, 778, 698 cm™. '"H NMR (400 MHz,
CDCls) 0 7.45-7.23 (m, 5H, Hpp), 5.49 (s, 1H, NH), 5.34 (s, 1H, H3), 5.23 (s, 1H, H3), 5.12 (dq,
J=13.8, 7.0 Hz, 1H, H)), 1.95 (s, 3H, Hyo), 1.33 (d, J=6.8 Hz, 3H, H,). “C NMR (100 MHz,
CDCls) 0 169.3 (s, Cy), 150.6 (s, Cy), 140.0 (s, Cs), 128.5 (d, Cpn), 127.9 (d, Cpp), 126.8 (d, Cpp),
112.4 (t, Cy), 47.6 (d, Cy), 23.5 (q, C4), 20.4 (q, Cip). HRMS (ESI) m/z: calcd for C;2Hi;sNaNO
[M+ Na]™: 212.1046, found: 212.1047. SFC: OD-H, Pressure = 150 bar, CO,/i-PrOH = 90:10,

Flow rate = 5 mL/min, UV = 254 nm, tg = 2.3 min and tg = 2.7 min.

ColumnOD-H (150 Bar/s.0mymin/10% PrOH/254nm)

columnOD-H (150 Barf5 0ml/min/ 10%iPrOH/254nm) EHE01 53245 AL

4172012 5:01:38 PM
AK3-349 21 DATA - Detector 1 Signal (UV)

mAU
e
&

mAU
B

301
; I I : |
] i a
i E;; ‘ “t JI EE \
; = %HE’ L D{ AL -SRIV
0 1 2 -20 i 2
Index Name Time Height Area Area | Selectivity Res. HW Index MName Time Height Area Area Selectivity Res. HW
[Min] [V | [uV.Min] [%] [Min] (V] | [W.Min] [%]
1 UNKNOWN| 2.04| 7915 522| 48529 0.00 0.00 2 UNKNOWN| 2.32 326 22 8536 0.00 0.00
2 |UNKNOWN| 236 | 6842 53.2| 50471 1.16 2.83 1 |UNKNOWN| 2.68 | 27586 231 91464 1.16 3.09
Total 1475.7 105.5] 100.000 Total 083 253 100.000

N-(5-((tert-Butyldimethylsilyl)oxy)pent-1-en-3-yl)acetamide (3b)

0]

8
10~ 9 NH T7
3

2 . 4 SO’SI\

MW (g/mol): 257.44 Molecular formula: C;H,7NO,Si
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This compound was prepared following general procedure D. [a]*’p =7 (¢ 0.89, CHCls, 60% ee).
IR (neat): 3273, 3082, 2931, 11632, 1546, 1429, 1374, 1304, 1056, 919, 836, 776 cm.
"H NMR (400 MHz, CDCl3) § 6.63 (s, 1H, NH), 5.77 (ddd, J=17.1, 10.5, 5.0 Hz, 1H, H,), 5.16
(dtapp, J = 7.5, 1.4 Hz, 1H, H3), 5.13 (d, J = 1.6 Hz, 1H, H3), 4.62 (m, 1H, H;), 3.79 (td, /= 10.0,
3.7 Hz, 1H, Hs), 3.70 (m, 1H, Hs), 1.97 (s, 3H, Hjo), 1.89 (m, 1H, Hy4), 1.68 (m, 1H, H4), 0.91 (s,
9H, Hy), 0.06 (s, 6H, He). *C NMR (100 MHz, CDCl3) d 169.3 (s, Co), 137.4 (d, C,), 114.9 (t, C3),
60.5 (t, Cs), 50.4 (d, Cy), 35.7 (t, Cs), 26.0 (q, Cs), 23.5 (q, Cio), 18.2 (s, C7), -5.4 (q, Co).
HRMS (ESI) m/z: caled for C;3Hp;NaNO,Si [M + Na]+: 280.1703, found: 280.1705.
SFC: REGISPACK, Pressure = 100 bar, CO,/MeOH = 97:3, Flow rate = 5 mL/min, UV = 220 nm,

tg = 1.5 min and tg = 1.6 min.

AK3-445.82 columnREGIS (100Bars.0mi/min/3%MeQH220nm)
ColUmNREGIS (100BarfS.0mi/min/3%MeOH220nm) 101712012 4:38:17 PM
107/2012 4:2052 PM

AK3-4433 DATA - Detector 1 Signal (UV)

AK3-445.82 DATA - Detector 1 Signal (UY)
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4 | |,\‘
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Index_ Mame Time Height Area Area  Selectivity Res. HW Index Name Time Height Area Area  Selectivity Res HW
Min] | [uV] | [wV.Min] [%] Min] | [uV] | [wV.Min] [%]
1 UNKNOWN| 1.53 3.9 0.3] 50321 0.00 0.00 1 UNKNOWN| 1.48 38 03] 19.719 0.00 0.00
2 UNKNOWN| 1.70 3.6 03| 49.679 1.12 1.28 2 UNKNOWN| 1.64 12.7 12| 80281 1.10 1.09
Total 7.5 0.6 100.000 Total 16.6 1.5] 100.000

N-(5-((tert-Butyldimethylsilyl)oxy)-2-methylpent-1-en-3-yl)acetamide (3c)

Q 8
11)10J\NH |
NI S
9
MW (g/mol): 271.47 Molecular formula: C;4H9)NO,Si

This compound was prepared following general procedure D. [a]*’p +2 (¢ 0.25, CHCls, 71% ee).
IR (neat): 3278, 2954, 2929, 2857, 1645, 1550, 1373, 1254, 1095, 834, 775cm™.
"H NMR (400 MHz, CDCl3) 6 6.79 (d, J = 6.0 Hz, 1H, NH), 4.88 (s, 1H, H3), 4.86 (s, 1H, H3), 4.46
(m, 1H, H,), 3.75-3.63 (m, 2H, Hs), 1.96 (s, 3H, H;y), 1.86 (ddd, J = 18.8, 9.3, 4.7 Hz, 1H, H,),
1.79-1.68 (m, 4H, Hy + Ho), 0.90 (s, 9H, Hg), 0.05 (s, 6H, He). *C NMR (100 MHz, CDCl5)
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0169.1 (s, Cyp), 143.7 (s, Cy), 111.0 (t, C3), 60.5 (t, Cs), 53.4 (d, Cy), 33.9 (t, Cy), 26.0 (q, Cs), 23.5
(q, Ci1), 20.1 (q, Co), 18.2 (s, C7), -5.5 (q, Cs). HRMS (ESI) m/z: calcd for Ci4H290NaNO,Si
[M+Na]™: 294.1860, found: 294.1855. SFC: AD-H, Pressure =100 bar, CO,/MeOH = 97:3,

