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Abstract

An efficient route to derivatives of carbohydrate-based bis(oxazoline) ligands with 3-O substituents of varying steric demand is described. The synthesis of the new ligands proceeds via a thioglucoside key intermediate, the double cyclisation reaction to the desired bis(oxazolines) is initiated with N-iodo succinimide under mild conditions. Employing this strategy, four new 3-O-modified bis(oxazoline) ligands were obtained in good yields.
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            20 +106 (c 1.0, CHCl3).

            
Analytical Data for 3-O-Methylated Compound 11a
            Eluant: PE-EtOAc (1:2). 1H NMR (400 MHz, CDCl3): δ = 1.53 [6 H, s, (CH
            3)2C], 3.54 (6 H, s, OCH3), 3.60-3.71 (8 H, m, H-3, H-4, H-5, H-6′), 4.11 (2 H, dd, J
            1,2 = 7.5 Hz, J
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Analytical Data for 3-O-Benzylated Compound 11b
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            2Ph), 4.82 (2 H, d, J = 12.0 Hz, CH2Ph), 5.57 (2 H, s, CHPh), 5.98 (2 H, d, J
            1,2 = 7.5 Hz, H-1), 7.25-7.46 (20 H, m, Ph) ppm. 13C NMR (100 MHz, CDCl3): δ = 23.4 [CH3, (CH3)2C], 38.9 [C, (CH3)2
            C], 62.8 (CH, C-5), 68.4 (CH, C-2), 68.6 (CH2, C-6), 72.4 (CH2, PhCH2) 79.7 (CH, C-3), 80.1 (CH, C-4), 101.1 (CH, PhCH), 102.2 (CH, C-1), 126.0 (2 CH, Ph), 127.6 (CH, Ph), 127.8 (2 CH, Ph), 128.1 (2 CH, Ph), 128.2 (2 CH, Ph), 128.9 (CH, Ph), 137.1 (C, Ph), 137.9 (C, Ph), 168.8 (C, O-C=N) ppm. ESI-HRMS (+): m/z calcd for C45H47N2O10 [M + H]+: 775.3231; found: 775.3234. [α]D
            20 +82 (c 1.0, CHCl3).

            
Analytical Data for 3-O-Silylated Compound 11c
            Eluant: PE-EtOAc (1:1). 1H NMR (400 MHz, CDCl3): δ = 0.65 (12 H, t, J = 7.8 Hz, SiCH
            2CH3), 0.93 (18 H, t, J = 7.8 Hz, SiCH2CH
            3), 1.50 [6 H, s, (CH
            3)2C], 3.55-3.66 (6 H, m, H-4, H-5, H-6′), 3.93 (2 H, dd, J
            2,3 = 3.8 Hz, J
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            C], 63.2 (CH, C-5), 68.6 (CH2, C-6), 70.8 (CH, C-2), 74.4 (CH, C-3), 81.1 (CH, C-4), 101.4 (CH, PhCH), 102.7 (CH, C-1), 126.0 (2 CH, Ph), 128.0 (2 CH, Ph), 128.8 (CH, Ph), 137.3 (C, Ph), 168.5 (C, O-C=N) ppm. ESI-HRMS (+): m/z calcd for C43H63N2O10Si2 [M + H]+: 823.4021; found: 823.4003. [α]D
            20 +106 (c 0.9, CHCl3).
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