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ABSTRACT: The combined experimental and computational study of the 13
magnetic complexes belonging to the Na[LnDOTA(H2O)] (H4DOTA =
tetraazacyclododecane-N,N′,N″,N‴-tetraacetic acid and Ln = Ce−Yb) family
allowed us to identify a new trend: the orientation of the magnetic anisotropy
tensors of derivatives differing by seven f electrons practically coincide. We name
this trend the f n+7 effect. Experiments and theory fully agree on the match
between the magnetic reference frames (e.g., the easy, intermediate, and hard
direction). The shape of the magnetic anisotropy of some couples of ions
differing by seven f electrons might seem instead different at first look, but our
analysis explains a hidden similarity. We thus pave the way toward a reliable
predictivity of the magnetic anisotropy of lanthanide complexes with a
consequent reduced need of computational and synthetical efforts. We also
offer a way to gain information on ions with a relatively small total angular
momentum (i.e., Sm3+ and Eu3+) and on the radioactive Pm3+, which are difficult to investigate experimentally.

■ INTRODUCTION

Deep comprehension of the factors determining magnetic
anisotropy is the key for improving the performances of
lanthanide-based magnetic materials, already used in a wide
range of different fields ranging from biochemistry1 to
medicine,2 from solid state physics3 to cryogenics.4,5 Synthetic
chemists are nowadays able to tailor ligands with a suitable
number and position of donor atoms to enhance the magnetic
anisotropy of the magnetic ion and avoid interactions that can
lead to unfavorable effects on magnetic properties.6−9 The
quest to find periodic correlations and establish whether a
theoretical model is robust enough to predict properties of the
entire lanthanide series makes the collection of data on several
isostructural Ln complexes highly desirable. While magnetic
studies on the second half of the series (Tb to Yb) are
common, publications dealing with both heavy and light
lanthanides are extremely rich in information but rare.10−16

Even if this might seem astonishing, to the best of our
knowledge there are no studies on magnetic properties of
complete series (all 13 magnetic elements, from Ce to Yb) of
mononuclear Ln molecular compounds.
Some simple models based on the electronic density of the

4f shell and on electrostatic interaction to predict the magnetic
anisotropy along the Ln series have been proposed and largely
followed.17−19 However, there are several examples of
compounds that need a more accurate description to obtain
a correct prediction of the shape and strength of magnetic
anisotropy.20−22 One such example is the [Ln(DOTA)-
(H2O)]

− series. The DOTA4− ligand forms stable complexes
with a large number of metal ions.23 Among them, the high

affinity for Ln leads to a remarkable kinetic and thermody-
namic stability in solution.24,25 Several studies on their
conformational equilibrium in solution are also present in
the literature.26,27 The DOTA4− ligand is particularly useful in
the field of magnetic resonance imaging (MRI), due to its
peculiar chelating structure that allows the central lanthanide
to coordinate a labile water molecule.2 The most studied
member of this series is Gd (hereafter, we will refer to the
members of this series with the symbol of the lanthanide in
bold), used as MRI contrast agent with the commercial name
of Dotarem.28 The long rotational correlation time of this
compound implies high proton relaxivities that can be
otherwise achieved only using macromolecules.29 Dy is also
used in MRI as a contrast agent, sometimes with chemical
modifications to the ligand structure.30 Some members of this
series (particularly Eu and Tb)31 are often investigated for
their high luminescence yields when chemically linked to
chromophores.32 More recently, the magnetic properties of the
late derivatives of the series have been investigated. Dy exhibits
a giant field dependence of the relaxation time depending on
the applied external magnetic field,33 capped square while the
spin’s parity plays a crucial role in the appearance of slow
relaxation of the magnetization at low temperatures.21
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Nevertheless, the most intriguing property of these complexes
is their magnetic anisotropy.8,34 Previous studies on the late
lanthanides (Tb to Yb) showed that the easy direction (i.e., the
axis most prone to be magnetized) varies by ca. 90° depending
on the central ion.20,21 However, due to intrinsic sensitivity
issues of standard single-crystal magnetometry, measurements
could not be performed for Ho and Tm. The first half of the
series, composed of ions with lower magnetic moments,
remained to be investigated. Theoretical calculations demon-
strated that, for Dy, the easy axis orientation is strongly
dependent on the position of the hydrogen atoms belonging to
the water molecule coordinated in apical position with relevant
covalent effects.35

In this work, we characterize the magnetic anisotropy of all
13 magnetic derivatives of this series (from Ce to Yb) by
combining cantilever torque magnetometry (CTM) and
electron paramagnetic resonance (EPR) with ab initio
calculations. We thus obtained a reliable and systematic library
of the electronic structure and of the magnetic properties
arising from the different occupations of the f orbitals of
LnDOTA complexes. Our study compares isostructural light
and heavy lanthanides, revealing an unnoticed trend: the f n+7

effect.

■ RESULTS AND DISCUSSION
Magneto-structural correlations in the crystal phase can only
be understood starting from the crystal structure of the
investigated complex. The structures of several derivatives of
this family of complexes have been reported in the
literature,36−38 but we have redetermined all the structures
(except the radioactive Pm) to give a consistent picture and to
highlight subtle trends. These compounds crystallizes in the P1̅
triclinic space group. Once the cocrystallized water molecules
are taken into account, the compounds can be described with
the formula Na[Ln(DOTA)(H2O)]·4H2O. The synthetic
procedure that we used to obtain crystals is described
elsewhere.33 A detailed analysis of the structural changes
along the series is reported in Table S1 and Figures S1−S5 and
reveals that the DOTA4− ligand acts, in the solid state, as a
rigid scaffold that coordinates all the Ln ions in the same
manner. A structure of the LnDOTA− anionic complex is
reported in Figure 1a. If one only considers the first
coordination sphere, the closest geometry for all the complexes
is capped square antiprismatic with the the C4 axis being along
the Ln−Ow bond. However, it is now well established that this
approximation cannot explain the magnetic anisotropy of these
systems.20,21,35

