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Resolution of a Sterically Hin-
dered Stilbene Derivative, 4-Amino-
3-bromo-a’-chloro-«, 2', 4, 6'-tetra-
methylstilbene
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The author and Y. Urushibara® deduced the

non-planar structures of «, a’-disubstituted
stilbene derivatives from their ultraviolet
absorption. IE one of the rings is sterically
hindered from rotating over the central sub-
stituted vinylene group and substituted un-
symmetrically, then the stilbene derivative is
expected to exisi in optical enantiomorphs.
. The author synthesized 4-amino-3'-bromo-
a'-chloro-a, 2/, 4, 6’-tetramethylstilbene, 4-
H,NC¢H ,CMe = CCIC;HBrMe;-3/, 2' ,4',6', and
resolved it by means of d-camphorsulionic
acid. The benzoyl derivative of the resolved
smine showed m. p. 159—160° and [@]%
+56.1°. The enantiomorph was not isolated.
This is the first example of an optically active
stilbene derivative containing no asymmetric
carbon atom.

Experimental Part

4-Nitrobenzyl 8'-bromo-2', 4! 6'-trimethylphe-
nyl ketone (1) +—4-0,NCeH,CHCOCgH BrMe,-3',
2',4',6'. Powdered anhydrous aluminum chloride
(15g) was added gradually to a boiling solution
of bromomesitylene® (20g,) and p-nitrophenyl-
-acetyl chloride® 20g.) in carbon bisulfide (150
cc.), and the mixture was heated for 80 minutes,
and treated with ice and hydrochloric acid. After
standing overnight the solid was recrystallized
from alcohol with use of active charcoal. Nearly
«colorless needles melting at 121.5—123° (yield 15
g). Found: N, 3.95. Calculated for Cy7H,c0,NBr:
XN, 8.879%.
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@-(4-Nitrophenylhethyl 8'-bromo-2', ', ¢'-tri-
methylphenyl ketone (11).—4-0,NC H,CHMeCO
CgHBrMe,-3',27, 47 6’. 1 (10g.) and a solution of
metallic sodium (0.7g.) in absolute aleohol (20
cc.) were heated to a homogeneous solution, then
with addition of methyl iodide (4.3 g.) to neutral
reaction, and poured into water (100 ce.). Aleohol
was evaporated under diminished pressure and
the remainder was shaken with ether. The ether
solution was washed with aqueous sodium thio-
sulfate, dried, and evaporated. The residue soli-
dified and was recrystallized from alcohol-zcetone,
Pale yellow leaflets melting at 125—-126° (yield 8
g). Found: N, 8.72.. Calculated for C;yH4O,NBr:
N, 3.729%.

4 - Nitro - 3'-bromo-a'-chloro-«,2', 4', ' -tetra-
methylstilbene (111),—4-0,NC¢H,CMe = CC1C¢H Br
Me,-3',2",4',6'. II (12g) was dissolved in phos-
phorus oxychloride (60ce.), phosphorus pentachlo-
ride (30g) was added, and the mixture was
heated on a waterbath for 2 hours. The cooled
reaction mixture was treated with ice water and the
formed viscous substance was recrystallized from
alcohol-acetone, (The mother liquor gave a hardly
golidifiable mass, presumably the cis-isomeride,)
One more recrystallization from acetone gave pale
yellow prisms melting at Y2—938° (yield 6g.).
Found: N, 3.59. Calculated for CH,;0:NC1Br:
N, 3.55%.

4-Amino-3'-bromo-e’'-chloro-«,2',4', ¢ -tetra-
methylstilbene (1V),.—4-H,NCgH,CMe = CCIC{HBr
Me,-3",2',4',6'. III (7g) was heated with tin (10
g.) and alcohol (50 cec.) on a waterbath, concen-
trated hydrochloric acid (10ce.) diluted with
alcohol (10ce.) was added gradually, and the
mixture was heated until no violet coloration
occurred on adding cne drop to alcoholic potash.
Alcohol was evaporated under reduced pressure,
the residue was decomposed with 5% aqueous
caustic soda, and the separated oil was collected.
The amine, being uncrystallizable, was benzoy-
lated for characterization. Colorless fine crystals
melting at 159—160°, Found: N, 3.11. Calculated
for Co;He,ONCIBr: N, 2.99%.

Dextro-rotatory Benzoyl Derivative from the
Amine (LV).—A solution prepared by dissolving
the free amine (IV) (3g.) in an aqueous acetone
solution of d-camphorsulfonic acid (5g.) gave an
oily deposit on cooling which solidified in a time.
Recrystallization from water-acetone containing
a small amount of d-camphorsulfonic acid to a
constant melting point or rotation (three recrys-
tallizations usually) gave colorless plates melting
at 140°, Found: N, 2.42, Calculated for
CygH40,8NC1Br: N, 2.385%. [al$-+4272.8°(0.0247
g. in 6cec. alcoholic solution, efy+1.14°).

The recrystallized d-camphorsulfonate was de-
composed with 1095 aqueous caustic soda. The
uncrystallizable free amine was benzoylated with
benzoyl chloride and pyridine, and the product
was recrystallized from benzene-petroleum ether.
Colorless fine crystals melting at 159—160°.
Found: N, 2.96, Calculated for CyHg,ONCIBr:
N, 2.99%. &% of 0.0627g. of the substance in
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4cc. alcoholic solution was found 4-0.88°. [a)if
+-56.1°.
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