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ABSTRACT: Manganese propane and manganese butane
complexes derived from CpMn(CO); were generated

hv, -CO

photochemically at 130—136 K with the alkane as solvent /I\/in,,,C " o H Mn.,. o+ H/Nin c
and characterized by FTIR spectroscopy and by '"H NMR oC }: 0 pgﬁfa"’}{;e or RHZC/C//“(!?\ E O an-(': % 0
spectroscopy with in situ laser photolysis. Time-resolved o 4 HO RHZC/ \CH3O
IR spectroscopic measurements were performed at room

temperature with the same laser wavelength. The v(CO) R=H, CH,

bands in the IR spectra of the photoproducts in propane

are shifted to low frequency with respect to CpMn(CO)s, consistent with formation of CpMn(CO),(propane). The 'H NMR
spectra conform to the criteria for alkane complexes: a high-field resonance for the 77>-CH protons that shifts substantially on
partial deuteration of the alkane and exhibits a coupling constant Jc_y; on '*C-labeling of ca. 120 Hz. The NMR spectrum of
each system exhibits two diagnostic product resonances in the high-field region for the 77*-CH protons, corresponding to
CpMn(CO),(17*>-Cl1—H—alkane) and CpMn(CO),(*-C2—H—alkane) isomers. Partial deuteration of the alkane at C1 results
in characteristic strong isotopic perturbation of equilibrium of the 7*-CH resonance of CpMn(CO),(57°-C1—H—alkane). With
propane—l3C1, the 772—CH resonance of CpMn(CO)Z(nZ—Cl—H—alkane) isomer exhibits *>C satellites with Jc—u = 119 Hz.
The corresponding resonance of CpMn(CO),(17>-C2—H—alkane) is identified by use of propane-2,2-d,. The lifetimes of the
(17>-C1—H—alkane) isomers of the manganese complexes were determined by NMR spectroscopy as 22 = 2 min at 134 K
(propane) and 5.5 min at 136 K (butane). The corresponding spectra and lifetimes of the CpRe(CO), (alkane) complexes were
measured for reference (CpRe(CO),(propane) lifetime ca. 60 min at 161 K; CpRe(CO),(butane) 13 min at 171 K). The
lifetimes determined by IR spectroscopy were similar to those determined by NMR spectroscopy, thereby supporting the
assignments. These measurements extend the range of alkane complexes characterized by NMR spectroscopy from rhenium

and rhodium derivatives to include less stable manganese derivatives.

B INTRODUCTION

Coordination complexes in which an alkane is bound to a
metal were first identified in the 1970s,"~® even before the more
stable dihydrogen complexes were discovered. It is now recog-
nized that they form one member of the class of o-complexes or
o-bond complexes, M(0-E—H) (E = H, C, B, Si, and others), in
which the bonding and antibonding orbitals of a saturated E—H
o-bond interact with the metal orbitals (Scheme 1).” The o-
alkane complexes represent the intermolecular analogues of
agostic complexes in which the saturated C—H bond that inter-
acts with the metal is bound as a chelate with the support of more
conventional metal—ligand interactions."’

There are numerous mechanistic studies that implicate alkane
complexes as reaction intermediates in processes such as C—H
oxidative addition and reductive elimination,>*'*™'* metathesis
processes especially -CAM,"> ™" protonation of metal alkyls,"®"
simple ligand substitution processes,”**%*" and alkane adsorp-
tion on metal surfaces.”” Recent examples include borylation of
alkanes (a 0-CAM mechanism),">'® equilibrium isotope
effects,” isotope exchange and chain walking at rhodium alkyl
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hydrides,** and C—H activation at platinum.'""? Tt follows
that alkane complexes may be formed in a variety of ways
including reaction with an alkane, reductive coupling of a metal
alkyl hydride, and protonation of a metal alkyl. These experi-
mental studies are accompanied bgr extensive computational
studies of reaction mechanisms.>*>® Many of the reaction steps
mentioned above play an important role in catalysis.
Metal—dihydrogen, metal—borane, and metal—silane com-
plexes have been studied very extensively by a range of spectro-
scopic and diffraction methods and have also been the target of
many computational investigations.””” >' Information about
alkane complexes has been much harder to acquire because of
their lability and the relative lack of crystallographic information.
The principal sources of spectroscopic and kinetic information
that target the metal—alkane complex have originated from (a) UV/vis
and IR absorption studies in low-temperature matrices,' > (b) room
temperature time-resolved UV/vis and IR spectroscopy,”** *' (c)
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Scheme 1. Metal 0-Bond and Agostic Complexes
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low-temperature solution NMR spectroscopy,” */and (d)
mass spectrometry.** > Examples of alkane complexes con-
cern metals predominantly in d*, d° and d® configurations with
ligands that provide a covalent environment, especially carbo-
nyls, phosphines, alkyls, etc.

