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ABSTRACT: Addition of the potassium salt of the bulky tetra-
(isopropyl)cyclopentadienyl (CpiPr4) ligand to UI3(1,4-dioxane)1.5
results in the formation of the bent metallocene uranium(III) complex
(CpiPr4)2UI (1), which is then used to obtain the uranium(IV) and
uranium(III) dihalides (CpiPr4)2U

IVX2 (2-X) and [cation]-
[(CpiPr4)2U

IIIX2] (3-X, [cation]
+ = [Cp*2Co]

+, [Et4N]
+, or [Me4N]

+)
as mononuclear, donor-free complexes, for X− = F−, Cl−, Br−, and I−.
Interestingly, reaction of 1 with chloride and cyanide salts of alkali
metal ions leads to isolation of the chloride- and cyanide-bridged
coordination solids [(CpiPr4)2U(μ-Cl)2Cs]n (4-Cl) and [(CpiPr4)2U(μ-
CN)2Na(OEt2)2]n (4-CN). Abstraction of the iodide ligand from 1
further enables isolation of the “base-free” metallocenium cation salt
[(CpiPr4)2U][B(C6F5)4] (5) and its DME adduct [(CpiPr4)2U(DME)][B(C6F5)4] (5-DME). Solid-state structures of all of the
compounds, determined by X-ray crystallography, facilitate a detailed analysis of the effect of changing oxidation state or halide
ligand on the molecular structure. NMR spectroscopy, X-ray crystallography, cyclic voltammetry, and UV−visible spectroscopy
studies of 2-X and 3-X further reveal that the difluoride species in both series exhibit properties that differ significantly from
trends observed among the other dihalides, such as a substantial negative shift in the potential of the [(CpiPr4)2UX2]
uranium(III/IV) redox couple. Magnetic characterization of 1 and 5 reveals that both compounds exhibit slow magnetic
relaxation of molecular origin under applied magnetic fields; this process is dominated by a Raman relaxation mechanism.

■ INTRODUCTION

The organometallic chemistry of uranium prominently features
complexes containing substituted or unsubstituted cyclo-
pentadienyl ligands, CpR.1−4 In particular, uranium metal-
locenes featuring the (CpR)2U moiety have supported a large
variety of intriguingand often quite reactivestructural
motifs, such as uranium−ligand multiple bonds,5−11 a
uranium−aluminum interaction,12 uranium(V) com-
plexes,13−18 cationic uranium(III) species,19,20 and uranium
hydrides.21−25 In the past few years, bulky [CpR]− ligands have
also enabled the synthesis of base-free dysprosium(III)
metallocenium cation salts [(CpR)2Dy][B(C6F5)4], which,
incredibly, function as single-molecule magnets with magnetic
blocking temperatures near and exceeding 77 K, higher than
any previously reported systems.26−29 This synthetic strategy
was also very recently extended to the preparation of the
uranium(III) metallocenium complex [(CpiPr5)2U][B(C6F5)4]
(CpiPr5 = penta(isopropyl)cyclopentadienyl), which was also

found to exhibit slow magnetic relaxation in the presence of an
applied magnetic field.30

We had simultaneously been interested in studying
complexes featuring the (CpiPr4)2U moiety (CpiPr4 = tetra-
(isopropyl)cyclopentadienyl), as the CpiPr4 ligand is quite
sterically encumbering but less bulky than CpiPr5, which should
enable access to a wide variety of mononuclear complexes
without the need for additional donor ligands, while also
promoting more facile substitution of equatorial ligands. While
metallocene complexes featuring CpiPr4 have been prepared
with transition metals,31−37 s- and p-block metals,38−40 and the
lanthanides,41−45 the only reported example with uranium is
(CpiPr4)U(BH4)3, which has not been structurally character-
ized.46 As an initial demonstration of the utility of the CpiPr4

ligand in uranium chemistry, we were interested in targeting
dihalide series for both uranium(III) and uranium(IV).
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Despite the importance of metallocene dihalide species as
starting materials47 and the usefulness of halides series for
analyzing trends in structure and bonding,16,48,49 no mono-
nuclear, donor-free dihalide series of the form [(CpR)2UX2]

−

or [(CpR)2UX2] (X
− = F−, Cl−, Br−, I−) has been structurally

characterized.50 Furthermore, using any kind of ligand, there is
only one report of a uranium(III) terminal fluoride complex,
Tp*2UF (Tp* = hydrotris(3,5-dimethylpyrazolyl)borate).51

Here, we report the uranium(III) complex (CpiPr4)2UI (1)
as a versatile synthon for the straightforward synthesis of the
uranium(IV) and uranium(III) metallocene dihalide series
[(CpiPr4)2UX2] (2-X) and [(CpiPr4)2UX2]

− (3-X) (X− = F−,
Cl−, Br−, I−), as well as the coordination solids [(CpiPr4)2U(μ-
Cl)2Cs]n (4-Cl) and [(CpiPr4)2U(μ-CN)2Na(OEt2)2]n (4-
CN). Detailed solution- and solid-state structural analysis of
2-X and 3-X using NMR spectroscopy and X-ray crystallog-
raphy, together with cyclic voltammetry and UV−visible
absorption data, indicate that the fluoride analogues exhibit
unique properties relative to their respective dihalide
congeners. We also isolate and structurally characterize the
uranium(III) metallocenium complex [(CpiPr4)2U][B(C6F5)4]
as both a base-free species (5) and a Lewis-base adduct with
dimethoxyethane (DME) (5-DME). Comprehensive magnetic
characterization of 1 and 5 reveals fast zero-field magnetic
relaxation for both complexes, but unusually slow relaxation,
for actinides, under applied fields.

