JACS

OURNAL OF THE AMERICAN CHEMICAL SOCIETY

Subscriber access provided by ISTANBUL TEKNIK UNIV

Communication

Mechanistic Studies on the Reductive Cyclooligomerisation
of CO by U(Ill) Mixed Sandwich Complexes; the Molecular
Structure of [(U#-CH{SiPr-1,4})(#-Cp*)](u-#:#-CO)
Alistair S. Frey, F. Geoffrey N. Cloke, Peter B. Hitchcock,
lain J. Day, Jennifer C. Green, and Georgina Aitken
J. Am. Chem. Soc., 2008, 130 (42), 13816-13817 « DOI: 10.1021/ja8059792 « Publication Date (Web): 26 September 2008
Downloaded from http://pubs.acs.org on February 8, 2009

o £ PR
¢ " 5 N 7
— w @ S :".'I:H ——
RS [
{4 -_ _H)
s oF ¢ cz o2 VR
n w
\ t’f ‘:\ ’
u - g—
J\ -;n. ‘f' - W j—-
—— f —
! | x b

More About This Article

Additional resources and features associated with this article are available within the HTML version:

Supporting Information

Access to high resolution figures

Links to articles and content related to this article

Copyright permission to reproduce figures and/or text from this article

View the Full Text HTML

ACS Publications

High quality. High impact. Journal of the American Chemical Society is published by the American Chemical
Society. 1155 Sixteenth Street N.W., Washington, DC 20036


http://pubs.acs.org/doi/full/10.1021/ja8059792

JIAIC

S

COMMUNICATIONS

Published on Web 09/26/2008

Mechanistic Studies on the Reductive Cyclooligomerisation of CO by U(lll)
Mixed Sandwich Complexes; the Molecular Structure of
[(U(n-CsHe{Si'Prs-1,4}2)(n-Cp*)]o(u-11":n'-C205)

Alistair S. Frey,™ F. Geoffrey N. Cloke,*T Peter B. Hitchcock, lain J. Day,’ Jennifer C. Green,** and
Georgina Aitken*

The Department of Chemistry and Biochemistry, School of Life Sciences, University of Sussex, Brighton BN1 9QJ,
U.K., and The Inorganic Chemistry Laboratory, South Parks Road, Oxford OX1 30QR, U.K.

Received July 30, 2008; E-mail: f.g.cloke @ sussex.ac.uk

We have recently reported the reductive cyclooligomerization
of CO by the U(III) mixed-sandwich complexes [U(57-CgHe{ Si’Pr3-
1,4}2)(-Cp®)(THF)] (Cp® = Cp* or CsMeyH)."? The resultant
deltate and squarate complexes, [(U(57-CgHe{Si'Prs-1,4},)(37-Cp*)]»-
(u-n":m>-C503) and [(U(n-CsHe{Si'Prs-1,4},)(57-CsMesH)a(u-n>:
172-C4O4), are derivatives of the first two cyclic members of the
oxocarbon dianions.> A potential mechanism for the U(III)-induced
formation of the latter is shown in Scheme 1.

Initial formation of a U(III) monocarbonyl complex is followed
by the generation of an equilibrium concentration of an isocarbonyl,*
which then dimerizes to form the linear ynediolate complex (the
first member of the oxocarbon series, alkali metal salts of which
have been synthesized from CO and alkali metal solutions in liquid
ammonia’). The electron rich triple bond in the ynediolate complex
then adds further CO to form either the deltate or the squarate
complex, possibly dictated by the level of steric congestion around
the uranium centers, although, given their relative remoteness from
the C=C bond, this explanation seems unlikely and the mechanism
in Scheme 1 thus does not obviously account for the high selectivity
for deltate vs squarate. In this paper we describe studies on the
stoichiometric reaction of CO with [(U(n—CgHG{SiiPr3—1,4}2)(17—
Cp*)], resulting in the formation of a linear diuranium ynediolate
complex which does not react with further CO to give the deltate
derivative. Further spectroscopic and computational studies suggest
a plausible mechanism for the formation of the deltate complex, in
which a “zig-zag” diuranium ynediolate species is the key inter-
mediate.

[U(37-CsHg{Si’Pr3-1,4},)(17-Cp*)] in dg-toluene was treated with
0.9 equiv of '>CO in an NMR tube at —78 °C, followed by thorough
mixing and warm-up to room temperature.® The '*C{'H} NMR
spectrum of the resultant solution revealed the formation of a new
!3C-containing product 1-'3C, characterized by a single resonance
at 0 313 ppm, together with small amounts (ca. 20%) of the deltate
complex [(U(5-CgHg{Si'Pr3-1,4}2)(57-Cp*)]2(u-n" 5> '3C303). Pure
1-3C could be separated from the deltate impurity by fractional
crystallization from diethyl ether, although X-ray quality crystals
of 1-3C could not be obtained from this or indeed other common
solvents. 1-'*C displays a strong molecular ion peak at 1637 amu
in the mass spectrum, with the correct isotopic distribution, for [U(y-
CsHg{Si'Pr3-1,4},)(5-Cp*)]»(**CO),.” The presence of a C—C bond
in the ("*CO), unit in the latter was confirmed by treating [U(%-
CsHg{Si'Pr3-1,4},)(5-Cp*)] with a 50/50 mixture of '*CO/'*CO;
the latter resulted in the '*C{'H} NMR spectrum shown in Figure
1, in which a secondary isotopic shift of 0.18 ppm for the '*CO/
'2CO isotopomers is clearly evident.
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Scheme 1. Discounted Mechanism for Oxocarbon Formation

[Ul = [Un-CeHe{SPra-1,4}2)(n-Cp™)]
Ul
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Eventually, crystals of 1-'*C suitable for X-ray studies were
grown from tert-butylmethyl ether at —50 °C, and the structure is
shown in Figure 2, together with selected bond lengths and angles.®
The structure reveals an essentially linear ynediolate ligand bridging
two [(U(-CgHe{Si'Prs-1,4},)(7-Cp*)] units. The extremely short
C—C distance of 1.177(12) A in the C,0, moiety is consistent with
a triple bond and comparable to that found in NaOCCONa (1.19
+ 0.3 A), as determined by powder X-ray diffraction.” Reductive
coupling of CO to form #*-coordinated ethyne diol has been
reported by Lippard,'® and Wayland has described CO coupling at
rhodium to form a 1,2-ethanedionyl complex,'' but 1 represents
the first organometallic example of CO reductive coupling to form
ethyne diolate.

