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Tetsuzo Kate and Masayuki Sato : Studies on Ketene and its
Derivatives, XXI.*' = The Reaction of Diketene
with Nitrous Acid and Alkyl Nltrlte

(Pharmaceulzcal Insfzmte, Tohoku Umvers:ty School of Medzcme*z)

nyuvaldehyde osazone (V) was afforded when diketene was treated with sOdiu_m nitrite
in glada} acetic :acid; ‘followed by the addition of phenylhydrazmé When this reaction was
_ taken place .in EtOH, ethyl 2-hydroxyiminoacetoacetate (1) was. obtained.  On the ‘other
hand, when dlketene was reacted with either- amyl or ethyl nitrite in ether with bubbling HCl-
gas, either amyl 2—hydroxyxmmoacetoacetate (V) or {I) was afforded in a better yield (6095).
When T was :subjected further to the catalytic' reduction with Pd-=C in ethanolic- hydro- -
chloric acid, ethyl 2-amincacetoacetate hydrochloride (VI) was obtained  quantitatively, and -
_ when it was: reduced further catalytically with Pt-C in water, a compound whxch corresponds
to 2—am1no—3—hydroxybutyhc ‘acid (I} was obtained quantitatively.
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0,84 ' L 17 none . room temp. ° 3days ~ none Nt
0,84 - 1.17 . benzene 15 reflux ’ 3hr. none —
L7 2.4 ether 20 reflux - 4hr. N(C2Hs)s =
1.7 2.4 ether = 20 reflux - 3hr. TsOH T —
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leetene &ﬁiﬁ@&@fi}?ﬁ ‘ a) AcOH ORI dxketene 8.4g. (0. lmole) % AcOH: 30 ml. k:mz”hL
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Ethyl 2-aminoacetoacetate hydrochloride (VII-HCD 1-8.04. (O 05 mole) # HCI # R 5g. %%i}%?‘]
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