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The variouo 2-p~~1-1.2.4.~te~~3B_3~cep~ alkaloida (e.g.1) iao- 

1atedfromPazxwer epeaiea orprcpredby&xuztid rjnthe8%ebeloag to two grow 

differing in the relative configuration at C-l and G-2 (2). The maber8 of one 

of these group6,e.g. isorhoeagenine, are transformed dth boUing 1 n lwdro- 

chloria aaid into the acid stable bases, e.g. rhoeageaine, a repreeontatioe of 

the otbergroup. Althoughthe aonfomtion of the flexible, 7=mmbomdB_hetar~- 

cyclic ring B is unknown, it hae been deduced frcm the HPPB data, that the prolxma 

at C-l and C-2 should porurees the tram oonflguratlon In the compounds of the 

acid uostable group and the & conf&ratlon in the compounda of the otbar (3). 

Recently (41, the absolute configuration at 0-l and C-2 has been determlned in 

an unambigow manner for one member of the e& series, the rhoeageahe uthlo- 

dide, by mans of a X-rep analy~ie. 

The centre of chirality on whlah this B/D tran8/clr iwmerisation occur8 8lght 

be O-I or C-2. On thie point a conclusion cannot be drawn from pertinent lit- 

ature, due to the lack of ~erlmental ev1denae.A meehanla hadbeen propoeuwl, 

lnvolvlng eplmerltation at C-2 (5). Contrarily, ORD reoulte (6.7) have been in- 

terpreted favouring the 8-e aoaflgoratioo at C-2 In both the tran8 and & 

seriee. 

This prompts us to state alpinigenlne (B/D trans,I) (8,s) end l-epi-alpiz&~nirw 

(&,II) to poawea different stereoehemirrtry at C-1, a reeult gained by chem- 

ical degradatlon#! as follows. EMDEi degradation of O-metWl-alpioigenine (Ia) 

and l-epi-elpinine (IIa), respectively, mmultod in the elinirration of the chi- 
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rality at C-2 in the -products III chich proved to be identical in every 

respect except the sign of optical rotation. Thue they are forming a pair of 

enantiomera. The componenta of it have oppoeite configuration at C-l (as well 

a8 C-18). Further, concerning stereochemical. relations at C-18, there ie no ao- 

cordance with earlier concluaiona drawn from NMEf spectra (10) of bencasepine 

baeea belonging to the same groupa, tran8-18-epi and g& as Ia and IIa, 

respectively. 

Table: lUtl spectra a) of compounde II, IIa, III and IV 

proton at II 60 mc IIa 60 mc IIIb) 100 mc Ivb) 60 mc 

c-13+14 

C-IO 

C- 7 

C-18 

OH 

c- 1 

c- 2 

OCH3 
(aromat.) 

ocH3 
(acetel.) 
lWH3 

6.79 2H, 
5 IB-q, =8.2) 

6.60 (2&U-q c collap8ing tot 
J- 2.4) 

6.26 (1H.e) 

4.54 (%I) 

3.67 (Wd, 
J ~1.4) 

2.17 (3H,s) 

7.05 
AB-q, 

5 =, 
~8.5) 

6.89 (lH,e) 

6.73 (1H.s) 

5.86 (1H.e) 

5.20 (lH,d, 
J=2.5) 

3.83 (lH.d, 
J =2.5) 

M&;&3.89. 

3.61 (3H,a) 

2.29 (3&d 

7.09 (1H.a) 

6.72 (1H.s) 

5.81 (lH,s) 

5.41 (lH,q, 
Jaa= 11 
Jae = 5) 
not detected 

3.95 ~~j85 

3.58 (3&e) 

2.30 (6%~) 

zg,5%5) 

6.65 + 6.61 

c (2% 28) 

2.87 (3H,a) 
not detected 

4.72 ('We) 

. 
not detected 

3.90 r~~j85 

2.31 (6H,e) 

a)cDc13 , reference: TAS; B = singlet, d = dublet, t = triplet, q =quadruplet, 

&-value8 in ppm 

b, In the table, for sake of cleernees, the numbering of protons in the 

compound6 III and IV ie the same ae in II and IIa. 

