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COVER PICTURE

The cover picture shows the concept of selective
anion separation using metal—organic frameworks.
Functionalization of the coordination polymers
with hydrogen-bonding groups for specific anion
binding and recognition results in highly selective
separations by direct anion exchange or competi-
tive crystallization processes. The diagram in the
lower-left corner depicts a qualitative model for
anion separation selectivity, captured in three
orthogonal concepts: complementarity (strength
and number of anion-binding interactions),
organizational rigidity of the framework, and
softness (or degree of covalency for anion bind-
ing). The solvation-controlled (Hofmeister)
selectivity that is normally observed in anion
separations can be reversed (anti-Hofmeister)
or completely replaced by peak selectivity
(non-Hofmeister) when rigid, structurally con-
strained frameworks having a sufficient num-
ber of complementary anion-binding groups
are employed, or when the anion is bound
with a strong degree of covalency (soft—soft
interactions). The background shows a struc-
turally rigid metal—organic framework func-
tionalized with —COOH anion-binding
groups that exhibit peak selectivity for the
CI(H,0),~ anionic cluster. Details are pre-
sented in the Microreview oyer on p. 1321 ff.
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The application of metal-organic frame-
works (MOFs) to anion separations with
a special emphasis on anion selectivity is
reviewed. Non-Hofmeister selectivity and
shape recognition are observed in structu-
rally constrained MOFs functionalized
with hydrogen-bonding groups.

SHORT COMMUNICATIONS

Magnetic Relaxation
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Magnetostructural comparisons between
{[(Tp*)Fe"(CN); LINi" (DMF),],[OTf],} -
2DMF (1) and the less symmetrical analog,
an S = 3 cyanide-bridged complex,
{[(Tp*)Fe"'(CN); Lo [Ni"(bipy),L,[OTf],} -
2H,0 (2) show that, despite a non-planar
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distorted Ni'! coordination environment in
2, the magnetic properties of 1 and 2 are
similar. This similarity suggests that the
Ni'! centers play a minor role in deter-
mining the magnetization relaxation be-
havior of the clusters.
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By investigating the hierarchical relation-
ship between facially capping ligands (Cp/
Tp/Tm) we can properly appreciate the
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qualities that a sulfur-donor system brings
to the area of chemistry.
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Metal—Scorpionate Ligand Complexes

Keywords: Nitric oxide / Soft scorpiona-
tes / Molybdenum / Tungsten / Molecular
orbital calculations

Chiral tripodal tris(iminocatecholato)
ligands form mononuclear gallium(III) or
titanium(IV) complexes. Electrostatic re-
pulsion within the complex is compensated
by protonation and by adopting an enamin-
one/chinomethine structure.
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A series of metal pyridinehydroxamates all
contain free N-donor atoms that endow
them with the potential for use in the con-
struction of pyridinehydroxamato-bridged
supramolecular assemblies. The crystal
structures of two iron(I1I) tris(pyridinehy-
droxamate) building blocks are found to
have different packing systems.
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C. Mulcahy, K. A. Krot, D. M. Griffith,
K. Yu. Suponitsky, Z. A. Starikova,
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Iron(III) Tris(pyridinehydroxamate)s and
Related Nickel(IT) and Zinc(II) Complexes:
Potential Platforms for the Design of Novel
Heterodimetallic Supramolecular Assem-
blies

Keywords: Iron / Hydroxamic acids / Speci-
ation / Supramolecular chemistry / Crystal
packing

CF3S0,0CF;3 has been synthesised and its
gas-phase structure determined from gas
electron diffraction data. The infrared and
the Raman spectra were obtained, and the
observed bands were assigned. The experi-
mental work was supported by theoretical
calculations. The vibrational data along
with the calculated theoretical force con-
stants were used to define a scaled quan-
tum mechanical force field for the studied
molecule.
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H. E. Robertson, D. W. H. Rankin,
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Gas-Phase Structure and Vibrational
Properties of Trifluoromethyl Trifluoro-
methanesulfonate, CF;SO,0OCF;
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Seven [PYTU)X, [X = CI°, I,
CF;SO;7, BPh, and ClIO,~ (n = 2), and
S,04%>™ and SiF>~ (n = 1)] complexes were
synthesized and their crystal structures de-
termined. DFT calculations show that the
possible limiting conformations have only
moderate energy differences. The four lim-
iting conformations for the [Pt(TU)*"
cation (OOOO, 1000, 1100, I0I0) could
be experimentally realized solely by the use
of the different counterions.

Ditertiary Phosphane Complexes
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N. M. Sanchez-Ballester, M. B. Smith,*
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Mononuclear and Heterodinuclear Metal
Complexes of Nonsymmetric Ditertiary
Phosphanes Derived from R,PCH,OH

Keywords: Late-transition metals / P li-
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modes

The synthesis of two new nonsymmetric di-
tertiary phosphanes and a study of their
coordination chemistry at various late tran-
sition-metal centres are reported. All new
compounds have been characterised by a
combination of techniques including multi-
nuclear NMR spectroscopy and single-
crystal X-ray crystallography.

Thin Films

U. Qureshi, C. Blackman, G. Hyett,
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Tungsten Oxide and Tungsten Oxide-Tita-
nia Thin Films Prepared by Aerosol-
Assisted Deposition — Use of Preformed
Solid Nanoparticles
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Acrosol-assisted deposition of an adhesive
continuous WOj; film was obtained from a
solid nanoparticulate starting material
suspended in toluene.

Pincer Pt"" Complexes
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Luminescent and Electronic Properties of
Stilbenoid NCN-Pincer Pt'' Compounds
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R=NMe,, OMe, SiMe,,
H, I, CN and NO

Tune in! A series of electronically tunable
organometallic stilbenoid pincer platinum
compounds were synthesized by a Horner—
Wadsworth—Emmons reaction. By variation
of the R substituent (see picture) the

donor-acceptor properties of the molecule
can be studied, which also changes the elec-
tronic density at the para situated platinum
centre. By tuning the compounds, fluores-
cent metal complexes can be obtained.
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The macrocyclic [(LMe)Niy>" complex
binds doubly charged EO,>~ ions (E = S,

Cr, Mo, W) more strongly than uninegative
EO,~ species (E = Cl, Re).
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The preparation and structures of diorga-
notin(IV) and diphenyllead(IV) compounds
with pyrimidine-2-thionate ligands are
described. All the complexes synthesised
have a distorted octahedral structure.
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rivatives
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