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A Novel, Tandem Construction of C-N and C-C Bonds :
Facile and One-Pot Transformation of the Baylis-Hillman Adducts into 2-Benzazepines

Deevi Basavaiah” and Tummanapalli Satyanarayana
School of Chemistry, University of Hyderabad, Hyderabad-500 046, India

General Remarks: Melting points were recorded on a Superfit (India) capillary melting point apparatus
and are uncorrected. IR spectra were recorded on a JASCO-FT-IR model 5300 Spectrometer or Perkin—
Elmer model 1310 spectrometer using samples as KBr plates (solids) and liquids samples as neat. 'H
NMR (200 MHz) and *C NMR (50 MHz) spectra were recorded in deuterochloroform (CDCls) on a
Bruker-AC-200 spectrometer using tetramethylsilane (TMS, & = 0) as an internal standard. Elemental
analyses were recorded on a Perkin-Elmer 240C-CHN analyzer. Mass spectra were recorded on Auto
Spec or VG70-70H mass spectrometer. The X-ray diffraction measurements were carried out at 293 K
on an automated Enraf-Nonious MACH3 diffractometer using graphite monochromated, Mo-Kao(A=

0.71073 A°®) radiation with CAD4 software.

General procedure for the synthesis of 2-benzazepines (5-15):

To a stirred solution of Baylis-Hillman alcohol (le-m) (2 mmol) in alkanenitrile (aceto- or
propionitrile) (5 mL) was added methanesulfonic acid (3 mL) at 60 °C and immediately temperature
was raised to 150 °C. After stirring at 150 °C for 6 h, the reaction mixture was brought to room
temperature and diluted with water. Aqueous K,COj; solution was added slowly till the acid was
neutralized and extracted with ether (3 x 15 mL). The combined organic layer was dried over anhydrous
Na,SO4. Solvent was evaporated and the residue, thus obtained, was purified by column

chromatography (silica gel, 25% EtOAc in hexanes) to furnish the pure compounds (5-15).

General procedure for the synthesis of allyl amides (2a-f, 4a-c”):

To a stirred solution of Baylis-Hillman alcohol (1a-d, 3a-c¢) (1 mmol) in alka(e)nenitrile (aceto- or
propio- or acrylonitrile) (5 mL) was added methanesulfonic acid (3 mL) at 60 °C and immediately
temperature was raised to 110 °C. After stirring for 5 h at 110 °C, reaction mixture was brought to room
temperature and diluted with water. Aqueous K,COs solution was added slowly till the acid was
neutralized and extracted with ether (3 x 15 mL). The combined organic layer was dried over anhydrous
Na,SOs4. Solvent was evaporated and the residue, thus obtained, was purified by column

chromatography (silica gel, 30% EtOAc in hexanes) to furnish the pure compounds (2a-f , 4a-¢").



“(E)-Selectivity in the case of 2a-f

In the "H NMR spectra of trisubstituted alkenes (with ester group at a- position) the p-vinylic proton cis
to the ester group appears downfield while the B-vinylic proton frans to ester group appears upfield.'
"H NMR spectra of the crude samples of 2a-f indicate the presence of 5-12% minor (Z)-isomer. The E/Z
selectivity was determined by the integration ratio of isomeric B-vinylic protons [the B-vinylic proton
cis to ester group (E-isomer) appears at & 7.76-7.82 while the same proton trans to ester group (Z-
isomer) appears at & 6.94-7.03].

" (Z)-Selectivity in the case of 4a-c

"H NMR spectra of the crude samples of 4a-c show at least 95% (Z)-selectivity.