The strength of the NMR studies of alkane complexes is that
they are conducted in solution and probe the coordinated C—H
bond directly. Their weakness is that so far they are limited to a
small range of examples (see below). In contrast, the IR and UV/
vis studies are applicable to a wider range of complexes because
they can be employed for much more labile complexes, but they
probe alkane coordination indirectly via its effect on other
molecular properties such as ¥(CO). Structural and bonding
information on alkane complexes has also come from computa-
tional studies, which have often shown alkane complexes as well-
defined minima.”**%*"* The only examples of crystal structures
that show alkane coordination concern metal—ligand environ-
ments that are very different from those studied by other
methods. One crystal structure shows an iron porphyrin coordi-
nated to heptane, while the others are uranium derivatives.>®

Time-resolved IR studies have shown that many coordina-
tively unsaturated metal carbonyls interact with alkanes and that
the least labile of them derive from [CpRe(CO),]. The longest
lived alkane complexes at room temperature are CpRe(CO),-
(cyclopentane) and CpRe(CO), (heptane), which react with CO
with rate constants of 1.1 x 10° and 2.5 x 10° dm® mol ™' s},
respectively, leading to lifetimes of ca. 25—50 ms. Activation
energies for reaction with CO provide an estimate of the
minimum interaction energy between the alkane and the metal
fragment. The value for CpRe(CO),(heptane) is ca. 49 =+ 2
kJ mol '3

Ball’s pioneering NMR studies of alkane complexes targeted
the [CpRe(CO),] fragment (and its derivatives) because previ-
ous TRIR work had shown them to be “remarkably stable”.**~*
These alkane complexes were generated by in situ photolysis of
the parent metal carbonyls (or more recently metal dinitrogen
complexes) in alkane solvents at low temperature. Through these
studies, some characteristic features of alkane complexes were
demonstrated: (a) the "H resonance of the coordinated C—H
group lies in the negative O region, similar to those found for
metal hydrides; (b) there is a large isotopic shift of ca. 0.5—2 ppm
on partial deuteration (isotopic perturbation of equilibrium,
IPE); (c) the value of Jc—y is ca. 100—120 Hz; and (d) the
13C chemical shift of the coordinated C—H is found at ca. & —30.
The IPE arises because of fast interconversion of the coordinated
and geminal C—H bonds, with a preference for deuterium to
occupy the geminal fosition and hydrogen to occupy the
coordinated position.>* These last three features can be used to
distinguish an alkane complex from a metal alkyl hydride
unambiguously. >~ **

Recently, Brookhart and co-workers have made a major
advance by generating a rhodium methane complex via proton-
ation of a rhodium methyl precursor. This work provided the
first NMR data for a metal—methane complex and showed that
its characteristics matched those of other reported alkane

Scheme 2. Photolysis of CpM(CO); in Liquid Propane or

Butane (M = Mn or Re)
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complexes.® This study also showed the importance of proton-
ation and demonstrated that cationic alkane complexes are
accessible.

