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General remarks

All reagents were obtained from commercial sources and used as received. Technical
grade petroleum ether (40-60°C bp.) and ethyl acetate were used for chromatography
column.

'H NMR spectra were recorded in CDCl3; at ambient temperature on Bruker
AVANCE I 300, 400, 500 or 600 spectrometers at 300.1, 400.1, 500.1 or 600.1 MHz,
using the solvent as internal standard (7.26 ppm). 3C NMR spectra were obtained at 75,
100, 125 or 151 MHz and referenced to the internal solvent signals (central peak is 77.2
ppm). Chemical shift (8) and coupling constants (J) are given in ppm and in Hz,
respectively. The peak patterns are indicated as follows: s, singlet; d, doublet; t, triplet;
g, quartet; m, multiplet, and br. for broad.

GC analyses were performed with GC-7890A (Agilent) equipped with a 30-m capillary
column (HP-5ms, fused silica capillary column, 30 M*0.25 mm*0.25 mm film
thickness), was wused with No/air as vector gas. GCMS were measured by
GCMS-7890A-5975C (Agilent) with GC-7890A equipped with a 30-m capillary
column (HP-5ms, fused silica capillary column, 30 M*0.25 mm*0.25 mm film
thickness), was used with helium as vector gas. HRMS were measured by MAT 95XP
(Termol) (LCMS-IT-TOF).

Compounds 2m were collected at 100 K on a Rigaku Oxford Diffraction
Supernova Dual Source, Cu at Zero equipped with an AtlasS2 CCD
using Cu Ka radiation. Data reduction was carried out with the diffractometer's
software.

The following GC conditions were used: initial temperature 80 °C, for 2 minutes, then
rate 20 °C/min. until 260 °C and 260°C for 20 minutes.

General procedure for RuHCI(CO)(PPh3); catalyzed selective C-H mono-silylation
of amide derivatives with hydrosilane

Ru(PPh3);(CO)HCI (0.025 mmol, 23.8 mg), amide (0.5 mmol), triethylsilane (2.0
mmol), KOAc (0.25 mmol, 25 mg), norbornylene (2.0 mmol, 188 mg) and toluene (2
mL) were introduced in a tube under N2, equipped with magnetic stirring bar and was
stirred at 120 °C. After 20 or 36 h, the conversion of the reaction was analyzed by gas
chromatography. The solvent was then evaporated under vacuum and the desired
product was purified by using a silica gel chromatography column and a mixture of
petrol ether/ethyl acetate as eluent.

General procedure for RuHCI(CO)(PPh;); catalyzed selective C-H mono-silylation
of anilide derivatives with hvdrosilane

Ru(PPh3)3(CO)HCI (0.0125 mmol, 11.9 mg), anilide (0.25 mmol), triethylsilane (1.0
mmol), KOAc (0.125 mmol, 12.5 mg), MSE (1.0 mmol, 130 pL) and NMP (1 mL) were
introduced in a tube under Nz, equipped with magnetic stirring bar and was stirred at
120 °C. After 20 h, the conversion of the reaction was analyzed by gas chromatography.
The solvent was then evaporated under vacuum and the desired product was purified by
using a silica gel chromatography column and a mixture of petrol ether/ethyl acetate as
eluent.
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Table 1. Optimization of Ru(Il)-catalyzed ortho C-H silylation of anilide 3a

R » RUHCI(CO)(PPhy)s (5 mol%) SiEts
+ H-SiEt; N
o NMP, KOAG, Alkene @ I
3a 4a

130°C, 20 h, Ar

entry Alkene additive solvent GC-yield
(%)
1 NBE KOAc NMP 9
2 TBE KOAc NMP 29
3 DTBP KOAc NMP 9
4 TMBE KOAc NMP 14
5 NBD KOAc NMP 5
6 MSE KOAc NMP 53
7 MSE KOAc NMP 60P (57°%)
8 MSE KOPiv NMP 51
9 MSE KOPiv Heptane 5
10 MSE KOAc DCE 0
11 MSE KOAc 1,4-dioxane 0
12 MSE KOAc toluene 8

anilide 3a (0.25 mmol), EtsSiH (1.0 mmol), RuHCI(CO)(PPh3)3 (5 mol%), KOAc (0.125 mmol), alkene (1.0 mmol), NMP (0.5 mL),
at 130 °C for 20 h, under N>. “NMP (1 mL), 120 °C. ¢ Isolated yield of 4a.

0 H H
RuHCI(CO)(PPhj); (5 mol%)
N + HSiEt, > N
| KOAc (50 mol%) |
1a 1a'

Toluene (2 mL), 110°C, 16 h
18% GC-yield

0 H H
RuHCI(CO)(PPh3); (5 mol%)

N + H,3SiPh > N

| KOAC (50 mol%) |

1a 1a'

Toluene (2 mL), 110°C, 16 h
a
85% yield

Scheme S1. Ruthenium catalyzed reduction of amide 1a.
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Characterization data of substrates

N,4-dimethyl-N-phenyl-2-(triethylsilyl)benzamide (2a)
SiEt; O

N
|

Green oil, yield = 78%, 132 mg, '"H NMR (500 MHz, CDCl3): & = 7.36-6.88 (m, 8H),
3.47 (s, 3H), 2.30 (s, 3H), 1.03-0.94 (m, 15H). BC{'H} NMR (125 MHz, CDCl3): § =
172.2, 139.6, 137.5, 136.7, 129.1, 129.0, 128.9, 128.4, 127.4, 126.5, 126.2, 38.5, 21.6,
7.8, 3.9. HRMS (EI): m/z calcd for C2iH3oNOSi [M+H]" 340.2091, found 340.2094.

4-ethoxy-N-methyl-N-phenyl-2-(triethylsilyl)benzamide (2b)
o~
|

NYQ
@ O SiEt

Brown oil, yield = 72%, 133 mg, '"H NMR (500 MHz, CDCls): § = 7.28-7.24 (m, 2H),
7.15-7.08 (m, 4H), 6.90 (brs, 1H), 6.55 (brs, 1H), 4.00-3.96 (m, 2H), 3.47 (s, 3H), 1.40
(t, 3H, J = 7.0 Hz), 1.03-0.94 (m, 15H). BC{'H} NMR (125 MHz, CDCL): § = 172.0,
158.3, 145.0, 139.4, 134.5, 129.9, 129.1, 126.6, 126.2, 122.6, 112.5, 63.3, 38.8, 14.9,
7.9, 3.9. HRMS (EI): m/z caled for C22H32NO2Si [M+H]" 370.2197, found 370.2199.

4-fluoro-N-methyl-N-phenyl-2-(triethylsilyl)benzamide (2¢)
SiEt; O
N
|
F
Brown oil, yield = 52%, 89 mg, 'H NMR (500 MHz, CDCl3): 8 = 7.34-6.71 (m, 8H),
3.48 (s, 3H), 1.03-0.95 (m, 15H). *C{'H} NMR (125 MHz, CDCl3): 6 = 171.2, 163.1,
161.1, 144.5, 141.2, 138.4, 130.2, 129.3, 126.6 (Jcr = 8.8 Hz), 122.6 (Jcr = 18.9 Hz),

114.6, 38.3, 7.8, 3.8. 19F NMR (470 MHz, CDCls): & = 112.8 Hz. HRMS (EI): m/z calcd
for C20H27NOFSi [M+H]* 344.1840, found 344.1841.

N,N-diethyl-5-methyl-2-(triethylsilyl)benzamide (2d)
SiEt; O

N7

N

Light yellow oil, yield = 70%, 107 mg, 'H NMR (500 MHz, CDCl5): 6 = 7.46 (d, 1H, J
=17.5Hz),7.17 (d, 1H, J= 7.5 Hz), 7.03 (s, 1H), 3.56 (d, 2H, J=7.0 Hz), 3.18 (d, 2H, J
=17.0 Hz), 2.35 (s, 3H), 1.29 (t, 3H, J=7.0 Hz), 1.12 (t, 3H, J=7.0 Hz), 0.93 (t, 9H, J =
8.0 Hz), 0.84-0.79 (m, 6H). *C{'H} NMR (125 MHz, CDCl3): § = 172.6, 143.6, 138.4,
136.2, 130.9, 128.6, 126.6, 43.6, 39.0, 21.4, 13.9, 12.8, 7.6, 3.6. HRMS (EI): m/z calcd
for Ci1sH3,NOSi [M+H]" 306.2248, found 306.2249.

