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Abstract

The three-component Mannich coupling of phenols, primary amines,
and aldehydes was investigated. Unexpectedly, benzoxazine products
were obtained in most cases, even in instances where steric hindrance
would seem to militate against benzoxazine formation. The stereoselective
synthesis of such benzoxazines, their hydrolysis to aminophenol
derivatives, and the mechanisms involved are presented and discussed.
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1.38 [s, 9 H, C(CH3)3],
1.23 [s, 9 H, C(CH3)3] ppm. ¹³C-{¹H} NMR
(75 MHz, CDCl3): δ = 151.3, 144.4,
141.4 (C
              ipso
            ), 130.1 (2 C,
Ar), 130.0 (C
              ipso
            ), 129.4 (Ar),
129.1 (2 C, Ar), 126.9, 125.7 (Ar), 121.3 (C
              ipso
            ),
49.4 (ArCH2N), 46.5 (CH2Ph), 35.1, 34.3 [C(CH3)3],
31.4, 30.1 [C(CH3)3] ppm.
Anal. Calcd for C22H31NO˙2.12 (CH3OH): C,
73.37; H, 10.13; N, 3.53. Found: C, 73.33; H, 9.80; N, 3.66.
Compound 10b: ¹H NMR (300 MHz,
CDCl3): δ = 7.27 (s, 1 H, Ar), 7.07
(s, 1 H, Ar), 3.97 (s, 2 H, ArCH2N), 2.69 (m, 1 H, CH,
Cy), 1.97 (m, 2 H, CH2, Cy), 1.73 (m, 2 H, CH2,
Cy), 1.62 (m, 1 H, CH2, Cy), 1.42 [s, 9 H, C(CH3)3],
1.29 [s, 9 H, C(CH3)3],
1.19 (m, 5 H, CH2, Cy) ppm. ¹³C-{¹H} NMR (75 MHz,
CDCl3): δ = 152.7, 142.8, 129.0 (C
              ipso
            ), 125.9, 124,3 (Ar), 121.6
(C
              ipso
            ), 56.9 (CH, Cy), 47.1
(ArCH2N), 35.2, 34.4 [C(CH3)3],
31.5, 30.1 [C(CH3)3],
29.8 (2 C, CH2, Cy), 25.3 (CH2, Cy), 24.9
(2 C, CH2, Cy) ppm. Anal. Calcd for C21H35NO˙2.64
(CH3OH): C, 70.62; H, 11.42; N, 3.48. Found: C, 70.54;
H, 10.50; N, 3.96.
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