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Olefina inorganica:
Primer compost SI=Sn

Akira Sekiguchi and coworkersreport theisolation of thefirst silastannene, a compound
withaSi=Snbond[J. Am. Chem. Soc., 124, 14822 (2002)].

The silastannene (shown, hydrogens omitted) was prepared by coupling big| di-tert-butyl
(methyl)silyl]dilithiosilane with dichlorobis(2,4,6-triisopropylphenyl)stannane. The
crystal structure revealsa Si=Sn bond lenght of 2.42 A, much longer than C=C bonds and
Intermediate between Si=S and Sn=5Sn bond |enghts.

The S=Sn bond is hightly reactive, forming addition products with phenol or
benzenethiol at roomtemperature.

Raigs X I mecanismes en catalisi homogenia
A new data analysis procedure for extended X-ray absorption fine structure (EXAFS)

spectroscopy makes the method more amenable to liquid-phase compounds. The
technique has been used to uncover structure-selectivity relations in homogeneous

palladium catalysts [M. Tromp, D.C. Koningsberg and coworkers; J. Am. Chem. Soc.,
124, 14814 (2002)].

Discovering relationships between a catalyst's structure and its catalytic performance

requires analyzing the material in its active phase. But that can be tough to do because of
experimental limitations. To gain insight into the basis for product selectivity, the team

studied palladium compounds used to catalyze allylic substitution reactions. Unlike the
crystalline structure of the dppe complex, in solution the unsubstituted allyl carbon bends

away from Pd, leaving that carbon atom electronically activated and accessible to
nucleophilicattack.

The structure of a ligand-Pd-allyl complex in solution (left) differs from the crystalline form (right)
and offers clues about the catalyst’s selectivity (Pd=pink, P=blue, C=red, white, yellow)

Mn(V) estabilitzat per lligands porfirinics

Using a novel porphyrinoid ligand, chemists at Johns Hopkins University have
synthesized an oxomanganese(V) porphyrinoid complex stable enough to be isolated at
room temperature [D.P. Goldberg and coworkers; J. Am. Chem. Soc.,124, 15170 (2002)].
Similar high-valent metal-oxo species are thought to be important intermediatesin heme-
protein-catalyzed reactions and organic synthetic transformations, but so far it's been
tough to pin down their existence. The spectroscopic signatures provided by the team's
remarkably stable Mn(V)-oxo corrolazine complex will aid identification of similar
speciesinbiological systems.

The team attributes the complex's exceptional stability to itsunique corrolazineligand, a
hybrid of atetraazaporphyrinand acorrolering.
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¢ Conditions: (d) 10 equiv of Mn(acac)s, pyridine, 115 °C, 1 h; (b) 1.0
equiv of m-CPBA, CH;,Cl,, room temperature, 1 min.

Scheme 14

Noves aplicacions dels liquids ionics:
|- Electrolits en bateries solars

A gel consisting of a room-temperature ionic liquid and a stable polymer serves as an
electrolyte in a high-efficiency dye-sensitized solar cell [S.M. Zakeeruddin, M. Gratzel
and coworkers, Chem. Commun., 2002, 2972].

Thenew gel ismechanically stableand flexible. It offersthe benefitsof ionicliquids, such
asnegligiblevapor pressure, nonflammability, and highionic conductivity.

The céll, which has a light-to-energy conversion efficiency of 5.3%, consists of a solid
thin film of the electrolyte sandwiched between a counterel ectrode and a nanocrystalline
TiO, electrode coated with a light-harvesting dye. The eectrolyte contains an iodide/
tritodide redox couple, which allows electrical charge to be transported between the
electrodes. The polymer is poly(vinylidenefluoride-co-hexafluoropropylene). Theionic
liquid, 1-methyl-3-propylimidazoliumiodide, Isused asasourceof iodideions.

II- Solvents en Quimica de la Coordinacio

The discovery that room-temperature ionic liquids can be used as solvents to prepare
extended networks of coordination complexes could lead to another potentially useful
application of these materials.

Using athermally stable and poorly coordinating ionic liquid as a solvent, acrystalline
copper-containing complex with atwo-dimensional wavelike structure that resembles a
brick wall has been synthesized [J. Li, S. Wherland and coworkers, Chem. Commun.,
2002, 2872].

lonic liquids have anumber of advantages over organic solvents, including high thermal
stability, low volatility, and the ability to be tailored to meet specific synthetic needs. In
addition, the special nature of theionic liquid leadsto different structures compared with
those obtained by other routes.

Breus

« FacingquantaanysqueWatsoni Crick van proposar |’ estructuraen doblehelix
del’ADN [Nature, 171, 737 (1953)].

« LaQuimicaQuanticapermet estudiar lespropietatsi reactivitat delselements
superpesants; aixi s’ han comparat lespropietatsdel OsO, i1 el HsO,. [J. Chem.
Phys. 117, 10441 (2002)].

« Deles50 industries quimiques meés importants del mon 23 son europees. 5

alemanyes, 5 britaniques, 4 franceses, 3 suisses, 2 holandeses, 1 noruega, 1
belga, 1italianal 1 danesa.

o LarevistaChemistry & Engineering News ha publicat el “Resum del’ Any”
de laquimica el 2002 [16 de desembre de 2002, p. 35]. Molts dels resultats
sel eccionatshavien estat japublicatsaNoticies|norganiques.

L’ element nUmero 8, oxigen, va ser descobert per Joseph Priestley | Carl W.
Scheel e, independentment, I’ any 1774. El seu nom provedel grec oxy genes, que
significa‘formador d’ acids .