Flow rate = 5 mL/min, UV =210 nm, tg = 1.5 min and tg = 1.7 min.

columnAD-H (100Bar/5.0ml/min/3%MeOH210nm) columnAD-H (100Bar/5.Oml/min/3%MeOH210nm)
11722012 3:30:12PM 11/2/2012 3:34:08 PM
AK3-462.33.DATA - Detector 1 Signal (UV) 34 - Detector 1 Signal (UV)
32
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2 f\ = ,
® I n » [
[ [1 2 I
= | | . |
I | e [
1 | | 1 I
- 16 | 5 164 I‘
T [ I T |
12 I | 1 -
; | | 0 \ [
| | | |
Bl ‘ | | EE \ A ‘
H \ [ HE \ [\ / Fo
B [\ [\ [ / \ o N | | ,“‘/\\ / \
A \ \ / \ \ e T~ IoN \
; — N 4 N , T Ny Ny
-4 k 1 5
0 1 2 AD 1 3
Index Name Time Height Area Area Selectivity Res. HW Index MName Time Height Area Area  Selectivity Res. HW
Min] | [uV] | [WV.Min] [%] Min] | [uV] | [wV.Min] [%]
1 UNKNOWN| 150 | 326 28| 50295 0.00 0.00 1 UNKNOWN| 1.50 6.8 05] 14410 0.00 0.00
2 UNKNOWN| 1.72| 28.0 28| 49705 1.158 1.49 2 UNKNOWN| 1.72| 318 32| B5590 1.14 146
Tofal 60.7 5.6] 100.000 Total 387 3.8] 100.000

N-(5-((tert-Butyldimethylsilyl)oxy)-2-phenylpent-1-en-3-yl)acetamide (3d)

(0]
)’J\ 6 i
14-13>NH | 7
3.2 . 4 > O/Si\
9
10
11
12
MW (g/mol): 333.54 Molecular formula: C;9H3;NO,Si

This compound was prepared following general procedure D. [a]*’p +80 (¢ 0.8, CHCls, 83% ee).
IR (neat): 3276, 2954, 2928, 2856, 1649, 1548, 1254, 1091, 835, 774, 706 cm™.
"H NMR (400 MHz, CDCl3) 6 7.38-7.32 (m, 2H, Hpy), 7.30-7.19 (m, 3H, Hpy), 6.97 (d, J = 6.7 Hz,
1H, NH), 5.24 (s, 1H, H3), 5.14-5.05 (m, 2H, Hs + H,), 3.67 (td, /= 10.4, 3.0 Hz, 1H, Hs), 3.52 (dt,
J=10.3, 4.2 Hz, 1H, Hs), 1.95 (s, 3H, Hi4), 1.79 (m, 1H, Hy4), 1.51 (m, 1H, Hy), 0.86 (s, 9H, Hy),
0.01 (s, 3H, He), -0.01 (s, 3H, Hg). *C NMR (100 MHz, CDCls) 6 169.1 (s, C13), 148.5 (s, C2),
140.6 (s, Cy), 128.5 (d, Cpp), 127.8 (d, Cpn), 127.0 (d, Cppn), 112.8 (t, Cs3), 60.6 (t, Cs), 52.0 (d, Cy),
33.7 (t, C4), 26.0 (g, Cs), 23.6 (s, Cia), 18.2 (s, C7), -5.5 (q, Cs). HRMS (ESI) m/z: calcd for
C19H3NaNO,Si [M+Na]": 356.2016, found: 356.2013. SFC: OD-H, Pressure = 150 bar,
CO,/i-PrOH = 90:10, Flow rate = 5 mL/min, UV = 254 nm, tg = 1.9 min and tg = 2.4 min.
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columnAD-H (150 Bar/5 0miiminf0%iPrOH254nm) columnAD-H (150 Bar/5 OmUmin/10%iPrOH/254nm)
51712013 1:31:49 PM 712412012 5:10:30 PM

CCP8.imp.DAT - Detector 1 Signal (UV) AK-MC282 DATA - Detector 1 Signal (UV)
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;T J J o H |
——— g Ny 4«%—————«—-\ 35 |
. I i i ';T \L AN |
-4 A :
0 0 i 3
Index Name Time Height Area Area  Selectivity Res. HW Index Name Time Height Area Area  Selectivity Res. HW
Min] | [uV] | [HY.Min] [%] Min] | [uv] | [WV-Min] [%]
1 UNKNOWN/| 1.89 270 18| 45888 0.00 0.00 1 UNKNOWN| 1.89| 1515 103 591548 0.00 0.00
2 UNKNOWN| 2.45 18.4 18| 50112 1.29 423 2 UNKNOWN| 2.44 10.0 1.0 8452 1.30 425
Total 454 3.6 | 100.000 Total 1615 11.3 | 100.000

N-(5-((tert-Butyldimethylsilyl)oxy)-2-(trimethylsilyl)pent-1-en-3-yl)acetamide (3e)

(0]
8
11)1J()\NH T ;
3 2 ] 4 s O'SI\
/S|I\9
MW (g/mol): 329.63 Molecular formula: C,cH;5NO,S1,

This compound was prepared following general procedure D. The ee was determined by chiral SFC
analysis after deprotection of the silyl ether. [a]*’p =22 (¢ 1.0, CHCls;, 84% ee). IR (neat): 3274,
2955, 2857, 1649, 1552, 1250, 1098, 837, 775 cm™. '"H NMR (400 MHz, CDCl3) 6 6.71 (d,
J=6.3 Hz, 1H, NH), 5.71 (m, 1H, H3), 5.47 (m, 1H, Hs), 4.72 (m, 1H, H;), 3.78-3.60 (m, 2H, Hs),
1.96 (s, 3H, Hy1), 1.90 (m, 1H, H4), 1.64 (m, 1H, Hy), 0.92 (s, 9H, Hg), 0.13 (s, 9H, Hy), 0.07 (s, 6H,
He). “C NMR (100 MHz, CDCl3) 6 168.8 (s, C10), 151.3 (s, C2), 124.1 (t, C3), 60.6 (t, Cs), 52.2 (d,
Ci), 35.7 (t, Cs), 26.0 (q, Cg), 23.6 (q, Ci1), 183 (s, Cy), -0.8 (q, Cy), -5.4 (q, Co).
HRMS (ESI) m/z: calcd for C16H3sNaNO,Si, [M + Na]+: 352.2098, found: 352.2095.

