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Abstract


Lanthanide(III)-catalyzed aryl-Claisen rearrangement of substrates bearing halo-substituted allyl groups, specifically 2-bromoallyl aryl ethers, afford ortho-2-bromoallylphenols. Aryl ether substrates were synthesized from brominated allylic alcohols via Mitsunobu reaction, Cu(II)-catalyzed arylation using potassium aryltrifluoroborate salts, or SNAr reaction. Aryl-Claisen rearrangements proceeded in moderate to excellent yields using Eu(III) catalysis. The alkenylbromide functionality remains intact, illustrating the compatibility of synthetically important alkenylhalides during C–O/C–C σ-bond migration processes. Subsequent derivatization of the ortho-2-bromoallylphenol products through O-alkylation or C-arylation/alkenylation via Suzuki–Miyaura cross-coupling demonstrate the potential to access densely-functionalized molecules.
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           = 0.53 (25% EtOAc/hexanes). IR (thin film with CDCl3): νmax = 3468 (br), 2928, 2860, 1644, 1620, 1597, 1504, 1434, 1332, 1260, 1172 cm–1. 1H NMR (400 MHz, CDCl3): δ = 6.89 (1 H, dd, J = 9.5, 3.0 Hz), 6.82 (1 H, ddd, J = 8.5, 8.0, 3.0 Hz), 6.70 (1 H, dd, J = 8.5, 4.5 Hz), 6.40 (1 H, ddd, J = 4.0, 4.0, 1.5 Hz), 4.81 (1 H, br s), 4.02–3.99 (1 H, m), 2.26–2.13 (2 H, m), 2.11–2.03 (1 H, m), 1.90–1.83 (1 H, m), 1.63–1.52 (2 H, m). 13C NMR (100 MHz, CDCl3): δ = 157.4 (d, 1
          J
          CF = 237.5 Hz), 149.3 (d, 4
          J
          CF = 2.5 Hz), 133.2, 131.0 (d, 3
          J
          CF = 6.5 Hz), 123.5, 116.6 (d, 3
          J
          CF = 8.0 Hz), 116.4 (d, 2
          J
          CF = 24.0 Hz), 114.1 (d, 2
          J
          CF = 23.0 Hz), 44.0, 31.1, 27.9, 18.0. 19F NMR (376 MHz, CDCl3): δ = –123.9 (ddd, J
          FH = 8.5, 8.5, 4.5 Hz). LRMS (EI+): m/z (rel. intensity) = 272 (5), 270 (6) [M]+, 191 (39), 163 (29), 149 (16), 133 (11), 125 (13), 109 (10), 86 (73), 84 (100). HRMS (EI+): m/z calcd for C12H12OBrF [M]+: 270.0056; found: 270.0059. 









	
19 CCDC 1558909 contains the supplementary crystallographic data for this paper. The data can be obtained free of charge from The Cambridge Crystallographic Data Centre via www.ccdc.cam.ac.uk/getstructures. 
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