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General Remarks

All reactions were performed in oven-dried glassware (oven temperature at 150 °C) and unless
otherwise indicated under a positive pressure of nitrogen (about 0.2 bar). Liquids were added via
syringe and solids were added neat against a nitrogen flow. Solvents were removed by rotary
evaporation at a heating bath temperature of 40 °C and 600-10 mbar pressure. Non-volatile
compounds were dried in vacuo at ca. 0.1 mbar. Absolution of dichloromethane and THF used for
reactions was achieved by a solvent purification system. Chloroform was stored in crown-capped
bottles over 4A molecular sieves and used as purchased. For work-up procedures and column
chromatography, distilled technical grade solvents were used. n-Hexane and i-Propanol (HPLC-
quality) were used as purchased. [PPFOP-CI],,"! [PPFIP-CI],,””' [FBIP-CI],"* and [FBIPP-CI],"”!
were prepared according to literature procedures. PGA (Penicillin G Amidase from Escherichia coli)
(ammonium sulfate suspension, >10 units/mg protein) was purchased from Sigma Aldrich. All other
laboratory chemicals were used without purification unless otherwise indicated. Yields refer to
purified compounds and are calculated in mol% of the used starting material. Except otherwise
indicated, reactions were magnetically stirred and monitored by NMR-spectroscopy or thin layer
chromatography (TLC) using silica gel plates (silica gel 60 F,s4). Visualization occurred by
fluorescence quenching under UV light and/or staining with KMnO,/NaOH. Purification by column
chromatography was performed on silica gel 0.040 —0.063 mm using a forced flow of eluent at
moderate pressure applied with a hand pump. Deactivated silica gel for column chromatography and
dry column chromatography was prepared by elution with the corresponding solvent until the eluent
shows basic reactivity. NMR-spectra were recorded at 21 °C at 500, 300 or 250 MHz (‘H) and 125 or
75 MHz ("°C). Chemical shifts & are referred in terms of ppm and coupling constants J are given in Hz.
Abbreviations for multiplicities are as follows: s (singulet), d (duplet), ¢ (triplet), g (quartet), m
(multiplet), p (pentet), hex (sextet), hep (heptet) and b (broad signal). IR-spectra were recorded by the
analytical service of the Universitit Stuttgart on a F7-IR spectrometer with an ATR unit and the
signals are given by wavenumbers (cm™"). Melting points were measured in open glass capillaries and
are uncorrected. Optical rotation was measured at the sodium D line in a 100 mm path cell length and
values are given in deg mL g dm™. The ee values were determined by chiral stationary phase HPLC.
Mass spectra were obtained from the analytical service of the Universitit Stuttgart. lonization methods
are stated in parenthesis. Elemental analysis was performed by the analytical service of the Universitit

Stuttgart.
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General Procedures

General Procedures for the Synthesis of Amides (GP1)

Synthesis via Acid Chlorides (GP1a)®

NEts, CH,Cly,

o]
O o
RL 0°C-RT,16 h 1 2
I G L
H

The corresponding amine (1.1 equiv) was dissolved in dry CH,Cl, (8.0 mL per 1.0 mmol) and cooled
to 0°C. NEt; (1.1 equiv.) was added in one portion and then the corresponding acid chloride
(1.0 equiv.) was added dropwise. Subsequently, the mixture was stirred at room temperature for 16 h.
The pH-value of the mixture was then adjusted to pH = 12 by addition of saturated aqueous Na,COs.
The phases were separated and the aqueous phase was extracted with CH,Cl,. The combined organic
phases were washed with aqueous HCI (20.0 mL per 1.0 mmol, 1 M) and dried over Na,SO,4. Removal
of solvent under reduced pressure yielded the amide, which was purified by recrystallization if

necessary.

Synthesis via Acetic Acid Anhydride (GP1b)!”

Ac,0, EtOAc, o)
R! RT.14h ., R
NH, NJ\
H

The corresponding amine (1.0 equiv.) was dissolved in EtOAc (2.0 mL pro 1.0 mmol) and Ac,O
(1.1 equiv.) was added dropwise. The mixture was stirred at room temperature for 14 h. Subsequently,
saturated aqueous NaHCO; (20 mL per 1.0 mmol) was added and the phases were separated. The
organic phase was washed with aqueous HCI (20 mL per 1.0 mmol, 1M) and dried over Na,SO,.
Removal of solvent under reduced pressure yielded the amide, which was purified by recrystallization

if necessary.

Synthesis via Acids (GP1c)®!

T3P in THF,
NEts, THF,

(0]
0 .
1 0°C-RT, 14 h 1 2
R, HoJ\/RZ 0°C-RT, 14h R\NJ\/R
H

A solution of T3P (1-propanephosphonic anhydride) (1.2 equiv., 50% in THF) was diluted with dry
THF (5 mL per 1.0 mmol) and cooled to 0 °C. Subsequently, NEt; (2.0 equiv.), the corresponding
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amine (1.0 equiv.) and the corresponding acid (1.0 equiv.) were added and the mixture was stirred at
room temperature for 14 h. Then H,O (20 mL per 1.0 mmol) was added and the phases were
separated. The aqueous phase was extracted with EtOAc (2 x 20 mL per 1.0 mmol) and the combined

organic phases were dried over Na,SO,. Removal of solvent under reduced pressure yielded the amide.

General Procedures for the Synthesis of Allylic Imidates (GP2)

Synthesis of N-Imidoylbenzotriazoles (GP2a)"!

R2
) Clv\.N.  PPh3, THF, L
R N7 R N

N 75° t

o L .\ RT-75°C,20 h NN

N 6] @
H

According to a literature procedure,”’ to a solution of triphenylphosphine (2.0 equiv.) in dry THF
(10.0 mL per 1.0 mmol) was added 1-chloro-1H-benzo[d][1,2,3]triazole (2.0 equiv) and the mixture

was stirred at room temperature for 1h. Subsequently a solution of the corresponding amide
(1.0 equiv.) in dry THF (2.0 mL per 1.0 mmol) was added and the mixture was stirred at 75 °C for
20 h. After cooling to room temperature the solvent was removed under reduced pressure and the N-

imidoylbenzotriazolewas isolated by column chromatography on deactivated silicagel.

Synthesis of Allylic Imidates via N-Imidoylbenzotriazoles (GP2b)

J: LHMDS, THF, R?
RU N OH Tt . Ji

The corresponding allylic alcohol (1.0 equiv.) was dissolved in dry THF (4 mL per 1.0 mmol) and
cooled to =70 °C. LHMDS (Lithium bis(trimethylsilyl)amide) (1.0 equiv., 1 M in THF) was added
dropwise and the solution was stirred at this temperature for 10 min. Subsequently, a solution of the
corresponding N-imidoylbenzotriazole (0.5-1.0 equiv.) in dry THF (4 mL per 1.0 mmol) was added
and the mixture was stirred at the indicated temperature for the indicated time (monitoring via 'H-
NMR). The solvent was removed under reduced pressure and the allylic imidate was isolated by

column chromatography on deactivated silicagel.
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Synthesis of Allylic Imidates via Oxalyl Chloride (GP2c)"'”

1. (COCl)y,
2,4,6-collidine, allylic alcohol, 2
w2 CH,Cl, 0°C 2 mBuli THF R
L 2. n-hexane, 0 °C 0°C-RT R J:
1 - - N7
RS0 R1‘N “>al ~J
H R3 X

According to a literature procedure,’'”!

2,4,6-collidine (3.0 equiv.) in dry CH,Cl, (4 mL per 1.0 mmol) was cooled to 0 °C. A solution of

a solution of the corresponding amide (1.5-2.0 equiv.) and

oxalyl chloride (1.5-2.0 equiv.) in dry CH,Cl, (1 mL per 1.0 mmol) was added dropwise and the
mixture was stirred at 0 °C for 30 min. Subsequently, the solvent was removed under vacuum at room
temperature and n-hexane (4 mL per 1.0 mmol) was added to the residue. Ultrasonification yielded a
suspension, which was stirred at 0 °C for 1h and then filtered directly into a solution of the
corresponding alcoholate [prepared by addition of n-BuLi (1.0 equiv., 15% in hexane) to a solution of
the corresponding allylic alcohol (1.0 equiv.) in dry THF (1 mL per 0.5 mmol) at O °C and stirring of
the mixture at O °C for 15 min]. The mixture was stirred at room temperature for 14 h, then diluted
with Et,;O (2 mL per 1.0 mmol amide) and filtered over silicagel. Removal of solvent under reduced
pressure and column chromatography or dry column chromatography of the residue on deactivated

silicagel yielded the allylic imidate.

Synthesis of Allylic Imidates via PCls (GP2d)!""

allylic alcohol, 2
R2 PCls, benzene, R2 n-BuLi, THF R
1 L reflux, 1 h J: 0°C-RT R! Ji
R g —_— 1 ——— s N ’ O
N0 R
H N7 ~Cl X

According to a literature procedure,""'! to a solution of the corresponding amide (1.0 equiv.) in dry
benzene (2 mL per 1.0 mmol) was added PCls (1.0 equiv.) and the mixture was refluxed for 1 h. After
cooling to room temperature the solvent was removed under reduced pressure (venting with N,), the
residue was dissolved in dry THF (1.0 mL per 1.0 mmol) and directly added to a solution of the
corresponding alcoholate [prepared by addition of n-BuLi (1.0 equiv., 15% in hexane) to a solution of
the corresponding allylic alcohol (1.0 equiv.) in dry THF (1 mL per 0.5 mmol) at O °C and stirring of
the mixture at 0 °C for 15 min]. The mixture was stirred at room temperature for 14 h and the solvent
removed under reduced pressure. The residue was dissolved in CH,Cl, and washed with H,O. The
organic phase was dried over Na,SO, and the solvent removed under reduced pressure. Column

chromatography on deactivated silicagel yielded the allylic imidate.

S5



General Procedures for the Activation of Pre-Catalysts (GP3)

Activation of Mono-Palladacycles (GP3a)

2 2
Ph, P, T .
N—Pd—Cl BT N ——Pd—Cl 4 equiv. AgX, CH;Cl,
PH ﬂ\é (—)\é ultrasonification 10 min, [PPFOP-X],
N o then RT, 14 h
Ts" ph_Fe Ph ©f Ph._Fe Ph or
ph@ph ph@ph [PPFIP-X,1,
Ph Ph
[PPFIP-CI], [PPFOP-CI],

The corresponding palladacycle (1.0 equiv.) and the corresponding silver salt (4.0 equiv) were
suspended in dry CH,Cl, (0.5 mL per 5 mg palladacycle) and ultrasonificated for 10 min. The mixture
was stirred at room temperature for 14 h and then filtered through CaH,/celite (1:1) under N,. The
solvent was removed by a stream of N, and then high vacuum was applied. A stock solution was

prepared by the addition of a definite amount of the corresponding solvent.

Activation of the Bis-Palladacycle and the Pallada-/Platinacycle
(GP3b)

2 2
Ph T Ph T
Z_N/ d—Cl Z_N/ d—Cl
PR N Ph™ N AgOTs,MeCN,  [FBIPP-OTs-MeCN]
Ts Ts Fe Ts Ts Fe RT, 14 h
= N - o
Ph | Ph | -OTs-
0 3 —1 ~ [FBIP-OTs-MeCN]
3 Pd—Cl R Pt—Cl
Ph Ph toot
2 2
[FBIP-CI], [FBIPP-CI],

To a solution of AgOTs (4.0 equiv.) in dry MeCN (0.5 mL per 5 mg bis-Palladacyle) was added the
corresponding bis-palladacycle (1.0 equiv.). The mixture was stirred at room temperature for 14 h and
then filtered through CaH,/celite (1:1) under N,. The solvent was removed by a stream of N, and then
high vacuum was applied. A stock solution was prepared by the addition of a definite amount of the

corresponding solvent.
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General Procedures for the Rearrangement of Allylic Imidates (GP4)

Non-Enantioselective Rearrangements (GP4a)!'?

R2 10 Mol% PACly(CHsCN),, R3
R3 CH,Cl,, RT, 3 h R3
N)\O =2 N/go
RN R 7

To a solution of the corresponding allylic imidate (1.0 equiv.) in dry CH,Cl, (0.5 mL per 0.1 mmol)
was added PdCl,(CH;CN), (10 mol%) and the mixture was stirred at room temperature for 3 h.
Subsequently the solvent was removed under educed pressure and the corresponding allylic amide was

isolated by column chromatography on silicagel.

Catalytic Asymmetric Rearrangements (GP4b)

X mol% [Pd],
R2 4X mol% PS, R3
R3 " )\O solvent, T, ¢ R3 " /&O
R1 ﬂ\) R1J\/

A dry screw-cap vial was charged with the corresponding allylic imidate (1.0 equiv.), then vacuum
was applied and the vial was refilled with N, (3 times). A stock solution of proton sponge (1,8-bis-
(N,N-dimethylamino)naphthalene, PS) (4X mol%) [only used in the case of mono-palladacycles] in
the indicated solvent and a stock solution of the corresponding activated catalyst [prepared according
to GP3] in the indicated solvent were added. The amount of solvent was reduced by a stream of N, if
necessary (final concentration: around 150 pL. per 100 pmol of substrate). The vial was closed by a
screw-cap and the mixture was stirred at the indicated temperature for the indicated time.
Subsequently, the solvent was removed under reduced pressure and mesitylene (10 uL. per each
50 umol of substrate) was added to the crude product as an internal standard followed by CDCl;
(1 mL) to determine conversion and yield by '"H-NMR. The crude product was afterwards directly
used for silicagel chromatography to isolate the corresponding allylic amide. The purified samples

were used to determine the ee value by HPLC.
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Synthesis of Allylic Alcohols (1)

Commercially available:

The following allylic alcohols used in these investigations are commercially available in sufficiently

high isomerical purity:

trans-hex-2-en-1-ol (1c¢), cis-hex-2-en-1-ol ((Z)-1¢), trans-pent-2-en-1-ol (1b), trans-oct-2-en-1-ol

(1d), geraniol (1n), cinnamyl alcohol (11).

OH OH OH
/\/\) “ o \/\) /\/\/\)

1c (2)-1c 1b 1d

OH
OH .
2 2
1n 1l

Via HWE-reaction:

The following alcohols were prepared according to a literature procedure utilizing the Horner-

Wadsworth-Emmons reaction (HWE),[B] followed by reduction with DIBAL-H:

Trans-5-phenylpent-2-en-1-ol (1a)!" and trans-4-methylpent-2-en-1-ol (1k).!"”’

Representative Procedure for HWE and DIBAL-H-Reduction: trans-5-Phenylpent-2-
en-1-ol (1a)!'¥

trimethylphosphonoacetate,
MeMgBr, THF, RT, (0]

o) then 3-phenylpropionaldehyde X
OMe

l DIBAL-H, CH,Cl,,

-78 °Cto RT
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To a solution of trimethylphosphonoacetate (1.00 equiv., 1.40 mmol, 252.0 mg, 200 uL) in THF
(10 mL) was added MeMgBr (0.86 equiv., 1.20 mmol, 400 uL of a 3M solution in Et,O) dropwise at
room temperature. This mixture was stirred at room temperature for additional 20 min, then 3-
phenylpropionaldehyde (0.97 equiv., 1.32 mmol, 183.1 mg, 180 pL) was added in one portion and the
solution was stirred at room temperature for another 1 h. Subsequently, saturated aqueous NH,CI
(6.3 mL) was added and the mixture was extracted with Et,O (2 times 20 mL). The combined organic
phases were dried over Na,SO,4 and the solvent was removed under reduced pressure. Purification by
silica gel chromatography (petrol ether/ethyl acetate = 10/1) yielded the intermediate ester as a
colorless 0il (0.58 mmol, 110.0 mg, 48%).

C1,H140,, MW: 190.24 g mol™'. "H-NMR (300 MHz, CDCly): 6 = 7.34-7.25 (m, 2 H, Ar-H), 7.24-
7.14 (m, 3H, Ar-H), 7.00 (dt, J=15.6, 6.8, 1 H, C(=0)CH=CH), 5.85 (dt, J=15.6, 1.5, 1H,
C(=0)CH=CH), 3.72 (s, 3H, OCH;), 2.82-2.73 (m, 2H, CH,CH,C¢Hs), 2.59-2.46 (m, 2H,

CH,CH,C¢Hs). The analytical data are in accordance with the literature."*!

To a solution of the ester (1.00 equiv., 2.09 mmol, 398.7 mg) in CH,Cl, (5 mL) at =78 °C was added
DIBAL-H (2.63 equiv., 5.50 mmol, 5 mL of a 1.1M solution in cyclohexane) in one portion. After
stirring for 15 min at this temperature, the solution was slowly warmed to room temperature and
stirred for 1.5 h. Subsequently, the mixture was cooled again to —78 °C and aqueous hydrochloric acid
(1M, 28 mL) was added until all solid had dissolved. The mixture was extracted with CH,Cl, (2 times
20 mL), the combined organic phases were dried over MgSO, and the solvent removed under reduced
pressure. Purification by silica gel chromatography (petrol ether/ethyl acetate =5/1) yielded the
alcohol 1a as a colorless oil (2.03 mmol, 329.2 mg, 97%).

CiiH140, MW: 162.23 gmol_l. "H-NMR (300 MHz, CDClLy): & = 7.32-7.25 (m, 2 H, Ar-H), 7.23-
7.14 (m, 3 H, Ar-H), 5.81-5.61 (m, 2 H, CH=CH), 4.09 (d, J=5.0, 2H, OCH,), 2.75-2.67 (m, 2 H,
CH,CH,C¢Hs), 2.42-2.33 (m, 2 H, CH,CH,C¢Hs), 1.28 (bs, 1 H, OH). The analytical data are in

accordance with the literature.!"*!

trans-3-(4-Nitrophenyl)prop-2-en-1-ol (1m)

0 NaBH,, EOH, OH
/@/\)kH 50 °C-RT, 3 h /@/\)
im

Following a literature procedure,""® 4-nitrocinnamaldehyde (1.00 equiv., 2.77 mmol, 490.0 mg) was
dissolved in EtOH (40 mL) by heating to 50 °C. A solution of NaBH, (1.00 equiv., 2.77 mmol,

105.0 mg) in EtOH (11 mL) was added in one portion and the mixture was stirred at room temperature
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for 3 h. Subsequently, the mixture was filtered through celite and concentrated aqueous HCl was
added until the solution turned from orange to yellow. Then the solvent was removed under reduced
pressure, the residue was dissolved in CHCI; (50 mL) and washed with HO (50 mL). The phases were
separated, the organic phase was dried over MgSO,. Removal of solvent under reduced pressure and
washing of the residue with Et,O yielded the alcohol 1m as a yellow solid (2.42 mmol, 434.2 mg,
88%).

CoH,NO;, MW: 179.17 g mol™'. "H-NMR (300 MHz, CDCly): & = 8.22-8.16 (m, 2 H, m-C¢H,NO,),
7.55-7.48 (m, 2 H, 0-CcH,NO,), 6.72 (bd, J=16.1, 1 H, CH=CHC¢H4NO,), 6.54 (dt, J=16.1, 5.0,
1 H, CH=CHC¢H4NO,), 4.44-4.37 (m, 2 H, OCH;), 1.55 (t, J=15.7, 1 H, OH). The analytical data are

in accordance with the literature.!'®

Synthesis of Amides (6)

N-(4-Methoxyphenyl)acetamide (6a)

RGE

N
H
6a
According to GP1la, p-anisidine (55.0 mml, 6.77 g) was reacted with Ac,O (57.7 mmol, 1.84 g.

1.70 mL). After recrystallization from EtOH/H,O (1/1) the amide 6a was obtained as a grey-white
solid (38.3 mmol, 6.32 g, 70%).

CoH;;NO,, MW: 165.19 g mol™". "TH-NMR (300 MHz, CDCly): & = 7.42-7.35 (m, 2 H, 0-C¢H,OMe),
7.04 (bs, 1 H, NH), 6.89-6.81 (m, 2 H, m-CcH,OMe), 3.79 (s, 3 H, OCHj3), 2.14 (s, 3 H, C(=0)CHj).

The analytical data are in accordance with the literature."”!

N-(4-Nitrophenyl)acetamide (6e)

QLR

N
H
6e

According to GP1a, 4-nitroaniline (16.2 mmol, 2.24 g) was reacted with Ac,O (17.1 mmol. 1.75 g,
1.62 mL). After recrystallization from EtOH/H,O (1/1) the amide 6e was obtained as a yellow solid
(14.0 mmol, 2.53 g, 86%).
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CsHN,0;3, MW: 180.16 g mol™'. "TH-NMR (300 MHz, DMSO-dy): & = 10.56 (bs, 1 H, NH), 8.25-
8.17 (m, 2 H, m-C¢H,NO,), 7.86-7.79 (m, 2 H, 0-C¢H,NO,), 2.12 (s, 3 H, C(=0)CHj3). The analytical

data are in accordance with the literature.!'®!

N-(4-Nitrophenyl)-2-phenylacetamide (6f)
0,40

N

H

6f

According to GPle, 4-nitroaniline (20.0 mmol, 2.76 g) was reacted with phenylacetic acid
(20.0 mmol, 2.73 g). The amide 6f was obtained as a yellow solid (19.9 mmol, 5.09 g, 99%).

CiHN;03, MW: 25626 gmol™'. '"H-NMR (300 MHz, CDCly): §=8.20-8.13 (m, 2H, m-
CsH,/NO,), 7.64-7.57 (m, 2 H, 0-CcH,NO,), 7.47-7.31 (m, 6 H, C¢Hs & NH), 3.80 (s, 2 H, C(=0)CH,).

The analytical data are in accordance with the literature."”

N-Phenyl-2-phenylacetamide (69)

QA

H
6g

According to GP1b, aniline (17.5 mmol, 1.63 g, 1.60 mL) was reacted with phenylacetyl chloride
(17.0 mmol, 2.63 g, 2.25 mL). The amide 6g was obtained as a yellow solid (16.2 mmol, 3.43 g, 95%).

CiHi:NO, MW: 21126gmol”". 'H-NMR (300 MHz, CDCly): 5=747-726 (m, 9H,
CH,C¢Hs & 0- & m-CgH5), 7.19-7.06 (m, 2 H, p-C¢Hs & NH), 3.77 (s, 2 H, C(=0O)CH,). The analytical

data are in accordance with the literature.”””!

N-(4-Methoxyphenyl)-2-phenylacetamide (6h)

N
H
6h

According to GP1b, p-anisidine (16.2 mmol, 2.00 g) was reacted with phenylacetyl chloride
(14.8 mmol, 2.28 g, 1.96 mL). The amide 6h was obtained as brown solid (14.7 mmol, 3.57 g, 99%).
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CisH;sNO,, MW: 241.29 gmol”'. 'H-NMR (300 MHz, CDCly): §=7.43-728 (m, 7H, o-
CsH,OMe & Ce¢Hs), 7.09 (bs, 1 H, NH), 6.84-6.77 (m, 2 H, m-CcH,OMe), 3.76 (s, 3 H, OCH3), 3.71 (s,

2 H, C(=0)CH,). The analytical data are in accordance with the literature.”!

N-(4-Methoxyphenyl)propionamide (60)
Meo\©\ 0
NJ\/
H
60

According to GP1b, p-anisidine (16.2 mmol, 2.00 g) was reacted with propionyl chloride (15.5 mmol,
1.43 g, 1.35 mL). The amide 60 was obtained as a brown solid (15.1 mmol, 2.70 g, 97%).

C10H;3NO,, MW: 179.22 g mol ™. "H-NMR (300 MHz, CDCLy): & = 7.44-7.37 (m, 2 H, 0-C¢H,OMe),
7.32 (bs, 1 H, NH), 6.87-6.80 (m, 2 H, m-CsH,OMe), 3.78 (s, 3 H, OCH;), 2.35 (¢, J=17.5, 2 H,
C(=0)CH,), 1.23 (t, J=17.5, 3H, C(=0)CH,CHj;). The analytical data are in accordance with the

literature.*"!