Given the low symmetry of the crystal, only one magneti-
cally inequivalent molecule is present in the unit cell, so the
magnetic anisotropy tensors of the molecules can be
unambiguously mapped using single-crystal measurements.39

While in previous works on heavy Ln complexes this type of
measurement was achieved using standard single-crystal
magnetometry,20,21 here we exploit the high sensitivity and
simplicity of cantilever torque magnetometry.40−44 More
details about the experimental setup and the basic principles
of the technique can be found in the SI and in the
literature.45,46 The magnetic torque (τ) is the vector product
between magnetization (M) and magnetic field (B). In the
low-field/high-temperature regime, it depends linearly on the
magnetic anisotropy of the susceptibility tensor.45 For high
fields and/or low temperature, the angular dependence of the
torque becomes less trivial, but a fundamental characteristic is

maintained: the torque vanishes when the field is parallel (easy
zero) and perpendicular (hard zero) to the projection of the
easiest magnetization direction (the lowest free energy
direction) in the scanned crystallographic plane.
In Figure 1b, we report the angular dependence of the

torque for all the investigated derivatives (Rot1, see SI for
setup details). This rotation is particularly relevant because it
allows sampling a crystallographic plane containing the
lanthanide−water (Ln−Ow) bond (deviation ca. 2°), i.e., the
tetragonal pseudosymmetry axis. Considering the experimental
setup described in the SI, at θ = 50° the magnetic field lies in
the plane formed by the carboxylic oxygens of the ligand, while
it is parallel to the Ln−Ow bond at ca. θ = 140°. The
experimental curves can be grouped into two families,
depending on the phase of the oscillation of the torque
moment. Noticeably, the angular range in which the torque
signal goes to zero is rather minute (40−60° and 130−150°),
indicating that all the derivatives have the projection of the
easiest direction either close to the Ln−Ow bond or almost
perpendicular to it. In Figure 1a we have sketched the two
orientations of the easy direction for the two groups of
derivatives. For derivatives with a positive value of the torque

Figure 1. (a) Orientation of the magnetic field (black arrow)
superimposed to the molecular structure at θ = 0°. The colored
arrows represent the two observed different orientations of the easiest
axis: ca. along the Ln−Ow bond and ca. perpendicular to the Ln−Ow
bond (green and red arrow, respectively). Color code: green, Ln;
black, C; red, O; blue, N. (b) Normalized experimental data (dots)
and best fits (lines) obtained during Rot1 for all Ln. The temperature
is 2 K for all derivatives except for Er (T = 5 K). The magnetic field is
12 T for Ce and Nd, 9 T for Pr and Eu, 5 T for Er, 3 T for Gd, Tb,
and Yb, 2 T for Dy and Ho, and 1.5 T for Tm. On top of the graph
we reported the orientation of the magnetic field (black arrow) with
respect to the molecule at selected angles.
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at θ = 0°, the projection of the easiest direction in the ac*
plane is close to the Ln−Ow bond (green arrow in Figure 1a).
This is the case of Eu, Er, Tm, and Yb. On the contrary, for the
easiest axis projection perpendicular to the Ln−Ow bond (red
arrow in Figure 1a), the torque is negative at θ = 0°. This is the
case of Ce, Pr, Nd, Gd, Tb, Dy, and Ho. To obtain an
unambiguous determination of the orientation of the easiest
axis, we performed a second rotation (Rot2) on those
derivatives for which this direction was not previously
experimentally determined (see Figure S6).20,21 The corre-
sponding low-temperature data were fit with a phenomeno-
logical second-order spin Hamiltonian (see SI and Table S2 for
details). The best fits of Rot1 are reported in Figure 1b (solid
lines), while the fits of both Rot1 and Rot2 are reported in
Figure S6. The experimentally determined easiest directions
are reported in Figure 2 as pink axes; their director cosines are
reported in Table S3. Although based on an oversimplified
model, the fit of the experimental data allows extracting the
low-temperature anisotropy of the susceptibility tensor (i.e.,
easy axis, easy plane, or rhombic) of the complexes. The results
show that all but the first three derivatives exhibit an easy axis
anisotropy. Ce and Pr were determined to be overall easy
plane, with a non-negligible degree of rhombicity. Nd was also
determined to be easy plane, but since the investigated crystal
was very small, the rhombicity could not be detected.
Kramers derivatives were also studied using cw-EPR. This

technique has had historic importance in the understanding of
the electronic structure of Ln-based systems,47 and its
application to Ln-based molecular magnets gained impetus in
the past decade.10,16,48 Only Ce, Nd, Gd, Er, and Yb showed a
signal (Figures S7−S11). Their qualitative analysis agrees with
the prediction of the anisotropy of the ground state by CTM:

easy plane type spectra (i.e., geffx,y > geffz) are observed for Ce
and Nd, while easy axis type spectra (geffz > geffx,y) are obtained
for Er and Yb. Spectral simulations obtained using EASY-
SPIN49 provided the parameters reported in Table S4. Gd was
more thoroughly investigated due to its potential use as a tag in
protein structural determination via pulsed EPR.50 X-band (ca.
9.4 GHz) and W-band (ca. 94 GHz) EPR spectra at variable
temperature (Figure 3 and Figure S11) allowed us to
unambiguously determine for this derivative an easy axis type
anisotropy, with non-negligible rhombicity in the hard plane
(see SI and Figure S12 for a detailed discussion). The EPR-
determined anisotropy agrees with the CTM results, but it is in
contrast with the previous report of HF-EPR spectra at 240
GHz, where zero field splitting (ZFS) was deemed to be

Figure 2. Experimental (pink) and theoretical (blue) orientation of the easiest axis of Ln. Data for Tb and Yb were taken from the literature. For
Sm and Pm, only the theoretical calculations were performed. The colored 3D shapes are the ab initio calculated susceptibility tensor at T = 2 K
and B = 1 nT. The vertical axis of the susceptibility plots corresponds to ca. the Ln-Ow bond. The ions are also classified according to the type of
anisotropy they exhibit (see main text).

