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The following Communications have been judged by at least two referees to be “very
important papers” and will be published online at www.angewandte.org soon:

C. Costentin, M. Robert, J. Sav�ant, C. Tard
Inserting a Hydrogen Bond Relay between Proton Exchanging
Sites in Proton–Coupled Electron Transfers

Q. Liu, G. Li, J. He, J. Liu, P. Li, A. Lei*
Palladium–Catalyzed Aerobic Oxidation and Carbonylation of
Arylboronate Esters under Mild Conditions

A. C. Filippou,* O. Chernov, K. W. Stumpf, G. Schnakenburg
Metal–Silicon Triple Bonds: The Molybdenum Silylidyne
Complex [Cp(CO)2Mo�SiR]

K. Meister, J. Niesel, U. Schatzschneider,* N. Metzler-Nolte,* D. A.
Schmidt, M. Havenith*
Metal–Carbonyl Complexes as a Method for Label-Free Live-Cell
Imaging by Raman Microspectroscopy

A. Wilbuer, D. H. Vlecken, D. J. Schmitz, K. Kr�ling, K. Harms, C. P.
Bagowski, E. Meggers*
Iridium Complex with Antiangiogenic Properties

A. C. M. Ferreon, C. R. Moran, J. C. Ferreon, A. A. Deniz*
Parkinson's–Related Mutation Alters the a–Synuclein Folding
Landscape

J. M. Slattery,* A. Higelin, T. Bayer, I. Krossing*
A Simple Route to Univalent Gallium Salts of Weakly
Coordinating Anions

R. Rose, S. Erdmann, S. Bovens, A. Wolf, M. Rose, S. Hennig,
H. Waldmann, C. Ottmann*
Identification and Structure of Small-Molecule Stabilizers of

14-3-3 Protein–Protein Interactions

A. Schlossbauer, S. Warncke, P. E. Gramlich, J. Kecht, A. Manetto,
T. Carell, T. Bein*
A Programmable DNA-Based Molecular Valve for Colloidal
Mesoporous Silica

The marine alkaloid palau’amine has been
prepared for the first time in totally
synthetic form by a series of cascade and
one-pot transformations. These reactions
exploit the inherent reactivity of functional
groups and deliver interesting solutions
to daunting synthetic challenges.
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Sensational findings : The fizzy taste sen-
sation we perceive when we consume
carbonated beverages is mediated by
carbonic anhydrase IV, an enzyme cata-
lyzing the conversion of carbon dioxide to
hydrogen carbonate and free protons. The
picture shows the enzyme (green) linked
to a membrane through a glycosylphos-
phatidylinositol tail (yellow). The zinc ion
of the active site is represented by a white
sphere.

Versatile but underutilized : Transition-
metal-catalyzed cross-coupling reactions
have revolutionized the synthesis of
complex organic molecules. Recent
advances in organosilicon chemistry have
significantly expanded the utility of these
coupling partners. This Minireview pres-
ents case studies wherein silicon-based
cross-coupling reactions play a strategic
role in the total synthesis of selected
natural products (see scheme;
TG = transferable group).

Cues from nature : The coiled-coil motif is
a simple molecular building block ubiq-
uitous in nature that has an impressive
range of functions, with roles in protein
binding, the formation of structural edifi-

ces, and dynamic processes. These func-
tions inspire research in synthetic biology,
in which the coiled-coil motif is utilized in
functional units, assemblies, and sys-
tems.
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T. S. van Erp,* T. P. Caremans,
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J. A. Martens 3010 – 3013
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C. X. Guo, H. B. Yang, Z. M. Sheng,
Z. S. Lu, Q. L. Song,
C. M. Li* 3014 – 3017
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It’s a knockout! When the surface of gold
electrodes is treated with hydroxyl radi-
cals, the electron-transfer rates ks of
electrochemical reactions involving radi-
cal intermediates are drastically reduced

(see picture). This observation can be
explained by the selective knockout of
gold active sites associated with partially
filled d orbitals.

