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ABSTRACT: A series of new mixed-ligand lanthanide trifluoroacetates of formula
Ln(4-cpno)(tfa)3(H2O)·H2O (Ln = Sm, Eu, Gd, Tb, Dy; 4-cpno = 4-
cyanopyridine N-oxide; tfa = trifluoroacetate) is reported. Trifluoroacetates were
synthesized as chemically pure polycrystalline solids and their crystal structures
were probed using single-crystal and powder X-ray diffraction. Ln(4-cpno)-
(tfa)3(H2O)·H2O solids make up an isostructural series in which LnO8 polyhedra
are bridged by 4-cpno to form edge-sharing dimers. Trifluoroacetato connects
these dimers to yield chains whose three-dimensional packing is governed by
hydrogen bonds established between 4-cpno, trifluoroacetato, and water. 4-cpno
serves as an efficient sensitizer of lanthanide-centered luminescence. UV excitation
of its singlet manifold and subsequent energy transfer to the 4f levels of the lanthanides yield orange (Sm), red (Eu), green (Tb), and
yellow (Dy) emissions. Sensitization efficiencies reach 81 and 64% for Eu and Tb hybrids, respectively. Tb(4-cpno)(tfa)3(H2O)·
H2O displays a quantum yield of 52%, which coupled to the high absorptivity of 4-cpno, makes it a bright-green emitter under 292
nm excitation. Lanthanide trifluoroacetates may therefore serve as hybrid solid-state light emitters provided that adequate sensitizers
are identified.

■ INTRODUCTION
Lanthanide trifluoroacetates of formula Ln(tfa)3(H2O)3
(lanthanide Ln = Y; tfa = trifluoroacetate) are routinely
employed in the synthesis of downconverting and upconvert-
ing phosphors such as LnF3 and NaLnF4.

1,2 Ln(tfa)3(H2O)3
belongs to the family of mono- and bimetallic trifluoroacetates
whose reactivity as fluorinated precursors to single- and mixed-
metal fluorides is well-established.3−10 By contrast, the
potential of trifluoroacetates as hybrid organic−inorganic
solid-state emitters has been largely overlooked. In the case
of Ln(tfa)3(H2O)3, this gap stems from (1) the low
absorptivity of 4f−4f transitions, which leads to weak
luminescence upon direct excitation of trivalent lanthanides,
(2) the very large energy gap between the singlet and triplet
states of the trifluoroacetate anion (>13000 cm−1),11−13 which
prevents it from acting as an efficient sensitizer of lanthanide
luminescence via intersystem crossing followed by triplet-to-4f
energy transfer, and (3) water molecules directly coordinated
to the lanthanide ion, which tend to quench luminescence via
multiphonon relaxation of the excited 4f levels. With the aim of
addressing these issues, auxiliary ligands that sensitize
lanthanide emission and displace coordinated water molecules
may be incorporated into the crystal structure of lanthanide
trifluoroacetates. This strategy is commonly used in the design
and synthesis of mono- and polynuclear luminescent
lanthanide complexes.14 Following this approach, mixed-ligand
lanthanide trifluoroacetates featuring 2,2′-bipyridine,13,15−17
1,10-phenanthroline,13,15,16 diphenylguanidine,16 tris[3-(2′-
pyridyl)pyrazolyl]borate,12 triphenylphosphine oxide,15 and

hexamethylphosphotriamide15 have been synthesized. Unfortu-
nately, these studies did not report luminescence quantum
yields and sensitization efficiencies. Both metrics are critical to
gauge the potential of an auxiliary ligand as a sensitizer and,
ultimately, to design bright hybrid emitters.
In this Article, we extend the functionality of lanthanide

trifluoroacetates to solid-state light emission. We report the
synthesis, structure, and luminescence of a series of new mixed-
ligand trifluoroacetates of formula Ln(4-cpno)(tfa)3(H2O)·
H2O (Ln = Sm, Eu, Gd, Tb, Dy; 4-cpno = 4-cyanopyridine N-
oxide). The choice of 4-cpno as a light harvester is based on
previous studies of mixed-ligand lanthanide diketonates.18,19