Figure 3. EPR W-band (frequency = 94.320 GHz) experimental
spectrum (red trace) of GdY (doping level 6%) at T = 5.8 K and best
simulation (black trace) obtained with the following Stevens
parameters (in cm−1): B2

0 = −7.5 × 10−3, B4
0 = 8.5 × 10−6, B2

2 =
2.5 × 10−3.
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positive, albeit of absolute values close to those we obtain here.
This discrepancy might originate from the low crystallinity of
the previously investigated samples that were prepared by
lyophilization.51 The latter process is indeed likely to remove
water molecules from the sample, thus leading to a different
structure and consequent difference in anisotropy.35

The static magnetic properties were characterized with
standard magnetometry. The χT curves are reported in Figure
S13 and exhibit the typical decrease at low temperature due to
crystal field (CF) splitting of the J multiplets. The magnet-
ization curves for derivatives not previously measured are
reported in Figure S14.
Concerning the relaxation dynamics (reported in Figures

S15−S24), the parity trend observed for the second half of the
series is here extended to the complete series: only Kramers
ions show in-field Single Molecule Magnet (SMM) behavior. A
comparison of dc−ac data easily shows that for all the
measured derivatives the relaxation pathway is unique (Figures
S25−S29) except for Gd (Figures S21 and S22), which shows
a double peak, as previously reported for GdEDTA.52 The
dilution in the diamagnetic analogue restores a single
relaxation pathway also in Gd (Figures S23, S24, and S29).
The relaxation times extracted from the fits are reported in
Figure S30.
To check whether theory could reproduce the experimental

torque results and to complete the series, we decided to
employ state-of-the-art ab initio calculations, considering both
ionic and covalent contributions at the highest affordable level
of theory (see Computational Details in the SI and Table S5).
The chosen molecular model included the lanthanide ion, the
DOTA ligand, and the apical water molecule directly bonded
to the lanthanide, in accordance with the M2m model
proposed by Briganti et al.35 The similar cell parameters
throughout the series and the isostructural nature of the crystal
packing justify the employment of the same model for all
derivatives. The main values of the susceptibility tensor at low
temperature, g values, and CF parameters extracted from the
calculation are reported in Tables S6−S9. The energy level
structure and composition of the low-lying states are reported
in Tables S10 and S11.
With theory and experiments at hand, we have simulated the

torque curves for all the derivatives (Figures S31−S40). The
low-temperature anisotropy is correctly predicted for all
derivatives except for the quasi-isotropic Gd. The ab initio
easiest directions are reported in Figure 2 as blue axes.
Moreover, a 3D plot of the computed susceptibility tensor at
low temperature is reported for each derivative in Figure 2. A
comparison with the EPR results (compare Table S4 and
Table S7) highlights a previously noticed tendency to
overestimate axiality (e.g., in Ce and Er).39 The predicted
orientation of the easiest axis matches very well the
experimental one for all derivatives (minimum deviation: 3°,
maximum deviation: 14°, average deviation over the 10
anisotropic derivatives experimentally investigated: 9°), as
reported in Table S3. Importantly, the easy axis of Ho was here
calculated to be at almost 90° from the Ln−Ow bond, in
agreement with experiments but in contrast with previous
predictions.21 This highlights the importance of the choice of
the appropriate theoretical model, which must accurately
reproduce the molecule beyond the first coordination sphere
(here orientation of the H atoms of the water molecule
induced by the next neighbors).

The experimental χT curves (Figure S13) are well
reproduced by the calculation only for Pr, Nd, Gd, Tb, and
Dy. The discrepancies can be justified for Eu and Sm (which
possess a poorly magnetic ground state), but their explanation
is challenging for the other derivatives.
The investigation of the full series allows an unprecedented

birds-eye view on the magnetic anisotropy of isostructural
series. By comparing the orientation of the easiest axis, we
noticed that its orientation is shared by Ln3+ having an external
configuration differing by seven f electrons (see Table 1). The

experimental directions for the investigated couples are all very
similar, especially considering the experimental error of 5−10°.
The ab initio results are strikingly similar for all the couples
except for Pr/Dy. We attribute this discrepancy to the
extremely low and quasi-easy plane anisotropy of Pr, which
renders the identification of the easiest direction in the easy
plane rather difficult.
A closer inspection of the theoretical calculations (Table

S12) reveals that also the other axes (intermediate and hard)
coincide for Ce/Tb, Nd/Ho, and Pm/Er but deviate
significantly for Sm/Tm and Eu/Yb. This can be understood
following the same reasoning adopted for Pr: the anisotropy of
Sm and Eu is small but pronouncedly axial. Therefore, the
principal directions in the hard plane are challenging to
identify. This problem is also relevant in the experiments:
among the derivatives for which we have performed two
rotations, only one showed a sufficiently rhombic anisotropy to
identify the complete reference frame: Ce. In this way, we
obtained the experimental confirmation that Ce and Tb share
the same anisotropy reference frame (5°, 11°, and 12°
deviation between hard, intermediate, and easy axes,
respectively). We have graphically reported the experimental
and theoretical orientation of the main axes for the couple Ce/
Tb superimposed on the same structure in Figure 3a and b,
respectively.
A rather intuitive explanation of the f n+7 effect could be

phrased as follows: adding seven electrons in seven f orbitals of
isostructural lanthanide complexes is equivalent to adding a
sphere of negative charges, which should not affect the
magnetic anisotropy.53 This simple explanation suggests that
both orientation and type of anisotropy should be similar for
pairs of ions differing by seven f electrons. However, only the
former is verified here (compare the susceptibility tensors
reported in Figure 2).
Ab initio calculations reveal that the CASSCF-RASSI 4f

orbitals associated with the different ml values, assuming the
pseudo-C4 axis of the complex as the quantization axis (Figure
S41), have the relative occupation shown in Figure 5. First, we
notice a striking similarity between pairs of ions differing by
seven f electrons. The minor differences observed for the
couple Pm/Er can be justified by recalling the absence of an