■ RESULTS AND DISCUSSION

Synthesis of Bis-CpiPr4 Uranium(III) and Uranium(IV)
Complexes. The reaction of UI3(1,4-dioxane)1.5 with two
equivalents of KCpiPr4 at room temperature in THF led, upon
workup, to isolation of (CpiPr4)2UI (1) as dark blue crystals in
76% yield (Scheme 1). Notably, related metalation reactions of

tetra- and pentaisopropyl Cp ligands with f-block elements
have typically involved elevated temperatures.28,30 While
solutions of 1 in THF are green, solutions of 1 in
hexamethyldisiloxane (HMDSO), hexane, benzene, toluene,
fluorobenzene, ether, and DME are blue. UV−vis spectroscopy
confirmed that 1 binds THF in solution (Figure S1), but this
bound THF can be readily removed under reduced pressure at
room temperature.
Addition of 0.5 equiv of iodine to a pentane solution of 1

afforded the uranium(IV) diiodide (CpiPr4)2UI2 (2-I), as dark
red crystals in 67% yield. Complex 2-I could also be isolated in
61% yield by addition of I2 to solutions of 1 generated in situ in
THF. Intriguingly, 2-I was also isolated from a reaction
between 1 and 1 equiv of Me3SiN3 (see Experimental
Section)here, it is possible that 2-I formed by disproportio-
nation of two (CpiPr4)2U(NSiMe3)(I) molecules or by
comproportionation of (CpiPr4)2U(NSiMe3)(I) and 1, but no
other products were isolated from this reaction mixture.
To form a uranium(III) diodide complex, we treated 2-I

with decamethylcobaltocene (Cp*2Co, Cp* = pentamethylcy-
clopentadienyl) in toluene. A rapid color change occurred from
red to green, followed by the precipitation of green crystals of
[Cp*2Co][(Cp

iPr4)2UI2] (3-I) in 84% yield. We next targeted
the remaining uranium(III) dihalide species, [(CpiPr4)2UX2]

−

(X− = Br−, Cl−, F−). Reaction of 1 with an excess of the
appropriate tetraalkylammonium halide salt in THF furnished
the dihalide complexes [Et4N][(Cp

iPr4)2UBr2] (3-Br), [Et4N]-
[(CpiPr4)2UCl2] (3-Cl), and [Me4N][(Cp

iPr4)2UF2] (3-F) in
76−86% yields. Notably, use of 1 equiv of [Et4N][Cl] yielded
3-Cl as the only isolable product, suggesting that this method
may not be feasible for synthesizing neutral uranium(III)
monohalide species. While 3-Br and 3-Cl are green solids like
3-I, 3-F is dark purple.

Scheme 1. Synthesis of the Uranium(III) Monoiodide (CpiPr4)2UI (1), Uranium(IV) Dihalides (CpiPr4)2UX2 (2-X), and
Uranium(III) Dihalides [cation][(CpiPr4)2UX2] (3-X) ([cation]

+ = [Cp*2Co]+, [Et4N]+, or [Me4N]
+) for X− = I−, Br−, Cl−, and

F−
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To prepare the remaining uranium(IV) dihalide compounds,
we hypothesized that oxidation of 3-X and halide exchange
from 2-I would both be viable synthetic routes. Clean
oxidation of 3-X to 2-X with AgOTf was observed in diethyl
ether, and 2-X (X− = Br−, Cl−, F−) could be isolated in 64−
67% yields even using crude 3-X generated from halide
exchange starting with 1. The reaction of 2-I with [Et4N][X]
(X− = Br−, Cl−) also proceeded cleanly with isolated yields of
87% (2-Br) and 81% (2-Cl). Curiously, however, very little
conversion was observed when 2-I and [Me4N][F] were
allowed to react under similar conditions, and it was only
possible to isolate 2-F via oxidation of 3-F. Attempts to
prepare 2-I or 2-Cl from the reaction of KCpiPr4 with
UI4(OEt2)2 or UCl4, respectively, led to intractable mixtures.
In the former case, significant quantities of 1 were observed to
form by 1H NMR spectroscopy, indicating that reduction to
uranium(III) occurs faster than ligand substitution. Complexes
2-Br and 2-Cl have a red-brown color, while 2-F has a red-
orange color.
Interestingly, we also found that reaction of 1 with alkali

metal halides or pseudohalides leads to the formation of
crystals containing extended structures, as the alkali metal
cations are significantly more coordinating than the tetraalky-
lammonium ions (Scheme S1). Specifically, reaction of 1 with
CsCl or NaCN yielded [(CpiPr4)2U(μ-Cl)2Cs]n (4-Cl) or
[(CpiPr4)2U(μ-CN)2Na(OEt2)2]n (4-CN), respectively. The
cyanide ligands in 4-CN were all assigned as C-bound to
uranium, based on the X-ray crystallographic data (see below),
given that more reasonable thermal parameters and lower R
values were found following refinement in this orientation
versus N-bound coordination. Furthermore, while actinide
complexes have been isolated featuring N-bound isocyanide
(NC−) ligands,52−54 the C-bound orientation has exclusively
been observed for uranium(III) species. The C−N stretch of
4-CN was observed at 2102 cm−1, similar to cyanide C−N
stretches at 2088 and 2082 cm−1 for the bridging uranium(III)
cyanide complexes [Cp*2U(CN

tBu)(μ-CN)]3 and [Cp*2U(μ-
CN)]n, respectively.

55−57 Both 4-Cl and 4-CN are green solids
that dissolve in diethyl ether to form green solutions. While 4-
CN reacts rapidly with oxidants such as AgOTf to form dark

red solutions, we were unable to isolate a neutral uranium(IV)
dicyanide complex.
The strongly electrophilic silylium compound [(Et3Si)2(μ-

H)][B(C6F5)4]
58 was recently used to abstract the iodide ion

from (CpiPr5)2UI to form the base-free uranium(III) metal-
locenium salt, [(CpiPr5)2U][B(C6F5)4],

30 and related base-free
dysprosium(III) metallocenium salts have been prepared in a
similar fashion.26,28 Addition of [(Et3Si)2(μ-H)][B(C6F5)4] to
a hexane solution of 1 led to precipitation of a dark blue oily
product, which could be crystallized from diethyl ether in 61%
yield. Elemental analysis of the product was consistent with the
formulation of the dark blue crystals as the base-free
uranium(III) metallocenium complex [(CpiPr4)2U][B(C6F5)4]
(5, Scheme 2). Complex 5 reacts rapidly with coordinating
solvents such as THF, and we therefore reasoned that adding a
chelating base would lead to a more stable species that would
be easier to handle. Addition of excess DME to a crude
suspension of 5 in hexane caused a rapid change in color of the
solid material from dark blue to green. Green crystals of
[(CpiPr4)2U(DME)][B(C6F5)4] (5-DME) were obtained in
79% yield by cooling a layered mixture of hexane and DME to
−40 °C.