The crystal structures of Ln(4-cpno)(tfa)3(H2O)·H2O hybrids
are probed in single-crystal and polycrystalline forms. Their
chemical purity is established through Rietveld analysis of
powder X-ray diffraction data and thermal analyses. Finally,
steady-state and time-resolved spectrofluorometric analyses are
carried out to characterize the luminescence response of Ln(4-
cpno)(tfa)3(H2O)·H2O, including quantum yields and sensi-
tization efficiencies.
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■ EXPERIMENTAL SECTION
Synthesis. All experiments were carried out under nitrogen

atmosphere using standard Schlenk techniques. Sm2O3 (99.9%),
Eu2O3 (99.9%), Gd2O3 (99.9%), Tb2O3 (99.99%), Dy2O3 (99.9%), 4-
cyanopyridine N-oxide (4-cpno; 96%), and anhydrous CF3COOH
(tfaH; 99%) were purchased from Sigma-Aldrich and used without
further purification. Double-distilled water was employed as a
cosolvent. Ln(4-cpno)(tfa)3(H2O)·H2O was obtained via solvent
evaporation.5 Briefly, Ln2O3 (1 mmol), 1.5 mL of tfaH, and 1.5 mL of
double-distilled water were added to a 50 mL two-necked round-
bottom flask. The resulting suspension was heated at 65 °C for 12 h
under air to obtain a colorless, transparent solution. Then, 1 mmol of
4-cpno was added and the mixture was stirred for a few minutes until
complete dissolution was achieved. The flask containing the reaction
mixture was immersed in a sand bath and solvent evaporation took
place at 30 °C for 48 h under a constant flow of dry nitrogen (140 mL
min−1). White or off-white polycrystalline solids were thus obtained.
Single crystals were recovered from these solids for structure
determination. An identical procedure was followed to synthesize
Ln(tfa)3(H2O)3, the only difference being that no 4-cpno was added
to the reaction mixture. All solids were stored under a static nitrogen
atmosphere.
Single-Crystal X-ray Diffraction (SCXRD). SCXRD analysis was

carried out using a Bruker X8 Apex diffractometer. A colorless crystal
of Sm(4-cpno)(tfa)3(H2O)·H2O (Table 1) with approximate

dimensions 0.48 × 0.32 × 0.25 mm was selected for structure
determination and mounted in Paratone N oil. X-ray intensities were
measured at 100 K using Mo Kα radiation (λ = 0.71073 Å). Frames
were integrated using Bruker SAINT. Experimental data were
corrected for Lorentz, polarization, and absorption effects; for the
latter, the multiscan method was employed using Bruker SADABS.20

Structure solution was accomplished using a dual-space approach, as
implemented in SHELXT21 and difference Fourier (ΔF) maps as
embedded in SHELXL-2014/722 running under ShelXle.23 VESTA
was used to visualize the resulting crystal structure.24 Hydrogen-atom
positions were observed within the first twenty unexplained difference
electron density maxima in ΔF maps and refined (i) riding on the
parent carbon atoms of 4-cpno, or (ii) with restrained O−H bond
distances (0.83(2) Å) and H−O−H angles (1.33(4) Å H···H
distance) in the case of water. Isotropic displacement parameters
(Uiso

H) of hydrogen atoms in 4-cpno and water were constrained
according to Uiso

H = 1.2 × Ueq
C and Uiso

H = 1.5 × Ueq
O, respectively,

where Ueq
C is the equivalent isotropic displacement parameter of the

parent carbon atom and Ueq
O is the equivalent isotropic displacement

parameter of the parent oxygen atom. Table 1 summarizes the crystal
data for Sm(4-cpno)(tfa)3(H2O)·H2O. Full details on the data
collection and structure refinement are given in the Supporting
Information (Tables S1−S5 and Figure S1). Crystal data were
deposited in the Cambridge Crystallographic Data Centre with
number 2130873.
Powder X-ray Diffraction (PXRD). PXRD patterns of Ln(4-

cpno)(tfa)3(H2O)·H2O were collected using a Bruker D2 Phaser

diffractometer operated at 30 kV and 10 mA. Cu Kα radiation (λ =
1.5418 Å) was employed. Patterns were collected in the 5−70° 2θ
range using a step size of 0.01° and a step time of 1.4 s.