N,N-dicyclohexyl-2-(triethylsilyl)benzamide (2¢)
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SHe

Light yellow oil, yield = 60%, 121 mg, 'H NMR (400 MHz, CDCl;): § = 7.58-7.56 (m,
1H), 7.33-7.28 (m, 2H), 7.16-7.14 (m, 1H), 3.27 (t, 1H, J = 11.6 Hz), 3.02 (t, 1H, J =
12.0 Hz), 2.78-2.61 (m, 2H), 1.85-1.45 (m, 12H), 1.31-1.28 (m, 4H), 1.09-0.86 (m,
17H). C{'H} NMR (100 MHz, CDCl5): & = 172.7, 145.2, 136.2, 135.0, 128.2, 127.4,
125.3,59.9, 56.3, 31.3, 26.9, 25.8, 25.5, 7.7, 3.9. HRMS (EI): m/z calcd for C2sH4NOSi
[M+H]" 400.3036, found 400.3010.

pyrrolidin-1-yl(2-(triethylsilyl)phenyl)methanone (2f)
SiEt; O

@AD

Colorless oil, yield = 52%, 75 mg, '"H NMR (300 MHz, CDCl3): § = 7.59-7.56 (m, 1H),
7.36-7.24 (m, 3H), 3.63 (t, 2H, J = 6.6 Hz), 3.23 (t, 2H, J = 6.6 Hz), 1.99-1.83 (m, 4H),
0.97-0.81 (m, 15H). BC{'H} NMR (75 MHz, CDCl3): & = 171.1, 144.2, 136.1, 134.8,

128.5, 127.9, 126.1, 49.5, 45.8, 26.2, 24.7, 7.6, 3.6. HRMS (EI): m/z calcd for
C27H2sNOSi [M+H]" 290.1940, found 290.1921.

piperidin-1-yl(2-(triethylsilyl)phenyl)methanone (2g)
SiEt3 O

0

Colorless oil, yield = 67%, 102 mg, 'H NMR (600 MHz, CDCl3): 8 = 7.57-7.55 (m, 1H),
7.34-7.32 (m, 2H), 7.18-7.17 (m, 1H), 1.67-1.63 (m, 6H), 1.53-1.44 (m, 2H), 1.28-1.19
(m, 2H), 0.92 (t, 9H, J = 7.8 Hz), 0.89-0.82 (m, 6H). *C{'H} NMR (150 MHz, CDCl5):

0=171.4,143.1, 136.2, 135.3, 128.5, 127.8, 126.0, 48.7, 42.6, 26.3, 25.7, 24.8, 7.7, 3.7.
HRMS (EI): m/z caled for C1sH30NOSi [M+H]" 304.2091, found 304.2093.

(4-methyl-2-(triethylsilyl)phenyl)(morpholino)methanone (2h)
SiEt3 O
N
@)
White solid, yield = 78%, 124 mg, 'H NMR (500 MHz, CDCl3): 8 = 7.38 (s, 1H),
7.18-7.16 (m, 1H), 7.09 (d, 1H, J = 7.5 Hz), 3.88-3.71 (m, 4H), 3.62 (t, 2H, J = 4.5 Hz),
3.44-3.24 (m, 2H), 2.38 (s, 3H), 0.95 (t, 9H, J = 8.0 Hz), 0.86-0.82 (m, 6H). *C{'H}
NMR (125 MHz, CDCls): 6 = 171.8, 138.9, 137.8, 137.1, 135.7, 129.1, 126.3, 66.9,

66.7, 48.1, 42.1, 21.6, 7.7, 3.7. HRMS (EI): m/z caled for CisH3NO,Si [M+H]*
320.2040, found 320.2042.

N-methyl-N-phenyl-3-(triethylsilyl)furan-2-carboxamide (2i)
N
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Green solid, yield = 83%, 131 mg, '"H NMR (600 MHz, CDCIl3): 8 = 7.30-7.28 (m, 2H),
7.21-7.18 (m, 1H), 7.08-7.03 (m, 3H), 6.31 (s, 1H), 3.43 (s, 3H), 0.97 (t, 9H, J = 7.8 Hz),
0.90-0.86 (m, 6H). C{'H} NMR (150 MHz, CDCl3): 6 = 161.3, 152.2, 144.8, 142.4,
129.1, 126.5, 126.1, 123.2, 116.7, 38.5, 7.7, 3.5. HRMS (EI): m/z calcd for Ci1sH26NO>Si
[M+H]" 316.1727, found 316.1729.

N,N-dibenzyl-3-(triethylsilyl)furan-2-carboxamide (2j)

Et;Si— X\ ©

%
Colorless oil, yield = 88%, 178 mg, 'H NMR (500 MHz, CDCl3): § = 7.44-7.34 (m,
11H), 6.52 (d, 1H, J = 1.5 Hz), 4.66 (s, 2H), 4.60 (s, 2H), 0.96-0.91 (m, 15H). *C{'H}
NMR (125 MHz, CDCl3): 6 = 162.5, 152.3, 142.3, 137.0, 128.8, 128.7, 127.8, 127.7,
127.6, 122.9, 117.1, 50.9, 47.8, 7.7, 3.5. HRMS (EI): m/z caled for CisH32NO:Si

[M+H]" 406.2202, found 406.2199.

morpholino(3-(triethylsilyl)furan-2-yl)methanone (2k)
o7 0
K/ N N

O SiEty
Red oil, yield = 85%, 125 mg, '"H NMR (500 MHz, CDCl3): 6 = 7.45 (d, 1H, J = 1.5 Hz),
8.45 (d, 1H, J= 1.5 Hz), 3.72-3.63 (m, 8H), 0.93 (t, 9H, J = 8.5 Hz), 0.84-0.79 (m, 6H).
BC{'H} NMR (125 MHz, CDCl3): 6 = 161.0, 151.8, 142.2, 122.2, 116.8, 67.2, 47.5,
43.1, 7.6, 3.5. HRMS (EI): m/z caled for CisH2sNO3Si [M+H]" 296.1676, found
296.1678.

4-ethoxy-N-propyl-2-(triethylsilyl)benzamide (2I)
SiEt3 O

NT

H
H3CH,CO
Light yellow solid, yield = 77%, 124 mg, '"H NMR (500 MHz, CDCls): & = 7.40 (d, 1H,
J=8.0Hz), 7.12 (d, 1H, J=2.5 Hz), 6.83-6.81 (m, 1H), 5.89 (s, 1H), 4.09-4.04 (m, 2H),
3.39-3.35 (m, 2H), 1.66-1.62 (m, 2H), 1.45 (t, 3H, J = 7.0 Hz), 0.99 (t, 3H, J = 7.5 Hz),
0.96-0.87 (m, 15H). BC{'H} NMR (125 MHz, CDCls): & = 171.1, 159.5, 139.0, 135.6,
128.0, 123.4, 113.1, 63.5, 42.0, 23.0, 14.9, 11.6, 7.9, 4.0. HRMS (EI): m/z calcd for
CisH31NO;NaSi [M+Na]" 344.2016, found 344.2018.

N-propyl-2-(triethylsilyl)-4-(trifluoromethyl)benzamide (2m)

0]
/©5LN/\/
H
FsC SiEt,

Dark green solid, yield = 67%, 115 mg, 'H NMR (600 MHz, CDCl3): 6 = 7.79 (s, 1H),
7.60 (d, 1H, J = 7.8 Hz), 7.50 (d, 1H, J = 7.8 Hz), 591 (s, 1H), 3.41-3.38 (m, 2H),
1.68-1.62 (m, 2H), 0.99 (t, 3H, J = 7.2 Hz), 0.95-0.88 (m, 15H). *C{'H} NMR (150
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MHz, CDCl3): 6 = 170.4, 146.8, 138.3, 132.9 (q, Jcr = 3.6 Hz), 130.9 (q, Jcr = 32.0 Hz),
126.6, 125.7 (q, Jcr = 3.5 Hz), 125.1 (q, Jcr = 271.1 Hz), 42.1, 22.9, 11.6, 7.8, 3.8.
HRMS (EI): m/z calcd for C17H26NOF3NaSi [M+Na]" 368.1628, found 368.1630.

