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NOVEL CHEMISTRY OF TRIFLUOROMETHYLENIMINE
Shi-ching Chang* and Darryl D. DesMarteau

Department of Chemistry, Kansas State University, Manhattan, KS 66506 (U.S.A.)

The reaction chemistry of CF»=NF has been examined and a variety of novel N-fluoro
compounds were found. +

Reaction with AsFg in HF yields an ammonium salt, CF3NFH2 AsFg~. The salt is a
solid with a dissociation pressure of 7 torr at 220C.

Electrophilic reagents(X0SOgF, X=Br,C1,0S02F) add across the carbon-nitrogen double
bond to form the corresponding N-halo-N-fluoroamines.

Reactions with metal fluorides (KF or CsF) at ambient temperature generated the per-
fluoromethanamine ion, CF3NF~, This ion undergoes nucleophilic substitution reactions
with CF2NF, RfCOF (Rf = F,CF3, C2F5) and it is oxidized by halogens to CF3NXF (X=Br,C1).

Higher molecular weight polymers of CF2NF can be generated by reaction with strong
acids. With SbFg, an air-sensitive polymer film is formed in a glass reactor. With
CF3S03H, a water-resistant viscous liquid is formed. Preliminarv evidence indicates a
structure —(CFoNF)f.

Reaction of CF3NBrF with olefins (CFp=CFp, CFp=CFC1, CF2=CBrp, CFp=CHp and CHz=CH2)
at elevated temperature cleaves the N-Br bond and results in addition to the olefin.

The reaction mechanism is believed to be free radical and only a single reaioisomer is
observed with the unsymmetrical olefins.
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CONFIGURATIONAL ASSIGNMENT OF SEVERAL $-FLUORO-a-AMINO-ACIDS
USING F NMR SPECTROSCOPY THROUGH COMPLEXATION BY 18-CROWN-6
ETHER

S. Hamman, M. C. Salon and C. Beguin*

Laboratoire de Cinétique et Dynamique Moléculaires, Université de Grenoble I, CERMO,
BP 53X, F 38041 Grenoble (France)

Eleven g-fluoro-g-aminoacids or esters(RCHFCH(NH)ZCOOH with R=CHj, CgHs5 and COOH) were
synthetised by dehydrofluoration of the corresponding f-hydroxy-a-amino acids or esters
using sulfur tetrafluoride (J. Kollonitsh) or diazotation of diamino-dicarboxylic acid

in liquid hydrogen fluoride (K. Matsumoto).

The erythro or threo configurational assigments is made using effect of complexation of
the ammonium group by 18-crown-6 ether on !9F NMR parameters. For the erythro configura-
tions, the 3JHF coupling constant increases and a high field 19F chemical shift is
generally observed ; these phenomena are accompanied by a decrease of the 3JHH and BJCF
coupling constants. The opposite effects are observed for the threo configurations. These
observations may be explained by a change of relative population of the conformers around
the Cy-Cg bond through complexation of the ammonium group. This complexation impairs the
interactions between ammonium and fluorine groups and concomitant!y the steric hindrance
between ammonium and R (methyl, phenyl or carboxylate) groups is increased.



