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Abstract

Reactions of oxazolones with umbelliferones and other selectedenolcarbonylic substrates are reported. An original synthetic protocolwas defined which, under solventless conditions, allows excellentcontrol of chemo- and regioselectivity and favours the formationof compounds that would otherwise be inaccessible. Depending onthe substrate employed, this procedure made it possible to obtainO- and C-acylation and cycloaddition products.
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Selected data. Compound 3a: mp 156-157 °C; ΙR(Nujol): 3323, 1770, 1744, 1640 cm-1; 1Η NMR(300 MHz, CDCl3): 1.69 (d, J = 7.2Hz, CH
            
              3
            CH),5.00 (dq, J = 7.2 Hz, 6.6 Hz, CH3CHNH), 6.38 (d, J = 9.6Hz, CH=CHCOO), 6.71 (d, J = 6.6 Hz, CHNH),7.06-7.75 (m, arom., 8 H), 7.81 (d, J = 9.6 Hz,CH=CHCOO); 13CNMR (75 MHz, CDCl3): 18.1, 48.8, 110.2, 116.3, 116.9,117.0, 118.1, 127.1, 128.7, 131.9, 132.1, 133.5, 142.7, 151.1, 152.9,154.6, 160.2, 167.2, 171.2; HRMS calcd for C19H16NO5:338.1028, found 338.1013. Compound 3b:mp 158-159 °C; ΙR (Nujol): 3301, 1769,1725, 1636 cm-1; 1Η NMR(300 MHz, CDCl3): 1.67 (d, J = 7.2Hz, CH
            
              3
            CH),2.39 (s, CH
            3), 4.98 (dq, J = 7.2 Hz, 6.8 Hz, CH3CHNH), 6.22 (s, C=CHCOO), 6.87 (d, J = 6.8 Hz,CHNH), 7.07-7.82 (m, arom.,8 H); 13C NMR (75 MHz, CDCl3):18.1, 18.7, 48.8, 110.2, 114.6, 117.8, 118.1, 118.2, 125.5, 127.1,128.5, 128.6, 131.9, 133.4, 151.9, 152.7, 154.1, 160.4, 167.3, 171.3;HRMS calcd for C20H18NO5: 352.1185,found 352.1192. Compound 3c: mp 202-203 °C; ΙR(Nujol): 3328, 1772, 1745, 1682, 1638 cm-1; 1Η NMR (300MHz, DMSO-d
            6): 1.57 (d, J = 7.2 Hz, CH
            