5-methyl-N-propyl-2-(triethylsilyl)benzamide (2n)
SiEt; O
N
H

Colorless oil, yield = 55%, 80 mg, '"H NMR (500 MHz, CDCl3): 6 =7.39 (d, IH,J=1.5
Hz), 7.34 (d, 1H, J= 7.5 Hz), 7.19-7.17 (m, 1H), 5.85 (s, 1H), 3.42-3.38 (m, 2H), 2.39
(s, 3H), 1.68-1.63 (m, 2H), 1.00 (t, 3H, J = 7.5 Hz), 0.96-0.87 (m, 15H). *C{'H} NMR
(125 MHz, CDCl3): 6 = 171.6, 140.7, 139.0, 137.4, 136.5, 129.3, 126.4, 42.0, 23.0, 21.7,
11.7, 8.0, 4.0. HRMS (EI): m/z calcd for Ci7H2o0NONaSi [M+Na]" 314.1910, found
314.1913.

methyl 4-(propylcarbamoyl)-3-(triethylsilyl)benzoate (20)
SiEt; O

NT

H
H3;COOC
Colorless oil, yield = 75%, 125 mg, 'H NMR (500 MHz, CDCl;): 6 = 8.24 (d, 1H, J =
1.5 Hz), 8.01-7.99 (m, 1H), 7.47 (d, 1H, J = 8.0 Hz), 6.00 (s, 1H), 3.94 (s, 3H),
3.42-3.38 (m, 2H), 1.68-1.64 (m, 2H), 1.01 (t, 3H, J = 7.5 Hz), 0.95-0.90 (m, 15H).
BC{'H} NMR (125 MHz, CDCl5): = 170.8, 167.0, 147.5, 137.5, 137.1, 130.3, 130.0,
126.4, 52.5, 42.0, 22.9, 11.6, 7.8, 3.8. HRMS (EI): m/z calcd for CisH20NO3NaSi
[M+Na]" 358.1809, found 358.1810.

N-(tert-butyl)-4-methyl-2-(triethylsilyl)benzamide (2p)

J<

N

/CEJ\H
SiEts

Colorless oil, yield = 68%, 104 mg, '"H NMR (600 MHz, CDCl3): & = 7.35 (s, 1H), 7.28
(d, 1H, J= 7.8 Hz), 7.13 (d, 1H, J = 7.8 Hz), 5.63 (s, 1H), 2.36 (s, 3H), 1.46 (s, 9H),
0.94-0.89 (m, 15H). BC{'H} NMR (150 MHz, CDCl): 6 = 171.2, 142.0, 138.7, 137.3,
136.3, 129.1, 126.6, 51.7, 29.0, 21.7, 8.0, 4.1. HRMS (EI): m/z calcd for CisH32NOSi
[M+H]" 306.2248, found 306.2249.

N-cyclohexyl-4-methyl-2-(triethylsilyl)benzamide (2q)
O

N :
/©5LH
SiEt;

Light yellow solid, yield = 78%, 129 mg, '"H NMR (600 MHz, CDCls): & = 7.37 (s, 1H),
7.29 (d, 1H, J=17.8 Hz), 7.13 (d, 1H, J= 7.8 Hz), 5.70 (s, 1H), 3.95-3.90 (m, 1H), 2.36
(s, 3H), 2.04-2.02 (m, 2H), 1.75-1.73 (m, 2H), 1.44-1.42 (m, 2H), 1.26-1.21 (m, 4H),
0.92-0.89 (m, 15H). BC{'H} NMR (150 MHz, CDCls): & = 170.7, 140.9, 138.9, 137.3,
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136.4, 129.2, 126.4, 48.7, 33.3, 25.7, 25.0, 21.7, 8.0, 4.1. HRMS (EI): m/z caled for
C20H34NOSi [M+H]" 332.2404, found 332.2405.

N-cyclohexyl-3-(triethylsilyl)furan-2-carboxamide (2r)

e

O~ "o
\ |
SiEt;
Yellow oil, yield = 82%, 126 mg, 'H NMR (600 MHz, CDCl3): 8 = 7.33 (d, 1H, J= 0.6
Hz), 6.39 (d, 1H, J = 1.2 Hz), 6.25 (s, 1H), 3.87-3.81 (m, 1H), 1.93-1.91 (m, 2H),
1.68-1.65 (m, 2H), 1.35-1.29 (m, 2H), 1.18-1.10 (m, 4H), 0.93-0.79 (m, 15H). 3C{'H}
NMR (150 MHz, CDCl3): 6 = 158.2, 151.8, 142.5, 121.9, 118.0, 47.9, 33.5, 25.7, 25.1,
7.7, 3.4. HRMS (EI): m/z caled for C17H30NO2Si [M+H]" 308.2040, found 308.2043.

N-propyl-3-(triethylsilyl)furan-2-carboxamide (2s)

O HN
|

% @)

SiEt3
Brown oil, yield = 62%, 83 mg, '"H NMR (500 MHz, CDCl3): 6 = 7.42 (d, 1H, J = 2.0
Hz), 6.47 (d, 1H, J = 1.5 Hz), 6.46 (s, 1H), 3.39-3.35 (m, 2H), 1.65-1.58 (m, 2H),
0.97-0.88 (m, 18H). *C{'H} NMR (150 MHz, CDCls): & = 159.1, 151.8, 142.6, 122.1,

118.0, 41.0, 23.2, 11.5, 7.7, 3.4. HRMS (EI): m/z caled for CisHeNO,Si [M+H]"
268.1727, found 268.1728.

N-isobutyl-3-(triethylsilyl)furan-2-carboxamide (2t)

O
Xo/\\/)J\NA(
\ /| H

SiEts
Orange oil, yield = 82%, 115 mg, 'H NMR (500 MHz, CDCl3): 6 = 7.44 (d, 1H, J= 1.5
Hz), 6.52 (s, 1H), 6.49 (d, 1H, J = 1.5 Hz), 3.25 (t, 2H, J = 6.5 Hz), 1.90-1.85 (m, 1H),
0.98 (s, 3H), 0.97 (s, 3H), 0.95-0.88 (m, 15H). 3C{'H} NMR (125 MHz, CDCl3): 5 =
159.1, 151.7, 142.6, 122.0, 118.0, 46.5, 28.9, 20.3, 7.7, 3.4. HRMS (EI): m/z calcd for
CisH2sNO,Si [M+H]" 282.1884, found 282.1885.

N-(tert-butyl)-3-(triethylsilyl)furan-2-carboxamide (2u)
0]
0 NJ<
\ | H
SiEty
Orange oil, yield = 65%, 91 mg, '"H NMR (500 MHz, CDCl3): 6 = 7.41 (d, IH, J= 1.0
Hz), 6.46 (d, 1H, J = 1.5 Hz), 6.28 (s, 1H), 1.46 (s, 9H), 0.96-0.89 (m, 15H). 3C{'H}

NMR (125 MHz, CDCls): & = 158.5, 152.6, 142.1, 120.9, 117.9, 51.3, 29.1, 7.8, 3.4.
HRMS (EI): m/z caled for C1sH2sNO2Si [M+H]" 282.1884, found 282.1886.

N-phenyl-2-(triethylsilyl)benzamide (2v)
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SiEt; O /@
N
@AH
Colorless oil, yield = 40%, 62 mg, '"H NMR (500 MHz, CDCl3): § = 7.67-7.39 (m, 8H),
7.19 (t, IH, J = 7.5 Hz), 1.01-0.88 (m, 15H). *C{'H} NMR (125 MHz, CDCL): § =
169.6, 143.6, 138.2, 136.7, 136.5, 129.6, 129.3, 128.9, 126.4, 124.7, 120.1, 7.8, 4.0.
HRMS (EI): m/z caled for C19H26NOSi [M+H]" 312.1784, found 312.1771.

N,N-dibenzyl-3-(dimethyl(phenyl)silyl)furan-2-carboxamide (2w)

O g
"

Colorless oil, yield = 64%, 136 mg, '"H NMR (500 MHz, CDCl3): 6 = 7.73-7.71 (m, 1H),
7.48-7.22 (m, 15H), 6.43 (d, 1H, J = 1.5 Hz), 4.65 (s, 4H), 0.74 (s, 6H). *C{'H} NMR
(125 MHz, CDCl3): 6 = 161.8, 152.6, 142.4, 138.4, 134.3, 129.1, 128.8, 128.7, 128.5,
127.8, 127.7, 117.3, 50.7, 48.0, 1.9. HRMS (EI): m/z calcd for C27H2sNO>Si [M+H]"
426.1889, found 426.1890.

