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SYNTHESIS OF THE ALKALOID HAPLOBUCHARINE'
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Ingtitute of Organic Chemistry, University of Palermo
20, via Archirafi- 90123 Palermo ( Italy)

A simple synthesis of haplobucharine [I], an slkaloia
isolated from Haplophillum bucharicum was described.

The structure [i]has been assigned1 to the alkaleid haplo-

bucharine € X0, from Haplophillum bucharicun ( Rutaceae) ,
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mainly on the basis of spectroscopic evidence. The above

product is a representative of the ¢lass of linear pyranoqui-
noline alkaloids with the ¥ ,¥-dimethylallyl group attached
to the aromatic system through the heteroatom.

Continuing our synthetic work on the alkaloids occurring
in plants of Rutaceae family, we report here an easy synthe-~
sis of [I] by isoprenylation at nitrogen atom of 3,4,5,10~
tetrahydro-2,2-dimethyl~5-oxo-2H-pyranc [2,3-b] quinoline [II]
{ kaplofoline), another alksloid isolated from Haplophillum
foliosume.

The preparation of the intermediate[II] was psrformed
according to the procedure of Bowman and GrundonB: 4-~hydroxy-
3=(¥¥-dimethylallyl )-2-quinolone [ITI] was refluxed with -
6N-hydrochloric acid in ethanol for 3 hr,
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It gave the py:anoquinoline[ii]and its angular isomer [IV]
which were separgted with 20% aqueous hydroxide,

[1] R=CH,CH=C(CH,),  [I1]] R=CH,CH=C(CHs)>  [IV]
1] r=H

A solution of [II]( 200 mg) in ary acetone ( 60 ml) was
treated with anhydrous potassium carbonate ( 400 mg) and ¥ ,¥ -
dimethylallyl bromide ( 1.5 ml) and the resulting mixture was
refluxed for & hr. After filtration, the solution was concen-—
 trated under reduced pressure and the crude product was chro-
matographed on silica gel. Elution with chloroform-ethyl aceta-
te (9/1) gave the alkaloid [I]( 60 mg, 30%), m.p.126-127°
(from ethyl acetate),(lit.z m,p.126°); uv (ETOH)N max ( logf )
238 nm (4.18), 250 (sh, 3.95), 317 (3.78), 329 (3.76); m/e 297
(e*y, 229,228,214,212,186,174,69,433 nur ( 90 MHz,c:D013)S1.42
{ 6H,s,é.>C(CH3)2), 1.80 ( 2H, t, J 7.0 Hz, HR), 2.75 ( 2H, 1,
J 7 Hz, HY¥ ), 1.72 and 1.88 ( s, 3H each =C(CH3)2), 4,82 ( 24,
d J 7.3 Hz, CH,-CH= ), 5.18 { 1H, t, J 7.3 Hz, CH2—0§=), T.45
( 3H, H-6,H-7,H-8)}, 8.50 ( 1H, gq, 3, 9 Hz, J 2.5 Hz, H-5).
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The data of synthetie[l]are in good agreement with those
rep_orted1 for natural haplobucharine, thus confirming the
structure proposed for the alkaloid.
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