Table 1. Angle between the Easiest Direction of Derivatives
Differing by Seven f Electrons

derivatives exptl angle/deg ab initio angle/deg

Ce (4f1)/Tb (4f8) 12 2
Pr (4f2)/Dy (4f9) 11 21
Nd (4f3)/Ho (4f10) 10 4
Pm (4f4)/Er (4f11) 7
Sm (4f5)/Tm (4f12) 2
Eu (4f6)/Yb (4f13) 12 1

Journal of the American Chemical Society pubs.acs.org/JACS Article

https://doi.org/10.1021/jacs.1c02502
J. Am. Chem. Soc. 2021, 143, 8108−8115

8111

https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.1c02502?rel=cite-as&ref=PDF&jav=VoR


experimentally determined structure for Pm. We also point out
that the two ml = ±1 orbitals have a high occupancy for all the
derivatives. This agrees with the Aufbau principle in the
presence of a CF, given the substantially nonbonding character
(and thus lower energy) of these orbitals (see the pictorial view
of the orbitals reported in Figure 5). The occupation of the
other orbitals is instead dictated by the competition of the
Aufbau principle and Hund’s rules. Emblematic is the case of
Eu and Tm, for which the occupation of the orbitals with ml =
±2, ±3 provides for the two components a 0.6e−/0.4e− ratio,
supporting the establishment of concomitant competitive
Aufbau and Hund’s regimes (see Figure 4). The result is an
orbital filling in the order ml = |2| < |3| < 0 < |2| < |3| from
electron 3(+7) to electron 6(+7). The analysis of the f orbitals’
occupation trend could also be used to qualitatively predict the
change of the orientation of the magnetic anisotropy. We
notice that the turning points of the orientation of the easy axis
(Pm and Er, see Figure 2) happen when Hund’s rules start to
dominate over the Aufbau regime, resulting in the population
of the ml = |3| rather than of the second ml = |2|. Such analysis
has been possible only thanks to the availability of the whole
series. The analysis of the f orbitals’ occupation trend finely
explains the f n+7 effect and becomes a candidate to be
considered as a reliable qualitative tool for the prediction of the
magnetic anisotropy orientation. Finally, such results indicate
that the occupation of the f orbitals depends on a subtle
balance among CF, spin−orbit coupling, and electron−

electron interactions and, therefore, can change depending
on the nature, number, and geometry of the ligators around the
lanthanide ion.
In a qualitative picture, the ab initio-computed magnetic

anisotropy of Pm-Eu/Er-Yb confirms the f n+7 correspondence
for both orientation and nature of the magnetic anisotropy. On
the contrary, we computed (slightly rhombic) easy plane
anisotropy of the ground state of Ce, Pr, and Nd, while Tb,
Dy, and Ho provide strong easy axis anisotropy, as
experimentally observed. This can be rationalized by
considering the mj composition of the states (mj being the
projection of the total angular momentum along z), when the
quantization axis is fixed along the easiest direction (that is, the
usual convention). Indeed, for Tb, Dy, and Ho we retrieve a
composition dominated by high mj values (Tables S10 and
S11). Noticeably, for ions with large J values, the axiality can
only be quenched at a high level of perturbation.53,54 This is
the reason why Dy3+ complexes are often strongly axial even in
“unfavorable” equatorial CF environments, such as the one
provided by DOTA.53,54

Interestingly, the f n+7 correspondence is fully restored
(orientation and shape) if we calculate the susceptibility
tensor at 100 K (see Table S15 and Figure S42). In this regard,
a close look at the computed energy level structure (Figure
S43) is telltale. While the first three derivatives have a well-
isolated ground state, Tb, Dy, and Ho exhibit several low-lying
states. These energy levels contribute to the magnetization

Figure 4. (a) Experimental and (b) ab initio magnetic reference frame of Ce and Tb superimposed on the same structure.

Figure 5. Ab initio predicted 4f orbital occupancy for the ground state for all the anisotropic derivatives of the series. The color code follows the
legend on the left side of the picture, where the f orbitals have been superimposed to a simplified molecular structure. Fully colored cells indicate
the most representative (population >0.5) spin-up (first half) or spin-down (second half) configuration of the 4f electrons. The thick black lines
emphasize the turning points of the orientation of the easy magnetic axis along the series.
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along different directions, as evident from the composition of
the states expressed fixing the quantization axis along the
pseudo-tetragonal axis (see Tables S13 and S14). Such a result
can be interpreted as a “missed” easy plane magnetic
anisotropy in the second half of the series due to low-
symmetry components of the CF.
Finally, our ab initio analysis allows appreciation of the

strong correlation between the asphericity of the 4f electron
density17,19 and the magnetic anisotropy, recently experimen-
tally investigated through high-resolution synchrotron X-ray
diffraction.55 Especially for Tb and Dy, a deviation from the 4-
fold symmetry is evident in the calculated electron density
around the metal ion (see Figure S44). When observed from
the pseudo-tetragonal axis, we can recognize a compressed
shape, with the lowest electron density being coincident with
the easiest magnetization axis.

■ CONCLUSION

A correlation in the easiest direction between ions differing by
seven f electrons is here experimentally found and theoretically
predicted in both qualitative and quantitative ways. Qual-
itatively, an approach based on the orbital ladder occupation
has been presented, while quantitatively state-of-the-art ab
initio calculations provided sets of CF parameters that were
used to accurately reproduce and rationalize the single-crystal
experiments. The magnetic anisotropy orientation significantly
changes along the series: Ce, Pr, and Nd have (almost) easy
plane anisotropy tensors, while the other derivatives (except
Gd) are strongly easy axis. Tb, Dy, and Ho show an easy axis
anisotropy that can be identified as a “missed” easy plane
anisotropy. Interestingly, the similarity becomes again evident
at high temperature, stressing the importance of defining the
external conditions (temperature and magnetic field) when
discussing magnetic anisotropy.8,34