13C{'H} NMR studies in dg-toluene showed that 1-'*C does not
react with excess '*CO to give [(U(57-CsHe{Si'Prs-1,4},)(37-Cp*)]»-
(u-n":37%-"3C303), even after heating at 60 °C for 3 days, implying
a different mechanism to that suggested in Scheme 1. [U(y-
CsHg{Si'Pr3-1,4},)(n-Cp*)] in dg-toluene was treated with 1 equiv
of 'CO at —78 °C in NMR tube, the solution was rapidly
transferred to a high-integrity solution IR cell in the glovebox, and
an IR spectrum was recorded immediately at room temperature.
The latter exhibited a strong absorption at 1920 cm ™', in the range
1880—1976 cm™' associated with previously reported U(III)
monocarbonyls;'? this band shifts to 1882 cm™' for the '*CO
analogue, within 4 cm ! of the theoretical value (1878 cm™1),!?
so we conclude that the initial step in the formation of 1 is the
generation of [U(5-CsHe{Si'Pr3-1,4},)(-Cp*)(CO)]. The CO ab-
sorption associated with the latter decayed quite rapidly (ca. 15
min) at room temperature, although examination of the IR spectra
revealed no obvious, assignable product(s). This is a significantly
shorter time scale than that associated with the appearance of 1
(hours by NMR) under the same conditions, suggesting the existence
of a relatively long-lived intermediate. To gain further insight into
the mechanism of formation of 1, a DFT computational study was
carried out.

For computational expediency, all ring substituents were replaced
by hydrogen atoms. Geometry optimizations, transition state
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Figure 1. Secondary isotopic shift; A0 = 0.18 ppm, 18 Hz.
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Figure 2. X-ray structure of 1 (isopropyl groups and hydrogens omitted
for clarity, thermal ellipsoids at 50%). Selected bond lengths (A) and angles
(deg): C(1)—C(2) 1.177(12), U(1)—0O(1) 2.124(6), U(2)—0(2) 2.141(6),
O(1)—C(1) 1.302(10), O(2)—C(2) 1.291(10); C(1)—O(1)—U(1) 178.3(7),
C(2)—0(2)—U(2) 175.9(6), C(2)—C(1)—0O(1) 176.3(10), C(1)—C(2)—0(2)
179.0(11).
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Figure 3. Calculated dimensions (/0\) for the UCO units in I-IV.

Table 1. Spin States, Relative Energies, and CO Vibrations for
I-1V, Calculated for CO 2108 cm '@

1 Il [T v
S 3/2 2 2 2
E/KJ mol ™! 0 -30 —47 -5
viem™! 1865 1544 1292 1381

“ Energies from spin-orbit calculations are given in the ESIL.

optimizations and frequency calculations were carried out using
the ADF program suite ADF2007.01.° Four minima were identified
on a possible reaction pathway forming an ynediolate, IV, from a
monomeric carbonyl [U(-Cot)(-Cp)CO], I. The structures of the
(UCO),, units are shown in Figure 3.

The carbonyl I forms a dimer, II, in which the CO oxygens
coordinate to opposing U atoms, and the C—C distance is 2.61 A.
Carbon—carbon bond formation then occurs to form a C,O, unit
with a zig-zag structure, III, in which the C—C distance shortens
to 1.41 A and C—U bonding is retained. The transition state
connecting II to III lies 9 kJ mol™" above II suggesting rapid

formation from the dimer II. The ynediolate, 1, is modeled by IV,
which has dimensions of the central UOCCOU unit close to those
found by X-ray diffraction. The transition state between III and
IV lies 59 kJ mol™' above III consistent with its formation at a
slower rate than the disappearance of I (imaginary modes for the
transition states are given in the ESI). The calculated frequencies
for I-IV (Table 1) indicate that only the monomer would show
an identifiable CO IR band in the region >1800 cm ™.

Structure I has three unpaired electrons. One is confined to a
localized f orbital while the other two have partial f and partial
CO 7% character. Formation of the dimer, II, brings the two CO
carbons into close proximity, aligning the 7* orbitals poised for
C—C bond formation. We propose that III is the relatively long-
lived intermediate which has the potential to react further with CO
to form the deltate and squarate complexes. In the absence of further
reagent, the U—C bonds break, the OCCO unit unfolds, and the
ynediolate, IV, is formed. The gas phase energetics (Table 1) give
IV a higher energy than III suggesting that III should be the stable
product. However the calculations neglect the bulky substitutents
present on all rings, which would be expected to destabilize III
relative to IV. In support of this thesis, the substituents are known
to affect the course of subsequent reaction. Also the more open
coordination sphere of IV may lead to additional stabilization by
solvation.

In conclusion, the role of the actinide in the initial C—C bond
formation is not only to reduce the bound CO but also to act as a
Lewis acid binding an additional CO oxygen, and thus aligning
the two CO groups in a favorable orientation for the C—C bond
forming process.
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