Rietveld Analysis. Rietveld analyses25,26 of PXRD patterns were
carried out using the General Structure Analysis System with the
graphical user interphase (EXPGUI).27,28 The following parameters
were refined: (1) scale factor; (2) background, which was modeled
using a shifted Chebyschev polynomial function; (3) peak shape,
which was modeled using a modified Thompson−Cox−Hasting
pseudo-Voight function;29 (4) lattice constants; (5) atomic
coordinates of the lanthanide atom; (6) atomic coordinates of 4-
cpno and trifluoroacetato ligands, with each group considered to be a
rigid body; (7) an isotropic displacement parameter for the lanthanide
atom (Uiso

Ln); (8) an isotropic displacement parameter for all H, C,
N, O, and F atoms belonging to 4-cpno, trifluoroacetato, and water
(Uiso

x) with the constraint that Uiso
x = 1.5 × Uiso

Ln. Difference curves
and Rwp residuals were employed to assess the quality of the refined
structural models.

Thermal Analyses. Thermogravimetric (TGA) and differential
thermal (DTA) analyses were conducted under flowing nitrogen (100
mL min−1) using an SDT2960 TGA−DTA analyzer (TA Instru-
ments). ≈5−15 mg of sample were placed in an alumina crucible, held
at 35 °C for 30 min, ramped to 600 °C at a rate of 10 °C min−1, and
kept at that temperature for 30 min.

Spectrofluorometry. Spectrofluorometric analyses were con-
ducted using a Fluorolog 3-222 fluorometer (Horiba Scientific).
Room-temperature excitation and emission spectra of Ln(4-cpno)-
(tfa)3(H2O)·H2O were collected using a 450 W xenon lamp as the
excitation source and a photomultiplier tube R928 as the detector. Slit
widths ranged from 1 to 3 nm. Phosphorescence spectra of Gd(4-
cpno)(tfa)3(H2O)·H2O and Gd(tfa)3(H2O)3 were recorded at 78 K.
To this end, powder samples were loaded into a VPF-800 variable-
temperature stage (Lake Shore Cryotronics) and degassed at room
temperature for 12 h under vacuum (≈80 mTorr). A xenon flashlamp
was used as the excitation source. Slit widths were set equal to 1 nm.
Luminescence decays were recorded using 290, 370, and 390 nm
SpectraLEDs (Horiba Scientific) as excitation sources. Quantum
yields were determined using an 80 mm integrating sphere (Horiba
Scientific). BaSO4 (99.9%, Sigma-Aldrich) was used as a blank. Ln(4-
cpno)(tfa)3(H2O)·H2O samples were diluted in BaSO4 (≈3 wt %).
Fluorescence emission was collected between 400 and 750 nm.
Emission spectra were corrected for lamp power fluctuations, detector
sensitivity, and integrating sphere response.

UV−Vis Diffuse-Reflectance Spectroscopy. Diffuse-reflectance
spectra of Gd(4-cpno)(tfa)3(H2O)·H2O and Gd(tfa)3(H2O)3 were
collected using a Jasco V-570 UV−vis−NIR spectrophotometer
featuring a 60 mm integrating sphere. Spectra were recorded between
200 and 800 nm. BaSO4 (99.9%, Sigma-Aldrich) was a used as a
reflectance standard. Reflectance (R) was converted to absorbance
using the Kubelka−Munk function F(R) (F(R) = (1 − R)2/2R).30

