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Abstract: Potassium reduction of iron—
and ruthenium-penta(organo)[60]ful-
lerene complexes, [M(n*-C¢R5)(1’-Cp)]
(1a: M=Fe, R=Ph; 1b: M=Fe, R=
Me; 1¢: M=Ru, R=Ph; 1d: M=Ru,
R=Me; Cp=CsHs) gave mono- and
dianions of these complexes. Treatment
of the dianion 1a with a-bromodiphen-

corannulene -

Introduction

Multifunctionalization of fullerene by the introduction of or-
ganic and inorganic groups is an important subject of chemi-
cal research in several respects.!! For instance, the resulting
multifunctionalized nanosized products can be further inte-
grated to make submicron structures, which can be used in
biological and materials applications.”! Furthermore, selec-
tive multifunctionalization enables selective detraction of
the spherical conjugation system of the fullerene, which pro-
duces new curved m-conjugated systems. The latter possibili-
ty has been demonstrated by us®” and others.’! For exam-
ple, we used nucleophilic multiple addition reactions of or-
ganocopper reagents”) for the synthesis of new hoop- and
bowl-shaped aromatic systems, that is, [10]cyclophena-
cenes!”! (A) and fused corannulenes'*? (B and C;
Scheme 1).

Addition of a nucleophile to fullerene is one method of
achieving multifunctionalization; electrophilic alkylation of
fullerene anion is another.!"3 For instance, fullerene dianion,
Cq’~, reacts with benzyl bromide to give Cg(CH,Ph),.'*
Related bis-additions to organo[60]fullerene derivatives also
give structurally more complex and useful functionalized
fullerenes.’¥) Herein we report the chemical reduction of
metal-pentaphenyl[60]fullerene complexes and utilization of
the resulting dianions in electrophilic addition to obtain
multifunctionalized metal-heptaorgano[60]fullerenes that

[a] Dr. Y. Matsuo, Prof. E. Nakamura

Nakamura Functional Carbon Cluster Project, ERATO

Japan Science and Technology Agency (JST)

Hongo, Bunkyo-ku, Tokyo, 113-0033 (Japan)

Fax: (+81)3-5800-6889

E-mail: nakamura@chem.s.u-tokyo.ac.jp

T. Fujita, Prof. E. Nakamura

Department of Chemistry

The University of Tokyo

Hongo, Bunkyo-ku, Tokyo, 113-0033 (Japan)

Supporting information for this article is available on the WWW
under http://www.chemasianj.org or from the author.

[b

—

Chem. Asian J. 2007, 2, 948 -955

ylmethane gave three different iron-
hepta(organo)[60]fullerenes,
CyPhs(CHPh,),}(n’-Cp)], as a mixture
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of regioisomers. All three compounds
were fully characterized by physical
methods, including X-ray crystallogra-
phy and electrochemical measure-
ments. One of the three compounds
contains a new hoop-shaped condensed
aromatic system.

[Fe{n’-

systems

contain a new hoop-shaped aromatic system. The metal
atom serves as an electrochemical probe for the study of the
electronic structures of the m-electron-conjugated systems in
the fullerene core.

CeoRioHz
Il

Yervese
a6 -

[10]cyclophenacene phenylenedibenzo-fused
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dibenzo-fused
corannulene

Scheme 1. Examples of selective destruction of m-conjugated systems of
[60]fullerene.

Results and Discussion

Chemical Reduction of Penta(organo)[60]fullerene—
Transition-Metal Complexes

The key initial finding in the present study is that we can
achieve potassium reduction of transition-metal-organo[60]-
fullerene complexes without undesirable loss of the metal
atom from the fullerene core. We chose to study the reduc-
tion of buckyferrocene compounds, [Fe(n’-CqRs)(n*-Cp)]
(Cp=CsHs; 1a: R=Ph; 1b: R=Me)," and buckyrutheno-
cenes, [Ru(n*-C¢R5)(n*-Cp)] (1e: R=Ph; 1d: R=Me),"!
because of their established stability."*! Furthermore, their
highly symmetric structures should help us to characterize
the products, which we expected to be a mixture of com-
pounds. According to the reduction potential of the bucky-
metallocenes (1d: E,*"'=-1.43V, E,*?=-2.01V vs. Fc/
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Fc* in THF; Fc=ferrocene), we used potassium metal as a
reducing agent, whose reduction potential is about 3.0 V
versus Fc/Fc* in THE!™

Treatment of 1d with nine equivalents of potassium metal
in THF gave a reddish-black solution after 3 h, which then
turned black-green after another 3 h. UV/Vis/NIR (near-IR)
spectra (Figure 1) indicated the formation of monovalent
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Figure 1. Absorption spectra of polyanions of buckyruthenocene: neutral
compound 1d, monoanion 2d, and dianion 3d.