X-ray Crystallographic Studies. The solid-state struc-
tures of all compounds were determined by X-ray crystallog-
raphy (Figures 1, 2, and S2−S7) and selected bonding metrics
are listed in Table 1. In general, the (CpiPr4)2U fragment
maintains the expected bent geometry (Cp(cent)−U−Cp-
(cent) angles ranging from 135.6(1) to 146.53(6)°), in which
the unsubstituted C−H bonds on the CpiPr4 rings are
orientated away from the other ligands to minimize steric
clashing, as has been observed in similar lanthanide bis-CpiPr4

complexes.43−46

While the complex ions of 2-X, 3-X, and 5 do not exhibit
any crystallographic symmetry, they are all roughly C2
symmetric with the exception of 3-F, which has two
[(CpiPr4)2UF2]

− anions in the asymmetric unit, one with
approximate C2 symmetry and the other with no approximate
symmetry. Complex 1 is somewhat more distorted from exact
C2 symmetry, while the two CpiPr4 ligands of 5-DME are in
different conformations, precluding assignment of any
approximate symmetry.59

Table 1. Selected Distances (Å) and Angles (deg) for 1, 2-X (X− = I−, Br−, Cl−, F−), 2-F·pent, 3-X, 4-Cl·Et2O, 4-CN, 5, and 5-
DME

complex U−Xa X−U−Xa U−Cp(cent) Cp(cent)−U−Cp(cent)
1 3.0596(5)  2.480(3), 2.510(2) 142.26(8)
2-I 2.9643(7), 2.9727(7) 89.87(2) 2.485(4), 2.491(4) 140.2(1)
2-Br 2.740(1), 2.748(1) 93.16(3) 2.480(4), 2.488(4) 139.8(2)
2-Cl 2.570(1), 2.577(1) 92.45(4) 2.473(2), 2.479(2) 142.97(7)
2-Fb 2.074(3), 2.085(2) 99.33(8) 2.470(2), 2.478(2) 146.53(6)
2-F·pentb 2.086(2), 2.087(3), 2.089(2), 2.090(2) 96.74(8), 98.07(9) 2.483(1), 2.486(1), 2.486(2), 2.489(2) 141.43(5), 141.82(4)
3-I 3.1219(7), 3.1259(7), 3.1354(8), 3.1395(7) 86.54(2), 90.65(2) 2.556(4), 2.556(5), 2.559(4) 2.565(4) 135.6(1), 136.6(2)
3-Br 2.8508(6), 2.8601(6) 90.26(2) 2.543(2), 2.549(1) 138.80(5)
3-Cl 2.782(2), 2.790(2) 91.84(4) 2.545(3), 2.546(3) 140.28(9)
3-Fc 2.186(8), 2.194(6), 2.194(6), 2.206(3) 89.1(3), 89.6(2) 2.577(6), 2.578(3), 2.589(3), 2.608(7) 137.8(1), 140.0(3)
4-Cl·Et2O 2.748(5), 2.751(6) 86.8(2) 2.54(1), 2.548(9) 137.2(3)
4-CN 2.537(9), 2.545(9), 2.566(9), 2.570(9) 100.8(3), 102.7(3) 2.525(4), 2.529(4), 2.536(3), 2.542(4) 143.1(1), 144.2(1)
5c − − 2.410(4), 2.43(1) 142.5(2)
5-DME 2.596(3), 2.550(2) 64.60(8) 2.518(1), 2.558(2) 138.33(6)

aX denotes the bound halide ligand, except in 4-CN and 5-DME, in which it denotes the cyanide carbons and DME oxygens, respectively. b2-F was
crystallized from HMDSO at −40 °C; 2-F·pent was crystallized from pentane at −78 °C. cMetrics from the minor disordered component are not
given.
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Complexes 4-Cl and 4-CN crystallize as coordination solids,
containing extended one-dimensional chains. Only a small
number of metallocene uranium 1D- and 2D-coordination
solids have been reported, and these species all feature bridging
cyanide or bromide ligands.56,60,61 In 4-Cl, there is a single
[(CpiPr4)2UCl2]

− fragment with approximate C2 symmetry
(Figures S4 and S5), while in the asymmetric unit of 4-CN,
there are two [(CpiPr4)2U(CN)2]

− fragments that contain
different ligand conformations and thus do not approach any
symmetry (Figures S6 and S7).
On the basis of the metrics in Table 1, it is difficult to

identify definitive structural trends within the 2-X and 3-X
series. This problem is highlighted in two different structures
determined for 2-F, one using crystals grown from HMDSO at
−40 °C with no solvent in the crystal lattice (2-F, Figure 1)
and the other using crystals grown from pentane at −78 °C
with an equivalent of pentane incorporated in the lattice (2-F·
pent, Figure S2). Of note is the nearly 5° difference in average
Cp(cent)−U−Cp(cent) angles between these two structures,
which appears attributable only to differences in crystal
packing effects; we note that London dispersion forces in
particular may affect the solid-state geometries with such bulky
ligands.62 This difference between the 2-F structures suggests
that the potential well for the Cp(cent)−U−Cp(cent) angle is
likely quite shallow and that minor, unpredictable energetic
differences can lead to large changes in geometry. Indeed,
crystal packing has been noted to have significant effects on
this angle in main group and lanthanide metallocene
complexes.63,64