N-(2-(triethylsilyl)phenyl)pivalamide (4a)

SiEts ,
ﬁj“m%

)

Colorless solid, yield = 57%, 42 mg, '"H NMR (300 MHz, CDCl3): § = 7.91 (d, 1H, J =

8.1 Hz), 7.45-7.37 (m, 3H), 7.19-7.13 (m, 1H), 1.35 (s, 9H), 1.03-0.86 (m, 15H). 3C {'H}
NMR (75 MHz, CDCls): 6 = 176.6, 142.9, 135.8, 130.2, 127.9, 124.7, 124.1, 39.7, 27.8,

7.6, 4.1. HRMS (EI): m/z caled for C17H30NOSi [M+H]" 292.2097, found 292.2088.

N-(2-(triethylsilyl)phenyl)butyramide (4b)
SiEts

H

N\n/\/
oh
Yellow solid, yield = 40%, 28 mg, '"H NMR (300 MHz, CDCls): 6 =7.94 (d, 1H, J= 8.1
Hz), 7.44-7.37 (m, 2H), 7.18-7.13 (m, 2H), 2.34 (t, 2H, J = 7.5 Hz), 1.84-1.74 (m, 2H),
1.07-0.84 (m, 18H). *C{'H} NMR (75 MHz, CDCl5): 6 = 171.1, 142.7, 135.8, 130.3,
127.6, 124.7, 123.5, 40.0, 19.2, 14.0, 7.6, 4.3. HRMS (EI): m/z calcd for CisH27NONaSi
[M+Na]* 300.1760, found 300.1756.

N-(2-(triethylsilyl)phenyl)isobutyramide (4c¢)

SiEts |,

@)
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Colorless solid, yield = 39%, 27 mg, '"H NMR (300 MHz, CDCl3): 6 =7.98 (d, 1H, J =
7.8 Hz), 7.44-7.37 (m, 2H), 7.22-7.13 (m, 2H), 2.54-2.45 (m, 1H), 1.29 (d, 6H, J = 6.9
H), 1.03-0.97 (m, 9H), 0.93-0.84 (m, 6H). 3C{'H} NMR (75 MHz, CDCl): 6 = 175.0,
142.9, 135.8, 130.3, 124.6, 123.4, 37.2, 19.8, 7.6, 4.3. HRMS (EI): m/z calcd for
Ci6H2sNOSi [M+H]* 278.1940, found 278.1934.

N-(2-(triethylsilyl)phenyl)acetamide (4d)
SiEts

H

N\H/
o
Colorless solid, yield = 37%, 23 mg, '"H NMR (400 MHz, CDCl3): 6 = 7.86 (d, 1H, J =
8.0 Hz), 7.45-7.39 (m, 2H), 7.20-7.16 (m, 2H), 2.19 (s, 3H), 1.00 (t, 9H, J = 7.6 Hz),
0.91-0.85 (m, 6H). C{'H} NMR (100 MHz, CDCl3): & = 168.2, 142.6, 135.8, 130.3,
128.2, 125.0, 124.0, 24.6, 7.6, 4.3. HRMS (EI): m/z calcd for Ci14H24NOSi [M+H]"
250.1627, found 250.1620.

N-(2-(triethylsilyl)phenyl)cyclohexanecarboxamide (4e)
SiEt; H
N

O
White solid, yield = 42%, 33 mg, 'H NMR (500 MHz, CDCLs): 8 = 7.95 (d, 1H, J = 8.0
Hz), 7.46-7.38 (m, 2H), 7.19-7.14 (m, 2H), 2.25-2.19 (m, 1H), 2.02-1.99 (m, 2H),
1.90-1.87 (m, 2H), 1.61-1.54 (m, 3H), 1.34-1.28 (m, 3H), 1.04-0.97 (m, 9H), 0.91-0.86
(m, 6H). BC{'H} NMR (125 MHz, CDCL): & = 174.2, 142.9, 135.8, 130.3, 129.2,
124.7, 123.6, 47.1, 29.9, 25.95, 25.93, 25.88, 7.7, 4.3. HRMS (EI): m/z caled for
C1oH3:NONaSi [M+Na]* 340.2073, found 340.2071.

N-(2-(triethylsilyl)phenyl)dodecanamide (4f)
SiEts

H

NT(\/\/\/\/\/
'y
Light yellow oil, yield = 35%, 34 mg, '"H NMR (400 MHz, CDCl3): 8 =7.95 (d, IH, J =
8.0 Hz), 7.44-7.38 (m, 2H), 7.18-7.14 (m, 2H), 2.36 (t, 2H, J = 7.6 Hz), 1.78-1.73 (m,
2H), 145-1.28 (m, 16H), 0.99 (t, 9H, J = 7.6 Hz), 0.92-0.85 (m, 9H). *C{'H} NMR
(100 MHz, CDCI3): 6 =171.3, 142.8, 135.8, 130.3, 127.5, 124.7, 123.4, 38.1, 32.1, 29.8,
29.7, 29.6, 29.5, 25.8, 22.9, 14.3, 7.7, 4.3. HRMS (EI): m/z caled for C24H4NOSi
[M+H]" 390.3192, found 390.3181.

N-(4-methoxy-2-(triethylsilyl)phenyl)pivalamide (4g)

SiEts |,
QNWK

0]
MeO
Light yellow solid, yield = 52%, 42 mg, '"H NMR (300 MHz, CDCls): 8 = 7.66 (d, 1H, J
= 8.7 Hz), 7.20 (brs, 1H), 6.98-6.89 (m, 2H), 3.81 (s, 3H), 1.34 (s, 9H), 1.01-0.95 (m,
9H), 0.90-0.85 (m, 6H). BC{'H} NMR (75 MHz, CDCl;): 6 = 176.8, 156.6, 135.7,
131.1, 126.6, 121.6, 114.4, 55.5, 39.5, 27.9, 7.6, 4.0. HRMS (EI): m/z calcd for
CigH32NO2Si [M+H]" 322.2202, found 322.2199.
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N-(4-methyl-2-(triethylsilyl)phenyl)pivalamide (4h)

SiEts |,
fj”k

0]
Colorless oil, yield = 52%, 40 mg, '"H NMR (300 MHz, CDCls): 6 =7.72 (d, 1H, J = 8.1
Hz), 7.28 (s, 1H), 7.21-7.18 (m, 2H), 2.34 (s, 3H), 1.34 (s, 9H), 1.02-0.86 (m, 15H).
BC{'H} NMR (75 MHz, CDCl): 6 = 176.7, 140.4, 136.3, 134.1, 130.8, 128.3, 124.5,
39.6, 27.9, 21.2, 7.7, 4.1. HRMS (EI): m/z caled for CisH3,NOSi [M+H]" 306.2253,
found 306.2244.

N-(4-(benzyloxy)-2-(triethylsilyl)phenyl)pivalamide (4i)

S

Colorless oil, yield = 58%, 58 mg, 'H NMR (300 MHz, CDCl3): 6 = 7.67 (d, 1H, J = 8.7
Hz), 7.48-7.34 (m, 5H), 7.22 (brs, 1H), 7.04-6.98 (m, 2H), 5.07 (s, 2H), 1.34 (s, 9H),
1.01-0.84 (m, 15H). *C{'H} NMR (75 MHz, CDCl5): 6 = 176.8, 155.8, 137.2, 135.9,
131.1, 128.7, 128.1, 127.7, 126.5, 122.5, 115.7, 70.4, 39.5, 27.9, 7.6, 4.0. HRMS (EI):

m/z caled for C24H3sNO2Si [M+H]" 398.2515, found 398.2510.

N-(4-(dimethylamino)-2-(triethylsilyl)phenyl)pivalamide (4j)

SiEts |,
Q <

\N o

|
Colorless solid, yield = 44%, 37 mg, '"H NMR (300 MHz, CDCl3): 6 = 7.54 (d, 1H, J =
8.7 Hz), 7.15 (brs, 1H), 6.83-6.77 (m, 2H), 2.95 (s, 3H), 1.34 (s, 9H), 1.03-0.85 (m,
15H). BC{'H} NMR (75 MHz, CDCl3): 6 = 176.8, 148.0, 130.3, 126.5, 119.8, 114.5,
41.1, 39.4, 27.9, 7.7, 4.2. HRMS (EI): m/z caled for Ci19H3sN>OSi [M+H]* 335.2519,
found 335.1516.

