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L( - )-5-(3,4-Dihydroxybenzyl)hydantoin (IIIb).'-A study of 
the acid-catalyzed raceriiizat,ion of L( + )-4-( 3,4-dihydroxybenzyl)- 
hydantoic acid (II Ib)  was made by refluxing 1-g. (0.005 mole) 
samples of I Ib  in 10 ml. of 6 N hydrochloric acid for various 
lengths of time. The hydrochloric acid was removed by repeated 
evaporation to dryness in mcuo .  The products were then crys- 
tallized from hot water and isolated in about 707, yield. The 
samples were dried in vacuo at  40" overnight before analysis. 
The extent of racemization of these hydantoins derived from 
L( - )-dopa are compared to those derived from L( - )-methyldopa 
in Table 11. 
~~-5-(4-Hydroxy-3-methoxybenzyl)-5-methylhydanto~n (IIIc). 

-This compound n-as prepared from ~~-a-(4-hydroxy-3-meth- 
oxybenzyl)-a-ureidopropionitrile ( I Id)  by the same procedure 
used for IIIa. The resulting product was isolated in 75.57, 
yield and had n1.p. 233-235". 

Anal .  Calcd.: C, 57.60; H, 5.60; X, 11.20. Found: C, 
56.64: H, 5.30; S, 10.6'7. 

This compound was also prepared from DL-4-(4-hydroxy-3- 
methoxybenzy1)-4-niethylhydantoic acid by the same procedure. 
The physical characteristirs were identical with IIIc. 
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There wab, a need in this laboratory for 2-amino-l- 
(1-chloropheny1)propaiie (111) in ai1 appetite-depres- 
sant program. The preparation of this compound by 
catalytic reduction instead of the described method' 
would give us an  opportunity to  study hydrogenation 
in the presence of aryl chloride. Previously, in a 
reduction of -S=CH--. function in the presence of 
aromatic halogen,2 we commented that too little work 
had been done on selective conversion of groups which 
gave amines of varying degrees of basicity. in the 
presence of aromatic halogen. 

Reductive amiiiation of 1-(4-chlorophenyl)-2-pro- 
panone (1) according to  the method of Alexander and 
AIisegades3 failed. High pressure hydrogenation in 
the presence of Raney nickel gave only a small amount 
of 111. 

It seemed to be more advantageous to  employ the 
following scheme. 

I 

CH, I11 

Following this series of reactions would give us an  
opportunity to  evaluate the anorectic effect of a new 
compound (V). At the same time, we could study 
reductive alkylation in the presence of aromatic 
halogen, and perhaps of greater importance, to  de- 
termine whether selective debensylation could take 
place. Using commercially available platinum on 
carbon catalyst, V was obtained in fairly good yield 
without much accompanying side reaction, although 
hydrogenolysis of the chlorine atom can occur with the 
formation of 2-(S-benzylan1ino)-l-phenylpropane (IV) 
(see Experimental). 

There is a recognized danger in the use of palladiuni 
on carbon for the conversion of J7 to  111. It is not 
only the most efficient catalyst for the debenzylation of 
secondary and tertiary amines, but i t  is also the one of 
choice for dehalogenation. However, it was thought 
that dehalogenation could be suppressed by carrying 
out the reduction in the presence of an excess of acide2z4 
Unfortunately, IV was the main product of reaction. 
Other catalysts were not able to  bring about the de- 
sired results (see Table I ) .  Hydrogenation in the 
presence of rhodium on carbon and also platiiium re- 
sulted in the formation of another compound whose 
constitution is unknown and is being investigated 
further. 

Experimental6 

2-Amino-l-(4-chIorophenyl)propane (III).-Reductive aniina- 
tion of 1-(4-chlorophenyl)-2-propanone (I)  n as attempted in 
ethyl alcohol containing excess ammonia and ammonium chlo- 
ride in the presence of prereduced platinum catalyst.3 KO up- 
take of hydrogen took place. 

To a solution of 50.8 g. (0.3 mole) of I in 50 nil. of ethyl alcohol 
was added 10 g. of Raney nickel. The mixture was cooled to 
about -20" and 50 nil. of liquid ammonia was added. After 
warming to room temperature, the reaction mixture was hydro- 
genated under 103.33 kg./cm.2 pressure. Uptake of hydrogen 
appeared to be complete in about 5 hr. After removal of the 
material from the catalyst, the solution and washings were con- 
centrated t o  drynew The residue was treated with 0.3 mole of 
alcoholic hydrogen chloride and evaporated to dryness. The 
residue was treated with anhydrous ether. A solid was obtained. 
I t  was filtered and washed with ether. The hydrochloride salt 
weighed 6.2 g. (105; yield) and melted at 164" (lit.' m.p. 164- 
165"). 

The nonbasic material recovered from the filtrate was not in- 
vestigated except to note that it contained a hydroxyl group as 
seen from its infrared spectrum. 

2-(N-Benzylamino)-l-(4-chlorophenyl)propane (V).-1-(4- 
Chlorophenyl)-2-propanone (42.0 g., 0.5 mole) and 26.8 g. (0.5 
mole) of benzylamine \\-ere dissolved in 150 nil. of absolute 
ethyl alcohol. The solution was hydrogenated in the presence 
of 3.6 g. of 5'3, platinum on carbon6 under 2-3 kg./cm.2 pressure. 
When uptake of hydrogen for 0.25 mole was complete (1  hr.)j the 
solution was filtered from the catalyst and concentrated under 
reduced pressure. The residue \\as fractionated and the portion 
distilling at 159-164" (2.5 mm.), n 2 5 ~  1.5632, was collected; 
yield, 78YC. In other runs the product distilled at 160-163" 
(3.0 mm.) and l i l - l i5 '  (4-5 mni.), n2% 1.5630-1.5632. Vapor 
phase chromatography showed that the distilled material was 
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