A comparison of 2-X with their 3-X analogs reveals expected
bond lengthening upon reduction from uranium(IV) to
uranium(III).65 Additionally, the average X−U−X and Cp-
(cent)−U−Cp(cent) angles decrease (slightly in most cases)

upon going from 2-X to 3-X for the same halide ligand, as
expected based on the larger size of the uranium(III) ion.
Solid-state structures containing isolated anionic uranium(III)
fragments of the form [(CpR)2UX2]

− are quite uncom-
mon,66−68 but in known complexes, there is little change in
the X−U−X angle relative to that in analogous uranium(IV)
(CpR)2UX2 species.69−71 Additionally, the Cp(cent)−U−
Cp(cent) angle in these compounds has been found to be
larger in the uranium(III) anionic fragment for [Cp‡2UCl2]

−

(Cp‡ = 1,3-(SiMe3)2C5H3)
66 but smaller in [Cp*2UI2]

−67 and
[(Cptet)2UCl2]

− (Cptet = C5Me4H)
68 relative to the corre-

sponding neutral uranium(IV) species.
In a series of cycloheptatrienyl zirconium complexes

featuring substituted Cp ligands, Walter and co-workers
previously found increasing steric demand in the order Cp″
(1,3-(tBu)2C5H3) < Cp* < Cpttt (1,2,4-(tBu)3C5H2) < CpiPr4 <
CpiPr5.72 With the first reported structures containing the
(CpiPr4)2U moiety in hand, we were interested in whether
these steric differences among Cp ligands might also manifest
in similar trends in the corresponding Cp(cent)−U−Cp(cent)
angles. We found that similar Cp(cent)−U−Cp(cent) angles
occur between 2-Cl (142.97(7)°) and 2-F (146.53(6) in 2-F
and 141.63(5)° (avg.) in 2-F·pent) and their analogs
Cpttt2UCl2 (145°) and Cpttt2UF2 (144°).8,73 The Cp(cent)−
U−Cp(cent) angles in Cp*2UX2 (136.4(2)°, 137.6(2)°, and
138° for X− = I−,70 Br−,60 and Cl−,74 respectively) are only
slightly smaller than in their CpiPr4 analogs (140.2(1)°,
139.8(2)°, and 142.97(7)° for 2-I, 2-Br, and 2-Cl,
respectively), while significantly smaller angles occur in
Cp″2UF2 (128.1°) and Cp″2UCl2 (125.3°).69 For all of these
compounds, only minor differences are observed in the U−X
bond distances for a given halide, despite large changes in the
Cp steric profile.

Scheme 2. Synthesis of the Base-Free Uranium(III) Metallocenium complex [(CpiPr4)2U][B(C6F5)4] (5) and the DME Adduct
[(CpiPr4)2U(DME)][B(C6F5)4] (5-DME)

Figure 1. X-ray crystal structures of (CpiPr4)2UX2 (2-X) with 50% probability ellipsoids. From left to right, 2-I, 2-Br, 2-Cl, and 2-F are shown.
Hydrogen atoms are omitted for clarity. Selected structural metrics are listed in Table 1.
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The Cp(cent)−U−Cp(cent) angles in 1 (142.26(8)°) and 5
(142.5(2)°) are both considerably smaller than those of
(CpiPr5)2UI and [(CpiPr5)2U][B(C6F5)4] (152.63(6)° and
167.82(8)°, respectively).30 It is striking that for CpiPr5, an
approximately 15° increase in this angle is observed upon
abstraction of the iodide ion from (CpiPr5)2UI, while effectively
no change is observed in the system with CpiPr4. Coordination
of the bidentate ligand DME to 5 to form 5-DME further
causes this angle to decrease to 138.33(6)°.
Overall, these results highlight the likelihood of observing

shallow potential energy wells for Cp(cent)−U−Cp(cent)
bond angles in uranium bent metallocenes,1 as has been
established in calculations of main group and lanthanide
metallocenes.63 These bond angles may be especially prone to
large variability in cases where nonbulky substituents, or no
substituents, are bound to the metallocene fragment.
NMR Studies. Variable-temperature 1H NMR spectra of 2-

F in toluene-d8 (Figure S17) reveal that the complex exhibits a
range of solution-state behaviors, and the data can be used to
elucidate the room temperature 1H NMR spectra of other
complexes containing the (CpiPr4)2U fragment. At 60 °C
(Figure S18), seven signals (four methyl groups, two methine
protons, and one proton on the CpiPr4 ring) were observed for
2-F, corresponding to effective C2v molecular symmetry in
solution. For this symmetry to be observed, the two CpiPr4

ligands must be made equivalent by a C2 axis, and each CpiPr4

ligand must rotate rapidly about the uranium−centroid axis to
afford a plane of symmetry bisecting the ring. We note that
while none of the solid-state structures discussed here contain
a crystallographically imposed C2 axis, most are nearly C2
symmetric (vide supra); furthermore, a partial rotation of the
CpiPr4 ligand is sufficient to yield an apparent plane of
symmetry, as shown in Figure S24.75

Upon cooling from 60 °C, the signals for 2-F broaden
considerably until a coalescence temperature between 0 and 10
°C, below which 13 signals (eight methyl groups, four methine
protons, and one proton on the CpiPr4 ring) are observed;
these resonances sharpen as the temperature is lowered
(Figure S19). This change corresponds to a loss of rapid
CpiPr4 ring rotation and therefore a change in effective solution
symmetry to C2. At −30 °C, a new broad peak appears at ca.
−48 ppm, and this signal sharpens at lower temperatures while
many other new peaks gradually grow in and sharpen. At −80
°C (Figure S20), approximately 50 new signals are observed
and span a range of chemical shifts similar to the C2 symmetric

2-F monomer. We attribute these new peaks to the presence of
a dimer with C1 symmetry, as such a species would be expected
to exhibit 52 resonances. For comparison, we note that
dimerization of Cp″2UF2 and Cp‡2UF2 has been observed in
solution at low temperatures.69 Furthermore, Cp‡2UF2

crystallizes as a dimer, while Cp‡2UX2 (X− = Cl−, Br−, and
I−) are monomeric in the solid-state.69,76 Presumably, the small
size and high charge density of the fluoride ion relative to the
other halides facilitates dimerization.69

