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Figure S1: Synthesis of aryl ether 1. Catalytic results ordered according to the ligand: a) base =
CSZCO3,' b) base = K3PO4
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Figure S2: Synthesis of aryl ether 1. Correlation with boiling points (°C); boiling points are reported in

parentheses (temp. for triacetin is the reaction temperature, not the boiling point); a) base = Cs,COj3;
b) base = K;PO,
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Figure S3: Synthesis of aryl ether 1. Correlation with dielectric constants (dielectric constants values
at room temperature are reported in parentheses): a) base = Cs,CO3; b) base = K;PO,
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Figure S4: Synthesis of amide 25. Catalytic results ordered according to the ligand: a) base = Cs,COg;
b) base = K;PO,
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Figure S5: Synthesis of amide 25. Correlation with boiling points (°C); boiling points are reported in

parentheses; a) base = Cs,CO;; b) base = K;PO,
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Figure S6: Synthesis of amide 25. Correlation with dielectric constants (dielectric constants values at
room temperature are reported in parentheses):! a) base = Cs,CO;3; b) base = K;PO,
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Figure S7: 'H-NMR spectrum (300 MHz) of the Isobutyl acetate used for the arylation of amides,
showing that no free isobutyl alcohol is present in the solvent
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Figure S8: Crude *H-NMR spectrum (400 MHz) of the reaction between benzanilide 26 and isobutyl
acetate in the catalytic conditions. No isobutyl benzoate 50 is observed (cf. chemical shifts/spectrum
at pag. S68)
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Figure S9: Crude H-NMR spectrum (400 MHz) of the reaction between benzamide and 4-iodoanisole
in isobutyl acetate in the absence of catalyst. No coupling product 25 nor isobutyl benzoate 50 are

observed

S6



Characterisation data for aryl ethers 1-24

C.b d e O_f g h 5-(4-Methoxyphenoxy)-1,3-dimethylbenzene (1)
a Q Purified by column chromatography (Hexane/EtOAc : 100/0 to 95/5);
OMe  \yhite solid, yield 90% (205 mg). *H-NMR (500MHz) 8: 6.98 (d, 2H, H,,
J Jgn = 9.2 Hz); 6.89 (d, 2H, Hp, Jig = 8.9 Hz); 6.70 (s, 1H, H,); 6.58 (s, 2H,
Hq); 3.82 (s, 1H, H)); 2.28 (s, 6H, H,). *C{*H}-NMR (125MHz) &: 158.5; 155.7; 150.3; 139.4; 124.2;
120.8; 115.3; 114.8; 55.6; 21.3. M/z (HR-APCI+): calcd. for CisHqi70, [M+H]*: 229.1223. Found:
229.1227. M.p.: 72-74°C.

C.b d e 0 f 3 h 1,3-Dimethyl-5-phenoxybenzene (2)
a \© i Purified by column chromatography (Hexane); colourless oil, yield 99%
(197 mg). *H-NMR (500MHz) &: 7.34 (t, 2H, Hy, Jng = Jni = 8.0 Hz); 7.10 (t,
1H, H;, Jin = 7.4 Hz); 7.01 (d, 2H, Hy, Jgn = 7.7 Hz); 6.76 (s, 1H, H,); 6.65 (s,

2H, Hy); 2.30 (s, 6H, H.). 3C{*H}-NMR (125MHz) &: 157.4; 157.1; 139.6; 129.6; 125.0; 122.9; 118.8;
116.6; 21.3. M/z (HR-APCI+): calcd. for Ci4H150 [M+H]*: 199.1117. Found: 199.1120.

5-(4-Acetylphenoxy)-1,3-dimethylbenzene (3)

cp d e o f g h
g j o Purified by column chromatography (Hexane/EtOAc : 100/0 to 95/5);
[ yellow solid, yield 93% (222 mg). *H-NMR (500MHz) 3: 7.94 (d, 2H, H,,
k

Jhg = 8.8 Hz); 7.00 (d, 2H, Hy, Jo.n = 8.8 Hz); 6.85 (s, 1H, H,); 6.69 (s, 2H,

Ha); 2.58 (s, 3H, Hy); 2.32 (s, 6H, H.). 3C{*H}-NMR (125MHz) &: 196.8;
162.2; 155.4; 139.9; 131.7; 130.5; 126.3; 117.8; 117.2; 26.4; 21.3. M/z (HR-ESI+): calcd. for C;¢H4;0,
[M+H]*: 241.1223. Found: 241.1228. M.p.: 84-86°C.

b % d. O f g 4-Phenoxyanisol (4)
a ©/ \©\Ol\/ile Purified by column chromatography (Hexane/EtOAc : 100/0 to 95/5);
h

colourless oil, yield 79% (158 mg). *H-NMR (500MHz) & (ppm): 7.31 (t,
2H, Hp, Jo.a = Jpc = 8.0 Hz); 7.05 (t, 1H, H,, J, = 7.4 Hz); 7.00 (d, 2H, Hy, Jge = 9.0 Hz); 6.96 (d, 2H, H, Jes
= 8.5 Hz); 6.90 (d, 2H, Hg, Jgr = 9.2 Hz); 3.82 (s, 3H, H;). 3C{*H}-NMR (125MHz) & (ppm): 158.5; 155.9;
150.1; 129.6; 122.4; 120.8; 117.6; 114.9; 55.6. M/z (HR-APCI+): calcd. for C;5H,30, [M+H]*: 201.0910.
Found: 201.0916.

b d O Diphenylether (5)

a ©/ Purified by column chromatography (Hexane); white solid, yield 39% (67 mg).
1H-NMR (500MHz): 7.35 (t, 4H, Hy, Jp.a = Jp.c = 8.0 Hz); 7.11 (t, 2H, H,, Jop = 7.3

Hz); 7.03 (d, 4H, H, J.p = 7.8 Hz). BC{*H}-NMR (125MHz): 157.2; 129.7; 123.2; 118.9. M/z (HR-

APCI+): calcd. for C;,H1;0 [M+H]*: 171.0804. Found: 171.0806. M.p.: 33-35°C.

c f

SR
a

4’-Phenoxyacetophenone (6)

Purified by column chromatography (Hexane/AcOEt : 100/0 to 95/5);
brown oil, yield 97% (205 mg). *H-NMR (500MHz): 7.95 (d, 2H, Hg, Jg =
8.5 Hz); 7.41 (t, 2H, Hy, Jp.a = Jp.c = 7.9 Hz); 7.22 (t, 1H, H,, J,., = 7.4 Hz);
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7.08 (d, 2H, H,, Jep = 7.7 Hz); 7.01 (d, 2H, Hy, Ji, = 8.8 Hz); 2.58 (s, 3H, H;). BC{'H}-NMR (125MHz) 5:
196.8; 162.0; 155.5; 131.9; 130.6; 130.0; 124.6; 120.1; 117.3; 26.4. M/z (HR-ESI+): calcd. for
C4H1,NaO, [M+Na]*: 235.0729. Found: 235.0730.