N-Phenylpropionamide (6p)

Ao

N

H

6p
According to GP1b, aniline (16.2 mmol, 1.51 g, 1.48 mL) was reacted with propionyl chloride
(14.7 mmol, 1.36 g, 1.29 mL). The amide 6p was obtained as a slightly yellow solid (14.5 mmol,
2.17 g,99%).

CoH;;NO, MW: 149.19 ¢ mol”". '"H-NMR (300 MHz, CDCls): 5 =7.52 (bd, J=8.2, 2 H, 0-CsH5),
7.32 (bt,J=7.7, 2 H, m-CeHs), 7.17-7.05 (m, 2 H, p-C¢Hs & NH), 2.39 (g, J = 7.5, 2 H, C(=0)CH,),

1.25 (¢, J=17.5, 3 H, CH;). The analytical data are in accordance with the literature.*”
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Synthesis of N-Imidoylbenzotriazoles (8)

(E)-1-(1H-Benzo[d][1,2,3]triazol-1-yl)-N-(4-methoxyphenyl)ethan-1-imine (8a)

Ve
N=N
8a

According to GP2a, triphenylphosphine (15.02 mmol, 3.94 g) was reacted with 1-chloro-1H-
benzo[d][1,2,3]triazole (15.04 mmol, 2.31 g) and N-(4-methoxyphenyl)acetamide 6a (5.00 mml,
821.0 mg) to yield 8a after purification by column chromatography on deactivated silicagel (petrol

ether/ethyl acetate = 10/1 + 3% NEt;) as a white solid (3.45 mmol, 918.2 mg, 69%).

CisH N, 0, MW: 266.30 g mol™'. '"H-NMR (300 MHz, CDCly): &=8.55 (dt, J=83, 1.0, 1H,
CeH,), 8.12 (dt, J=8.3, 1.0, 1 H, C¢H,), 7.60 (ddd, J=8.3, 7.1, 1.0, 1 H, C¢H,), 7.48 (ddd, J = 8.3,
7.1, 1.0, 1 H, CeH,), 7.00-6.88 (m, 4 H, CcH,OMe), 3.85 (s, 3 H, OCH;), 2.77 (s, 3 H, C(=N)CHj3). The

analytical data are in accordance with the literature.”’

(E)-1-(1H-Benzo[d][1,2,3]triazol-1-yl)-N-(4-nitrophenyl)-2-phenylethan-1-imine
(8f)

According to GP2a, triphenylphosphine (1.00 mmol, 262.0 mg) was reacted with 1-Chloro-1H-
benzo[d][1,2,3]triazole  (1.00 mmol, 154.0 mg) and N-(4-nitrophenyl)-2-phenylacetamide 6f
(0.50 mmol, 128.0 mg) to yield 8f after purification by column chromatography on deactivated
silicagel (petrol ether/ethyl acetate = 18/1 + 3% NEt;) as a yellow solid (0.29 mmol, 102.0 mg, 57%).

CHsNsO,, MW: 357.37 gmol™". Mp: 89.3-91.0 °C (Decomposition). '"H-NMR (300 MHz,
CDClL): 6 =8.45 (d,J=8.3, 1 H, C¢H,), 8.31-8.25 (m, 2 H, m-CcH,NO,), 8.15 (d, J = 8.3, 1 H, CsH,),
7.64 (dt,J=8.3,1.0, 1 H, C¢Hy), 7.52 (dt, J = 8.3, 1.0, 1 H, C¢H,), 7.23-7.17 (m, 3 H, C¢Hs), 7.13-7.07
(m, 2 H, C¢H5), 7.06-7.00 (m, 2 H, 0-C4H,NO,), 4.61 (s, 2 H, C¢HsCH,). “C-NMR (75 MHz, CDCl5):
0 =155.2, 152.8, 146.8, 144.5, 134.4, 131.3, 129.8, 128.9, 128.7, 127.3, 126.0, 125.2, 120.7, 120.2,
115.4, 35.4. IR (CDCl3): V =3065, 1672, 1588, 1512, 1486, 1449, 1397, 1339, 1292, 1251, 1222,
1110, 1070, 1026, 857, 784, 769, 751, 715, 699. MS (ESI) m/z: 380.1 (100%, [M+Na]"), 330.1 (35%),
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279.1 (3%), 239.1 (9%), 182.1 (1%), 142.0 2%), 118.1 (5%), 91.1 (1%). HRMS (ESI) m/z:
calculated for C,0H;5sN5O, + Na: 380.1118; found: 380.1118.

Synthesis of Allylic Imidates (9)

((E)-5-Phenylpent-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate (9a)

Meo\©\
o

X

9a

According to GP2¢, N-(4-methoxyphenyl)acetamide 6a (5.45 mmol, 900.0 mg) was reacted with
oxalyl chloride (5.45 mmol, 710.4 mg, 0.48 mL) and (E)-5-phenylpent-2-en-1-ol 1a (1.82 mmol,
295.0 mg) to yield 9a after purification by column chromatography on deactivated silicagel (petrol

ether/ethyl acetate = 18/1 + 3% NEt;) as a slightly yellow oil (1.18 mmol, 365.1 mg, 65%).

Alternatively, (E)-5-phenylpent-2-en-1-ol 1a (2.10 mmol, 340.0 mg) was reacted with LHMDS
(2.10 mml, 2.10 mL, IM in THF) and (E)-1-(1H-benzo[d][1,2,3]triazol-1-yl)-N-(4-
methoxyphenyl)ethan-1-imine 8a (1.17 mmol, 312.0 mg) at 60 °C for 20 h. Purification by column
chromatography on deactivated silicagel (petrol ether/ethyl acetate = 18/1 + 3% NEt;) yielded 9a as a
slightly yellow oil (0.66 mmol, 203.1 mg, 56%).

C20H2;NO,, MW: 309.40 g mol™. "TH-NMR (300 MHz, CDCly): §=7.32-7.25 (m, 2 H, m-CxHs),
7.22-7.15 (m, 3 H, 0-C¢Hs & p-C¢Hs), 6.87-6.81 (m, 2H, 0-C¢H,OMe), 6.72-6.65 (m, 2 H, m-
CsH,OMe), 5.92-5.80 (m, 1 H, CH=CH), 5.79-5.58 (m, 1 H, CH=CH), 4.62 (d, J = 6.0, 2 H, OCH,),
3.79 (s, 3 H, OCH3), 2.77-2.70 (m, 2 H, C¢HsCH,CH,), 2.46-2.36 (m, 2 H, CsHsCH,CH,), 1.84 (s, 3 H,
C(=0)CH;). "C-NMR (75 MHz, CDCly): 5 = 161.4, 155.7, 142.5, 141.9, 134.7, 128.6, 128.5, 126.0,
125.6, 122.1, 114.4, 66.5 (OCH,), 55.6, 35.6, 34.4, 16.3. IR (CDCly): V =3027, 2933, 2834, 2183,
1960, 1774, 1747, 1668, 1506, 1455, 1381, 1271, 1234, 1038, 967, 840, 750, 699. MS (EI) m/z: 309.1
(11%, M]"), 218.1 (100%), 165.1 (24%), 123.0 (55%), 91.0 (43%). HRMS (ESI) m/z: calculated for
Cy0H23NO; + Na: 332.1621; found: 332.1628.
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((E)-Pent-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate (9b)

Me0\©\
o

XN
9b

According to GP2¢, N-(4-methoxyphenyl)acetamide 6a (2.00 mmol, 330.0 mg) was reacted with
oxalyl chloride (2.04 mmol, 259.0 mg, 175 uL) and (E)-pent-2-en-1-ol 1b (0.99 mmol, 85.0 mg,
100 pL) to yield 9b after purification by dry column chromatography on deactivated silicagel (petrol
ether + 2% NEt;) as a colorless oil (0.43 mmol, 99.2 mg, 43%).

C14HsNO,, MW: 233.31 g mol™". "H-NMR (300 MHz, CDCl,): & = 6.87-6.80 (m 2 H, 0-C¢H,OMe),
6.72-6.66 (m, 2 H, mCcH,OMe), 5.92-5.80 (m, 1 H, CH=CH), 5.75-5.63 (m, 1 H, CH=CH), 4.62 (dd,
J=64,1.0,2H, OCH,), 3.78 (s, 3 H, OCHj3), 2.17-2.05 (m, 2 H, CH,CHj;), 1.84 (s, 3 H, C(=N)CH;),
1.03 (t, J=7.4, 3 H, CH,CH;). "C-NMR (125 MHz, CDClLy): & = 161.4, 155.5, 142.4, 137.3, 123.7,
122.0, 114.3, 66.6, 55.5, 25.4, 16.2, 13.3. IR (CDCl3): V =2961, 2933, 2834, 1666, 1609, 1504,
1462, 1440, 1379, 1363, 1286, 1270, 1230, 1179, 1102, 1036, 965, 927, 838, 801, 753, 710, 643, 623,
538. MS (ESI) m/z: 256.1 (10%, [M+Na]"), 234.2 (4%, [M+H]"), 192.1 (1%), 166.1 (100%), 124.1
(25%). HRMS (ESI) m/z: calculated for C,;HoNO, + Na: 256.1308; found: 256.1281.

((E)-Hex-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate (9c)

Ao

W

9c

According to GP2¢, N-(4-methoxyphenyl)acetamide 6a (2.00 mmol, 330.0 mg) was reacted with
oxalyl chloride (2.04 mmol, 259.0 mg, 175 uL) and (E)-hex-2-en-1-ol 1c (1.01 mmol, 100.8 mg,
120 uL) to yield 9c after purification by dry column chromatography on deactivated silicagel (petrol
ether + 3% NEt;) as a colorless oil (0.68 mmol, 167.2 mg, 67%).

CisH;,NO,, MW: 247.34 g mol™". "H-NMR (300 MHz, CDCly): § = 6.79-6.73 (m, 2 H, 0-CcH,OMe),
6.65-6.58 (m, 2 H, m-CcH,OMe), 5.80-5.56 (m, 2 H, CH=CH), 4.55 (dd, J=6.0, 0.9, 2 H, OCH,),
3.71 (s, 3H, OCHj3), 1.99 (bgq, J =17.0, 2 H, CH,CH,CHj3), 1.77 (s, 3 H, C(=N)CHj3), 1.37 (pseudo hex,
J=173, 2H, CH,CH,CH;), 0.85 (t, J=17.3, 3H, CH,CH,CH;). "C-NMR (75 MHz, CDCl;):
0=161.3, 155.5, 142.4, 135.5, 124.9, 122.0, 114.2, 66.5, 55.5, 34.5, 22.2, 16.2, 13.7. IR (CDCl,):
V =2957, 2930, 2872, 2834, 1667, 1505, 1463, 1440, 1379, 1364, 1287, 1271, 1232, 1179, 1102,
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1038, 839, 803, 753, 711, 644, 623. MS (ESI) m/z: 303.2 (1%), 270.2 (19%, [M+Na]"), 248.2 (1%,
[M+H]"), 166.1 (100%), 124.1 (22%). HRMS (ESI) m/z: calculated for C;sH,;NO, + Na: 270.1465;
found: 270.1460.

((E)-Oct-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate (9d)

0L
/\/\/\)

AN
9d

According to GP2¢, N-(4-methoxyphenyl)acetamide 6a (2.00 mmol, 330.0 mg) was reacted with
oxalyl chloride (2.04 mmol, 259.0 mg, 175 uL) and (E)-oct-2-en-1-o0l 1d (0.98 mmol, 126.0 mg,
150 L) to yield 9d after purification by dry column chromatography on deactivated silicagel (petrol
ether + 2% NEt;) as a colorless oil (0.36 mmol, 98.7 mg, 37%).

C1sH,sNO,, MW: 275.39 g mol ™. "TH-NMR (300 MHz, CDCl,): § = 6.87-6.80 (im, 2 H, 0-C¢H,OMe),
6.72-6.65 (m, 2 H, m-C¢H,OMe), 5.87-5.75 (m, 1 H, CH=CH), 5.74-5.63 (m, 1 H, CH=CH), 4.62 (dd,
J=6.2,0.9, 2H, OCH,), 3.78 (s, 3 H, OCH3), 2.08 (bg, J=17.0, 2 H, CH,(CH,);CH3), 1.84 (s, 3 H,
C(=N)CH5;), 1.47-1.24 (m, 6 H, CH,(CH,);CH3), 0.89 (1, J=6.9, 3 H, CH,(CH,);CH;). C-NMR
(125 MHz, CDClLy): & = 161.3, 155.5, 142.4, 135.8, 124.6, 122.0, 114.3, 66.5, 55.5, 32.4, 31.4, 28.7,
22.6, 16.2, 14.1. IR (CDClLy): V =2955, 2926, 2856, 1666, 1504, 1463, 1440, 1380, 1364, 1286,
1270, 1230, 1179, 1101, 1037, 964, 837, 801, 753, 710, 643, 623, 559, 537. MS (ESI) m/z: 298.2
(28%, [M+Nal"), 276.2 (1%, [M+HT"), 166.1 (100%), 124.1 (23%). HRMS (ESI) m/z: calculated for
C7H,sNO; + Na: 298.1778; found: 298.1754.

((E)-Hex-2-en-1-yl)-N-(4-nitrophenyl)acetimidate (9¢e)

OZN\©\
o

/\/\)

9e

According to GP2d, N-(4-nitrophenyl)acetamide 6e (1.00 mmol, 180.0 mg) was reacted with PCls
(1.00 mmol, 208.2 mg) and (E)-Hex-2-en-1-ol 1c¢ (1.00 mmol, 99.1 mg, 118 uL) to yield 9e after
purification by column chromatography on deactivated silicagel (petrol ether/ethyl

acetate = 35/1 +3% NEt;) as a slightly yellow solid (0.46 mmol, 120.7 mg, 46%).

C1sHsN,03, MW: 262.30 g mol™". Mp: 69.9-70.8 °C. '"H-NMR (300 MHz, CDCly): § = 8.22-8.14
(m, 2 H, m-C¢H/NO,), 6.88-6.81 (m, 2 H, 0-CcH/NOy), 5.89-5.77 (m, 1 H, CH=CH), 5.74-5.62 (m,
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1 H, CH=CH), 4.64 (dd, J=6.2, 1.0, 2 H, OCH,), 2.08 (bgq, J=17.1, 2 H, CH,CH,CH3), 1.86 (s, 3 H,
C(=N)CH;), 1.45 (pseudo hex, J=1.3 2 H, CH,CH,CHs), 0.93 (t, J=7.3, 3 H, CH,CH,CH;). “C-
NMR (75 MHz, CDCl;): 6 = 161.1, 155.6, 143.5, 136.3, 125.1, 124.1, 121.5, 67.3, 34.4, 22.1, 16.6,
13.7. IR (CDCl3): vV =2953, 2870, 1681, 1591, 1504, 1458, 1385, 1336, 1285, 1241, 1172, 1108,
1036, 967, 918, 868, 853, 778, 753, 707, 673, 578, 561. MS (ESI) m/z: 395.2 (10%), 383.1 (13%),
317.1 (9%), 295.1 (5%), 285.1 (88%, [M+Na]"), 234.2 (6%), 181.1 (100%), 152.1 (28%), 139.1
(15%), 110.1 (7%), 93.1 (18%). HRMS (ESI) m/z: calculated for C;;H;sN-O; + Na: 285.1210; found:
285.1196.

((2)-Hex-2-en-1-yl)-N-(4-nitrophenyl)acetimidate ((2)-9e)

(2)-9e

According to GP2d, N-(4-nitrophenyl)acetamide 6e (1.00 mmol, 180.0 mg) was reacted with PCls
(1.00 mmol, 208.2 mg) and (Z)-hex-2-en-1-ol (Z)-1c¢ (1.00 mmol, 99.1 mg, 118 puL) to yield (Z)-9e
after purification by column chromatography on deactivated silicagel (petrol ether/ethyl

acetate = 20/1 + 3% NEt;) as a yellow oil (0.52 mmol, 136.0 mg, 52%).

C1sHisN,03, MW: 26230 gmol”'. '"H-NMR (300 MHz, CDCly): §=8.21-8.15 (m, 2H, m-
CsH,NO,), 6.89-6.82 (m, 2 H, 0-CcH,NO,), 5.74-5.61 (m, 2 H, CH=CH), 4.78-4.72 (m, 2 H, OCH,),
2.17-2.07 (m, 2 H, CH,CH,CHj;), 1.86 (s, 3 H, C(=N)CH;), 1.42 (pseudo hex, J="1.3, CH,CH,CH,),
0.92 (t, J=1.3, 3H, CH,CH,CH;). "C-NMR (75 MHz, CDCly): 6= 161.2, 155.5, 143.5, 135.0,
125.1, 123.8, 121.5, 62.4, 29.7, 22.6, 16.6, 13.7. IR (CDCly): V =2961, 2933, 1670, 1591, 1511,
1377, 1338, 1291, 1243, 1170, 1110, 1035, 965, 904, 864, 852, 781227, 649. MS (ESI) m/z: 319.1
(1%), 285.1 (79%, [M+Na]"), 181.1 (100%), 152.1 (1%), 139.1 (12%), 122.1 (3%), 93.1 (17%).
HRMS (ESI) m/z: calculated for C;;HsN,O; + Na: 285.1210; found: 285.1199.

((E)-Hex-2-en-1-yl)-N-(4-nitrophenyl)-2-phenylacetimidate (9f)

LI :
N“ "0
W
of

According to GP2d, N-(4-nitrophenyl)-2-phenylacetamide 6f (1.00 mmol, 256.0 mg) was reacted with
PCls (1.00 mmol, 208.0 mg) and (E)-hex-2-en-1-ol 1¢ (1.00 mmol, 99.1 mg, 118 uL) to yield 9f after
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purification by column chromatography on deactivated silicagel (petrol ether/ethyl

acetate = 18/1 + 3% NEt;) as a colorless oil (0.23 mmol, 78.5 mg, 23%).

CH»N,05, MW: 33840 gmol'. 'H-NMR (300 MHz, CDCly): &=8.19-8.12 (m, 2H, m-
CsH,NO,), 7.31-7.21 (m, 3 H, m-C¢H;s & p-C¢Hs), 7.10-7.05 (m, 2 H, 0-C¢H5), 6.83-6.76 (m, 2 H, o-
CeH,/NO,), 5.85-5.73 (m, 1 H, CH=CH), 5.72-5.60 (m, 1 H, CH=CH), 4.66 (bd, J =6.2, 2 H, OCH,),
3.50 (s, 2H, C(=N)CH,), 2.06 (bg, J=7.0, 2H, CH,CH,CH;), 1.42 (pseudo hex, J=71.3, 2 H,
CH,CH,CH3), 091 (1, J=7.3, 3 H, CH,CH,CH;). ®C-NMR (125 MHz, CDCl;): § = 161.2, 155.0,
143.5, 136.1, 134.9, 128.8, 128.6, 127.0, 125.0, 124.1, 121.8, 67.4, 36.9, 34.4, 22.2, 13.7. IR (CDCl,):
V =2958, 2930, 1665, 1590, 1511, 1455, 1340, 1312, 1236, 1168, 1109, 972, 863, 852, 757, 734,
700, 652, 582. MS (ESI) m/z: 410.2 (2%), 394.2 (6%), 378.2 (2%), 361.2 (25%, [M+Na]"), 340.2
(8%), 257.1 (100%), 241.1 (4%), 139.1 (7%), 115.0 2%), 91.1 (3%). HRMS (ESI) m/z: calculated
for C,0H,,N,O5 + Na: 361.1523; found: 361.1537.

((2)-Hex-2-en-1-yl)-N-(4-nitrophenyl)-2-phenylacetimidate ((2)-9f)

ey

.

According to GP2b, (Z)-hex-2-en-1-ol (Z)-1¢ (1.21 mmol, 121.8 mg, 145 ul.) was reacted with
LHMDS (1.21 mmol, 1.21 mL, 1M in THF) and (E)-1-(1H-benzo[d][1,2,3]triazol-1-yl)-N-(4-

(2)-of

nitrophenyl)-2-phenylethan-1-imine 8f (1.20 mmol, 430.0 mg) at room temperature for 24 h.
Purification by column chromatography on deactivated silicagel (petrol ether/ethyl

acetate = 18/1 + 3% NEt;) yielded (Z)-9f as a yellow oil (0.53 mmol, 180.1 mg, 44%).

CoHuN,05, MW: 33840 gmol”. 'H-NMR (300 MHz, CDClLy): 6=8.19-8.13 (m, 2H,
m-CsH,NO»), 7.30-7.21 (m, 3 H, m-CeHs & p-CeHs), 7.10-7.04 (m, 2 H, 0-CsHs), 6.84-6.78 (m, 2 H,
0-CsH,NO»), 5.72-5.60 (m, 2 H, CH=CH), 4.80-4.74 (m, 2 H, OCH,), 3.50 (s, 2 H, C(=N)CH.), 2.13-
2.04 (m, 2 H, CH,CH,CHs), 1.40 (pseudo hex, J=7.4, 2 H, CH,CH,CH;), 0.90 (+, J=7.4, 3H,
CH,CH,CH;). ®C-NMR (125 MHz, CDCly): &= 161.3, 154.9, 143.5, 135.0, 134.9, 128.7, 128.6,
127.0, 125.0, 123.7, 121.8, 62.7, 36.8, 29.7, 22.6, 13.7. IR (CDCLy): ¥ = 2960, 2930, 1668, 1590,
1510, 1339, 1301, 1237, 1168, 1109, 996, 863, 852, 757, 700. MS (ESI) m/z: 455.3 (17%), 441.3
(40%), 413.3 (10%), 379.2 (2%), 361.2 (51%, [M+Nal*), 340.2 (5%), 312.2 (17%), 282.3 (3%), 257.1
(100%), 2412 (8%), 228.1 (23%), 139.1 (6%), 122.0 (2%). HRMS (EI) m/z: calculated for
CaH»N,0; + Na: 361.1523; found: 361.1521.
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((E)-Hex-2-en-1-yl)-N-phenyl-2-phenylacetimidate (99)

Ve
PO

99

According to GP2d, N-phenyl-2-phenylacetamide 6g (5.00 mmol, 1.06 g) was reacted with PCl;s
(5.00 mmol, 1.04 g) and (E)-hex-2-en-1-ol 1¢ (4.95 mmol, 495.6 mg, 590 uL) to yield 9g after
purification by column chromatography on deactivated silicagel (petrol ether/ethyl

acetate = 20/1 + 3% NEt;) as a colorless oil (3.40 mmol, 996.2 mg, 68%).

CHxNO, MW: 29340 g¢mol”'. 'H-NMR (300 MHz, CDClLy): 6=7.32-7.19 (m, 5H, m-
CeH3CH, & p-CeHsCH, & m-C4HsN), 7.16-7.10 (m, 2 H, 0-CsHsCH,), 7.08-7.00 (m, 1 H, p-C4H;N),
6.79-6.72 (m, 2 H, 0-C4H;N), 5.81-5.60 (m, 2 H, CH=CH), 4.65 (bd, J = 5.6, 2 H, OCH,), 3.51 (s, 2 H,
C(=N)CH,), 2.04 (bq, J = 6.8, 2 H, CH,CH,CH;), 1.42 (pseudo hex, J = 7.3, 2 H, CH,CH,CH3), 0.91
(t, J=17.3, 3 H, CH,CH,CH;). ®C-NMR (125 MHz, CDCLy): & = 160.7, 148.6, 135.9, 135.2, 129.0,
128.9, 128.4, 126.5, 124.8, 122.9, 121.4, 66.6, 36.2, 34.4, 22.2, 13.7. IR (CDCls): V' = 3029, 2957,
2928, 2872, 1665, 1596, 1489, 1454, 1377, 1290, 1229, 1168, 1151, 1072, 971, 902, 761, 730, 697,
649. MS (EI) m/z: 293.2 (19%, [M]"), 264.2 (29%), 251.2 (15%), 211.1 (20%),294.1 (21%), 175.1
(21%), 132.1 (18%), 119.0 (23%), 93.1 (100%), 83.1 (12%), 55.1 (28%). HRMS (EI) m/z: calculated
for CaoH,sNO: 293.1780; found: 293.1782.

