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A combination of Cr K-edge XAS and DFT calculations have been performed on archetypal chromium
porphyrinoid complexes CrV[TMPIO (2) and Cr[TPCIO (3), and the results have been compared to the
reference compound Cr'"[TPPICL (1), where TPP?~, TMP?~, and TPC>~ are the anions of meso-
tetraphenylporphyrin, meso-tetramesitylporphyrin, and meso-triphenylcorrole, respectively. The intensity-
weighted average energy position in 1 (5990.9 eV), 2 (5992.0 eV) and 3 (5992.6 eV) are consistent with
increasing the metal oxidation state along the series. EXAFS and theoretical analysis of 2 and 3 reveal that the
Cr—0O bond is longer and weaker in 3 relative to 2, despite the structural similarity and increase in oxidation
state in 3. This is also reflected in a comparison of the Cr K-pre-edge transitions. The roughly twenty-fold
increase in intensity in the two oxo complexes is unsurprising and well-precedented for other first-row
transition metals. However, although 3 had greater overall intensity, the intensity of transitions along the Cr-O
bond is greater. EXAFS, DFT and TDDFT analyses show that the more contracted N4 core of the corrole

results in a greater out-of-plane displacement of the Cr in 3 relative to 2, which in turn accentuates the lower
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Accepted 13th May 2020 local symmetry of the Cr in 3 relative to 2. This difference helps us to appreciate the TDDFT result that

whereas two 1s— 3d,2 transitions make up the majority of the intensity in the pre-edge of 2, the pre-edge of
3 also includes fairly intense transitions to molecular orbitals with 3d,, 3d,, and 3d, character, thus
accounting for the somewhat higher overall intensity for 3.
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Introduction

The importance of X-ray absorption spectroscopy (XAS) as an
analytical method for chromium stems from two broad reasons.
One, chromium analysis is important for an unusually wide
range of substances, including catalysts and reagents, alloys
and ceramics, and soil and environmental samples, in the last
of which Cr(vi) acts as a major toxin. Two, chromium exhibits
a variety of oxidation states, from 0 to +VI, which should be
readily distinguishable with XAS. Until now, XAS studies have
largely probed Cr(ur) and Cr(vi), and paid little attention to the
Cr(wv) and Cr(v) states. In an attempt to bridge this knowledge
gap, we present here a Cr K-edge XAS study of three archetypal
chromium porphyrinoid complexes, including Cr"'[TPP]CI (1),
CrV[TMP]O (2), and Cr'[TPC]O (3), where TPP*>~, TMP>", and
TPC®™ are the anions of meso-tetraphenylporphyrin, meso-tet-
ramesitylporphyrin, and meso-triphenylcorrole (Scheme 1). The
sterically hindered TMP ligands was chosen to improve the
stability of the Cr(iv) complex, but the differences in peripheral
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substitution are not expected to result in any significant
difference in the relative XAS data among the three complexes.
Somewhat surprisingly, in spite of their obvious sensitivity to
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Scheme 1 Chromium porphyrin and corrole derivatives investigated
in this study.
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transition metal d electron counts, XAS has only been infre-
quently applied to Cr porphyrins and indeed to
metalloporphyrin-type complexes in general, except for those
involving Mn and Fe.'”® Indeed, only one directly relevant study
has been reported in the literature, focusing on Cr"[TTP]O and
CrY[TTP]N, where TTP> is the dianion of meso-tetra(p-tolyl)
porphyrin.® Understandably, we have used substantially
improved theoretical methods in the present study to model the
Cr K-edge XAS data on the high-valent compounds 2 and 3, and
where appropriate, we will point out similarities and differences
relative to the earlier study. Importantly, we will probe the
nature of the Cr-O bond in the 2 and 3 and discuss factors that
are responsible for tuning the bond strength.