[K(thf),][Ru(n’-C¢Mes)(n*-Cp)] (2d) during the first three
hours, followed by divalent [K,(thf),][Ru(n’-CgMes)(n>-Cp)]
(3d) in the next three hours (Scheme 2), as judged by com-
parison with the spectra of the mono- and dianions of potas-

K (excess}

THF,20°C
3h

Dark red

Scheme 2. Reduction of buckyruthenocene 1d with potassium.

sium complexes of penta(aryl)[60]fullerenes (aryl=phenyl
and biphenyl).”¥ The absorption maxima of 2d were at 592,
792, 1010, and 1174 nm, and the broad spectrum extended
to the NIR region, which indicates the formation of an

Abstract in Japanese:
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open-shell structure, that is, a radical-anion species. Dianion
3d showed absorption maxima at 544 and 684 nm. Com-
pounds 2d and 3d are air- and moisture-sensitive and were
immediately oxidized back to the neutral compound 1d
upon exposure to air. No NMR signals were observed for
3d, probably due to contamination of the paramagnetic
monoanion 2d. The structural integrity of the original metal
complex was retained in both anions, as judged by the struc-
tures of their derivatives (see below).

Synthesis and Structures of Three
Hepta(organo)[60]fullerene-Metal Complexes

Divalent [K,(thf),][Fe(n>-Cq4Phs)(n’-Cp)] (3a) was trapped
insitu with an excess amount (100equiv) of a-
bromodiphenylmethane to give an orange-black crude prod-
uct.' The use of a large excess of the alkyl halide was es-
sential, as the reaction otherwise afforded fullerene di-
mers.*®! After careful purification with preparative HPLC,
three regioisomers of the iron-heptaorgano[60]fullerene
complex [Fe{n’-CPhs-(CHPh,),}(n’-Cp)] (4a, 5a, and 6a)
were isolated in 35, 7, and 4% yield, respectively
(Scheme 3). The reaction mechanism probably involves elec-
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Scheme 3. Synthesis of three types of heptaadducts.

tron transfer from dianion 3a to the alkyl halide to generate
radical anion 2a and an alkyl radical, followed by radical-
radical coupling to give the anion of the monoalkylated
product [Fe{n’-CgPhs-(CHPh,) }(n’-Cp)]; this process is re-
lated to the mechanism of the dibenzylation of Cg.*® Next,
a substitution reaction with the alkyl halide takes place to
generate 4a, Sa, and 6a. Application of this reaction to
other iron and ruthenium complexes 1b, 1¢, and 1d afford-
ed similarly alkylated products, [Fe{n’-C4Mes(CHPh,),}(1’-
Cp)l (4b), [Rufif-CyPhs-(CHPh),J(n-Cp)] (4¢), and
[Rufn’-CyMes(CHPh,),)(11-Cp)] (4d).

The colors of the solutions of 4a, Sa, and 6a were brown,
pale red, and yellow, respectively. Figure 2 shows the ab-
sorption spectra of 4a, 5a, and 6a. Compound 4a exhibited
an absorption maximum at 385 nm with an extended absorp-
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Figure 2. Absorption spectra of 6.4x 10"°m solutions of 4a, 5a, and 6a in
THF.

tion band toward 600 nm, whereas compound Sa showed an
absorption peak at 436 nm and a broad absorption band at
510 nm. The spectrum of 6a displayed a peak at 376 nm and
an extended absorption band. Thus, the absorption spectra
of 4a and 6a are similar, but that of 5a is different. In the
"H NMR spectra of 4a, 5a, and 6a, singlet signals were ob-
served at 3.15, 3.22, and 2.89 ppm, respectively, due to the
Cp ligand. Compounds 4a and 6a exhibited two singlet sig-
nals for the methine protons in the two diphenylmethyl
groups (4a: 521 and 5.64 ppm; 6a: 3.10 and 4.59 ppm),
whereas the methine signal for 5a appeared as one singlet
signal (5.20 ppm). This indicates that 4a and 6a have C,;
symmetry and 5a has C, symmetry. The ?C NMR data for
4a, 5a, and 6a are also consistent with the assigned symme-
try. The number of carbon signals due to noncoordinating
sp>-hybridized carbon atoms are 48, 25, and 48 for 4a, 5a,
and 6a, respectively.

Unambiguous structure determination of 4a, Sa, and 6a
was achieved by X-ray crystallographic analysis (Figures 3—
5). Single crystals were obtained by slow diffusion of ethanol
in a solution of 4a in CS,, a solution of 5a in p-xylene, and
a solution of 6a in toluene. In the structures of 4a and 5a,
two diphenylmethyl groups are attached in a 1,4 manner to
hexagons that are located next to the bottom pentagon. On

Figure 3. Crystal structure of 4a-(CS,),. a) ORTEP drawing. Ellipsoids
are drawn at the 30 % probability level. CS, molecules found in the unit
cell are omitted for clarity. b) Side view of Corey-Pauling-Koltun (CPK)
model. ¢) Bottom view of CPK model.
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(b)

(c)

Figure 4. Crystal structure of 5a-(p-xylene),s. a) ORTEP drawing. Ellip-
soids are drawn at the 30% probability level. p-Xylene molecules found
in the unit cell are omitted for clarity. b) Side view of CPK model.
¢) Bottom view of CPK model.

