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CONVERSION OF RHOEADINE METHIODIDE INTO THE ALKALOID PESHAWARINE
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The Emde degradation of rhoeadine methiodide (4.MeI)
afforded the acetal 5 from which racemic peshawarine (1)

was prepared.

A short time back the alkaloid peshawarine (1) was found in
Hypeeoum parviflerum Kar. & Kir. (Papaveraceas). This is a member
of a new isoquinolinobenzopyran group of isoquinoline alkaloids,
The analog 2 was prepared from (+)-canadaline (g).l

An attempt was made to prepare peshawarine (1) by a simple reaction
process proceeding from rhoeadine (4). The Emde degradation of
rhoeadine methiodide (4.Mel) yielded a mixture of an eptically active

substance § (29.6%) besides the optically inactive alcohol 6 (49.7%).%+3
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Acid hydrelysis (0.1M HCL) of the ecompound 5 gave the substance 7
(73.5%), m.p. 187-189° (acetone). ‘H-NMR ( d°, CDClg) 2.28s (N(CH,),),
2,3-3.2m (6H), 5.48q, /JAX+ JBX/ = 14.5 Hz (5-H), 5.90s (0~CH2—0),
5.99¢q, J P— 1.5 Hz (O-CHQ—O), 6.18s (6-H), 6.60s (1-H), 6.65d and

= 9.0 Hz (9,10-H), 6.92s (4-H). UV (EtOH) A _ 240

g

ortho
and 293 nm (loge 4.00 and 3.92). MS m/e 385 (4.5, M%), 387 (0.7),

222 (1,1), 220 (0.5, 222 - Hg), 177 (0.7}, 164 (1.4), 163 (1.5,
164 - H}), 135 {1.0), 58 (100). During that reaction racemization

6.72d, J

toek place. Oxidation of the hemiacetal 7 in acetone by an agqueous
chromic acid solution4 gave a compound of m.p. 201~203° (methanol)
(80.2%) which on the basis of IR {1725 cm 1), ‘H-NMR and UV spectra
was identical with peshawarine {1). M5 m/e 382 (3.0, ¥, 190 (0.8,
CllHlaNOE)’ 163 {1.0), 162 (0.8}, 135 (0.8), 134 (1.6), 58 (100).
The mass spectrum of the original peshawarinel (1) and of our racemic
produet 1 exhibited an ion of m/e 190 as expressed by structure a.
We ﬁssume that the origin of the ion a may be explained by migration
of the N~-methyl group to the lactone oxygen whereupon the formation
¢f an isoquinoline system takes place.

The aleohel 8 which was prepared by reduction of peshwarine (1)
with LiA1H41 is ddentical with the product of the Emde degradation of
rhoeagenine methiodide (9.MeI} by its m.p. comparison.3 The Emde degra-
dation of the compound E.Mel gave, in addition to the substances 5 and
8, 2 new product 10 of m.p. 111-114°% {acetone), (20.9%). IH-NMR (),
CDClgy) 2.20s (H(Cﬂs)z), 2.3-3.2m (4H), 4.75s (Ar-Cga-OH), 5.88s and
5.93s (2xﬂ~CH2~OI, 6.60s (Ar-H}, 6,76s (Ar-H}, 6.87d and 7.164,
Jup = 16.10 Hz (stilbeniec protons), 7.06bs (2Ar-H), UV (EtOH) A
30551 and 334 nm (log€ 4.17 and 4,.33). MS w/e 369 (7.0, M%),

max
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204 (2.3), 165 (2.0), 148 (3.5), 135 (1.9), 58 (10C). Oxidation
of the compound § by the Jones reagent® yielded the amino acia 11!,
MePs 248-253° {acetone, decomp.}, which was isolated in form of

a zwitterion. lH-NMR ( d”, CDCl,) 2.84s (N*(CHy) ), 2.8-3.2m (4H),
3.06s (Ar-CH,-CHy-Ar), 5.90s and 5.98s (2x0-CH,~0), 6.53s (Ar-H),
6.65bs (2Ar-H), 6.75s (Ar-H). UV (EtOH) A, 234" and 201 nm
(loge 4.02 and 3,.87).

CHy CHyNMe
<o Hz CHyNMe; <0

NMe
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0 o 0 CHOH
0 > o
RO 0 0>
0 o
N
6, R'= H, R®= CH,OH
5, R = Ne . 8, R'= 0H, %= CH,OH 10
7, R=H 11, r'= H, R®= cooH
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