((E)-Hex-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9h)

PN

9h

According to GP2¢, N-(4-methoxyphenyl)-2-phenylacetamide 6h (1.99 mmol, 480.0 mg) was reacted
with oxalyl chloride (2.04 mmol, 259.0 mg, 175 uL) and (E)-hex-2-en-1-ol 1¢ (1.00 mmol, 99.1 mg,
118 uL) to yield 9h after purification by dry column chromatography on deactivated silicagel
(petrolether + 3% NEt;) as a colorless oil (0.50 mmol, 161.8 mg, 50%).

C,1H,sNO,, MW: 323.44 g mol™'. "TH-NMR (300 MHz, CDCLy): § = 7.29-7.18 (m, 3 H, m-C¢Hs & p-

CeHs), 7.15-7.10 (m, 2 H, 0-C¢H5), 6.86-6.79 (m, 2 H, 0-Cc¢H,OMe), 6.71-6.64 (m, 2 H, m-C¢H,OMe),

5.80-5.59 (m, 2 H, CH=CH), 4.64 (bd, J=5.5, 2 H, OCH>), 3.79 (s, 3 H, OCH;), 3.52 (s, 2 H, OCH,),
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2.04 (bg, J=6.9, 2H, CH,CH,CH;), 1.41 (pseudo hex, J=7.4, 2 H, CH,CH,CH3;), 091 (¢, J=7.4,
3 H, CH,CH,CH;). "C-NMR (125 MHz, CDCl,): & = 161.4, 155.6, 141.9, 136.1, 135.1, 128.9, 128.4,
126.5, 124.9, 122.3, 114.3, 66.5, 55.5, 36.1., 34.3, 22.2, 13.7. IR (CDCl3): V =2956, 2929, 2871,
1663, 1603, 1504, 1454, 1440, 1376, 1288, 1228, 1163, 1102, 1037, 971, 840, 734, 715, 697. MS
(ESI) m/z: 346.2 (25%, [M+Na]"), 324.2 (3%, [M+H]"), 242.1 (100%), 124.1 (2%). HRMS (ESI)
m/z: calculated for C,,H,sNO, + Na: 346.1778; found: 346.1768.

((2)-Hex-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate ((£)-9h)

(2)-9h

According to GP2¢, N-(4-methoxyphenyl)-2-phenylacetamide 6h (0.50 mmol, 120.0 mg) was reacted
with oxalyl chloride (0.52 mmol, 65.7 mg, 45 ul.) and (Z)-hex-2-en-1-o0l (Z)-1c (0.40 mmol, 40.3 mg,
48 uL) to yield (Z)-9h after purification by column chromatography on deactivated silicagel (petrol
ether/ethyl acetate = 30/1 + 3% NEt;) as a colorless oil (0.23 mmol, 73.0 mg, 57%).

C1:H,sNO,, MW: 323.44 g mol™'. "H-NMR (300 MHz, CDCly): 6 = 7.30-7.18 (m, 3 H, m-CsHs & p-
CeHs), 7.15-7.09 (m, 2 H, 0-C¢H5), 6.86-6.79 (m, 2 H, 0-C¢H,OMe), 6.72-6.64 (m, 2 H, m-C¢H,OMe),
5.71-5.55 (m, 2 H, CH=CH), 4.77-4.72 (m, 2 H, OCH,), 3.79 (s, 3 H, OCHj3), 3.52 (s, 2 H, C(=N)CH,),
2.07 (bg, J=1.0, 2 H, CH,CH,CH3;), 1.38 (pseudo hex, J=17.3, 2 H, CH,CH,CH,), 0.89 (t, J=17.3,
3 H, CH,CH,CH;). “C-NMR (125 MHz, CDCl;): & = 161.5, 155.6, 141.8, 136.0, 134.2, 128.9, 128 .4,
126.5, 124.5, 122.2, 114.3, 62.0, 55.5, 36.1, 29.7, 22.7, 13.7. IR (CDClL3): V =3001, 2960, 2929,
2872, 1658, 1599, 1505, 1494, 1453, 1424, 1292, 1271, 1225, 1178, 1162, 1108, 1029, 990, 970, 919,
898, 854, 815. MS (ESI) m/z: 346.2 (3%, [M+Na]"), 324.2 (5%, [M+H]"), 242.1 (100%), 124.1 (1%).
HRMS (ESI) m/z: calculated for C,;H,sNO, + H: 324.1958; found: 324.1964.

((E)-Oct-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9i)

/\/\/,\:)O

A
9i

According to GP2¢, N-(4-methoxyphenyl)-2-phenylacetamide 6h (1.99 mmol, 480.0 mg) was reacted
with oxalyl chloride (2.04 mmol, 259.0 mg, 175 ul.) and (E)-oct-2-en-1-ol 1d (0.98 mmol, 126.0 mg,
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150 uL) to yield 9i after purification by dry column chromatography on deactivated silicagel (petrol
ether + 1% NEt;) as a slightly yellow oil (0.74 mmol, 260.4 mg, 76%).

C2H2NO,, MW: 351.49 ¢ mol™. "H-NMR (300 MHz, CDCls): & = 7.30-7.18 (m, 3 H, m-CsHs & p-
CeHs), 7.15-7.09 (m, 2 H, 0-CeHs), 6.86-6.79 (m, 2 H, 0-CsH,0Me), 6.70-6.64 (m, 2 H, m-C¢H,OMe),
5.80-5.58 (m, 2 H, CH=CH), 4.63 (d, J=5.7, 2H, OCH.), 3.78 (s, 3H, OCH;), 3.52 (s, 2 H,
C(=N)CH,), 2.05 (bq, J=6.9, 2 H, CH,(CH,);CH;), 1.43-1.23 (m, 6 H, CH,(CH,);CHs), 0.89 (t,
J=6.9, 3 H, CH,(CH,);CH;). ®*C-NMR (125 MHz, CDCl;): & = 161.4, 155.6, 141.9, 136.1, 135.4,
128.9, 128.4, 126.5, 124.6, 122.2, 114.3, 66.6, 55.5, 36.1, 32.3, 31.4, 28.7, 22.6, 14.1. IR (CDCl,):
7 =3030, 2954, 2926, 2856, 1663, 1603, 1504, 1455, 1440, 1376, 1288, 1228, 1163, 1151, 1102,
1038, 974, 840, 817, 774, 734, 715, 697, 676, 625, 544. MS (ESI) m/z: 374.2 (21%, [M+Na]*), 352.2
(9%, [M+H]), 242.1 (100%), 124.1 (2%). HRMS (ESI) m/z: calculated for C,H,NO, + Na:
374.2091; found: 374.2073.

((E)-Pent-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9j)

Me0\©\
N7 0
NN

9

According to GP2¢, N-(4-methoxyphenyl)-2-phenylacetamide 6h (1.99 mmol, 480.0 mg) was reacted
with oxalyl chloride (2.04 mmol, 259.0 mg, 175 uL) and (E)-pent-2-en-1-ol 1b (1.48 mmol, 127.5 mg,
150 puL) to yield 9j after purification by dry column chromatography on deactivated silicagel (petrol
ether + 1% NEt;) as a slightly yellow oil (0.72 mmol, 224.2 mg, 49%).

C20H23NO,, MW: 309.41 g mol™". "H-NMR (300 MHz, CDCl): & = 7.30-7.18 (m, 3 H, m-C¢H; & p-
Ce¢Hs), 7.15-7.09 (m, 2 H, 0-C¢H5), 6.86-6.79 (m, 2 H, 0-CcH,OMe), 6.70-6.63 (m, 2 H, m-CcH,OMe),
5.85-5.73 (m, 1 H, CH=CH), 5.70-5.58 (m, 1 H, CH=CH), 4.64 (dd, J = 6.0, 1.0, 2 H, OCH), 3.78 (s,
3 H, OCHj;), 3.52 (s, 2 H, C(=N)CH,), 2.14-2.01 (m, 2 H, CH,CH3;), 1.00 (¢, J=7.4, 3 H, CH,CHj;).
BC-NMR (125 MHz, CDCLy): &= 161.4, 155.6, 141.8, 136.8, 136.0, 128.9, 128.4, 126.5, 123.7,
122.2, 114.3, 66.6, 55.5, 36.1, 25.4, 13.3. IR (CDCl3): V =3030, 2961, 2833, 1662, 1603, 1505,
1455, 1440, 1375, 1289, 1227, 1163, 1102, 1037, 994, 969, 841, 775, 734, 715, 698, 625, 545. MS
(ESI) m/z: 332.2 (56%, [M+Na]"), 310.2 (2%, [M+H]"), 242.1 (100%), 124.1 (2%). HRMS (ESI)
m/z: calculated for C,oH,3NO, + Na: 332.1621; found: 332.1614.
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((E)-4-Methylpent-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9k)

According to GP2¢, N-(4-methoxyphenyl)-2-phenylacetamide 6h (0.99 mmol, 240.0 mg) was reacted
with oxalyl chloride (1.05 mmol, 133.2 mg, 90 uL) und (E)-4-methylpent-2-en-1-ol 1k (0.50 mmol,
55 mg of a 92% solution in CH,Cl,) to yield 9k after purification by dry column chromatography on
deactivated silicagel (petrol ether + 3% NEt;) as a yellow oil (0.25 mmol, 81.7 mg, 50%).

C1H,sNO,, MW: 323.44 g mol™'. "H-NMR (300 MHz, CDCLy): § = 7.31-7.17 (m, 3 H, m-C¢Hs & p-
CeHs), 7.16-7.10 (m, 2 H, 0-C¢Hs), 6.86-6.79 (m, 2 H, 0-C¢H,OMe), 6.71-6.64 (m, 2 H, m-C¢H,OMe),
5.76-5.54 (m, 2H, CH=CH), 4.64 (bd, J=5.8, 2H, OCH,), 3.79 (s, 3H, OCH;), 3.52 (s, 2 H,
C(=N)CH,), 2.31 (pseudo hex, J=6.7, 1 H, CH(CHs),), 1.00 (d, J = 6.7, 6 H, CH(CH;),). *C-NMR
(125 MHz, CDCL): 6 = 161.4, 155.6, 141.92, 141.86, 136.1, 128.9, 128.4, 126.5, 122.2, 121.7, 114.3,
66.6, 55.5, 36.1, 30.9, 22.2. IR (CDCly): V =2957, 2833, 1662, 1603, 1504, 1455, 1381, 1290, 1227,
1163, 1103, 973, 840, 774, 734, 715, 698, 627, 545. MS (ESI) m/z: 346.2 (44%, [M+Na]"), 324.2
(1%, [M+H]), 242.1 (100%), 124.1 (2%). HRMS (ESI) m/z: calculated for C,H,sNO, + Na:
346.1778; found: 346.1776.

((E)-3-Phenylprop-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9I)

“ 03~

N0
X

9l

According to GP2¢, N-(4-methoxyphenyl)-2-phenylacetamide 6h (0.99 mmol, 240.0 mg) was reacted
with oxalyl chloride (1.05 mmol, 133.2 mg, 90 uL) and (E)-3-phenylprop-2-en-1-ol 11 (0.50 mmol,
67.0 mg) to yield 91 after purification by dry column chromatography on deactivated silicagel (petrol
ether + 3% NEt;) as a white solid (0.35 mmol, 126.8 mg, 70%).

C2sH,;3NO,, MW: 357.45 g mol™'. Mp: 60.2-61.0 °C. "H-NMR (300 MHz, CDCly): § = 7.40-7.20 (m

8 H, m-C¢HsCH, & p-CsHsCH, & CcHsCH), 7.18-7.12 (m, 2 H, 0-C¢HsCH,), 6.87-6.81 (m, 2 H, o-

CsH,OMe), 6.73-6.67 (m, 2H, m-CcH,OMe), 5.69 (bd, J=16.0, 1 H, CqHsCH=CH), 6.37 (dt,
S22



J=16.0,5.8, 1 H, C¢HsCH=CH), 4.86 (dd, J = 5.8, 1.5, 2 H, OCH,), 3.79 (s, 3 H, OCH;), 3.55 (s, 2 H,
C(=N)CH,). ®C-NMR (75 MHz, CDCl,): 5 = 161.2, 155.7, 141.7, 136.7, 135.9, 132.7, 129.0, 128.5,
127.8, 126.6, 124.4, 122.2, 114.3, 66.2, 55.5, 36.1. IR (CDCl3): V = 3028, 2932, 2832, 1662, 1601,
1504, 1453, 1288, 1223, 1163, 1103, 1070, 1033, 995, 965, 839, 808, 774, 734, 715, 693, 606, 547.
MS (ESI) m/z: 380.2 (49%, [M+Na]*, 358.2 (11%, [M+H]"), 339.1 (3%), 301.1 (12%), 263.1 (6%),
242.1 (11%), 203.1 (1%), 172.0 (3%), 129.1 (1%), 117.1 (100%). HRMS (ESI) m/z: calculated for
C,4H>3NO; + Na: 380.1621; found: 380.1621.

((E)-3-(4-Nitrophenylprop-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate
(9m)

MeO /(@
N” "0
o
O5N
9m

According to GP2¢, N-(4-methoxyphenyl)-2-phenylacetamide 6h (0.99 mmol, 240.0 mg) was reacted
with oxalyl chloride (1.05 mmol, 133.2 mg, 90 uL) und (E)-3-(4-nitrophenyl)prop-2-en-1-ol 1m
(0.50 mmol, 89.6 mg) to yield 9m after purification by dry column chromatography on deactivated
silicagel (petrol ether + 5% NEt;) as a yellow solid (0.11 mmol, 43.4 mg, 22%).

C2sH,,N,04, MW 402.45 g mol™'. Mp: 106.4-107.4 °C. "H-NMR (300 MHz, CDCl,): & = 8.21-8.13
(m, 2 H, m-CeH,NO,), 7.48-7.42 (m, 2 H, 0-CéHNO,), 7.33-7.21 (m, 3 H, m-C¢Hs & p-CeHs), 7.19-
7.13 (m, 2 H, 0-C¢Hs), 6.88-6.82 (m, 2 H, 0-C¢H,OMe), 6.74-6.68 (m, 2 H, m-C¢H,OMe), 6.62-6.46
(m, 2 H, CH=CH), 491 (d, J=4.1, 2 H, OCH,), 3.79 (s, 3 H, OCH;), 3.58 (s, 2 H, C(=N)CH,). “C-
NMR (75 MHz, CDCLy): § = 160.9, 155.8, 147.0, 143.2, 141.3, 135.8, 129.7, 129.6, 129.0, 128.5,
127.0, 126.7, 124.0, 122.1, 114.4, 65.3, 55.5, 36.0. IR (CDCly): ¥ = 3031, 2933, 2834, 1666, 1597,
1504, 1454, 1340, 1290, 1225, 1163, 1108, 1076, 1033, 1005, 969, 860, 842, 775, 736, 716, 699, 625,
545. MS (ESI) m/z: 425.1 (73%, [M+Nal"), 403.2 (100%, [M+H]"). HRMS (ESI) m/z: calculated for
CyH»»N>O4 + Na: 425.1472; found: 425.1471.
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((E)-3,7-Dimethylocta-2,6-dien-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate

(9n)
oy (M

O
)\/\>\/‘

9n

According to GP2¢, N-(4-methoxyphenyl)-2-phenylacetamide 6h (0.99 mmol, 240.0 mg) was reacted
with oxalyl chloride (1.05 mmol, 133.2 mg, 90 uL) and geraniol 1n (0.50 mmol, 77.0 mg) to yield 9n
after purification by dry column chromatography on deactivated silicagel (petrol ether + 3% NEt;) as a

colorless oil (0.28 mmol, 104.3 mg, 56%).

C,sH3:NO,, MW: 377.53 g mol™'. "TH-NMR (300 MHz, CDCLy): § = 7.29-7.16 (m, 3 H, m-C¢Hs & p-
CeHs), 7.15-7.09 (m 2 H, 0-C¢Hs), 6.85-6.79 (m, 2 H, 0-CcH,OMe), 6.71-6.65 (m, 2 H, m-C¢H,OMe),
5.48-5.40 (m, 1 H, OCH,CH), 5.14-5.06 (m, 1 H, CH,CH,CH), 4.71 (d, J=17.0, 2 H, OCH,), 3.79 (s,
3 H, OCHj3), 3.51 (s, 2 H, C(=N)CH,), 2.17-2.00 (m, 4 H, CH,CH,), 1.68 (s, 6 H, CH3), 1.61 (s, 3 H,
CH;). “C-NMR (75 MHz, CDCl;): & = 161.6, 155.6, 141.9, 141.0, 136.1, 131.7, 128.8, 128 .4, 126.4,
123.9, 122.2,119.3, 114.2, 62.9, 55.5, 39.6, 36.1, 26.4, 25.7, 17.7, 16.6. IR (CDCl3): V' = 3031, 2914,
1663, 1603, 1505, 1454, 1377, 1290, 1229, 1163, 1103, 1038, 988, 839, 775, 734, 715, 698, 676, 625,
536. MS (ESI) m/z: 400.2 (20%, [M+Na]"), 288.9 (1%), 264.1 (23%), 226.9 (6%), 159.0 (1%), 124.1
(6%). HRMS (ESI) m/z: calculated for C,sH3;NO, + Na: 400.2247; found: 400.2258.

((2)-Hex-2-en-1-yl)-N-(4-methoxyphenyl)propionimidate ((2)-90)

T,

According to GP2d, N-(4-methoxyphenyl)propionamide 60 (1.00 mmol, 179.2 mg) was reacted with
PCls (1.00 mmol, 208.0 mg) and (Z)-hex-2-en-1-o0l (Z)-1c (0.98 mmol, 97.8 mg, 115 uL) to yield (Z)-

(2)-9

90 after purification by column chromatography on deactivated silicagel (petrol ether/ethyl

acetate = 20/1 + 3% NEt;) as a slightly yellow oil (0.51 mmol, 132.0 mg, 52%).

C16H,3NO,, MW: 261.37 g mol ™. "TH-NMR (300 MHz, CDCl;): § = 6.86-6.80 (1, 2 H, 0-C¢H,OMe),
6.71-6.65 (m,2 H, m-Cc¢H,OMe), 5.73-5.58 (m, 2 H, CH=CH), 4.71 (bd, J=5.5, 2 H, OCH,), 3.78 (s,
3 H, OCH;), 2.22-2.07 (m, 4 H, C(=N)CH,CH; & CH,CH,CH3), 1.41 (pseudo hex, J=1.3, 2 H,

CH,CH,CH,), 1.07 (z, J=17.6, 3 H, C(=N)CH,CH;), 091 (¢, J=7.3, 3 H, CH,CH,CH;). *C-NMR
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(125 MHz, CDCly): 6 =165.0, 155.4, 142.2, 134.1, 124.7, 122.0, 114.2, 61.6, 55.5, 29.7, 23.2, 22.7,
13.7, 11.2. IR (CDCly): V =2959, 2934, 2874, 1666, 1505, 1463, 1293, 1226, 1180, 1082, 1070,
1038, 1013, 911, 838, 734, 611. MS (ESI) m/z: 304.3 (1%), 284.2 (13%, [M+Na]"), 262.2 (12%,
[M+H]"), 202.1 (1%), 180.1 (100%), 162.1 (1%), 124.1 (16%). HRMS (ESI) m/z: calculated for
Ci6H23NO; + H: 262.1802; found: 262.1803.

((2)-Hex-2-en-1-yl)-N-phenylpropionimidate ((2)-9p)

ks o~

(2)-9p

According to GP2d, N-phenylpropionamide 6p (1.00 mmol, 149.2 mg) was reacted with PCls
(1.00 mmol, 208.0 mg) and (Z)-hex-2-en-1-o0l (Z)-1c (0.98 mmol, 97.8 mg, 115 uL) to yield (Z)-9p
after purification by column chromatography on deactivated silicagel (petrol ether/ethyl

acetate = 20/1 + 3% NEt;) as a colorless oil (0.48 mmol, 111.6 mg, 49%).

C1sHy;NO, MW: 23133 g mol™'. 'H-NMR (300 MHz, CDCly): & =7.31-7.23 (m, 2 H, m-CsHs),
7.05-6.99 (m, 1 H, p-CsHs), 6.78-6.73 (m, 2 H, 0-CeHs), 5.74-5.59 (m, 2 H, CH=CH), 4.72 (bd, J = 5.3,
2 H, OCH,), 2.22-2.08 (m, 4 H, C(=N)CH,CH; & CH,CH,CH3), 1.42 (pseudo hex, J=7.4, 2 H,
CH,CH,CH;), 1.08 (1, J = 7.5, 3 H, C(=N)CH,CH5), 0.92 (t, ] = 7.4, 3 H, CH,CH,CH}). The analytical

data are in accordance with the literature.””!

Activation of [PPFIP-CI], by AgNO;

2, NO,

Ph A . Ph | 72

Z_N —Pd—Cl 4 equiv. AQNO;, CH,Cl,, Z,N/'Pd—NO3
PR SN \ Ultrasonification 10 min, Ph SN \

4 then RT, 14 h 7

Ts"  ph_Fe Ph T Ph. Fe _Ph

Ph Ph

[PPFIP-CI], [PPFIP-(NO3),]2

Acoording to GP3a, [PPFIP-CI], (5.0 umol ,10.8 mg) was reacted with AgNO; (20.0 umol, 3.4 mg)
to yield [PPFIP-(NOs),], as a brown paramagnetic solid (5.0 wmol, 11.7 mg, quant.).

C124HosFe;NsO,Pd,S;, MW: 2340.81 g mol™". Mp: >200 °C (decomposition). [a]p™: —908 (c = 0.05,
CH,CL,). IR (solid): V = 3056, 1577, 1443, 1378, 1266, 1169, 1077, 1025, 986, 968, 843, 800, 781,
737, 693, 667, 619, 594, 541, 508. MS (ESD) m/z: 2154.4 (1%, [M-(NO;);]%), 10452 (100%,
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[ligand+Pd]"). Microanalysis: Calculated for C,,,Ho,Fe,NgO4Pd>S, + 2 THF: C: 63.80; H: 4.46; N:
4.51; S: 2.58; found: C: 63.72; H: 4.31; N: 4.21; S: 2.65.

Synthesis of Allylic Amides (10)

(R)-N-(4-Methoxyphenyl)-N-(5-phenylpent-1-en-3-yl)acetamide (10a)

MeO
T,
QW
10a
According to  GP4b, (E)-((E)-5-phenylpent-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate  9a
(64.4 umol, 20.0 mg) was reacted with proton sponge (4 mol%, 2.5 umol, 50 uL of a stock solution
with ¢ =50.0 pmol/mL in CHCl;) and the activated catalyst [PPFIP-(NO3),], (1 mol%, 0.6 pumol,
100 pL of a stock solution with ¢ = 6.0 pmol/mL in CHCI;, prepared according to GP3a) in CHCI; at
70 °C for 24 h to yield 10a after purification by column chromatography on silicagel (petrol
ether/ethyl acetate =4/1) as a colorless oil (59.8 umol, 18.5 mg, 93%, ee = 98%). The enantiomeric
excess was determined by HPLC: Chiracel AD-H, n-hexane/i-PrOH (98/2), 1.0 mL min~', 250 nm,

25.34 min (minor enantiomer), 34.04 min (major enantiomer).