Minority excluded : If mixtures of chiral
compounds are adsorbed in Al-substi-
tuted MFI zeolite containing nonframe-
work cations, a process occurs that ulti-
mately might be used for enantiosepara-
tion. If one enantiomer is present in
excess it will organize the nearby cations,
which in turn influence all other cations
through long-range interaction, such that
all adsorption sites become effectively
chiral. This suppresses the minority
enantiomer.

Layering in the sun : Layered graphene and
quantum dot (QD) films can be fabricated
simply on transparent conducting indium
tin oxide (ITO) substrates from aqueous
solutions. The structure and favorable
work function of graphene make it effec-
tive for the collection and transfer of
photogenerated charges to the electrode,
resulting in a high-performance photo-
voltaic device (see picture; IPCE = inci-
dent photon-to-charge-carrier conversion
efficiency, SWNT = single-walled carbon
nanotube).

Naturally born nanowires : The spontane-
ous self-assembly of the bacterial cytos-
keletal protein FtsZ was used to position
metal nanoparticles in an orderly fashion
to fabricate a metal nanowire (see
scheme). The genetic fusion of each

monomer with an appropriate short pro-
tein motif enables the specific binding not
only of nanoparticles, but also of other
inorganic particles and biological mole-
cules.
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K. Suzuki* 3026 – 3029
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benzenes): Synthesis and
Characterization

Molecular Motion

K. Okuro, K. Kinbara,* K. Takeda, Y. Inoue,
A. Ishijima, T. Aida* 3030 – 3033
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the ATP-Driven Sliding Motion of
Actomyosin
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Si’l vous plait? A facile and general
method has been developed to encapsu-
late polyhistidine-tagged proteins in silica
nanoparticles (NPs; gray, see picture)
using calcium ions (yellow). The
enhanced green fluorescence protein
(EGFP) encapsulated in the silica NPs
shows a substantial increase in fluores-
cence intensity and stability against
denaturants, protease, and heat.

You rang m’lord? Thermally induced suc-
cessive ring openings of tris(alkoxytricy-
clobutabenzene) to hexaradialene are de-
scribed. The isomerization reaction was
highly stereoselective to afford a stereo-

defined hexaradialene 1, given that the
hydroxy groups on the four-membered
rings were protected by bulky substitu-
ents.

A sticky end : A heterotropic conjugate of
actin and myosin–actomysin–is stabilized
by a water-soluble dendritic “molecular
glue” bearing nine pendant guanidinium
ions (see picture; ATP =

adenosine triphosphate, ADP = adeno-
sine diphosphate). The ATP-driven sliding
motion of actin filaments on a myosin-
functionalized coverslip is decelerated or
totally arrested with a higher-generation
dendrimer, but not with a lower-genera-
tion one.

Selective pores : Microporous dipeptide
crystals can be used as single-crystal
membranes. In permeation experiments
with N2, O2, and Ar, the main components
of air, the crystals show high permeabil-
ities and excellent selectivities (see pic-
ture). l-Alanyl-l-alanine crystals exhibit
extremely high O2/N2 selectivities.
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Be dazzled by the sequence : The first
efficient and general one-pot method for
the reductive bisalkylation of lactams/
amides with Grignard and organolithium
reagents has been developed (see
scheme; DTBMP = 2,6-di-tert-butyl-4-
methylpyridine, Tf = trifluoromethanesul-
fonyl).

Short and sweet : The highly potent anti-
proliferative marine macrolide (þ)-neo-
peltolide has been synthesized based on
the strategic application of olefin meta-
thesis reactions. The total synthesis pro-
ceeded in only 13 steps from commer-
cially available starting materials, and
represents the shortest synthesis of
(þ)-neopeltolide reported to date.

Applied knowledge : A new thiolate-cata-
lyzed Tishchenko reaction inspired by
biochemical processes features excep-
tionally good control over the catalyst’s
steric/electronic properties. The isolation
of reaction intermediates provided valua-

ble insights into the reaction mechanism,
which in turn has allowed the develop-
ment of the first cross-Tishchenko cou-
pling reactions between aldehydes and
activated ketones (see example).