Results and discussion
Cr K-edge XAS

Fig. 1 presents Cr K-edge XAS data for 1, 2 and 3. The inset shows
the expanded pre-edge region, which results from Cr 1s-to-3d
transitions. The weak intensity of the pre-edge indicates its elec-
tric dipole-forbidden (but quadrupole-allowed) nature.’*** The pre-
edge energy position and intensity distribution are strongly influ-
enced by changes in the oxidation state and ligand field at the
absorbing Cr center and can be quantitatively compared across
related systems to gain information about these parameters. The
pre-edge energy position shifts to higher energy with an increase in
ligand field strength (which destabilizes the valence 3d levels) and
with localized oxidation at the Cr center. The total intensity and the
intensity pattern are modulated by the overall metal-ligand inter-
action, increase in the number of valence 3d holes, and an increase
in the metal 3d-4p mixing (associated with a decrease in cen-
trosymmetry). The three Cr complexes studied here correspond to
an almost ideal square-pyramidal geometry with the porphyrin (1
and 2) or corrole (3) occupying the equatorial plane and a ClI (1) or
O (2 and 3) occupying the axial position. The structural similarity of
the three complexes greatly facilitates a comparison of the pre-edge
energy position and intensity patterns.

A comparison of the intensity-weighted average energy
position for the S = 3/2 Cr(m) reference complex 1 (5990.9 eV)
and 2 (5992.0 eV) shows a blue-shift of 1.1 eV for the latter. This
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Fig.1 Normalized Cr K-edge XAS for 1 (black), 2 (blue), and 3 (red). The
inset shows the expanded pre-edge region.
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large shift is consistent with an increase in oxidation at the Cr
center in 2 to Cr(iv). The total intensity of the pre-edge also
increases ~20 fold (from 0.2 to 3.9) on going from 1 to 2. The
latter effect results from the short axial Cr-O bond in 2, which
pulls the Cr atom out of the TMP plane, thereby increasing Cr
3d,-4p, orbital mixing, which is responsible for the significant
increase in intensity of the relevant transition(s) within the Cr
pre-edge manifold. Indeed, intense pre-edge features are ubig-
uitous for Mn">™” and Fe'**' complexes with short M-O bonds
for which the energy position and intensities have been quan-
titatively studied with a combination of X-ray absorption and
TDDFT methods. A comparison of 2 and 3 shows a further blue-
shift in the pre-edge energy position of 3 by 0.6 eV (5992.0 eV to
5992.6 eV). Interestingly, although the pre-edge of 2 appears to
be more intense than that of 3, the total intensity of the pre-edge
increases by 13% from 3.9 to 4.5 units on going from 2 to 3. This
difference reflects the fact that the transitions contributing to
the Cr K-pre-edge of 3 are more spread-out, making the pre-edge
envelope of 3 broader than that of 2. The significant blue-shift
and increase in intensity of the pre-edge position of 3
suggests that the Cr center in 3 is more oxidized than that in 2.

The blue-shift and increased intensity of the Cr K-pre-edge of
3 are consistent with the previous polarized Cr K-edge XAS study
on high-valent Cr"[TTP]O and Cr'[TTP]N, which showed
anearly 1 eV shift on going from the Cr(wv) to the Cr(v) complex.®?
The study also showed that the pre-edge feature observed at
~5990 eV is almost completely z-polarized, consistent with the
fact that the pre-edge transitions are extremely weak, electric
quadrupole-allowed transitions that gain intensity through
3d-4p, mixing. Accordingly, the Cr center in 3 may be assigned
as Cr(v). Below, these experimental results are compared with
DFT calculations to obtain a comprehensive picture of the
bonding differences in 2 and 3.