Alternatively, (E)-((E)-5-phenylpent-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate 9a (64.4 umol,
20.0 mg) was reacted according to GP4b with the activated catalyst [FBIP-OTs-MeCN] (3 mol%,
1.9 pumol, 160 pL of a stock solution with ¢ = 12.0 umol/mL in CHCl;, prepared according to GP3b)
in CHC]l; at room temperature for 72 h to yield 10a after purification by column chromatography on

silicagel (petrol ether/ethyl acetate = 4/1) as a colorless oil (59.8 pmol, 18.5 mg, 93%, ee = 89%).

C20H2;3NO,, MW: 309.41 g mol ™. [a]p™: +37.1 (¢ = 0.41, CHCl;, sample with ee = 98%). "H-NMR
(300 MHz, CDCly): § = 7.30-7.23 (m, 2 H, m-C¢Hs), 7.20-7.13 (m, 3 H, 0-C¢Hs & p-CeHs), 7.06-7.00
(m, 2 H, 0-C¢H,OMe), 6.91-6.86 (m, 2 H, m-CcH,OMe), 5.64 (ddd, J=17.3,J=10.2, /=79, 1 H,
CH=CH,), 5.32-5.14 (m, 3 H, CHCH=CH,), 3.82 (s, 3 H, OCH3), 2.73-2.56 (m, 2 H, C¢HsCH,CH,),
1.91-1.81 (m, 1 H, C¢HsCH,CH,), 1.78 (s, 3 H, C(=0)CH3), 1.75-1.65 (m, 1 H, C¢HsCH,CH,). *C-
NMR (75 MHz, CDCLy): & = 170.8, 159.3, 141.9, 137.1, 132.6, 131.1, 128.49, 128.46, 126.0, 118.1,
114.4,57.4,55.5,34.2,33.0, 23.5. IR (CDCly): V = 3026, 2934, 2839, 2365, 2099, 1890, 1651, 1508,
1454, 1383, 1312, 1292, 1245, 1170, 1106, 1031, 997, 927, 839, 753, 700, 593. MS (ESI) m/z: 332.1
(100%, [M+Na]"), 310.2 (73%, [M+H]"). HRMS (ESI) m/z: calculated for C,,H,;NO, + H: 310.1802;
found: 310.1804.
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(R)-N-(4-Methoxyphenyl)-N-(pent-1-en-3-yl)acetamide (10b)

o
\/'\/
10b

According to GP4b, (E)-((E)-pent-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate 9b (85.7 umol,
20.0 mg) was reacted with proton sponge (4 mol%, 3.5 umol, 70 uL. of a stock solution with
¢ =50.0 umol/mL in CHCl3) and the activated catalyst [PPFIP-(NO3),], (1 mol%, 0.8 umol, 130 of a
stock solution with ¢ = 6.0 umol/mL in CHCl;, prepared according to GP3a) in CHCl; at 70 °C for
24 h to yield 10b after purification by column chromatography on silicagel (petrol ether/ethyl
acetate = 4/1) as a colorless oil (78.8 umol, 18.4 mg, 92%, ee = 96%). The enantiomeric excess was
determined by HPLC: Chiracel AD-H, n-hexane/i-PrOH (99.5/0.5), 2.0 mL min~', 250 nm, 21.98 min

(major enantiomer), 28.96 min (minor enantiomer).

C14H9NO,, MW: 233.31 g mol ™. [alp™: +5.5 (¢ =0.33, CHCl;, sample with ee = 96%). 'H-NMR
(300 MHz, CDCly): & = 7.05-6.97 (m, 2 H, 0-C¢H,OMe), 6.91-6.85 (m, 2 H, m-C¢H,OMe), 5.65-5.50
(m, 1H, CHCH=CH,), 5.22-5.03 (m, 3 H, CHCH=CH,), 3.82 (s, 3H, OCH;), 1.76 (s, 3 H,
C(=0)CH;), 1.62-1.34 (m, 2H, CH,CH;), 0.92 (1, J=7.4, 3H, CH,CH;). "C-NMR (75 MHz,
CDCly): & = 170.6, 159.1, 137.1, 132.7, 131.0, 117.6, 114.2, 59.0, 55.4, 25.1, 23.3, 11.0. IR (CDCl):
V =2965, 2934, 1654, 1509, 1460, 1443, 1384, 1316, 1291, 1247, 1170, 1106, 1075, 1032, 998, 967,
926, 839, 810, 791, 756, 647, 588. MS (ESI) m/z: 256.1 (100%, [M+Nal"), 234.2 (1%, [M+H]").
HRMS (ESI) m/z: calculated for C;;H;(NO, + Na: 256.1308; found: 256.1295.

(R)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)acetamide (10c)

o
W
10c

According to GP4b, (E)-((E)-hex-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate 9¢ (80.8 pmol, 20 mg)
was reacted with proton sponge (4 mol%, 3.2pumol, 0.7mg, 65uL of a stock solution
¢ =50.0 umol/mL in CHCl3) and the activated catalyst [PPFIP-(NO3),], (1 mol%, 0.8 umol, 130 of a
stock solution with ¢ = 6.0 umol/mL in CHCl;, prepared according to GP3a) in CHCl; at 70 °C for
24 h to yield 10c after purification by column chromatography on silicagel (petrol ether/ethyl

acetate = 5/1) as a colorless oil (74.4 pmol, 18.4 mg, 92%, ee = 96%). The enantiomeric excess was
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determined by HPLC: Chiracel AD-H, n-hexane/i-PrOH (99.2/0.8), 1.0 mL min~', 250 nm, 31.13 min

(minor enantiomer), 34.44 min (major enantiomer).

C1sH;NO,, MW: 247.34 g mol™. [alp™: —12.2 (¢ =0.39, CHCl;, sample with ee = 96%)."H-NMR
(300 MHz, CDCL): & = 7.04-6.97 (m, 2 H, 0-C¢H,OMe), 6.92-6.85 (m, 2 H, m-C¢H,OMe), 5.66-5.52
(m, 1H, CHCH=CH,), 5.24-5.06 (m, 3 H, CHCH=CH,), 3.83 (s, 3H, OCH;), 1.75 (s, 3 H,
C(=0)CH;), 1.55-1.27 (m, 4H, CH,CH,CH;), 091 (t, J=7.1, 3H, CH,CH,CH;). “C-NMR
(63 MHz, CDClLy): 5 =170.6, 159.1, 137.4, 132.6, 131.0, 117.4, 114.2, 57.1, 55.4, 34.2, 23.4, 19.6,
14.0. IR (CDCL): V =2957, 2932, 1654, 1509, 1463, 1383, 1314, 1293, 1247, 1170, 1106, 1033,
925, 837, 758, 590. MS (ESI) m/z: 270.1 (100%, [M+Nal"), 248.2 (1%, [M+H]"). HRMS (ESI) m/z:
calculated for C;5H,;NO, + Na: 270.1465; found: 270.1446.

(R)-N-(4-Methoxyphenyl)-N-(oct-1-en-3-yl)acetamide (10d)

o
/\/\/k/
10d

According to GP4b, (E)-((E)-oct-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate 9d (72.6 umol,
20.0 mg) was reacted with proton sponge (4 mol%, 3.0 umol, 60 uL. of a stock solution with
¢ =50.0 umol/mL in CHCI;) and the activated catalyst [PPFIP-(NO3),], (1 mol%, 0.7 umol, 120 uL
of a stock solution with ¢ = 6.0 pumol/mL in CHCl;, prepared according to GP3a) in CHCI; at 70 °C
for 24 h to yield 10d after purification by column chromatography on silicagel (petrol ether/ethyl
acetate = 6/1) as a colorless oil (66.1 pmol, 18.2 mg, 91%, ee = 92%). The enantiomeric excess was
determined by HPLC: Chiracel AD-H, n-hexane/i-PrOH (99/1), 1.0 mL min~', 250 nm, 25.33 min

(minor enantiomer), 29.71 min (major enantiomer).

C17H2sNO,, MW: 27539 g mol™. [alp™: —20.5 (c = 0.41, CHCI;, sample with ee = 92%)."H-NMR
(300 MHz, CDCl3): § = 7.04-6.96 (m, 2 H, 0-C¢H,OMe), 6.92-6.85 (m, 2 H, m-C¢H,OMe), 5.66-5.52
(m, 1H, CHCH=CH,), 5.22-5.07 (m, 3 H, CHCH=CH,), 3.83 (s, 3H, OCH;), 1.76 (s, 3 H,
C(=0)CH3), 1.55-1.18 (m, 8 H, (CH,),CHs), 0.87 (1, J= 6.8, 3 H, (CH,),CH;). “C-NMR (125 MHz,
CDCly): §=170.6, 159.1, 137.5, 132.7, 131.1, 117.4, 114.2, 57.4, 55.4, 32.1, 31.8, 26.1, 23.4, 22.6,
14.1. IR (CDClLy): V =2954, 2929, 2857, 1654, 1508, 1464, 1442, 1383, 1292, 1245, 1169, 1106,
1032, 997, 924, 836, 807, 756, 645, 590. MS (ESI) m/z: 298.2 (100%, [M+Nal]"), 276.2 (2%,
[M+H]"). HRMS (ESI) m/z: calculated for C,7;H,sNO, + Na: 298.1778; found: 298.1766.
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(R)-N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)acetamide (10e)

N/ko
W
10e

According to GP4b, (E)-((E)-hex-2-en-1-yl)-N-(4-nitrophenyl)acetimidate 9e (76.2 umol, 20.0 mg)
was reacted with proton sponge (4 mol%, 3.0 umol, 60 pL of a stock solution with ¢ = 50.0 wmol/mL
in CHCl;) and the activated catalyst [PPFIP-(NOj3),], (1 mol%, 0.7 pmol, 120 puL of a stock solution
with ¢ = 6.0 umol/mL in CHCl;, prepared according to GP3a) in CHCl; at 70 °C for 24 h to yield 10e
after purification by column chromatography on silicagel (petrol ether/ethyl acetate = 4/1) as a white
solid (71.6 umol, 18.8 mg, 94%, ee =94%). The enantiomeric excess was determined by HPLC:
Chiracel AS-H, n-hexane/i-PrOH (96/4), 1.0 mL min~', 250 nm, 43.07 min (minor enantiomer),

52.51 min (major enantiomer).

Alternatively, (E)-((E)-hex-2-en-1-yl)-N-(4-nitrophenyl)acetimidate 9e (76.2 umol, 20.0 mg) was
reacted according to GP4b with the activated catalyst [FBIP-OTs-MeCN] (3 mol%, 2.3 pmol,
190 pL of a stock solution with ¢ = 12.0 pmol/mL in CHCI;, prepared according to GP3b) in CHC]l; at
room temperature for 72 h to yield 10e after purification by column chromatography on silicagel

(petrol ether/ethyl acetate = 4/1) as a white solid (68.6 umol, 18.0 mg, 90%, ee = 90%).

C1H;sN,05, MW: 26231 gmol™'. Mp: 46.4-47.0 °C (sample with ee=90%). [a]lp™: —32.3
(c =0.32, CHCl;, sample with ee = 90%). '"H-NMR (300 MHz, CDCly): & = 8.30-8.23 (m2 H, m-
CeH,NO,), 7.34-7.27 (m, 2 H, 0-C¢H,NO,), 5.70-5.55 (m, 1 H, CHCH=CH,), 5.25-5.11 (m, 3 H,
CHCH=CH,), 1.82 (s, 3H, C(=0)CH;), 1.57-1.28 (m, 4 H, CH,CH,CH3), 091 (1, J=7.2, 3 H,
CH,CH,CH;). “C-NMR (125 MHz, CDCly): & = 169.1, 147.2, 146.3, 136.6, 130.9, 124.6, 118.4,
58.1, 34.2,23.6, 19.6, 13.9. IR (CDCl3): V' = 2959, 2932, 2873, 2362, 1666, 1591, 1522, 1493, 1380,
1345, 1310, 1109, 927, 854, 752, 706. MS (ESI) m/z: 4132 (2%), 360.3 (13%), 285.1 (100%,
[M+Nal"), 263.1 (1%, [M+H]"). 1*). HRMS (ESI) m/z: calculated for C,4H;sN,O; + Na: 285.1210;
found: 285.1210.
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(S)-N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)acetamide ((ent)-10e)

L
w*o
P

(ent)-10e

According to GP4b, (E)-((Z2)-hex-2-en-1-yl)-N-(4-nitrophenyl)acetimidate (Z)-9e (76.2 umol,
20.0 mg) was reacted with the activated catalyst [FBIP-OTs-MeCN] ((3 mol%, 2.3 pmol, 190 uL of a
stock solution with ¢ =12.0 umol/mL in CHClI;, prepared according to GP3b) in CHCl; at room
temperature for 72 h to yield (ent)-10e after purification by column chromatography on silicagel
(petrol ether/ethyl acetate =4/1) as a white solid (70.9 umol, 18.6 mg, 93%, ee =92%). The
enantiomeric excess was determined by HPLC: Chiracel AS-H, n-hexane/i-PrOH (96/4),

1.0 mL min™', 250 nm, 39.92min (major enantiomer), 53.48 min (minor enantiomer).

C1H;sN,05, MW: 26231 gmol™'. Mp: 46.2-46.9 °C (sample with ee =92%). [alp™: +35.3
(c =0.31, CHCl;, sample with ee = 92%). "H-NMR (300 MHz, CDCly): & = 8.30-8.23 (m, 2 H, m-
CsH,NO,), 7.34-7.27 (m, 2 H, 0-C¢H,NQO,), 5.70-5.55 (m, 1 H, CHCH=CH,), 5.25-5.11 (m, 3 H,
CHCH=CH,), 1.82 (s, 3H, C(=0O)CH;), 1.57-1.28 (m, 4 H, CH,CH,CHj3), 091 (¢, J=7.2, 3 H,
CH,CH,CHj;). The other analytical data are in accordance with 10e.

(R)-N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)-2-phenylacetamide (10f)

N (0]
W
10f

According to GP4b, (E)-((E)-hex-2-en-1-yl)-N-(4-nitrophenyl)-2-phenylacetimidate 9f (59.1 umol,
20.0 mg) was reacted with proton sponge (4 mol%, 2.4 pmol, 50 uL. of a stock solution with
¢ =50.0 umol/mL in CHCI;) and the activated catalyst [PPFIP-(NO;),], (1 mol%, 0.6 umol, 100 uLL
of a stock solution with ¢ = 6.0 umol/mL in CHCI;, prepared according to GP3a) in CHCI; at 70 °C
for 24 h to yield 10f after purification by column chromatography on silicagel (petrol ether/ethyl
acetate = 4/1) as a colorless oil (54.9 pymol, 18.6 mg, 93%, ee = 95%). The enantiomeric excess was
determined by HPLC: Chiracel AS-H, n-hexane/i-PrOH (99/1), 0.8 mL min~', 250 nm, 69.13 min

(minor enantiomer), 77.19 min (major enantiomer).

C20H2,N,03, MW: 338.41 g mol ™. [a]p™: —18.0 (¢ = 0.50, CHCl;, sample with ee = 95%). '"H-NMR

(300 MHz, CDCl;): 6 = 8.23-8.16 (m, 2 H, m-CcH,NO,), 7.25-7.19 (im, 3 H, m-CsHs & p-C¢Hs), 7.18-
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7.12 (m, 2 H, 0-CcH,NO,), 7.02-6.92 (m, 2 H, 0-C¢Hs), 5.66-5.51 (m, 1 H, CHCH=CH,), 5.24-5.11 (m,
3 H, CHCH=CH,), 3.40 (s, 2 H, C(=0)CH,), 1.54-1.23 (m, 4 H, CH,CH,CH3), 0.89 (t, J=7.1, 3 H,
CH,CH,CH;). ®C-NMR (125 MHz, CDCL): & = 169.7, 147.2, 145.5, 136.4, 134.7, 131.4, 128.8,
128.6, 126.9, 118.6, 58.4, 42.4, 34.1, 19.6, 13.8. IR (CDCly): V =2959, 2931, 2872, 1658, 1591,
1522, 1493, 1454, 1379, 1343, 1311, 1246, 1200, 1167, 1110, 998, 930, 856, 715, 703. MS (ESI) m/z:
377.1 (1%, [M+K]"), 361.2 (97%, [M+Na]"), 339.2 (97%, [M+H]"), 304.3 (2%), 282.3 (1%), 257.1
(100%), 233.1 (1%), 151.1 (1%), 139.1 (3%). HRMS (ESI) m/z: calculated for C,yH»N,0O; + Na:
361.1523; found: 361.1527.

(S)-N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)-2-phenylacetamide ((ent)-10f)

"L £©
l;l (6]
NS

(ent)-10f

According to GP4b, (E)-((Z2)-hex-2-en-1-yl)-N-(4-nitrophenyl)-2-phenylacetimidate  (Z)-9f
(59.1 umol, 20.0 mg) was reacted with the activated catalyst [FBIP-OTs-MeCN] (3 mol%, 1.7 pmol,
140 pL of a stock solution with ¢ = 12.0 umol/mL in CHClI;, prepared according to GP3b) in CHCIj; at
room temperature for 72 h to yield 10f after purification by column chromatography on silicagel
(petrol ether/ethyl acetate =4/1) as a colorless oil (56.7 umol, 19.2 mg, 96%, ee =95%). The
enantiomeric excess was determined by HPLC: Chiracel AS-H, n-hexane/i-PrOH (99/1),

0.8 mL min~', 250 nm, 60.26 min (major enantiomer), 71.24 min (minor enantiomer).

C20H2,N,03, MW: 338.41 g mol ™. [alp™: +17.3 (¢ = 0.53, CHCl;, sample with ee = 95%). "H-NMR
(300 MHz, CDCl;): 6 = 8.23-8.16 (m, 2 H, m-CcH,NO,), 7.25-7.19 (m, 3 H, m-CsHs & p-C¢Hs), 7.18-
7.12 (m, 2 H, 0-C¢H,NO,), 7.02-6.92 (m, 2 H, 0-C4Hs), 5.66-5.51 (m, 1 H, CHCH=CH,), 5.24-5.11 (m,
3 H, CHCH=CH,), 3.40 (s, 2 H, C(=O)CH,), 1.54-1.23 (m, 4 H, CH,CH,CH3), 0.89 (¢, J=17.1, 3 H,
CH,CH,CHj5). ). The other analytical data are in accordance with 10f.
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(R)-N-(Hex-1-en-3-yl)-N,2-diphenylacetamide (10g)

(2L

A

109

According to GP4b, (E)-((E)-hex-2-en-1-yl)-N-phenyl-2-phenylacetimidate 9g (68.2 umol, 20.0 mg)
was reacted with proton sponge (4 mol%, 2.7 pmol, 55 pL of a stock solution with ¢ = 50.0 pmol/mL
in CHCl;) and the activated catalyst [PPFIP-(NOj3),], (1 mol%, 0.7 pmol, 120 puL of a stock solution
with ¢ = 6.0 umol/mL in CHCl;, prepared according to GP3a) in CHCl; at 70 °C for 24 h to yield 10g
after purification by column chromatography on silicagel (petrol ether/ethyl acetate =5/1) as a
colorless oil (61.4 umol, 18.0 mg, 90%, ee =97%). The enantiomeric excess was determined by
HPLC: Chiracel OD-H, n-hexane/i-PrOH (99.5/0.5), 1.0 mL min~', 250 nm, 14.39 min (minor

enantiomer), 15.10 min (major enantiomer).

C2H;NO, MW: 293.41 g mol™. [alp™: +9.4 (¢ =0.31, CHCl;, sample with ee = 97%). '"H-NMR
(300 MHz, CDCLy): & = 7.40-7.33 (m, 3 H, Ar-H), 7.25-7.14 (m, 3 H, Ar-H), 7.06-6.98 (m, 4 H, Ar-
H), 5.66-5.52 (m, 1 H, CHCH=CH,), 5.23-5.06 (m, 3 H, CHCH=CH,), 3.33 (s, 2 H, C(=0)CH,), 1.60-
1.24 (m, 4 H, CH,CH,CH3), 0.89 (¢, J = 7.2, CH,CH,CH;). ®*C-NMR (125 MHz, CDCl,): & = 170.1,
139.4, 137.2, 135.6, 130.5 (b), 129.06, 129.06, 128.3, 128.2, 126.5, 117.7, 58.0, 41.9, 34.3, 19.6, 13.9.
IR (CDCLy): V =3062, 2958, 2931, 2872, 1652, 1594, 1493, 1454, 1383, 1344, 1315, 1257, 1162,
1118, 1074, 1030, 998, 926, 771, 710. MS (EI) m/z: 293.2 (26%, [M]"), 278.2 (3%), 264.1 (10%),
250.1 (24%), 211.1 (10%), 202.1 (17%), 175.1 (21%), 146.1 (6%), 132.1 (100%), 119.0 (10%), 104.0
(3%), 91.0 (59%), 83.1 (12%), 65.0 (1%), 55.0 (17%), 41.0 (10%). HRMS (ESI) m/z: calculated for
CaoHy3NO + H: 294.1852; found: 294.1845.

(R)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)-2-phenylacetamide (10h)

N O

PN

10h

According to GP4b, (E)-((E)-hex-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate ~ 9h
(61.8 umol, 20.0 mg) was reacted with proton sponge (1 mol%, 0.6 pmol, 12 uLL of a stock solution
with ¢ = 50.0 umol/mL in CHCI;) and the activated catalyst [PPFIP-(NO3),], (0.25 mol%, 0.15 pmol,
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25 uL of a stock solution with ¢ = 6.0 pmol/mL in CHCI;, prepared according to GP3a) in CHCI; at
70 °C for 24 h to yield 10h after purification by column chromatography on silicagel (petrol
ether/ethyl acetate = 6/1) as a colorless oil (58.1 umol, 18.8 mg, 94%, ee = 97%). The enantiomeric
excess was determined by HPLC: Chiracel OD-H, n-hexane/i-PrOH (99.5/0.5), 1.0 mL min~', 250 nm,

20.83 min (minor enantiomer), 22.12 min (major enantiomer).

Upscale: According to GP4b, (E)-((E)-hex-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate 9h
(0.77 mmol, 250.0 mg) was reacted with proton sponge (2 mol%, 15 wmol, 3.3 mg) and the activated
catalyst [PPFIP-(NO3),], (0.5 mol%, 3.8 pumol, 320 uL of a stock solution with ¢ = 12.0 umol/mL in
CHCl;, prepared according to GP3a) in CHCl; at 70 °C for 24 h to yield 10h after purification by
column chromatography on silicagel (petrol ether/ethyl acetate = 6/1) as a colorless oil (0.75mol,

242.6 mg, 97%, ee = 96%).

Alternatively, (E)-((E)-hex-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate 9h (61.8 umol,
20.0 mg) was reacted according to GP4b with the activated catalyst [FBIP-OTs-MeCN] (3 mol%,
1.8 umol, 150 pL of a stock solution with ¢ = 12.0 umol/mL in CHCl;, prepared according to GP3b)
in CHC]l; at room temperature for 72 h to yield 10h after purification by column chromatography on

silicagel (petrol ether/ethyl acetate = 6/1) as a colorless oil (58.7 pmol, 19.0 mg, 95%, ee = 86%).