The (Z)-stereochemistry of compounds 4a-c was assigned on the basis of °C NMR chemical shift
values of allylic methylene carbons (6 43.42, 43.38 and 43.28) in comparison with that of allylic
methylene carbons of 2a-f (having E-stereochemistry) (8 36.61-36.79) [In the '*C NMR spectra of
trisubstituted alkenes, allylic carbon cis to aryl group appears upfield while same carbon frans to aryl
group appears downfield.”” We and others ®' observed that the allylic methylene carbons of A and B
derived from (m)ethyl 3-hydroxy(or acetoxy)-3-aryl-2-methylenepropanoates and 3-hydroxy(or
acetoxy)-3-aryl-2-methylenepropanenitriles have similar C NMR chemical shifts while allylic
methylene carbons of C and D derived from (m)ethyl 3-hydroxy(or acetoxy)-3-aryl-2-methylenepro-
panoates and 3-hydroxy(or acetoxy)-3-aryl-2-methylenepropanenitriles have similar *C NMR chemical
shifts].
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Plausible mechanism for the formation of 2-benzazepines and (E)-allyl amides:
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3-Aza-2-methyl-5-ethoxycarbonyl-9-methoxybicyclo[5.4.0Jundeca-1(7),2,5,8,10-pentaene (5):

m.p : 86-88 °C o)

IR (KBr) - 1709, 1630, 1602 cm’ MeO ~ OH

'H NMR (CDCls) : 0 1.37 (t, 3H, J = 7.4 Hz); 2.36 (s, 3H); 3.88 (s,
3H); 3.92 (s, 2H); 4.31 (q, 2H, J = 7.4 Hz); 6.91-
7.06 (m, 2H); 7.64 (d, 1H, J = 8.8 Hz); 7.68 (s,
1H).

BCNMR (CDCl;) & 14.23, 26.26, 47.22, 55.39, 61.11, 113.68, 115.21, 130.36, 131.44, 133.69,
137.00, 138.35, 159.59, 165.50, 167.09.

Analysis calcd. for C;sH7NO; : C, 69.48; H, 6.61; N, 5.40.

Found : C,69.35; H, 6.63; N, 5.45.

—N

3-Aza-2-ethyl-5-ethoxycarbonyl-9-methoxybicyclo[5.4.0]Jundeca-1(7),2,5,8,10-pentaene (6):

m.p - 89-90 °C
IR (KBr) : 1705, 1618, 1602 cm! 3 OFt
'HNMR (CDCl;)  :8 097 (t, 3H, J = 7.2 Hz); 1.37 (t, 3H, J= 7.0 MeO -

Hz); 2.69 (q, 2H, J = 7.2 Hz); 3.87 (s, 3H); 3.92 —N




(s, 2H); 4.31 (q, 2H, J = 7.0 Hz); 6.90-7.06 (m, 2H); 7.63 (d, 1H, J = 8.6 Hz);
7.68 (s, 1H).

BCNMR (CDCLy) ;8 11.69, 14.08, 32.13, 46.89, 55.19, 60.92, 113.36, 115.04, 129.82, 130.69,
133.99, 137.33, 138.24, 159.28, 165.36, 171.09.

MS (m/z) 1273 (M), 272 (M-1)"
Analysis calcd. for C;¢H19oNO;3 : C, 70.31; H, 7.01; N, 5.12.
Found :C, 70.39; H, 7.05; N, 5.15.

3-Aza-2-ethyl-5-methoxycarbonyl-9-methoxybicyclo[5.4.0]Jundeca-1(7),2,5,8,10-pentaene (7):

IR (neat) : 1712, 1625, 1602 cm’™ Q
'"HNMR (CDCl;)  :80.93 (t, 3H, J = 7.5 Hz); 2.64 (q, 2H, J= 7.5 | MeO S
Hz); 3.79 (s, 3H); 3.82 (s, 3H); 3.87 (s, 2H); 6.88- _N
7.02 (m, 2H); 7.58 (d, 1H, J = 8.6 Hz); 7.63 (s,
1H).

BCNMR (CDCl;)  : & 11.75, 32.22, 47.09, 52.00, 55.33, 113.62, 115.22, 129.94, 130.97, 133.90,
137.45, 138.54, 159.51, 165.97, 171.26.

