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O RG ANIC REACTIONS UN DER HIG H PRESSURE 

Pressure and Solvent Effects o n the Migra tory Aptitude 

of o-Anisy l G roup 
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The migratory a ptitude of the c' - ani5~'1 ~roup in ::-.c pinacol reJ.rr3.n~emcnl of 
2,2'-dimcthoxybenzopinacol is ch.:.n~ed by pre> ' ure _:1C soh·cnl·. The increasing 
pres ure ret:lrds the m igration or" the a-anisyl I'rou;1 ,:1 2cct ic acid and acetonitrile. 
And the rnigrJ. tory apt itude :ncr(~,es with the c':!an;~5 oi soh'ems in the orde r oi 
acetic acid < acetonit ri le <toluene. These ob;e~\'at ic ::5 indic:lIe that the migration 
of t he a-anisyl group brings about higher de~ree oi c:"o1l-ation than the migr:J.t ion 
of the phenyl grou·p. Th is is J.tt ~ iDutlble to sterie i~,::ibition oi soh'ation J.n d t he 
diiierence of cnJ.rge d ist r ibution in t he twO tran,itio" 5[ res. 

Introduct io n 

Bachma nn!) and Belle~) investiglted the pinacol rearrange~ent oi sy mmetri cal ly substitu ted benzo­

pinacol deri\'ati\"e - [I] in acetic acid (equat ion 1) and th ey io:.md tha t the migratory apti tudes 0:' p­

substituded pheny l groups are in the order oi ~ e!:lti \'e ra tes or- :;, ~ o ;-:1:!.t i c subst itution oi t he corre5ponc:r.:; 

monosubstituted benzenes (Table I ). Howe \"e r. the migrato ry :lptitude oi the a-anisyl group \\'as ab­

normally low. 
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T able 1 '\!igratory a pt it uce; oi monosubst itu:~d phenyl "roup,; in [ 11 

substituent s s u b,ti::; ~r_ :s 

p-rnethoxy l 500 p-iodo 1.0 

p-methy l 15.; p-lJromo O.i 

p-phenyl 11.5 p-Lh~il~ O 0.66 

p-iH'-propy l 9 o-met hoxyl 0.3 
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Howe\·er. no enort h<l5 been made to r::. t io:-:a lize t he re:!:'0:1 Ot rellrd:l lil)!1 or the .)-anisy! n;i'::~_l-

t RL'!'f :":t',f Fe'hTu ,!,)'! ~ IY,.,i) 
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