Although the f n+7 trend might seem trivial for highly
symmetric systems with essentially electrostatic bonds, it is not
so for C1 symmetric molecules, such as LnDOTA, where
asymmetries in the CF and covalency play a crucial role.35 The
fact that this effect was observed in the LnDOTA complexes is
a promising sign that the effect could be extended to other
isostructural series of poorly symmetric molecules. Remark-
ably, low-symmetry molecules constitute more than 90% of the
lanthanide complexes reported to date in the Crystallographic
Cambridge Database.
Moreover, this trend could provide valuable shortcuts to

save huge amounts of computational power. Indeed, it will also
constitute a rather convenient way to gain information on
lanthanides that have a relatively small total angular
momentum and are thus difficult to investigate experimentally.
It would also be interesting to test the limits of the f n+7 effect in
terms of covalency of the metal−ligand interaction.
Finally, the calculation of electronic structure of the whole

LnDOTA series made possible shedding further light on the
non-negligible role of the CF in lanthanide complexes. Indeed,
we showed here the possibility to exploit the Aufbau vs Hund’s
rule competition to finely tune the magnetic anisotropy of
lanthanides. This plays the same role as the hard or soft nature
of the coordinating atoms in determining the high spin−low
spin configuration in transition metal complexes.

■ ASSOCIATED CONTENT
*sı Supporting Information
The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/jacs.1c02502.

Crystallographic characterization; torque measurements
and analysis; EPR spectra and analysis; magnetic
measurements and simulations; energy level structure
and composition; orbital occupancy (PDF)

Accession Codes
CCDC 2032925−2032926, 2032928−2032929, 2032931,
2032934−2032938, 2032946, and 2070879 contain the
supplementary crystallographic data for this paper. These
data can be obtained free of charge via www.ccdc.cam.ac.uk/
data_request/cif, or by emailing data_request@ccdc.cam.ac.
uk, or by contacting The Cambridge Crystallographic Data
Centre, 12 Union Road, Cambridge CB2 1EZ, UK; fax: +44
1223 336033.

■ AUTHOR INFORMATION
Corresponding Author

Mauro Perfetti − Department of Chemistry “U. Schiff”,
University of Florence, Sesto Fiorentino (FI) 50019, Italy;
orcid.org/0000-0001-5649-0449;

Email: mauro.perfetti@unifi.it

Authors
Matteo Briganti − Department of Chemistry “U. Schiff”,
University of Florence, Sesto Fiorentino (FI) 50019, Italy;
orcid.org/0000-0001-8576-3792

Eva Lucaccini − Department of Chemistry “U. Schiff”,
University of Florence, Sesto Fiorentino (FI) 50019, Italy

Laura Chelazzi − Department of Chemistry “U. Schiff”,
University of Florence, Sesto Fiorentino (FI) 50019, Italy;
Center of Crystallography, University of Florence, Sesto
Fiorentino (FI) 50019, Italy

Samuele Ciattini − Department of Chemistry “U. Schiff”,
University of Florence, Sesto Fiorentino (FI) 50019, Italy;
Center of Crystallography, University of Florence, Sesto
Fiorentino (FI) 50019, Italy

Lorenzo Sorace − Department of Chemistry “U. Schiff”,
University of Florence, Sesto Fiorentino (FI) 50019, Italy;
orcid.org/0000-0003-4785-1331

Roberta Sessoli − Department of Chemistry “U. Schiff”,
University of Florence, Sesto Fiorentino (FI) 50019, Italy;
orcid.org/0000-0003-3783-2700

Federico Totti − Department of Chemistry “U. Schiff”,
University of Florence, Sesto Fiorentino (FI) 50019, Italy;
orcid.org/0000-0003-4752-0495

Complete contact information is available at:
https://pubs.acs.org/10.1021/jacs.1c02502

Author Contributions
The manuscript was written through the contributions of all
authors.
Funding
MIUR Italy (“Progetto Dipartimenti di Eccellenza 2018−
2022” allocated to Department of Chemistry “Ugo Schiff”) and
Fondazione Ente Cassa di Risparmio are kindly acknowledged
for their financial support.
Notes
The authors declare no competing financial interest.

Journal of the American Chemical Society pubs.acs.org/JACS Article

https://doi.org/10.1021/jacs.1c02502
J. Am. Chem. Soc. 2021, 143, 8108−8115

8113

https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://pubs.acs.org/doi/10.1021/jacs.1c02502?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/jacs.1c02502/suppl_file/ja1c02502_si_001.pdf
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2032925&id=doi:10.1021/jacs.1c02502
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2032926&id=doi:10.1021/jacs.1c02502
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2032928&id=doi:10.1021/jacs.1c02502
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2032929&id=doi:10.1021/jacs.1c02502
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2032931&id=doi:10.1021/jacs.1c02502
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2032934&id=doi:10.1021/jacs.1c02502
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2032938&id=doi:10.1021/jacs.1c02502
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2032946&id=doi:10.1021/jacs.1c02502
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2070879&id=doi:10.1021/jacs.1c02502
http://www.ccdc.cam.ac.uk/data_request/cif
http://www.ccdc.cam.ac.uk/data_request/cif
mailto:data_request@ccdc.cam.ac.uk
mailto:data_request@ccdc.cam.ac.uk
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Mauro+Perfetti"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-5649-0449
https://orcid.org/0000-0001-5649-0449
mailto:mauro.perfetti@unifi.it
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Matteo+Briganti"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-8576-3792
https://orcid.org/0000-0001-8576-3792
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Eva+Lucaccini"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Laura+Chelazzi"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Samuele+Ciattini"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Lorenzo+Sorace"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-4785-1331
https://orcid.org/0000-0003-4785-1331
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Roberta+Sessoli"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-3783-2700
https://orcid.org/0000-0003-3783-2700
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Federico+Totti"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-4752-0495
https://orcid.org/0000-0003-4752-0495
https://pubs.acs.org/doi/10.1021/jacs.1c02502?ref=pdf
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.1c02502?rel=cite-as&ref=PDF&jav=VoR


