

  (4aS,6R,8aS)-4a,5,9,10,11,12-Hexahydro-6H-benzofuro[3a,3,2-ef][2]benzazepine-3,6-diol (Norsanguinine)




molecules-06-M274







Molecules 2001, 6(12), M274; doi:10.3390/M274




Short Note



(4aS,6R,8aS)-4a,5,9,10,11,12-Hexahydro-6H-benzofuro[3a,3,2-ef][2]benzazepine-3,6-diol (Norsanguinine)



Matthias Treu and Ulrich Jordis *





Institute of Organic Chemistry, VUT, A-1060 Vienna, Getreidemarkt 9, Austria

Tel. +43 (1) 58801.15460, Fax +43(1)58801.15499, email









*



Author to whom correspondence should be addressed.







Received: 1 December 2001 / Accepted: 15 December 2001 / Published: 20 December 2001









Keywords:


O-demethylation; natural product synthesis; L-Selectride








[image: Molecules 06 m274 i001]



Norsanguinine (2) is an alkaloid isolated from the bulbs of L. sanguinea [1] and synthesized as racemate by Kita [2]. We report the first synthesis of chiral norsanguinine starting from N-norgalanthamine (1) [3] by O-demethylation using L-Selectride® [4]. To a solution of norgalanthamine (1.0 g, 3.66 mmol) in dry THF (40 mL) L-Selectride® (17.0 mL, 17.0 mmol, 1 M in THF) was added and refluxed for 24 h. The solution was cooled to ambient temperature, then EtOAc (20 mL) and distilled water (100 mL) were added. The layers were separated, and the organic layer was extracted with distilled water (4 x 20 mL). The combined aqueous layers were washed with EtOAc (2 x 20 mL) and concentrated in vacuo. The residue was purified by column chromatography (100 g SiO2, CHCl3 : MeOH : conc. NH3 = 90 : 9 : 1) and triturated with acetone (5 mL). Yield: colorless crystals (0.78 g, 82%).



Mp. 142 - 144 °C (lit [1] 141 – 142 °C).



TLC: CHCl3: MeOH : conc. NH3= 89 : 10 : 1, Rf = 0.15.



[α]D20 = -54° (c 0.1, MeOH) (lit [1] [α]D20 = -14° (c 0.1, CHCl3) ) [5].



1H NMR (DMSO-d6): δ 6.40 (d, J = 8.3 Hz, 1H), 6.49 (d, J = 8.3 Hz, 1H), 6.02 (d, J = 11.2 Hz, 1H), 5.79 (dd, J = 11.2 Hz, J = 5.4 Hz, 1H), 4.43 (s, 1H), 4.08 (s, 1H), 3.90 (d, J = 15.9 Hz, 1H), 3.71 (d, J = 15.9 Hz, 1H), 3.19 - 2.92 (m, 2H), 2.31 (d, J = 15.9 Hz, 1H), 2.12 - 1.94 (m, 1H), 1.79 - 1.56 (m, 2H).



13C NMR (DMSO-d6): δ 145.6 (s), 140.4 (s),133.0 (s),132.3 (s),127.7 (d), 127.6 (d), 119.6 (d), 114.8 (d), 86.5 (d), 60.1 (d), 53.1 (t), 48.3 (s), 46.6 (t), 40.2 (t), 30.8 (t).



Anal. Calcd for C15H17NO3: C, 69.48; H, 6.61; N, 5.40. Found: C, 69.26; H, 6.84; N, 5.38.
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