C1H2sNO,, MW: 323.44 g mol ™. [alp™: +6.6 (c = 0.80, CHCl;, sample with ee = 97%). '"H-NMR
(300 MHz, CDCly): & = 7.25-7.14 (m, 3 H, m-C¢Hs & p-CsHs), 7.06-7.00 (m, 2 H, 0-C4Hs), 6.96-6.82
(m, 4 H, C¢H,0Me), 5.64-5.50 (m, 1 H, CHCH=CHy,), 5.22-5.05 (m, 3 H, CHCH=CH,), 3.84 (s, 3 H,
OCHy3), 3.34 (s, 2 H, C(=0)CH,), 1.54-1.24 (m, 4 H, CH,CH,CH3), 0.89 (z, J = 7.2, 3 H, CH,CH,CH5).
BC-NMR (125 MHz, CDCly): § = 170.9, 159.2, 137.3, 135.7, 131.9, 131.8 (b), 129.1, 128.2, 126.4,
117.6, 114.1, 57.7, 55.5, 41.8, 34.2, 19.6, 13.9. IR (CDCly): V =2958, 2932, 2871, 1651, 1509, 1454,
1386, 1292, 1248, 1169, 1106, 1033, 926, 835, 725, 697, 596. MS (ESI) m/z: 346.2 (36%, [M+Nal*),
324.2 (100%, [M+H]"), 242.1 (3%). HRMS (ESI) m/z: calculated for C, H,sNO, + H: 324.1958;
found: 324.1963.

(S)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)-2-phenylacetamide ((ent)-10h)

N O

W
(ent)-10h
According to GP4b, (E)-((2)-hex-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (Z)-9h
(61.8 umol, 20.0 mg) was reacted with the activated catalyst [FBIP-OTs-MeCN] (3 mol%, 1.8 umol,
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150 pL of a stock solution with ¢ = 12.0 umol/mL in CHClI;, prepared according to GP3b) in CHCIj; at
room temperature for 72 h to yield (ent)-10h after purification by column chromatography on silicagel
(petrol ether/ethyl acetate =6/1) as a colorless oil (59.9 umol, 19.4 mg, 97%, ee =89%). The
enantiomeric excess was determined by HPLC: Chiracel OD-H, n-hexane/i-PrOH (99.5/0.5),

0.5 mL min™', 250 nm, 39.67 min (major enantiomer), 47.24 min (minor enantiomer).

C1H2sNO,, MW: 323.44 g mol ™. [alp™: —5.0 (¢ =0.61, CHCl;, sample with ee = 89%). '"H-NMR
(300 MHz, CDCly): & = 7.25-7.14 (m, 3 H, m-C¢Hs & p-C¢Hs), 7.06-7.00 (m, 2 H, 0-C¢Hs), 6.96-6.82
(m, 4 H, C¢H,OMe), 5.64-5.50 (m, 1 H, CHCH=CHy,), 5.22-5.05 (m, 3 H, CHCH=CH,), 3.84 (s, 3 H,
OCH;), 3.34 (s, 2 H, C(=0)CH,), 1.54-1.24 (m, 4 H, CH,CH,CHj), 0.89 (¢, J = 7.2, 3 H, CH,CH,CH}).

The other analytical data are in accordance with 10h.

(R)-N-(4-Methoxyphenyl)-N-(oct-1-en-3-yl)-2-phenylacetamide (10i)

N (@]

NN

10i

According to GP4b, (E)-((E)-oct-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate 9i (56.9 pmol,
20.0 mg) was reacted with proton sponge (1 mol%, 0.5 umol, 10 uL. of a stock solution with
¢=50.0 umol/mL in CHCIl;) and the activated catalyst [PPFIP-(NO;);], (0.25 mol%, 0.14 pmol,
23 uL of a stock solution with ¢ = 6.0 pmol/mL in CHCI;, prepared according to GP3a) in CHCI; at
70 °C for 24 h to yield 10i after purification by column chromatography on silicagel (petrol ether/ethyl
acetate = 7/1) as a colorless oil (52.3 umol, 18.4 mg, 92%, ee = 94%). The enantiomeric excess was
determined by HPLC: Chiracel AD-H, n-hexane/i-PrOH (99.2/0.8), 1.1 mL min~', 250 nm, 23.48 min

(minor enantiomer), 27.00 min (major enantiomer).

C3H2NO,, MW: 351.49 g mol™". [a]p™: +15.4 (c = 0.44, CHCl,, sample with ee = 94%). "H-NMR
(300 MHz, CDCly): & = 7.25-7.14 (m, 3 H, m-C¢Hs & p-CeHs), 7.06-7.00 (m, 2 H, 0-C¢Hs), 6.95-6.82
(m, 4 H, C¢H,OMe), 5.65-5.50 (m, 1 H, CHCH=CH,), 5.22-5.05 (m, 3 H, CHCH=CH.), 3.84 (s, 3 H,
OCH;), 3.34 (s, 2 H, C(=0)CH,), 1.56-1.18 (m, 8 H, (CH,),CH3), 0.86 (1, J = 6.8, 3 H, (CH,),CH)).
BC-NMR (125 MHz, CDCLy): §=170.9, 159.2, 137.3, 135.7, 131.9, 131.2, 129.1, 128.2, 126.4,
117.6, 114.1, 57.9, 55.5, 41.9, 32.1, 31.7, 26.0, 22.6, 14.1. IR (CDCly): V = 2955, 2930, 2858, 1651,
1509, 1454, 1386, 1343, 1248, 1169, 1031, 997, 925, 835, 724, 696, 597. MS (ESI) m/z: 374.2 (100%,
[M+Na]"), 352.3 (6%, [M+H]"). HRMS (ESI) m/z: calculated for C,;H,NO, + Na: 374.2091; found:
374.2097.
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(R)-N-(4-Methoxyphenyl)-N-(pent-1-en-3-yl)-2-phenylacetamide (10j)

N O

A

10j

According to GP4b, (E)-((E)-pent-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate  9j
(64.6 umol, 20.0 mg) was reacted with proton sponge (0.4 mol%, 0.25 pmol, 10 pL of a stock solution
with ¢ = 25.0 umol/mL in CHCI;) and the activated catalyst [PPFIP-(NO3),], (0.1 mol%, 0.06 pumol,
10 uL of a stock solution with ¢ = 6.0 pumol/mL in CHCI;, prepared according to GP3a) in CHCl; at
70 °C for 24 h to yield 10j after purification by column chromatography on silicagel (petrol ether/ethyl
acetate = 5/1) as a colorless oil (60.1 pmol, 18.6 mg, 93%, ee = 96%). The enantiomeric excess was
determined by HPLC: Chiracel AS-H, n-hexane/i-PrOH (99/1), 1.0 mL min~!, 250 nm, 33.14 min

(major enantiomer), 44.14 min (minor enantiomer).

C20H2;NO,, MG: 309.41 g mol™. [a]p™: +2.0 (c =0.50, CHCls, sample with ee = 96%). 'H-NMR
(300 MHz, CDCly): & = 7.25-7.15 (m, 3 H, m-C¢Hs & p-CeHs), 7.07-7.00 (m, 2 H, 0-C¢Hs), 6.96-6.82
(m, 4 H, C¢H,OMe), 5.63-5.49 (m, 1 H, CHCH=CHy,), 5.22-5.02 (m, 3 H, CHCH=CH,), 3.84 (s, 3 H,
OCH;), 3.35 (s, 2 H, C(=0)CH,), 1.61-1.33 (m, 2 H, CH,CHj3), 0.90 (¢, J=17.5, 3 H, CH,CH;). "*C-
NMR (75 MHz, CDClLy): § = 171.0, 159.2, 137.0, 135.7, 131.9, 131.1, 129.1, 128.2, 126.4, 117.8,
114.1,59.5,55.5,41.8,25.1, 11.0. IR (CDCly): V' =2964, 2932, 2875, 1649, 1508, 1454, 1385, 1291,
1247, 1169, 1106, 1032, 996, 927, 838, 752, 724, 595. MS (EI) m/z: 309.2 (36%, [M]"), 294.2 (7%),
280.1 (7%), 241.1 (22%), 224.1 (7%), 218.1 (29%), 191.1 (17%), 175.1 (10%), 162.1 (100%), 149.1
(15%), 134.1 (12%), 123.1 (52%), 108.0 (9%), 91.1 (65%), 77.0 (4%), 69.1 (25%), 41.0 (14%).
HRMS (EI) m/z: calculated for C,0H»3NO,: 309.1729; found: 309.1736.

(R)-N-(4-Methoxyphenyl)-N-(4-methylpent-1-en-3-yl)-2-phenylacetamide (10k)

Me0\©\
N~ "0
W
10k
According to GP4b, (E)-((E)-4-methylpent-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate 9k
(61.8 umol, 20.0 mg) was reacted with proton sponge (4 mol%, 2.5 pmol, 50 uL of a stock solution
with ¢ =50.0 umol/mL in CH,Cl,) and the activated catalyst [PPFIP-(NO3),], (1 mol%, 0.6 umol,
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100 pL of a stock solution with ¢ = 6.0 pumol/mL in CH,Cl,, prepared according to GP3a) in CH,Cl,
at 50 °C for 48 h to yield 10k after purification by column chromatography on silicagel (petrol
ether/ethyl acetate =7/1) as a colorless o0il (5§9.3 umol, 19.2 mg, 96%, ee = 95%). The enantiomeric
excess was determined by HPLC: Chiracel AD-H, n-hexane/i-PrOH (99/1), 1.0 mL min~!, 250 nm,

33.81 min (major enantiomer), 38.72 min (minor enantiomer).

C1H2sNO,, MW: 323.44 g mol ™. [a]p™: —27.8 (¢ = 0.50, CHCl;, sample with ee = 95%). "H-NMR
(300 MHz, CDCly): §=7.25-7.13 (m, 3H, m-CeHs& p-CeHs), 7.06-6.80 (m, 6H, o-
CeHs & CeH,OMe), 5.61-5.46 (m, 1 H, CH=CH,), 5.27-5.07 (m, 2 H, CH=CH,), 4.63 (pseudo t,
J=10.0, 1 H, NCH), 3.84 (s, 3 H, OCH;), 3.35 (s, 2 H, C(=0)CH,), 1.89-1.76 (m, 1 H, CH(CH3),),
1.03 (d, J=6.7, 3 H, CH(CH;),), 0.79 (d, J = 6.7, 3 H, CH(CH;),). "C-NMR (125 MHz, CDCl;):
§=171.1, 159.1, 136.7, 135.7, 133.0, 132.1, 130.6, 129.1, 128.2, 126.4, 118.6, 114.2, 66.4, 55.5, 42.0,
29.6, 20.2, 20.0. IR (CDCly): V' =2963, 1651, 1509, 1454, 1383, 1329, 1292, 1248, 1170, 1039, 927,
836, 752, 725, 595. MS (ESI) m/z: 346.2 (100%, [M+Nal"), 324.2 (19%, [M+H]"), 242.1 (3%).
HRMS (ESI) m/z: calculated for C,;H,sNO, + Na: 346.1778; found: 346.1778.

(S)-N-(4-Methoxyphenyl)-2-phenyl-N-(1-phenylallyl)acetamide (10l)

o8
©/v

101

According to GP4b, (E)-((E)-3-phenylprop-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate 91
(55.9 umol, 20.0 mg) was reacted with proton sponge (4 mol%, 2.2 pmol, 45 pLL of a stock solution
with ¢ =50.0 umol/mL in CH,Cl,) and the activated catalyst [PPFIP-(NO;),], (1 mol%, 0.5 pumol,
85 uL of a stock solution with ¢ = 6.0 umol/mL in CH,Cl,, prepared according to GP3a) in CH,Cl, at
room temperature for 72 h to yield 101 after purification by column chromatography on silicagel
(petrol ether/ethyl acetate =4/1) as a colorless oil (52.0 umol, 18.6 mg, 93%, ee =95%). The
enantiomeric excess was determined by HPLC: Chiracel AD-H, n-hexane/i-PrOH (95/9),

1.0 mL min™', 250 nm, 25.57 min (minor enantiomer), 38.24 min (major enantiomer).

CH2;3NO,, MW: 357.45 g mol ™. [a]p™: +11.7 (¢ = 0.50, CHCl;, sample with ee = 95%). '"H-NMR
(300 MHz, CDCLy): & = 7.26-6.20 (m, 15 H, Ar-H & NCH), 6.05-5.90 (m, 1 H, CH=CH,), 5.41-5.24
(m, 2 H, CH=CH,), 3.79 (s, 3 H, OCH3), 3.39 (s, 2 H, C(=0)CH,). ®C-NMR (125 MHz, CDCl,):
§=171.0, 159.2, 139.7, 135.5, 135.0, 131.9, 131.7, 129.2, 128.5, 128.3, 128.2, 127.4, 126.5, 119.0,

113.9, 61.3, 55.4, 41.7. IR (CDCly): V =3061, 3029, 2837, 1650, 1603, 1509, 1454, 1382, 1312,
S36



1293, 1248, 1169, 1075, 1030, 930, 837, 811, 774, 737, 724, 701, 595, 555. MS (ESI) m/z: 396.1 (1%,
[M+K]%), 380.2 (100%, [M+Na]"), 358.2 (6%, [M+H]"). HRMS (ESI) m/z: calculated for C,;H»;NO,
+ Na: 380.1621; found: 380.1614.

(S)-N-(4-Methoxyphenyl)-N-(1-(4-nitrophenyl)allyl)-2-phenylacetamide (10m)

N (6]
W
O,N

10m

According to GP4b, (E)-((E)-3-(4-nitrophenylprop-2-en-1-yl)-N-(4-methoxyphenyl)-2-
phenylacetimidate 9m (49.7 umol, 20.0 mg) was reacted with proton sponge (4 mol%, 2.0 umol,
40 uL of a stock solution with ¢ =50.0 umol/mL in CH,Cl,) and the activated catalyst [PPFIP-
(NO3)2]> (1 mol%, 0.5 umol, 85 uL. of a stock solution with ¢ =6.0 pmol/mL in CH,Cl,, prepared
according to GP3a) in CH,Cl, at room temperature for 72 h to yield 10m after purification by column
chromatography on silicagel (petrol ether/ethyl acetate = 4/1) as a colorless oil (47.7 umol, 19.2 mg,
96%, ee = 90%). The enantiomeric excess was determined by HPLC: Chiracel AD-H, n-hexane/i-

PrOH (93/7), 1.0 mL min™", 250 nm, 44.69 min (minor enantiomer), 53.77 min (major enantiomer).

CH,N,04, MW: 402.45 g mol ™. [alp™: +77.7 (¢ = 0.13, CHCl;, sample with ee = 90%)."H-NMR
(300 MHz, CDCly): & = 8.14-8.07 (m, 2 H, m-C¢H,NO,), 7.41-7.33 (m, 2 H, 0-CeHNO,), 7.27-6.27
(m, 10 H, C¢Hs & CoH,OMe & NCH), 6.02-5.87 (m, 1 H, CH=CH,), 5.43-5.30 (m, 2 H, CH=CH.,),
3.81 (s, 3 H, OCH}), 3.41 (s, 2 H, C(=0)CH,). *C-NMR (125 MHz, CDCL3): 5 = 171.3, 159.5, 147 .4,
147.1, 135.0, 133.8, 131.6, 131.2, 129.1, 129.0, 128.4, 126.8, 123.5, 120.5, 114.5, 61.5, 55.5, 41.6. IR
(CDClLy): vV =3029, 2935, 2838, 1653, 1605, 1509, 1378, 1344, 1313, 1294, 1248, 1170, 1108, 1029,
935, 856, 838, 808, 738, 726, 704, 594, 569. MS (ESI) m/z: 441.1 (1%, [M+K]"), 425.2 (100%,
[M+Na]"), 403.2 (6%, [M+H]"). HRMS (ESI) m/z: calculated for C,4sH,,N,O,4 + Na: 425.1472; found:
425.1463.
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(R)-N-(3,7-Dimethylocta-1,6-dien-3-yl)-N-(4-methoxyphenyl)-2-phenylacetamide
(10n)

10n

According to GP4b, (E)-((E)-3,7-dimethylocta-2,6-dien-1-yl)-N-(4-methoxyphenyl)-2-
phenylacetimidate 9n (53.0 umol, 20.0 mg) was reacted with proton sponge (4 mol%, 2.1 wmol, 42 pL.
of a stock solution with ¢ =50.0 umol/mL in CH,Cl,) and the activated catalyst [PPFIP-(NO;),],
(1 mol%, 0.5 umol, 85 pL of a stock solution with ¢ = 6.0 pmol/mL in CH,Cl,, prepared according to
GP3a) in CH,Cl, at 50 °C for 48 h to yield 10n after purification by column chromatography on
silicagel (petrol ether/ethyl acetate = 12/1) as a colorless oil (51.9 pmol, 19.6 mg, 98%, ee = 98%).
The enantiomeric excess was determined by HPLC: Chiracel AD-H, n-hexane/i-PrOH (99/1),

1.0 mL min™', 250 nm, 22.19 min (minor enantiomer), 24.54 min (major enantiomer).

CysH3NO,, MW: 377.53 g mol ™. [a]p™: —20.0 (¢ = 0.66, CHCl;, sample with ee = 98%). "H-NMR
(300 MHz, CDCly): §=7.25-7.12 (m, 3H, m-CeHs& p-CeHs), 7.04-6.79 (m, 6H, o-
CeHs & CeH,OMe), 622 (dd, J=17.6, 109, 1H, CH=CH,), 5.12-496 (m, 3H,
CH=CH, & CH=C(CH3),), 3.84 (s, 3H, OCH;), 3.26 (s, 2H, C(=O)CH,), 2.33-2.19 (m, 1H,
NC(CH3)CH,CH,), 2.00-1.90 (m, 2 H, NC(CH3)CH,CH>), 1.83-1.71 (m, 1 H, NC(CH3)CH,CH,), 1.65
(s, 3H, CH=C(CH;),), 1.55 (s, 3 H, CH=C(CH3),), 1.17 (s, 3 H, NC(CH;)). “C-NMR (125 MHz,
CDCly): & =171.2, 159.0, 143.6, 135.9, 134.4, 131.7, 131.6, 131.5, 129.2, 128.1, 126.4, 124.2, 113.99,
113.95, 111.7, 64.0, 55.5, 43.9, 38.5, 25.7, 24.2, 23.4, 17.7. IR (CDCl3): V = 3029, 2968, 2915, 1654,
1508, 1454, 1359, 1289, 1247, 1167, 1105, 1032, 918, 836, 731, 696, 598, 566. MS (ESI) m/z: 400.2
(100%, [M+Nal"), 378.2 (9%, [M+H]"), 242.1 (4%). HRMS (ESI) m/z: calculated for C,sH;NO, +
Na: 400.2247; found: 400.2235.

(S)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)propionamide ((ent)-100)

L
l;l (6]
W

(ent)-100

According to GP4b, (E)-((Z2)-hex-2-en-1-yl)-N-(4-methoxyphenyl)propionimidate (Z)-90 (76.5 pmol,
20.0 mg) was reacted with the activated catalyst [FBIP-OTs-MeCN] ((3 mol%, 2.3 pmol, 190 uL of a
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stock solution with ¢ =12.0 pumol/mL in CHCI;, prepared according to GP3b) in CHCl; at room
temperature for 72 h to yield (enf)-100 after purification by column chromatography on silicagel
(petrol ether/ethyl acetate =8/1) as a colorless oil (64.3 umol, 16.8 mg, 84%, ee =92%). The
enantiomeric excess was determined by HPLC: Chiracel AD-H, n-hexane/i-PrOH (99.4/0.6),

1.0 mL min™', 250 nm, 24.91 min (major enantiomer), 30.45 min (minor enantiomer).

C1H23NO,, MW: 261.36 g mol ™. [alp™: 6.9 (c = 0.40, CHCl;, sample with ee = 92%). "H-NMR
(300 MHz, CDCly): & = 7.05-6.95 (m, 2 H, 0-C,H,0Me), 6.93-6.84 (m, 2 H, m-C¢H,OMe), 5.66-5.51
(m, 1 H, CHCH=CH,), 5.24-5.05 (m, 3 H, CHCH=CH,), 3.83 (s, 3 H, OCH3), 1.94 (¢d, J=1.6, 1.5,
2 H, C(=0)CH,CHj), 1.56-1.27 (m, 4 H, CH,CH,CH3), 1.00 (z, J = 7.6, 3 H, C(=0)CH,CH3), 0.91 (1,
J=7.0, 3H, CH,CH,CH;). "C-NMR (125 MHz, CDCly): §=173.7, 159.1, 137.5, 132.1, 131.5,
130.9, 117.4, 114.2, 57.3, 55.4, 34.3, 28.3, 19.6, 14.0, 9.6, 8.1. IR (CDCly): V =2958, 2935, 2873,
1655, 1509, 1462, 1389, 1291, 1247, 1170, 1034, 924, 835, 805, 757, 588, 530. MS (EI) m/z: 261.2
(20%, [M]"), 246.2 (5%), 232.1 (12%), 218.1 (12%), 204.1 (14%), 188.1 (3%), 179.1 (17%), 162.1
(100%), 148.1 (15%), 134.0 (8%), 123.1 (67%), 113.1 (17%), 92.0 (3%), 77.0 (5%), 65.0 (1%), 57.0
(9%), 41.0 (7%). HRMS (EI) m/z: calculated for C;sH,3NO,: 261.1729; found: 261.1727.

(S)-N-(Hex-1-en-3-yl)-N-phenylpropionamide ((ent)-10p)

L,

(ent)-10p

According to GP4b, (E)-((Z)-hex-2-en-1-yl)-N-phenylpropionimidate (Z)-9p (86.5 wmol, 20.0 mg)
was reacted with the activated catalyst [FBIP-OTs-MeCN] ((3 mol%, 2.6 umol, 215 puL of a stock
solution with ¢=12.0 yumol/mL in CHCl;, prepared according to GP3b) in CHCI; at room
temperature for 72 h to yield (ent)-10p after purification by column chromatography on silicagel
(petrol ether/ethyl acetate =8/1) as a colorless oil (73.5 umol, 17.0 mg, 85%, ee =90%). The
enantiomeric excess was determined by HPLC: Chiracel AS-H, n-hexane/i-PrOH (99.5/0.5),

1.0 mL min™', 250 nm, 10.68 min (major enantiomer), 12.07 min (minor enantiomer).

C1sH;NO, MW: 231.33 gmol™. [alp™: —3.8 (¢ = 0.24, CHCl;, sample with ee = 90%). 'H-NMR
(300 MHz, CDCly): & =7.43-7.32 (m, 3H, Ar-H), 7.13-7.06 (m; 2 H, Ar-H), 5.68-5.52 (m, 1 H,
CHCH=CH,), 5.25-5.06 (m, 3 H, CHCH=CH,), 1.93 (¢d, J = 7.6, 1.5, 2 H, C(=0)CH,CHj), 1.60-1.28
(m, 4 H, CH,CH,CH3), 1.01 (¢, J = 7.6, 3 H, C(=0)CH,CHj), 0.91 (, J = 7.2, 3 H, CH,CH,CHj). The

other analytical data are in accordance with the literature.”"!
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Removal of Amine Protecting Groups (11, 12, 13)

(R)-N-(4-Methoxyphenyl)-5-phenylpent-1-en-2-amine (11)

PMP-. /k LiEt,BH, THF, PMP~\H
N™ O 0°C-RT,2h
P bl L =
10a,ee = 98% 11, ee = 98%

According to a literature procedure,”  (R)-N-(4-methoxyphenyl)-N-(5-phenylpent-1-en-3-
yl)acetamide 10a (48.5 pumol, 15.0 mg, ee = 98%) was dissolved in dry THF (0.33 mL) and cooled to
0 °C. Then LiEt;BH (3.1 equiv., 0.15 mmol, 0.15 mL, 1 M in THF) was added dropwise and the
mixture was stirred at room temperature for 2 h. Subsequently, saturated aqueous NH,Cl (4.0 mL),
aqueous NaOH (4.0 mL, 1 M) and Et,0O (10 mL) were added. The phases were separated and the
aqueous phase was extracted with Et,O (2 x 10 mL). The combined organic extracts were dried over
MgSQO, and the solvent was removed under reduced pressure to yield 11 as a slightly yellow oil
(41.5 umol, 11.1 mg, 86%). The enantiomeric excess was determined by HPLC: Chiracel OD-H, n-
hexane/i-PrOH (98.2/1.8), 0.8 mL, 250 nm, 22.72 min (minor enantiomer), 24.27 min (major

enantiomer).

