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Forming a formation : Phosphaform-
ACHTUNGTRENNUNGamidines and -formamidinates can be
readily prepared by reaction of N-arylfor-
mimidates with lithium phosphanides.
These compounds were previously inac-
cessible by methods for the preparation
of phosphaamidines and
-amidinates. They have the potential to
be precursors of P,N-heterocyclic car-
benes, which are as yet unknown.
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Chemical chaperones. Single point muta-
tions in the ligand-binding pocket of the
FK506-rapamycin binding (FRB) protein
were found to severely damage its fold-
ing and stability. However, addition of a
chemical ligand, rapamycin, stabilized
the mutants and protected them from
degradation in cells or thermal denatura-
tion in vitro.
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Higher excited states : A singlet–singlet
annihilation mechanism was found to
promote one chromophore into a higher
excited state, thus allowing observation
of an ultrashort-living intermediate
charge-transfer (CT) state in the Sn–S1

deactivation pathway (see picture).
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Predicting and tuning amine basicity is
one of the crucial factors determining
physicochemical properties of leads in
drug-discovery research. We present
simple-to-use rules for pKa prediction
based on extensive database mining and
several case studies from our medicinal
chemistry programs over the last years.
Stereochemical and conformational fac-
tors influencing amine basicity are dis-
cussed, and the emergent computational
approaches to pKa predictions are briefly
surveyed.
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Reactions of 1,2,4-Trithiolane,
1,2,5-Trithiepane, 1,2,5-Trithiocane and
1,2,6-Trithionane with
Nonacarbonyldiiron: Structural
Determination and Electrochemical
Investigation
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The syntheses of novel [Fe-only]-hydroge-
nase models starting from 1,2,4-trithio-
lane, 1,2,5-trithiepane, 1,2,5-trithiocane
and 1,2,6-trithionane are described. The
products were characterised by spectro-
scopic methods and X-ray structure anal-
yses. The electrochemical behaviour of
one representative complex is described
in detail.
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An efficient secondary amine catalyst/
acid co-catalyst combination has been
identified, allowing the preparation of a-
substituted acroleins and a,b-unsatu-
rated aldehydes in a matter of minutes.
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High nuclearity, but low oxidation states :
A family of high-nuclearity vanadiumACHTUNGTRENNUNG(III/
IV/V) clusters (an example of which is
shown here; green: ACHTUNGTRENNUNGvanadium; red:
oxygen; grey: carbon) are reported, anal-
ogous to the polyoxo ACHTUNGTRENNUNG(alkoxo)vanadates
but in uniquely low oxidation states.
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