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can exist (one which reacts with PBN to give a three-
line species and one which reacts to give a four-line
product), or that peptide structural considerations (i.e.
the stereoelectronic environment about the PBN reac-
tion site) determine the decomposition pathway. The
structural features which influence reactivity towards
PBN could also effect peptide toxicity (accompanying
A

pathways (e.g. reaction 4) could yield terz-butyl-
hydronitroxide (four lines). Rearrangement of phenyl-
peroxides similar to reactions 3—4 have been previously
documented.® Other rearrangements not presented in
Figure 5, including aryl-shift to the nitroxide center,
may be possible. In particular, Janzen et al have pro-
posed a variety of mechanisms by which PBN oxy-

radical adducts pav deromnnse o bhydropirenxide

It is not possible at this point to identify the peptide

species.””
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branched-chain leucine (A residue 34) or isoleucine
residue (A B residues 31 and 32), wherein a tertiary car-
bon-centered radical could be stabilized by hypercon-
jugation and steric protection from adjacent methyl or
ethyl groups. Formation of a putative quasi-stable leu-
cyl radical would require H abstraction, perhaps by
*OH radical inadvertently generated during peptide
synthesis and lyophilization procedures (i.e. before the

peptlde is shlpped to the researcher) Generation of
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may yield important insights into AB peptide reac-
tivity and toxicity. Such studies are currently under
way in our laboratory.

Conclusions

PBN fragments upon reaction with synthetic AB
peptides. The three-line EPR spectrum generated from
PBN reaction w1th AB(25-35) or AB(1-40) probably
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