Cr K-edge EXAFS

The non-phase-shift-corrected Fourier transforms and corre-
sponding Cr K-edge EXAFS data (inset) are presented in Fig. 2
for 2 and 3. The EXAFS best fits are shown in Fig. 3 and Table 1.
The best fit for 2 reveals 1 Cr-O and 4 Cr-N distances of 1.56 A
and 2.03 A, respectively, while 3 is best fit with 1 Cr-O and 4 Cr-
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Fig. 2 Non-phase-shift-corrected Fourier transform data for 2 (blue)
and 3 (red). The inset shows the Cr K-edge EXAFS comparison.
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Fig. 3 Comparison of Cr K-pre-edge XAS data (top panel, solid lines)
for 1 (black), 2 (blue), and 3 (red) with TDDFT calculated spectra
(dashed lines). The calculated spectra have been energy-shifted by
154 eV and the calculated intensities have been scaled for graphical
representation.

Table 1 EXAFS least squares fitting results

Complex  Coordination/path ~ R* (&) ¢’ (A%) E,(eV) F°
2 1Cr-O 1.56 128 —3.87 0.56
4 Cr-N 2.03 121
2 Cr-C 2.46 398
6 Cr-C 3.04 153
8 Cr-C-N 3.40 462
16 Cr-C-N 4.38 554
3 1Cr-O 1.60 22 6.29 0.33
4 Cr-N 1.95 424
6 Cr-C 2.99 638
12 Cr-C-N 3.15 712
4 Cr-C 4.22 152

“ The estimated standard deviations for the distances are on the order
of £0.02 A. ? The ¢ values have been multiplied by 10°. ¢ The error is

given by Z[(Xobsd - Xcalcd)2k6]/ Z[(Xobsd)zkﬁ]~ The SO2 factor was set at 1.

N distances of 1.60 A and 1.95 A, respectively. The second and
third shell of the EXAFS data were fit using single and multiple
scattering contributions from the porphyrin and corrole rings
in the equatorial plane. The presence of the short Cr-O
distances in both compounds confirm the structural integrity of
the samples used for the XAS measurements. These results were
used as structural calibration for the level of theory used for the
DFT calculations (see below).

Table 2 Select DFT results for 1, 2 and 3
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DFT and TDDFT calculations

Spin-unrestricted DFT calculations were performed on the three
complexes studied and selected calculated results are presented
in Table 2. The optimized bond distances (Table 1) are in good
agreement with those observed from the Cr K-edge EXAFS
results presented in Table 1. The calculated Lowdin spin pop-
ulations clearly underscore the electronic-structural differences
among the three compounds. Thus, 1 is a typical S = 3/2 Cr(m)
complex, 2 is a low-spin d* species, and 3 is an § = 1/2 d*
species. These descriptions are consistent with electronic-
structural assignments based on energy shifts and intensity
distributions observed in the Cr K-pre-edge data.

Chromium 1s — 3d TDDFT calculations were performed to
theoretically simulate the Cr K-pre-edge region. As shown in
Fig. 3, the experimental data are reasonably well reproduced,
indicating that the calculations are correctly capturing details of
the metal-ligand bonding in the three compounds. Gratifyingly,
the calculations reproduce the intense transitions in 2 and 3,
and somewhat less well, also the increase in total pre-edge
intensity (6%) in 3 relative to 2. As mentioned before, the pre-
edge intensity increases with an increase in the number of 3d
holes, an increase in 3d-4p mixing, or a combination thereof. A
direct comparison of these factors between 2 and 3 is possible
because they are geometrically similar (both are square-
pyramidal) and have the same set of ligands (a short axial Cr-
O bond and four equatorial Cr-N bonds). Geometry optimiza-
tions revealed that the Cr-O distance is slightly longer for 3 than
for 2 (1.58 versus 1.56 A). The Cr-O Mayer bond order is also
greater for 2 relative to 3 (Table 2). These factors both indicate
a greater Cr 3d,>—4p, orbital mixing in 2, which leads to more
intense 1s— 3d,: transitions in 2 relative to 3 and the appear-
ance of greater intensity.