MS (m/z) 259 (M), 258 (M-1)"
Analysis calcd. for C;sH7NO; : C, 69.48; H, 6.61; N, 5.40
Found :C,69.24; H, 6.56; N, 5.34

3-Aza-2-ethyl-5-ethoxycarbonyl-9-propoxybicyclo[5.4.0]Jundeca-1(7),2,5,8,10-pentaene (8):

Q
IR (neat) 1711, 1622, 1602 cm’™
o __/OEt
'HNMR (CDCl;)  : 8 0.95 (t, 3H, J = 7.8 Hz); 1.04 (t, 3H,J= |~
7.8 Hz); 1.35 (t, 3H, J = 6.8 Hz); 1.73-1.94 =N
(m, 2H); 2.68 (q, 2H, J = 7.8 Hz); 3.90 (s,

2H); 3.97 (t, 2H, J = 6.8 Hz); 4.29 (q, 2H, J =
6.8 Hz); 6.88-7.06 (m, 2H); 7.60 (d, 1H, J = 8.8 Hz); 7.66 (s, 1H).

BCNMR (CDCLy)  : 8 10.41, 11.86, 14.22, 22.44, 32.26, 46.99, 61.08, 69.69, 114.11, 115.66, 129.95,
130.58, 134.02, 137.49, 138.49, 159.06, 165.56, 171.45.

MS (m/z) 301 (M), 300 (M-1)"
Analysis calcd. for C1gH3NO; : C, 71.73; H, 7.69; N, 4.65.
Found :C, 71.50; H, 7.61; N, 4.70.



3-Aza-2-ethyl-5-methoxycarbonyl-9-propoxybicyclo[5.4.0]Jundeca-1(7),2,5,8,10-pentaene (9):

IR (neat) : 1714, 1625, 1602 cm™ Q

'H NMR (CDCls) :80.94 (t,3H, J= 72 Hz); 1.02 (t, 3H,J= | ~ 0 = e
7.2 Hz); 1.68-1.91 (m, 2H); 2.66 (q, 2H, J = —N
7.2 Hz); 3.81 (s, 3H), 3.89 (s, 2H); 3.96 (t,

2H, J = 6.6 Hz); 6.87-7.01 (m, 2H), 7.59 (d,
1H, J = 8.6 Hz); 7.64 (s, 1H).

BCNMR (CDCl3)  : & 10.39, 11.84, 22.45, 32.22, 46.98, 52.09, 69.73, 114.19, 115.72, 129.97,
130.60, 133.70, 137.44, 138.71, 159.13, 166.06, 171.59.

Analysis calcd. for C;7H2NO; : C, 71.06; H, 7.37; N, 4.87.

Found :C, 71.35; H, 7.30; N, 4.81.

3-Aza-2-methyl-5-ethoxycarbonyl-9,11-dimethoxybicyclo[5.4.0]Jundeca-1(7),2,5,8,10-pentaene
(10)*:

(0]
IR (neat) - 1709, 1622, 1599 cm’ MeO ~ OF
'"HNMR (CDCly) 8 1.25 (t, 3H, J = 7.0 Hz); 2.18 (s, 3H); 2.84 (d, N
1H, J = 10.8 Hz); 3.75 (s, 3H); 3.78 (s, 3H); 4.18 OMe

(q, 2H, J = 7.0 Hz); 4.70 (d, 1H, J = 10.8 Hz),
6.43 (s, 2H); 7.53 (s, 1H).

BCNMR (CDCls) @ & 14.17, 25.77, 47.48, 55.40, 55.61, 60.99, 99.50, 104.72, 122.63, 135.39,
137.24, 138.23, 159.49, 160.48, 165.48, 165.62.