Figure 5. Crystal structure of 6a-(toluene),. a) ORTEP drawing. Ellip-
soids are drawn at the 30 % probability level. Toluene molecules found in
the unit cell are omitted for clarity. b) Side view of the CPK model.
c) Another side view of the CPK model.

the other hand, in the structure of 6a, two addends are
placed in a 1,4 manner on one of the hexagons that is dis-
tant from the bottom pentagon. What is characteristic of
these compounds is that the addends are so large that they
define the outer shape of the molecules and physically en-
close the conjugated s system on the fullerene core; this is
an important issue given their application in solid-state elec-
tronic devices.

One may categorize the location of the addends according
to the position in the formation of the first C—C bond. The
radical-coupling reaction of 3a at the carbon atom in the
bottom pentagon afforded 4a, whereas that at the carbon
atom next to the bottom pentagon afforded Sa. When the
radical-coupling reaction took place at a carbon atom dis-
tant from those at the bottom pentagon, 6a formed. Given
the assumption that the spin density resides largely at the
bottom pentagon,®® the predominance of 4a over the other
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two products can be rationalized. The geometry around the
iron metal is similar to that of the parent buckyferrocene
1a. Average Fe—C(fullerene) bond lengths for 4a, 5a, and
6a are in the range 2.069-2.078 A (1a: 2.084 A), whereas
average Fe—C(Cp) bond lengths are in the range 2.046—
2.057 A (1a:2.062 A).

Comparison of n-Electron-Conjugated Systems of Three
Hepta(organo)[60]fullerene-Metal Complexes

Further investigations of the m-electron-conjugated systems
of the three hepta(organo)[60]fullerene-metal complexes
were performed with the aid of quantum-mechanical calcu-
lations. Here we discuss the structures and aromaticity by
the use of model compounds in which the original carbon
addends are replaced by hydrogen atoms, that is, [Fe(n’-
CeoH,)(’-Cp)] (1, 11, and III, corresponding to 4a, 5a, and
6a; Scheme 4). The structures were energy-optimized with

Scheme 4. Aromaticity maps for model compounds of a) 4a, b) 5a, and
c) 6a (gray =aromatic, NICS < —4.0; white =non-aromatic, NICS > —4.0).

density functional theory by using the B3LYP hybrid func-
tional™! with a basis set (denoted 631LAN) that consists of
the LANL2DZ basis set, which includes a double-C valence
basis set with the Hay and Wadt effective core potential
(ECP)™ for Fe and the 6-31G* basis set!™ for C and H.
The calculated structures reasonably reproduced the X-ray
structures of 4a, Sa, and 6a. Average Fe—C(fullerene) bond
lengths for 4a, 5a, and 6a are in the range 2.104-2.108 A
(X-ray: 2.069-2.078 A), whereas average Fe—C(Cp) lengths
are in the range 2.074-2.077 A (X-ray: 2.046-2.057 A).

The nucleus-independent chemical-shift (NICS)®?! calcula-
tions (GIAO-SCF/631LAN//HF/631LAN) performed on
these optimized model structures gave us information about
the aromaticity of the ring systems in these complex conju-
gated systems. The gray hexagons in Scheme 4 are those
rings that showed aromaticity. In model II, one circular row
of the hoop-shaped condensed aromatic network [10]cyclo-
phenacene can be identified, which is supplemented by the
two benzene rings a and b. The other two model compounds
I and III contain a corannulene system.

The similarities of and differences between these models
appear to account for the resemblance of the UV/Vis spec-
tra of 4a and 6a (Figure 2) and for their difference from the
spectrum of Sa. The broad absorption band at 510 nm can
probably be attributed to the cyclic m-conjugated system of
Sa. Electronic structures calculated from the model com-
pounds also suggested the similarity between I and III. In
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both I and III, the lowest-unoccupied molecular orbital
(LUMO), highest-occupied molecular orbital (HOMO),
HOMO-1, HOMO-4, and HOMO-5 are located at the full-
erene moieties, and HOMO-2 and HOMO-3 are localized at
the iron atoms (see Supporting Information, Figures S1 and
S3). On the other hand, in II, the LUMO, HOMO, HOMO-
1, and HOMO-2 comprise the m orbitals of the fullerene,
and HOMO-4 and HOMO-5 comprise the d orbitals of the
iron center (Figure S2). The energy-level diagrams of I and
IIT (Figure S4) resemble each other but not that of II. The
HOMO-LUMO gap of II (2.73 eV) is narrower than those
of I and III (2.76 and 2.78 eV, respectively). A narrow
HOMO-LUMO gap was also found for the [10]cyclophena-
cene we reported previously.™