N-(2,4-dimethyl-6-(triethylsilyl)phenyl)pivalamide (4Kk)

SiEts |,
)@RN“X

0]
Colorless oil, yield = 41%, 33 mg, '"H NMR (300 MHz, CDCl;): § = 7.11 (s, 1H), 7.09
(s, 1H), 7.03 (brs, 1H), 2.33 (s, 3H), 2.15 (s, 3H), 1.36 (s, 9H), 1.00-0.94 (m, 9H),
0.86-0.81 (m, 6H). *C{'H} NMR (75 MHz, CDCl3): & = 176.4, 138.1, 136.3, 136.1,
134.4, 134.3, 133.1, 39.4, 28.0, 21.2, 18.6, 7.7, 4.1. HRMS (EIl): m/z calcd for
C19H34NOSi [M+H]* 320.2410, found 320.2407.

N-(4,5-dimethyl-2-(triethylsilyl)phenyl)pivalamide (41)

SiEts |,
N%

@)
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Colorless solid, yield = 48%, 38 mg, 'H NMR (400 MHz, CDCls): & = 7.67 (s, 1H),
7.26 (brs, 1H), 7.16 (s, 1H), 2.27 (s, 3H), 2.25 (s, 3H), 1.35 (s, 9H), 1.01-0.97 (m, 9H),
0.90-0.86 (m, 6H). *C{'H} NMR (100 MHz, CDCl3): 6 = 176.6, 140.8, 138.8, 136.7,
133.0, 125.6, 125.1, 39.6, 27.9, 20.0, 19.5, 7.7, 4.2. HRMS (El): m/z calcd for
C19H34NOSi [M+H]" 320.2410, found 320.2400.

N-(6-(triethylsilyl)benzo[d][1,3]dioxol-5-yl)pivalamide (4m)

SiEts |
N\[(k

(0]
(@)
o

Light yellow solid, yield = 45%, 38 mg, 'H NMR (300 MHz, CDCl;): § = 7.32 (s, 1H),
7.23 (brs, 1H), 6.85 (s, 1H), 5.96 (s, 2H), 1.33 (s, 9H), 1.00-0.94 (m, 9H), 0.88-0.82 (m,
6H). BC{'H} NMR (75 MHz, CDCL): & = 176.7, 149.1, 145.2, 137.5, 121.2, 113.7,
107.2, 101.4, 39.6, 27.9, 7.6, 4.1. HRMS (EI): m/z calcd for CisH3NOs3Si [M+H]"
336.1995, found 336.1996.

N-(4-fluoro-2-(triethylsilyl)phenyl)pivalamide (4n)

SiEts |
ﬁj <

0]

F

White solid, yield = 56%, 43 mg, 'H NMR (300 MHz, CDCls): & = 7.79-7.75 (m, 1H),
7.26 (brs, 1H), 7.12-7.02 (m, 2H), 1.34 (s, 9H), 1.02-0.86 (m, 15H). *C{'H} NMR (75
MHz, CDCl3): 6 = 176.8, 158.3 (Jcr = 244.7 Hz), 138.6 (Jcr = 2.6 Hz), 131.8 (Jcr = 4.0
Hz), 126.7 (Jcr = 7.2 Hz), 121.6 (Jcr = 20.3 Hz), 116.6 (Jcr = 22.2 Hz), 39.6, 27.8, 7.5,
3.9. YF NMR (376 MHz, CDCls): & = 118.1 Hz. HRMS (EI): m/z caled for
C17H2oNOFSi [M+H]* 310.2003, found 310.1991.

ethyl 4-pivalamido-3-(triethylsilyl)benzoate (40)

SiEts H\”/k
N
\/O\'(@/ O
O

Light yellow oil, yield = 77%, 70 mg, '"H NMR (400 MHz, CDCls): 8 =8.21 (d, IH, J =
8.8 Hz), 8.12 (d, 1H, J = 2.0 Hz), 8.06-8.03 (m, 1H), 7.52 (brs, 1H), 4.40-4.35 (m, 2H),
1.40 (t, 3H, J = 6.8 Hz), 1.35 (s, 9H), 1.01-0.92 (m, 15H). BC{!H} NMR (100 MHz,
CDCh): 6 = 176.9, 166.6, 147.3, 137.5, 131.8, 126.4, 125.9, 122.0, 60.9, 40.0, 27.8,
14.5, 7.5, 4.0. HRMS (EI): m/z calcd for CyH3aNO3Si [M+H]" 364.2308, found
364.2295.

N-(3-(triethylsilyl)pyridin-4-yl)pivalamide (4p)
SiEt;
H
N

| X

N~ 0]
Orange solid, yield = 80%, 58 mg, 'H NMR (400 MHz, CDCIl3): § = 8.54-8.50 (m, 2H),
8.25 (d, 1H, J = 5.6 Hz), 7.49 (brs, 1H), 1.34 (s, 9H), 1.03-0.92 (m, 15H). C{'H}
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NMR (100 MHz, CDCl3): 6 = 177.1, 156.1, 151.8, 150.6, 119.1, 115.1, 40.2, 27.7, 7.4,
4.0. HRMS (EI): m/z calcd for C16H2sN>ONaSi [M+H]" 315.1869, found 315.1859.

N-methyl-N-(4-methylbenzyl)aniline (1a')"!

N
|
Colorless oil, yield = 85%, 90 mg, '"H NMR (500 MHz, CDCl3): § = 7.34-7.23 (m, 6H),

6.87-6.81 (m, 3H), 4.60 (s, 2H), 3.10 (s, 3H), 2.44 (s, 3H). *C{'H} NMR (125 MHz,
CDCL): § = 149.9, 136.6, 136.0, 129.4, 129.3, 126.9, 116.6, 112.5, 56.5, 38.6, 21.2.

Reference
[1] Das, S.; Karmakar, H.; Bhattacharjee, J.; Panda, T. K. Dalton Trans. 2019, 48, 11978.
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Table of crystallographic data for 2m (CCDC 1940358)

Complex 2m
Empirical formula C17H25F3NOSi
Formula weight 344.47
Temperature/K 120.00(10)
Crystal system orthorhombic
Space group P2,22,

a/A 8.2994(4)
b/A 11.9792(9)
c/A 18.8409(10)
a/° 90

p/e 90

v/° 90
Volume/A3 1873.17(19)
V4 4

pcalcg/cm3 1.221

wmm-! 0.155

F(000) 732.0

Crystal size/mm?

0.15x0.14 x0.12

Radiation MoKa (A =0.71073)

20 range for data collection/° 4.03 to 49.992

Index ranges -9<h<9,-11<k<14,-22<1<20
Reflections collected 11626

Independent reflections 3298 [Rint = 0.0406, Rsigma = 0.0452]
Data/restraints/parameters 3298/0/222

Goodness-of-fit on F? 1.017

Final R indexes [[>=2c (I)] R; =0.0535, wR> = 0.1225

Final R indexes [all data] R1=0.0651, wR, =0.1303
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N,4- -2-(triethylsilyl)benzamide (2a)
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4-ethoxy-N-methyl-N-phenyl-2-(triethylsilyl)benzamide (2b)
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4-fluoro-N-methyl-N-phen
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N,N-diethy
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N,N-dicyclohexyl-2-(triethylsilyl)benzamide (2¢)
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pyrrolidin-1-yl(2-(triethylsilyl)phenyl)methanone (2f)
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piperidin-1-yl(2-(triethylsilyl)phenyl)methanone (2g)
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(4-methyl-2-(triethylsilyl)phenyl)(morpholino)methanone (2h)
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N,N-dibenzyl-3-(triethylsilyl)furan-2-carboxamide (2j)
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4-ethoxy-N-propyl-2-(triethylsilyl)benzamide (41)
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ilyl)-4-(trifluoromethyl)benzamide (2m)
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N-cyclohexyl-3-(triethylsilyl)furan-2-carboxamide (2r)
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ilyl)furan-2-carboxamide (2s)
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N R N el N 1 Origin Bruker