MS (m/z) :289 (M)
Analysis calcd. for C;¢H9NOy4 : C, 66.42; H, 6.62; N, 4.84
Found :C, 66.17; H, 6.68; N, 4.77

3-Aza-2-ethyl-5-ethoxycarbonyl-9,11-dimethoxybicyclo[5.4.0]undeca-1(7),2,5,8,10-pentaene (1 1)

IR (neat) - 1711, 1620, 1599 cm’™ Q
'HNMR (CDCly)  : 8 0.84 (t, 3H, J = 7.6 Hz); 1.32 (s, 3H, J= 6.8 | MeO ~ ¢
Hz); 2.51-2.78 (m, 2H); 2.91 (d, 1H, J = 10.8 N
Hz): 3.82 (s, 3H), 3.84 (s, 3H), 4.15-4.36 (m, OMe

2H), 4.80 (d, 1H, J = 10.8 Hz), 6.49 (s, 2H); 7.60
(s, 1H).



BCNMR (CDCl;)  :812.06, 14.21, 31.67, 47.37, 55.45, 55.72, 61.07, 99.47, 104.75, 121.82, 135.91,
137.95, 138.31, 159.45, 160.59, 165.55, 170.90.

MS (m/z) 1303 (M)
Analysis calcd. for C;7H21NOy4 : C, 67.31; H, 6.98; N, 4.62
Found :C, 67.52; H, 6.95; N, 4.68

3-Aza-2-methyl-5-methoxycarbonyl-9,11-dimethoxybicyclo[5.4.0]Jundeca-1(7),2,5,8,10-pentaene
(12)*%:

(0]
m.p : 108 °C MeO __/ OMe
IR (KBr) - 1703, 1628, 1597 cm™ N
'HNMR (CDCl;) 8229 (s, 3H); 2.97 (d, 1H, J = 10.8 Hz); 3.84 OMe

(s, 3H); 3.86 (s, 3H), 3. 89 (s, 3H), 4.81 (d, 1H, J
= 10.8 Hz); 6.52 (s, 2H); 7.65 (s, 1H).

BCNMR (CDCly)  : & 25.84, 47.60, 52.03, 55.42, 55.65, 99.58, 104.70, 122.76, 135.10, 137.20,
138.49, 159.52, 160.48, 165.63, 166.00.

MS (m/z) 1275 (M)
Analysis calcd. for C;sH7NOy : C, 65.44; H, 6.22; N, 5.09
Found :C, 65.35; H, 6.20; N, 5.12

3-Aza-2-ethyl-5-methoxycarbonyl-9,10,11-trimethoxybicyclo[5.4.0]undeca-1(7),2,5,8,10-pentaene
(13)*%:

0
OMe

m.p - 140-141 °C MeO =

IR (KBr) £ 1709, 1624, 1591 cm’ MeO =N

'"HNMR (CDCl;) 8 0.88 (t, 3H, J = 7.6 Hz); 2.68 (q, 2H, J = 7.6 OMe

Hz); 2.93 (d, 1H, J = 10.8 Hz); 3.84 (s, 3H); 3.91 (s, 6H); 3.94 (s, 3H); 4.88 (d,
1H, J=10.8 Hz); 6.72 (s, 1H); 7.65 (s, 1H).

BCNMR (CDCl;) @ & 12.06, 31.88, 47.79, 52.19, 56.05, 61.19, 61.67, 107.80, 126.33, 132.02,
134.10, 138.51, 141.92, 152.47, 153.89, 166.18, 170.20.

Analysis calcd. for C;7H,1NOs : C, 63.94; H, 6.63; N, 4.39

Found : C, 63.80; H, 6.60; N, 4.37

Crystal data : empirical formula, C;7HNOs; formula weight, 319.35; crystal colour, habit: light
yellow, rectangular; crystal dimensions, 0.5 x 0.48 x 0.24 mm; crystal system, monoclinic; lattice type,



primitive; lattice parameters, @ = 10.669(6) A, b = 13.041(8) A, ¢ = 12.062(9) A; B = 93.18(5); V =
1675.6(18) A*; space group, P21/a:b3 (No. 14); Z = 4; Deyiea = 1.266 g/ cm’; Fooo = 680; (Mo Ky) =
0.71073 A; R = 0.0569, wR’ = 0.1845.