N-(5-Hydroxy-2-(trimethylsilyl)pent-1-en-3-yl)acetamide

MW (g/mol): 215.36 Molecular formula: C;oH,;NO,Si
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[@]*p =70 (¢ 0.96, CHCLs, 84% ee). IR (neat): 3278, 1650, 1542, 1374, 1249, 838, 759 cm™.
"H NMR (400 MHz, CDCls) 6 5.79 (t, J = 1.5 Hz, 1H, H3), 5.64 (d, J= 7.9 Hz, 1H, NH), 5.54 (dd,
J=1.6,0.9 Hz, 1H, H3), 4.77 (m, 1H, H)), 3.69 (ddd, J = 11.9, 5.2, 3.0 Hz, 1H, Hs), 3.57 (m, 1H,
Hs), 2.04 (s, 3H, Hyg), 1.93 (m, 1H, Hy), 1.55 (m, 1H, Hy), 0.14 (s, 9H, He). *C NMR (100 MHz,
CDCl3) 6 170.8 (s, C7), 152.2 (s, C2), 125.0 (t, C3), 58.8 (t, Cs), 48.8 (d, C)), 37.0 (t, C4), 23.4 (q,
Cs), -1.1 (q, C¢). HRMS (ESI) m/z: caled for C1o0H»nNO,Si [M + H]': 216.1414, found: 216.1412.
SFC: OD-H, Pressure =100 bar, CO,/MeOH =96:4, Flow rate=5 mL/min, UV = 210 nm,

tg = 2.6 min and tg = 2.9 min.

CoNMNOD-H (100Bar5. Omumin/4%MeOH210nm) columNOD-H (100Bar5.0mUmini4%MeOH210nm)
10/19/2012 11:13:15 AM 10/23/2012 4:45:03 PM
AK3-447.53.DATA - Detector 1 Signal (UV) AK3-4523 DATA - Detector 1 Signal (UV)
100 120
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2 | P E .
T | F1 ] it |
{5z /N A z [
5|5 / \ | 1185, / \
N N/ Y A A— 5 N X AN 1\
: 0 1 2 3
Index Name Time Height Area Area  Selectivity Res. HW Index Name Time Height Area Area  Selectivity Res. HW
Minl | [uV] | [V Min] [%] Min] | [uV] | [WV-Min] [%]
1 UNKNOWMN| 2.70 91.7 112| 49928 0.00 0.00 1 UNKNOWM| 2.64 113 13 8.189 0.00 0.00
2 UNKNOWN| 3.02 835 11.3| 50072 1.12 159 2 UNKNOWN| 294 | 1131 146 91.811 1.12 1.60
Total 175.2 225 | 100.000 Total 124 4 15.9 | 100.000

(Z)-N-(4-Phenylbut-3-en-2-yl)acetamide (3f)

7
6 O
° HN)sk 10
3 \2 ™
MW (g/mol): 189.25 Molecular formula: C;;H;sNO

This compound was prepared following general procedure D. [a]*’p +6 (¢ 0.13, CHCls, 64% ee).
IR (neat): 3252, 3080, 2974, 2928, 1634, 1556, 1493, 1445, 1371, 1297, 1136, 799, 773, 700,
605 cm™. "H NMR (400 MHz, CDCl3) § 7.33-7.15 (m, 5H, Hpy), 6.41 (d, J = 11.6 Hz, 1H, Hs),
5.53 (s, 1H, NH), 5.45 (dd, J = 11.5, 9.3 Hz, 1H, Hy), 4.94 (m, 1H, H,), 1.86 (s, 3H, Hjo), 1.22 (d,
J= 6.6 Hz, 3H, Hg). *C NMR (100 MHz, CDCl3) 6 169.2 (s, Co), 136.4 (s, C4), 132.9 (d, C»),
130.5 (d, Cs3), 128.8 (d, Cpp), 128.5 (d, Cpn), 127.4 (d, Cpn), 44.0 (d, C), 23.6 (g, Cio), 22.1 (q, Cs).
HRMS (ESI) m/z: caled for C,H;sNaNO [M + Na]™: 212.1046, found: 212.1046. SFC: OD-H,
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Pressure = 100 bar, CO,/i-PrOH = 90:10, Flow rate =5 mL/min, UV = 220 nm, tg = 2.9 min and

tg = 3.2 min.

lumnCD-H (100Bar/5 Omimin/10%-ProH254nm) columnOD-H (100Bar/5.0mi/min/10%i-PrOH254nm)

912612012 5:13:03 PM
AK3-4162.DATA - Deteclor 1 Signal (UY)

AK3-415amide2 DATA - Detector 1 Signal (UY)
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Index Name Time Height Area Area  Selectivity Res. HW Index MName Time Height Area Area Selectivity Res. HW
Min] | [V | [uV.Min] [%] Min] | [uV] | [WV-Min] [%]
1 UNKNOWN| 293 | 2205 17.7 | 49.793 0.00 0.00 1 UNKNOWN]| 292 432 34| 17471 0.00 0.00
2 UNKNOWN| 323 | 1975 178 | 50207 1.10 223 2 UNKNOWN| 321 | 1865 159 | 82529 1.10 222
Total 418.0 35.6 | 100.000 Total 229.6 15.3 [ 100.000

(E)-N-(4-Methyl-1-phenylpent-1-en-3-yl)acetamide (3h)

MW (g/mol): 217.31 Molecular formula: C;4H,;yNO

This compound was prepared following general procedure D. [a]*’p =49 (¢ 0.37, CHCls, 52% ee).
IR (neat): 3280, 2962, 2927, 1636, 1550, 1374, 1289, 967, 744, 691, 605 cm™. "H NMR (400 MHz,
CDCls) 6 7.41-7.19 (m, 5H, Hpyp), 6.52 (d, J=15.9 Hz, 1H, H3), 6.09 (dd, J = 15.9, 6.9 Hz, 1H, H,),
5.56 (d, J = 8.1 Hz, 1H, NH), 4.51 (m, 1H, H;), 2.06 (s, 3H, H;;), 1.90 (m, 1H, Hsg), 0.97 (d,
J=6.8 Hz, 6H, Ho). *C NMR (100 MHz, CDCls) J 169.5 (s, C10), 136.9 (s, C4), 131.6 (d, C3),
128.7 (d, Cy), 128.4 (d, Cpp), 127.7 (d, Cpn), 126.5 (d, Cpn), 56.6 (d, Cy), 32.7 (d, Cs), 23.7 (q, C11),
18.9 (q, Co), 18.7 (q, C9). HRMS (ESI) m/z: calcd for C14H;oNaNO [M + Na]": 240.1359, found:
240.1353. SFC: OD-H, Pressure = 150 bar, CO,/i-PrOH =90:10, Flow rate =
UV =254 nm, tg = 3.5 min and tg = 3.9 min.

