Perfluoroalkyl Anion Fragmentation Pathways
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In an attempt to explain these double signals, a mechanism involving rapid fluorine migration along the

perfluoroalkyl chain prior to fragmentation was proposed.

FR FR FR FFR F
F\C/F F/\c Vi F/\c J F\c /\; <0z /\c/ /\c/ \céw /\c{
NI N A . — NN SN S
A OAT AT RORTRY
F FFF FF FFFFFF
m/z 417 m/z 372
Ir
R N/ ] VAV EAVAY;
/C\c/c\/c + CFa=CFCF3 === F/c\/c/c\c'?,ﬁcg/ﬁxF
/\ \ \ /N I
F FE F F F FFF F
m/z 219 Iy
R F R F
NN L e NSNS TN/
0 R i e e e
A ACOANTA
F/ F169 F FFF FF
m/z
I
R F R F F F R F
v aragngy — Y
/\ /\ [ /\
F F FF F FF
m/z 119 "
) R T RSR/S
CF3 + CF2=CFCF2$‘F2(’I‘F2$“F3 — F/C\ /-C\C/S‘\E/S‘\F
m/z 69 AANTA

I

F\ /F F\ /F F\ /F F\ /F
F/c\-/c\c/i\g/E\F
| /N /\
F F F F F

I

F\ F RS NSRS
e O SN

/\ /N /N
F FFFFF

THE SCIENCE BEHIND WELLINGTON LABORATORIES

It is well known that, under LC/ESI-MS/MS conditions, the
primary fragmentation of perfluorocarboxylates ([RfCO,]") is
loss of CO, to give a perfluoroalkyl anion (Rf). It has also
been generally accepted that subsequent fragmentation

. (secondary, tertiary, etc.) of R¢ involves cleavage of the
C,F,, segments through loss of carbene (:CF,) or
tetrafluoroethylene (C,F,) units. However, our observation
of double signals resulting from secondary fragmentation of
the perfluoroalkyl anion of 13C4-PFOA resulted in a
re-evaluation of the accepted fragmentation pathways.
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