We have developed an approach to widen the scope of NMR
studies of alkane complexes through targeted combination of
time-resolved IR spectroscopy and laser photochemistry within
the NMR probehead of an NMR spectrometer.**” Our aim is to
use the same precursors, solvents, temperatures, and laser
wavelengths for both the IR and the NMR studies. Room-
temperature TRIR or low-temperature FTIR spectroscopic
studies provide information regarding the reactivity of the alkane
complexes and their lifetime. NMR spectroscopy is used to
provide direct evidence for the coordination of the alkane and
to distinguish between different isomeric forms. This methodol-
ogy has already been successfully used by us to identify two new
alkane complexes, TpRe(CO),(cyclopentane) and Cp'Re-
(CO),(cyclopentane) (Tp = tris(pyrazolyl)borate, Cp* = 1,2-
CsH,(‘Bu),). "%

Our previous TRIR investigations indicated that [CpMn-
(CO),(alkane)] complexes were possible candidates for obser-
vation by NMR spectroscopy, but their reactivity is approxi-
mately 300 times greater than that for the analogous rhenium
complexes (measured by the rate constant for reaction with CO,
kco).”” With the aim of characterizing a manganese alkane
complex by NMR spectroscopy, we selected liquid propane as
a suitable solvent. Liquid propane has a very low freezing point
(85 K), exists as a liquid at room temperature under modest
pressures (ca. 125 psi), and possesses two closely spaced 'H
NMR resonances, allowing for easy suppression of the solvent
signal. Liquid butane was also considered as a candidate for
similar reasons. We have previously reported an IR spectroscopic
investigation into the formation of CpRe(CO),(C;Hg) at room
temperature and 160 K.* This Article builds on our earlier work
and extends it to the formation of the more reactive Mn analogue.
Here, we report both IR and NMR evidence for the formation of
the rhenium and manganese propane complexes and NMR
evidence for the analogous butane complexes (Scheme 2).

B RESULTS AND DISCUSSION

TRIR Spectroscopy in Liquid Propane at Room Tempera-
ture. TRIR spectroscopy has been used to characterize and
monitor the reactivity of the propane complexes of Mn and Re
following photolysis of the precursor CpM(CO); (M = Mn, Re)
in liquid propane at 298 K. Photolysis of CpMn(CO); with 355
nm radiation leads to bleaching of the parent ¥(CO) bands
(2031, 1950 cm ') and formation of two new bands at 1965 and
1899 cm ™!, which are assigned to the propane complex, CpMn-
(CO),(C3Hg). The IR spectrum does not indicate whether the
metal is coordinated to a primary or secondary C—H bond.
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Figure 1. (a) TRIR difference spectrum 2 us after UV photolysis (355
nm) of CpMn(CO); in liquid propane (150 psi) in the presence of CO
(15 psi) at 298 K, showing the formation of CpMn(CO),(C3Hg). The
solid line is a Lorentzian curve fit. (b) Kinetic traces showing decay of
CpMn(CO),(C;Hs) at 1965 cm ™" and the recovery of CpMn(CO)s5 at
1950 cm ™", (c) FTIR spectrum before photolysis.

Table 1. ¥(CO)/cm™ ' Bands for CpM(CO); and
CpM(CO),(propane) in Liquid Propane (M = Mn, Re)

complex v(CO)/cm ™" T/K
CpMn(CO), 2031, 1950 298
2028, 1945 130

CpMn(CO),(propane) 1965, 1899 298
1960, 1893 130

CpRe(CO)5* 2033, 1944 298
2032, 1940 160

CpRe(CO),(propane)” 1956, 1892 298
1951,1886 160

“Reference 36.

Figure la shows the TRIR difference spectrum 2 us after
photolysis of CpMn(CO); at 355 nm in liquid propane (150
psi) and in the presence of CO (1S psi). Similar experiments
were performed with CpRe(CO)s; for reference (Table 1). These
bands are e very close to those observed previously in other alkane
solvents.>

The bands of CpMn(CO),(C3Hg) decay in the presence of
CO at 298 K at the same rate as the parent recovers (kgps = 1.0
(£0.1) x 10° s 1) (Flgure 1b) The estimated kco value of
2.4 % 10° dm® mol ! =41 mM) is 3 times faster than
the rate of reaction for the n-heptane analogue38 and is
comparable to that of the ethane analogue** (Table 2). The
value of kco for the Mn—propane complex is ca. 430 times
faster than that for the Re—propane complex (Table 2), a ratio
similar to those measured for other alkane complexes of Mn
and Re*®***” As previously demonstrated, shorter chain
alkanes tend to %we more reactive complexes than do longer
chain alkanes.*>*"**