One explanation for the increase in total pre-edge intensity
in 3 is the increase in number of holes (3d" relative to 3d” in 2).
To check this possibility, the valence Kohn-Sham molecular
orbitals with substantial Cr 3d character were visualized and
analyzed. Fig. 4 shows that the extra hole on 3 resides
predominantly in a 3d,, orbital. Since 1s — 3d,, transitions are
dipole-forbidden and do not significantly contribute to the pre-
edge intensity (<1% of total intensity), the increase in total pre-
edge intensity relative to 2 does not reflect the number of 3d
holes in the two complexes.

To understand the greater total pre-edge intensity in 3,
individual contributions to the TDDFT transition manifold were
mapped to the Cr 3d-based molecular orbitals. The results are
summarized in Fig. 5, where both the dipole (dominant) and
quadrupole (minor) contributions are included, even though

Bond distance (A)

Lowdin spin population

Mayer bond order

Cr-0/Cl Cr-N,y Cr 0o/Cl porphyrin/corrole Cr-0O/Cl Cr-N,
1 2.24 2.04 2.91 0.05 0.04 1.15 0.56
1.56 2.06 0 0 0 2.31 0.60
3 1.58 1.95 1.20 —0.13 —0.03 2.12 0.78
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Fig. 4 Valence unoccupied MO energy level and Mulliken population contour plots for 2 and 3. The energy level diagram for the B MO's are
identical to the a MO's for Cr[TPP]O and are not included. Only the Cr 3d-based MOs are shown and ligand-based MOs have been omitted for
clarity. The 3d,z atomic orbital contributes to two MO's (a minority component is in the MO represented by a dashed line). The highlighted MO for

Cr[TPC]O emphasizes the extra hole and the Cr(v) state of 3.

the latter are not discernible at the magnification of the figure.
Fig. 5 reveals that whereas only two 1s — 3d.- transitions make
up the majority of the intensity in the pre-edge of 2, the pre-edge
of 3 is composed of transitions to molecular orbitals with 3d,,,
3d,, and 3d,: character, indicating that 3 has somewhat lower
molecular symmetry than 2. This can be explained by the
difference in bonding between Cr and the equatorial porphyrin
and corrole ligands. A decrease in molecular symmetry can
result both from a stronger ‘pull’ from the short Cr-O distance
and a ‘push’ from the equatorial plane due to short equatorial
metal-ligand bonds. Table 1 shows that the Cr-N equatorial
bond distances are >0.1 A shorter in 3 (corrole) relative to 2
(porphyrin). Furthermore, the cavity size of corroles is known to
be smaller than porphyrins, in agreement with the theoretical
results presented here, which show that the calculated distance
between two N atoms trans with respect to the Cr is 4.0 A and 3.7
A'in 2 and 3, respectively. The 0.3 A shortening and the larger
size of Cr (relative to Mn and Fe) heightens the ‘push’ effect in 3.
Consistent with this explanation, the NNNCr dihedral angle in 3
is ~24° compared to ~19° in 2. This larger displacement of the
Cr out of the N, equatorial plane results in greater 3d,,- and
3d,,~4p mixing in 3 relative to 2, increasing the total Cr K-pre-

This journal is © The Royal Society of Chemistry 2020

edge intensity of 3, in spite of the fact that 2 has a shorter Cr-
O bond and more intense 1s — 3d,» transitions. Fig. 5 shows
that the short Cr-equatorial bonds not only lead to a larger
distortion of the Cr from the corrole plane, but also to increased
bonding interaction involving the Cr 3d,: orbital. Chromium
3d,-based valence orbitals have ~5% and 20% N character in
the case of 2 (orbital numbers 182, 190) and 3 (orbital numbers
157, 158), respectively. This increase in Cr-N interaction effec-
tively creates a pseudo-trans-effect, which slightly weakens the
Cr-O bond. The weakening is evidenced by an increase in the
Mayer bond order of the Cr-O bond in the lower-valent 2 (Cr(iv))
relative to 3 (Cr(v)). This finding is an interesting deviation from
the typical scenario in high-valent compounds of Fe and Mn in
which the short metal-axial ligand distance shortens with
increase in oxidation state. This result may also be contrasted
with those of multiple-scattered-wave X, (MSW X,,) calculations
on Cr"V[TTP]O, which indicated that the displacement of the Cr
atom from the equatorial plane had no impact on the calculated
spectra. This difference presumably reflects the fact that the
MSW X, study only included z-polarization and did not include
xz and yz polarization, which is the dominant contributor to
enhanced intensity in 3 relative to 2.