BioSpin
f | 75208 GubH
| |2 solvent el
‘ . {3 Temperatura 283.4
B8 4 Pulse Sequence 130
| {5 Number of Scans 1€
| —BE+08 & 32
7 FRelaxation 1. 0000
| lay
| ] f | R % Fulse Width 10..0000
19 Spectremeter  300.13
|- 5E+08 Fraquenc:
10 Spectral Width 10000.0
. 11 Lowest -1916.8
o HN—/_ -4E+08 Frequency
| { 12 Nucleus 1H
7 % | 4E2p8 13 Acquired 51 32763
EL 14 Spectral 'S 65536
3
~4E-08
~3E+08
2ZE+0R
+ZE+08
I-2E+08
} - 1E+08
1
=BE+0T
Al
e b " a4
g 5 g : [
T T T T T T T T T T T T T T T = = T
9.0 8.5 80 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 L35 1o 0.5
£1 (ppm}
@ ~ m @ o
s = & 2z = = ©
2w B 235 = 2 Saw —
2 5 = a2 o & nEs 24000 eter Velue
2 & & - < o bt 1 oOrigin Bruker
[ | Il | Fiy rigi ruker
BioSpin
Gubl
22000 2 i3
3 287.2
4 Pulse Sequence zgpgd0
20008 3 Number of Scans 1024
& Recelver Gain 200
7 2. 0000
[ 8 12,0000
R 150. 90
a Hi—" [ 10 Spectral Fidth 362318
11 Lowest Freguency =30
b
0 12 Bucleus 13C
SiEt, [0 13 Acquired Size 327
14 Spactral Size 65336
12000
10000
8000
6000
4000
) 1 | ! 1
2000
[ ]
Ll . : s ,
L2000
T T T T T T T T T T T T T T T T T T T T
130 180 170 160 150 140 120 120 110 10D a0 B0 0 60 B0 40 30 20 10 0
fl (ppm
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N-isobutyl-3-(triethylsilyl)furan-2-carboxamide (2t)

[ © o conmy connoosleg
33 253 SENEL =BEaALY 8
3 522 22583 2338558
g @ o ————- coccoood it o
Vv s 2T T523S ‘

1 Origin Bruker
| e BioSpin
| [F4E-08 GmbH

2 Solvent cIcls
‘ 3 Temperature 290.6

4 Pulse Sequence 230

F4E-DE  |E Humber of Scans 16
i & Recsiver Gain 32
7 Relaration Delay 1.0000
g f J 8 Pulse Width 10,0000
F3E-08 |9 Spectrometer 500. 15
Fraguency
10 Spectral Width  10000.0
11 Lowsst Frequency —1911,6
| ogopg |12 Huclens 1
13 hoquired Size 32768
0 N/\( 14 Spectral Size 6536
y IoH
SiEts +2E-08
FZE-0E
HiE-08
|eE-07
] e L;.J__ A W g
- ) ¥ " B
‘ ‘ T r e ‘ T F T F—
9.0 8B &0 T.B 8.5 6.0 5.5 B.0 4.5 4.0 3.5 a0 B 2.0 L3 1.0 0.8
1 (ppm!
a4 oo oo = o
T = @ I2 @ @ m
= B o= s bt 2 o 28
5 5 % ] T < s o Eg beE-08 Valug
2 o 2 B = 8 8 w e
|1 | It | I | 1 Bruker
bee-08
2
3 Temperature 291.7
FEE-08 |4 Pulse Sequence zgpedd
3 Number of Scans 312
= 8 101
s 7 2. 0000
r4E-08
0 /\(
M
y I H Faseog (103 3“12“;
11 Lowest -2466.
SiEty Frequency
_gpepg | 12 Tucleus 13€
13 Acquired 32768
37768
~ZE-08
—ZE+0B
FZE-08
; F1E<08
i . bsE-07
|
[ | - w—
[BE+0T
T T T T T T T T T T T T T T T T T T
Iz0 1m0 180 150 140 130 120 1o 100 50 80 70 &0 50 40 30 20 10 0
£l (ppm)

S35




N-(tert-butyl)-3-(trieth
@)
@) N J<

\ /| H

ilyl)furan-2-carboxamide (2u)

Bruker

weo oo - oomogosd
o 288 5 2333238
== 228 S 8535558 gua
e P - ocoococood I R
b N [
1 Origin Bruker
| BEHG EioSpin
Gnbl
| 2 Selvent cocls
= | FEEHIE |3 Temperature 288.2
4 Pulse Sequence 230
| § Hunber' of Soans 16
~SEHB | g Receiver Gain 63
| 7 Relaxation 1.0000
g r o | ) Delay
F4EHIE |8 Pulse Widtk 10,0000
9 Spectremeter 500,15
Frequency
F4EHIE |10/ Spectral Width 10000.0
o 11 Lowest ~1911.6
J( Frequency
o N FAEHIE |12 Hucleus 1
& H 13 hequived Size 32768
14 Spectral Size 66535
SiEty | 2m+08
+2E+08
2B+
-2E+08
+1E+08
-BEHIT
‘\ 1 h I L
o . iy ’
2 g8 g S F-5E+0T
T T ™ T T—— T T T T T T T T ™ = T
90 86 80 765 70 &6 &0 &6 &0 45 4.0 3.6 &0 25 20 L6 LO 0.5
£1 (ppm}
[ = .
o i & g - =
& & e & 2 bl T Faramers Value
s ¥ r val
A, e b ] e DB
I | 13 | il

H
CDCi3
rature 290.3
=3p530

i Width  30120.5
est Frequency -2463.2

1A :
12 Nucleus 13c
o 32768

il = 13 Acquired Size
WA TRy Spectral Size 37783
Sl . ‘
o608
26 08
1608
L 5E<07
I
| 1 Lo

T T T T T T T
180 17 180 150 140 130 120 110 100
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N-phenyl-2-(triethylsilyl)benzamide (2v)
SiEt; O

Iz

(7 B71
7655
7545
7620

L7587
7,573
7561
-7 497

37 483

7 421
7408
7390
7285
7204
L7188
L7174
1013
0997
0980
0975
0966
0963
0951

£-7.460
-7 461
1-7.445

SiEt; 0

w4

0.939
0.930
0.919

0.907
0.902
0.891

0.882
0.878

T T
5.5 5.0 4.5
f1 {(ppm)

169,551
143,571

/
s

138.166
136712
136.485
120.579
129.341
128.924
126.371
124 6681
120.058

<
3
L

SiEt, 0

N
H

—7.837
—3,972

(- 1E+09

f-1E+HI9

f- IE+09

- 1E+09

FEEHIR

FEE+HOE

FTEH0S

[-EEHIR

EE+HIE

f-4E+08

f3E+0E

2E+08

- 1E+H08

F-1EH18

~ZE-08

~2E+08

~3E-0T

T T T T T T T

150 140 130 120

T T T T T T T T T
2 110 100 30 B0
£l (ppm}

T
210 200

Parameter

1 Origin

2 Solvent

3 Temperature

4 Pulse Sequence

E Humber of
Scanz

& Receiver Gain

7 Relaxatien
Delay

8 FPulse Width

9 Spectrometer
Frequency

10 Spectral Width

11 Lowest
Frequency

12 Hucleus

13 hoquired Size
14 Speotral Size

Parsmeter

Value
Bruker
BioSpin
GrbH
cocls
203.2
2230
16

60
1.0000

10, 0000
E00. 15

100000
-1911.6

1H
327ed
BEE3A

1 Bruker
Biofpin
GubH

2 Solvent €pcla

3 Temperaturs 2843

4 Ize zgpE30
Sequence

5 Number of 00
Scans

& Receiver Gain 101

7 Relazation 2.0000

ins

8 Pulse Width 10.0000

§ Spectrometer
Prequency

10 Spectral 30120.5
L

11 Lowest ~2467. 4
Frequency

12 13C

13 Acquire 32763

14 Spactral 32783
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N,N-dibenzyl-3-(dimethyl(phenyl)silyl)furan-2-carboxamide (2w)

O 0N @ D P W T 3 T O o O T TGO
R - NPl R R Ry A e
Fo Foe T P oo = F b W 07 09 07 09 O O O
L R e e N e S A = F =]
e e e e
== T

<

—4:651

—181 843
— 152621
142,387
138441
134260
129,108
128763
128691
128524
127 B35
1¢7.338

4
(é

@—gf ]

(6]

—40.730
~—47 866
—-1.826

T T T T T T T
180 1m 160 150 140 130 120

T
80

&
1 (ppm)

