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According to IlcCorkiodale et el. (l), the quetemery alkaloid petalfne 

irolated from the root8 of Laoatice leonto.pctalum Linn. in the form of its 

reinectte (2) poeeeseee l tructure I with the unueual l ubetitution of the 

tetrehydroiroquiwlinc moiety with a methory and a hydrox) gronp at poeitiow 

7 and a respectively. The chloride of the neturel product l howe l rotation 

of ralf + 11.3. (2). end ie, therefore, one of the tuo enantiomere of I 

with still unknown l brolute configuretion. 

s X*1. I, ICrW3)2@U041 

we tieh to report l l treightfornrd l pntheeir of the iodide of the rat. 

alkaloid I (X-I) and the traw l tilbeae derivative, petaline rthine VII, 

* Prewented at the Meturel Producta Sppmium in KiaSaton, JJ-~c~, 
January 4-7, 1966. 
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previourly deacrfbed ae leonticine (1) (2). identical in all reapecta with 

an authentic specimen (3). The l yntbeaea of I and VII have been achieved 

by the following l eqoence OS reactiona: 
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The reedily eveileble hydrochloride of 7-mthoxy-8-hydro~-l,2,3,4- 

tetrehydrofeoquinoline II (4) wee converted to the free beee by gene of 

one equivelent of l odim ethoxide in very dilute wthenolic l olution. 

Por&etion of II with e mixture of formic l cid end trietbylemine (5) 8eve 

the N-foq1 derivetive IIIe l e l cryetelline compound, m.p. 177-179.. 

Anel. Found: C, 63.93; Ii, 6.49; N. 6.61. Benzyletion of IIIe vith beneyl 

chloride in dimethylformmmide efforded the 0-benzyl derivetive IIIb l e l 

brown oil dich, without further purificetion. vee reduced with lithiur 

l luminum hydride in tetrehydrofurea to 8-benrglorg-7~tho~-~~~yl-l,2,3,4- 

tetrehydroieoquinoline (IV), cherecterired l e the cryetelline hydrochloride, 

m.p. 191.5-192.5.. Anel. Found: C, 67.37; 1, 7.23; I, 4.36. 

Mercurk l cetete dehydroganetioa of IV in 10X l queoue l cetic l cid et 

75. led to the 3.4-dihydroieoquinolinium melt V. which wee ieoleted l e the 

perchlorate, m.p. 181-183.; J,, (ieopropenol) 239 y (E13200); 301 qr 

(E11760); 379 qa (E2700). Anel. Found: C, 56.87; II, 5.39; 11, 3.44. Addition 

of the rolid perchloreta to en exceee of p-methoxybeneylmegneei~ chloride (6) 

in ether l fforded the benzyltetrehydroieoquinoline Vie in good yield. Cryetelline 

hydrochloride, m.p. 191-193.. Anel. Found: C. 70.71; H. 6.82; N, 3.17. 

Debenzyletion with hydrogen over pelledium-on-chercoel cetelyet in 

l cetlc ecid geve oily 8-hydro~-7-athoxy-l-(4'-methoxybenzyl)-2-~thyl- 

1,2,3,4-tetrehydroieoquinoline VIC which, vlthout purificetion, wee mthyleted 

with methyl iodide to rec. peteline iodide (I, X-1); cryetellired from l cetone 

ae hemiecetonete, m.p. 134-138.; Jmul. (ieopropenol): 223 w (L 28200); 

2791280 ly (E 3980); 2841285 qr (E: 3980). Anel. Found: C, 53.47; II. 6.14; 

N, 2.93, The product l houed infrered l beorption (CHCl3) at 3530 cm-’ (phenOliC 

hydroxg group, intremoleculerly hydrogen bonded to the methoxy group) end 

1710 cm-’ (ecetone cerbonyl). The nmr l p+ctnn (7) indicated the pree&ce of 
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0.5 mole of l cMxne (methyl group et 2.17 p.p.n.), two methyl group‘ et e 

quatem4ry nitrogen (3.35 end 3.50 p.p.m.), tvo uthoxg groupe (3.77 4nd 

3.92 p.p.m.), tertlery hydrogen a to the quetemery nitrogen (5.07 p.p.n.), 

end l phenolic hydroxy group (6.23 p.p.m.). In l lov resolution mess 

l pectnee (7) the fitet mejor peek l ppeered‘et m/e 327, due to l fregment of 

l tructure VII famed by iioofunn degredetlon. Othermejor peeke et m/a 206, 

192, 177, 142, 121 end 58 could be aeeigned to rareoneble fragmente. 

Ucemlc petaline iodide wae traneformed into rat. petaline relnechate. 

a plnh l morpboue compound, m.p. 178-181. (dec.), the infrared end ultraviolet 

l poctre of which emre l uperlmpoeable with thoee of l uthantlc optically active 

material (3). 

yurther proof for the l tructural l eeipnt I to petallne iodide was 

provided b Eofunrr dagradation to petallne emthine VII on a calm of 

Ambarlite anion exchange rerin IM-400 (OH) (1). The cryetalllne product 

obtained Qe.p. 119-120.) wa# identical in all respects with authentic emterlal 

(3). Anali Found: C, 73.36; E, 7.43; N, 4.31. The Infrared l pectrum (CklCl3) 

of VII rhomad bands at 3530 cm-' (phenolic hydroxy group intrawlecularly 

hydrogen bonded to the methoxy group), 1610 cm-' and 973 cm-l (-C-C- of trane- 

etllbene). The ultrevlolet spectrum (ieopropenol) exhibited mexima at 214/215 q~ 

(E 30400) end at 298-301 m)r. (E 25000). due to stark inhibition of rtilbene 

reeonance by the 8-hydrouy group. The high lnteneitlee of the mexlmo further 

indicated a trana-configuration for VII. 

The m-spectrum ws alao in complete agreement vltb etruoture VII for 

petaline methlne. The dlmethylaminocthyl side chain shooed a singlet at 2.32 

p.p.m. (68) and an A2B2-pettem centered et 2.73 p.p.m. (411). The methouy 

groups were indicated by ringlets at 3.83 and 3.88 p.p.m. (6H). The Singlet 
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at 6.25 p.p.m. (la) - disappearing on deuteration - was assigned to the 

pheuolic hydroxy group. The l rormtic protoas appeared as s singlet et 

6.72 p.p.m. (2H; C5-8, C6-H) and sa an A2B2qttern at 6.88 and 7.37 p.p.m. 

(48; C2,-8, C3,-H, C5,-g, c6 1-H). rkile the trans wthylidfns proteus 

exhibited an AB pattern at 7.07 and 7.37 p.p.m. (J-16.5 cps, 2H). 

In the low resolution mess spectrum the molecular ion peak appeared 

at m/e 327. The fregmentation psttern of petaline methine showed a striking 

similarity with that of petallne iodide with peaks et m/e 206, 177, 121 

and 58, and additional weaker peaks at r/e 281, 268. 253 and 165. 
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