RSC Adv, 2020, 10, 20572-20578 | 20575
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Conclusion

A combined XAS and DFT/TDDFT study of three archetypal
chromium porphyrinoid complexes cr'[replcl (1),
Cr™"[TMP]-O (2), and Cr'[TPC]O (3) - has provided detailed
insights into the nature of the Cr K-pre-edge transitions of these
compounds. The intensity-weighted average energy position of
1(5990.9 eV), 2 (5992.0 €V), and 3 (5992.6 €V) are consistent with
increasing metal oxidation state along the series. The total
intensities of the pre-edge features, which were 0.2, 3.9, and 4.5
units for the three compounds, are also instructive. The roughly
twenty-fold increase in intensity in the two oxo complexes is
unsurprising and well-precedented for other first-row transition
metals. The increased pre-edge intensity of 3 relative to 2, on the
other hand, proved worthy of investigation. According to EXAFS
and DFT analyses, the more contracted N, core of the corrole
results in a greater out-of-plane displacement of the Cr in 3

20576 | RSC Adv, 2020, 10, 20572-20578

Individual transition contributing to the TDDFT calculated 1s — 3d spectra: complex (top) 2, (bottom) 3.

relative to 2, which in turn accentuates the lower local symmetry
of the Cr in 3 relative to 2. This difference helps us appreciate
the TDDFT result that whereas two 1s — 3d,: transitions make
up the majority of the intensity in the pre-edge of 2, the pre-edge
of 3 also includes fairly intense transitions to molecular orbitals
with 3d,;, 3d,, and 3d,: character, thus accounting for the
somewhat higher overall intensity for 3. Finally, the increased
overlap of the Cr 3d,: orbital with the equatorial N atoms results
in a pseudo-trans-effect that weakens the Cr-O bond in 3 rela-
tive to 2, in spite of the fact that 3 is more oxidized than 2.

Experimental section
Synthetic methods

meso-Tetramesitylporphyrin was purchased from Mid-Century
Chemicals. Chromium(u) chloride (CrCl,), chromium hex-
acarbonyl, and m-chloroperoxybenzoic acid (mCPBA) were

This journal is © The Royal Society of Chemistry 2020
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purchased from Sigma-Aldrich. Chloroform was distilled from
P,0,, deacidified by passing through a two-layered column of
dry K,CO; and dry basic alumina (Activity I), and stored over
activated 4 A molecular sieves. meso-Tetraphenylporphyrin?
and meso-triphenylcorrole* were prepared according to litera-
ture procedures. Chromium(m) meso-tetramesitylporphyrin
chloride,* Cr'™[TMP]C], and chromium(m) meso-tetraphe-
nylporphyrin chloride,? Cr™[TPP]CI (1), were prepared under
aerobic conditions using protocols due to Adler et al.*® Chro-
mium(iv)-oxo meso-tetramesitylporphyrin, Cr"'[TMP]O (2), was
prepared as previously described,* with the following modifi-
cations: Cr'™[TMP]CI and mCPBA (4 equiv.) were stirred in dry,
deacidified CHCI; under argon for 15 min. Dry K,CO; was
added to the solution and after stirring for 3 min, the suspen-
sion was placed on a basic alumina (Activity I) column and
flash-chromatographed with dry, deacidified CHCl; under
argon, whereupon Cr"[TMP]O eluted as the first red band.
Chromium(v)-oxo meso-triphenylcorrole was prepared as previ-
ously described using a method similar to that used for the
tris(pentafluorophenyl)corrole analogue.?”