■ REFERENCES
(1) Allen, K. N.; Imperiali, B. Lanthanide-tagged proteinsan
illuminating partnership. Curr. Opin. Chem. Biol. 2010, 14 (2), 247−
254.
(2) Bottrill, M.; Kwok, L.; Long, N. J. Lanthanides in magnetic
resonance imaging. Chem. Soc. Rev. 2006, 35, 557−571.
(3) Bogani, L.; Wernsdorfer, W. Molecular Spintronics Using Single-
Molecule Magnets. Nat. Mater. 2008, 7 (3), 179−186.
(4) Pedersen, K. S.; Lorusso, G.; Morales, J. J.; Weyhermüller, T.;
Piligkos, S.; Singh, S. K.; Larsen, D.; Schau-Magnussen, M.;
Rajaraman, G.; Evangelisti, M. Fluoride-Bridged {GdIII3M

III
2} (M=

Cr, Fe, Ga) Molecular Magnetic Refrigerants. Angew. Chem., Int. Ed.
2014, 53 (9), 2394−2397.
(5) Zheng, Y.-Z.; Zhou, G.-J.; Zheng, Z.; Winpenny, R. E. Molecule-
based magnetic coolers. Chem. Soc. Rev. 2014, 43 (5), 1462−1475.
(6) Meng, Y.-S.; Jiang, S.-D.; Wang, B.-W.; Gao, S. Understanding
the magnetic anisotropy toward single-ion magnets. Acc. Chem. Res.
2016, 49 (11), 2381−2389.
(7) Chilton, N. F. Design criteria for high-temperature single-
molecule magnets. Inorg. Chem. 2015, 54 (5), 2097−2099.
(8) Perfetti, M.; Bendix, J. The Multiple Faces, and Phases of
Magnetic Anisotropy. Inorg. Chem. 2019, 58 (18), 11875−11882.
(9) Ding, Y. S.; Chilton, N. F.; Winpenny, R. E.; Zheng, Y. Z. On
Approaching the Limit of Molecular Magnetic Anisotropy: A Near-
Perfect Pentagonal Bipyramidal Dysprosium (III) Single-Molecule
Magnet. Angew. Chem. 2016, 128 (52), 16305−16308.
(10) Lucaccini, E.; Baldoví, J. J.; Chelazzi, L.; Barra, A.-L.; Grepioni,
F.; Costes, J.-P.; Sorace, L. Electronic Structure and Magnetic
Anisotropy in Lanthanoid Single-Ion Magnets with C 3 Symmetry:
The Ln (trenovan) Series. Inorg. Chem. 2017, 56 (8), 4728−4738.
(11) Zhang, Y.; Krylov, D.; Rosenkranz, M.; Schiemenz, S.; Popov,
A. Magnetic anisotropy of endohedral lanthanide ions: paramagnetic
NMR study of MSc2N@ C80-Ih with M running through the whole 4f
row. Chem. Sci. 2015, 6 (4), 2328−2341.
(12) Kahn, M. L.; Lecante, P.; Verelst, M.; Mathonier̀e, C.; Kahn, O.
Structural Studies and Magnetic Properties of Polymeric Ladder-Type
Compounds {Ln2[Ni(opba)]3}⊙S (Ln = Lanthanide Element; opba=
o-Phenylenebis (oxamato), S = Solvent Molecules). Chem. Mater.
2000, 12 (10), 3073−3079.
(13) Aguila,̀ D.; Velasco, V. n.; Barrios, L. A.; González-Fabra, J.; Bo,
C.; Teat, S. J.; Roubeau, O.; Aromí, G. Selective Lanthanide
Distribution within a Comprehensive Series of Heterometallic
[LnPr] Complexes. Inorg. Chem. 2018, 57 (14), 8429−8439.
(14) Costes, J. P.; Dahan, F.; Dupuis, A.; Laurent, J. P. Nature of the
magnetic interaction in the (Cu2+, Ln3+) pairs: an empirical approach
based on the comparison between homologous (Cu2+, Ln3+) and
(NiLS2+, Ln3+) complexes. Chem. - Eur. J. 1998, 4 (9), 1616−1620.
(15) Izuogu, D. C.; Yoshida, T.; Cosquer, G.; Asegbeloyin, J. N.;
Zhang, H.; Thom, A. J.; Yamashita, M. Periodicity of Single-Molecule
Magnet Behaviour of Heterotetranuclear Lanthanide Complexes
Across the Lanthanide Series: A Compendium. Chem. - Eur. J.
2020, 26, 6036−6049.
(16) Rousset, E.; Piccardo, M.; Boulon, M. E.; Gable, R. W.; Soncini,
A.; Sorace, L.; Boskovic, C. Slow magnetic relaxation in lanthanoid
crown ether complexes: interplay of Raman and anomalous phonon
bottleneck processes. Chem. - Eur. J. 2018, 24 (55), 14768−14785.
(17) Rinehart, J. D.; Long, J. R. Exploiting single-ion anisotropy in
the design of f-element single-molecule magnets. Chem. Sci. 2011, 2
(11), 2078−2085.
(18) Chilton, N. F.; Collison, D.; McInnes, E. J.; Winpenny, R. E.;
Soncini, A. An electrostatic model for the determination of magnetic
anisotropy in dysprosium complexes. Nat. Commun. 2013, 4, 2551.
(19) Sievers, J. Asphericity of 4f-shells in their Hund’s rule ground
states. Z. Phys. B: Condens. Matter Quanta 1982, 45 (4), 289−296.
(20) Cucinotta, G.; Perfetti, M.; Luzon, J.; Etienne, M.; Car, P. E.;
Caneschi, A.; Calvez, G.; Bernot, K.; Sessoli, R. Magnetic Anisotropy
in a Dysprosium/DOTA Single-Molecule Magnet: Beyond Simple
Magneto-Structural Correlations. Angew. Chem., Int. Ed. 2012, 51 (7),
1606−1610.