3’-(4-Methoxyphenoxy)acetophenone (7)

f o
e g 0.l k

\©\ m  Purified by column chromatography (Hexane/AcOEt : 100/0 to 90/10);
d N | "OMe vyellow oil, yield 59% (143 mg). *H-NMR (500MHz) 8: 7.63 (dd, 1H, Hg, J.
b b =1.1Hz, Jye = 7.8 Hz); 7.49-7.53 (m, 1H, Hy); 7.39 (t, 1H, He, Jog = Jos =
O a 7.9 Hz); 7.15 (ddd, 1H, H¢, Ji.q = 0.9 Hz, J, = 2.4 Hz, J;.. = 8.1 Hz); 7.00 (d,
2H, H;, Ji = 8.9 Hz); 6.91 (d, 2H, Hy, Ji; = 9.1 Hz); 3.83 (s, 3H, Hy); 2.57 (s, 3H, H,). C{tH}-NMR
(125MHz) 8: 197.5; 159.0; 156.3; 149.5; 138.8; 129.8; 122.4; 122.1; 121.0; 116.8; 115.1; 55.6; 26.7.

M/z (HR-ESI+): calcd. for Ci5sH1505 [M+H]*: 243.1016. Found: 243.1016.

3’-Phenoxyacetophenone (8)

f ]
e g O i k

\© Purified by column chromatography (Hexane/AcOEt : 100/0 to 95/5);
d c h | yellow oil, yield 84% (179 mg). H-NMR (500MHz) &: 7.69 (d, 1H, Hy, Jge =
b 7.7 Hz); 7.58-7.60 (m, 1H, Hy); 7.44 (t, 1H, H,, Joq = Jos = 7.9 Hz); 7.37 (t, 2H,
" 3 Hi Jij = Jis = 8.0 Hz); 7.22 (ddd, 1H, Hy, Ji.g = 0.9 Hz, Jy, = 2.4 Hz, )y = 8.1 Hz);
7.15 (t, 1H, H,, Jiy = 7.4 Hz); 7.03 (d, 2H, H,, Jii = 7.7 Hz); 2.59 (s, 3H, H,). 3C{*H}-NMR (125MHz) &:
197.4; 157.8; 156.6; 138.9; 129.9; 123.8; 123.3; 123.1; 119.1; 118.1; 26.7. M/z (HR-ESI+): calcd. for

C4H1,Na0, [M+Na]*: 235.0729. Found: 235.0732.

3’-(4-Acetylphenoxy)acetophenone (9)

f ]
e g.0.i k
d m Purified by column chromatography (Hexane/AcOEt : 100/0 to 90/10);
c h [ N white solid, yield 90% (230 mg). 'H-NMR (500MHz) &: 7.97 (d, 2H, H,,
b 0
O a

Jj = 9.0 Hz); 7.79 (dd, 1H, Hy, J4.n = 0.9 Hz, J4 = 7.7 Hz);7.67-7.64 (m,

1H, Hy); 7.50 (t, 1H, He, Je.q = Jes = 7.9 Hz); 7.26-7.30 (m, 1H, Hy); 7.03 (d,
2H, H;, Jjx = 9.0 Hz); 2.60 (s, 3H, H,); 2.59 (s, 3H, H,). 3C{*H}-NMR (125MHz) &: 197.1; 196.7; 161.3;
156.1; 139.2; 132.5; 130.7; 130.3; 124.6; 124.4; 119.3; 117.7; 26.7; 26.6. M/z (HR-ESI+): calcd. for
Ci6H14NaOs [M+Na]*: 277.0835. Found: 277.0846. M.p.: 78-80°C.

4-(o-Tolyloxy)anisol (10)

a
c bl.g o.h ! j Purified by column chromatography (Hexane/ AcOEt : 100/0 to 95/5);
\©\ colourless oil, yield 85% (183 mg). *H-NMR (500MHz) &: 7.24 (d, 1H, H,,
d f COMe  Jea = 7.5 Hz); 7.13 (t, 1H, He, Je.g = Jer = 7.5 H2); 7.02 (t, 1H, Ha, Juc = Jg.e =
e I 7.3 Hz); 6.91-6.86 (m, 4H, H;;); 6.81 (d, 1H, H, Jr.e = 7.9 Hz); 3.81 (s, 3H,

H)); 2.29 (s, 3H, H,). 13*C{*H}-NMR (125MHz) &: 155.8; 155.3; 151.1; 131.3; 129.1; 126.9; 123.1; 119.3;
118.0; 114.8; 55.7; 16.2. M/z (HR-APCI+): calcd. for C14H:50, [M+H]*: 215.1067. Found: 215.1070.

= 1.6 Hz, Jg = 7.6 Hz); 7.12 (dt, 1H, Hy, Jr.q = 1.8 Hz, Jie = Jig = 7.8 Hz);

ab 1-Isopropyl-2-(4-methoxyphenoxy)benzene (11)
q Cl_h.Oli J K Purified by column chromatography (Hexane/AcOEt : 100/0 to 95/5);
\©\ m yellow oil, yield 72% (175 mg). *H-NMR (500MHz) &: 7.33 (dd, 1H, Hy, Jq4¢
e g | OMe
f 7.08 (dt, 1H, He, Jeg = 1.3 Hz, Jo.g = Jes = 7.4 Hz); 6.91 (d, 2H, H;, J;« = 9.4
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Hz); 6.87 (d, 2H, Hy, Jij = 9.2 Hz); 6.79 (dd, 1H, Hg, Jge = 1.3 Hz, Jos = 7.9 Hz); 3.81 (s, 3H, H,); 3.37
(sept, 1H, Hy, Jpo = 6.9 Hz); 1.27 (d, 6H, H,, J,, = 6.9 Hz). 3C{tH}-NMR (125MHz) &: 155.3; 154.9;
151.5; 139.4; 126.8; 126.7; 123.3; 119.4; 118.2; 114.8; 55.7; 27.1; 22.9. M/z (HR-APCI+): calcd. for
Ci6H150, [M+H]*: 243.1380. Found: 243.1388.

a 1-(Tert-butyl)-2-(4-methoxyphenoxy)benzene (12)
b .

q Cl h O.ij J K Purified by column chromatography (Hexane/AcOEt : 100/0 to 95/5);
\©\ . brown oil, yield 75% (192 mg). *H-NMR (500MHz) 8: 7.39 (dd, 1H, Hy, Jo.

e g | OMe = 1.6 Hz, J4. = 7.8 Hz); 7.11 (dt, 1H, Hy, Jrq = 1.6 Hz, Jie = Jeg = 7.7 Hz);

f 7.01 (dt, 1H, He, Jeg = 1.1 Hz, Joy = Jes = 7.6 Hz); 6.95 (d, 2H, H;, J;,x= 9.2

Hz); 6.89 (d, 2H, Hy, Jij = 9.1 Hz); 6.76 (dd, 1H, Hg, Jge = 1.1 Hz; J,¢ = 8.0 Hz); 3.81 (s, 3H, Hyy); 1.45 (s,

9H, H,). BC{*tH}-NMR (125MHz) &: 157.0; 155.4; 151.0; 140.2; 127.0; 127.0; 122.5; 120.2; 118.8;

114.8; 55.7; 34.8; 30.0. M/z (HR-APCI+): calcd. for C;;H,;,0, [M+H]*: 257.1536. Found: 257.1544.

