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Evaluation of the hypothemycin cyto-
toxicity SAR identifies the C4'-C8’
region of the macrocyclic lactone as
relatively intolerant of structural modi-
fications. Manipulation of the 4-posi-
tion of the resorcylic acid, however,
provides new opportunities to improve
solubility and pharmacokinetic proper-
ties as this site may be modified with-
out negatively impacting cytotoxicity.
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A fresh take: Several variants of the
Tsuji allylation reactions have been
rendered enantioselective in recent
years. These important developments
have provided valuable methods for
the synthesis of enantioenriched cyclo-
alkanone building blocks. The use of
these asymmetric reactions in total
synthesis has also been reported.

TMS = trimethylsilyl.

Display model. Proteins fused to O°-
alkylguanine alkyltransferase (AGT)
were expressed in vitro and conjugated
to their coding DNA via O%-benzylgua-
nine, a suicide inhibitor of AGT. The
potential of this display system is dem-
onstrated for several proteins in model
selection experiments. Enrichments of
up to 100-fold and DNA recovery
rates of up to 2.4 % are achieved per
round of selection.

Desorption and exchange of CO: The
exchange of a saturated *CO adlayer
by gas-phase '>CO is monitored by

in situ attenuated total reflection infra-
red spectroscopy (ATR-IR) spectro-
scopy and online mass spectrometry
(see figure). First-order exchange and
the dependence of the exchange rate
on the partial pressure of CO indi-
cate CO,y desorption at room tempera-
ture and a desorption-controlled ex-
change mechanism.
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M = cu", '™, Mn", Fe'"!, Co", Ni"!, Zn", Cd", or Mg"

Amorphous coordination polymers,
formed by the linkage of [bis-
(catechol)salen]Mn™ units, function as

his-tagged
rhodopsin-containing
nanoassembly

o,

WA 1. light activation @
R~ 1 2. transducin
\

|

+ GTPyS

MJ*¥*—NC__ Me
S S O

0°

M =Rh, Ir

\
W
\

Performance enhancement: By taking
advantage of the knowledge of the rel-
ative abundance and stereochemistry
of the active metallic intermediates
present in the catalytic system (see
scheme), a moderate enantioselectivity
can be improved to achieve an excel-
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recyclable heterogeneous asymmetric
epoxidation catalysts.

Delicate probing: When nanodisc as-
semblies are used to present mem-
brane proteins on a biochip surface, in-
teractions of these proteins can be
studied by mass spectrometry. The
method is illustrated with the protein
rhodopsin, which is immobilized to a
self-assembled monolayer by way of a
his-tagged membrane scaffold protein.
Upon activation of rhodopsin with
light, the protein complex transducin
binds and can be detected using
SAMDI mass spectrometry.

lent level of selection. In addition,
such studies provide explanations for
unexpected trends, the relationship be-
tween the configuration at the metal to
the stereochemical outcome, and the
efficient reutilization of the catalyst.

On these pages, we feature a selec-
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