5 mL/min,
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lumnOD-H (150 Bar/5.0miimin/10%iPrOH/254nm) columnOD-H (150 Bar/5.0ml/mini10%iPrOH/254nm)
3: 6/19/2012 6:49:28 PM
AK3-3561.DATA - Detector 1 Signal (UV) AK3-3551.DATA - Detector 1 Signal (UV)
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o 1 2 3 4 a 7 7 3 7
Index MName Time Height Area Area Selectivity Res. HW Index MName Time Height Area Area| Selectivity Res. HW
[Min] (LW | [uv.Min] [%] [Min] VT | [WV.Min] [%]
1 UNKNOWN| 3.52 | 4336 53.3| 50.036 0.00 0.00 1 UNKNOWN| 353 | 2741 330| 23861 0.00 0.00
2 UNKNOWN| 3.86 | 4171 53.2 | 49.0964 1.09 1.68 2 UNKNOWN| 3.85| 8071 1054| 76.139 1.09 1.61
Total 850.7 106.6 | 100.000 Total 1081.2 138.4 | 100.000

N-(2-Phenylpent-1-en-3-yl)acetamide (3i)

MW (g/mol): 203.28 Molecular formula: C;3H,;7;NO

This compound was prepared following general procedure D. [a]*’p +48 (¢ 0.60, CHCls, 84% ee).
IR (neat): 3277, 2966, 2933, 1647, 1542, 1373, 1295, 777, 699 cm™. "H NMR (400 MHz, CDCl5)
0 7.43-7.25 (m, SH, Hpn), 5.67 (d, J = 6.3 Hz, 1H, NH), 5.30 (s, 1H, H3), 5.18 (s, 1H, H3), 4.90 (m,
1H, H,), 2.01 (s, 3H, Hy;), 1.70 (m, 1H, Hy), 1.51 (m, 1H, Hy), 0.92 (t, J = 7.4 Hz, 3H, Hs).
BC NMR (100 MHz, CDCl3) 6 169.6 (s, C10), 149.8 (s, Cy), 140.6 (s, Cs), 128.5 (d, Cpp), 127.8 (d,
Cpn), 126.9 (d, Cpyp), 112.7 (t, C3), 53.8 (d, Cy), 27.4 (t, C4), 23.5 (q, C11), 10.5 (g, Cs). HRMS (ESI)
m/z: caled for Cj;3Hj7NaNO [M+ Na]+: 226.1202, found: 226.1204. SFC: OD-H,
Pressure = 150 bar, CO,/i-PrOH = 90:10, Flow rate = 5 mL/min, UV = 254 nm, tg = 2.2 min and

tg = 2.5 min.
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columnOD-H (150 Bar/5.0ml/min/10%iPrOH/254nm) celumnOD-H (150 Bar/5.0ml/min/10%IPrOH/254nm)
62012012 6:25:40 PM 6/20/2012 6:29:46 PM
AK3-3581 DATA - Detector 1 Signal (UV) AK3-3571.DATA - Detector 1 Signal (UV)
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Index Name Time Height Area Area Selectivity Res. HW Index Name Time Height Area Area Selectivity Res. HW
[Min] | [uV] | [WV.Min] [%] Min] | [uV] | [WV.Min] [%]
1 UNKNOWN| 213 | 1584 112 | 49.502 0.00 0.00 1 UNKNOWN| 2.24 56.6 4.0 8.075 0.00 0.00
2 UNKNOWN| 242 | 126.0 11.3| 50.098 1.14 229 2 UNKNOWN| 255 | 473.0 458 | 918925 1.14 228
Total 2844 225 | 100.000 Total 529.6 453 | 100.000
N-(4-Methyl-2-phenylpent-1-en-3-yl)acetamide (3j)
MW (g/mol): 217.31 Molecular formula: C;4H,;yNO

This compound was prepared following general procedure D. [a]*’p +89 (¢ 1.1, CHCls, 75% ee).
IR (neat): 3307, 2960, 2930, 1645, 1535, 1371, 1279, 897, 774, 693 cm™. '"H NMR (400 MHz,
CDCl) 6 7.43-7.27 (m, 5H, Hpp), 5.61 (d, J = 7.9 Hz, 1H, NH), 5.27 (s, 1H, H3), 5.12 (s, 1H, H3),
4.88 (dd, J=9.5, 5.8 Hz, 1H, H,), 2.06 (s, 3H, Hi1), 1.83 (m, 1H, H4), 0.94 (d, J = 6.8 Hz, 3H, Hs),
0.83 (d, J= 6.8 Hz, 3H, Hs). ®C NMR (100 MHz, CDCls) d 169.6 (s, C10), 149.8 (s, C2), 141.1 (s,
Ce), 128.5 (d, Cpn), 127.7 (d, Cpn), 127.1 (d, Cpn), 113.1 (t, C3), 57.6 (d, Cy), 30.5 (d, Cs), 23.6 (q,
Ci11), 20.2 (q, Cs), 17.0 (q, Cs). HRMS (ESI) m/z: caled for Ci4H;oNaNO [M + Na]™: 240.1359,
found: 240.1352. SFC: OD-H, Pressure = 150 bar, CO,/i-PrOH =90:10, Flow rate = 5 mL/min,
UV =254 nm, tg = 2.0 min and tg = 2.3 min.
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columnOD-H (150 Bar/5.0mlimin/10%iPrOH/254nm) columnOD-H (150 Bar/5.0miimin/10%iPrCH/254nm)
TM6/20123:30:31 PM T/16/2012 3:35:19 PM
SA-MC202.DATA - Detector 1 Signal (UV) AK3-3762.DATA - Detector 1 Signal (UY)
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Index Name Time Height Area Area  Selectivity Res. HW Index__Name Time Height Area Area _Selectivity Res. HW
Minl | [uV] | [WV.-Min] [%] Min] | V] | [uV.Min] [%]
1 UNKNOWN| 2.08 67.7 50| 49.802 0.00 0.00 2 UNKNOWN| 2.08 340 25| 12494 0.00 0.00
2 UNKNOWN| 2.36 502 51| 50.108 1.13 202 1 UNKMNOWN| 2.35| 1684 17.3| B7.506 1.13 1.96
Total 1178 10.1 | 100.000 Total 2024 15.7 | 100.000

