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Experimental section

1H and 13C NMR spectra were recorded on a Bruker AVANCE 400 MHz (at 400 and 100 MHz, respectively) and Bruker AVANCE 300 MHz (at 300 and 75 MHz, respectively) spectrometers for solution in CDCl3. Chemical shifts (δ) in ppm are reported using residual chloroform (7.24 for 1H and 77.2 for 13C) as internal reference. The coupling constants (J) are given in Hertz. The IR spectra were measured with Perkin-Elmer 16 PC FT-IR. Instrument. ESI-MS spectra were obtained by direct injection of the sample solution using a Thermo LCQ Advantage Max with methanol as solvent. High-pressure reactions were performed in a piston-cylinder type apparatus  (Ollivaud/Lebas, France) for pressures up to 14 kbar. The silica gel used for flash chromatography was 230-400 mesh. All reagents were of reagents grade and were either used as such or distilled prior to use.
All reactions under consideration were carried out in appropriate solvent under exactly the same conditions. The 1H NMR spectra of the reaction mixture were recorded immediately after the end of reaction time without elimination of the solvent. The conversion of initial ester was calculated using toluene signals as the internal standard.

General procedure for the reaction of methyl crotonate 1 with substituted anilines 2a,b and 4a-c.
The mixture of functionally substituted aniline 2a,b or 4a-c (1 mmol) and methyl crotonate 1 (2 mmol) in corresponding solvent (0.5-1.5 mL) was placed in a Teflone reaction vessel and stand under 10-14 kbar at room temperature for 2-17 h. After that the pressure was released and the mixture was concentrated in vacuo. The crude product was purified by column chromatography (Silica gel, eluent Pentane/Diethyl ether, from 90:10 to 50:50). The compounds 3a,b, 5b,c and 6a-c were obtained according to this procedure. Aminoester 5d was described previously.1 
Methyl 3-((2-methoxyphenyl)aminobutanoate (3a): 2
Oil (66, mg, 30%). 1H NMR (CDCl3, 300 MHz): δ 1.31 (d, J = 6.4 Hz, 3H, CH3C), 2.40 (dd, J = 14.9, 7.6 Hz, 1H, CH2), 2.73 (dd, J = 14.8, 5.0 Hz, 1H, CH2), 3.69 (s, 3H, OMe), 3.84 (s, 3H, CH3OC(O)), 3.91-4.02 (m, 1H, CH), 4.29 (br.s, 1H, NH), 6.64-6.71 (m, 2H, Ar), 6.75-6.81 (m, 1H, Ar), 6.85-6.92 (m, 1H, Ar); 13C NMR (CDCl3, 75 MHz): δ 20.9 (CH3C), 41.2 (CH2), 45.7 (CH), 51.7 (CH3OC(O)), 55.5 (CH3O), 109.8, 110.6, 116.8, 121.4, 136.7, 147.1 (Ar), 172.4 (C=O). 
Methyl 3-((2-hydroxyphenyl)amino)butanoate (3b):

Oil (146 mg, 70%,). 1H NMR (CDCl3, 300 MHz): δ 1.16 (d, J = 6.0 Hz, 3H, CH3C), 2.37 (dd, J = 15.0, 6.0 Hz, 1H, CH2), 2.55 (dd, J = 15.0, 6.0 Hz, 1H, CH2), 3.61 (s, 3H, CH3O), 3.68-3.80 (m, 1H, CH), 4.50 (br.s, 1H, OH), 6.53-6.78 (m, 4H, Ar); 13C NMR (CDCl3, 75 MHz): δ 20.7 (CH3C), 41.2 (CH2), 47.3 (CH), 52.0 (CH3O), 115.0, 116.1, 119.9, 121.0, 134.9, 146.1 (CAr), 173.3 (C=O). IR (cm-1): ν 1711 (C=O), 3385 (NH). HRMS (ESI, m/z) calcd for C11H15NO3 209.1052; found 209.1045.
Methyl 3-((3-aminophenyl)amino)butanoate (5b):

Oil (52 mg, 25%). 1H NMR (CDCl3, 300 MHz): δ 1.26 (d, J = 6.0 Hz, 3H, CH3C), 2.41 (dd, J = 15.0, 6.0 Hz, 1H, CH2), 2.66 (dd, J = 15.0, 6.0 Hz, 1H, CH2), 3.30 (br. s, 3H, NH), 3.68 (s, 3H, CH3O), 3.83-3.96 (m, 1H, CH), 5.95--6.15 (m, 3H, Ar), 6.90-7.00 (m, 1H, Ph); 13C NMR (CDCl3, 75 MHz): δ 20.8 (CH3C), 40.9 (CH2), 46.1 (CH), 51.8 (CH3O), 100.4, 104.9, 105.4, 130.4, 147.7, 148.0 (CAr), 172.5 (C=O). IR (cm-1): ν 1721 (C=O), 3359 (NH). HRMS (ESI, m/z) calcd for C11H16N2O2 208.1212; found 208.1221.