3-Aza-2-ethyl-5-ethoxycarbonyl-9,10-methylenedioxybicyclo[S.4.0]Jundeca-1(7),2,5,8,10-pentaene
(14):

0]
0 OEt
m.p : 78-79 °C <O =
IR (KBr) : 1701, 1630, 1587 cm’™ o _N
'HNMR (CDCl;)  : 8 0.97 (t, 3H, J = 7.6 Hz); 1.36 (t, 3H, J = 7.0

Hz); 2.65 (q, 2H, J = 7.6 Hz); 3.88 (br s, 2H); 4.29
(q, 2H, J = 7.0 Hz); 6.07 (s, 2H); 6.87 (s, 1H); 7.11 (s, 1H); 7.61 (s, 1H).

BCNMR (CDCLy)  : & 11.86, 14.31, 32.47, 47.32, 61.13, 101.93, 107.71, 109.07, 131.39, 131.97,
133.56, 138.10, 147.67, 148.24, 165.69, 170.33.

MS (m/z) : 287 (M), 286 (M-1)"
Analysis calcd. for C;sH7NOy : C, 66.89; H, 5.96; N, 4.87.
Found :C,66.99; H, 5.94; N, 4.85.

3-Aza-2-ethyl-5-methoxycarbonyl-9,10-methylenedioxybicyclo[5.4.0Jundeca-1(7),2,5,8,10-

pentaene (15):
0]
0 OMe
m.p 1 126-127°C <0 =
IR (KBr) : 1707, 1630, 1585 cm™ o) —N
'H NMR (CDCl5) 200097 (t, 3H, J = 7.6 Hz); 2.65 (q, 2H, J = 7.6

Hz); 3.84 (s, 5SH); 6.08 (s, 2H); 6.87 (s, 1H); 7.12
(s, 1H); 7.62 (s, 1H).

BCNMR (CDCl3) & 11.75, 32.37, 47.28, 52.08, 101.89, 107.61, 108.98, 131.16, 131.42, 133.54,
138.25, 147.64, 148.15, 166.05, 170.18.

Analysis calcd for C;sHsNOs : C, 65.93; H, 5.53; N, 5.13

Found :C, 65.76; H, 5.54; N, 5.10

Crystal data : empirical formula, C;5H;sNOy; formula weight, 273.28; crystal color, habit: light yellow,
rectangular; crystal dimensions, 0.47 x 0.42 x 0.40 mm; crystal system, monoclinic; lattice type,
primitive; lattice parameters, a = 8.096(5)A, b = 16.436(8) A, ¢ = 10.159(8) A; B = 98.73(5); V =



1336.1(15) A*; space group, P21/a:b3 (No. 14); Z = 4; Deatea = 1.359 g/ cm’; Fooo = 576; (Mo Ky) =
0.71073 A; R =0.0441, wR’> = 0.1081.

1t is interesting to note that in the case of compounds 10-13 (having methoxy group at 11 position),
one of the ring-allylic methylene protons in 'H NMR spectra appears as a doublet at & 2.84-2.97 while
the other proton appears as a doublet at & 4.70-4.88. We have in fact confirmed this assignment in one
case (compound 13) by hydrogen-carbon (hetero) COSY NMR experiment and also by single crystal X-
ray data. In the case of all the remaining 2-benzazepine derivatives 5-9, 14, 15 (without the methoxy
group at 11-position) both the ring allylic methylene protons appear as a singlet at 6 3.84-3.92.