Ia R=CH3 OCH3 OCH3 

H3CO 

H3CO 
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IU the first series of erperirPents the aoatal Ia (8) mm traaeformed to lto 

methiodide with CH3J in acetone by heating under reflux for 18 houm, 95% th., 

mp. 208-211 (deoomp.), [oClE2 t + 189.1’ <CH,OEi, o ~0.638). The latter in aqueous 

solution was treated dth sodium am&game at room tap. Ths main product,(+)- 

(?g :3R )-1.7.8-trimethoxy-3-[4,5-dlmethory-2-(B-dimethylamino-etbpl)-phenyl.- 

isochromane (III), 67% th., n.p.86-88' (hexan~),~~];~ +'l4.3' (CH30H, c =0.838), 

was formed by hydrogenolysis of the benzylic C-21 bond. The AIR spootrun(tab@ 

for the proton at C-l shows a quadruplet indloative for the introduotlon of a 

second proton at C-2. The mass spectrum is in aaoordanae with the proposed e&r&~- 

ture III. 

Isomerieatioa could be aocomplished by boiling alplnigenine (I) in 1 n hydro- 

chloric acid solution tier reflux for 90 mln (11). Crystsllitations from meth- 

anol removed some starting material and afforded l-epl-alpinigenine (II),(yield 

5%) m.p.175_176°,!&2+ 110' (CH30H, c = 0.851). The m exhibited a small 

coupling constant J,,2 = 1.4 characteristic for t&e WC-cc series; MB revealed 

m/c 401 (Y+) and the other fragments usually formed from phenylbenvaseplne bases 

(8, 12). This compound is apparently identioal with lso-elpinigenine, charactg- 

iced by a RI+-value ouly (5). 

The methyl ether IIa was prepared from II as usual, 86% th.* m.p. 106-107°, 

icA$ + 193.3' (CH30H, c = 0.794). IWE! (table) and 18 represent all the fsa- 

tures typical for acetalic rhoeadine tspe alkaloids, see (12). The correspond- 

lug methiodide was quantitatively formed with CH3J in methanol (4 hrs. at re- 

flux temp.), m.p. 211-214' (decomp.);[q]G3 + 186.0' (CH30H, c = 0.967) and de- 

graded as described above yielding 3895 th. III, m.p. 86-88'. [of]g2 - 15.1' 

(CH$H, c = 0.820); Identical in other parameters with the dertrorotatory ma&t- 

rial obtained from alpinlgenlne(1) (IR,NHR,lB, and thin layer chromatography). 

The enantlomeric properties of both samples were confirmed by the ODD-curves 

taken inCE30H , cotton effect at 282 nm &= + I.01 (for the first from I) 

and -1.01 respectively. 

It should be mentioned that the low yield of III in the second reduction is &e 

to additional hydrogenolytlc fission of ring D forming IV in 35% yield, m-p. 

121-123', @]E3 - 4.6' (CH30H, c = 0.939). The proposed structure (IV) is ._ 
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basedmalaly onllME(tablo) andMS. 

Thim reoults demribed above conmtitute an lndependend ctupioal l vi&nco con- 

cozmia~ the stereochtical relation8 between the two serlos of pherglbensact 

pino bane6 and, consequently, on the ground of correlation with rhoeagenine(4) 

allow tb mpeeification of the absolute configuration for alpinigenine aa I 

andl-epi-alpinigenlao a0 II whiohwUlbedi8cu8eedlnour fullpaper. 

808 all now ouapoudlr, adoquato vaame from C&B-analy~~ia have kon obtained. 

Aekuowledamnt. The anthor ir very much indebted to Prof.Y.He8ee,Ziirioh, for 
taking amd interpreting the res spectra aa well as to Prof.& Schmid,ZiFrioh, 
for the 100 mo m epeotrum, and further dehes to acknowledge the interest 
of Prof. nothe8. 
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