Analysis of the variable-temperature 1H NMR spectra of 2-
Cl in toluene-d8 (Figure S21) provides additional support for
the above analysis of the solution dynamics of 2-F. At high
temperatures, the 1H NMR spectrum of 2-Cl contains seven
signals (Figure S22), while at low temperatures, 13 signals are
observed (after accounting for overlapping signals, see Figure
S23), and no evidence of dimerization is observed at
temperatures down to −80 °C. Similar to 2-F, complex 2-Cl
undergoes a transition from C2v to C2 symmetry, but at a
higher temperature within the range of ∼40−50 °C; the larger
size of chloride relative to fluoride likely hinders ring rotation
and therefore increases the barrier associated with this motion.
Plots of chemical shift (δ) versus reciprocal temperature (1/

T) are linear for the sets of protons in 2-F and 2-Cl, indicating
that the molecules follow Curie behavior within each
temperature region (see Figure S25). However, a significant
change in slope is observed near the coalescence temperature
for the C5(

iPr)4H proton in 2-F, consistent with a change in
the time-averaged pseudocontact shift experienced by the
proton as the molecule undergoes the ring rotation that gives
rise to the effective molecular C2v symmetry in solution (Figure
S24). See the explanation of Figure S25 in the Supporting
Information for further discussion and comparison to 2-Cl.
Complexes 2-I, 2-Br, and 2-Cl all have qualitatively similar

room temperature C2 symmetric 1H NMR spectra, notably
distinct from the C2v-symmetric room temperature spectrum
for 2-F. Interestingly, the line widths increase significantly from
2-I to 2-Br to 2-Cl (Figures S9−S11), suggesting that dynamic
behavior (ring rotation) is slowest in 2-I. However, the line
widths of 2-I are still larger than those typically observed for
cyclopentadienyl ligands bound to uranium(IV) at room
temperature (see the Experimental Section for line widths for
each compound).69,77 These observations suggest that the
barrier to ring rotation in 2-X consistently increases as the size
of the halide increases.78

Figure 2. X-ray crystal structures of (CpiPr4)2UI (1) (left) and the metallocenium cations in [(CpiPr4)2U][B(C6F5)4] (5) (middle) and
[(CpiPr4)2U(DME)][B(C6F5)4] (5-DME) (right) with 50% probability ellipsoids. Hydrogen atoms, solvent molecules, and the minor disordered
component of 5 are omitted for clarity. Selected structural metrics are shown in Table 1.
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The room temperature 1H NMR spectrum of 3-I in
pyridine-d5 contains 13 CpiPr4 signals, indicating that the
[(CpiPr4)2UI2]

− ion adopts C2 symmetry in solution at this
temperature (Figure S13). Resonances for Cp ligands bound to
uranium(III) are typically broader than those of uranium(IV)
analogs,77 and indeed the line widths of 3-I are larger than
those of 2-I. Interestingly, the line widths of 3-I are also larger
than commonly observed for uranium(III)−CpR species, likely
as a result of CpiPr4 ring rotation.75,77

As observed in the 2-X series, the 1H NMR line widths for
the 3-X series increase successively from 3-I to 3-Br to 3-Cl
(Figures S13−S15), suggesting faster solution dynamics (and a
lower barrier to CpiPr4 ring rotation) as the halide size
decreases. Moreover, at room temperature, 3-Cl appears to be
very close to its coalescence temperature, based on a
qualitative comparison to the spectra of 2-F and 2-Cl near
their respective coalescence temperatures. In contrast, at room
temperature, 2-Cl is far enough below its coalescence
temperature for its symmetry to be well-defined. This
distinction suggests a lower barrier to CpiPr4 ring rotation in
3-Cl than in 2-Cl, as would be expected given the larger size of
the uranium(III) ion relative to uranium(IV).
Compound 3-F was observed to react with pyridine, so

NMR data for this compound was acquired in C6D6, despite its
low solubility in this solvent (Figure S16). While use of a
different NMR solvent complicates comparisons between 3-F
and the rest of the 3-X series, the room temperature 1H NMR
spectrum of 3-F contains fewer and sharper resonances,
suggesting that the [(CpiPr4)2UF2]

− complex ion is C2v
symmetric and well above its coalescence temperature. This
result is consistent with the proximity of 3-Cl to its coalescence
temperature near room temperature, as coalescence temper-
ature is expected to decrease as the size of the halide decreases,
due to more facile ring rotation.
Evidence for ion pairing was also observed by 1H NMR

spectroscopy in the 3-X series. The spectrum of 3-I in
pyridine-d5 contains a relatively sharp singlet at 0.97 ppm (line
width = 12.8 Hz) corresponding to the 30 protons of the
[Cp*2Co]

+ cation; in comparison, [Cp*2Co][PF6] in acetone-
d6 and [Cp*2Co][B(3,5-(CF3)2C6H3)4] in THF-d8 display
[Cp*2Co]

+ signals at 1.78 and 1.75 ppm, respectively,
suggesting some degree of shifting due to ion pairing in 3-I
in pyridine solution.79,80

The [Et4N]
+ cations in 3-Br and 3-Cl exhibit signals with

line widths of 20−25 Hz with chemical shifts of 1.00
(methylene) and −0.54 ppm (methyl) for 3-Br and 1.55
(methylene) and −0.15 ppm (methyl) for 3-Cl (Figure S14
and S15 insets, respectively). The methylene signal in 3-Cl is
split into a quartet, while the other three above-mentioned
resonances appear as slightly broadened singlets. Typical 1H
chemical shifts for [Et4N][Br] and [Et4N][Cl] in various
solvents are 3.2−3.5 and 1.2−1.5 ppm for the methylene and
methyl resonances, respectively.81−83 Therefore, ion pairing
leads to greater pseudocontact shifts in the [Et4N]

+ resonances
in 3-Br than in 3-Cl.84,85 While the solubility of 3-Cl in C6D6
was too low to see the CpiPr4 signals in the 1H NMR spectrum,
the [Et4N]