[re} FBE-08
=
-
=
1
| -8 <08
Lipage (2 ent
3 Temperature
~ 4 FPulsa Saguence
FEESOE | =
3 Xumbar of
Scans
1 Lep<og’ |6 Receiver Gain 15
T 1. 0000
(B8 |5 pulse width 100000
8 Spectremeter  500.15
LsE-08 Fraguen
10 Spectral 10000.0
11 Lowest -1811.6
[F4E-08 Frequency
12 Yueleus
L4E=08 |13 Acquized Si
14 Spactral Size
r4E-08
F3E-08
—ZE-08
r2E-D8
~2E-08
r1E-08
(-5E-07
ke = La
o
. FBE-07
[FEE+HDE
Faramster ¥alue
1 Brigh Bruker
LsE+08 Biocpin
2 Solvent CIcl3
3 Temperatwrs  292.9
F4EH02 |4 Pulse Sequence zepg3d
5 Fumber of 100
Soans
Ligsgp |6 Beveiver Gain 101
7 Relaxation  2.0000
Telay
& Pulse Width  10.0000
r4E+08 g Spectrometer 126 7R
Frequency
10 Spectral Width 30120.5
Lagep | U Lovest -2238.3
Frequency
12 Fucleus 130
13 hoquired Size 32760
F2EHIB | 14 Spectral Size 32768
F2E+08
[2E+08
f-1E+08
FBE+0T
0
[—EEHT
7
-10
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N-(2-(triethylsilyl)phenyl)pivalamide (4a)

SiEts |,
N

e e =y TN o DT EeReoEo oD e o~ 5000
CERESEIEITEEREERE EECE8 BN EEERNESE8E
S@RIawmmmme o2l BO550Gaonosco0namBbGm e Talu
B —----ccococoooccocooo
R /== Lrzon |1 Origin Bruker
BioSpin
[ GabH
[ {7000 |2 Spectrometer speet
| 3 Selvent ccls
| T 5
/ Logop |+ Temserarure 292,68
| 3 Pulse Sequence  zg30
| # Nusber of Seans 16
Fe00D |7
/ |
e | o
- - 5500
11 Spectromster
[-5000. Frequency
12 Spectral Tidth
Lesog |13 Lowest Frequsncy
14 Nucleus
15 Acquized Size
(4000 |16 Spectral
[-3500
3000
[~2500
12000
1500
[-1000
500
e ) "
2 o= o 2
Z 8= s &
T T T T T T T T T T T T T T T T T T T
9.5 9.0 &5 B0 T3 .0 63 &0 55 &0 g 40 %5 30 25 20 L3 Lo 0.5
£1 (ppal
@ Do
= =lEamom o -
= Ay s 3 2= 8000
<4 Blooiee T = = ol Parameter
= e e = = o §
VR | I [ i
tooo |
3
. 4 Temperature 7936
8500 |5 pulse Sequencs zgpe30
6 Number of Scans 200
8000 |7 Receiver Gein 18334
¥ 2. 0000
i 5500 7.5000
1.7302
L5000 11 Spectrometer 75. 48
| Freguency
y 12 Spectyal Width 18939.4
4800 |13 Lowest Frequency —1334.3
14 Nucleus 13c
4000 |15°Acquired Size 32768
16 Spectral Size 63536
3500
3000
2800
F2000
b
1500
| 1000
| ! i
500
il " s | s
500

L e s B e, e, e e e P e s e T
230 220 710 200 190 180 170 160 150 140 130 120 110 100 S0 BD 70 60 B0 40 30 20 10 0 -0 20
(ppa)
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N-(2-(trieth
SiEts H

NE/\/

763

047

)
0.991
0

2.369
0

2.344
2.319
1.837
1.812
1.788

1

_~7.058
7020
7.439
7.427
7.421
7.415
7.402
7.376
7.371
7.280
7182
7157
7.133

f
i
X

T,

968

Bag

0.864

=340

320

280

260

240

F2z0

200

140

120

100

171,008
142720
135788
130.281
127,506
124720
123,483
30,068
—~19.169
—14.014
-T.646
Zod 7

Fe
7
e

FZZ200
2100
{2000
1800
1800
1700
1600
1300
1400
1300
1200
1100
1000

800

+-100

=200

T
130 110 90 B0

f1 f(ppm)

T T T T T
230 210 150 170 150

w0

T
!

0

Parameter Value
|1
2
35
4 Temperature 292.8
|5 Fulse Sequence  zg30
& Number 16
7 Receiver Gain 64
8 Relaxation Delay 1.0000
§ Pulse W: 1L 0000
10 Acquisition Time 3.4161
11 Spectrometer: 300:13
Frequercy
12 Spectral Width 59835, 2
13 Lowest Frequency -386.6.
1
20480
65336
Parameter Valus

peTatUre
Pulse Sagquence
Number of Scans

ime

10 Acquisition T

| 11 Spectromster
Frequency
17 Spactral Width
13 Lowest Freguency
| 14 Nuclsus
15 Acquired Size
16 Spectral

18939. 4
-1333.0
13C
327ed
83536



N-(2-(triethylsilyl)phenyl)isobutyramide (4c)

SiEts |,
NW/L
o)

_~7.992
7,066
7.440
7.424
7419
7.309
7.373
7.367
7.280
7.222
7177
7153
7128

|

2.543
2520
2487
2474
2451

1600

1400

1300

1200

1100

1000

500

~700

400

~300

200

100

Brukar
BioSpin GubH

2

3 Solvent

4 Temperaturs 298 2

5 Pulse Sequence 2630

6 16

7 256

|8 1. 0000

8 11. 0000
3. 4161
300 13

Freguency
12 Spectral Width 5995.2
13 Lowest Freguency —596.6

w o
HoW

16 Spectral

2.00

—175.044
—142.921
~135.787
130.2868
124.632
123,365

s
£

1.0
2 0.99 -
em\f
T

L

AT 196

—19.818
—7.642
—~4:33

F1700
1600
1300
1400
1300
1200

1100

Parameter valus

=]

Origin Bruker BioSpin
GubH

spect

€DCi3
experature 295.1

Fulse Sequénce zgpz30

Number of Scans 200

Relaxation Delay 2
Pulse Width T
1

LR

=

Spectrometer
Freguency

12 Spectral Width 18938. 4
13 Lowest Freguencr -1531.3
14 Nucleus 13c

15 Acquired
16 Spactral

B
& e
e
o
23

0o

1000

o900

400
300
200
100
-0
=100

200

T T T
170 150 130 o 90 80 70 60
1 (ppmd

T T T
230 210 120

S$41




N-(2-(trieth

SiEts |,

g

@)

7.873
<7.963
7.448
7430
7410

s

\7 390
7.283
7497
7179
7160

2.08

2194

0.982
0.907
0.890

/
&

1.020
1.001
0.870
0.852

168.245

_~142.578
135,816
130312
128.210
125.027

123879

7
4

—24.646

—7 634
—4.306

{18600

17000

~16000

15000

-14000

123000

(12000

[-11000

(10000

(9000

[-5000

(~T000

6000

(5000

(4000

~2000

[-2000

(1000

0

(1000

630

300

<230

200

230 220 210

T
200

T
180 180

170

T T T
160 150 140 1

30

T T T T
120 110 100 90
£1 (ppm}

&0

FParameter Value
1 Origin Bruker
Biodpin GubH
2 Spactrometer zpect
3 Solvent €peia
4 Temperaturs 2982
5 Pulse Sequence 2230
£ XNuzmber of Scans 15
7 Receiver Gain 14
) 1. 0000
9 13. 5000
10 Acqui: 40884
11 Spectrometer 400,18
Frequency
17 Spectral Tidth 8012.5
13 Lowest Prequency ~805.1
14 Nueleus 1H
15 4equired Siza 27768
16 Spectral 8ize 83538
Parametar Value
1 Bruker
BioSpin GmbH
Z Spectromater
3 ent
Temperature

Pulse Sequence
Number
Receiver &

of Scans

laxation Delay
lse Width

e e~ e e

12:Spactral Tidth
13 Lowest Freguency
14 Nucleus

15 Acguired Siza

16 Spactral

2gpedt
200

a2z

2. 0000
10 2000

542



N-(2-(trieth

SiEts |
N

silyl)phenyl)cyclohexanecarboxamide (4¢)