■ RESULTS AND DISCUSSION
The crystal structure of Sm(4-cpno)(tfa)3(H2O)·H2O is
shown in Figure 1. All members of the Ln(4-cpno)-
(tfa)3(H2O)·H2O series are isostructural. Sm(4-cpno)-
(tfa)3(H2O)·H2O crystallizes in the triclinic P1 space group.
Samarium is eight-coordinated by two oxygen atoms from two
4-cpno ligands, five oxygen atoms belonging to five
trifluoroacetato groups, and one oxygen-atom donor from
water. The coordination geometry corresponds to a distorted
square antiprism. Sm−O bond distances range from 2.34 to
2.49 Å. The building block of the structure consists of dimers
of edge-sharing SmO8 polyhedra. Oxygen atoms belonging to
4-cpno bridge the two samarium atoms, which are ≈4.2 Å
apart (Figure 1a). Dimers are connected to each other through
the carboxylate group of the trifluoroacetato ligands, thus
forming infinite chains that run parallel to the a axis. Samarium
atoms belonging to adjacent dimers are ≈4.4 Å apart.

Table 1. Crystal and Structural Determination Data of
Sm(4-cpno)(tfa)3(H2O)·H2O

chemical formula Sm(4-cpno)(tfa)3(H2O)·H2O
formula weight (g) 645.55
crystal system triclinic
space group P1
a, b, c (Å) 8.1721(4), 10.4996(5), 12.3137(6)
α, β, γ (deg) 92.809(2), 107.637(2), 102.632(2)
volume (Å3) 974.95(8)
Z 2
R[F2 > 2σ(F2)] 3.3%
wR(F2) 6.8%
S 1.04
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Neighboring chains are held together by a complex network of
hydrogen bonds involving water−trifluoroacetato and water−
4-cpno interactions. Oxygen atoms O1W (coordinated H2O),
O2W (crystallization H2O), and O2C (tfa) are involved in
these interactions (Figure 1b). Atoms O1W and O2C
participate in both intra- and interchain hydrogen bonds.
Intrachain bonds are established between O1W (donor) and
O2C (acceptor), which are coordinated to the same samarium
atom. Interchain bonds involve interactions between O1W
(donor) and O2W (acceptor) and between O2W (donor) and
O2C (acceptor). The hexagonal ring formed by these
hydrogen bonds may be described as R6

4(12) using the
nomenclature proposed by Etter.31 This structural motif leads
to the formation of a two-dimensional network of chains
extending in the ab plane. Three-dimensional connectivity
between chains is provided by hydrogen bonds established
between crystallization water (O2W, donor) and 4-cpno
(N2D, acceptor; Figure 1c). The above description under-
scores the key role of crystallization water in determining the
packing motif in Sm(4-cpno)(tfa)3(H2O)·H2O because it
participates in the two hydrogen-bonding networks that yield
the observed three-dimensional crystal structure.
The chemical purity of polycrystalline Ln(4-cpno)-

(tfa)3(H2O)·H2O was probed using PXRD and thermal
analyses. Results from these studies are summarized in Figure
2 for the case of Sm(4-cpno)(tfa)3(H2O)·H2O. Rietveld
refinement of the structure derived from single-crystal analysis
provides a good fit to the experimental PXRD pattern (Figure
2a). All diffraction maxima are indexed to Sm(4-cpno)-
(tfa)3(H2O)·H2O, demonstrating the phase purity of the
polycrystalline solid. This conclusion holds for all other
members of the Ln(4-cpno)(tfa)3(H2O)·H2O series (Figure
S2). Structural parameters derived from Rietveld analyses are
given in Tables S6−S10. Thermal analyses confirm the
chemical purity of the samples. Sm(4-cpno)(tfa)3(H2O)·H2O
exhibits a total weight loss of ≈68.7 wt % upon heating to 600
°C (Figure 2b). This value is in excellent agreement with the
theoretical weight loss expected upon decomposition to SmF3
(67.8 wt %). Likewise, Eu, Gd, Tb, and Dy compounds exhibit
weight losses of ≈66.6, 64.4, 64.6, and 64.9 wt %, respectively,
in good agreement with theoretical values equal to 67.8, 67.2,