+ resonances were observed as singlets at −8.64
(methylene) and −7.19 ppm (methyl), consistent with
expected stronger ion pairing in the less polar solvent,
benzene. The line widths for the [Et4N]

+ resonances in 3-Cl
are effectively unchanged between pyridine-d5 and C6D6. The
[Me4N]

+ peak of 3-F was tentatively assigned to the resonance
at 4.74 ppm, based on its smaller line width (66 Hz) relative to

the other resonances in the 1H spectrum; for comparison, the
1H signal for [Me4N]

+ in [Me4N][
nBu4B] in C6H6 was

reported at 2.05 ppm.86

Only six resonances could be identified in the 1H NMR
spectrum of 1 at room temperature (Figure S8), and thus the
molecule likely exhibits an effective C2v symmetry in solution at
this temperature. The extreme broadness of multiple signals
again suggests fast dynamics in solution, which may be
facilitated by the open coordination site on the uranium(III)
center.

Cyclic Voltammetric Studies of the U(III)/U(IV) Redox
Couple in [(CpiPr4)2UX2]

0/−1 (X− = I−, Br−, Cl−, and F−).
Cyclic voltammograms of 2-X (X− = I−, Br−, Cl−, F−) were
recorded in THF using [nBu4N][B(C6F5)4] as the supporting
electrolyte (see Supporting Information for details). For each
compound, the only feature observed in the electrochemical
window was the uranium(III/IV) redox couple, which was
reversible for all four species (Figure 3). We note that cyclic

voltammograms obtained using [nBu4N][PF6] as the electro-
lyte featured only quasi-reversible or irreversible redox waves, a
phenomenon reported previously in the study of actinide
electrochemistry when using electrolytes containing PF6

− or
BF4

− anions.87

The E1/2 values for each uranium(III/IV) redox couple
(versus the ferrocene/ferrocenium redox couple) were found
to be −1.41, −1.57, −1.70, and −2.23 V for 2-I, 2-Br, 2-Cl,
and 2-F, respectively (Figure 3). Intriguingly, while the values
shift by only 130−160 mV from 2-I to 2-Br and from 2-Br to
2-Cl, the negative shift in E1/2 from 2-Cl to 2-F is significantly
larger (530 mV). Kiplinger and co-workers observed a similar
effect on the uranium(III/IV) couple in the series of complexes
Cp*2U[N(SiMe3)2](X) (X

− = Br−, Cl−, F−; 70 versus 310 mV
upon switching from bromide to chloride versus chloride to
fluoride, respectively).49 Similar effects upon switching from
chloride to fluoride have also been observed for the U(IV/V),
U(V/VI), and Ce(III/IV) couples in a variety of complexes,
although the effect in 2-X is particularly pronounced due to the
presence of two halides.14,16,49,88 To rule out coordination of
THF as an influence on our electrochemical measurements, 1H
NMR spectra of 2-F in C6D6 were recorded before and after
adding a drop of THF, and no difference was observed
between the spectra (Figure S26). The anomalously large
effect of the fluoride ligand on stabilizing the higher oxidation

Figure 3. Cyclic voltammograms of 2-X carried out in THF with 0.2
M [nBu4N][B(C6F5)4] electrolyte (scan rate = 100 mV/s). The E1/2
values for each uranium(III/IV) redox couple versus the ferrocene/
ferrocenium (Fc/Fc+) redox couple are −1.41, −1.57, −1.70, and
−2.23 V for 2-I, 2-Br, 2-Cl, and 2-F, respectively.
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state can be attributed to its ability to engage in both strong
covalent and electrostatic interactions with uranium; in
particular, fluoride acts as a stronger π-donor than the other
halides.89−91 The overall halide trend we observe is also
consistent with hard−soft acid−base theory: the larger, more
polarizable halides better stabilize the lower oxidation state.16

UV−Visible Absorption Spectra of (CpiPr4)2UX2 and
[(CpiPr4)2UX2]

−. UV−visible absorption spectra of 2-X and 3-X
were recorded in THF (Figure 4). Each compound in the 2-X

series displays an intense (εmax = 3420−4320 M−1·cm−1) band
near or into the UV region (λmax = 333−443 nm). Given the
intensities and the shifts to lower energies for heavier halides in
2-X (Table 2), we assigned these as ligand-to-metal charge

transfer (LMCT) bands. The UV−vis spectrum of 2-Cl is
qualitatively similar to that of Cp*2UCl2, which displays a band
at approximately 26000 cm−1 (385 nm) with a maximum
intensity slightly greater than 3000 M−1·cm−1 in toluene.87

Notably, no such band was observed for Cp*2U(CH3)2,
87 as

the methyl electrons are not energetically accessible for an
LMCT process.
Similar to what was observed above for the change in the

uranium(III/IV) redox potential upon going from 2-Cl to 2-F,
the energy of the LMCT band increases significantly in
magnitude upon going from 2-Cl to 2-F, relative to the
increase from 2-I to 2-Br or 2-Br to 2-Cl. Such a large
difference may explain why uranium(IV) metallocene
difluorides have been observed to be different colors than
their heavier dihalide analogs.69

The visible regions of 3-X and 1 display a variety of bands
generally assigned as 5f−6d transitions, which are typically
observed in uranium(III) complexes at wavelengths ranging
from ∼500 to 700 nm.1 A particularly intense absorption for 3-
I occurring at the edge of the visible to within the UV region
can be ascribed to the [Cp*2Co]

+ cation.92

Magnetic Studies. The unique coordination environment
provided by rigid η5-cyclopentadienyl ligands has led to
remarkable magnetic properties in lanthanide com-
plexes;26−29,93−95 this can be attributed to the constrained
number of metal−ligand vibrational modes that limit the
possible pathways for fast, through-barrier magnetic relaxa-
tion.27,29 Through-barrier processes, such as quantum
tunneling and Raman relaxation, tend to dominate magnetic
relaxation in actinide-based systems,96−103 although it was
recently predicted that the cation [Cpttt2U]