The activation energies (E,) for the reaction of CpM(CO),-
(C3Hg) with CO to reform CpM(CO); were obtained by
measuring the rate of decay of the propane complex, as a
function of temperature (Figure 2 and Table 2), yielding

Table 2. Second-Order Rate Constants at 298 K and Activa-
tion Energies for the Reaction of CpM(CO),(alkane) with
CO in Liquid Alkane Solution (M = Mn, Re)

complex kco/dm® mol ' s E,/kJ mol ™"
CpMn(CO),(n-C;H6)" (8.04+0.6) x 10° 38742
CpMn(CO),(c-CsHyo)* (2.5+04) x 10° 26242

2.4 % 10° 3343
(2.5+02) x 10° 48742
CpRe(CO),(c-CsHyp)" (L1+02) x 10° 34842
CpRe(CO),(C5Hg)™" 5.6 % 10° 52+4

“Reference 38. " Estimated from a single concentration of CO.
“Reference 36.
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Figure 2. Arrhenius plots for the reaction of CpM(CO),(C3Hjg) with
CO (15 psi) in liquid propane (150 psi) at T=293—318 K: (a) M =Mn
and (b) M = Re.

values of 52 & 4 and 33 £ 3 kJ mol™ ' for M = Re and Mn,
respectively.

FTIR Spectroscopy at Low Temperature. The activation
parameters measured above can be used to estimate the lifetime
of these propane complexes at low temperature by extrapolation
of the Arrhenius equation. The resulting lifetime for CpMn-
(CO),(propane) is estimated as several minutes at 130 K, while
that for CpRe(CO), (propane) is a few hours at 160 K. Because
these values have large uncertainties, we studied the propane
complexes by FTIR spectroscopy at low temperature to test their
viability as targets for NMR spectroscopy. A solution of CpMn-
(CO); in propane at 130 K was photolyzed for 90 s using a
broad-band UV source (125 WHg arclamp). The parent v(CO)
bands at 2028 and 1945 cm ™' decreased in intensity at the same
time as two new bands were formed at 1960 and 1893 cm ™'
(Figure 3, Table 1). These new bands, assigned to CpMn(CO),-
(C53Hg) (Table 2),%4+55 decay with a lifetime of 6.6 min (kops =
(2.5 4 02) x 10 * s ', Figure 3b). Similar experiments were
performed with CpRe(CO)3 in liquid propane at 160 K
(Table 1). The bands due to CpRe(CO), (C3H3) decay with a
lifetime of 47 min (kyps = (3.5 & 0.3) x 10 * )

NMR Spectroscopy. We investigated the photochemistry of
CpMn(CO); in alkane solvents at low temperature employing a
laser (A = 355 nm) that irradiates the sample within a high-
pressure sapphire tube inside the probehead of a 600 MHz NMR
spectrometer (see Experimental Section). For reference, we have
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Figure 3. (a) FTIR difference spectrum showing formation of CpMn-
(C0O),(C3Hy) after UV irradiation (90 s broad-band) of CpMn(CO)5
in liquid propane at 130 K; (b) kinetic trace showing the decay of
CpMn(CO),(C3Hg); and (c) FTIR spectrum of the same sample before
photolysis. Asterisk denotes a strong solvent absorption, which has been
removed for clarity.
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Figure 4. High-field region of "H NMR spectrum obtained at 133 K
after 355 nm laser irradiation of CpMn(CO); in (a) propane (with
resolution enhancement shown in inset); (b) propane-1-d;; (c) pro-
pane-2,2-dy; and (d) propane-'3C;.

also studied CpRe(CO)j; in the same solvents, but with 266 nm
irradiation. We have used protio solvents with the conseque-
nce that solvent suppression was required. Integrations were

measured relative to a reference, typically benzene or CH,Cl, for
the manganese samples or THEF for the rhenium samples, which
were added in trace amounts. Further details are given in the
Experimental Section.

