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The interaction of antimony (IIl) with
glycolic acid has given a complex am-
monium bis[glycolato(2-)] antimony
(I1I), which has been characterized
using single-crystal X-ray diffraction
methods.
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The reaction of hexaethyldigermane
with allylic halides 1 proceeded re-
gioselectively in the presence of a cata-
lytic amount of Pd,(dba), at tempera-
tures of 120 °C ~ 170 °C giving allylger-
manes 2in 42 ~ 95% yields. The results
indicate that the present reaction pro-
ceeds predominately through the
S\2-type mechanism over an 52’-type
one.
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The Preparation and Crystal Struc-
ture of Ammonium Bis(glycolato)
antimony (III), the First Structurally
Characterised Discrete Monomeric
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mony (III) with a Dianionic a-Hy-
droxy Acid.
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1a: R=H, X=Br; 1b: R=H, X=C; 1¢: R= 1-Ph, X=Br; 1d: R= 1-Ph, X=Cl;
1e: R= 1-Me, X=Br; 1f; R=1-Me, X=Cl; 1g: R=2-Me, X=Cl.
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Reaction of elemental zinc, cadmium,
or mercury with sulfur in liquid am-
monia at room temperature produces
X-ray amorphous metal sulfide MS
(M =Zn, Cd, Hg). Thermolysis of this
material at 250-300°C produced cry-
stalline MS a-ZnS (wurtzite), «-CdS
(greenockite), a-HgS (cinnabar), and
p-HgS (metacinnabar). Products were
characterised by microanalysis, FT-IR
and Raman spectroscopy, SEM/
EDAX, X-ray powder diffraction, mag-
netic moment measurements, and X-
ray photoelectron spectroscopy.

The recently formulated second-order
state-selective quasi-degenerate per-
turbation theory (QDPT2) is compared
with quadratic configuration interac-
tion singles and doubles (QCISD) cal-
culations for the molecules in this
study. The results of calculations us-
ing nondegenerate perturbation the-
ory (MP2) are also reported.

Reaction of either LiPPh, or LiAsMes,
with the diborane(4) compound
(Me,N)BrBBBr(NMe,) affords the com-
pounds (Me,N)(Ph,P)BB(PPh,)(NMe,),
1, and (Me,N)(Mes,As)BB(AsMes,)
(NMe,)-0.5PhMe, 2-0.5PhMe (Mes =
2,4,6-Me,C,H,-). The stereochemical
activity of the phosphorus and arsenic
lone pairs is demonstrated by the ready
formation of the complex cis-[Cr(CO),
(Me,N)(Ph,P)BB(PPh,)(NMe,)]-CiH,
(shown), by treatment of 1 with
[Cr(CO),(2,5-norbornadiene)]. Com-
pounds 1-3 were characterized by X-
ray crystallography, ''B and *'P NMR
spectroscopy, and by IR spectroscopy
in the case of 3.
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We recently reported the neat syn-
thesis of 3-dimensional, 6-functional
cyclophosphazenic cores through a re-
giospecific peraminolysis of N;P,Cl,
by long-chain diamines on suitable
solid supports. Preparation of spherical
dendrimers (up to the eighth genera-
tion) from such cores were achieved.
Molecular modeling shows that the
compactness of these dendrimers is
extremely low, confer-ring to these
huge monomers a noticeable vacuity
for accomodation of host moieties. (A
sexapus core is shown)

Herein we report that the thermolysis
of acetyl-, isopropionyl-, pivaloyl-, and
adamantoyltris(trimethylsilyl)silane
(1-4) in the presence of 2,3-dimethyl-
1,3-butadiene gives both [2 + 4] cyclo-
adducts and ene adducts arising
from the reaction of silenes generated
thermally from 1-4 with butadiene,
while similar reaction of benzoyl-
and mesitoyltris(trimethylsilyl)silane
(5 and 6) affords only [2+ 4] cyclo-
adducts.