+ should be capable
of relaxing via an Orbach (overbarrier) process.104 Further-
more, the increased spin−orbit coupling of the 5f orbitals
imparts the actinides with greater magnetic anisotropy than the
lanthanides, which can, in principle, lead to larger barriers to
magnetic relaxation.96−98,105 However, the CpiPr5 analogue of
the uranium metallocenium cation, [(CpiPr5)2U][B(C6F5)4],
and its iodide adduct, (CpiPr5)2UI, were recently shown to
exhibit relatively fast, field-induced slow magnetic relaxation
via a Raman process.30 We were therefore interested in a
comparison study of the magnetic properties of 1 and 5 in
order to shed further light on the magnetization dynamics of
the uranium metallocenium cation.
Variable-temperature direct current (dc) magnetic suscept-

ibility measurements were performed on powdered, poly-
crystalline samples of 1 and 5 (Figures S31 and S32). Under an
applied field of 0.1 T, the χMT values of 1 and 5 at 300 K are
1.41 and 1.75 cm3·K·mol−1, respectively, within the range
reported for other uranium(III) complexes.106 The χMT value
for 5 is slightly greater than the calculated value of 1.64 cm3·K·
mol−1 for a free, noninteracting uranium(III) ion (5f3, 4I9/2) as
a result of a contribution from temperature independent
paramagnetism. This contribution can be suppressed under
stronger magnetic fields (Hdc ≥ 1 T), such that, for example,
the 300-K χMT value at 5 T is 1.56 cm3·K·mol−1 for 5. The
smaller magnitude of the experimental room temperature χMT
value for each complex relative to the calculated free-ion value
is typical of actinide complexes and can be ascribed to their
large magnetic anisotropies, which cause an unequal thermal
population of excited crystal field states.107

The relaxation dynamics of polycrystalline 1 and 5 were
studied by carrying out alternating current (ac) magnetic
susceptibility measurements in the presence of either a 4 or 6
Oe ac field (1−1500 Hz) and zero dc field. Compound 1
exhibited no signal in the out-of-phase susceptibility (χ″)
under these conditions (Figure S33), but partial χ″ peaks were
observed at high frequency for compound 5 between 1.8 and 3
K (Figures S35 and S36). Although the absence of full χ″ peaks
precluded an accurate fit using a generalized Debye model,108

the relaxation is clearly rapid. We note that there is a slight
increase in the magnitude of χ″ with temperature under zero
field, behavior that has been characterized previously for other
single-molecule magnets.109,110 Application of a small dc field
(vida inf ra) gives rise to full χ″ peaks exhibiting expected
behavior (a decrease in the magnitude of χ″ with increasing
temperature), and thus, the behavior under zero applied field
may arise as a result of intermolecular interactions that serve to
partially “freeze” the molecular magnetic moments and are

Figure 4. UV−visible spectra of 2-X (top) and 3-X (bottom) in THF.

Table 2. Experimental Energies and Intensities of the
LMCT Band of 2-X Dissolved in THF

complex λmax (nm), νmax (cm
−1) εmax (M

−1·cm−1)

2-I 443, 22600 3530
2-Br 412, 24300 3420
2-Cl 394, 25400 3700
2-F 333, 30100 4320
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disrupted at higher temperatures. The absence of molecular-
based slow-magnetic relaxation under zero-field is typical for
mononuclear actinide complexes, and arises from efficient
quantum tunneling.30,104,111

Application of a field suppresses this fast zero field process
and results in the emergence of significantly slower, field-
activated magnetic relaxation for both 1 and 5 (Figures S33,
S34, and S37−S40). Under optimized dc fields of 1000 and
500 Oe for 1 and 5, respectively, a temperature-dependent χ″
signal was observed for both complexes at temperatures as high
as 9.0 K, consistent with molecular magnetic relaxation
processes (Figure 5).
The magnetic relaxation times and temperature dependence

for the field-activated relaxation processes of 1 and 5 are quite
similar to each other (Figure 6), and notably, the relaxation
times are significantly longer, by at least an order of magnitude,
than those for the other mononuclear actinide-based single-
molecule magnets.30,96,99 Ac measurements (Hdc = 1000 Oe)
were also carried out on a 53.5 mM frozen toluene solution of
1, selected of the two compounds because of its high solubility,
and the resulting data revealed analogous behavior to that of
the polycrystalline sample (Figures S43, S44, and S47). The
temperature dependent relaxation times for 1 and 5, as well as
the frozen solution sample of 1, were best fit assuming a
Raman-only relaxation process using the formula τ−1 = CTn

(see Table 3 for fit parameters). Kramers ions typically show a
T9 power dependence for Raman relaxation,112 but other
exponents have been found in practice,26−29,113−115 due in part
to the inadequacy of the Debye model in accurately modeling
the phonon density distributions in molecular solids.
Interestingly, the Raman fitting parameters differ for the
polycrystalline and solution samples of 1, which could reflect a
change in the surrounding phonon (lattice vibration) environ-
ment in solution and removal of intermolecular interactions;

Figure 5. Plots of the in-phase (χM′) and out-of-phase (χM″) molar magnetic susceptibility versus frequency of the oscillating field (4 Oe, 0.1−1500
Hz) for polycrystalline samples of (CpiPr4)2UI (1, left) and [(CpiPr4)2U[B(C6F5)4] (5, right) under static fields of 1000 and 500 Oe, respectively,
over the temperature range of 1.8 to 9.0 K. Experimental data points are represented by colored circles, and the points representing fits to a
generalized Debye model108 are connected by solid lines.

Figure 6. Plot of the relaxation rate (τ−1) versus temperature (T)
(log−log scale) for polycrystalline samples of (CpiPr4)2UI (1) and
[(CpiPr4)2U][B(C6F5)4] (5). Relaxation times for 1 were extracted
from ac susceptibility measurements between 1.8 and 7.0 K, while
those for 5 were extracted from measurements between 2.2 and 8.0 K.
The red and blue circles represent the measured relaxation rates for 1
and 5, respectively, while the black solid lines correspond to the best
fit of the relaxation times according to the equation τ−1 = CTn.