Electrochemistry of Three
Hepta(organo)[60]fullerene-Metal Complexes

Cyclic voltammetry (CV) gave information about the
degree of m-electron conjugation of the three heptaadducts
4a, 5a, and 6a. Here the iron atom can act as a sensitive
probe for investigation of each curved m system. Generally
speaking, the metal atoms coordinated to the fullerene core
tend to be oxidized at high potentials because of the elec-
tron-withdrawing nature of the fullerene ligands. For exam-
ple, buckyferrocene la is much more difficult to oxidize
than ordinary ferrocene (la: E,*'=0.50V vs. Fc/Fct).
Compounds 4a, 5a, and 6a showed reversible one-electron
oxidation corresponding to the oxidation of the iron atoms
at Ex/z""l =0.50, 0.45, and 0.44 V versus Fc/Fct, respectively
(Figure 6). Compound 4a has a higher oxidation potential
than 5a and 6a. This result suggests that the m-electron-con-
jugated system of 4a is the most-electron-withdrawing
among the three and that the electron-withdrawing nature
of the bowl-shaped m-conjugated systems is generally stron-
ger than that of the cyclic m-conjugated systems. As for 6a,
its weaker electron-withdrawing nature may be attributed to
its small m-conjugated system relative to those of 4a and Sa.

-4+ P
— 4a /
o S L
2 6a ) .
.',.
A-" s ——

=

o8 06 04 02 00 -02

V/Vvs. Fc/Fc*

Figure 6. Cyclic voltammograms of heptaadducts 4a, Sa, and 6a. All
measurements were performed in 0.3mm THF containing 100 mm
(nBu,N)(ClO,) as supporting electrolyte.

Conclusions

We have demonstrated that buckymetallocenes 1a—d can be
reduced without loss of the metal atoms. Furthermore, the

Chem. Asian J. 2007, 2, 948 -955
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resulting dianions 3a-d can be alkylated to produce a new
hoop-shaped m-electron-conjugated system. This compound
represents a second example of hoop-shaped condensed aro-
matics and exhibits spectral and electronic properties similar
to the first [10]cyclophenacene derivative we reported re-
cently.”! The heptaadducts and their conjugated systems re-
ported in this paper are unavailable by nucleophilic addition
to the buckymetallocene, which produces octa- and decaad-
ducts.”! We expect that the present synthetic methodology
can be applied to other transition-metal complexes®! and
metal-[70]fullerene compounds.”?’ Finally, we draw the
readers’ attention to the intriguing outer shape and the very
large size of these molecules, which will be useful for the
construction of even larger molecular systems.

Experimental Section

General

All manipulations were carried out with standard Schlenk techniques
under argon. THF was purified and degassed by a solvent-purification
system (GlassContour) equipped with columns of activated alumina and
supported-copper catalyst (Q-5) before use. Compounds 1a-d were pre-
pared according to the previous report.!'*¢¢l g-Bromodiphenylmethane
was purchased from Tokyo Kasei Co. and was used as received.

HPLC analysis was performed on a Shimadzu LC-10A system equipped
with an SPD-M10A diode-array detector and a Develosil RPFullerene
column (4.6x250 mm?). Preparative HPLC separations were performed
by the use of a Develosil RPFullerene column (20x250 mm?). 'H
(500 MHz) and "C (125 MHz) NMR spectra were recorded on a JEOL
ECAS500 spectrometer. '"H NMR spectra in CDCl; were referenced inter-
nally to tetramethylsilane, and *C NMR spectra to the solvent resonance.
Full assignment of the *C NMR signals was performed with the aid of
2D-HMQC (heteronuclear multiple-quantum coherence) and HMBC
(heteronuclear multiple-bond correlation). Other spectra were recorded
on the following instruments: IR spectra: Applied Systems Inc. React-
IR 1000; UV/Vis/NIR spectra: JASCO V570; mass spectra: JEOL JMS-
T100LC.

Electrochemical Measurements

Electrochemical measurements were performed with a Hokuto HZ-5000
voltammetric analyzer. A glassy-carbon electrode was used as the work-
ing electrode. The counterelectrode was a platinum coil, and the refer-
ence electrode was an Ag/Ag* electrode. CV was performed at a scan
rate of 100 mVs™'. All half-wave potentials E, =(E,.+E,,)/2, in which
E,. and E,, are the cathodic and anodic peak potentials, respectively.
The potential was corrected against Fc/Fc™.