The thermolysis of 1-6 with a-
methylstyrene produces adducts de-
rived from the ene reaction of the re-
spective silenes with olefin as a single
isomer. The thermolysis of 1-4 with
styrene, however, affords [2 + 2] cyc-
loadducts composed of a mixture of cis
and trans isomers, while 5 and 6 pro-
duce only [2 + 2] cycloadducts with cis
configuration.
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A series of anhydrous calcium
dithiocarbamates (DTC), and one
Strontium DTC were synthesized.
TGA shows the dialkyldithiocarba-
mates to decompose to the metal
sulfide around 400°C, and the mono-
alkyl derivatives to start decom-
posing around 100°C under inert
atmosphere. Two solvated calcium
DTC complexes, Ca(S,CN(CH,),),
(CHy),NH), and Ca(S,CNH(CH,),
NMe,), (THF),(H,O) and a thiocyanate
by-product were characterized by x-
ray crystallography.

Chalcogen ring interconversion path-
ways have been studied by ab initio
MO-techniques using suitable model
reactions involving sulfur and sele-
nium hydrides. The formation of hy-
pervalent intermediates of types I and
III seem to be energetically compet-
etive alternatives to homolytic bond
scission. The present calculations also
provide an explanation why a sele-
nium-atom transfer is preferable to
a sulfur-atom transfer in the intercon-
version of heterocyclic selenium sul-
fides.

Excellent linear correlations between
1Hg shifts (§) and Hammett substitu-
ent constants a,, or g, were obtained
for all three series of 37 ortho-mercur-
ated ferrocenylimines, (3°~C,H;)Fe
[("-C;H,) (HgCHC(R) =NAr] R=H
(1), CH,(2), C,Hy(3); Ar = substituted
phenyl groups, 1-naphthyl and 2-
naphthyl), as shown in Equations 1, 2,
and 3 for compounds 1, 2, 3, respect-
ively.
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An AICl;-1-ethyl-3-methylimidazolium
chloride (2:1) room temperature melt
is studied using ®C and ¥ Al relaxation
methods. The Dual Spin Probe (DSP)
method is used to calculate an ¥Al
quadrupole coupling constant (y) of
4.86 MHz which is of the same order of
magnitude as values of 8.015 and
11.211MHz obtained from ab initio
gas phase calculations of ALCI; .
Linear relationships occur between
7Al rotational correlation times and
both viscosity (corrected for tempera-
ture) and the reciprocal of equivalent
conductivity.

Poly(diphenylsilylene-co-methylene)
was prepared by the Wurtz condensa-
tion:

xPh,SiCl, + xCH,Br, + 4xNa

— [Ph,SiCH,—], + 4xNaCl/Br
The oligomeric compound was charac-
terized and the poly(carbosilane)-to-
ceramic conversion investigated.

[SiPh,—CH,-],—A—>SiC,

The gaseous, liquid and viscous de-
composition products were identified.

YbL,(thf), reacts with two equiv of
KPPh, in tetrahydrofuran to give
Yb [PPh,}, (thf),, 1 can also be obtained
from the reaction of YbIL(thf), with
KPPh, in tetrahydrofuranin a 1:3 ratio
with half an equiv of Ph,P-PPh, as
a byproduct as well as from
Yb[N (SiMe,),], (thf), and two equiv of
Ph,PH in tetrahydrofuran. 1 can be
converted to Yb [PPh,], (N-Melm),, 2,
(shown) in tetrahydrofuran using four
equiv of the strong donor ligand N-
methylimidazole (N-Melm).
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The isosteric phosphonic acid ana-
logue of tyrosine O-phosphate has
been prepared in good yield via
a three-step sequence. In addition, the
nominally isosteric «-hydroxyphos-
phonic acid analogue of the natural
phosphate has also been prepared us-
ing a direct oxidation of an intermedi-
ate in the aforementioned reaction
sequence.
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