N-(1,3-Diphenylbut-3-en-2-yl)acetamide (3k)14

MW (g/mol): 265.35 Molecular formula: C;sH;yNO

This compound was prepared following general procedure D. [a]*’p +58 (¢ 1.08, CHCls, 63% ee).
IR (neat): 3309, 3027, 2926, 1651, 1547, 1375, 910, 778, 744, 697 cm”. '"H NMR (400 MHz,
CDCl3) 6 7.52-7.44 (m, 2H, Hpp), 7.39-7.20 (m, 6H, Hpp), 7.17-7.10 (m, 2H, Hpy), 5.59 (d,
J=8.4 Hz, 1H, NH), 5.35 (m, 1H, H)), 5.31 (s, 1H, H3), 5.07 (s, 1H, H3), 3.00 (dd, J = 14.1, 5.8 Hz,
1H, Hy), 2.78 (dd, J = 14.1, 7.2 Hz, 1H, Hy), 1.94 (s, 3H, H;4). *C NMR (100 MHz, CDCls)
0169.3 (s, Ci3), 149.2 (s, Cy), 140.8 (s, Cy), 137.4 (s, Cs), 129.4 (d, Cpp), 128.6 (d, Cpp), 128.6 (d,
Crn), 128.0 (d, Cpp), 127.1 (d, Cpp), 126.7 (d, Cpn), 113.2 (t, C3), 52.9 (d, Cy), 39.8 (t, Cs), 23.5 (q,
Ci4). SFC: OD-H, Pressure = 150 bar, CO,/i-PrOH = 90:10, Flow rate = 5 mL/min, UV = 254 nm,

trg = 4.5 min and tg = 4.9 min.

14 Anderson, L. L.; Woerpel, K. A. Org. Lett., 2009, 11, 425.
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columnOD-H (150 Bar/5.0ml/min/10%iPrOH/254nm) columnOD-H (150 Bar/5.0mmin/10%iPrOH/254nm)
7/10/2012 4:02:42 PM TM9/2012 2:41:26 PM
Signal (UV) AK3-3842.DATA - Deteclor 1 Signal (UV)
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1 3 3
Index Name Time Height Area Area Selectivity Res. HW Index Name Time Height Area Area Selectivity Res. HW
Min] | [uV] | [WV.Min] [%] Min] | [uV] | [WV-Min] [%]
1 UNKNOWN| 4.73 192 36| 50.210 0.00 0.00 1 UNKNOWN| 4.50 297 45| 18.660 0.00 0.00
2 [UNKNOWN| 555| 155 35| 48.790 1.17 252 2 UNKNOWN| 4.88 | 1023 19.8 | 81.340 1.08 137
Total 3438 7.1 | 100.000 Total 131.9 24.3| 100.000

N-(5-Methyl-2-phenylhex-1-en-3-yl)acetamide (31)

MW (g/mol): 231.33 Molecular formula: C;sH,;NO

This compound was prepared following general procedure D. [a]*’p +29 (¢ 1.15, CHCls, 84% ee).
IR (neat): 3272, 3059, 2955, 1644, 1546, 1370, 1296, 1160, 900, 776, 698 cm™.
"H NMR (400 MHz, CDCls) § 7.44-7.23 (m, 5H, Hpy), 5.59 (d, J= 8.8 Hz, 1H, NH), 5.27 (s, 1H,
H3), 5.19 (s, 1H, H3), 5.03 (td app, J = 9.1, 5.7 Hz, 1H, H,), 2.00 (s, 3H, Hi»), 1.66 (m, 1H, Hs),
1.51-1.32 (m, 2H, Hy), 092 (d, J = 6.6 Hz, 3H, He), 0.87 (d, J = 6.7 Hz, 3H, Hp).
BC NMR (100 MHz, CDCl3) 6 169.4 (s, C11), 150.8 (s, C), 140.5 (s, C7), 128.5 (d, Cpy), 127.8 (d,
Cpn), 127.0 (d, Cppn), 112.3 (t, C3), 50.8 (d, Cy), 44.2 (t, C4), 25.3 (d, Cs), 23.5 (g, C12), 23.2 (q, Cs),
22.1 (q, Cs). HRMS (ESI) m/z: calcd for C;sHyNaNO [M + Na]™: 254.1515, found: 254.1518.
SFC: OD-H, Pressure =150 bar, CO,/i-PrOH =90:10, Flow rate= 5 mL/min, UV = 254 nm,

tg = 2.0 min and tg = 2.3 min.
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columnOD-H (150 Bar/5.0mlimin/10%iPrOHI254nm) columnOD-H (150 Bar/5. 0mi/min/10%iPrOH/254nm)
7I16/2012 3:05:15 PM THE2012 3:10:05 PM
A-MC1 ar ) M Signal (UV)
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Index Name Time Height Area Area Selectivity Res. HW Index Name Time Height Area Area Selectivity Res. HW
Min] | [uV] | [uY.Min] [%] Min| [Vl ] [UV-Min] [%]
1 UNKNOWN| 203 | 951 72| 49.797 0.00 0.00 2 UNKNOWN| 203 270 20 7.967 0.00 0.00
2 |UNKNOWN| 226| 760 73| 50.203 111 1.69 1 UNKNOWN| 2.25 | 2334 227 | 92033 1.1 1.62
Total 171.1 14.5 | 100.000 Total 2604 24.7] 100.000

N-(2-Phenylhepta-1,6-dien-3-yl)acetamide (3m)

MW (g/mol): 229.32 Molecular formula: C;sH,;yNO

This compound was prepared following general procedure D. [a]*’p +51 (¢ 1.03, CHCls, 85% ee).
IR (neat): 3273, 3077, 2930, 1643, 1543, 1442, 1373, 1298, 906, 777, 699 cm™.
"H NMR (400 MHz, CDCls) § 7.46-7.28 (m, 5H, Hpy), 5.78 (ddt, J = 16.9, 10.2, 6.6 Hz, 1H, Hp),
5.62 (d, J = 5.1 Hz, 1H, NH), 5.32 (s, 1H, H3), 5.20 (s, 1H, H3), 5.05-4.91 (m, 3H, H;+ H,),
2.16-2.06 (m, 2H, Hs), 2.01 (s, 3H, Hi3), 1.76 (m, 1H, Hy), 1.61 (dt, J = 15.2, 7.9 Hz, 1H, Ha).
BC NMR (100 MHz, CDCl3) § 169.4 (s, C12), 149.9 (s, Cy), 140.4 (s, Cs), 137.9 (d, Ce), 128.5 (d,
Cpn), 127.9 (d, Cpn), 127.0 (d, Cpn), 115.4 (t, C7), 112.9 (t, C3), 52.1 (d, C)), 33.7 (t, Ca4), 30.4 (t, Cs),
23.6 (q, C13). HRMS (ESI) m/z: caled for C;sH;oNaNO [M + Na]': 252.1360, found: 252.1362.
SFC: OD-H, Pressure = 150 bar, CO,/i-PrOH =90:10, Flow rate = 5S mL/min, UV = 254 nm,

tg = 2.3 min and tg = 2.5 min.
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columnOD-H (150 Bar/5 0ml/min/0%iPrOH/254nm) columnOD-H (150 Bar/5.0mi/min/10%IProH/254nm)
511712013 1:26:43 PM 7H92012 2:25:05 PM

