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Recrystallization from Alcchol
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Toshie MINEMATSU* and Takayo TAKIGAWA**

(Received October 5, 1989)

When 3-(7-isopropyl-1, 4-dimethylazulyl) succinic anhydride produced from guaiazulene and
" maleic anhydride was recrystallized from ethanol, the amount of crystalline decreased with the
lapse of time, and it disapeared by iet the solution alone for hours. It was found from the ex-
amination by the NMR spectra of those solution that the facts were brought from the hydrogen
bond formation between alcohol and solute. ‘The signal of hydroxy proton formed the hydrogen
bond with acid anhydride shifted to the low magnetic field than carboxylic acid and the combi-
ned hydroxy proton in small or simple molecular alcohol showed the large shift than the others,

further the displaced signal shifted gradually to the low field along with time passage.
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Fig. 2 Chemical Shift of Hydroxy Proton of
various Alcohol originate in Hydrogen
Bond with Carboxylic Anhydride

1:(1)7.8mg+MeOH  29mg
2: » 7.9 +EtOH 30
3: » 6.6 +n-PrOH 32

4: » 8.0 +i- » 31

5:(1)6.4mg+n-BuOH 34mg

6: » 6.3 +2-

70 » 7.1 +i-  #

8: » 10.3 +¢- ~#

Alphabet denote Hydroxy Proton of
Me-, Et-, n-Pr-, i-Pr-, n-Bu-, 2-Bu-,
i-Bu-, t-BuOH arrange in order
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Fig. 3 Chemical Shift of Hydroxy Proton of
various Alcohol originate in Hydrogen

Bond with Carboxylic Acid
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1:(I1)2.0mg+MeOH 30mg
2: » 2.1 +EtOH 31
3: » 2.6 +n-PrOH 32
4: » 2.1  +i-PrOH 43
5: » 1.6 +:-BuOH 48
6: » 2.4 +i- »# ”

Alphabet denote Hydroxy Proton of
Me-, Et-, n-Pr-, i-Pr-, -Bu-, /~-BuOH
arrange in order
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Fig. 4 Chemical Shift of Hydroxy Proton
originate in lapse of Time
1:MeCOOH - 85.7mg-+EtOH 109.3mg
2:(MeC0);0 62.7  + ~» 112.2
3:Ph(COOH)13.8 + ~» 128.8
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Fig. 5 Chemical Shift of Hydroxy Proton orig-
inate in Dilution (vide following Table)

No Sample | EtOH [Sample/

Shift Ratio after
A ca,4.5h/B ca. 68h

(mg) | (mg) | EtOH

1| 23.6 26.8 | 1(1.14) 1 1

2 211 50.7 | 2(2.40) 1.16 1.05
3| 20.4 74.8 | 3(3.67) 1.27 1.13
4| 21.9 95.9 | 4(4.39) 1.34 1.19
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