Table 3. Parameters Used To Fit Temperature-Dependent
Relaxation Times Extracted from Ac Magnetic Susceptibility
Measurements on Polycrystalline 1, a 53.5 mM Frozen
Toluene Solution of 1, and Polycrystalline 5a

parameter polycrystalline 1 frozen solution 1 polycrystalline 5

C (K−n·s−1) 0.0044 0.0130 0.0058
n 7.63 6.53 6.98

aData for 1 and 5 were collected under dc fields of 1000 and 500 Oe,
respectively.
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however, the overall similarity in relaxation times and
temperature dependence for both samples of 1 suggest that
the origin of magnetic relaxation in 1 and, by extension, 5, is
molecular, arising principally through molecular-based vibra-
tions constrained by the cyclopentadienyl ligands.
For the series [(CpiPr4X)2Dy][B(C6F5)4] (X = H, Me, Et,

and iPr), it was recently shown that slower relaxation dynamics
and larger barriers to magnetic relaxation result with increasing
Cp(cent)−Dy−Cp(cent) angle and strength of the Dy−
Cp(cent) interaction.28 In an interesting contrast, compound
5 exhibits a much smaller Cp(cent)−U−Cp(cent) angle than
the recently reported single-molecule magnet [(CpiPr5)2U][B-
(C6F5)4]

30 (142.5(2)° versus 167.82(8)°, respectively),
although the applied-field relaxation times of 5 are an order
of magnitude longer than those observed in the penta-
(isopropyl) analog. Computational studies suggest that the
strong ligand field splitting in [(CpiPr5)2U][B(C6F5)4] results
in significant quenching of the orbital angular momentum,
which can facilitate efficient through-barrier relaxation.105

Thus, the improved magnetic performance of 5 may arise
from the more flexible coordination environment provided by
CpiPr4, which results in a weaker ligand field splitting for the
uranium center and hence a smaller quenching of the orbital
angular momentum, as illustrated by the larger saturation
magnetization of 5 relative to [(CpiPr5)2U][B(C6F5)4] (Figures
S49−S51).
Despite the hypothetical potential for larger barriers to

magnetic relaxation compared to those found in lanthanide
complexes, the magnetization dynamics of 1 and 5 are
dominated by through-barrier relaxation processes, as is typical
of actinide systems. In contrast, the dysprosium analog of 5,
[(CpiPr4)2Dy][B(C6F5)4], was found to exhibit very slow
magnetic relaxation, with a blocking temperature (correspond-
ing to a 100-s relaxation time) of 17 K and an Orbach barrier
of Ueff = 1285 cm−1.28 Ab initio spin dynamics calculations
performed on [Cpttt2Dy][B(C6F5)4] suggested that magnetic
relaxation in this class of lanthanide compounds is predom-
inately moderated by local molecular vibrationsspecifically,
bending modes within the Cp ligands.27 The phonons arising
from these vibrations provide the energy necessary for
magnetic relaxation via a spin−phonon interaction, which is,
in turn, facilitated by strong spin−orbit coupling.116,117 In this
context, the stronger spin−orbit coupling and metal−ligand
interactions present in uranium species may make them more
susceptible to strong spin−phonon interactions, and hence
faster magnetic relaxation. This is further exacerbated by the
low magnetic moment of uranium(III) relative to dysprosium-
(III), allowing for more intense mixing of excited magnetic
states into the ground magnetic state, even in relatively high
symmetries.111

■ CONCLUSIONS
Using the bulky tetra(isopropyl)cyclopentadienyl ligand,
CpiPr4, we have synthesized the neutral uranium(III)
compound (CpiPr4)2UI (1), which serves as a reactant in
synthesizing mononuclear uranium(IV) metallocene dihalides
(2-X) and anionic uranium(III) metallocene dihalides (3-X)
(for X− = F−, Cl−, Br−, and I−). The dynamic behavior of the
latter two series in solution was characterized using variable-
temperature 1H NMR spectroscopy, demonstrating that the
size of the halide greatly affects the temperature at which the
effective solution symmetry switches from C2v to C2. Cyclic
voltammetric studies revealed that changing the halide ligands

from chloride to fluoride shifts the uranium(III/IV) redox
couple negatively by over half a volt, while only 130−160 mV
shifts occur between the other neighboring sets of halide
ligands. Similarly, a significantly greater change in the energy of
the LMCT band in the uranium(IV) dihalides was observed
between the chloride and the fluoride complexes. These results
highlight the unique nature of the interactions between
uranium and fluoride relative to the other halides.
Interestingly, it was also possible to synthesize the

coordination solids 4-Cl and 4-CN from the reaction of 1
with CsCl and NaCN, respectively, in ethereal solvents.
Finally, iodide abstraction from 1 yielded the “base-free”
uranium(III) metallocenium cation salt (5) and its more stable
DME adduct (5-DME). Complexes 1 and 5 exhibit similar
magnetic relaxation behavior only under applied fields;
however, this relaxation is slower than that of other reported
mononuclear actinide single-molecule magnets, including the
recently reported [(CpiPr5)2U]

+ cation. This slower relaxation
can likely be ascribed to the generally more constrained ligand
environment offered by the cyclopentadienyl coordination,
while in the particular case of uranium, the greater flexibility of
the CpiPr4 ligand may serve to reduce anisotropy-quenching
ligand field interactions. Even still, as these results demon-
strate, the pervasiveness of through-barrier relaxation mecha-
nisms continues to dramatically limit the performance of
uranium single-molecule magnets compared to their lanthanide
analogs.
Single-crystal X-ray diffraction characterization of all

complexes in this work provided a unique opportunity to
compare the effects of varying or abstracting halides and
changing oxidation states on the solid-state structures of bent
uranium metallocenes. In particular, this work provides
experimental evidence for the prevalence of shallow potential
energy wells in the Cp(cent)−U−Cp(cent) angle of these
compounds. Efforts to isolate new reactive structures using the
bulky but robust (CpiPr4)2U fragment are ongoing.
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