Theoretical Calculations

All theoretical calculations were performed with the Gaussian 03 pack-
age.™ The B3LYP calculation with a basis set (denoted 631LAN) that
consists of the LANL2DZ basis set, which includes a double-C valence
basis set with the Hay and Wadt ECP for Fe and the 6-31G* basis set for
C and H, was used for the geometry optimization of model compounds
(I, II, and III). The NICS values at the ring centers were calculated at
the GIAO-SCF/631LAN//HF/631LAN level for the B3LYP/631LAN geo-
metries.

Syntheses

4a, 5a, and 6a: Microcrystalline solids of 1a (194 mg, 0.158 mmol) and
potassium metal (55.6 mg, 1.42 mmol), which was washed with dried
THEF, were placed in a Schlenk tube. THF (28 mL) was added to the mix-
ture at room temperature to start the reduction process. After the mix-
ture was stirred for 16 h at room temperature, a black-green solution was
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obtained. The solution was transferred to another Schlenk tube by canula
under argon. a-Bromodiphenylmethane (3.91 g, 15.8 mmol) was added to
the solution at room temperature, the color of which immediately
changed to dark red. After the mixture was stirred for 10 min, ethanol
(0.02 mL) was added dropwise. THF was removed under reduced pres-
sure, and the resulting dark-red oily liquid was washed with methanol to
afford a brown solid. The solid was dissolved in toluene, the solution was
filtered through a pad of silica gel (CS,/toluene =10:0-8:2), and purifica-
tion by HPLC (toluene/acetonitrile =3:7) was performed. Brown, dark-
pink, and yellow fractions appeared in this order and were collected and
dried under reduced pressure to give 4a (86.9 mg, 0.0556 mmol, 35%) as
brown microcrystals, Sa (17.9 mg, 0.0114 mmol, 7%) as dark-pink micro-
crystals, and 6a (10.7 mg, 0.0069 mmol, 4 %) as dark-yellow microcrystals.
Crystallization was performed by slow diffusion of ethanol in a solution
of 4a in CS,, a solution of 5a in p-xylene, and a solution of 6a in toluene.
4a: IR (powder): 7=3056 (w), 3026 (w), 1600 (w), 1582 (w), 1493 (m),
1447 cm™ (m); 'H NMR (CDCl;, 500 MHz): 6=3.15 (s, 5H, Cp), 5.21 (s,
1H, CH), 5.64 (s, 1H, CH), 7.20-7.46 (m, SH, p-PhCy; 10H, m-PhCg;
4H, p-PhCH; 4H, m-PhCH), 7.57-7.60 (m, 4H, m-PhCH), 7.68 (d, J=
7.5Hz, 2H, o-PhCH), 7.71 (d, /=63 Hz, 2H, 0-PhC), 772 (d, J=
7.5Hz, 2H, 0-PhCy), 7.83 (d, J=8.6 Hz, 2H, 0-PhCH), 7.85 (d, J=
9.2 Hz, 2H, 0-PhC), 8.05 (d, J=7.5Hz, 2H, 0-PhC), 8.07 (d, J=
9.2 Hz, 2H, 0-PhCg), 8.20 (d, J=7.5Hz, 2H, 0-PhCH), 8.35 ppm (d, /=
7.5 Hz, 2H, 0-PhCH); *C NMR (CDCl,, 125 MHz): §=58.0 (C(sp®)Ph),
58.3 (C(sp®)Ph), 58.6 (C(sp’)Ph), 58.7 (C(sp*)Ph), 58.8 (C(sp*)Ph), 62.1
(C(sp’)CH), 63.4 (C(sp®)CH), 65.0 (CH), 65.6 (CH), 73.3 (Cp), 91.6
(FCp), 924 (FCp), 92.5 (FCp), 92.6 (FCp), 93.4 (FCp), 127.3, 127.3,
127.4, 1274, 127.6, 127.6, 127.6, 127.6, 127.7, 127.8, 127.8, 128.3, 128.5,
128.7, 128.9, 129.0, 129.1, 129.2, 129.4, 129.5, 129.6, 130.3, 130.3, 130.9 (p-
PhCyy, m-PhCg), o0-PhCy, m-PhCH, o-PhCH, p-PhCH), 137.9, 139.0,
139.7, 140.4, 140.6, 140.7, 141.2, 141.5, 142.5, 142.8, 143.4, 143.5, 143.6,
143.7, 143.7, 143.7, 143.8, 143.9, 144.1, 144.4, 1445, 144.5, 144.7, 1447,
145.4, 145.4, 146.1, 146.1, 146.6, 146.9, 146.9, 147.5, 147.5, 147.8, 148.4,
148.9, 148.9, 149.0, 149.6, 149.7, 149.8, 149.9, 150.5, 150.7, 151.5, 151.7,
152.2, 152.6, 153.0, 153.3, 153.4, 153.6, 154.9, 155.0, 1554, 156.3,
161.4 ppm (i-PhCq, i-PhCH, C(sp?)); HRMS (positive atmospheric-pres-
sure chemical ionization; APCI+): m/z caled for Cp,Hs,Fe: 1560.3418
[M]*; found: 1560.3373.