(21) Boulon, M. E.; Cucinotta, G.; Luzon, J.; Degl’Innocenti, C.;
Perfetti, M.; Bernot, K.; Calvez, G.; Caneschi, A.; Sessoli, R. Magnetic
Anisotropy and Spin-Parity Effect Along the Series of Lanthanide
Complexes with DOTA. Angew. Chem. 2013, 125 (1), 368−372.
(22) Lucaccini, E.; Briganti, M.; Perfetti, M.; Vendier, L.; Costes, J.
P.; Totti, F.; Sessoli, R.; Sorace, L. Relaxation dynamics and magnetic
anisotropy in a low symmetry Dy(III) complex. Chem. - Eur. J. 2016,
22 (16), 5552−5562.
(23) Viola-Villegas, N.; Doyle, R. P. The coordination chemistry of
1,4,7,10-tetraazacyclododecane-N,N',N'',N'''-tetraacetic acid
(H4DOTA): Structural overview and analyses on structure-stability
relationships. Coord. Chem. Rev. 2009, 253 (13−14), 1906−1925.
(24) Cacheris, W.; Nickle, S.; Sherry, A. Thermodynamic study of
lanthanide complexes of 1, 4, 7-triazacyclononane-N, N′, N″-triacetic
acid and 1, 4, 7, 10-tetraazacyclododecane-N, N', N'', N'''-tetraacetic
acid. Inorg. Chem. 1987, 26 (6), 958−960.
(25) Zhu, X.; Lever, S. Z. Formation kinetics and stability studies on
the lanthanide complexes of 1, 4, 7, 10-tetraazacyclododecane-N, N',
N'', N'''-tetraacetic acid by capillary electrophoresis. Electrophoresis
2002, 23 (9), 1348−1356.
(26) Bombieri, G.; Artali, R. The impact of lanthanide (III)
derivatives on biological systems. J. Alloys Compd. 2002, 344 (1), 9−
16.
(27) Aime, S.; Botta, M.; Fasano, M.; Marques, M. P. M.; Geraldes,
C. F.; Pubanz, D.; Merbach, A. E. Conformational and coordination
equilibria on DOTA complexes of lanthanide metal ions in aqueous
solution studied by 1H-NMR spectroscopy. Inorg. Chem. 1997, 36
(10), 2059−2068.
(28) Mitchell, D. G. MR imaging contrast agentswhat’s in a name?
Journal of Magnetic Resonance Imaging 1997, 7 (1), 1−4.
(29) André, J. P.; Tóth, É.; Fischer, H.; Seelig, A.; Mäcke, H. R.;
Merbach, A. E. High Relaxivity for Monomeric Gd (DOTA)-Based
MRI Contrast Agents, Thanks to Micellar Self-Organization. Chem. -
Eur. J. 1999, 5 (10), 2977−2983.
(30) Soesbe, T. C.; Ratnakar, S. J.; Milne, M.; Zhang, S.; Do, Q. N.;
Kovacs, Z.; Sherry, A. D. Maximizing T2-exchange in Dy3+ DOTA-
(amide) X chelates: Fine-tuning the water molecule exchange rate for
enhanced T2 contrast in MRI.Magn. Reson. Med. 2014, 71 (3), 1179−
1185.
(31) Perry, W. S.; Pope, S. J.; Allain, C.; Coe, B. J.; Kenwright, A. M.;
Faulkner, S. Synthesis and photophysical properties of kinetically
stable complexes containing a lanthanide ion and a transition metal
antenna group. Dalton Trans. 2010, 39 (45), 10974−10983.
(32) Armelao, L.; Quici, S.; Barigelletti, F.; Accorsi, G.; Bottaro, G.;
Cavazzini, M.; Tondello, E. Design of luminescent lanthanide
complexes: From molecules to highly efficient photo-emitting
materials. Coord. Chem. Rev. 2010, 254 (5−6), 487−505.
(33) Car, P. E.; Perfetti, M.; Mannini, M.; Favre, A.; Caneschi, A.;
Sessoli, R. Giant field dependence of the low temperature relaxation
of the magnetization in a dysprosium(III)-DOTA complex. Chem.
Commun. 2011, 47 (13), 3751−3753.
(34) Perfetti, M.; Bendix, J. Descriptors of magnetic anisotropy
revisited. Chem. Commun. 2018, 54 (86), 12163−12166.
(35) Briganti, M.; Garcia, G. F.; Jung, J.; Sessoli, R.; Le Guennic, B.;
Totti, F. Covalency and magnetic anisotropy in Lanthanide Single
Mole-cule Magnets: the DyDOTA Archetype. Chem. Sci. 2019, 10,
7233−7245.
(36) Benetollo, F.; Bombieri, G.; Calabi, L.; Aime, S.; Botta, M.
Structural variations across the lanthanide series of macrocyclic
DOTA complexes: Insights into the design of contrast agents for
magnetic resonance imaging. Inorg. Chem. 2003, 42 (1), 148−157.
(37) Aime, S.; Barge, A.; Botta, M.; Fasano, M.; Danilo Ayala, J.;
Bombieri, G. Crystal structure and solution dynamics of the
lutetium(III) chelate of DOTA. Inorg. Chim. Acta 1996, 246 (1−2),
423−429.
(38) Janicki, R.; Mondry, A. Structural and thermodynamic aspects
of hydration of Gd (III) systems. Dalton Trans. 2019, 48 (10), 3380−
3391.