CisH;:NO, MW: 267.37 gmol™". [alp™: =9.2 (¢ = 0.20, CHCl;, sample with ee = 98%). "H-NMR
(300 MHz, CDCly): & =7.31-7.25 (m, 2 H, Ar-H), 7.22-7.16 (m, 3 H, Ar-H), 6.77-6.72 (m, 2 H, o-
C,H,OMe), 6.56-6.50 (m, 2 H, m-C,H,0OMe), 5.76 (ddd, J = 17.1, 10.3, 6.3, 1 H, CH=CH,), 5.24-5.12
(m, 2H, CH=CH,), 3.80-3.74 (m, 1H, NCH), 3.74 (s, 3H, OCH;), 2.75 (¢, J=178, 2H,
Ce¢HsCH,CH,), 1.95-1.85 (m, 2 H, C¢HsCH,CH,). The analytical data are in accordance with the

literature."

The absolute configuration of (R)-N-(4-methoxyphenyl)-5-phenylpent-1-en-2-amine has already been

20

previously determined.”® HPLC data and the [o]p” value were compared to an authentic sample

prepared by rearrangement of the corresponding allylic trifluoroacetimidate.!

N-(5-Phenylpent-1-en-3-yl)acetamide

CAN (7 equiv.), /k
PMP- /k MeCN/H,0,
N

o 0°C-RT,12h P
B —
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! ceric ammonium nitrate (0.46 mmol, 250.0 mg) was dissolved in

Following a literature procedure,"
H,O (2 mL) and cooled to 0 °C. A solution of (rac)-N-(4-methoxyphenyl)-N-(5-phenylpent-1-en-3-
yl)acetamide 10a (64.6 pmol, 20.0 mg, racemic) in MeCN (2 mL) was added dropwise and the
mixture was stirred at room temperature for 12 h. Subsequently, Et,O (5 mL) was added, the phases
were separated and the aqueous phase was extracted with Et,O (2 x 10 mL). The combined organic
phases were dried over Na,SO, and the solvent was removed under reduced pressure. Purification of
the residue by column chromatography on deactivated silicagel (petrol ether/ethyl

acetate = 3/1 + 3% NEt;) yielded N-(5-phenylpent-1-en-3-yl)acetamide as a slightly yellow oil
(27.1 umol, 5.5 mg, 42%).

C:H;;NO, MW: 203.28 g mol™' "H-NMR (300 MHz, CDCly): & = 7.32-7.25 (m, 2 H, Ar-H), 7.22-
7.15 (m, 3 H, Ar-H), 5.80 (ddd, J =17.3,10.4, 5.7, 1 H, CH=CH,), 5.28 (br, 1 H, NH), 5.21-5.13 (m,
2H, CH=CH,), 4.59-4.48 (m, 1H, NCH), 2.67 (¢, J=79, 2H, CHsCH,CH,), 1.97 (s, 3H,
C(=0)CHs), 1.94-1.75 (m, 2 H, C{HsCH,CH,). *C-NMR (75 MHz, CDCl;): & = 169.5, 141.7, 138.2,
128.6, 128.5,126.2, 115.4,51.4, 36.55, 32.3, 23.6. IR (in CDCl,): V = 3272, 2254, 1965, 1650, 1550,
1373, 903, 722, 650. MS (ESI) m/z: 226.1 (100%, [M+Na]"), 204.1 (83%, [M+H]"), 162.1 (10%),
145.10 (14%). HRMS (ESI) m/z: calculated for C;3sH;NO + H: 204.1370; found: 204.1383.

(R)-N-(Hex-1-en-3-yl)-2-phenylacetamide (12)

CAN (7 equiv.),

o oo,

N0 35% HN™ 0
W W
10h, ee = 96% 12

I ceric ammonium nitrate (3.64 mmol, 1.99 g) was dissolved in H,O

Following a literature procedure,"
(15mL) and cooled to 0°C. A solution of (R)-N-(hex-1-en-3-yl)-N-(4-methoxyphenyl)-2-
phenylacetamide 10h (0.52 mmol, 170.0 mg, ee = 96%) in MeCN (15 mL) was added dropwise and
the mixture was stirred at room temperature for 2.5 h. Subsequently, Et,O (30 mL) was added, the
phases were separated and the aqueous phase was extracted with Et;O (2 x 30 mL). The combined
organic phases were dried over Na,SO, and the solvent was removed under reduced pressure.

Purification of the residue by column chromatography on deactivated silicagel (petrol ether/ethyl

acetate = 7/1 + 3% NEt;) yielded 12 as a white solid (0.18 mmol, 39.5 mg, 35%).

C1HNO, MW: 217.31 gmol™'. Mp: 69.2-70.2 °C. [alp>”: —9.3 (c=0.42, CHCl;). 'H-NMR
(300 MHz, CDCLy): & = 7.40-7.25 (m, 5 H, C¢Hs), 5.74-5.61 (m, 1 H, CH=CH,), 5.22-5.11 (bs, 1 H,
NH), 5.04-4.94 (m, 2 H, CH=CH,), 4.51-4.39 (m, 1 H, CHNH), 3.60 (s, 2 H, C¢HsCH>), 1.50-1.17 (m,
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4 H, CH,CH,CH3), 0.86 (t, J=7.2, 3 H, CH,CH,CH;). "C-NMR (125 MHz, CDCly): & =170.2,
138.3, 135.0, 129.5, 129.1, 127.4, 114.4, 51.0, 44.1, 36.9, 18.8, 13.8. IR (CDCL3): V = 3286, 2957,
2931, 1647, 1542, 921, 703. MS (ESI) m/z: 240.1 (100%, [M+Na]"), 226.9 (3%), 218.2 (9%,
[M+H]"), 136.1 (1%). HRMS (ESI) m/z: calculated for C;4;H,;oNO + Na: 240.1359; found: 240.1369.

(R)-Hex-1-en-3-amine (13)

PGA, toluene,
phosphate buffer
(pH = 7.5, 1M),
38°C,48 h NH;
HN" Y0 96% A~ A
W
12 13,ee=97%

(R)-N-(Hex-1-en-3-yl)-2-phenylacetamide 12 (92.0 umol, 20.0 mg) was suspended in sodium
phosphate buffer (1.0 mL, pH=7.5, 1 M) and PGA (Penicillin G Amidase from Escherichia coli)
(ammonium sulfate suspension, >10 units/mg protein) (30 uL) and toluene (0.1 mL) were added. The
flask was closed and the mixture was stirred at 38 °C for 48 h. Subsequently, H,O (5 mL) and CH,Cl,
(5 mL) were added, the phases were separated and the aqueous phase was extracted with CH,Cl,
(2x 5 mL). The combined organic phases were dried over Na,SO, and the solvent removed under
reduced pressure. Mesitylene (10 pL) was added to the crude product as an internal standard followed
by CDCl; (1 mL) to determine conversion and yield by "H-NMR. The crude product was afterwards
dissolved in CH,Cl, (10 mL) and extracted with aqueous HCI (3 x 5 mL, 1 M). The pH value of the
combined aqueous phases was adjusted to pH =14 by addition of aqueous NaOH (2 M) and the
combined aqueous phases were extracted by CH,Cl, (3 x 10 mL). The combined organic phases were
dried over Na,SO,4 and the solvent removed under reduced pressure to yield 13 as a colorless oil

(88.7 umol, 8.8 mg, 96%).

CeHisN, MW: 99.18 g mol™". '"TH-NMR (300 MHz, CDCl3): 6 =5.84-5.70 (m, 1 H, CH=CH,), 5.13-
495 (m, 2 H, CH=CH,), 3.32-3.22 (m, 1 H, NH,CH), 1.44-1.30 (m, 4 H, CH,CH,CH;), 1.25 (bs, 2 H,
NH,), 091 (t, J=17.1, 3 H, CH,CH,CHj3). The analytical data are in accordance with the literature.””!

The enantiomeric excess was determinated by HPLC after tosyl protection of 13:**' Chiracel OD-H,
n-hexane/i-PrOH (94/6), 1.0mL, 250 nm, 8.42 min (major enantiomer), 10.10 min (minor

enantiomer).

C;H;NO,S, MW: 253.36 g mol™". mp: 55.3-56.3 °C (sample with ee = 97). [a]p™": —15.1 (c = 0.42,
CHCls, sample with ee = 97%). "H-NMR (300 MHz, CDCl,): & = 7.73 (d, J = 8.4, 2 H, 0-CcH,CH,),
7.27 (d, J = 8.4, 2 H, m-C¢H,CH3), 5.60-5.47 (m, 1 H, CH=CH,), 5.02-4.92 (m,2 H, CH=CH,), 4.41

(bd, J=8.0, 1 H, NH), 3.82-3.70 (m, 1 H, NCH), 2.42 (s, 3 H, CiH,CHj;), 1.49-1.38 (m, 2 H,
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CH,CH,CHj;), 1.38-1.17 (m, 2 H, CH,CH,CHj3), 0.83 (¢, J=7.2, 3 H, CH,CH,CHj3). The analytical

data are in accordance with the literature.”

The absolute configuration of N-(hex-1-en-3-yl)-4-methylbenzenesulfonamide has already been
previously determined.”” HPLC data and the [o]p” value were compared to an authentic sample

prepared by rearrangement of the corresponding allylic carbamate.”"
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NMR Spectra of New Compounds

(E)-1-(1H-Benzo[d][1,2,3]triazol-1-yl)-N-(4-nitrophenyl)-2-phenylethan-1-imine
(8f)
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2930

32768

€pc13

16

2
6188.119 Hz
0.188846 Hz

2.6477044 sec
362

80.800 usec
8.00 usec
296.0 K
1.00000000 sec
1

= CHANNEL f1

NuCl 1H

Pl 11.05 usec
PLL 2.00 dB
PL1W 37.02396774 W
SFOL 300.1318534 MHz

Processing parameters

300.1300063 MH=z

EM
0
0.30 Hz
a
L 1.00

Current Data

L
296.0
D 2.00C000C0
ICO00ND

1. 467749 z
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((E)-5-Phenylpent-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate (9a)

MeO
A

A

(0]

9a

Current Data Parameters

NAME 15-ACS014
EXPNO 270
PROCNO 1

F2 - Acquisition Parameters
Date_ 20100507
Time 14.26
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

TD 32768
SOLVENT €De13

NS 32

Ds 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 362

bW 80.800 usec
DE 8.00 usec
TR 296.0 K
Dl 1.00000000 sec
TDO 1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing paramsters
sI 16384

SF 300.1300069 MHz
WD EM
SSB 0

LB 0.30 Hz

GB 0
¥ PC 1.00

T T T T T T T T T T T T T T P2 = Processing pa-areLers
L)

T T
162 15C 14D 130 12D 110 Z0C 90 &C 70 &0 40 30 20 L0 »pm

545



((E)-Pent-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate (9b)

MeO

N "0
\/\)

9b

Current Data Parameters

NAME 15-aC5127.1
EXPNO 520
PROCNO 1
F2 - Acquisition Parameters
Date_ 20140724
Time 14.08
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
TD 32768
SOLVENT €De13
NS 16
Ds 2
SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 7
bW 80.800 usec
DE 8.00 usec
TR 296.5 K
Dl 1.00000000 sec
TDO 1

= CHANNEL fl =
1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz
F2 - Processing parameters
s1 16384
SF 300.1300277 MHz
WD EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00
T T T T T T T T T T T T T T
7.0 6.5 6.0 5.3 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm
Current Data Pazsmeters
. 15-ACE727.1
mammsmms CHAMNEL #2 ssssssss
2 walkzlh
b1
T T T T T T T T T F7 - Processing pa-omelers
160 1490 120 100 a0 60 40 20 opms 32758
iR.46774%0
EM
2
1.C0 H=
2
1.40
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((E)-Hex-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate (9c)

MeO
N7 "0

PN

9c

Current Data Parameters

NAME 15-ACS129
EXPNO 480
PROCNO 1
F2 - Acquisition Parameters
Date_ 20140801
Time 13.25
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
™D 32768
SOLVENT €De13
NS 16

2
6188.119 Hz
0.188846 Hz

2.6477044 sec

6

25
80.800 usec
8.00 usec
296.5 K
1.00000000 sec
1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing paramsters
sI

SF 300.1300063 MHz
WD EM
SSB 0

LB 0.30 Hz
GB 0
M “ 'h x PC 1.00

Current Data Parameters

NAME 15-ACS129
EXENO 140
PROCHO 1
F2 - Rcquisition Parameters
Date_ 20140804
Time 22.06
INSTRUM spec
PROBHD 5 mm PABEO BB—
PULPROG zgpg30
™ 65536
SOLVENT €DC13
NS 1024
DS 4
SWH 32894.738 Hz
FIDRES 0.501934 Hz
AQ 0.9961972 sec
RG
oW usec
DE .00 usec
TE 300.0 ¥
D1 2.00000000 sec
D11 0.03000000 sec
DO 1

CHANNEL £1
NUC1 130
P1 10.20 usec
PL1 1.50 dB
PL1W 51,74793243 W
SFOL 125.7761482 MHz
CHANNEL £2
CPDPRGZ waltz16
nyc2 1H
PCPD2 100.00 usec
PL2 1.00 dB
PL12 19.99 dB
PL13 21.00 dB
PLZW 19.75309753 W
L P e oy L1ZW 0.24925002 W
PL13W 0.19753097 W
SFO2 500.1550006 MHz

T T T T T T T T T F2 - Processing parameters

SI 32768
160 140 120 100 80 €0 40 20 ppm:; 195 7695990 s

WD

558 0

LB 1.00 Hz

GB 0

PC 1.40
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((E)-Oct-2-en-1-yl)-N-(4-methoxyphenyl)acetimidate (9d)

MeO

Current Data Parameters

NAME 15-ACS130
EXPNO 310
PROCNO 1
F2 - Acquisition Parameters
Date_ 20140806
Time 12.50
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
TD 32768
SOLVENT €De13
NS 16
Ds 2
SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 256
bW 80.800 usec
DE 8.00 usec
TR 296.7 K
Dl 1.00000000 sec
TDO 1
= CHANNEL fl =
1H
11.05 usec
2.00 dB

37.02396774 W
300.1318534 MH=z

F2 - Processing paramsters
sI 16384

SF 300.1300064 MHz
WD EM
SSB 0

LB 0.30 Hz

GB 0
PC 1.00

Current Data Pazameters
VRMF )

20CO00C0 sec
[

= CHAMMEL 2 =emmsm==

walLzlh

T T T T T T T T T T T T
¢ Z5C 140 130 120 11C 10C S0 20 70 &0 50 40

1
o

548



((E)-Hex-2-en-1-yl)-N-(4-nitrophenyl)acetimidate (9e)

O;N

N7 0
/\/\)

9e

Current Data Parameters

NAME 15-MEC5099
EXPNO 210
PROCNO 1
F2 - Acquisition Parameters
Date_ 20120223
Time 11.17
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
TD 32768
SOLVENT €De13
NS 16
Ds 2
SWH 6188.119 Hz
FIDRES 0.188846 Hz
RQ 2.6477044 sec
RG 322
bW 80.800 usec
DE 8.00 usec
TR 296.0 K
Dl 1.00000000 sec
TDO 1
= CHANNEL fl =
1H
11.05 usec
2.00 dB

37.02396774 W
300.1318534 MH=z

F2 - Processing paramsters
sI 16384

SF 300.1300063 MHz
WD EM
SSB 0

LB 0.30 Hz

GB 0
PC 1.00

Currest Data lazsmeters
NAMF. 15-MRT5099
111

'
L
TE 296.0 K
D2 2.00C000C0 sec
b’ 1 0.03C00000 sac

FALL Il




((2)-Hex-2-en-1-yl)-N-(4-nitrophenyl)acetimidate ((2)-9e)

(2)-9¢

Current Data Parameters

NAME 15-MECS098
EXPNO 250
PROCNO 1

F2 - Acquisition Parameters
Date_ 20120222
Time 13.12
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

TD 32768
SOLVENT €De13

NS 16

Ds 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 256

bW 80.800 usec
DE 8.00 usec
TR 296.0 K
Dl 1.00000000 sec
TDO 1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing parameters
51 16384
SF 300.1300059 MHz
WDH EM
SSB 0
LB 0.30 Hz
GB 0
BC 1.00
T T T T T T T
8 7 6 5 4 2 1 ppm
Current Data Pacsmeters
. 5-MEC3098
Accuisition Paramsters
2012
T T T T T T
160 140 129 10 8 49 2c

S50

aTmm

-



((E)-Hex-2-en-1-yl)-N-(4-nitrophenyl)-2-phenylacetimidate (9f)

ON

N” "0

Current Data Parameters

NAME 15-MEC5094
EXPNO 30
PRCCNO 1
F2 - Acquisition Parameters
Date_ 20111209

spect
5 mm PABBO BB-
2g30
32768
CcDC13
16
2
6188.119 Hz

0.188846 Hz
2.6477044 sec

36.
80.800 usec
8.00 usec
296.0 K
1.00000000 sec
1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing paramsters
sI

SF 300.1300068 MHz
WD EM

SSB 0
LB 0.30 Hz
GB 0
. N { PC 1.00

o
[}
(=
£
=]
[
o
(<}
Qo
w
[=1
o
o
.
@
]
[
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((2)-Hex-2-en-1-yl)-N-(4-nitrophenyl)-2-phenylacetimidate ((2)-9f)

O,N

=
(2)-of
Current Data Parameters
NAME 15-MEC5058.2
EXPNO 60
PROCNO 1
F2 - Acquisition Parameters
Date_ 20111109
Time 9.36
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
TD 32768
SOLVENT €De13
NS 16
2
6188.119 Hz
0.188846 Hz
2.6477044 sec
362
80.800 usec
8.00 usec
296.0 K
1.00000000 sec
1
= CHANNEL fl =
1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz
F2 - Processing parameters
s1 16384
SF 300.1300066 MHz
WD EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00
T T T T T T T T T
8 7 6 5 4 3 2 1 ppm
Current Data Pazsmeters
NAMF. 15-MECED 1
Aoouisition Parametess
20120817
T T T T
160 140 -2C 100

e TS
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((E)-Hex-2-en-1-yl)-N-phenyl-2-phenylacetimidate (99g)

o

- O
\

99

Current Data Parameters
NAME 15-MECS092
EXPNO 400
PROCNO 1
F2 - Acquisition Parameters
Date_ 20111121
Time 19.15
INSTRUM spect
PROBHD 5 mm PABBO BB-
FULPROG zg30
32768
S()LVENT €De13
NS 16
Ds 2
SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 7
bW 80.800 usec
DE 8.00 usec
TR 296.0 K
Dl 1.00000000 sec
TDO 1
= CHANNEL fl =
1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz
F2 - Processing parameters
s1 16384
SF 300.1300066 MHz
WD EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00

7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

15-M

Accuisition Paramsters
20 22

iI RIEHD
LROG

3" 1 0.23C00000

CHANSNEL 22
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((E)-Hex-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9h)

Current Data Parameters

= CHANNEL f1 =

NAME 15-MECS033
EXPNO 30
PROCNO 1
F2 - Acquisition Parameters
Date_ 20110317
Time 10.00
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
™D 32768
SOLVENT €De13
N5 16
2
6188.119 Hz
0.188846 Hz
2.6477044 sec
144
80.800 usec
8.00 usec
296.0 X

sec

1.00000000
1

1H

11.05

2.00
37.02396774 W

300.1318534 MH=z

Processing parameters

300.1300087 MHz
EM

0.30 Hz

1.00

7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0
Current Data Parameters
NAME 15-MECS03351F12-21
EXENO 110
PROCHO 1
F2 - Rcquisition Parameters
Date_ 20110317
Time 18.53
INSTRUM spec
PROBHD 5 mm PABEO BB—
PULPROG zgpg30
™ 65536
SOLVENT €DC13
NS 1024
DS 4
SWH 32894.738 Hz
FIDRES 0.501934 Hz
AQ 0.9961972 sec
RG 3250
oW 15.200 usec
DE 10.00 usec
TE 297.1 ¥
D1 2.00000000 sec
D11 0.03000000 sec
DO 1
CHANNEL £1
NUC1 13¢
P1 10.40 usec
PL1 1.50 dB
PL1W 51,74793243 W
SFOL 125.7761482 MHz
CHANNEL £2
CPDPRGZ waltz16
nyc2 1H
PCPD2 100.00 usec
PL2 1.00 dB
PL12 18.79 dB
PL13 21.00 dB
l PLZW 19.75309753 W
J " T PL1ZW 0.32857543 W
PL13W 0.19753097 W
SFO2 500.1550006 MHz
T T T T T T T T T'F2 - Processing parameters
1 4 SI 32768
1e0 140 120 100 80 60 40 20 pRmZl 195 7630098 Mite
WD
558 0
LB 1.00 Hz
GB 0
PC 1.40
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((2)-Hex-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate ((2))-9h

MeO

Current Data Parameters

NAME 15-MECS044
EXPNO 90
PROCNO 1
F2 - Acquisition Parameters
Date_ 20110526
Time 10.34
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
™D 32768
SOLVENT €De13
NS 16

2
6188.119 Hz
0.188846 Hz

2.6477044 sec

2

32
80.800 usec
8.00 usec
296.7 K
1.00000000 sec
1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing paramsters
sI 131072
SF 300.1300069 MHz
WD no
SSB 0
LB 0 Hz
GB 0
PC 1.00

T T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.3 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

Current Data

F1-15

,.
o
o
0
o
o
-
(5]
o

1

[=]

o
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((E)-Oct-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9i)

Current Data Parameters

NAME 15-ACS132
EXPNO asq
PROCNO 1

F2 - Acquisition Parameters
Date_ 20140812
Time 14.11
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

TD 32768
SOLVENT €De13

NS 16

Ds 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 228

bW 80.800 usec
DE 8.00 usec
TR 296.3 K
Dl 1.00000000 sec
TDO 1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing paramsters
ST 16384

SF 300.1300093 MHz
WD EM
SSB 0

7.0 6.5 .0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

Current Data Passmeters
: 13-A28132

Accuisition Paramsters
20140812
3,73

POl

mmmmmmmn CHANHEL §2 mmmmmmms
CPOPRIZ walLzlh

T
140 1z0 100 80 60 40 20

-
o -
o
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((E)-Pent-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9j)

MeO

Current Data Parameters

NAME 15-ACS133
EXPNO 590
PROCNO 1
F2 - Acquisition Parameters
Date_ 20140813
Time 15.31
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
TD 32768
SOLVENT €De13
NS 16
Ds 2
SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 256
bW 80.800 usec
DE 8.00 usec
TR 296.0 K
Dl 1.00000000 sec
TDO 1
= CHANNEL fl =
1H
11.05 usec
2.00 dB

37.02396774 W
300.1318534 MH=z

F2 - Processing parameters
SI 16384
SF 300.1300096 MHz
WD EM
SSB 0
LB 0.30 Hz
GB 0
. N PC 1.00
T T T T T T T T T T T T T
7.5 7.0 €.> €.0 5.5 5.0 4.5 4.0 2.5 3.0 2.5 2.0 1.5 1.0 0.3 ppm
Current Data Pazsmeters
] ATS133
]
Accuisition Paramsters
20
i
L
296 E
D2 2.00C000C0 sec
b 1 0.03C00000 sec
™2 1
T T T T
162 140 12c 100
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((E)-4-Methylpent-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9k)

MeO.