The photolysis at 355 nm (5 min) of a dilute solution (10—20
mmol dm ) of CpMn(CO)j5 in propane at 133—136 K results
in 2 40—50% decrease in intensity of the Cp resonance at 0 4.58
(s) and the appearance of two new Cp resonances at 0 4.21
(shoulder) and 4.19 (s), together with two new resonances in the
high-field region at 0 —5.86 (t,] = 6.1 Hz) and 0 —8.36 (m) with
an integration ratio of 3:1, respectively (Figure 4a, Table 3). As a
result of the solvent suppression, it is not possible to obtain a
reliable integration of the Cp resonance relative to high-field
resonances. The lifetime of the photoproduct was measured by
integration of the resonance at 0 —5.86 relative to that of CH,Cl,
added as a trace calibrant as ca. 22 £ 2 min at 134 K (Figure S,
laser off during decay). Comparisons with experiments without
CH,Cl, indicated that the dichloromethane did not affect the
lifetime at these concentrations. The lifetime measured by
following the decay of the resonance at 0 —8.36 was ca. 15
min, but the error in the integration of this weaker resonance is
substantial, and we cannot state that the lifetime is significantly
different from that measured at 0 —5.86.

An analogous experiment using propane-1-d; resulted in the
production of three resonances in the high-field region at
0 —5.86, —6.60, and —8.36, with an intensity pattern of 3:2:2
(Figure 4b). An experiment using propane-2,2-d, generates just
one narrow resonance after laser irradiation in the high-field
region at 0 —5.86 (Figure 4c). The "H NMR spectrum obtained
after photolysis of CpMn(CO); in neat *C-1-CyHj displays
resonances for the Cp protons at 0 4.21 and 4.19 together with
the 77°-CH protons at 0 —5.86 and & —8.36, as expected. The
& —5.86 resonance is flanked by satellites with a large 'Jo—y
coupling of 119 Hz (Figure 4d). The presence of chemical
impurities, notably "*C-1-ethylene, in the *C-1-C3Hg reduced
the lifetime of the product and prevented us from recording the
3C—"H correlation spectrum. The experimental value of 'Jc_
represents an average of the values for the coordinated C—H
bond and the two geminal uncoordinated C—H bonds. Assum-
ing that their value of 'Jc_y is the same as that in free propane
(124.5 Hz), we can deduce that the true value for the coordinated
C—H bond is Jc_ "> 108.4 Hz.

The high-field resonances could arise from metal hydride
complexes or from metal alkane complexes. The effect of
deuteration at C1 and the large value of Jc_y provide conclusive
evidence for assignment as alkane complexes.'®*~* There are
two possible sites for propane to coordinate to the
[CpMn(CO),] fragment. On monodeuteration at Cl, a new
resonance is observed at & —6.60 in addition to the resonance at
0 —5.86 (Figure 4b). This extra resonance is consistent with an
isotopic perturbation of equilibrium (IPE) in CpMn(CO), (-
Cl1—H—propane) that arises if one coordinated C—H bond is
undergoing rapid exchange with the unbound geminal proton of
the methyl unit of the alkane. The shifted resonance at § —6.60
(shift A0 —0.75 ppm) can be assigned to the isotopomers with
one deuterium on the coordinated carbon. The resonance at
0 —S5.86 is unshifted and corresponds to isotopomers with the
three protons on the coordinated methyl and one deuterium on
the uncoordinated methyl unit (Figure 4b). On deuteration at
C2, the resonance at  —8.36 disappears altogether, showing
that it can be attributed to CpMn(CO)2(772—C2—H—pr0pane)
(Figure 4c). The changes in integration of the high-field resonances
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Table 3. Observed "H NMR Chemical Shifts (0/ppm) and Coupling Constants (J/Hz) for CpM(CO),(alkane) Complexes in

High-Field Region®

M = Mn (at 133—136 K)

CpM(CO),(5*-C1—H—propane)

—5.86(t,J=6.1 Hz)

M = Re (at 161—171 K)

—2.09 (t,]= 6.5 Hz)

