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Nitrosyliron (II)porphyrins show

H R 2a: R = Me a tendency to exist as penta-
== coordinate species, e.g., the
Me = CHy octaethylporphyrin derivative,
3a: R = CMe, Fe (OEP)NO (la) [1], and the
- porphodimethene derivative

HoR Fe (OEPMe,)NO-(2a) [2] have been

described. The rooflike folding
of the porphodimethene core does
not seem to have a.large effect
on the EPR spectrum [3]; both 1la
and 2a add pyridine (Py)trans to
NO when the toluene solution
contains Py. Replacement of the
methyl groups in 2a by t-butyl groups allows the formation of
3a which does not add Py as its spectrum remains unaltered in
the presence of Py. This is due to direct or indirect sterical
hindrance by the t-butyl groups.

Fe(OEPRz)X; X=NO

TABLE: EPR parameters [3] of various nitrosyl hemes 1-3

(in frozen toluene (a) or Py/toluene (b; 1:9), T = 77R,=Bruker
B-ER 420, X-band; a: hyperfine coupling constant [mT])

14 14
Compound No. g . gyy, 9,5 a( "NO) a( "NPy)
Fe (OEP)NO (a) 2.107 2.061 2.010 1.68
Fe (OEP)NO-Py (b) 2.083 1.980 2.003 2.21 0.68
Fe(OEPMez)NO () 2a 2.091 2,027 2.009 1.61
Fe(OEPMeZ)NO-Py(b) 2b 2.082 1.974 2.005 2.12 0.706

2.091 2.058 2.011 1.65

liw

Fe(OEPButz)NO (a,b) 3
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