CCP5 tmp DAT - Detector 1 Signal (UV) AK3-3332 DATA - Detector 1 Signal (UV)
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:° N s“l‘ \‘\
i I Dr _?_QL \X
Index Name Time Height Area Area Selectivity Res. HW Index Name Time Height Area Area Selectivity Res. HW
Min] | [uV] | [uV-Min] [%] Min] | [uV] | [WV-Min] [%]
2 UNKNOWN| 2.25 200 16| 45419 0.00 0.00 2 UNKNOWRN| 2.29 275 20 7.350 0.00 0.00
1 UNKNOWN| 2. 54 155 17| 51581 1.13 1.96 1 UNKNOWN| 256 | 2305 245| 92650 1.12 1.89
Total 55 3.2 | 100.000 Total 258.0 26.8 | 100.000
N-(2-(Trimethylsilyl)hepta-1,6-dien-3-yl)acetamide (3n)
0]
10)§J\NH
5
INZ 7
4 6
Si
MW (g/mol): 225.40 Molecular formula: C;;H,;NOSi

This compound was prepared following general procedure D. [a]*’p =53 (¢ 0.84, CHCls, 84% ee).
IR (neat): 3275, 2954, 11643, 1545, 1373, 1249, 837, 758 cm™. "H NMR (400 MHz, CDCl3) § 5.80
(ddt, J=16.9, 10.2, 6.6 Hz, 1H, Hg), 5.72 (s, 1H, H3), 5.56 (d, J = 8.1 Hz, 1H, NH), 5.46 (m, 1H,
Hj), 5.05-4.91 (m, 2H, H»), 4.58 (m, 1H, H,), 2.09-2.01 (m, 2H, Hs), 1.97 (s, 3H, Hjo), 1.71 (m,
1H, Hy), 1.57 (m, 1H, Hy), 0.12 (s, 9H, Hs). *C NMR (100 MHz, CDCl;) § 169.1 (s, Cy), 152.4 (s,
C,), 138.0 (d, Co), 124.6 (t, C3), 115.1 (t, Cy), 52.5 (d, Cy), 34.1 (t, Cy), 30.5 (t, Cs), 23.6 (q, Cio),
-0.9 (q, Cg). HRMS (ESI) m/z: caled for C;;HuNOSi [M+ H]": 226.1622, found: 226.1624.
SFC: AD-H, Pressure =100 bar, CO,/MeOH =95:5, Flowrate=5 mL/min, UV =220 nm,

tg = 1.8 min and tg = 2.0 min.




Electronic Supplementary Material (ESI) for Chemical Communications

This journal is © The Royal Society of Chemistry 2013

columnAD-H {1008ar/5. Omlimin/ 10%(PrOH/254nm)
/1772013 1:37:00 PM

CCPA.tmp DAT - Detector 1 Signal (UY)
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CCPAimp.DAT - Detector 1 Signal (UV)
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Index Mame Time Height Area Area| Selectivity Res. HW Index MName Time Height Area Area  Selectivity Res. HW
[Min] | [u] | [l Min] [%] [Min] | [uV] | [WV.Min] [%]

i |UMKNOWN] 086 [ 4825 16.09| 48.471 0.00 0.00 1 |UNKNOWN| 101| 3659 15.6 | 91437 0.00 0.00

2 | UMKMOWN| 1.03 [ 3853 201 | 51.528 1.08 1.0 2 |UMKNOWN| 121] 2738 15 8.563 1.20 272
Tota - 30.1] 100000 Total 3937 17.0 | 100.000

(E)-N-(3-Methyl-4-phenylbut-3-en-2-yl)acetamide (30)

MW (g/mol): 203.28

Molecular formula: CsH{7NO

This compound was prepared following general procedure D. [a]*’p =77 (¢ 0.95, CHCls, 62% ee).
IR (neat): 3277, 2974, 2930, 1646, 1545, 1444, 1372, 1301, 1132, 745, 699 cm™.
"H NMR (400 MHz, CDCl3) ¢ 7.37-7.29 (m, 2H, Hpy), 7.27-7.18 (m, 3H, Hpy), 6.46 (s, 1H, H;),
5.65 (s, 1H, NH), 4.63 (quint,p,, J = 7.4 Hz, 1H, H;), 2.03 (s, 3H, Hy1), 1.87 (d, J= 1.3 Hz, 3H, Hy),
1.35 (d, J=6.9 Hz, 3H, Hy). *C NMR (100 MHz, CDCl3) § 169.4 (s, Cy0), 138.8 (s, Cz or Cy),
137.7 (s, Cyor Cy), 129.1 (d, Cpn), 128.2 (d, Cpp), 126.6 (d, Cpn), 125.1 (d, Cs), 51.7 (d, Cy), 23.6 (q,
Cio), 19.9 (q, Co), 15.4 (q, Cs). HRMS (ESI) m/z: calcd for Ci3H72NaNO [M + Na]™: 226.1202,
found: 226.1204. SFC: OD-H, Pressure = 100 bar, CO,/i-PrOH = 90:10, Flow rate = 5 mL/min,

UV =254 nm, tg = 3.3 min and tg = 4.1 min.
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columnOD-H (150 Bar/5. 0miimin/10%iPrOH/254nm) columnOD-H (150 Bar/5.0miimin/10%iProH/254nm)
5/4/2012 2:30:25 PM 6/19/2012 6:37:53 PM
AK3-3161.DATA - Detector 1 Signal (UV) 10 AK3-3541 DATA - Detector 1 Signal (UV)
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Index Name Time Height Area Area Selectivity Res. HW Index Name Time Height Area Area| Selectivity Res. HW
Min] | [uV] | [uY.Min] [%] [Min] [uV] | [uW Min] [%l]
1 UNKMNOWN| 2.84 | 532.8 51.1| 49.579 0.00 0.00 1 UNKNOWN| 3.33| 3868 395| 18.956 0.00 0.00
2 UNKNOWN| 359 | 3825 52.0| 50421 1.26 4.08 2 UNKNOWN| 4.11 | 1014.6 168.8| B1.044 1.24 3.70
Total 9154 103.0 | 100.000 Total 1401.4 208.3 | 100.000