CpM(CO),(n*-C2—H—propane) —8.36 (m) —2.75 (m)
CpM(CO),(1>-C1—D—propane) —6.60 (A0 0.75 ppm) —2.75" (A 0.66 ppm)
CpM(CO),(1>-C1—H—butane) —5.83 (m) —2.08 (m)
CpM(CO),(7>-C2—H—butane) —8.68 (m) —322(m)
CpM(CO),(5*-C1—D—butane) —6.58 (A 0.77 ppm) —2.76 (A 0.67 ppm)
CpM(CO),(17*-cyclopentane) —7.53(m) —2.32 (m)*

“ Note that all the resonances are observed under conditions of rapid exchange between geminal and coordinated C—H bonds. * The resonance of
CpRe(CO),(17*-C1—D—propane) overlaps with that of CpRe(CO),(57>-C2—H—propane). © 5% cyclopentane in propane. ¢ From ref 42.
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Figure S. Kinetics of decay of CpMn(CO),(*-Cl1—H—propane)
measured by NMR spectroscopy at 134 K.
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Figure 6. High-field region of "H NMR spectrum obtained after
355 nm laser irradiation of CpMn(CO); in butane (below) and in
propane (above) at 136 and 134 K, respectively.

on partial deuteration are consistent with coordinated alkyl groups
of the propane. The resonances of the uncoordinated alkyl groups
of the propane are assumed to be hidden under the resonance of
free propane. This deduction implies that chain walking is slow on
the NMR time scale in contrast to the rapid geminal exchange. All
of these characteristics, including the values of Ad and of Jo—yy, are
consistent with previously characterized CpRe(CO),(alkane)
complexes.” ™ For a quantitative comparison of Ad, the best
comparator is CpRe( CO)Z(pentane).43

The laser photochemistry of CpMn(CO); was also studied in
liquid butane at 136 K. The "H NMR spectrum displays two

new high-field resonances for the products at 0 —5.83 and —8.68
with relative integration 3:1 that can be attributed to
the alkane complexes CpMn(CO)Z(n -Cl1—H—butane) and
CpMn(CO),(17*-C2—H—butane) by comparison with the pre-
vious photolysis in propane (Figure 6, Table 3). A single broad
resonance in the Cp region was observed at 0 4.19 due to overla ap
of the two products. The estimated lifetime of CpMn(CO)z(n
C1—H—butane) complex is 5.5 min, while for CpMn(CO), (77>
C2—H—butane) complex it is approximately 3.5 min (error of
about 20%, see Table 4). An experiment with butane-d; showed
resonances at O —S5.83, —6.58, and —8.68. The upfield shift
(AS = —0.77) on deuteration confirms these assignments. The
0 —6.58 resonance arises by IPE as described for the propane
analogue.

The lability of the manganese propane and butane complexes
indicates that the solvent must melt below 140 K to allow
sufficient time for data collection in this type of experiment.
Cyclopentane forms the most stable of the CpRe(CO),(alkane)
complexes but melts at 179 K. We therefore irradiated CpMn-
(CO); in liquid propane with 5% added cyclopentane at 133 K.
In addition to the two resonances of CpMn(CO)Z(nZ—
Cl—H—propane) and CpMn(CO),(17*-C2—H—propane), we
observed a resonance at 0—7.53 consistent with CpMn(CO),-
(7*-cyclopentane). Notably, this species could still be detected
16 min after the laser had been turned off, while the signals of the
propane complexes had disappeared.

Several alkane complexes of [CpRe(CO),] have already been
reported by Ball et al., but no data are available for propane and
butane. We therefore undertook laser photolysis experiments
with these solvents at temperatures between 161 and 171 K and
characterized the corresponding alkane complexes. The results
are fully consistent with previous data for CpRe(CO),(alkane)
and are listed in Table 3 (see Supporting Information for figures).
The relative integration of the two high-field resonances of the
rhenium alkane complexes is unreliable because they are very
close to the suppressed resonance of the free alkane.