Current Data Parameters

NAME 15-ACS139
EXPNO 80
PROCNO 1

F2 - Acquisition Parameters
Date_ 20140917
Time 10.08
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

TD 32768
SOLVENT €De13

N5 16

Ds 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 256

bW 80.800 usec
DE 8.00 usec
TR 296.0 K
Dl 1.00000000 sec
TDO 1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing paramsters
sI 16384

SF 300.1300080 MHz
WD EM
SSB 0

LB 0.30 Hz
GB 0
. J o PC 1.00

T T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.3 1.0 0.5 ppm

Current Data Pacameters
NRME, 15-RCET 39 i

Accuisition Paramsters
20

TE 296.8

D 2.00C000C0

3" 1 003000000 sec

™0 1
CHANSDL 1

P
(=]
-
L
o

160 1 100 80 60 40
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((E)-3-Phenylprop-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate (9I)

MeO.

N“ "0

Current Data Parameters

NAME 15-ACS135
EXPNO 610
PROCNO 1

F2 - Acquisition Parameters
Date_ 20140901
Time 19.38
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

TD 32768
SOLVENT €De13

N5 16

Ds 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 203

bW 80.800 usec
DE 8.00 usec
TR 296.0 K
Dl 1.00000000 sec
TDO 1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing paramsters
sI 16384
SF 300.1300140 MHz
WD EM
SSB 0
LB 0.30 Hz
GB 0

J L. PC 1.00

T T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

Accuisition Paramsters
201409¢

2
8

L E] 18028 .81
F_URLE 9.275038 Hz

60 140 120 100 ac 60

32768
184677490
EM

S
o
(8]
o

1.00 Hz

1.40
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((E)-3-(4-Nitrophenylprop-2-en-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate
(9m)

N "0

A

05N Current Data Parameters
2 NAME 15-ACS5136
EXPNO 830
I9m PROCNO 1
F2 - Acquisition Parameters
Date_ 20140904
Time 21.45
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
™D 32768
SOLVENT €De13
NS 16

2
6188.119 Hz
0.188846 Hz

2.6477044 sec

8

22
80.800 usec
8.00 usec
296.0 K
1.00000000 sec
1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing parameters
51
SF 300.1300093 MHz
WDH EM
SSB 0
LB 0.30 Hz
J GB 0
. J | BC 1.00
T T T T T T T T T
8 7 6 5 4 3 2 1 ppm

Corrent Data Pazsmeters
VAME, 1

160 140 120 100
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((E)-3,7-Dimethylocta-2,6-dien-1-yl)-N-(4-methoxyphenyl)-2-phenylacetimidate
(9n)

N= O

X X

9n Current Data Parameters
NAME 15-ACS138
EXPNO 520
PROCNO 1
F2 - Acquisition Parameters
Date_ 20140911
Time 16.55
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
™D 32768
SOLVENT €De13
NS 16

2
6188.119 Hz
0.188846 Hz

2.6477044 sec

7

80.800 usec
8.00 usec
296.0 K
1.00000000 sec
1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing paramsters
sI

SF 300.1300080 MHz
WD EM
SSB 0

LB 0.30 Hz
GB 0
PC 1.00

-
o
-
(5]
(=1
o
o
w

160 1
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((2)-Hex-2-en-1-yl)-N-(4-methoxyphenyl)propionimidate ((£)-90)

MeO
N (0]

(2)-9

=

Current Data Parameters

NAME 15-MECS078
EXPNO 70
PROCNO 1

F2 - Acquisition Parameters
Date_ 20111103
Time 10.00
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

TD 32768
SOLVENT €De13

NS 16

Ds 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 322

bW 80.800 usec
DE 8.00 usec
TR 296.0 K
Dl 1.00000000 sec
TDO 1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz

F2 - Processing paramsters
sI 16384

SF 300.1300072 MHz
WD EM
SSB 0

LB 0.30 Hz

;4¥J JL W, gé ¢ 1.00

T
7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

Currest Data lazsmsters
NAM| S-MFCE0T881F5-8

170

4
F_UHES
B

FL13%
K02

T
p-T 140 120 100 82

WO EM
gg2 o

LE 1.C0 Hz
oR o

BC 1.40
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(R)-N-(4-Methoxyphenyl)-N-(5-phenylpent-1-en-3-yl)acetamide (10a)

Meo\(>\N/ko

=

Current Data Parameters

NAME 15-ACRO01
EXPNO 280
PROCNO 1
F2 - Acquisition Parameters
Date_ 20100527
Time 4.45
INSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
TD 32768
SOLVENT €De13
NS 32
2
6188.119 Hz
0.188846 Hz
2.6477044 sec
181
80.800 usec
8.00 usec
296.0 K
1.00000000 sec
1

= CHANNEL f1 =
1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz
F2 - Processing paramsters
sI 131072
SF 300.1300074 MHz
WD no
SSB 0
LB 0 Hz
GB 0
M\‘ PC 1.00
T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 2.5 2.0 1.5 1.0 0.5 ppm
Current Data Parameters
NAME 15-ACR001
EXENO 34
PROCHO 1
F2 - Rcquisition Parameters
Date_ 20100515
Time
INSTRUM spec
PROBHD 5 mm PABEO BB—
PULPROG zgpg30
™ 65536
SOLVENT CDC13
3000
4
18028.846 Hz
0.275098 Hz
1.8175818 sec
3250
27.733 usec
8.00 usec
296.0 K
2.00000000 sec
D11 0.03000000 sec
DO 1
CHANNEL £1
NUC1 13¢
P1 11.75 usec
PL1 0 dB
PL1W 31.14739227 W
SFOL 75.4752953 MHz
CHANNEL £2
CPDPRGZ waltz16
nyc2 1H
PCPD2 100.00 usec
PL2 -2.00 dB
PL12 17.05 dB
PL13 19.00 dB
el L2 37.02396774 W
PL12W 0.46076876 W
PL13W 0.29409182 W
SFO2 300.1312005 MHz
T T T T T T T T [ F2 - Processing parameters
160 140 120 100 80 60 40 20 ppmsI 32768
SF 75.4677416 MHz
WD no
558 0
LB 0 Hz
GB 0
PC 1.40

S63



(R)-N-(4-Methoxyphenyl)-N-(pent-1-en-3-yl)acetamide (10b)

M60\©\NJ%O
A

10b

Current Data Parameters

NAME 15-ACR288
EXPNO 740
PROCNG 1
F2 - Acquisition Parame
Date_ 20140805
Time 5.38
TNSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
hiv) 32768
SOLVENT €De13
NS 16
DS 2
SWH 6188.119
FIDRES 0.188846
AQ 2.6477044
RG 7
DW 80.800
DE 8.00
TE 295.9
Dl 1.00000000
DO 1

Hz
Hz
sec

usec
usec

=

sec

= CHANNEL f1 =
1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz
F2 - Processing parameters
ST 384
SF 300.1300064 MHz
WoW EM
SsB 0
LB 0.30 Hz
GB 0
) J BC 1.00

7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm
Current Data Pazsmeters
vy 13-AZR288
o '.'EE‘
Accuisition Paramsters
20119863
0.03000000
™2 1
CHANWLL 21
BLTE J
0.29409182 %
300.1322008
T T T T T T T T T T
~ac 160 140 120 100 a0 1) 40 22 =]
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(R)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)acetamide (10c)

O
/\/k/

10c

Current Data Parameters

NAME 15-ACR281
EXPNO €60
PROCNG 1

F2 - Acquisition Parameters
Date_ 20140728
Time 22.26
TNSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

hiv) 32768
SOLVENT €De13

NS 16

DS 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 7

DW 80.800 usec
DE 8.00 usec
TE 296.6 K
Dl 1.00000000 sec
DO 1

= CHANNEL f1 =
1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MH=z
F2 - Processing parameters
SI 384
SF 300.1300065 MH=z
WOH EM
SSB 0
LB 0.30 Hz
GB 0
J J PC 1.00
T T T T T T T T T T T T T T T T
7.5 7.0 &.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5  9ppm
Cazrenl Dala Paraselers
ME 15-ACRZAZ
#ing para a
T T T T T T T T T 1274
180 160 1490 120 100 82 €0 40 20 €2.8352390 MHz

S65
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1.80
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(R)-N-(4-Methoxyphenyl)-N-(oct-1-en-3-yl)acetamide (10d)

O
/\/\/k/

10d

Current Data Parameters

Corrent Data Pazsmeter

B

= CHANNEL f1 =

NAME 15-ACR289
EXPNO 150
PROCNG 1

F2 - Acquisition Parame
Date_ 20140808
Time 10.16
TNSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

hiv) 32768
SOLVENT €De13

NS 16

DS 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 362

DW 80.800 usec
DE 8.00 usec
TE 296.3 K
Dl 1.00000000 sec
DO 1

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MH=z

F2 - Processing parameters
ST
SF 300.1300066 MH=z
WowW EM
S5B 0
LB 0.30 Hz
GB 0

J 2C 1.00

15-ACR28%¢
a0

Accuisition Paramsters

[

0

100

S66

20110808

6.2



N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)acetamide (10e)

O,N

10e

Current Data Parameters

NAME 15-ACR242
EXPNO 330
PROCNG 1

F2 - Acquisition Parame
Date_ 20140410
Time 12.34
TNSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

hiv) 32768
SOLVENT €De13

NS 16

DS 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 7

DW 80.800 usec
DE 8.00 usec
TE 296.0 K
Dl 1.00000000 sec
DO 1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MH=z

F2 - Processing parameters

SF 300.1300079 MH=z
EM

LB 0.30 Hz

1} PC 1.00

8 3 2 1 ppm
Current Data Parameters
NAME 15-ACR242cc
EXPNO 60
PROCHG 1
F2 - Acquisition Parameters
Date_ 20140411
Tine 1
INSTRUM spect
PROBHD 5 mm PABBO BE-
PULPROG zgpg30
™ 65536
SQLVENT cDC13
NS 2048
DS 4
SWH 32894.738 Hz
FIDRES 0.501934 Hz
AQ 0.9961972 sec
RG 3250
oW 15.200 usec
DE 10.00 usec
TE 200.0 K
D1 2.00000000 sec
D11 0.03000000 sec
DO 1
CHANNEL £1
nuCl 13C
Pl 10.20 usec
FL1 1.50 dB
PLIW 51.74793243 W
SFO1 125.7761482 MHz
CHANNEL £2
CPDPRG2 waltzl6
HUC2 1H
PCPD2 100.00 usec
PL2 1.00 dB
PL12 19.99 dB
PL13 21.00 dB
l PL2W 19,75309753 W
L12W 24925002 W
PL13W 0.19753097 W
SFOZ 500.1550006 MHz
T T T T T T T T T T F2 - Processing parameters
SI 32768
160 140 120 100 80 60 40 20 ppmE; 125 16ae50 e
WoW EM
55B a
LB 1.00 Hz
GB o
PC 1.40
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N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)-2-phenylacetamide (10f)

O,N

10f Current Data Parameters
NAME 15-ACR0S52
EXPNO 180
PROCNO 1
F2 - Acquisition Parame
Date_ 20110803
Time 13.10
TNSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
™o 32768
SOLVENT €De13
NS 16
DS 2
SWH 6188.119
FIDRES 0.188846
AQ 2.6477044
RG 362
DW 80.800
DE 8.00
TE 296.0
Dl 1.00000000
DO 1

B

-6C 140 122 1¢0 en &6C 32

S68

= CHANNEL f1 =

== CHANWEL I

18

11.05

2.00
37.02396774
300.1318524

300.1300087
EM

0
0.30

0
1.00

Corrent Data Pazsmeters
] -

F? - Processing pa-areLers

B8

Hz
Hz
sec

usec
usec

=

sec

usec
dB

w
MHz

Processing parameters

MHz

Hz




(R)-N-(Hex-1-en-3-yl)-N,2-diphenylacetamide (10g)

s
A

109

Current Data Parameters

NAME 15-ACR0OS57
EXENO 230
PROCNG 1

F2 - Acguisition Parame
Date_ 20111006
Time 13.10
THSTRUM spect
PROBHD 5 mm PABBO EB-
PULPROG zg30

D 32768
SOLVENT CDCl3

NS 16

DS 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 322

DW 80.800 usec
E 8.00 usec
TE 296.0 K
D1 1.00000000 sec
D0 1

Pl 11.05 usec
PLL 2.00 dB
PL1W 37.02396774 W
SFO1 300.1318534 MH=z
F2 - Processing parameters
SI 16384
SF 300.1300067 MH=z
WDW EM
SSB 0
LB 0.30 Hz
GB 0

L L i PC 1.00

T T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

Current Data laz
15-ACKI

100.C0

1.C0
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N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)-2-phenylacetamide (10h)

MeO

10h

Current Data Parameters

NAME 15-ACR047
131
1
F2 - Acquisition Parame
20110510
18.37
spect
5 mm PABBO BB-
zg30
32768
CDC13
16
2
6188.119 Hz

0.188846 Hz
2.6477044 sec
362
80.800 usec
296.1 K
1.00000000 sec
1

= CHANNEL f1 =

18
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MH=z

£z sing parameters
ST
SF 300.1300062 MHz
WoW EM
ss 0
LB 0.30 Hz
GB 0
PC 1.00

T

pem

urrest Data Pazsmeters

15-AZRDLT

481
¥Z - Acouisition Paramsters
20120513

S70
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(R)-N-(4-Methoxyphenyl)-N-(oct-1-en-3-yl)-2-phenylacetamide(10i)

gy
/\/\/k/

10i

Current Data Parameters

NAME 15-ACR292
EXPNO 110
PROCNG 1

F2 - Acquisition Parame
Date_ 20140814
Time 10.14
TNSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30

hiv) 32768
SOLVENT €De13

NS 16

DS 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 7

DW 80.800 usec
DE 8.00 usec
TE 296.0 K
Dl 1.00000000 sec
DO 1

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MH=z

F2 - Processing parameters
ST 384

SF 300.1300062 MHz
WoW EM

SsB 0

LB 0.30 Hz
GB 0

PC 1.00

Corrent Data Pazsmet

15-ACR292¢

Aoouisition Parameters

1e0 149 120 _cc

571

WO
LB
R
24

20140813
“3.15
=P




(R)-N-(4-Methoxyphenyl)-N-(pent-1-en-3-yl)-2-phenylacetamide (10j)

gy
A

10j

Current Data Parameters

NAME 15-ACR294
EXPNO 560
PROCNG 1
P2 - Acquisition Parame
Date_ 20140815
Time 17.02
THSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
D 32768
SOLVENT CDCl3
NS 16
DS 2
SWH 6188.119
FIDRES 0.188846
AQ 2.6477044
RG 287
DW 80.800
E 8.0
TE 296.0
D1 1.00000000
TDO 1

Hz
Hz
sec

usec
usec

sec

Ppm

WA

~60 140 120 100 an

572

Accuisition

2.00
37.02396774
300.1318534

300.1300087
M

0.30

1.00

Corrent Data Pazsmeters
15-hrar04

~BTR2S

usec
dB
W
MHz

F2 - Processing parameters
16384

MHz

Hz

Paramstess



(R)-N-(4-Methoxyphenyl)-N-(4-methylpent-1-en-3-yl)-2-phenylacetamide (10k)

o8

=

10k

Current Data Parameters

NAME 15-ACR304
EXENO 30
PROCNG 1

F2 - Acguisition Parame
Date_ 20140919
Time

THSTRUM spect
PROBHD 5 mm PABBO EB-
PULPROG zg30

D 32768
SOLVENT CDCl3

NS 16

DS 2

SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 322

DW 80.800 usec
E 8.00 usec
TE 296.0 K
D1 1.00000000 sec
D0 1

Pl 11.05 usec
PLL 2.00 dB
PL1W 37.02396774 W
SFO1 300.1318534 MH=z

F2 - Processing parameters
ST 16384
SF 300.1300069 MHz
wWDW EM
SSB 0
LB 0.30 Hz
GB 0

J L ﬁ PC 1.00

T T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

Currest Data lazsmet
15-ACRID4,

<0

Aoouisition Parameters

20190815

o
i =
o

_6C 120 102

S73



(S)-N-(4-Methoxyphenyl)-2-phenyl-N-(1-phenylallyl)acetamide (10I)

o8

=

101

Current Data Parameters

NAME 15-ACR297
EXPNO 130
PROCNO 1
F2 - Acquisition Parame
Date_ 20140903
Time 10.17
TNSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
™o 32768
SOLVENT €De13
NS 16
DS 2
SWH 6188.119
FIDRES 0.188846
AQ 2.6477044
RG 362
DW 80.800
DE 8.00
TE 296.0
Dl 1.00000000
DO 1

I

T T T T T T T T T T T T T T T T
7.0 6.5 €.0 5.5 5.0 4.5 4.0 3.5 3.0

rz
Dute
T

“
TRUM

60

i
=

S74

= CHANNEL f1 =

Aoouisition

18

11.05

2.00
37.02396774
300.1318524

300.1300087
EM

0.30

1.00

15-ACR2HT

20199803

3.5

Hz
Hz
sec

usec
usec

=

sec

usec
dB

w
MHz

Processing parameters

MHz

Hz

Paramsters




(S)-N-(4-Methoxyphenyl)-N-(1-(4-nitrophenyl)allyl)-2-phenylacetamide (10m)

=

O,N

10m Current Data Parameters
NAME 15-ACR299

EXPNO 30

PROCNC 1

F2 - Acquisition Parame

20140908

9.48

RUM spect
5 mm PABBO BB-

ROG 2g30
32788

NT CDC13
16

2
6188.119 Hz
ES 0.188846 Hz
2.6477044 sec

2

36
80.800 usec
8.00 usec
)

296.0
1.00000000 sec
1

=

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MH=z

F2 - Processing parameters

ST
SF 300.1300065 MHz
WoW EM
SsB 0
LB 0.30 Hz
GB 0

J N PC 1.00

T T T T T T T T T T T T T T T T T
g.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

Currest Data Pazsmeters
NRM 15-ATRI B9ce]

Q3000000

CHANNEL £1

S75



(R)-N-(3,7-Dimethylocta-1,6-dien-3-yl)-N-(4-methoxyphenyl)-2-phenylacetamide

(10n)

Me,N o

N =
10n - .
urrent Data Parameters
NAME 15-ACR302
EXPNO 340
PROCNG 1
F2 - Acquisition Parame
Date_ 20140915
Time 15.05
TNSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
hiv) 32768
SOLVENT €De13
NS 16
DS 2
SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 322
DW 80.800 usec
DE 8.00 usec
TE 295.7 K
Dl 1.00000000 sec
DO 1
= CHANNEL f1 =
1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz
F2 - Processing parameters
SI
sF 300.1300064 MHz
WOH EM
SSB 0
LB 0.30 Hz
GB 0
J | PC 1.00
T T T T T T T T T T T T T T T
7.5 7.0 €.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm
Currect Data Pazsmeters
MAM 13-AZRICT
oo
Acouisition Peramstess
20140213
LR3E00DE0
CAANNEL L
T T T T T T T T T T F? - Processing pa-areLers
60 14C 120 100 a0 60 40 20 PpmEs 32768

S76




(S)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)propionamide ((ent)-100)

eh

NN

(ent)-100
Current Data Parameters
NAME 15-ACR059
EXPNO 310
PROCNG 1
F2 - Acquisition Parame
Date_ 20111114
Time 14.00
TNSTRUM spect
PROBHD 5 mm PABBO BB-
PULPROG zg30
hiv) 32768
SOLVENT €De13
NS 16
DS 2
SWH 6188.119 Hz
FIDRES 0.188846 Hz
AQ 2.6477044 sec
RG 7
DW 80.800 usec
DE 8.00 usec
TE 296.0 K
Dl 1.00000000 sec
DO 1
= CHANNEL f1 =
1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MHz
F2 - Processing parameters
SI 384
sF 300.1300063 MHz
WOH EM
SSB 0
LB 0.30 Hz
GB 0
J PC 1.00
T T T T T T T T T T T T T T T
7.0 €.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm
Currert Data lazsmeters
15-RCRO5 P red
T T T T T
180C l6C 140 _2C ico

S77




N-(5-Phenylpent-1-en-3-yl)acetamide

HN™ ~O

M i

Current Data Parameters

NAME 15-ACR032
EXPNO 230
PROCNC 1
F2 - Acquisition Parame
20100816

15.35

RUM spect
5 mm PABBO BB-

ROG 2g30
32788

NT CDC13
32

2
6188.119 Hz
ES 0.188846 Hz
2.6477044 sec

406

80.800 usec
8.00 usec
)

296.0
1.00000000 sec
1

=

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MH=z

F2 - Processing parameters
ST

SF 300.1300063 MHz
WoW EM
SsB 0

LB 0.30 Hz
GB 0

PC 1.00

T T T T T T
7.5 7.0 6.5 .0 5.5 5.0 4.5 4.0 3.5 3.0

2.5

2.0

Corrent Data Pazsmeters
B

Acouisition Paramsters
20100816
5.06

0.03

CHANNLL 22

0.46C76B 7
a

9182

30c.