5a: IR (powder): 7=3056 (w), 3025 (w), 1600 (w), 1582 (w), 1493 (m),
1445 cm™ (m); '"H NMR (CDCl;, 500 MHz): 6=3.22 (s, 5SH, Cp), 5.20 (s,
2H, CH), 7.17-7.39 (m, 21H, Ph), 7.46-7.49 (m, 2H, Ph), 7.58-7.61 (m,
4H, Ph), 7.72-7.73 (m, 4H, 0-PhCH), 7.83-7.84 (m, 2H, 0-PhCy,)), 7.91—
7.93 (m, 8H, 0-PhCg), 8.14-8.15ppm (m, 4H, o-PhCH); "C NMR
(CDCl,, 125 MHz): 6=58.4 (2C, C(sp*)Ph), 58.7 (2C, C(sp’)Ph), 59.1
(1C, C(sp*)Ph), 63.0 (2C, C(sp*)CH), 65.0 (2C, CH), 73.3 (5C, Cp), 93.6
(2C, FCp), 93.7 (2C, FCp), 939 (1C, FCp), 127.3, 127.5, 127.6, 127.6
127.7,127.7, 127.8, 128.3, 128.8, 129.2, 129.3, 129.3, 129.9, 130.1 (p-PhCy,
m-PhCg, 0-PhCy, m-PhCH, o-PhCH, p-PhCH), 139.8, 140.6, 142.8,
142.9, 143.1, 143.2, 143.3, 143.4, 143.6, 144.0, 144.7, 144.7, 144.9, 145.0,
145.1, 145.1, 145.9, 147.2, 147.3, 148.7, 149.7, 150.8, 151.2, 151.6, 153.0,
153.2, 153.2, 155.0, 155.8, 159.1 ppm (i-PhCq, i-PhCH, C(sp?)); HRMS
(APCI+): m/z caled for Cp, Hg,Fe: 1560.3418 [M]*; found: 1560.3357.
6a: IR (powder): 7=3056 (w), 3025 (w), 1598 (w), 1582 (w), 1493 (m),
1445 cm™ (m); '"H NMR (CDCl;, 500 MHz): 6 =2.89 (s, 5H, Cp), 3.10 (s,
1H, CH), 4.59 (s, 1H, CH), 6.68 (d, /J=8.1 Hz, 2H, Ph), 7.00-7.49 (m,
33H, Ph), 7.56 (t, J=7.5Hz, 1H, Ph), 7.78 (d, J=7.5 Hz, 2H, Ph), 7.82—
7.86 (m, 4H, Ph), 7.97-7.99 ppm (m, 3H, Ph); "CNMR (CDCl,,
125 MHz): 6=54.5 (C(sp®)Ph), 55.9 (C(sp*)Ph), 57.4 (C(sp*)Ph), 57.8 (C-
(sp*)Ph), 58.1 (C(sp*)Ph), 60.4 (C(sp*)CH), 60.6 (C(sp’)CH), 61.5 (CH),
61.9 (CH), 72.9 (Cp), 89.7 (FCp), 90.1 (FCp), 91.0 (FCp), 92.6 (FCp),
95.1 (FCp), 126.6, 126.9, 127.0, 127.1, 127.2, 127.3, 127.5, 127.5, 127.5,
127.6, 127.6, 127.7, 127.7, 127.9, 128.0, 128.3, 128.4, 129.1, 129.2, 129.2,
129.5, 130.5, 130.9, 131.2, 132.3 (p-PhCy,, m-PhCg), 0-PhCy, m-PhCH, o-
PhCH, p-PhCH), 137.7, 139.2, 139.3, 139.6, 139.8, 140.6, 141.2, 141.4,
141.5, 142.9, 143.0, 143.0, 143.3, 143.5, 143.6, 144.2, 144.3, 144.5, 144.6,
144.6, 144.7, 144.9, 145.1, 145.4, 145.4, 145.5, 145.6, 145.6, 145.7, 146.0,
146.2, 146.8, 146.9, 147.1, 147.3, 147.5, 148.1, 1482, 148.6, 148.6, 148.8,
149.0, 149.7, 150.5, 151.1, 151.2, 151.6, 151.9, 152.1, 152.3, 152.7, 155.1,
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155.5, 156.8, 156.9, 157.4, 158.4 ppm (i-PhCq, i-PhCH, C(sp®)); HRMS
(APCI+): m/z caled for C, Hy,Fe: 1560.3418 [M]*; found 1560.3401.