The estimated lifetimes and free energies of activation ob-
tained from transition state theory for both CpMn(CO),-
(alkane) and CpRe(CO),(alkane) are given in Table 4. These
molecules decay in the NMR experiments by reaction either with
expelled CO reforming starting material, or with CpM(CO); to
form Cp,M,(CO)s, or with itself to form Cp,M,(CO),, or with
residual impurities to form CpM(CO),L (M = Mn or Re).>* ™’
The rates of decay will depend linearly on the concentration of
the incoming reagent if the reaction is associative. However, the
same will also be true of a dissociative reaction because there will
be competition with an extremely fast back reaction with
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Table 4. Lifetime Data” and Free Energies of Activation for Metal Alkane Complexes Derived from NMR Measurements

lifetime (temp), min (K)

AG* (k] /mol)?

M: Mn
CpM(CO);_(nZ—Cl —H—propane) 224+2(134)
CpM(CO),(57*-C2—H—propane) 15(134)
CpM(CO),(7>-C1—H—butane) 5.5(136)
CpM(CO),(i7>-C2—H—butane) 3.5(136)

Re Mn Re
60 (161) 39.9 S0
50 (161) 39.5 49
13 (171) 39 S1
18 (171) 39 S1

“ Errors approximately 20% unless otherwise stated. ” At the temperatures indicated in columns 2 and 3.

alkane.”® Because the concentrations of the incoming reagents
are different in the IR experiments from the NMR experiments,
the lifetimes are not exactly the same for the two techniques. This
analysis also explains why a trace of impurities such as alkenes
affects the observed lifetimes. If the reactions are dissociative, we
can regard the free energies of activation as lower limits for the
free energies of dissociation of alkane.

The measurements of the lifetimes of the alkane complexes
by NMR spectroscopy allow us to interrogate each of the two
isomers independently. Although the measured lifetimes of
the CpM(CO),(n>-C1—H—alkane) are slightly longer than
those for CpM(CO),(17°-C2—H—alkane), we cannot state that
the difference is significant and therefore that one isomer is more
labile than the other. Indeed, the possibility remains that there is
a dynamic equilibrium between them in which interchange
occurs on a time scale of seconds or minutes that is too slow
to affect the NMR spectra. Such exchange could occur by chain-
walking or by a dissociative mechanism.

Bl CONCLUSIONS

Our results demonstrate that manganese alkane complexes
may be observed by both IR and NMR spectroscopy at low
temperature with suitably chosen alkanes. The use of IR spec-
troscopy assists in the selection of suitable alkanes and provides
kinetic information. Both propane and butane yield two isomers
(Scheme 2), coordinated via a C—H bond of either the methyl or
the methylene groups.® Their lifetimes are just sufficient for
NMR spectroscopic measurement at 130—140 K. The NMR
characteristics are similar to those of the rhenium analogues
observed previously, but the 'H resonances are found at con-
siderably higher field® The presence of the two isomers is
revealed by NMR spectroscopy, but they are not distinguishable
by IR spectroscopy. The observation of both isomers in approxi-
mately statistical proportions is consistent with previous mea-
surements on CpRe(CO), complexes. We may also compare
with the indirect studies of alkanes coordination at Tp'Rh(CNR)
in which a methylene group coordinates 1.5x faster than a
methyl group, but C—H cleavage occurs only at the methyl
group.'® The manganese alkane complexes and their analogues
with other alkanes are likely to be formed as reaction intermedi-
ates in a variety of reactions of half sandwich manganese
carbonyls. Our results extend the range of alkane complexes
observable by NMR spectroscopy to the first row transition
metals.

B EXPERIMENTAL SECTION

Time-Resolved Infrared Spectroscopy. Room temperature
TRIR measurements were made using the Nottingham point-by-point
diode spectrometer, which has been discussed in detail elsewhere®'

Briefly, a continuous wave lead-salt diode laser is used to measure
the change in IR transmission at a particular frequency following 266
or 355 nm irradiation by a frequency quadrupled/tripled Nd:YAG
laser (Spectra Physics Quanta-Ray GCR-12). This measurement is
repeated at different frequencies across the spectral region of interest
such that a difference spectrum is constructed in a point-by-point
manner. High pressure liquid propane experiments were conducted in
a stainless-steel cell fitted with CaF, windows (15 x 10 mm).%* Fresh
solutions of CpM(CO); (M = Mn, Re) were flowed into the cell after
each UV laser shot using a high pressure pump (MicroPump Corp.)
and allowed to thermally equilibrate at 298 K before taking the next
measurement.