Unrivaled : A 1-adamantyl thioglycoside
derivative of the nonulosonic acid KDN,
carrying a 4,5-O-carbonate protecting
group, is a highly efficient and a-selective
KDN donor when activated using N-

iodosuccinimide (NIS) and trifluorome-
thanesulfonic acid (TfOH). Glycosylations
conducted with this protecting group do
not suffer from competing glycal forma-
tion.
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X. L. Hu* 3061 – 3064
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X. Ning, R. P. Temming, J. Dommerholt,
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“Soft” ionization : EESI deposits charges
on native proteins, which are separated
from any high electric field. In this way
native proteins can be characterized by
mass spectrometry even from raw bio-
logical samples without significant con-
formational changes or reduction in
activity. EESI-MS is a sensitive tool for the
high-throughput analysis of trace levels of
proteins under the native conditions.

There’s more behind these masks : Masks
composed of Au nanohole-array films on a
poly(dimethylsiloxane) (PDMS) slab were
used to create high-density molecular
patterns. Nanohole films of different
thicknesses produced either edge pat-
terns or 1:1 patterns (see examples; scale
bars: 2 mm). Hierarchical patterns were
created with a single nanostencil mask by
using a patterned PDMS slab or by
combining nanostencil printing with
microcontact printing.

Too selective : A general and straightfor-
ward protocol for the cross-coupling of
non-activated alkyl halides with heterocy-
clic C�H bonds has been developed. The
transformation is chemo- and regioselec-
tive and many functional groups on both

coupling partners are tolerated. The
method employs cheap nickel/copper
catalysts, and expands significantly the
scope of C�H functionalization (see
scheme).

Quicker and slicker : An efficient metal-
free 1,3-dipolar cycloaddition of dibenzo-
cyclooctynes with nitrones proceeded with
rate constants of up to 39 m

�1 s�1, or up to

300 times faster than similar reactions
with azides. This strategy is useful for the
site-specific N-terminal modification of
peptides and proteins (see scheme).
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Tetrahydropyran Synthesis through
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H. Luftmann, A. Studer* 3073 – 3076
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Cisplatin

T. Reißner, S. Schneider, S. Schorr,
T. Carell* 3077 – 3080
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Supporting information is available on www.angewandte.org
(see article for access details).

A video clip is available as Supporting Information
on www.angewandte.org (see article for access details).
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Simple as pyran : Vinylsilane-substituted
tetrahydropyrans, readily accessed
through the oxidative C�H bond func-
tionalization of silylallylic or propargylic
ethers (see scheme; DDQ= 2,3-dichloro-
5,6-dicyano-1,4-benzoquinone), are versa-
tile substrates for a wide range of func-
tional group interconversions and stereo-
controlled additions. These processes
have applications in convergent target- or
diversity-oriented synthesis strategies.

Boron can do it! Readily prepared cate-
cholboron enolates act as regulators in
the controlled radical polymerization of
alkyl and aryl vinyl ketones. Control is
achieved by an unprecedented reversible

radical boron group transfer (BGT)
between enoyl radicals (see scheme).
Polymers with Mn % 14000 g mol�1 and a
polydispersity index of 1.3 can be obtained
by this process.

Flipped out : The cisplatin–(1,3-GTG)
adduct, a strongly cytotoxic DNA lesion
generated by the action of cisplatin ther-
apeutics, is partially bypassed by Y-family
DNA polymerase h. Crystal structure data
on this DNA–protein complex explain the
partial-bypass process. The central dT unit
of the lesion is turned out and blocks the
movement of the enzyme along the DNA
duplex.

Short peptide sequences are identified as
hot regions of the cross-interaction inter-
face of the Alzheimer’s disease b-amyloid
peptide (Ab) with the type 2 diabetes islet
amyloid polypeptide (IAPP). They are
shown to be high-affinity ligands of both
Ab and IAPP, thus suggesting common
molecular recognition features in amyloid
self- and cross-amyloid hetero-assembly.
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