67.0, and 66.6 wt % (Figure S3). Thermal decomposition of
Sm(4-cpno)(tfa)3(H2O)·H2O entails two major weight losses.
The first one occurs around 148 °C and is assigned to the
release of water molecules. This assignment is based on (i) the
observation of an endothermic peak in the DTA curve and (ii)
the agreement between the experimental weight loss and that
computed assuming the release of two water molecules (≈6.0
vs 5.6 wt %). The second weight loss occurs between ≈270
and 335 °C. Crystallization of the metal fluoride occurs at
≈330 °C, as indicated by the exotherm in the DTA curve.
Altogether, results from PXRD and TGA/DTA analyses
demonstrate that polycrystalline Ln(4-cpno)(tfa)3(H2O)·H2O
solids are chemically pure.

Figure 1. Crystal structure of Sm(4-cpno)(tfa)3(H2O)·H2O. (a) Dimers of edge-sharing SmO8 polyhedra form chains that extend along the a axis.
The unit cell of Sm(4-cpno)(tfa)3(H2O)·H2O is shown with solid lines. Splitting of −CF3 groups is omitted for clarity; only major occupancy sites
are shown. (b) Hydrogen bonds involving water molecules and trifluoroacetato ligands connect neighboring chains in the ab plane; bonds are
depicted with green dashed lines. (c) Three-dimensional connectivity is achieved through hydrogen bonds between crystallization water and 4-
cpno; these are depicted with blue dashed lines.

Figure 2. Rietveld (a) and thermal (b) analyses of Sm(4-
cpno)(tfa)3(H2O)·H2O. Experimental data (○), calculated pattern
(red line), difference curve (blue line), and tick marks (green vertical
bars) corresponding to the calculated position of the diffraction
maxima are shown in (a). Partial and total weight losses are indicated
in (b).
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The energies of the lowest-lying singlet and triplet states of
the 4-cpno and trifluoroacetate ligands were established prior
to investigating the luminescence response of Ln(4-cpno)-
(tfa)3(H2O)·H2O. Diffuse-reflectance and phosphorescence
spectra of Gd(4-cpno)(tfa)3(H2O)·H2O and Gd(tfa)3(H2O)3
were collected to this end. The energies of singlet states are
estimated using the onsets of the absorption edges observed in
the reflectance spectra given in Figure 3a. Following this
approach, the first excited singlet of tfa may be located at
≈42100 cm−1 (S1), in good agreement with previous
spectroscopic studies of lanthanide trifluoroacetates.11−13,15,17

In the case of 4-cpno, the first two excited singlets of 4-cpno
appear to be located at 27954 cm−1 (S1, n → π*) and 36325
cm−1 (S2, π→ π*); both values are in excellent agreement with
those previously reported for pyridine N-oxide.32−34 The
positions of the lowest-lying triplet states (T1) are estimated
using the highest-energy edge of the emission bands observed
in the phosphorescence spectra shown in Figure 3b. The
spectrum of Gd(tfa)3(H2O)3 exhibits two peaks at 23320 and
21858 cm−1. These are encountered in the spectrum of Gd(4-
cpno)(tfa)3(H2O)·H2O at 23584 and 22095 cm−1. Addition-
ally, a peak at 20950 cm−1 and a shoulder at 21350 cm−1 are
observed in this spectrum. On this basis, the energy of the
lowest-lying triplet of tfa in Gd(4-cpno)(tfa)3(H2O)·H2O is
estimated to be ≈23320 cm−1, while that of 4-cpno ranges
between 20950 and 21350 cm−1. Both values are in good
agreement with those reported in the literature.11,13,18,19 An
energy diagram summarizing relevant electronic levels of
organic ligands and trivalent lanthanide ions is given in Figure
3c.
The photoluminescence response of polycrystalline Ln(4-

cpno)(tfa)3(H2O)·H2O was examined at room temperature.
Excitation and emission spectra are shown in Figure 4.
Excitation spectra were collected monitoring emissions from
Sm, Eu, Tb, and Dy at 597 nm (4G5/2 →

