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According to a modified procedure (2) for effecting Meisenheimer 

rearrangements (3), (+)-nupharidine, ,1, was heated in refluxing dimethyl- 

acetamide for 1.5 hours to obtain, in 65% yield, the liquid, fused-ring, hexa- 

hydro-1,2-oxasepine, 4 
** 

: ir (film, NaCl plate), 6.69(m, sp), 11.48u(s, sp); 

nmr (100 MHz) 60.97(d, 6Rr, 38, HCCII3), l.lO(d, 6H2, 3H, HCCt3), 1.2-2.3 

(several m), 2.3-3.3(3d, -lOlIz, 2.5H, C6 and/or Cl0 NM2 and/or NC!), 4.53(q, 

10 and 6.9Hz, 0.58, 3FC4!), 4.88(t, 6.0He, O.SH, 3-FC4H), 6.38(s, 0.5H. B- 

fury1 E), 6.60(s, 0.58, B-fury1 H), 7.38(m, 2R, a-fury1 IJ); ms 249(S)@), 

114(100), 98(9). The spectral properties and deduced structural features most 

pertinent to establishing 4 from among three possible rearrangement products 

were: 1) the chemical shift, integrated intensities and splitting characteris- 

tics of 64.53 and 4.88 signals demonstrated the partial structure CH2CR(C)ON<, .., 

2) the base peak m/e 114 corresponded to the loss of ring A with transfer of a 

hydrogen to the charged fragment C6H12NO+ (ring g), and 3) the integrated 

intensities of 64.53 and 4.88 (C4) as well as 66.38 and 6.60 (B-furyl) protons 

were both in a 1:l ratio and indicated that the rearrangement product was a 

mixture of dissteriosmers present in equal amounts. 

The rearrangement product was converted in 92% yield with zinc powder in 

water-acetic acid at 25' for 8 hours to the hydroxyamine ,5: ir (film, NaCl 

plate) 2.95-3.20(m, w) 6.68(w, sp), 11.47u(s, sp); nmr 60.88(d, 6Rs. 3R, RCCE$ 

0.98(d, 6H2, 3H, BCCE3), 2.33(m, lH, ClolJ), 2.56(br s, 2H, 0: and NLJ, removed 

3F-3-fury1 

It -4&..-3$-qJz.- 9 

3F !! 1 
5,; RI-R2-R-H z; Rl=Ac,R2-R-H 

** 
6,; R -R-Ac,R2-H 1 IJ; Rl-Ac,C4R20R3F-C03F 

Satisfactory elemental analyses were obtained for all new compounds. Un- 
less otherwise noted, nmr were run in CDCl3, TM8 0.06, Varian A-60; me are 
given as m/e (X relative intensity) and were determined on a HPE-RMU-6 
using an all glass heated inlet, a chamber temperature of 200' and ion- 
ieing VOltAge of 70~; hrms was determined by the HRMS Laboratory, BAttAllA 

Columbus Laboratories and where ions are assigned, the mass of the 
observed is within three millimass units of the calculated. 