              3
            CH), 2.58 (s, CH
            
              3
            CO), 4.67 (dq, J = 7.2Hz, 6.3, CH3CHNH), 6.75-8.04 (m,arom., 8 H), 8.67 (s, CH=CCOCH3),9.09 (d, J = 6.3 Hz, CHNH); 13CNMR (75 MHz, DMSO-d
            6): 18.1,22.0, 49.8, 110.2, 116.3, 117.0, 118.1, 127.1, 128.7, 131.2, 131.9, 132.1,133.5, 150.3, 151.1, 152.9, 154.6, 160.2, 167.2, 171.2, 196.5; HRMScalcd for C21H18NO6: 380.1134,found 380.1122. Compound 3d: mp 151-152 °C; ΙR(Nujol): 3322, 1760, 1737, 1644 cm-1; 1Η NMR(300 MHz, CDCl3): 3.40 (ddd, J = 13.3Hz, 6.6 Hz, 6.3 Hz, PhCHHCH), 5.28 (ddd, J = 6.6 Hz, 6.3 Hz, 7.2 Hz,PhCHHCHNH), 6.39 (d, J = 9.6 Hz,CH=CHCOO), 6.59 (d, J = 7.2 Hz, CHNH),6.96-7.68 (m, arom., 13 H), 7.75 (d, J = 9.6Hz, CH=CHCOO); 13C NMR(75 MHz, CDCl3): 37.8, 53.9, 110.0, 116.0, 116.3, 116.9,118.2, 126.0, 127.0, 127.1, 127.6, 128.6, 128.7, 129.2, 129.4, 131.4,132.0, 133.4, 135.3, 142.7, 152.6, 154.5, 160.2, 167.1, 169.8; HRMScalcd for C25H20NO5: 414.1341,found 414.1318. Compound 3e: mp 178-179 °C; ΙR(Nujol): 3273, 1757, 1733, 1642 cm-1; 1Η NMR(300 MHz, CDCl3): 2.43 (s, CH
            3),3.39 (ddd, J = 13.3 Hz, 6.6Hz, 6.3, PhCHHCH), 5.30 (ddd, J = 6.6 Hz, 6.3 Hz, 7.2 Hz, PhCHHCHNH),6.28 (s, CHCOO), 6.66 (d, J = 7.2 Hz, CHNH),6.98-7.76 (m, arom., 13 H); 13CNMR (75 MHz, CDCl3): 24.3, 37.0, 57.9, 110.0, 114.2,118.3, 116.9, 118.2, 124.6, 125.7, 127.1, 127.3, 127.4, 127.8, 127.9,128.4 (2),  128.6(2), 131.9, 133.5, 140.2, 151.2, 152.7, 155.0,162.0, 167.9, 169.0; HRMS calcd for C26H22NO5:428.1498, found 428.1501. Compound 5a:mp 229-230 °C; ΙR (Nujol): 3304, 1725,1643 cm-1; 1Η NMR(300 MHz, CDCl3): 1.58 (d, J = 6.9Hz, CH
            3CH), 6.00 (dq, J = 6.9 Hz, 7.0 Hz, CH3CHNH), 6.93 (d, J = 7.0Hz, CHNH), 7.30-8.07 (m, arom.,9 H); 13C NMR (75 MHz, CDCl3):18.1, 52.7, 114.7, 117.0, 124.6, 125.6, 127.1 (2), 128.4(2), 131.7,133.9, 136.5, 151.1,154.9, 159.1, 166.7, 178.7, 206.6; HRMS calcdfor C19H16NO5: 338.1028, found338.1018. Compound 5b: mp 219-220 °C; ΙR(Nujol): 3313, 1722, 1644 cm-1; 1Η NMR(300 MHz, CDCl3): 1.57 (d, J = 6.9Hz, CH
            3CH), 2.41(s, CH3)5.99 (dq, J = 6.9 Hz, 7.2 Hz,CH3CHNH), 6.99 (d, J = 7.2 Hz, CHNH), 7.17-7.82(m, arom., 8 H); 13C NMR (75 MHz, CDCl3): 18.1,20.8, 52.8, 99.6, 116.8, 124.9(2), 127.1 (2), 127.6, 128.6(2), 131.7,133.9, 134.5, 137.8, 153.1, 166.8, 178.8, 194.4; HRMS calcd forC20H18NO5: 352.1185, found 352.1182.Compound 5c: mp 189-190 °C; ΙR(Nujol): 3297, 1727, 1636 cm-1; 1Η NMR(300 MHz, CDCl3): 1.52 (d, J = 6.9Hz, CH
            
              3
            CH),2.28(s, CH3) 5.86 (dq, J = 6.9Hz, 7.2 Hz, CH3CHNH), 5.97(s, CH) 6.94 (d, J = 7.2 Hz,CHNH), 7.40-7.81 (m, arom.,5 H); 13C NMR (75 MHz, CDCl3):13.9, 20.7, 52.5, 101.3, 118.0, 127.0 (2), 128.6(3), 131.6, 134.0, 147.2,151.1, 170.1, 181.6, 195.4; HRMS calcd for C16H16NO5:302.1028, found 302.1009. Compound 6: mp 178-181 °C; ΙR(Nujol): 3232, 1633 cm-1; 1Η NMR(300 MHz, CDCl3): 1.05 (s, 2 CH3), 2.18 (s,CH3), 2.31 (s, CH2), 2.45 (s, CH2),7.24-7.75 (m, arom., 5 H), 8.39 (s, NH); 13C NMR(75 MHz, CDCl3): 10.7, 28.3, 28.4, 34.9, 35.4, 54.1, 112.0,118.0, 122.4, 122.9, 127.7, 127.9. 128.2, 131.6, 133.0, 151.1, 195.0;HRMS calcd for C17H20NO: 254.1545, found 254.1528.
[bookmark: RG12103ST-12]12  The direct use of solid oxazolonesmakes it perfectly reasonable to hope for access to optically purederivatives via this unconventional method. Full details will be discussedin a future report.
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