Journal of the American Chemical Society pubs.acs.org/JACS Article

https://doi.org/10.1021/jacs.1c02502
J. Am. Chem. Soc. 2021, 143, 8108−8115

8114

https://doi.org/10.1016/j.cbpa.2010.01.004
https://doi.org/10.1016/j.cbpa.2010.01.004
https://doi.org/10.1039/b516376p
https://doi.org/10.1039/b516376p
https://doi.org/10.1038/nmat2133
https://doi.org/10.1038/nmat2133
https://doi.org/10.1002/anie.201308240
https://doi.org/10.1002/anie.201308240
https://doi.org/10.1039/C3CS60337G
https://doi.org/10.1039/C3CS60337G
https://doi.org/10.1021/acs.accounts.6b00222?ref=pdf
https://doi.org/10.1021/acs.accounts.6b00222?ref=pdf
https://doi.org/10.1021/acs.inorgchem.5b00089?ref=pdf
https://doi.org/10.1021/acs.inorgchem.5b00089?ref=pdf
https://doi.org/10.1021/acs.inorgchem.9b00636?ref=pdf
https://doi.org/10.1021/acs.inorgchem.9b00636?ref=pdf
https://doi.org/10.1002/ange.201609685
https://doi.org/10.1002/ange.201609685
https://doi.org/10.1002/ange.201609685
https://doi.org/10.1002/ange.201609685
https://doi.org/10.1021/acs.inorgchem.7b00413?ref=pdf
https://doi.org/10.1021/acs.inorgchem.7b00413?ref=pdf
https://doi.org/10.1021/acs.inorgchem.7b00413?ref=pdf
https://doi.org/10.1039/C5SC00154D
https://doi.org/10.1039/C5SC00154D
https://doi.org/10.1039/C5SC00154D
https://doi.org/10.1021/cm001042p?ref=pdf
https://doi.org/10.1021/cm001042p?ref=pdf
https://doi.org/10.1021/cm001042p?ref=pdf
https://doi.org/10.1021/acs.inorgchem.8b01112?ref=pdf
https://doi.org/10.1021/acs.inorgchem.8b01112?ref=pdf
https://doi.org/10.1021/acs.inorgchem.8b01112?ref=pdf
https://doi.org/10.1002/(SICI)1521-3765(19980904)4:9<1616::AID-CHEM1616>3.0.CO;2-A
https://doi.org/10.1002/(SICI)1521-3765(19980904)4:9<1616::AID-CHEM1616>3.0.CO;2-A
https://doi.org/10.1002/(SICI)1521-3765(19980904)4:9<1616::AID-CHEM1616>3.0.CO;2-A
https://doi.org/10.1002/(SICI)1521-3765(19980904)4:9<1616::AID-CHEM1616>3.0.CO;2-A
https://doi.org/10.1002/chem.202000161
https://doi.org/10.1002/chem.202000161
https://doi.org/10.1002/chem.202000161
https://doi.org/10.1002/chem.201802779
https://doi.org/10.1002/chem.201802779
https://doi.org/10.1002/chem.201802779
https://doi.org/10.1039/c1sc00513h
https://doi.org/10.1039/c1sc00513h
https://doi.org/10.1038/ncomms3551
https://doi.org/10.1038/ncomms3551
https://doi.org/10.1007/BF01321865
https://doi.org/10.1007/BF01321865
https://doi.org/10.1002/anie.201107453
https://doi.org/10.1002/anie.201107453
https://doi.org/10.1002/anie.201107453
https://doi.org/10.1002/ange.201205938
https://doi.org/10.1002/ange.201205938
https://doi.org/10.1002/ange.201205938
https://doi.org/10.1002/chem.201505211
https://doi.org/10.1002/chem.201505211
https://doi.org/10.1016/j.ccr.2009.03.013
https://doi.org/10.1016/j.ccr.2009.03.013
https://doi.org/10.1016/j.ccr.2009.03.013
https://doi.org/10.1016/j.ccr.2009.03.013
https://doi.org/10.1021/ic00253a038?ref=pdf
https://doi.org/10.1021/ic00253a038?ref=pdf
https://doi.org/10.1021/ic00253a038?ref=pdf
https://doi.org/10.1021/ic00253a038?ref=pdf
https://doi.org/10.1002/1522-2683(200205)23:9<1348::AID-ELPS1348>3.0.CO;2-V
https://doi.org/10.1002/1522-2683(200205)23:9<1348::AID-ELPS1348>3.0.CO;2-V
https://doi.org/10.1002/1522-2683(200205)23:9<1348::AID-ELPS1348>3.0.CO;2-V
https://doi.org/10.1016/S0925-8388(02)00296-7
https://doi.org/10.1016/S0925-8388(02)00296-7
https://doi.org/10.1021/ic961364o?ref=pdf
https://doi.org/10.1021/ic961364o?ref=pdf
https://doi.org/10.1021/ic961364o?ref=pdf
https://doi.org/10.1002/jmri.1880070102
https://doi.org/10.1002/(SICI)1521-3765(19991001)5:10<2977::AID-CHEM2977>3.0.CO;2-T
https://doi.org/10.1002/(SICI)1521-3765(19991001)5:10<2977::AID-CHEM2977>3.0.CO;2-T
https://doi.org/10.1002/mrm.25091
https://doi.org/10.1002/mrm.25091
https://doi.org/10.1002/mrm.25091
https://doi.org/10.1039/c0dt00877j
https://doi.org/10.1039/c0dt00877j
https://doi.org/10.1039/c0dt00877j
https://doi.org/10.1016/j.ccr.2009.07.025
https://doi.org/10.1016/j.ccr.2009.07.025
https://doi.org/10.1016/j.ccr.2009.07.025
https://doi.org/10.1039/c0cc05850e
https://doi.org/10.1039/c0cc05850e
https://doi.org/10.1039/C8CC05756G
https://doi.org/10.1039/C8CC05756G
https://doi.org/10.1039/C9SC01743G
https://doi.org/10.1039/C9SC01743G
https://doi.org/10.1021/ic025790n?ref=pdf
https://doi.org/10.1021/ic025790n?ref=pdf
https://doi.org/10.1021/ic025790n?ref=pdf
https://doi.org/10.1016/0020-1693(96)05130-4
https://doi.org/10.1016/0020-1693(96)05130-4
https://doi.org/10.1039/C8DT04869J
https://doi.org/10.1039/C8DT04869J
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.1c02502?rel=cite-as&ref=PDF&jav=VoR


(39) Perfetti, M.; Gysler, M.; Rechkemmer-Patalen, Y.; Zhang, P.;
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