® OO OENY OO DY EOIN DO T O D000
2 BREEeOLNIRrge I RO eI aienonSEn
= HNos-SaenfouhuuInananaaadocSaaasaiedes
E Gaasmos e A e e e S LS s e
kit i e = S L2 T Shasono
‘ 24000
| {22000
| |
| -‘ -20000
o [ |
rof .00 1)
118000
~16000
14000
12000
10000
8000
-6000
4000
L | -2000
|
] i
‘ A AW
A N L
i il ol R R T o
o = omm = @ = 2000
2 = e fma = ol o
=1 oo —cied o o @
T T T T T T T T T T T T T T T T
B.B 80 7.8 7.0 6.5 6.0 8.5 50 4.5 40 b 3.0 2.8 2.0 15 1.0
1 (ppm)
- @ e +1100
S 2 BE8mt o s@sn
2 % 2heng 2 =2y o
- o comwe < So oo 25
z 3 g2223 & i
£ o b bl -+ L o
]
i R, e P Lisoo
=800
| 800
+100
=600
1500
400
300
|
200
+100
! Loy
M B
T T T T T T T T T T T T T T T T T T T T
190 180 170 180 150 140 130 120 110 100 a0 B 70 80 80 40 30 20 10 1)
f1 (ppm)

Farameter Yalue
1 Origin Bruker
FioSpin GmbH
2 Spectrometer =pect
3 Solwent COC13
4 Temperature 300.0
& Pulse Sequence  zgil
& Humber of Scans 16
7 Receiver Gain 180
& Relaxstion Delay 1.0000
@ Pulse Width 10. 0000
10 Acquisition Time 3. 2768
11 Spectrometer 60013
Frequency
12 Spectral Width  10000.0
13 Lowest Frequency -999.0
14 Mucleus 1H
15 hequired Size 3ETEG
16 Spectral Size 6E636
Farameter Value
1 oOrigin Bruker
BioSpin GubH
7 Spectrometer spect
3 Solvent CoCls
4 Temperature 300.0
5 Pulse Seguence zgpg30
€ Number of Scans- 512
7 Receiver Gain 190
8 Relaxation Delay 2.0000
9 Pulse Width 10, 0000
10 Acq ion Time 1.0436
11 Spectrometer 125.77
Frequency
12 Spectral Width 31230.0
13 Lowast Freguency -—2396.0
14 Nuy 13C
15 Acquired Size 32768
16 Spectral Size 85536
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N-(2-(triethylsilyl)phenyl)dodecanamide (4f)

TR
7158
7140
2.378
2.357
2.339

=3
|
-

¥
X

100 <

1.284
1.018
0.999
0.980
0.918
0.911

1.04 1

0.908
0.902
0.892
0.885
0.873

9.12

(-6000

3000

4500

3000

2000

1000

300

o (201

£ nos

T T
4.3 40 33

w
o

w
=
@
o
@

5.0
£1 (ppm)

-

I
Yies
o
&
o

171.257
—142811
135,784
130,301
127 518
~124894
< 123436
38149
32 091
29794
29668
20.671
29514
25784
22,8689

b
B

%
Y

<

14,296

7654
“4.332

T 7 v
100 a0 80
f1 {ppm)

T T T T T T T T T
1sp 180 170 160 150 140 130 120 110

r1zo0

~1100

1000

=800

~i00

600

~300

400

300

200

rlo0

=100

i m o tra

@ @

15
16 Spectral

Parameter

Spectrometer
Solvent

Terperature
Pulse Sequence
Number of Scans

Recaiver n
Relaxation Delay
Pulse Width

0 Acqui

1 Spactrometer
Freguency

2 Spectral Width

3 Lowest Freguency

4 Nucleus

on

Acquired

8012.8
-805.1
1H
32768
63336

16 Spectral

Parameter

Spectrometer
Zolvent

erature
& Sequence

Gain

xation Delay

2
3
4
&
8
g

10 Acquisition Time

11 Spectrometar
Freguency

12 Spectral Width

13 Lewest Freguency

14 Nucleus

15 Acquired

Jue

Bruker
BioSpin
GubH
spect
€ociz
298.1
zgpg30
240

406

2. 0000
10. 2000
1.2976
100. 63

25252
—2042
13C

32768

-
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N-(4-methoxy-2-(triethylsilyl)phenyl)pivalamide (4g)
SiEt; H
N

MeO

ctononoo aw o okt oo~oTo
CIRCRoRTa@ 8 GO RhEn L oo~ DD
CIRND a0 e 0o & GEefGaponono®®
g e e e o —-Scodcccooo Paremeter Value
SN = e |
5000 1
| 4500 Temperature 2
| Pulse Seguence zg30
‘l € Numbar of Scans 16
I 7 &
f [ 4000 | o
i ! | P | ‘I 3
laso0 |1
12 Spactral
13 Lowsst Fraguency
2000
16 Spectral Size
2500
2000
]
1500
| 000
|
FE00
|
) i
= = il B
S & @©
T T T T T T T T T T T T T T T T T T
9.5 9.0 8.5 B.O 7.0 6.5 6.0 5.8 5.0 4.5 4.0 3.5 3.0 2.5 2.0 L5 1.0 0.5
£l (ppm)
o o @ i = o
s sy 23258 o - o
= P 2I828 ] 2 = -2
S i DENEC E 8 B = e Faranster Valus
| CEE s | I | Vi 1 Drigin Bruker
e BioSpin GmbH
|2 Spectrometer spect
Solvent CICl3
5500 Temperature 298.1
|6 Pulse Sequemce  zgpgdl
|6 Funber of Scans 200
5000 | T Receiver Gain 16384
'8 Relaation Delay 2.0000
s500 19 Pulse Width 75000
I 10 Aequisition Time 1.7302
11 Spectrometer 75,48
Frequency
4000 12 Spectral Width  18939.4
13 Lowest Frequency —1532.7
3500 14 Fucleus 13C
15 hequired Size 32768
16 Spectral Size 85536
3000
+ae00
reaon
i St
[} !
~looo
Al
i
‘ Lo
& o e
L . i ¥ o Wil -0
=00
T 1 7 T T T T — ¥ Tty T 1
230 210 180 170 150 130 1o a0 70 &0 50 40 30 20 10 0 10
£1 (oo
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N-(4-methyl-2-(triethylsilyl)phenyl)pivalamide (4h)
SiEt3 H

1732

7705

N

7.280
20
7185
FaTe

[
X

2.335

0.94

4343

6600

0.964
-0.060

40985
0891
0.890

Lo agz

(G000
(5500
‘ (5000
(4500
4000
(3500
[-3000
2500
(2000
(1600
(1000

(-&500

176,658

140372
136.297
134.081
—130.830

Fs
£
X

128.253
124 475

\

—39.612

—27.882
—21.233

—7.654
—4,145

5000

4500

4000

3500

-a00d

2500

2000

~1500

~1000

500

—500

T
230

T
210

T
180

T
170

T
150

T
130

110
£1 (ppn)

Parameter

Origin

Spectrometer
Solvent
Temperature
Fulse Sequence
Humber of Soams
Receiver Gain
Relaxation Delay
Fulse Width

10 Acquisition Time

@ om o mom e

11 Spactrometer
Frequency

12 Spectral Width

15 Lowest Frequency

14 Hucleus

16 Aoquired Size

16 Spectral Size

Parameter

Spectrometer
vant
Temperature
Fulse Sequence
Number of Scang
Rec r Gain
Relaxation Dalay

Spectral Size

Value
Eruker
BieSpin Gnbi
spect
cocla
298.2
2230
16
181
1.0000
11. 0000
3.4181
300,13

5995 2
—£96.8
1H
20480
BE536

Value
Brigker
GabH

Bio!

spect
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N-(4-(benzyloxy)-2-(triethy

SiEts |
N

)

O o D O 0 0D D o D 4D T o O 0D LD 4D CD P O G P e O O b e 0 e DD @ o e o o 3000
o e Rt == v 7 TR S g i TSRO PE DS @ e
GET A AT T T T ITOAMOAOOOGANOCHESHDH O NSIGHI TS D D MG DD
e N Ay Sy . . V1 ~-rdcoooooooSaSo
E i eyttt |
i B 2800 1
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N-(4-(dimethylamino)-2-(triethylsilyl)phenyl)pivalamide (4j)
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N-(2,4-dimethy
SiEt; H

6-(triethylsilyl)phenyl)pivalamide (4k)
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N-(4,5-dimethyl-2-(triethylsilyl)phenyl)pivalamide (41)
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N-(6-(triethylsilyl)benzo|d][1,3]dioxol-5-yl)pivalamide (4m)
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N-(4-fluoro-2-(triethylsilyl)phenyl)pivalamide (4n)
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ethyl 4-pivalamido-3-(trieth
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N-(3-(triethylsilyl)pyridin-4-yl)pivalamide (4p)
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N-methyl-N-(4-methylbenzyl)aniline (1a")
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