Methyl (2E)-2-acetylaminomethyl-3-phenylprop-2-enoate (2a):

m.p :112-114°C mCOOMe

. -1
IR (KBr) : 3266, 1707, 1639 cm NHCOMe
'HNMR (CDCl;)  : 8 1.98 (s, 3H); 3.86 (s, 3H); 4.35 (d, 2H, J = 5.7

Hz); 6.09 (br s, 1H); 7.30-7.60 (m, 5H); 7.80 (s, 1H).
BCNMR (CDCl3)  : 8 23.06, 36.74, 52.07, 127.85, 128.60, 129.19, 129.53, 134.12, 142.39, 168.15,

169.61.
MS (m/z) 1233 (M)
Analysis calcd. for C;3HsNO; : C, 66.94; H, 6.48; N, 6.00
Found :C, 66.75; H, 6.51; N, 6.01

Methyl (2E)-2-propionoylaminomethyl-3-phenylprop-2-enoate (2b):

m.p :93-94°C «_-COOMe
IR (KBr) 13294, 1714, 1639 cm” ©/\[
NHCOEt

'HNMR (CDCl;)  : 8 1.15 (t, 3H, J= 7.6 Hz); 2.21 (q, 2H, J = 7.6 Hz);
3.85 (s, 3H); 4.37 (d, 2H, J = 5.7 Hz); 6.08 (br s, 1H); 7.30- 7.58 (m, 5H); 7.79 (s,
1H).

BCNMR (CDCl;)  : 8 9.75, 29.73, 36.76, 52.14, 128.16, 128.73, 129.27, 129.66, 134.30, 142.34,
168.35, 173.25.

Analysis calcd. for C14H7NO; : C, 68.00; H, 6.93; N, 5.66.

Found :C, 68.20; H, 6.95; N, 5.61.




Methyl (2E)-2-acryloylaminomethyl-3-phenylprop-2-enoate (2¢):

COOMe

m.p £ 90 °C m 0
IR (KBr) £3296, 1712, 1655, 1624 cm’ NH
H

'HNMR (CDCl;)  : & 3.85 (s, 3H); 4.44 (d, 2H, J = 5.8 Hz); 5.64 (dd,
1H, J = 9.8 Hz, 2.0 Hz); 6.10 (dd, 1H, J = 9.8 Hz, 16.6 Hz); 6.21-6.38 (m, 2H);
7.27-7.61 (m, 5H); 7.82 (s, 1H).

BCNMR (CDCl;)  :836.61,51.92, 125.98, 127.52, 128.47, 129.07, 129.40, 130.75, 133.95, 142.48,
165.09, 167.91.

MS (m/z) : 246 (M+H)"
Analysis calcd. for C;4HsNOs : C, 68.56; H, 6.16; N, 5.71.
Found :C, 68.42; H, 6.13; N, 5.75.

Ethyl (2E)-2-acetylaminomethyl-3-phenylprop-2-enoate (2d):

m.p 166 °C

IR (KBr) £ 3294, 1709, 1649 cm’ mCOOEt

'HNMR (CDCly)  : 8 1.37 (t, 3H, J = 7.4 Hz); 1.98 (s, 3H); 4.23-4.43 NHCOMe
(m, 4H); 6.08 (br s, 1H); 7.30-7.61 (m, 5H); 7.79 (s, 1H).

BCNMR (CDCly)  : 8 14.10, 22.96, 36.67, 60.98, 128.10, 128.50, 129.04, 129.44, 134.13, 142.01,
167.60, 169.61.

Analysis calcd. for C14H7NO; : C, 68.00; H, 6.93; N, 5.66.

Found :C, 68.23; H, 6.88; N, 5.70.

Methyl (2E)-2-acetylaminomethyl-3-(4-methylphenyl)prop-2-enoate (2¢):

m.p :115-116 °C

IR (KBr) £3254, 1712, 1639 cm’ mCOOMe

'HNMR (CDCl;)  : & 1.98 (s, 3H); 2.37 (s, 3H); 3.84 (s, 3H); 435 | Me NHCOMe
(d, 2H, J = 5.8 Hz); 6.06 (br s, 1H); 7.22 (d, 2H,
J=82Hz); 7.42 (d, 2H, J = 8.2 Hz); 7.77 (s, 1H).

BCNMR (CDCly)  : 6 21.15, 22.95, 36.69, 51.92, 126.77, 129.27, 129.59, 131.19, 139.43, 142.48,
168.19, 169.56.

