
 

 

PLEASE SCROLL DOWN FOR ARTICLE

This article was downloaded by:
On: 27 January 2011
Access details: Access Details: Free Access
Publisher Taylor & Francis
Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

Organic Preparations and Procedures International
Publication details, including instructions for authors and subscription information:
http://www.informaworld.com/smpp/title~content=t902189982

ORGANIC SONOCHEMISTRY. A FACILE SYNTHESIS OF 1-
METHYLISOQUINOLINE
J. Ezquerraa; J. Alvarez-Buillab

a Departamento de Quimica Organica, Facultad de Farmacia, Universidad Complutense, Madrid,
SPAIN b Departamento de Quimica Organica, Universidad de Alcala de Henares, Madrid, SPAIN

To cite this Article Ezquerra, J. and Alvarez-Builla, J.(1985) 'ORGANIC SONOCHEMISTRY. A FACILE SYNTHESIS OF 1-
METHYLISOQUINOLINE', Organic Preparations and Procedures International, 17: 3, 190 — 192
To link to this Article: DOI: 10.1080/00304948509355498
URL: http://dx.doi.org/10.1080/00304948509355498

Full terms and conditions of use: http://www.informaworld.com/terms-and-conditions-of-access.pdf

This article may be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, loan or sub-licensing, systematic supply or
distribution in any form to anyone is expressly forbidden.

The publisher does not give any warranty express or implied or make any representation that the contents
will be complete or accurate or up to date. The accuracy of any instructions, formulae and drug doses
should be independently verified with primary sources. The publisher shall not be liable for any loss,
actions, claims, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.

http://www.informaworld.com/smpp/title~content=t902189982
http://dx.doi.org/10.1080/00304948509355498
http://www.informaworld.com/terms-and-conditions-of-access.pdf


OPPI BRIZFS Volume 17, NO. 3 (1985) 

9. P. G. Gassman and J. L. Marshall, Org. Syn., 48, 68 (1968). 
10. P. G. Gassman, D. H. Ane and D. S. Patton, J. Am. Chem. SOC., 90, 7271, 

(1968). 

11. B. Loev and C. B. Dawson, ibid., 78, 1180 (1956). 

12. A. J. Birch, J. Chem. SOC., 809 (1945). 

13. A. J. Birch and S. 1. Mukherju, ibid., 2531 (1949). 

14. B. L. Shriner and P. R. Ruby. Org. Syn. Coll. Vol. 4, 798 (1963). 

- 

ORGANIC WWXEMIsIpI. A FACIIB W S I S  Opc 1-yBTHpLIsoQuINoLMB 

+ ++ 
Submitted b J. Ezquerra' and J. Alvarez-Builla*'' 
iimm++ 

'Departamento do Quimicr Orgrnica, Facultad do Farmacia 
Universidad Complutense, Madrid-3, SPAIN 

Departamento de Quimica Organic. 
Universidad de Alcalr do Henares, Madrid, SPAIN 

tt 

1-Methylisoquinoline has been prepared mainly by catalytic 

dehydrogenation of l-methyl-3,4-dihydroisoquinoline obtained by Bischler- 

Nopioralsky reaction,' or by alkylation of the isoquinoline Beissert 

compound.2 As the latter procedure could not be performed by our group 

under phase-transfer catalyoisD3 we have adapted an interesting procedure 

NaH , U.S. 
room temp. 

CH3 

from Russell and Weiner' by generating methyl snlfinyl carbanion ("Corey 

base') under ultrasound5 in the presence of isoquinoline. The method (72- 
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76%) produces s l i g h t l y  b e t t e r  y i e l d s  than Russe l l ' s  procedureD6 bu t  the 

speed and s i m p l i c i t y  a re  supe r io r  t o  e x i s t i n g  procedures. 

ExPmmEmAL SECrIoN 

To a s o l u t i o n  of  6.45 g (6  m l ,  50 mmoles) of isoquinol ine i n  200 ml of 

d r y  DMSO,' 10.6 g (0.22 mole) of a 50% mineral  o i l  d i s p e r s i o n  of sodium 

hydride were added. The r e a c t i o n  mixture was i r r a d i a t e d  with ul t rasound 

i n  a f l a s k  protected from moisture with a calcium ch lo r ide  tube,  f o r  two 

h r s  a t  room temperature;' then the r e a c t i o n  mixture was poured over 600 m l  

of water. The r e s u l t i n g  aqueous s o l u t i o n  was ex t r ac t ed  with e t h e r  i n  a 

continuous l i qu id - l iqu id  e x t r a c t o r  f o r  24 hrs .  The e t h e r e a l  l aye r  (z. 150 

ml) was ex t r ac t ed  with th ree  30 m l  of 10% HC1, then the aqueous phase was 

b a s i f i e d  t o  pH 8-9 with aqueous 10% NaOH and ex t r ac t ed  again with th ree  50 

m l  of CB2C12. F i n a l l y ,  the d r i e d  organic e x t r a c t  was concentrated t o  :a. 
20 m l ,  s a tu ra t ed  with d r y  H C l  and e t h y l  e t h e r  was added u n t i l  complete 

p r e c i p i t a t i o n .  The hydrochloride of I-methylisoquinoline was c o l l e c t e d  and 

c r y s t a l l i z e d  from e thano l / e the r  t o  y i e l d  5.15-5.64 g (72-76%),' mp. 208- 

209' (dec.) ,  lit.'' 200-205'. 

Anal. - Calcd f o r  CIOBIOCIN: C, 66.85; H, 5.61; N, 7.79 

Found: C,  66.68; B, 5.64; N, 7.94 
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exceeded 65-70%. 
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7. Commercial DMSO (max. 0.03 water) was used with same results. 

8. Ultrasound irradiation was carried out by immersion of the reaction 

flask in a Branson Ultrasound Laboratory Cleaner (150~. 50-60 Hz); the 

temperature rose to 25-30' during the irradiation. 

9. NMR analysis (CDC13, TMS) of the crude base showed a 6 9.4 signal 

corresponding to the H at carbon 1 of nnreacted isoquinoline, which 

remained in concentrations of - 5% after the process: it disappeared 

after one crystallization. 

10. S. Barrows and H. G. Lindwall, J. Am. Chem. SOC., 2, 2430 (1942). 

STEROIDAL ALLYLIC OXIDATION WITH 
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Synthetically useful changes in the properties and reactivity of 

chromium(V1) reagents have been brought about by the formation of amine 

complexes. Complexation of chromium trioxide with ~ y r i d i n e l - ~  or 3,s-di- 

methylpyrazole (DMP)3#4 has been successfully used for the introduction of 

CrO,*Pyrazole & CHZC12 ,-pi0 

BzO BzO 
I I1 
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