4b: This compound was synthesized in the same manner as 4a. From
[Fe(n*-CeMes)(n*-CsHs)]  (49.3 mg, 0.0538 mmol), potassium metal
(147mg, 0376 mmol), and o-bromodiphenylmethane (1.33 g,
5.38 mmol), 4b (23.5 mg, 0.0188 mmol, 35% ) was obtained as brown mi-
crocrystals. '"H NMR (CDCl,, 500 MHz): 6=2.16 (s, 3H, CH,), 2.29 (s,
3H, CH,), 2.36 (s, 3H, CH,), 2.52 (s, 3H, CH,), 2.59 (s, 3H, CH,), 4.77 (s,
S5H, Cp), 5.16 (s, 1H, CH), 5.54 (s, 1H, CH), 7.21-7.24 (m, 2H, p-Ph),
7.30-7.34 (m, 4H, m-Ph), 7.36-7.41 (m, 2H, p-Ph), 7.51-7.56 (m, 4H, m-
Ph), 7.66 (d, J=7.5Hz, 2H, o0-Ph), 7.82 (d, J=7.5 Hz, 2H, 0-Ph), 8.13 (d,
J=8.0Hz, 2H, o-Ph), 832ppm (d, J=8.0Hz, 2H, o-Ph); *C NMR
(CDCl;, 125 MHz): 6=29.2 (CHj;), 29.5 (CHjs), 29.6 (CHj;), 29.6 (CHs),
29.9 (CH;), 49.8 (C(sp®)CHs;), 49.9 (C(sp*)CH;), 50.4 (C(sp®)CH,), 50.5
(C(sp*)CH,), 50.6 (C(sp*)CHs), 61.8 (C(sp®)CH), 63.1 (C(sp’)CH), 65.0
(CH), 65.5 (CH), 68.5 (Cp), 90.2 (FCp), 91.3 (FCp), 91.3 (FCp), 91.3
(FCp), 92.6 (FCp), 127.2 (p-Ph), 127.2 (p-Ph), 127.4 (p-Ph), 127.4 (p-Ph),
128.2 (m-Ph), 128.4 (m-Ph), 128.6 (m-Ph), 128.8 (m-Ph), 129.6 (o-Ph),
130.3 (0-Ph), 130.3 (o-Ph), 130.8 (o-Ph), 138.0, 139.1, 139.9, 140.3, 140.7,
140.7, 141.1, 141.3, 142.2, 142.6, 143.3, 143.5, 143.8, 143.9, 144.2, 144.3,
144.6, 144.6, 144.8, 144.9, 145.4, 1455, 145.5, 146.7, 147.0, 147.0, 147.1,
147.2, 147.6, 148.1, 148.6, 148.7, 148.7, 149.4, 149.4, 149.9, 150.6, 151.6,
152.1, 152.4, 152.7, 153.4, 153.7, 154.4, 154.8, 155.0, 155.4, 155.5, 157.1,
157.6, 158.4, 161.0 ppm (i-PhCy, i-PhCH, C(sp?)).

4c: This compound was synthesized in the same manner as 4a. From
[Ru(n’-C¢Phs)(n’-CsHs)]  (35.8 mg, 0.0281 mmol), potassium metal
(7.7 mg, 0.20 mmol), and o-bromodiphenylmethane (695 mg, 2.81 mmol),
4c¢ (10.7 mg, 0.00666 mmol, 24 %) was obtained as brown microcrystals.
'"H NMR (CDCl;, 500 MHz): 6=3.53 (s, 5H, Cp), 5.23 (s, 1H, CH), 5.67
(s, 1H, CH), 7.22-7.85 (m, 5H, p-CqPh; 10H, m-CqPh; 10H, 0-CqPh;
4H, p-CHPh,; 8H, m-CHPh,; 4H, 0-CHPh,), 8.22 (d, J=7.5Hz, 2H, o-
CHPh,), 838ppm (d, J=8.0Hz, 2H, 0-CHPh,); "CNMR (CDCl,
125 MHz): 6=57.7 (C(sp®)Ph), 58.1 (C(sp*)Ph), 58.4 (C(sp*)Ph), 58.5 (C-
(sp®)Ph), 58.6 (C(sp*)Ph), 62.1 (C(sp*’)CH), 63.4 (C(sp*)CH), 65.0 (CH),
65.6 (CH), 77.3 (Cp), 98.6 (FCp), 99.2 (FCp), 99.5 (FCp), 99.5 (FCp),
100.3 (FCp), 127.2, 127.3, 127.3, 127.3, 127.3, 127.4, 127.4, 127.4, 127.5,
127.5, 127.6, 127.6, 128.3, 128.5, 128.6, 128.7, 128.8, 128.8, 128.9, 129.1,
129.2, 129.6, 130.3, 130.3, 130.9 (p-PhCy, m-PhCg, 0-PhCy, m-PhCH, o-
PhCH, p-PhCH), 1382, 139.2, 139.7, 140.5, 140.6, 140.7, 141.2, 141.5,
142.5, 143.1, 143.5, 143.7, 144.0, 144.2, 144.2, 1442, 144.3, 144.4, 144.4,
144.5, 144.6, 144.7, 144.9, 144.9, 145.3, 145.6, 146.1, 146.2, 146.8, 147.1,
147.2, 147.6, 147.6, 147.9, 148.4, 148.9, 148.9, 149.0, 149.7, 149.7, 149.8,
149.9, 150.4, 150.8, 151.5, 151.8, 152.0, 152.7, 152.9, 153.3, 153.3, 153.8,
154.8, 155.1, 155.4, 156.3, 161.5 ppm (i-PhCy, i-PhCH, C(sp?)).