Analysis calcd. for C;4H7NOs : C, 68.00; H, 6.93; N, 5.66.

Found :C, 67.86; H, 6.95; N, 5.69.




Methyl (2E)-2-acetylaminomethyl-3-(4-ethylphenyl)prop-2-enoate (2f):

m.p : 78-80 °C
IR (KBr) 3294, 1716, 1649, 1620 cm’ \/Q/\[COOMG
'HNMR (CDCLy)  : § 1.24 (t, 3H, J = 7.6 Hz); 1.98 (s, 3H); 2.66 NHCOMe
(q, 2H, J = 7.6 Hz); 3.84 (s, 3H); 4.36 (d, 2H, J
— 5.5 Hz); 6.10 (brs, 1H); 7.24 (d, 2H, J = 8.2 Hz); 7.46 (d, 2H, J = 8.2 Hz); 7.78
(s, 1H).
BONMR (CDCL) ;8 15.09, 23.05, 28.58, 36.79, 52.01, 126.78, 128.14, 129.77, 131.45, 142.59,
145.80, 168.31, 169.63.

Analysis calcd. for C;sH9NO; : C, 68.94; H, 7.33; N, 5.36
Found :C,69.11; H, 7.28; N, 5.34

(22)-2-Acetylaminomethyl-3-phenylprop-2-enenitrile (4a):

m.p :98-100 °C
| ~ NHCOMe
IR (KBr) £ 3302, 2216, 1657, 1620 cm™ CN
'HNMR (CDCLy)  :82.05 (s, 3H); 4.14 (d, 2H, J = 6.0 Hz); 6.13 (br
s, 1H); 7.16 (s, 1H); 7.34-7.50 (m, 3H); 7.69-7.81 (m, 2H).
BCNMR (CDCl;)  :823.05,43.42, 107.95, 117.99, 128.86, 130.60, 132.98, 145.30, 170.68.

MS (m/z) :201 (M+H)"
Analysis calcd. for C;;HN>O : C, 71.98; H, 6.04; N, 13.99
Found :C,72.22; H, 6.07; N, 14.08

(2Z)-2-Acetylaminomethyl-3-(4-methylphenyl)prop-2-enenitrile (4b):

m.p :108-110°C

1 N NHCOMe
IR (KBr) 13290, 2212, 1649, 1622 cm CN
Me

'HNMR (CDCl;)  :82.05 (s, 3H); 2.38 (s, 3H); 4.15 (d, 2H, J =
6.2 Hz); 6.05 (br s, 1H); 7.13 (s, 1H); 7.21 (d, 2H, J = 8.2 Hz); 7.64 (d, 2H, J =

8.2 Hz).

BCNMR (CDCly) 8 21.41, 22.98, 43.38, 106.68, 118.22, 128.88, 129.54, 130.32, 141.08, 145.17,
170.74.

Analysis calcd. for C13H14N,0 : C, 72.87; H, 6.59; N, 13.07

Found :C,72.65;H, 6.61; N, 13.17
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(22)-2-Acetylaminomethyl-3-(4-isopropylphenyl)prop-2-enenitrile (4c):

m.p :76-78 °C N NHCOMe

IR (KBr) : 3302, 2212, 1657, 1625 cm™ CN

'H NMR (CDCl;) :0 1.25 (d, 6H, J = 7.8 Hz); 2.05 (s, 3H); 2.93
(sept, 1H, J= 7.8 Hz); 4.15 (d, 2H, J = 6.0 Hz); 5.99 (br s, 1H); 7.14 (s, 1H); 7.28
(d, 2H,J="7.8 Hz), 7.68 (d, 2H, J = 7.8 Hz).

BCNMR (CDCl3) 8 22.90, 23.54, 33.92, 43.28, 106.62, 118.16, 126.82, 128.91, 130.56, 145.09,
151.81, 170.66.

Analysis calcd. for C;sHsN,O : C, 74.35; H, 7.49; N, 11.56.

Found :C,74.19; H, 7.45; N, 11.48
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