2-(4-Methoxyphenoxy)-1,1’-biphenyl (13)

Purified by column chromatography (Hexane/AcOEt : 100/0 to 95/5);
yellow oil, yield 69% (190 mg). *H-NMR (500MHz) &: 7.59 (d, 2H, He, Jes
= 8.5 Hz); 7.44 (dd, 1H, Hy, Je, = 1.6 Hz, Ji; = 7.6 Hz); 7.40 (t, 2H, Hy, Jpa =
Joo = 7.5 Hz); 7.32 (t, 1H, H,, J,, = 7.5 Hz); 7.28-7.25 (m, 1H, H,); 7.17
(dt, 1H, H, Jgs = 1.1 Hz, g = Jzp, =7.3 Hz); 6.93-6.91 (m, 3H, H,)); 6.84 (d,
2H, Hyp, Jma = 9.2 Hz); 3.79 (s, 3H, H,). 33C{*H}-NMR (125MHz) &: 155.5;

154.8; 150.9; 137.9; 132.8; 131.2; 129.3; 128.6; 128.1; 127.1; 123.2; 120.0; 118.6; 114.8; 55.6. M/z
(HR-APCI+): calcd. for CygH1,0, [M+H]*: 277.1223. Found: 277.1219.

Di-(o-tolyl)ether (14)

a
c b O Purified by chromatography (Hexane); colourless oil, yield 24% (48 mg). H-

9 NMR (500MHz) 8: 7.26 (d, 2H, H,, Joq = 6.8 Hz); 7.13 (t, 2H, He, Jog = Jes = 7.3
d s f Hz); 7.02 (t, 2H, Hy, Jac = Jue = 7.4 H2); 6.73 (d, 2H, Hy, Jie = 8.1 Hz); 2.30 (s, 6H,

H.). 3C{*H}-NMR (125MHz) &: 155.2; 131.3; 128.8; 127.0; 123.0; 117.6; 16.1.
M/z (HR-APCI+): calcd. for Ci4H;50 [M+H]*: 199.1117. Found: 119.1124.

alb 1-Isopropyl-2-(o-tolyloxy)benzene (15)
d c Purified by column chromatography (Hexane); colourless oil, yield 15% (33
mg). H-NMR (500MHz) &: 7.34 (dd, 1H, Hg, Jor = 1.8 Hz, Jy = 7.3 Hz); 7.27-
e 7.25 (m, 1H, Hy); 7.15-7.06 (M, 3H, Het,); 7.02 (t, 1H, Hy, Jiy = Jum = 7.4 Hz);
f 6.76 (d, 1H, H;, J;x= 8.0 Hz); 6.71 (dd, 1H, Hg, Jg.. = 1.6 Hz, J,+ = 7.8 Hz); 3.36

(sept, 1H, Hy, Jpa = 6.9 Hz); 2.32 (s, 3H, H,); 1.29 (d, 6H, Ha, J., = 7.1 Hz). 3C{*H}-NMR (125MHz) &:
155.5; 154.3; 139.0; 131.2; 129.0; 127.0; 126.8; 126.7; 123.1; 123.0; 117.8; 117.6; 27.2; 22.9; 16.2.
M/z (HR-APCI+): calcd. for C;gH160 [M+H]*: 227.1430. Found: 227.1436.

1-(Tert-butyl)-2-(o-tolyloxy)benzene (16)

Purified by column chromatography (Hexane); colourless oil, yield 17% (41
mg). H-NMR (500MHz) &: 7.41 (dd, 1H, Hg, Jos = 1.4 Hz, Jy. = 7.8 Hz); 7.28-
7.26 (M, 1H, Hy); 7.15 (t, 1H, Hy, Jij = Jio = 7.3 Hz); 7.10 (t, 1H, Hy, Je = Jig =
7.7 Hz); 7.05-7.00 (m, 2H, H,,); 6.82 (d, 1H, H;, J;, = 8.0 Hz); 6.66 (dd, 1H, H,,
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Jge = 0.9 Hz, Jos = 8.0 Hz); 2.33 (s, 3H, H,); 1.48 (s, 9H, H,). *C{H}-NMR (125MHz) &: 155.3; 155.1;
139.8; 131.2; 129.6; 127.1; 127.1; 127.0; 123.2; 122.4; 118.7; 118.0; 34.8; 30.1; 16.4. M/z (HR-
APCI+): calcd. for Cy;Hy;0 [M+H]*: 241.1587. Found: 241.1591.

2-(o-Tolyloxy)-1,1’-biphenyl (17)
q Purified by column chromatography (Hexane); colourless oil, yield 13% (35
mg). H-NMR (500MHz) 8: 7.61 (d, 2H, H., Jop, = 7.1 Hz); 7.46 (dd, 1H, H;, i,
O\lﬁi o0 =1.5Hz, Jig=7.7 Hz); 7.39 (t, 2H, Hy, Jpc = 7.6 Hz); 7.32 (t, 1H, H,, Jop = 7.3
' Hz); 7.29-7.24 (m, 1H, Hy); 7.22-7.15 (m, 2H, Hg,); 7.11 (t, 1H, Hm, Jpi = Jnn
| N =7.6Hz); 7.00 (t, 1H, H,, Jom = Jno = 7.4 Hz); 6.85 (d, 1H, H; Jip, = 8.1 Hz);
m 6.82 (d, 1H, H;, Ji.m = 8.1 Hz); 2.24 (s, 3H, H,). *C{*H}-NMR (125MHz) &:

155.1; 154.1; 138.0; 132.7; 131.2; 129.3; 129.2; 128.5; 128.0; 127.1, 127.0; 123.2; 123.1; 118.3;
118.1; 16.3. M/z (HR-APCI+): calcd. for Ci9H;;0 [M+H]*: 261.1274. Found: 261.1272.

a 2-(4-Methoxyphenoxy)-1,3-dimethylbenzene (18)
b g
c e Of h Purified by chromatography (Hexane/AcOEt : 100/0 to 95/5); yellow oil,
g i yield 37% (85 mg). *H-NMR (500MHz) &: 7.12-7.02 (m, 3H, H.); 6.80 (d,
i OMe  2H, H,, J,, = 9.1 Hz); 6.69 (d, 2H, Hy, Jng = 9.2 Hz); 3.77 (s, 3H, H,); 2.14

(s, 6H, H,). 3C{*H}-NMR (125MHz) &: 154.1; 152.0; 151.5; 131.6; 128.9; 124.9; 115.2; 114.7; 55.7;
16.3. M/z (HR-APCI+): calcd. for Cy5H,;0, [M+H]*: 229.1223. Found: 229.1229.

a l 1,3-Dimethyl-2-(o-tolyloxy)benzene (19)
b k .
c e Of ) Purified by chromatography (Hexane); colourless oil, yield 22% (46 mg). H-
g 9 ~ NMR (500MHz) 8: 7.24-7.21 (m, 1H, H)); 7.12-7.04 (m, 3H, H.4); 6.98 (dt, 1H,
i
h

H, Jnj = 1.2 Hz, Jyg = Jn: = 6.9 Hz); 6.88 (t, 1H, H;, Jiy = Ji; = 7.1 Hz); 6.27 (d, 1H,

Hg, Jgn = 8.1 Hz); 2.44 (s, 3H, H)); 2.12 (s, 6H, H,). 3C{*H}-NMR (125MHz) &:
155.7; 151.5; 131.4; 131.0; 128.9; 126.7; 126.0; 124.8; 120.9; 111.8; 16.2; 16.1. M/z (HR-APCI+):
calcd. for CysH;,0 [M+H]*: 213.1274. Found: 213.1274.