Low-temperature spectroscopic measurements were performed in a
high pressure-low temperature (HPLT) apparatus.®® A few crystals of
CpM(CO); were placed in the cell, which was subsequently filled with
liquid propane and cooled to 130 K (M = Mn) or 160 K (M = Re) and
photolyzed with a broad-band medium-pressure mercury arc (Philips
HPK, 125 W). The reaction was monitored using an FTIR spectrometer
(Avatar 360, Nicolet) at 2 cm ™" resolution.

NMR Spectroscopy. We described our setup for in situ laser
photolysis within an NMR spectrometer in recent papers.***® A diagram
is shown in the Supporting Information of ref 46. The TRIR and the
NMR photochemistry are based on a common pulsed laser operating at
355 or 266 nm. Very dilute samples of [Ru(CO),(Ph,PCH,CH,-
PPh,)(PPh;)] in CeDg or [RuH,(CO)(Ph,PCH,CH,CH,PPh,)-
(PPh;)] in CH,Cl, were used for laser alignment at 35S or 266 nm,
respectively, with para-hydrogen amplification in real time. NMR
spectra were recorded on a Bruker Avance wide-bore 600 MHz spectro-
meter with solvent suppression achieved via a water suppresion pulse
program using excitation sculpting with gradients (zgesgp).64 '"H NMR
spectra were calibrated by adding a trace of benzene, taken as resonating
at 0 7.15, or CH,Cl, at 0 5.32. Laser photolysis was carried out with a
pulsed Nd:YAG laser (Continuum Surelite II) fitted with a frequency
tripling crystal. Operating conditions were typically 10 Hz repetition
rate, flash lamp voltage 1.49 kV, Q-switch delay increased from the
standard to 320 us yielding a laser power of 85 mW when operating at
355 nm, and increased to 290 us yielding a laser power of 65 mW for 266 nm.

The samples of CpM(CO); (M = Mn, Re, 1—2 mg, Strem) are
contained in a sapphire high pressure NMR tube (IDEAS! Uva B.V.);
approximately 0.4 mL of solvent was transferred either on a high
pressure line or on a high vacuum line equipped with a mercury diffusion
pump. For kinetics, the integration of the resonances at high-field region
was measured relative to that of benzene or THF added as calibrants in
trace quantities.

For NMR experiments, propane (BOC, instrument grade N2.5),
butane (BOC, instrument grade N2.5), and propane-2,2-d, (98% atom
D, Isotec TM) were used as received. Propane-1-">C (99% atom '*C)
was obtained from Isotec TM and was purified before use. The gas was
passed through a U-tube containing Pt (5%)/charcoal catalyst (Johnson
Matthey) on a high vacuum line at 195 K to trap ethylene impurities.

Propane-1-d; was synthesized from the corresponding Grignard
prepared by adding dropwise 17.6 mL (2 mol) of 1-chloropropane over
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aboiling solution of magnesium turnings (5.35 g, 0.22 mol) in 100 mL of
dry n-butyl ether under argon and refluxing the resulting gray solution
for 2 h. The solution was cooled to 263 K, and the system was evacuated
before the dropwise addition of 0.78 mL of D,O. The propane-1-d;
generated was passed through a trap at 227 K to remove n-butyl ether,
collected in a trap cooled at 157 K (ether liquid nitrogen slush bath), and
transferred into a glass bulb on a high vacuum line. The product was
characterized by IR and NMR spectroscopy.”® In the case of the
experiments with CpRe(CO)3, propane-1-d; was purified following
the same method as for propane-1-">C purification. Butane-1-d; (98
atom %D) was obtained from CDN isotopes and purified before use. In
this case, it was passed through a U-tube containing Pt/charcoal catalyst
at 243 K. Cyclopentane was purified before use by stirring with con-
centrated H,SO, overnight, washing with water and drying over MgSO,,
then storing over a potassium mirror.

B ASSOCIATED CONTENT

© Supporting Information. Spectra showing formation of
CpRe(CO),(propane) and CpRe(CO),(butane). This material
is available free of charge via the Internet at http://pubs.acs.org.
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