N-(2-Methyl-1-phenylallyl)acetamide (3p)

O
10)5J9\NH
32 A ° 7
. 8
MW (g/mol): 189.25 Molecular formula: C;;H;sNO

This compound was prepared following general procedure D. [a]*’p —56 (¢ 0.48, CHCls, 25% ee).
IR (neat): 3265, 2934, 1630, 1543, 1370, 1286, 1104, 908, 757, 695 cm™. '"H NMR (400 MHz,
CDCls) 0 7.37-7.24 (m, 5H, Hpy), 6.13 (s, 1H, NH), 5.47 (d, J = 8.3 Hz, 1H, H;), 5.10-4.94 (m, 2H,
Hs), 2.00 (s, 3H, Hyo), 1.66 (s, 3H, Hs). *C NMR (100 MHz, CDCl3) 6 169.2 (s, Co), 144.1 (s, Cy),
140.0 (s, Cs), 128.8 (d, Cpn), 127.8 (d, Cpn), 127.5 (d, Cpn), 111.6 (t, Cs3), 58.5 (d, C)), 23.3 (q, Cio),
20.5 (q, Cs4). HRMS (ESI) m/z: caled for C;oHigNO [M+ H]™: 190.1226, found: 190.1229.
SFC: OD-H, Pressure = 150 bar, CO,/i-PrOH =90:10, Flow rate = 5 mL/min, UV = 254 nm,

tg = 1.7 min and tg = 2.0 min.
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columnOD-H (150 Bar/5 Dmiimin 0% PrOH/254nm) columnOD-H (150 BarS Omiimin/0%iPrOH/254nm)
612012012 6:34:43 PM 612012012 6:40:25 PM
AK3-3601.DATA - Detector 1 Signal (UV) AK3-358.21 DATA - Detector 1 Signal (UV)
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Index MName Time Height Area Area Selectivity Res. HW Index Name Time Height Area Area Selectivity Res. HW
Min]| [uV] | [uV.Min] [%] [Min] | V] | [WV.Min] [%]
1 UNKNOWN| 1.76 | 191.3 10.9 | 49.586 0.00 0.00 1 UNKNOWN| 1.76 | 196.5 11.2 | 37437 0.00 0.00
2 UNKNOWN| 209 | 1587 111 50.414 1.18 i 2 UNKNOWN| 2.08 | 2551 18.7| 62563 1.18 3.05
Total 350.0 21.9 | 100.000 Total 4516 29.8 | 100.000

N-(1-(Cyclohex-1-en-1-yl)ethyl)acetamide (3q)"°

10)SJJ\NH
7
6 2 1 8
5 3
4
MW (g/mol): 167.25 Molecular formula: C;oH,;7;NO

This compound was prepared following general procedure D. [a]*’p —48 (¢ 1.0, CHCls, 64% ee).
"H NMR (400 MHz, CDCls) d 5.60 (s, 1H, H3), 5.43 (brs, 1H, NH), 4.39 (m, 1H, H)), 2.04-1.91
(m, 7H, H4y + H; + Hjp), 1.66-1.52 (m, 4H, Hs+Hs), 1.21 (d, J = 6.9 Hz, 3H, Hy).
BC NMR (100 MHz, CDCl3) 6 169.3 (s, Co), 138.5 (s, C,), 121.7 (d, C3), 49.9 (d, C)), 25.9 (t, C4or
Cy), 25.1 (t, C4or Cy), 23.7 (q, Cio), 22.8 (t, Cs or Cs), 22.5 (t, Cs or C¢), 19.6 (q, Cg). SFC: AD-H,
Pressure = 150 bar, CO,/i-PrOH = 90:10, Flow rate = 5 mL/min, UV = 254 nm, tg = 1.8 min and

tg = 2.0 min.

' Hengge, A. C.; Cleland, W. W. J. Org. Chem., 1991, 56, 1972.
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columnAD-H (150 Bar/5.Omimin/10%IPrOH/254nm) €columnAD-H (150 Bar/5 0m/min/10%IPrOH/254nm)
511712013 1:34:43 PM 712412012 5:35:10 PM

CCP8 tmp.DAT - Detector 1 Signal (UV) AK-MC282 DATA - Detector 1 Signal (UV)
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Index | Name Time | Height Area Area| Selectivity| Res. HW Index MName Time Height Area Area Selectivity Res. HW
min | v | v ming [2] Minl | [wv] | [0V .Min] [%]
) UNKNOWN( 1.76 8.6 0.7] 50.049 0.00 0.00 2 UNKNOWRN| 1.77 7.6 0.6 17.907 0.00 0.00
2 UNKNOWN| 2.07 10.0 0.7 49951 1.17 2.51 1 UNKNOWRN| 2.06 384 28| 82093 1.16 245
Total 18.7 1.4 ] 100.000 Total 459 3.4 | 100.000
N-(3-(4-Methoxyphenyl)but-3-en-2-yl)acetamide (3r)
MW (g/mol): 219.28 Molecular formula: C;3H,7NO;

This compound was prepared following general procedure D. [a]*’p =37 (¢ 1.1, CHCls, 88% ee).
IR (neat): 3310, 2977, 2933, 1631, 1518, 1369, 1282, 1252, 1188, 1023, 904, 835, 713, 606 cm™.
"H NMR (400 MHz, CDCl3) 6 7.35 (d, J = 8.9 Hz, 2H, Hy), 6.87 (d, J = 8.9 Hz, 2H, Hy), 5.45 (d br,
J=6.3 Hz, 1H, NH), 5.29 (s, 1H, H3), 5.16 (s, 1H, H3), 5.09 (m, 1H, H;), 3.82 (s, 3H, Hy), 1.95 (s,
3H, Hy)), 1.33 (d, J= 6.7 Hz, 3H, Hs). ®C NMR (100 MHz, CDCl3) 6 169.3 (s, C10), 159.4 (s, Cs),
149.8 (s, Cy), 132.3 (s, Cs), 127.8 (d, C¢), 113.9 (d, C7), 111.0 (t, C3), 55.4 (q, Cy), 47.4 (d, C)), 23.6
(q, C11), 20.4 (q, C4). HRMS (ESI) m/z: caled for C;3H;7NaNO, [M + Na]": 242.1151, found:
242.1145. SFC: OD-H, Pressure =100 bar, CO,/MeOH =90:10, Flow rate = 5 mL/min,
UV =254 nm, tg = 3.1 min and tg = 3.7 min.
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AK44TA3 columnOD-H (100Bar/5.0mliminf10%-PrOH254nm)

columnOD-H (100Bar/S. OmUmIn/10%-ProH254nm) 111162012 6:08:54 PM
11/16/2012 6:04:09 PM
AK4-4753 DATA - Detector 1 Signal (UV)
AK-4-4743.DATA - Detector 1 Signal (UV) .
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Index Name Time Height Area Area Selectivity Res. HW Index_ Name Time Height Area Area  Selectivity Res. HW
Min] |  [uV] | [uV.Min] %] Mind | [uV] ] [HV.Min] [%]