1,3-Dimethyl-5-(o-tolyloxy)benzene (20)

I
¢ b e o K
I purified by chromatography (Hexane); colourless oil, yield 45% (95 mg).
:Q/ g\©i H-NMR (300MHz) &: 7.27-7.25 (m, 1H, H); 7.17 (dt, 1H, Hy, Jy = 1.7 Hz,
h Jhg = Jni = 7.7 Hz); 7.07 (dt, 1H, H;, Ji; = 1.2 Hz, Jiy = Ji; = 7.4 Hz); 6.91 (d,
1H, H,, Jgn = 8.1 Hz); 6.70 (s, 1H, H,); 6.55 (s, 2H, Ha); 2.28 (s, 6H, H.); 2.26
(s, 3H, H). 3C{*H}-NMR (75MHz) &: 157.9; 154.6; 139.5; 131.3; 129.9; 127.0; 124.1; 123.7; 119.7;

115.0; 21.3; 16.2. M/z (HR-ESI+): calcd. for C;5H;,0 [M+H]*: 213.1274. Found: 213.1270.

C.b d e O_f 9 h 4-(3,5-Dimethylphenoxy)aniline (21)
Q Purified by column chromatography (Hexane/AcOEt : 100/0 to 90/10);
a NH,  brown oil, yield 79% (168 mg). "H-NMR (S00MHz) : 6.88 (d, 2H, H,, Js
h = 8.8 Hz); 6.70 (d, 2H, Hy, Jng = 8.8 Hz); 6.68 (s, 1H, H,); 6.57 (s, 2H,
Hq); 3.58 (broad s, 2H, NH,); 2.27 (s, 6H, H.). 3C{*H}-NMR (125MHz) &: 158.8; 148.9; 142.3; 139.3;
123.8; 121.1; 116.3; 114.9; 21.3. M/z (HR-ESI+): calcd. for C;4H;sNNaO [M+Na]*: 236.1046. Found:
236.1048.
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2-(3,5-Dimethylphenoxy)aniline (22)

NH,
\© Purified by chromatography (Hexane/ AcOEt : 100/0 to 90/10); brown oil,
yield 71% (151 mg). H-NMR (500MHz) &: 7.00 (dt, 1H, H;, J,; = 1.3 Hz, Jj.,
= J;;= 7.6 Hz); 6.89 (dd, 1H, H,, Jg; = 1.3 Hz, J;, = 7.9 Hz); 6.84 (dd, 1H, H,,
Jin=13Hz, J;=79 Hz) 6.76-6.71 (m, 2H, H,, ); 6.61 (s, 2H, Hy); 3.73 (broad s, 2H, NH,); 2.29 (s, 6H,

H.). 3C{*H}-NMR (125MHz) &: 157.5; 143.3; 139.5; 138.5; 124.6; 124.4; 120.2; 118.8; 116.5; 114.8;
21.3. M/z (HR-ESI+): calcd. for C;4H;5sNNaO [M+Na]*: 236.1046. Found: 236.1043.

b._a NS 0.9 h i 2-Methyl-6-phenoxypyridine (23)
M \©j Purified by column chromatography (Hexane/AcOEt : 100/0 to 95/5);
d yellow oil, yield 17% (31 mg). tH-NMR (500MHz) 8: 7.54 (t, 1H, H, Jo.c = Jue
= 7.7 Hz); 7.38 (t, 2H, H,, Jin = Ji; = 8.1 Hz); 7.18 (t, 1H, H,, J;; = 7.4 Hz); 7.13
(d, 2H, Hy, Jpi = 7.5 Hz); 6.88 (d, 1H, H,, J..q4 = 7.5 Hz); 6.58 (d, 1H, He = 8.1 Hz); 2.47 (s, 3H, H,).

BC{1H}-NMR (125MHz) &: 163.1; 157.6; 154.7; 139.5; 129.6; 124.3; 120.7; 118.0; 107.5; 24.1. M/z
(HR-ESI+): calcd. for C;,H;,NNaO [M+Na]*: 208.0733. Found: 208.0733.

2-Methyl-8-phenoxyquinoline (24)

Purified by column chromatography (Hexane/AcOEt : 100/0 to 95/5);
white solid, yield 21% (50 mg). *H-NMR (500MHz) &: 8.08 (d, 1H, Hy, J4.c =
8.5 Hz); 7.49 (dd, 1H, Hy, Jen = 1.1 Hz, Ji = 8.3 Hz); 7.40-7.32 (m, 4H,
Hegm); 7.18-7.13 (m, 3H, H,,); 7.01 (dd, 1H, Hy, Jus = 1.1 Hz; Jg = 7.6 Hz);
2.79 (s, 3H, H,). 3C{*H}-NMR (125MHz) &: 159.0; 157.1; 153.6; 140.0;
136.4; 129.7; 128.0; 125.6; 123.8; 122.9; 121.9; 120.4; 115.5; 25.6. M/z (HR-ESI+): calcd. for
Ci6H13sNNaO [M+Na]*: 258.0889. Found: 258.0889. M.p.: 97-99°C.
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Characterisation data for amides 25-49

i OMe N-(4-Methoxyphenyl)benzamide (25)

O g
b c d J Purified by column chromatography (Hexane/EtOAc: 95/5 to 80/20).
e H f White solid, yield 83% (189 mg, 0.83 mmols).'H-NMR (300MHz) &:
7.87 (d, 2H, H,, J.., = 6.8 Hz); 7.78 (broad s, 1H, NH); 7.59-7.44 (m, 5H,

Hape); 6.92 (d, 2H, Hy, g = 9.1 Hz); 3.82 (s, 3H, H;). 3C{*H}-NMR (75MHz) &: 165.6; 156.6; 135.0;
131.7; 131.0; 128.7; 127.0; 122.1; 114.2; 55.5. M/z (HR-ESI+): calcd. for Ci;H;sNNaO, [M+Nal*:
250.0838. Found: 250.0837.

N-Phenylbenzamide (26)

g
: ﬂ @ Purified by column chromatography (Hexane/EtOAc: 90/10 to 80/20). White
e N

solid, yield 85% (167 mg, 0.85 mmols). *H-NMR (500MHz) &: 7.89 (d, 2H, H,,

Jep = 7.1 Hz); 7.81 (broad s, 1H, NH); 7.66 (d, 2H, Hy, I, = 7.7 Hz); 7.60-7.54
(m, 1H, H,); 7.51 (t, 2H, Hy, Jo-a = Joc = 7.5 Hz); 7.39 (t, 2H, Hy, Jhg = Jni = 7.9 Hz); 7.17 (t, 1H, H;, Jin =
7.3 Hz). 3C{*H}-NMR (125MHz) &: 165.6; 138.1; 135.3; 131.8; 129.1; 128.8; 127.0; 124.6; 120.3. M/z
(HR-ESI+): calcd. for C;3H;,NO [M+H]*: 198.0913. Found: 198.0918.

