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TaBLE I
(|:OOEt
SUBSTITUTED BUTYRALDEHYDES AND DERIVATIVES R—C—CH—CHCHO
R! R? R?
Aldehydes 2,4-Dinitrophenylhydrazones———
Analyses, % — —————————Analyses, f———————
Yield, M, p.orb. p. Carbon Hydrogen M. p, Carbon Hydrogen Nitrogen
R R’ R? R3 % °C. Mm. Caled. Found Caled. Found °C. Calcd. Found Caled. Found Caled. Found
H COOEt H Me 424 76-77% 0.05 .. 91-92 49.73 49.78 5.40 5.52 13.65 14.04
Et COOEt H Me 25 77-80% 0.07 60.45 59.90 8.59 8.76 79-81 52.05 52.05 5.98 6.09 12.78 13.11
CH;CONH COOEt H Me 100° b .. 147¢ 60.46 60.62 7.21 7.50 11.14° 11.48°
CH;CONH CN H Me 58 112-113 55.00 55.42 6.66 6.837 193 48.57 48.80 4.76 4.59 20.00 19.88
H COOEt Me H 12 80-83* |1 57.36 56.96 7.88 7.82 90-91 49.73 49.98 5.40 5.58 13.65 13.83
Et COOEt Me H 38 80-92¢% .6-0.7 ... .. 116 52.05 51.70 5.98 5.94 12.78 12.75
CH:CONH COOEt Me H 73 88-89 54.34 54.07 7.37 7.48’? 150 48.82 48.68 5.39 5.34 14.98 15.23
CH;CONH CN Me H 75 175-177 55.00 55.03 6.66 6.43* 201 48.57 48.85 4.76 4.54 20.00 20.15
¢ Liquid aldehydes, purified by distillation. ? Crude oil not distilled. ° This product was the phenylhydrazone

4 Based on crude product, b, p. = 86-110° (0.2-0.4 mm.).
89-95°. ¢ 9 N; caled. 11.66; found, 11.76.

tonylidene malonic ester proceeded through the
intermediate crotonylidene dimalonic ester I.
However, they reported that the components of the
reaction mixture could not be resolved by frac-
tional distillation. Previously, Farmer and Healy®
had attempted to prepare this crotonylidene di-
malonic ester by the addition of malonic ester to
crotonylidene malonic ester without success.

Experimental

Syntheses of the Aldehydo Compounds.—The aldehydo
compounds in which R = CH;CONH were prepared es-
sentially as described in an earlier publication.? The
aldehydo compounds in which R = Et or H were prepared
according to the general procedure described previously.?
The physical constants and derivatives of these products
are described in Table 1.

Reduction of v-Acetamido-v,y-dicarbethoxy-«-methyl-
butyraldehyde.—The crude aldehydo compound (25 g.)
was dissolved in 100 cc. of absolute ethanol. Raney
nickel (5 g.) was added and the reduction was carried out
at 100° with an initial hydrogen pressure of 1500 pounds.
After the reduction was complete, the catalyst was re-
moved by filtration and the filtrate was concentrated at
reduced pressure to yield a residual oil which resisted
crystallization. The carbinol was characterized as its 3,5-
dinitrobenzoate which melted at 123-124° after crystalliza-
tion from absolute ethanol.

Aﬂ(ll. Calced. fOl' CanstuNa: C, 49.69, H, 521, N,
8.69, Found: C,49.72; H, 5.28; N, 8.66.

(6) Farmer and Healy, J. Chem. Soc., 1063 (1927).
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4,4'-Dibromo-a,«'-dicyanostilbene
By MoSHE WEIZMANN AND SAUL PATAI

Wislicenus and Elvert! state that 4,4’-dibromo-
a,a’-dicyanostilbene can be prepared from »-
bromophenylisonitroacetonitrilesodium and dilute
sulfuric acid at room temperature in almost quan-
titative yield.

We have tried in vain to duplicate these results
using 2.5, 5, 10, 15 and 259, dilute sulfuric acid.
In all cases the crude product was either a reddish
oil or a sticky mass which, after several recrystalli-

(1) Wislicenus and Elvert, Ber., 41, 4126 (1908).

» 07 N; caled, 4.88; found, 4.88.

¢ Based on crude oil. 7 Based on crude product, m. p. =
i 97 N; caled. 11.686; found, 11.91.

zations from benzene, gave yields of 20 to 609%.
We have now obtained reproducible good yields of
this substance by the action of iodine and sodium
ethylate on 4-bromobenzyl cyanide, following the
procedure described by Chalanay and Knoeven-
agel.?

In this way a yield of 38-40 g. (78 to 829,) of a
practically pure, light yellow product, m. p. 212°,
was obtained from 49 g. of the bromobenzyl cya-
nide. Recrystallized from benzene, almost color-
less crystals were obtained, m. p. 214°, showing
no depression of the melting point when mixed
with an authentic sample prepared according to
reference 1.

(2) Chalanay and Knoevenagel, ibid., 26, 285 (1892),
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2,4-Diketo-octahydro-2-pyrido(1,2-a)pyrimidine

A mixture of § g. of 2,4-diketo-3,4-dihydro-2-pyrido-
(1,2-a)pyrimidine! and 0.16 g. of Adams catalyst in 200
ml. of ethanol was shaken at 60° under 38 atm. of hydro-
gen. After three hours the calculated amount of hydrogen
was absorbed. The catalyst and solvent were removed,
and the residue, on crystallization from dioxane-ether,
yielded 3.5 g. (71%) of light yellow crystals, m. p. 170-
173°. A sample prepared for analysis by vacuum sublima-
tion was white and melted at 174.0 to 174.5°,

Anal. Caled. for CsH;:N:0:: C, 57.14;
Found: C, 57.23; H, 7.37.

Although 2,4-diketo-octahydro-2-pyrido(1,2-a)pyrimi-
dine bears a certain formal resemblance to known bar-
biturate drugs, it was found on intraperitoneal adminis-
tration of the compound to mice that the only noticeable
physiological symptom was hypersensitivity to pain.?

H, 7.14.
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(1) Tchichibabin, Ber., 57, 1168 (1924).

(2) The physiological tests were conducted by F. M. Berger, M.D,,
Department of Pediatries, University of Rochester Medical Schools
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