1 |UNKNOWN| 208 | 53.0 5.0[ 51300 0.00 0.00 2 | UNKNOWN| 3.10 5.1 05| 6032 0.00 0.00

2 |UNKNOWN| 3.77| 423 47| 48610 1.22 421 1 |UNKNOWN| 377 | 624 71| 83968 1.22 412

Total 95.3 9.6 [ 100.000 Total B7.1 7.6 | 100.000

Ethyl 3-(3-acetamidobut-1-en-2-yl)benzoate (3s)

MW (g/mol): 261.32 Molecular formula: C;sH;9NO3

This compound was prepared following general procedure D. [a]*’p =18 (¢ 1.1, CHCls, 81% ee).
IR (neat): 3276, 2979, 1718, 1650, 1543, 1369, 1293, 11244, 1166, 1022, 908, 763 cm™.
"H NMR (400 MHz, CDCl3) 6 8.06 (t, J= 1.6 Hz, 1H, Hy,), 7.96 (m, 1H, Hy,), 7.59 (ddd, J=7.8,
1.9, 1.2 Hz, 1H, Ha,), 7.40 (t, J = 7.8 Hz, 1H, Ha,), 5.66 (d br, J = 7.5 Hz, 1H, NH), 5.36 (s, 1H,
H3), 5.28 (s, 1H, H3), 5.10 (quint,p,, J = 7.0 Hz, 1H, H,), 4.38 (q, J = 7.1 Hz, 2H, Hy»), 1.95 (s, 3H,
His), 1.40 (t, J = 7.1 Hz, 3H, Hy3), 1.31 (d, J = 6.8 Hz, 3H, Hy). *C NMR (100 MHz, CDCl5)
0 169.3 (s, Cia), 166.6 (s, Ci1), 149.9 (s, Cy), 140.5 (s, Cs), 131.1 (d, Ca), 130.8 (s, Cy), 128.9 (d,
Car), 128.6 (d, Car), 128.0 (d, Car), 113.2 (t, C3), 61.2 (t, Ci2), 47.6 (d, Cy), 23.4 (q, Ci5), 20.4 (q,
Cs), 144 (q, Ci3). HRMS (ESI) m/z: calcd for C;sH;9NaNOs [M + Na]+: 284.1257, found:
284.1257. SFC: OD-H, Pressure=100bar, CO,/MeOH =90:10, Flow rate = 5 mL/min,
UV =254 nm, tg = 2.9 min and tg = 3.2 min.
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columnOD-H (100Bar/5.0mi/min/10%i-PrOH254nm) columnOD-H (100Bar/5.0mi/min/ 10%-PrOH254nm)
11/19/2012 1:40:36 PM 11/19/2012 1:46:01 PM
AK4-478.23 DATA - Detector 1 Signal (UV) AK4-4773.DATA - Detector 1 Signal (UY)
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Index Name Time Height Area Area  Selectivity Res. HW Index Name Time Height Area Area  Selectivity Res. HW
[Min] [wV] | [WV.Min] [%6] [Min] VT | [WV.Min] [%]
1 UNKNOWN| 2.94 86.6 85| 49881 0.00 0.00 1 UNKNOWN| 295 53 0.5 9556 0.00 0.00
2 UNKNOWN| 3.19 809 86| 50119 1.08 1.55 2 UNKNOWRN| 3.19 44 8 46| 90444 1.08 1.54
Total 1675 17.1| 100.000 Total 501 5.1 | 100.000
N-(4-Phenylbut-3-yn-2-yl)acetamide (3u)
(0]
10)3\NH
/ 1 8
=,
L 3
7 5
6
MW (g/mol): 187.24 Molecular formula: C;;H;3:NO

This compound was prepared following general procedure D. IR (neat): 3290, 3057, 2981, 2932,
1643, 1542, 1372, 1134, 757, 691 cm™. "H NMR (400 MHz, CDCl3) 6 7.46-7.38 (m, 2H, Hpp),
7.35-7.28 (m, 3H, Hpn), 5.84 (s, 1H, NH), 5.05 (dq, J = 13.8, 6.9 Hz, 1H, H;), 2.02 (s, 3H, Ho),
1.49 (d, J = 6.8 Hz, 3H, Hg). *C NMR (100 MHz, CDCl3) 6 169.15 (s, Co), 131.76 (d, Cpp), 128.4
(d, Cpn), 128.3 (d, Cpp), 122.7 (s, Cs), 89.5 (s, C2), 82.2 (s, C3), 37.7 (d, Cy), 23.3 (q, Csg or Cyp), 22.6
(q, Cs or Cyo). [@]*’p —163 (c 0.6, CHCls, 91% ee). HRMS (ESI) m/z: calculated for C;,H;3NaNO
[M +Na]™: 210.0889, found: 210.0887. SFC: OD-H, Pressure = 150 bar, CO,/i-PrOH = 90/10,
Flow rate = 5 mL/min, UV = 254 nm, tR = 2.4 min and tR = 2.8 min (major).
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7/13/2011 4:07:06 PM

‘Column OD-H (150 Bar/5.0mi/min/10% iPrOH/254nm)

SA-SC rac0.DATA - Detector 1 Signal (UV)

column OD-H (150 Bar/5 Oml/min/10% iPrOH/254nm)

6/13/2012 12:22:24 PM

CCP1E84.tmp.DAT - Detector 1 Signal (UV)
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2 3 7 1 2 3
Index | Name Time | Height Area Area | Selectivity| Res HW Index | Name Time | Height Area Area | Selectivity| Res. HW
m™in | vl | v min) [%] Min] | [pV] | [V Min] [%]
1 |UNKNOWN| 234 593 42| 49.793 0.00 0.00 2 | UNKNOWN| 2.42 5.0 0.3 4571 0.00 0.00
2 |UNKNOWN| 268| 525 42| 50207 115 2 86 1 UNKNOWN| 2.81 797 72| 95429 1.16 3.09
Total 111.8 8.3 | 100.000 Total 847 7.5 100.000
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