N-(4-Acetylphenyl)benzamide (27)

Purified by column chromatography (Hexane/EtOAc: 85/15 to
65/35). Yellow solid, yield 59% (141 mg, 0.59 mmols). *H-NMR
(500MHz) &: 8.03-7.99 [(d, 2H, Hy, Jng = 8.8 Hz), and (broad s, 1H,
a NH)J; 7.90 (d, 2H, H,, Jo, = 7.1 Hz); 7.78 (d, 2H, Hg, Jz, = 8.8 Hz); 7.60
(t, 1H, H,, Jop = 7.5 Hz); 7.53 (t, 2H, Hy, Jp.a = Jpo.c = 7.6 Hz); 2.61 (s, 3H, Hy). 3C{*H}-NMR (125MHz) &:
196.6; 165.7; 142.3; 134.7; 133.5; 132.2; 129.8; 129.0; 127.1; 119.4; 26.3. M/z (HR-ESI+): calcd. for
C1sH1NO, [M+H]*: 240.1019. Found: 240.1020.

j OMe 4-Methoxy-N-(4-methoxyphenyl)benzamide (28)

O h
Purified by column chromatography (Hexane/EtOAc: 90/10 to
20/80). Yellow solid, yield 67% (173 mg, 0.67 mmols). *H-NMR
MeO (500MHz) &: 7.84 (d, 2H, Hg, Ja.c = 9.0 Hz); 7.65 (broad s, 1H, NH);

7.53 (d, 2H, Hy, Jni = 9.0 Hz); 6.98 (d, 2H, H,, J.q = 8.8 Hz); 6.92 (d,
2H, H;, Ji, = 9.0 Hz); 3.88 (s, 3H, H.); 3.82 (s, 3H, Hy). 3*C{*H}-NMR (125MHz) §: 165.1; 162.6; 156.8;
131.4; 128.8; 127.5; 122.2; 114.5; 114.1; 55.6; 55.5. M/z (HR-ESI+): calcd. for C;sH,;sNNaO; [M+Na]*:
280.0944. Found: 280.0948.

4-Methoxy-N-phenylbenzamide (29)

i
o h J
/@Q}\ Purified by column chromatography (Hexane/EtOAc: 95/5 to 70/30).
C f N g
a H
MeO™ p

White solid, yield 88% (200 mg, 0.88 mmols). *H-NMR (500MHz) &:
7.85 (d, 2H, Hg, J4.c = 8.8 Hz); 7.74 (broad s, 1H, NH); 7.64 (d, 2H, Hp, Jn.
=8.5 Hz); 7.38 (t, 2H, H;, Jin = )iy = 7.9 Hz); 7.15 (t, 1H, H,, J,; = 7.4 Hz);
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6.99 (d, 2H, H., J.4 = 8.8 Hz); 3.89 (s, 3H, H,). 3C{*H}-NMR (125MHz) &: 165.1; 162.7; 138.3; 129.1;
128.9; 127.5; 124.4; 120.3; 114.1; 55.5. M/z (HR-ESI+): calcd. for C,,H,;sNNaO, [M+Na]*: 250.0838.

Found: 250.0837.

k m
a
f
b h N7
o
Cc e
d
CF;
g

N-(4-Methoxyphenyl)-3-(trifluoromethyl)benzamide (30)

Purified by column chromatography (Hexane/EtOAc: 90/10 to 60/40).
Orange solid, yield 66% (195 mg, 0.66 mmols). *H-NMR (500MHz) &:
8.12 (s, 1H, H.); 8.04 (d, 1H, H,, J,, = 7.5 Hz); 7.90 (broad s, 1H, NH);
7.79 (d, 1H, H, Jop, = 7.7 Hz); 7.60 (t, 1H, Hp, Jp.a = Jp.c = 7.7 Hz); 7.53 (d,
2H, H;, Jjx = 8.8 Hz); 6.91 (d, 2H, Hy, Ji; = 9.0 Hz); 3.82 (s, 3H, Hy).
B3C{*H}-NMR (125MHz) &: 164.3; 157.0; 135.9; 131.3(q, Jcr = 32 Hz);

130.5; 130.3; 129.4; 128.2 (q, Jor = 3 Hz); 124.0 (q, Jer = 3 Hz); 123.7 (q, Jor = 272 Hz); 122.4; 114.3;
55.5. M/z (HR-ESI+): calcd. for CysHq,FsNNaO, [M+Na]*: 318.0712. Found: 318.0713.

o i K | N-Phenyl-3-(trifluoromethyl)benzamide (31)
b a /© Purified by column chromatography (Hexane/EtOAc: 95/5 to 80/20). Off-
h H I white solid, yield 81% (216 mg, 0.81 mmols). H-NMR (500MHz) §: 8.12 (s,
e e 1H, H.); 8.07 (broad s, 1H, NH); 8.04 (d, 1H, H,, J,, = 8.0 Hz); 7.79 (d, 1H, H,,
CFsy Jen = 7.8 Hz); 7.64 (d, 2H, H;, J;« = 8.0 Hz); 7.60 (t, 1H, Hy, Jpa = Jpc = 7.8 Hz);

7.37 (t, 2H, Hy, Ji; = Jey = 7.9 Hz); 7.18 (t, 1H, H,, Ji = 7.3 Hz). 3C{*H}-NMR
(125MHz) &: 164.4; 137.5; 135.8; 131.3(q, Jer = 33 Hz); 130.4; 129.4; 129.1; 128.3 (q, Jcr = 4 Hz);
125.0; 124.1 (q, Jer = 4 Hz); 123.6 (q, Jer = 273 Hz); 120.5. M/z (HR-ESI+): calcd. for Cy,H,0FsNNaO
[M+Na]*: 288.0607. Found: 288.0604.

N-(4-Acetylphenyl)-3-(trifluoromethyl)benzamide (32)

Purified by column chromatography (Hexane/EtOAc: 85/15 to 60/40).
White solid, yield 56% (173 mg, 0.56 mmols). *H-NMR (500MHz) &:
8.45 (broad s, 1H, NH); 8.15 (s, 1H, H.); 8.09 (d, 1H, H,, J, = 7.8 Hz);
7.97 (d, 2H, Hy, Ji; = 8.5 Hz); 7.83-7.77 (m, 3H, H,); 7.63 (t, 1H, Hy, Jp.
= Jyo = 7.8 Hz); 2.59 (s, 3H, H,). BC{*H}-NMR (125MHz) &: 197.2;
164.5; 142.0; 135.3; 133.4; 131.4 (q, Jcs = 33 Hz); 130.5; 129.8; 129.5;

128.7 (9, Jer = 4 Hz); 124.1 (q, Jer = 4 Hz); 123.5 (q, Jor = 273 Hz): 119.6; 26.4. M/z (HR-ESI+): calcd.
for Ci6H13FsNO, [M+H]*: 308.0898. Found: 308.0909.

h .
c J
b d N
H

N-(4-Methoxyphenyl)cyclohexanecarboxamide (33)

Purified by column chromatography (Hexane/EtOAc: 85/15 to 70/30).
White solid, yield 71% (165 mg, 0.71 mmols). 'H-NMR (500MHz) &:
7.43 (d, 2H, Hg, Jgn, = 9.0 Hz); 7.04 (broad s, 1H, NH); 6.86 (d, 2H, Hy, J..

