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SWTREPIC PBoTOCE#UBJ!X& 8IBT3.iEsIS OF (+_)OLIYElWLINE AHD (&R3E?IN8uIJINE 

8. v. Kemw*, T.P.Gupta, VA Yadav, (Hiss} Mridta Narula and !I‘8j Wohmad 
Departmnt of Qmml8t~, Panjab Unlveralty, QmdlgaA-160014, India 

8mmaxy t &dlum bomhydtide reductioa of 1-(2+-Bromoban~yl)-2aetbyl-3,L- 
d~y~-6,7_aartlVl~e~~i~oqainolini~ iodAde @) gave a mixture of alcohols 

which on Irradiation in d%l.EQ afforded (0 ollvaroliue and (&hlnsunine. 

8gnthesia of aporphine au&ids havmg a 73hv-04 szbw o& k~ the 
6a hpdrogm’ (2) does mt seean to have been reported, althou& PEIIOFT CyCUSatlan 
route t0 the tuna iacrers Q> is kmwn*. !l%.s may be due to the iact that 
reduction of i&e inte~tiate Ireto-iSInes 1 

i$ 
1 and 2 gives pnoducte corresponding 

to fmms rtereochtistxy almost esclaaiteb3* . We have fomd that sodiua bo~ro- 
mride reductian of tie quaternary corppound 2 (C&$r3BO3; =*p.l92’C) furrA&ee 
a &ture of elc~kola co&al&$ 4-Q 8 of the derrired isomer 2 which Can be phota- 
0 ycli 88 66 with refsatian of the benay3lc hydrovl group7. For Cycllsatlon the 
mixture of s clnd fi 1200 me) was dlmolved In 350 ml of 3 $ HC1 and Irradiated 
(3 hr) with a 12523 high pressure aerrcury lamp using a quartz filter. After work up, 
preparative clmaat~grephy afforded a (13 mg+ 26 % yield based on &) 
(C,@,~O3’ m-p. 1&3*C). Its identity as (d oUverollne was ConfIrmed by 

spectmscopfc data (( S CDa3 2.55 (s,3H,Me), 3.47 (d+lH,J = 12 He, Hga), 
4.61 (d,lE,J=%Hz, H7’ + 5.96 and 6.08 (24, ZE, J = 1.8 Ha, 0-CB2-O+ E, *), 
6.60 ~s+lH+H3), 7.23 and 7.62 (m, 3H+ H8+9 & 8.08 b+lH+H,,); m/e 245 (M+l, 
294 (M-l)+, 277, 252, l9O+ 165, 130, 105, !‘l; g&OH (Log E) 273 (3.92),315(3.42g 
and t.1.e. comparison with a rmttml sample . The chmab rm also itlraished 
(&~&iaeumlae’ 88, (156 me) (Q#i17H03;m.p.144-fi; 5 a’3 2 55 (8+3H B@) 
3.25(d,lB,J=2.5 Hx+Hgr)+ 4.82 W, lH, J = 2.5 Ba,$), 5.93 =&.08 (2d; 23,’ 
J= 1.5 Bz, -O-cIpE2-O-, 4 2)+ 6.58 (8+1H,HJ)+ 7.19 =Q 7.62 (m,JH,% 9 ,O), 
8.21 (m,lH+H,,); m/e 295 b+,, 294 OWI’, 277, 252, 190, 165, 130, i$+ 91; 

ha ‘spH (1ogE 1 272 (3.98) + 323 (3.48)) betides come starting matadslg (4O mg)* ax 
Sodium bornhydride rsdrrctlon of 3 gave a mlrtare of carbinols containing 

t5 I 0f h Irrsdiat* 0r thie mixture furnir&d (~ZKIXUA~~BUU~~ & 
((C,$, F03: x) P yiddi m.pe 20%3%; m/e 281 M+), 280, 263, 262, 261, 253, 
252, 25X)] wMcb ~a8 I-metWXated’* t0 &. Uong with unreaCted rtarWng material, 
a ~WSU QuaOMtJr of a ($7594; ILP. 2ok5oC; r/e 281 (M+), 280, 263, 262, 
261, 253, 2%. 2S] WI alao obtMne& Attempted phobcycllsation of the bm- 
l&one 1 wae LICIsuCceasfU. Bowever, tlx~ alcohol 
m/e 35% 3$7 (n+)jafJorded the yellow alkaloid 
277OC; Ip/cr P%M+); bW2H UoaE) 247 (4.49), 268.L I4.41), 310 (3.91), 
4U (3+43%j h 37 P yhld. 
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1 X=H, ax-NO2 
3 x=m 
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