Cr K-edge XANES and EXAFS measurements

The Cr K-edge X-ray absorption spectra were measured at the
Stanford Synchrotron Radiation Lightsource (SSRL). Complexes
1 and 3 were analyzed on the wiggler BL9-3 under standard ring
conditions of 3 GeV and ~500 mA. A Si(220) double crystal
monochromator was used for energy selection. A harmonic
rejection mirror was used and the monochromator detuned by
10% to reject components of higher harmonics. Complex 2 was
analyzed on the wiggler BL7-3. The noMO0 configuration was
selected and the monochromator was detuned by 50%. For all
measurements, the samples were maintained at a constant
temperature of ~10 K using an Oxford liquid He cryostat.
Chromium K-edge XAS data were measured in both trans-
mission mode using ion chambers and in total fluorescent yield
mode using a PIPS detector. For the fluorescence measure-
ments, background signal was suppressed by using soller slits
equipped with a V filter. The solid samples were ground to
a homogenous powder in a BN matrix. The homogeneous
mixture was then placed in Al spacers and wrapped in Kapton
tape. Internal energy calibration was accomplished by simul-
taneous measurement of the absorption of a Cr-foil placed
between two ionization chambers located after the sample. The
first inflection point of the foil spectrum was set at 5989 eV. At
least two sweeps were collected on each spot to ensure that no
radiation damage was observed. The data presented here are 6-,
8-, and 4-scan average spectra for 1, 2 and 3, respectively. Energy
calibration, background correction, data averaging, and
normalization were accomplished with the EXAFSPAK package.
The data were processed by fitting a second-order polynomial to
the pre-edge region and subtracting this from the entire spec-
trum as background in PySpline*”*® and Athena which is part of
the Demeter software package version 0.9.24.° A four-region
spline of orders 2, 3, 3 and 3 was used to model the smoothly
decaying post-edge region. Theoretical EXAFS signals x (k) were
calculated by using FEFF****> (Macintosh version 7) on

This journal is © The Royal Society of Chemistry 2020
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structures obtained from a reported crystal structure.>® Theo-
retical models were fit to the data using EXAFSPAK.* The
structural parameters varied during the fitting process were the
bond distance (R) and bond-variance ¢*, which is related to the
Debye-Waller factor resulting from thermal motion and static
disorder of the absorbing and scattering atoms. The non-
structural parameter AE, (the energy at which k = 0) was also
allowed to vary but was restricted to a common value for every
component in a given fit. Coordination numbers were system-
atically varied in the course of the fit but were fixed within
a given fit.

DFT calculations

DFT geometry optimizations were carried out with the BP86 **-°
functional and a spin-unrestricted formalism (flipspin), allow-
ing for broken-symmetry solutions, using the ORCA 3.0.3
program system.”” The Ahlrichs all-electron triple-{-triple
polarization basis set TZVPP***° was used for Cr and TZVP was
used for all other atoms. Tight SCF convergence criteria were
employed throughout. The SlowConv criterion was employed.
An SCF grid of 4 with no finalgrid was used. A higher grid (grid7)
was used on the Cr atom. The geometry-optimized structures
were used for TDDFT calculations to simulate the Cr K-pre-edge
XAS region (as implemented in the ORCA package).>*"*
Lowdin spin populations**** and Mayer bond orders** were
calculated. The number of roots was set at 30, MaxDim was set
at 300, “doQuad True” was selected and triplets were not
calculated. The TDDFT calculations were performed (also with
BP86) over the entire valence manifold and for both the spin-up
(Orbwin = 0) and spin-down (OrbWin = 1) transitions. The
calculated energies and intensities were broadened using the
line-broadening script within ORCA to achieve half-widths of
1.5 eV to account for core-hole lifetime and instrument broad-
ening. The calculated pre-edge energies were linearly upshifted
by 154 eV for comparison with experimental spectra. Molecular
orbital contour plots were generated with ChemCraft (https://
www.chemcraftprog.com) and individual atomic orbital
contributions to the molecular orbitals were obtained using
QMForge.*
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