¢ = 9.0 Hz); 3.80 (s, 3H, H,); 2.25-1.21 (6 multiplets, 11H, H,.¢). *C{*H}-NMR (125MHz) 5: 174.1; 156.3;
131.2; 121.6; 114.1; 55.5; 46.4; 29.7; 25.7. M/z (HR-ESI+): calcd. for C,4H;oNNaO, [M+Na]*: 256.1308.

Found: 256.1305.
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N-Phenylcyclohexanecarboxamide (34)

g
: H /© Purified by column chromatography (Hexane/EtOAc: 95/5 to 70/30). White
e N

solid, yield 78% (159 mg, 0.78 mmols). *H-NMR (500MHz) &: 7.53 (d, 2H,

Hg, Jgn = 7.9 Hz); 7.32 (t, 2H, Hy, Jng = Jni = 7.9 Hz); 7.16 (broad s, 1H, NH);
7.10 (t, 1H, H; Jip = 7.4 Hz); 2.28-1.24 (6 multiplets, 11H, H,4). 3C{*H}-NMR (125MHz) &: 174.1;
138.3; 129.0; 124.1; 119.9; 46.6; 29.8; 25.8; 25.7. M/z (HR-ESI+): calcd. for Cy3H;sNO [M+H]*:
204.1383. Found: 204.1384.

N-(4-Acetylphenyl)cyclohexanecarboxamide (35)

Purified by column chromatography (Hexane/EtOAc: 85/15 to
65/35). White solid, yield 72% (177 mg, 0.72 mmols). *H-NMR
(500MHz) &: 7.94 (d, 2H, Hp, Jne = 8.8 Hz); 7.64 (d, 2H, Hg, Jgp = 8.8
Hz); 7.35 (broad s, 1H, NH); 2.58 (s, 3H, H,); 2.31-1.22 (6 multiplets,
11H, H,4). 3C{*H}-NMR (125MHz) &: 196.6; 174.3; 142.5; 133.1; 129.7; 119.0; 46.7; 29.7; 26.2; 25.7;
25.7. M/z (HR-ESI+): calcd. for C;sH,0NO, [M+H]*: 246.1489. Found: 246.1489.

a

1-(4-Methoxyphenyl)pyrrolidin-2-one (36)

h OMe
&/Q/ Purified by column chromatography (Hexane/EtOAc: 85/15 to 55/45).
N . . .

White solid, yield 97% (185 mg, 0.97 mmols). *H-NMR (500MHz) &: 7.50 (d,
2H, Hy, Jig = 8.9 Hz); 6.91 (d, 2H, H,, Jo¢ = 8.9 Hz); 3.83 (t, 2H, Hy, Jpc = 7.1 Hz);
3.81 (s, 3H, H;); 2.60 (t, 2H, Hg, J4.c = 8.0 Hz); 2.16 (quint, 2H, H¢, Jop, = Jq
= 7.8 Hz). 3C{*H}-NMR (125MHz) &: 173.9; 156.6; 132.6; 121.8; 114.0; 55.5; 49.2; 32.4; 18.0. M/z
(HR-ESI+): calcd. for C;;H;3NNaO, [M+Na]*: 214.0838. Found: 214.0842.

1-Phenylpyrrolidin-2-one (37)

aO @ Purified by column chromatography (Hexane/EtOAc: 90/10 to 60/40). White
<\j\l e solid, yield 97% (157 mg, 0.97 mmols). *H-NMR (500MHz) &: 7.62 (d, 2H, H, Jig =
8.0 Hz); 7.38 (t, 2H, H, Jg¢ = Jo = 7.8 Hz); 7.15 (t, 1H, Hy, Jig = 7.2 Hz); 3.87 (t, 2H,
Hp, Joc = 7.0 Hz); 2.62 (t, 2H, H, Ja.c = 8.0 Hz); 2.17 (quint, 2H, He, Jop = Jeg = 7.5
Hz). 3C{*H}-NMR (125MHz) &: 174.1; 139.4; 128.8; 124.5; 119.9; 48.7; 32.7; 18.0. M/z (HR-ESI+):
calcd. for C;oH1,NO [M+H]*: 162.0913. Found: 162.0911.

1-(4-Acetylphenyl)pyrrolidin-2-one (38)

J Purified by column chromatography (Hexane/EtOAc: 85/15 to 50/50).
White solid, yield 87% (176 mg, 0.87 mmols). *H-NMR (500MHz) &: 7.98 (d,
2H, Hg, ¢ = 8.8 Hz); 7.76 (d, 2H, Hy, Jg = 8.8 Hz); 3.92 (t, 2H, Hy, Jp = 7.1
Hz); 2.66 (t, 2H, Hy, Jo.c = 8.1 Hz); 2.59 (s, 3H, H)); 2.21 (quint, 2H, H, Jop = )
4 = 7.6 Hz). BC{*H}-NMR (125MHz) §: 196.7; 174.5; 143.7; 133.1; 129.3;

118.8; 48.5; 32.8; 26.3; 17.9. M/z (HR-ESI+): calcd. for Ci,H;3sNNaO, [M+Na]*: 226.0838. Found:

226.0842.
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o i<h)i/ol\/|e 1-(4-Methoxyphenyl)pyridin-2(1H)-one (39)
j

a Purified by column chromatography (Hexane/EtOAc: 90/10 to 40/60).

b | N f Yellow solid, yield 95% (192 mg, 0.95 mmols). *H-NMR (500MHz) &: 7.38

c N Fe (ddd, 1H, He, Jee = 2.1 Hz, Jg = 6.7 Hz, )y, = 9.1 Hz); 7.34-7.27 (m, 3H, He,);
d 6.99 (d, 2H, Hy, Jpg = 9.0 Hz); 6.65 (d, 1H, Hy, Jpc = 9.3 Hz); 6.22 (dt, 1H, Hg,

Jab = 1.4 Hz, )y = Jge = 6.7 Hz); 3.84 (s, 1H, H;). 3C{*H}-NMR (125MHz) 3: 162.6; 159.4; 139.7; 138.3;
133.8; 127.5; 121.7; 114.5; 105.7; 55.5. M/z (HR-ESI+): calcd. for C;,H;;NNaO, [M+Na]*: 224.0682.
Found: 224.0679.