4d: This compound was synthesized in the same manner as 4a. From
[Ru(n’-C4Mes)(n*-CsHs)]  (19.7 mg, 0.0205 mmol), potassium metal
(5.6 mg, 0.14 mmol), and a-bromodiphenylmethane (506 mg, 2.05 mmol),
4d (9.3 mg, 0.0072 mmol, 35%) was obtained as brown microcrystals.
'"HNMR (CDCl,;, 500 MHz): =1.93 (s, 3H, CHj), 2.06 (s, 3H, CH;),
2.13 (s, 3H, CH,), 2.29 (s, 3H, CHs), 2.36 (s, 3H, CH,), 5.08 (s, 5H, Cp),
5.21 (s, 1H, CH), 5.59 (s, 1H, CH), 7.23-7.26 (m, 2H, p-Ph), 7.33-7.35
(m, 4H, m-Ph), 7.40-7.44 (m, 2H, p-Ph), 7.55-7.59 (m, 4H, m-Ph), 7.70
(d, /=7.5Hz, 2H, o-Ph), 7.86 (d, /=7.5Hz, 2H, o-Ph), 817 (d, J=
7.5 Hz, 2H, 0-Ph), 8.35 ppm (d, J=7.5 Hz, 2H, 0-Ph); *C NMR (CDCl,,
125 MHz): 6=30.9 (CH;), 31.0 (CH;), 31.2 (CH,), 31.3 (CHj), 31.5
(CHy), 47.4 (C(sp’)CH), 47.7 (C(sp’)CH), 49.8 (C(sp®)CHs;), 49.8 (C-
(sp*)CH3), 50.3 (C(sp’)CH3), 50.3 (C(sp®)CH,), 50.4 (C(sp*)CH;), 58.5
(CH), 59.5 (CH), 71.1 (Cp), 96.4 (FCp), 97.5 (FCp), 97.6 (FCp), 97.6
(FCp), 98.7 (FCp), 127.0, 127.2, 127.7, 127.8, 128.0, 128.1, 128.2, 128.3,
130.5, 131.0, 131.1, 131.4 (p-Ph, m-Ph, o-Ph), 135.8, 137.0, 137.7, 139.5,
139.5, 141.3, 141.9, 142.4, 143.4, 143.4, 143.6, 144.0, 144.2, 1442, 144.8,
144.8, 145.1, 145.1, 145.4, 146.2, 146.8, 147.0, 147.3, 147.6, 147.7, 147.8,
147.9, 148.3, 148.7, 149.0, 149.2, 149.2, 149.2, 149.4, 149.4, 151.0, 151.8,
151.9, 152.0, 152.7, 153.1, 153.7, 154.5, 155.1, 155.4, 155.5, 155.5, 156.6,
157.3, 158.3, 158.6, 164.3 ppm (i-PhCy), i-PhCH, C(sp?)).
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X-ray Crystallographic Analysis

Crystals of 4a, 5a, and 6a suitable for X-ray diffraction were mounted
on a MacScience DIP2030 imaging plate diffractometer for data collec-
tion with Moy, (graphite-monochromated, 1=0.71069 A) radiation. The
structures of 4a, 5a, and 6a were solved by direct methods (SIR97).24
The positional and thermal parameters of the non-hydrogen atoms were
refined anisotropically on F* by the full-matrix least-squares method with
SHELXS-97.%! Hydrogen atoms were placed at calculated positions and
refined with the riding model on their corresponding carbon atoms. In
the subsequent refinement, the function Sw(F,>—F.*)* was minimized, in
which | F,| and | F,| are the observed and calculated structure-factor am-
plitudes, respectively. The agreement indices are defined as Rl=
S(||Fy|—|F.||)VE|F,| and wR2=[Ew(F.}~F2)YZ(wF,)]"%. CCDC-643455
(4a), -643456 (5a), and -643457 (6a) contain the supplementary crystallo-
graphic data for this paper. These data can be obtained free of charge
from The Cambridge Crystallographic Data Centre at http://www.ccdc.
cam.ac.uk/data_request/cif.
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