Methyl 3-((2-aminophenyl)amino)butanoate (5c):

Oil (135 mg, 65%). 1H NMR (CDCl3, 300 MHz): δ 1.28 (d, J = 6.0 Hz, 3H, CH3C), 2.46 (dd, J = 15.0, 6.0 Hz, 1H, CH2), 2.66 (dd, J = 15.0, 6.0 Hz, 1H, CH2), 3.39 (br. s, 3H, NH), 3.70 (s, 3H, CH3O), 3.85-3.96 (m, 1H, CH), 6.68--6.78 (m, 4H, Ar), 7.21-7.30 (m, 2H, Ph); 13C NMR (CDCl3, 75 MHz): δ 20.8 (CH3C), 41.1 (CH2), 46.2 (CH), 51.7 (CH3O), 114.5, 116.9, 119.7, 120.4, 135.6, 135.7 (CAr), 172.6 (C=O). IR (cm-1): ν 1723 (C=O), 3339 (NH). HRMS (ESI, m/z) calcd for C11H16N2O2 208.1212; found 208.1222.

Dimethyl 3,3’-((1,4-phenylenebis(azanediyl))dibutanoate (6a):

Oil (221 mg, 72%). 1H NMR (CDCl3, 300 MHz): δ 1.23 (d, J = 6.0 Hz, 6H, CH3C), 2.38 (dd, J = 15.0, 6.0 Hz, 2H, CH2), 2.61 (dd, J = 15.0, 6.0 Hz, 2H, CH2), 3.30 (br.s, 2H, NH), 3.66 (s, 6H, CH3O), 3.70-3.80 (m, 2H, CH), 6.56 (s, 4H, Ar); 13C NMR (CDCl3, 75 MHz): δ 20.9 (CH3C), 40.9 (CH2), 47.6 (CH), 51.7 (CH3O), 116.3, 139.5 (CAr), 172.6 (C=O). IR (cm-1): ν 1714 (C=O), 3361 (NH). HRMS (ESI, m/z) calcd for C16H24N2O4 308.1736; found 308.1727.
Dimethyl 3,3’-((1,3-phenylenebis(azanediyl))dibutanoate (6b):

Oil (77 mg, 25%). 1H NMR (CDCl3, 300 MHz): δ 1.26 (d, J = 6.0 Hz, 6H, CH3C), 1.55 (s, 1H, NH), 2.41 (dd, J = 15.0, 6.0 Hz, 2H, CH2), 2.66 (dd, J = 15.0, 6.0 Hz, 2H, CH2), 3.65 (s, 1H, NH), 3.68 (s, 6H, CH3O), 3.84-3.96 (m, 2H, CH), 5.80-5.9- (m, 1H, Ar), 5.95-6.05 (m, 2H, Ar), 6.90-7.05 (m, 1H, Ar); 13C NMR (CDCl3, 75 MHz): δ 20.9 (CH3C), 41.0 (CH2), 46.1 (CH), 51.8 (CH3O), 98.9, 103.9, 130.4, 148.1 (CAr), 172.2 (C=O). IR (cm-1): ν 1724 (C=O), 3386 (NH). HRMS (ESI, m/z) calcd for C16H24N2O4 308.1736; found 308.1726.
Dimethyl 3,3’-((1,2-phenylenebis(azanediyl))dibutanoate (6c):

Oil (31 mg, 10%).. 1H NMR (CDCl3, 300 MHz): δ 1.24-1.30 (m, 7H, CH3C, NH), 2.38-2.50 (m, 2H, CH2), 2.58-2.71 (m, 2H, CH2), 3.60-3.90 (m, 9H, CH3O, CH, NH), 6.65--6.75 (m, 4H, Ar); 13C NMR (CDCl3, 75 MHz): δ 20.9 (CH3C), 41.3 (CH2), 46.6 (CH), 51.7 (CH3O), 115.5, 120.1, 136.6 (CAr), 172.7 (C=O). IR (cm-1): ν 1727 (C=O), 3325 (NH). HRMS (ESI, m/z) calcd for C16H24N2O4 308.1736; found 308.1741.

1. H. Hebbache, Z. Bruneau, J.-L Renaud. Synthesis 2009, 2009, 2627.
2. H-J. Zheng, W-B. Chen, Z-J. Wu, J-G. Deng, W-Q. Lin, W-C. Yuan, X-M. Zhang, Chem. Eur. J. 2008, 14, 9864.
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1H NMR (CDCl3) spectrum of compound 3a.
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13C NMR (CDCl3) spectrum of compound 3a.
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1H NMR (CDCl3) spectrum of compound 3b.
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13C NMR (CDCl3) spectrum of compound 3b.
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1H NMR (CDCl3) spectrum of compound 5b.
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13C NMR (CDCl3) spectrum of compound 5b.
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1H NMR (CDCl3) spectrum of compound 5c.
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13C NMR (CDCl3) spectrum of compound 5c.
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1H NMR (CDCl3) spectrum of compound 6a.
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13C NMR (CDCl3) spectrum of compound 6a.
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1H NMR (CDCl3) spectrum of compound 6b.
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13C NMR (CDCl3) spectrum of compound 6b.
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1H NMR (CDCl3) spectrum of compound 6c.
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13C NMR (CDCl3) spectrum of compound 6c.

Quantum chemical details

B3LYP 6311+G**, gas phase
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Crotonate E(ZPE) = -345.772753

2-aminophenol E(ZPE) = -362.813321

2-anisidine E(ZPE) = -402.094992

E(crotonate + 2-aminophenol) = -708.586074  ΔE =-7.2 kcal/mol

E(crotonate + 2-anisidine) = -747.867745  ΔE =-2.5 kcal/mol

Cartesian coordinates and ZPE-energies
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