1-Phenylpyridin-2(1H)-one (40)

h
50
a Purified by column chromatography (Hexane/EtOAc: 85/15 to 50/50). Off-white
bﬁj\‘ f solid, yield 98% (167 mg, 0.98 mmols). *H-NMR (500MHz) &: 7.50 (t, 2H, Hy, Jpg =
Cc > e
d

Joi = 7.6 Hz); 7.45-7.37 (m, 4H, H.,); 7.34 (dd, 1H, Hq, Jo.c = 2.1 Hz, Jog = 6.9 Hz);

6.68 (d, 1H, Hy, Jpc = 9.2 Hz); 6.25 (t, 1H, Hy, Juc = Jy = 6.5 Hz). 3C{*tH}-NMR
(125MHz) 8: 162.4; 140.9; 139.8; 138.0; 129.3; 128.5; 126.5; 121.9; 105.9. M/z (HR-ESI+): calcd. for
C1:HoNNaO [M+Nal*: 194.0576. Found: 194.0574.

N-Phenylnicotinamide (41)

[
o h J
a e Purified by column chromatography (Hexane/EtOAc: 85/15 to 20/80).
N™ XY N9
I H
b~ d
c

Yellow solid, yield 61% (121 mg, 0.61 mmols). H-NMR (500MHz) &: 9.08 (s,

1H, H,); 8.72 (d, 1H, Hy, Joc = 3.9 Hz); 8.42 (broad s, 1H, NH); 8.20 (d, 1H,

Ha, Jac = 7.9 Hz); 7.66 (d, 2H, Hy, Ji = 7.9 Hz); 7.43-7.33 (m, 3H, H,); 7.17
(t, 1H, H;, J;; = 7.5 Hz). 3C{*H}-NMR (125MHz) §: 164.0; 152.2; 147.9; 137.5; 135.5; 130.9; 129.1;
125.0; 123.7; 120.6. M/z (HR-ESI+): calcd. for C;,H,oN,NaO [M+Na]*: 221.0685. Found: 221.0683.

N-(1-(2-Chlorophenyl)-1H-indazol-5-yl)benzamide (42)

H .
0eN_f 2 h L
d T@j&'\l Purified by column chromatography (Hexane/EtOAc: 90/10 to 30/70).
c .
b r n
a )
99

Yellow solid, yield 31% (109 mg, 0.31 mmols). *H-NMR (500MHz) &: 8.22

(d, 1H, Hg, Jgu = 1.1 Hz); 8.19 (s, 1H, H;); 8.14 (broad s, 1H, NH); 7.91 (d,

2H, H,, J.p, = 7.0 Hz); 7.62-7.58 (m, 1H, H,); 7.58-7.53 (m, 1H, H,); 7.53-

7.50 (m, 2H, H,); 7.50-7.47 (m, 2H, Hy); 7.46-7.41 (m, 2H, H,4); 7.22 (d,

1H, Hy, Jiu = 8.9 Hz). 3C{*H}-NMR (125MHz) &: 165.9; 138.2; 137.2;
135.7; 135.1; 132.1; 131.8; 131.7; 130.8; 129.9; 129.5; 128.8; 127.7; 127.1; 124.7; 122.0; 112.5;
110.9. M/z (HR-ESI+): calcd. for CyoH14CINsNaO [M+Na]*: 370.0718. Found: 370.0720.

a

o h ! i 4-Methoxy-N-(o-tolyl)benzamide (43)
d e K Purified by column chromatography (Hexane/EtOAc: 95/5 to 70/30).
c f N g | White solid, yield 55% (133 mg, 0.55 mmols). *H-NMR (500MHz) &:
MeO™ p m

7.96 (d, 1H, H,, J.i = 8.0 Hz); 7.87 (d, 2H, Hy, J4. = 8.5 Hz); 7.60
(broad s, 1H, NH); 7.29-7.22 (m, 2H, H,}); 7.12 (t, 1H, H,, J;; = J, = 7.3
Hz);

7.00 (d, 2H, H,, J.4 = 8.7 Hz); 3.89 (s, 3H, H,); 2.35 (s, 3H, H,). 3C{*H}-NMR (125MHz) 8: 165.1; 162.5;
136.0; 130.5; 129.0; 128.9; 127.3; 126.9; 125.1; 123.0; 114.0; 55.5; 17.8. M/z (HR-ESI+): calcd. for
Ci5H1sNNaO, [M+Na]*: 264.0995. Found: 254.0997.
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N-(o-Tolyl)benzamide (44)

Purified by column chromatography (Hexane/EtOAc: 90/10 to 80/20).
White solid, yield 57% (121 mg, 0.57 mmols). *H-NMR (500MHz) &: 7.97
(d, 1H, Hy, Jgn = 7.9 Hz); 7.90 (d, 2H, H,, Hep, = 7.3 Hz); 7.69 (broad s, 1H,
NH); 7.58 (t, 1H, H,, J,, = 7.5 Hz); 7.54-7.49 (m, 2H, H,); 7.30-7.23 (m, 2H,

H;n); 7.14 (dt, 1H, H;, Jig = 1.1 Hz, Jig = Ji; = 7.5 Hz); 2.36 (s, 3H, H)). 3C{*H}-NMR (125MHz) &: 165.6;
136.0; 135.3; 131.8; 130.6; 129.3; 128.9; 127.1; 127.0; 125.4; 123.3; 17.7. M/z (HR-ESI+): calcd. for
C14H13NNaO [M+Na]*: 234.0889. Found: 234.0893.

CF3
9

N-(o-Tolyl)-3-(trifluoromethyl)benzamide (45)

Purified by column chromatography (Hexane/EtOAc: 95/5 to 70/30). Off-
white solid, yield 36% (101 mg, 0.36 mmols) *H-NMR (500MHz) &: 8.16 (s,
1H, H,); 8.07 (d, 1H, Hy, Jo = 7.6 Hz); 7.87-7.81 (m, 2H, H,); 7.70 (broad s,
1H, NH); 7.65 (t, 1H, Hy, Jos = J.c = 7.8 Hz); 7.30-7.22 (m, 2H, Hy); 7.16 (t,
1H, H}, Jix = Ji.m = 7.5 Hz); 2.35 (s, 3H, H,). 3C{*H}-NMR (125MHz) &: 164.3;

135.8; 135.2; 131.4 (q, Jor = 33 Hz); 130.7; 130.2; 129.9; 129.5; 128.4 (q, Jr = 4 Hz); 126.9; 125.9;
124.2 (q, Jer = 4 Hz); 123.6; 123.6 (q, Jor = 273 Hz); 17.8. M/z (HR-ESI+): calcd. for CysHy,FsNNaO
[M+Na]*: 302.0763. Found: 302.0760.

h
. 0O 9 :
d .
b j
SR
a |

N-(o-Tolyl)cyclohexanecarboxamide (46)

Purified by column chromatography (Hexane/EtOAc: 95/5 to 70/30).
White solid, yield 63% (138 mg, 0.63 mmols). *H-NMR (500MHz) 6: 7.90-
7.84 (m, 1H, H,); 7.24-7.17 (m, 2H, Hy,); 7.09-7.05 (m, 1H, H,); 6.98 (broad
s, 1H, NH); 2.33-1.22 (6 multiplets, 14H, H,4)). 3C{*H}-NMR (125MHz) o:

174.1; 135.8; 130.4; 128.7; 126.8; 124.9; 123.0; 122.8; 46.4; 29.9; 25.7; 17.7. M/z (HR-ESI+): calcd.
for C14H:oNNaO [M+Na]*: 240.1359. Found: 240.1357.

f 9 h 1-(o-Tolyl)pyrrolidin-2-one (47)
0
a e ~ Purified by column chromatography (Hexane/EtOAc: 90/10 to 50/50). Yellow oil,
b N ' yield 81% (141 mg, 0.81 mmols). *H-NMR (500MHz) &: 7.31-7.20 (m, 3H, H;y);
4\ 7.19-7.11 (m, 1H, H,); 3.73 (t, 2H, Hy, Jp.c = 7.0 Hz); 2.59 (t, 2H, Hg, Jg. = 8.0 Hz);
c

2.29-2.19 (m, 5H, H.). 3C{*H}-NMR (125MHz) 3: 174.3; 137.4; 135.5; 131.1;
127.8; 126.8; 126.6; 50.7; 31.2; 19.1; 17.9. M/z (HR-ESI+): calcd. for C;;H;3NNaO [M+Na]*: 198.0889.