T T
183 160 1432 120 ico 20

o
o

S78




(R)-N-(Hex-1-en-3-yl)-2-phenylacetamide (12)

12

Current Data Parameters

NAME 15-ACR306.5
EXPNO 220
PROCNC 1
F2 - Acquisition Parame
20141211

11.30

RUM spect
5 mm PABBO BB-

ROG 2g30
32788

NT CDC13
16

2
6188.119 Hz
ES 0.188846 Hz
2.6477044 sec

6

45
80.800 usec
8.00 usec
)

296.0
1.00000000 sec
1

=

= CHANNEL f1 =

1H
11.05 usec
2.00 dB
37.02396774 W
300.1318534 MH=z

F2 - Processing parameters
ST

SF 300.1300000 MHz
WoW EM
SsB 0

LB 0.30 Hz
GB 0

PC 1.00

T T T T T T T T T T T T T
g.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0

Corrent Data Pazar
B 15-ACR3D

sters

579




HPLC Spectra of compounds 10, 11, 13

(R)-N-(4-Methoxyphenyl)-N-(5-phenylpent-1-en-3-yl)acetamide (10a)

Compound: MeO
LA

@NQ

10a
Column: Chiralpak AD-H
Method: rhexane/fPrOH (98/2), 1.0 ml/min, 250 nm
400 - 400
] I i
= __ | ; =1
F ] _ g %
200 . f ; E 200
] & o A\ F
B Wi [ ) o
™ ] 3 M C
04 e | r‘?,} o o
T T T T -
25 30 35 40
Minutes
UV Results
Retention Time Height Area Area Percent
2534 35455 1552583 0.82
34.04 2054975 187006542 99 18
Totals
2090430 188559127 100.00
Racemic reference:
504 _ [ 50
. | I L
i {
% i [ 1 | | EE
z 254 |- 1 25
ID \ : L
2 S :
ol— Jw ~ | AL | Lo
T T T T T T T T T T T T T T T r
25 30 35 40
Minutes
UV Results
Retention Time Height Area Area "o
25.60 251811 13821255 4997
34.08 197911 13835743 50.03
Totals
449722 27656998 100.00




(R)-N-(4-Methoxyphenyl)-N-(pent-1-en-3-yl)acetamide (10b)

Compound:
L
Nko
\/k/
10b
Column: Chiralpak AD-H
Method: rhexane/fPrOH (99.5/0.5), 2.0 ml/min, 250 nm
200 | \ £ 200
1 F N :
2 ; AN ] 3
100 — Il N, = ; 100
] | \ 2 r
- | © - —
E II g \\\.__. g E
1 S e [ | Lo
1 T T T T T -
200 225 250 275 300 325
Minutes
UV Results
Retention Time Height Area Area Percent
2198 974086 119287346 08.06
2896 26722 2363281 194
Totals
1000808 121650627 100.00
Racemic reference:
B [ =] L
] 3 _
100 ( i - 100
2 . . p - 2
E 50 . | \ - 50 €
1 | X [ N, r
i | Ay | \ L
4 | 8 \‘\ | L
. | ¥ N = L
o —1 8 ] —— 1o
L .1 & or 1 & L1 & 5 ———
225 250 275 30.0 25
Minutes
UV Results
Eetention Time Height Area Area "o
23.19 454778 40389187 5031
27.86 332660 30897877 49.69
Totals
787438 80287064 100.00
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(R)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)acetamide (10c)

Compound: MeO
W

A~

10c
Column: Chiralpak AD-H
Method: nhexane/fPrOH (99.2/0.8), 1.0 ml/min, 250 nm
150 ™ - 150
I\ I
100 P L 100
= | A\ r =
X | - T
|5 | \ L E
50 8 i L [ 50
5 I'g i
04— — = -—J_ |I E e l-D
e ok e e T Pl
30.0 325 35.0 375 400
Minutes
UV Results
Fetenhion Time Height Area Area Percent
31.13 22110 1236087 2.19
3444 625205 55189402 0781
Totals
647315 56425489 100.00
Racemic reference:
] ) ™ d
= N & n
] [ 4 | d
200 | A o E 200
] |I ! ."\1‘ g
S £ i [ 3 2
E 1 f | % r E
100 I [ \ E 100
_E I| 1 \ .II \ E_
i | ¥ ., S X
od— =] e [ i R Fo
1 T T T T T F
30.0 325 35.0 375 40.0
Minutes
UV Results
Fetention Time Height Area Area %
3049 1026674 74237332 4098
3495 705920 74285214 50.02
Totals
1732504 148522546 100.00
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(R)-N-(4-Methoxyphenyl)-N-(oct-1-en-3-yl)acetamide (10d)

Compound: MeO
oWy
W

10d

Column: Chiralpak AD-H
Method: nhexane/{PrOH (99/1), 1.0 ml/min, 250 nm
200 A - 200
] i _
1 [\ i
g 100 4 ! - 100 E::
1 =1 .! A [ 5
] « | N
] & .! = \ [
] ) B e [
of — —+ 3 — 1 o
i T T T T T r
250 275 300 325 350
Minutes
UV Results
Retention Time Height Area Area Percent
25.33 55772 3230889 3482
29.71 724026 79275372 96.08
Totals
779798 82506261 100.00
Racemic reference:
100 4 [\ L 100
| [\ f i
2 1 [ | ' 2
: 7 | L] | \ B
5 50 - 5 & Fo - 50 -
T fw X e\ i
1o N | & N
o % | S SO P
o A ———
25.0 275 30.0 325 350
Minutes
UV Results
Petention Time Height Area Area %
2465 484325 30652002 50.01
31.10 304550 30644569 4999
Totals
878875 61296571 100.00
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(R)-N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)acetamide (10e)

Compound: O,N
: N /ko
W
10e
Column: Chiralpak AS-H
Method: nhexane/fPrOH (96/4), 1.0 ml/min, 250 nm
| :
500 | N L 500
] [\ I
i | |
= J L =
§ 2501 o | Losp
- = L
i o | AN |
i 2 | = ‘\\ |
] . | AN :
0d— P | | % ] 1
i T T T T I
40 45 &0 b5 60
Minutes
UV Results
Retention Time Height Area Area Percent
43.07 176208 13305051 3.03
52.51 2264991 426026222 96.97
Totals
2441199 439331273 100.00
Racemic reference:
300 3 F 300
2004 | [\ F 200
3 | 4 r
E E o S
E ] | E E
100 4 . N\ 100
] P o A F
E | g -"-\ g ™, o
1 /- | | = ™~ | E
0 E = T r 0
[ NN S S S B S S S S S B S s e
40 45 R0 55 60
Minutes
UV Results
Retention Time Height Area Area %o
42.00 1200391 139695121 50.13
54.02 927212 138978320 4987
Totals
2127603 278673441 100.00
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(S)-N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)acetamide ((ent)-10e)

Compound: O,N
O
NS

(ent)-10e
Coluimn: Chiralpak AS-H
Method: nhexane/iPrOH (96/4), 1.0 ml/min, 250 nm
400 3 N E 400
] | r
] |\ [
] [ g
£ 2004 | L2000 %
] [ a ;
i f = L
] I~ o3 "
i | 5 Ly L
G| fiss . oy H
— /8 2
] . . r
40 45 60
Minutes
UV Results
Retention Time Height Area Area Percent
3092 1693275 172225072 06.03
53.48 79962 7123533 397
Totals
1773237 179348605 100.00
Racemic reference:
300 - 300
ERA 3
04 | [\ 200
] [ I o
2 E | 2 =
E E | g E
10094 | \ | \ F 100
E | b= I\\ [ E
- [l=:) Y () h -
1 | N | o | F
0= = & —0
e e L s e Ee e e e N T T T
40 45 50 60
Minutes
UV Results
Fetention Time Height Area Area %
42.00 1200391 139695121 50.13
54.02 927212 138978320 49 87
Totals
2127603 278673441 100.00
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(R)-N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)-2-phenylacetamide (10f)

Compound: L@
L
N O
W

10f

Column: Chiralpak AS-H
Method: nhexane/iPrOH (99/1), 0.8 ml/min, 250 nm
™\
3009 [ - 300
E { AN E
] | \ -
5 200 f \ F200 5
2 E - f 3 £
100 - 'I 100
E 8 |3 AN 4
0 = — Lo
3 T T T T T T F
70 80 90
Minutes
UV Results
Retention Time Height Area Area Percent
69.13 104507 14579767 2.56
77.19 1414643 535387762 97.44
Totals
1519150 569967529 100.00
Racemic reference:
; — )
] B [
] ™ 9 [
150 [ N - 150
100 100
2 1 | Y i 2
E ] . [ E
i | hY L
50 | L 50
] - | I
] = . [
] ] N \ i
0ol —g ; Lto
LA L L B B B B L B B B B B B B B B BN L B L B
60 70 80 G0
Minutes
UV Results
Retention Time Height Area Area %
63.60 680593 159083813 49.64
72.67 517449 161397341 530.36
Totals
1198042 320481156 100.00
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(S)-N-(Hex-1-en-3-yl)-N-(4-nitrophenyl)-2-phenylacetamide ((ent)-10f)

Compound:
I;l (6]
NN

(ent)-10f

Column: Chiralpak AS-H
Method: nhexane/iPrOH (99/1), 0.8 ml/min, 250 nm
i ~ L
100 [\ L 100
= : .I \. : g
B 50 | A L 50 E
i @ |
| \\ -f
4 I e \ o L
] | & N | - I I
J o - - — — [
0 ] I = i T 0
T T T T T
55 60 65 70 75 80
Minutes
UV Results
Retention Time Height Area Area Percent
60.26 479400 112201312 97.27
71.24 12821 3153737 273
Totals
492230 115355049 100.00
Racemic reference:
r = .
] 5 [
] ™ @ [
150 [\ (X - 150
5 1007 ' \ - 100 =
s B | \ | AN | s
E ] . . A E
4 | , |
50 4 | f \, [ 50
] [ \ / \ I
] |5 . | [
] | 2 AN L \ [l
U t_ | [(#] -I - = __ []
LI L L L B B B L B B B B BB L L L
60 70 80 a0
Minutes
UV Results
Fetention Time Height Area Area %
63.60 680593 159083815 49 64
72.67 517449 161397341 50.36
Totals
1198042 320481156 100.00
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(R)-N-(Hex-1-en-3-yl)-N,2-diphenylacetamide (10g)

Compound: L@
: N~ O
W

109

Chiralpak OD-H

Column:
Method: nhexane/fPrOH (99.5/0.5), 1.0 ml/min, 250 nm
750 e L 750
500 [ s00
= ] .'. ® [ =]
H g | \ A 2
250 2 AN L 250
] o / I
] X | 8 i
0] — 1/ = — L fo
T T T T T T
14 15 16
Minutes
UV Results
Fetention Time Height Area Area Percent
14.390 73203 1342038 1.44
15.10 3079112 01638905 08 56
Totals
3154313 02080043 100.00
Racemic reference:
50 5 L 50
2 1 [ ! 3
E 25 | | I 25 E
] = I\'\ I
| S ~ 1/ S [ [
0 ] — | Ll '_‘ 0
—_——T—
14 15 16 17
Minutes
UV Results
Retention Time Height Area Area %
14.80 231315 3854389 4975
15.99 206957 5913760 50.25
Totals
438272 11768149 100.00
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(R)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)-2-phenylacetamide (10h)

Compound:
Meo\©\
N (@)
W

10h

Column- Chiralpak OD-H
Method: nhexane/iPrOH (99.5/0.5), 1.0 ml/min, 250 nm
300 4 | 300
E [\ 3
2001 .. - 200
] [ \ r
=5 E f - =
z 1 | g z
100 = : \ A
1 = - 2
1 ] /| & \ F
D _: st f g e s | :_ D
1 T T T T T T T T T T i
20 21 22 23 24 25
Minutes
UV Results
Retention Time Height Area Area Percent
20.83 28968 955845 1.53
2212 1099892 61579853 08 47
Totals
1128860 62535698 100.00
Racemic reference:
] ~ I
."\.l -
500 \ % L 500
i | ol L
1 | et I
£ 2501 Y Fooag - 250
i | \.\- | \\ L
E | II |
] | @ \a, { \ |
| @ | N
1 { 12 B T . B
) | f o — I — | 0
- e
20 22 24 26 28 30
Minutes
UV Results
Retention Time Height Area Area %
21.98 2186734 145000785 4924
2531 1548836 149497607 50.76
Totals
3735570 294498392 100.00

S89




(S)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)-2-phenylacetamide ((ent)-10h)

Compound:
L £©
l;l (@]
NS

(ent)-10h
Column: Chiralpak OD-H
Method: nhexane/iPrOH (99 5/0.5), 0.5 ml/min, 250 nm
1000 4 I 1000
5 500 Lsoo o
2 | X 2
: -
i 3 |
J \ [ L
3 \ =
i | 8 " L~ |
T — S Lo
A T T T T T
40 45 50 L
Minutes
UV Results
Retention Time Height Area Area Percent
3067 3675804 537606759 04.52
47.24 239053 31175676 5.48
Totals
3014917 568782435 100.00
Racemic reference:
E ™ F
E & 3
300 5 I\ & 300
E | P E.
E [ \ N\ £
3 200 E .' | .I' Y E_ 200 3
E 3 | f N E E
E | | F
100 | f E 100
E | = | ~ E
] | & 2
] | % o] | _ r
03— = Il’ — L o
R T T T T T T T T T T T T T £
40 45 50 ci'd]
Minutes
UV Results
Retention Time Height Area Area %
39.56 1421333 138510923 47.73
4526 1038226 151702304 5227
Totals
2459559 290213227 100.00




(R)-N-(4-Methoxyphenyl)-N-(oct-1-en-3-yl)-2-phenylacetamide(10i)

Compound:
N~ SO0
/\/\/k/
10i
Column: Chiralpak AD-H
Method: nhexane/iPrOH (99.2/0.8), 1.1 ml/min, 250 nm
40 ~ 40
3 20 | F 20 z
E [ |I L
] 2 r
] <. | s
] 8 [t i
] — /| 2 i
U_: e '--.__|_T; g —— __I_ _—D
L T T T T T J
200 225 250 275 300 325
Minutes
UV Results
Retention Time Height Area Area Percent
23.48 9600 535870 3.19
27.00 157586 16887366 96.81
Totals
167276 17443245 100.00
Racemuc reference:
E . o E
] A =1 E
604 I o - 60
] [ ~ 3
5 407 | [N, - 40 5
ES E \ | E E
E E | "-, | "'1_ E E
207 [ [ £ 20
] . \ | E
E ,' E \ ,-' . =
0 _; R 2 — - — | z_[]
— — T T T T T T T T T T T T T T T T 2
200 225 250 275 300 325
Minutes
UV Results
Retention Time Height Area Area %
23.11 273744 10823003 50.28
27.20 182601 10508709 49.72
Totals
456345 30421802 100.00
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(R)-N-(4-Methoxyphenyl)-N-(pent-1-en-3-yl)-2-phenylacetamide (10j)

Compound:
Meo\©\
N 6]
\/k/

10j
Column: Chiralpak AS-H
Method: nhexane/fPrOH (99/1), 1.0 ml/min, 250 nm
E ™ 3
200 i 9 - 200
: | g
S ] ( r 2
E 100 f - L1000  F
. ! = r
1 = kY : o
] | = N 3 r
] e \ | | N
o+— & S —— Lo
1 T T T F
30 35 40 45
Minutes
UV Results
Retention Time Height Area Area Percent
3314 980570 124733455 08.05
44 14 24278 2484027 105
Totals
1013848 127217482 100.00
Racemuc reference:
] o [
40 - F 40
] M = I
] [ = [
3 I ~ s
] | i\ r
] | \ Y N 3
T 20 £ Lo 2
. [ = : A n
] A E Yy Ry :
D . l./ g J — | 3 D
7 T T T T T T T T T T T T T T T |
35 40 45 50
Minutes
UV Results
Retention Time Height Area Area %
36.12 164528 14252824 4997
45.11 123511 14267714 50.03
Totals
288039 28520538 100.00
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(R)-N-(4-Methoxyphenyl)-N-(4-methylpent-1-en-3-yl)-2-phenylacetamide (10k)

Compound:

QINPOLIL MeO L@
: N (6]
W

10k
Column: Chiralpak AD-H
Method: nhexane/iPrOH (99/1), 1.0 ml/min, 250 nm
100 A 100
> ] I
] 504 I 50 E
J \ r~- |
| | — L
_ | o o |
1 | = M o, I
ol—~2 g — | Lo
B T T T T T T T T T T :
32 3 36 36 40 42
Minutes
UV Results
Retention Time Height Area Area Percent
3381 459368 38536637 07 40
38.72 12866 1026833 2.60
Totals
472234 39563470 100.00
Racemic reference:
1004 . - 100
| I'. I| I". : =
T s [\ L0 E
: - ...\ .I'I - :
_ e & /| & . .
0 VAT ~ |/ @ O L,
| [r] | [3r]
= T T LA I B B R | ———————
300 325 350 Frs 400 425
Minutes
UV Results
Retention Time Height Area Area %
3241 441541 34898976 4990
36.95 381735 35038954 50.10
Totals
823276 69937930 100.00

S93




(S)-N-(4-Methoxyphenyl)-2-phenyl-N-(1-phenylallyl)acetamide (10l)

Compound:

MeO
101
Colummn: Chiralpak AD-H
Method: nhexane/fPrOH (95/5), 1.0 ml/min, 250 nm
1000 - [ L 1000
i . L
| f L
= =
3 1 | - <
h 500 P | - 500
] @ \ L
d - | L
U__ /P“_‘u.J_ | g \”"---_I_.__D
1 T T T T ]
20 25 30 35 40 45
Minutes
UV Results
Retention Time Height Area Area Percent
25.57 264643 12959655 257
3824 4961754 490774246 9743
Totals
5226397 503733901 100.00
Racemic reference:
] ; - |
1 fl =4 I
100 I g - 100
i (1 I
| i
= 7 ok |1 [ 3
L | | 3
50+ | 1 ( 50
: IG .Iu I! :
B = '... ;I '-._\ L
| 15 N / s L
04— (& - — 1o
i — T T — T T T T T T L T T T T |
20 25 30 35 40 45
Minutes
UV Results
Retention Time Height Area Area %
25.11 497583 288680035 50.04
38.04 329004 28825049 4996
Totals
826587 57693144 100.00
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(S)-N-(4-Methoxyphenyl)-N-(1-(4-nitrophenyl)allyl)-2-phenylacetamide (10m)

Compound: M90\©\
N (0]
o
O,N

10m
Column- Chiralpak AD-H
Method: nhexane/ifPrOH (93/7), 1.0 ml/min, 250 nm
400 - 400
] i i
= 200 4 | - 200 z
% ] e | [ ‘E
] 4 | B
] 3 [~ _‘
] . | B N\ i
0- Pl o S
T T T T 3
40 45 50 55 60
Minutes
UV Results
Retention Time Height Area Area Percent
44 69 119776 11427540 5.13
53.77 1539616 211446841 04 .87
Totals
1659392 222874381 100.00
Racemic reference:
500 - - 500
2 ] |\ / [ 2
E ] | | | L E
250 [\ f - 250
- II % -I\._. I, R \\ -
] = N |~ e :
0 < — 1 J g = [l
== L R B . S T B B | LA B B | g
40 45 50 b5 60
Minutes
UV Results
Retention Time Height Area Area %
43.76 2571144 270733009 50.00
5272 1978847 270723678 50.00
Totals
4549991 541456687 100.00
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(R)-N-(3,7-Dimethylocta-1,6-dien-3-yl)-N-(4-methoxyphenyl)-2-phenylacetamide

(10n)
Compound:
N~ ~0
Me,,
™ =
10n
Column: Chiralpak AD-H
Method: nhexane/fPrOH (99/1), 1.0 ml/min, 250 nm
500 L 500
: f :
- | B | r -
250 [\ L250 B
B o | '.I L
R 2 [ \ r
R : P~ 5 L
] & 8 . I
TA. = .. — | 1o
L T T T T T T
200 225 250 275 300 325
Minutes
UV Results
Retention Time Height Area Area Percent
22.19 45778 1875097 1.06
24.54 2177843 175458890 08.94
Totals
2223621 177333987 100.00
Racemic reference:
200 ] - 200
] [ [
2 ] | [ r =
< 100 i | L1002
: 5 \ /2 \ -‘
1 - AN | ~ N ‘
D__._. i E = -.J-"' x ""'--__I '_D
e o e M i e e e e e e
20 22 24 26 28
Minutes
UV Results
Retention Time Height Area Area %
22.00 817422 40223516 4903
24.71 686481 40338059 50.07
Totals
1503903 80561575 100.00
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(S)-N-(Hex-1-en-3-yl)-N-(4-methoxyphenyl)propionamide ((ent)-100)

Compound: Me0\©\ l
l;l (@)
NS

(ent)-100

Column: Chiralpak AD-H
Method: nhexane/iPrOH (99 4/0.6), 1.0 ml/min, 250 nm
4001 f " 400
1 I E
=y - | ".I B =
2 ; | : 2
200 4 | [=] F 200
a { 1 3 C
1 | = L
] s N = 5
1 =] L r
CE A — — o
1 T T T T 2
225 25.0 275 30.0 5 350
Minutes
UV Results
Retention Time Height Area Area Percent
2491 2065812 137836072 05.83
30435 79924 5999156 4.17
Totals
2145736 143835228 100.00
Racemic reference:
200 200
N A = B
] [y = L
i |\ =~ [
] [ = -
i | - [
2 100 [\ \ L1002
v ] [i \ [ v
] [ i
2 | { N\ N
1 g & | N r
i { ) \\ .'I L
04 - O | s il g
B e e e e T T T T T T T T T 7T 1
250 275 300 325 35.0 375
Minutes
UV Resuits
Retention Time Height Area Area %o
26.44 T48825 43718453 50.01
31.70 491649 45698024 4999
Totals
1240474 91416477 100.00
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(S)-N-(Hex-1-en-3-yl)-N-phenylpropionamide ((ent)-10p)

Compound: ©\ l
l;l (@)
NS

(ent)-10p

Colummn: Chiralpak AS-H
Method: nhexane/iPrOH (99.5/0.5), 1.0 ml/min, 250 nm
] % i
500 4 L 500
g | !! ‘\“\ L i
250 f A o Losp
| = L
i ! B
_ | \ 5 i
N .I % \\H L o L
04 A | -l-'_ _ | 0
| T T T T I
10 1 12 13
Minutes
UV Results
Retention Time Height Area Area Percent
10.68 2508081 90751217 0493
12.07 167260 4846645 5.07
Totals
2676241 95597862 100.00
Racemic reference:
3003 E 300
] ~ 3
2004 [\ - 200
S E | g 2
E E | \ | \ £ E
1004 AN 00
_E ,'I F‘: '-_\ | 8 \\\\ E_
E i AN /@ ™ g
e /) o Gl e | Eo
] LI — T 1 T T T T T T T L LI B g
105 11.0 115 12.0 125
Minutes
UV Results
Retention Time Height Area Area %
10.78 1274790 23202491 50.20
11.66 1060709 24913499 4971
Totals
2335409 50115990 100.00
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(R)-N-(4-Methoxyphenyl)-5-phenylpent-1-en-2-amine (11)

Compound: PMP-
NH
11
Column: Chiralpak OD-H
Method: nhexane/iPrOH (98.2/1.8), 0.8 ml/min. 250 nm
150 7% - 150
1004 L 100
= i \'-. : =
= Y Y
£ r E
50 @ L - 50
r~ i N i
& & B :
El—_ ]_.L_. __._I_ - - E ""——J_. _—l:l
SR T T 2 T T T o y
Pl 23 24 25 26
Minutes
UV Results
Fetention Time Height Area Area Percent
22,72 6184 200467 080
2427 593878 25547745 9920
Totals
600062 25754212 100.00
racemic reference:
] N\ [
i e L
500 {0 N - 500
2 ] i 2
| ] : ' I E
250 | 5 250
1 f ' Y i
n { I~ .\\ = *, L
© Y & L) I
04 I 3 & : o
T T T T T T T T T
23 24 25 26 27
Minutes
UV Results
Fetention Time Height Area Area %
21377 2505163 107305928 4934
23.27 2271522 110191186 50.66
Totals
4776687 217497114 100.00
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Reference:

750 L 750
500 f L 500
2 ] [ i 2
E 1 | L v
250 & , L 250
i o | \ L
] o~ /8 \. L
0] — S o — !
] I o ro
T
20 21 22 23 25
Minutes
UV Results
Fetention Time Height Area Area %
2139 93660 3083069 2.50
2290 3113848 120438442 97.50
Totals
3209508 123523511 100.00
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(R)-Hex-1-en-3-amine (13) via Tosyl Protection

pTsCl, pyridine,

Compound: CH,Cl,,
NH2  RT, 14h pTs

A T O

13
Column: Chiralpak OD-H
Method: nhexane/IPrOH (94/6), 1.0 ml/min, 250 nm
600 5 . - 600
& | 3
B | o
N E , Fa00
z E .' \ 8 [
] | % =] r
200 4 , \ =] 200
E | o AN o 3
E | ™ LY e -
- ) q . L
u E . o o _I ’_-;-_I ;_ U
6 T T T T T T F
8 ] 10 11
Minutes
UV Results
Retention Time Height Area Area Percent
842 2764665 64944144 9858
10.10 51550 933230 142
Totals
2816215 63877374 100.00
Racemuc reference:
400 ) N - 400
E [ N r
] | | ‘-._. B
2 ] i : 3
E 200 | | \ F200 €
: \ fe X g
] [~ X | = : g
] | & Y | [ 2 \\_ r
0 7 R E— s —tre” — = r ]
L e e e e e L B e e e e e e N e
9 10 1
Minutes
UV Results
Retention Time Height Area Area %
9.00 1831669 39100791 4984
1037 1563818 39344027 30.16
Totals
3305487 78444818 100.00
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Reference:

1500 1500
| ™ L
1000 - [ L 1000
3 1 A\ : :
s004 | 3 500
] | = i
i | % \ - |
| .,
1 o ~— o L
04 I w — T —1 -0
—T——— T ————
9 10 11
Minutes
UV Resnlts
FEetention Time Height Area Area %
895 5520796 189997383 0494
11.00 437950 10133548 5.06
Totals
5958746 200130933 100.00
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