Found: 198.0885.c

N-(2-Benzamidobenzyl)benzamide (48)

NMR (500MHz) &: 10.44 (broad s, 1H, NH); 8.22 (dd, 2H, H,, J.,

h
o 9 i
b g N io Purified by column chromatography (Hexane/EtOAc: 85/15 to
H k o 65/35). Off-white solid, yield 30% (59 mg, 0.18 mmols). 'H-
a ' N#N@P
H

q =15Hz J, =8.1Hz); 8.01 (d, 1H, Hg, Jgn = 7.3 Hz); 7.76 (dd,
2H, H,, Jo.q = 1.3 Hz, J,, = 8.3 Hz); 7.60-1.49 (m, 4H, H,4); 7.43

(t, 2H, Hy, Jo-0 = Jpq = 7.6 Hz); 7.38 (dt, 1H, Hp, Jnj= 1.5 Hz, Jyg = Jpi = 8.1 Hz); 7.33 (dd, 1H, H;, J;, = 1.4
Hz, ). = 7.6 Hz); 7.17 (dt, 1H, H;, Ji; = 1.3 Hz, Ji;, = Ji; = 7.5 Hz); 6.93 (broad s, 1H, benzyl. NH); 4.59 (d,
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2H, H, Juny = 6.4 Hz). BC{IH}-NMR (125MHz) 5: 168.3; 166.6; 136.8; 134.9; 133.7; 131.9; 131.7;
130.6; 130.1; 128.9; 128.7; 128.5; 127.9; 127.1; 125.5; 125.3; 41.1. M/z (HR-ESI+): calcd. for
C21H18N2Na02 [M+Na]+: 353.1260. Found: 353.1263.

c f h N-Benzylbenzamide (49)

b J 9 i
o H/\© Purified by column chromatography (Hexane/EtOAc: 90/10 to 70/30).
j VYellow solid, different yields. *H-NMR (500MHz) &: 7.82-7.78 (m, 2H,

H.); 7.51 (tt, 1H, Ha, J, = 1.2 Hz, J,, = 7.3 Hz); 7.46-7.41 (m, 2H, H,);
7.38-7.34 (m, 4H, H,); 7.34-7.28 (m, 1H, H,); 6.46 (broad s, 1H, NH); 4.66 (d, 2H, H, Jigem) = 5.6 H2).
13C{*H}-NMR (125MHz) &: 167.3; 138.4; 134.7; 131.5; 128.8; 128.6; 127.9; 127.6; 127.0; 44.3. M/z
(HR-ESI+): calcd. for C;4,H,3NNaO [M+Na]*: 234.0889. Found: 234.0889.
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Characterisation data for ester side-products 50-53

c f Isobutyl benzoate (50)

d
b e O/\g( Yellow oil. *H-NMR (500MHz) &: 8.07 (d, 2H, H, J, = 8.3 Hz); 7.57 (t, 1H, H,,
h Jop=7.5Hz); 7.45 (t, 2H, Hy, Jpa = Jp.c = 7.7 Hz); 4.12 (d, 2H, Hy, Ji5 = 6.6 Hz);
2.10 (sept, 1H, H, Jgn = Jgn = 6.7 Hz); 1.04 (d, 6H, Hp, Jpg = 6.8 Hz).
BC{*H}-NMR (125MHz) &: 166.6; 132.7; 130.8; 129.6; 128.3; 71.0; 28.0; 19.2. These data correspond
to those previously reported.?

d o Q g Isobutyl 4-methoxybenzoate (51)
c
a /©)fko/\?/ Yellow oil. *H-NMR (500MHz) &: 8.02 (d, 2H, Hg, J4.. = 8.7 Hz); 6.93 (d,
b

MeO 2H, H,, Jeq = 8.9 Hz); 4.08 (d, 2H, Hy, J,, = 6.4 Hz); 3.87 (s, 3H, H,); 2.08
(sept, 1H, Hy, Jhg = Jni = 6.7 Hz); 1.03 (d, 6H, H;, Jiy = 6.6 Hz). 3C{*H}-

NMR (125MHz) &: 166.4; 163.3; 131.5; 123.0; 113.5; 70.7; 55.4; 27.9; 19.2. These data correspond to
those previously reported.?

a . Q i j Isobutyl 3-(trifluoromethyl)benzoate (52)
b h o/\( Yellow oil. tH-NMR (500MHz) &: 8.31 (s, 1H, H,); 8.25 (d, 1H, Ha, J, = 7.8 Hz);
o e k  7.82(d, 1H, H, Jop, = 7.8 Hz); 7.60 (t, 1H, Hp, Jpa = Jp.c = 7.8 Hz); 4.16 (d, 2H, H,,
CF3 Ji-j =6.6 HZ), 2.12 (Sept, 1H, Hj, Jj,] = Jj-k =6.7 HZ), 1.04 (d, 6H, Hkr Jk-j =6.6 HZ)
g BC{*H}-NMR (125MHz) 6: 165.3; 132.7; 131.4; 131.0 (q, Jcr = 33 Hz); 129.3

(9, Jcr =4 Hz); 129.0; 126.4 (q, Jcr = 4 Hz); 124.7 (q, Jcr = 272 Hz); 71.5; 27.9; 19.1.

a O g Isobutyl nicotinate (53)
e h
NI Nt O/\( Orange oil. tH-NMR (500MHz) &: 9.25 (s, 1H, H.); 8.78 (d, 1H, Hp, Ju.c = 4.1
b N\ A d [ Hz); 8.32 (dt, 1H, Hy, J4a = Jap = 1.9 Hz, J4 = 8.0 Hz); 7.41 (dd, 1H, H,, Jcp =
c 4.9 Hz, Jog= 7.9 Hz); 4.15 (d, 2H, Hg, Jg, = 6.6 Hz); 2.11 (sept, 1H, Hy, Jng = Jni

= 6.7 Hz); 1.04 (d, 6H, H,, Ji, = 6.8 Hz). 3C{*H}-NMR (125MHz) &: 165.2;
153.2; 150.8; 137.1; 126.5; 123.3; 71.4; 27.9; 19.1.

References
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