6H7/2), 612 nm (5D0
→ 7F2), 544 nm (5D4 →

7F5), and 573 nm (4F9/2 →
6H13/2),

respectively. Both ligand- and metal-centered excitations are
observed for all four lanthanides (Figure 4a−d). The broad
band extending between 250 and 310 nm is assigned to
excitation of the singlet manifold of 4-cpno (S0 → S1, S2); this
band is absent in the excitation spectra of Ln(tfa)3(H2O)3
(Figure S4). f−f excitations, on the other hand, give rise to a
series of narrower peaks. The observation of a ligand-centered
excitation band while monitoring lanthanide emissions
demonstrates sensitization of the latter by 4-cpno. Further,

excitation of the 4-cpno ligand results in much higher emission
intensities than direct excitation of the lanthanides, indicating
good sensitization efficiencies (vide infra). Typically, sensitiza-
tion of lanthanide ions occurs via energy transfer from the
triplet states of the organic ligands to the 4f manifold,18,35−40

although singlets may also be involved.38,41−43 Ligand- and
metal-centered excitations of the lanthanide ions result in
emissions arising from the 4G5/2 →

6HJ,
5D0 →

7FJ,
5D4 →

7FJ,
and 4F9/2 →

6HJ transitions of Sm, Eu, Tb, and Dy, respectively
(Figure 4e−h). Ln(4-cpno)(tfa)3(H2O)·H2O solids behave as
orange (Sm), red (Eu), green (Tb), and yellow emitters (Dy).
The corresponding 1976 CIE chromaticity coordinates are
(0.38, 0.54) for Sm, (0.40, 0.51) for Eu, (0.14, 0.56) for Tb,
and (0.20, 0.52) for Dy. Details on the calculation of these
coordinates and the corresponding colorimetric diagram are

Figure 3. Diffuse-reflectance (a) and phosphorescence emission spectra (b) of Gd(tfa)3(H2O)3 and Gd(4-cpno)(tfa)3(H2O)·H2O. Dashed lines in
(a) indicate absorption edges from which singlet energies are estimated. Tick marks in (b) denote emission peaks used to estimate triplet energies.
(c) Energy diagram of selected electronic levels of organic ligands and trivalent lanthanide ions. The main emissive levels of the lanthanide ions are
indicated in bold. Energy gaps between these levels and the next lower-lying levels are indicated.

Figure 4. Excitation and emission spectra of Ln(4-cpno)(tfa)3(H2O)·
H2O. Emission spectra collected under ligand- and lanthanide-
centered excitation are shown. Ligand and selected f−f transitions are
labeled. Digital pictures of the polycrystalline samples under ligand
excitation are given in the insets of panels e−h.
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given in the Supporting Information (Figure S5). As expected
on the basis of excitation spectra, emissions obtained upon
excitation of the 4-cpno ligand are significantly more intense
than those obtained via direct excitation, especially in the cases
of Eu and Tb compounds. Emission peaks obtained upon
direct excitation of Sm and Dy sit on a decreasing background
(Figure 4e,h), which we assign to emission from the triplets of
the organic ligands. Metal-to-ligand energy transfer therefore
occurs in Sm and Dy hybrids but not in their Eu and Tb
counterparts, at least not to a noticeable extent. Differences in
energy-transfer pathways (and dynamics) between the organic
moieties and the 4f manifold of Sm and Dy on the one hand,
and Eu and Tb on the other hand, also appear when
monitoring the photostability of Ln(4-cpno)(tfa)3(H2O)·H2O.
Indeed, exposure of Sm and Dy samples to 290 nm excitation
for just a few minutes results in an irreversible color change
from white to light brown, likely arising from the photo-
degradation of 4-cpno.34,44 This color change, which is not
observed in Eu and Tb compounds, is accompanied by a
noticeable increase in the background signal (Figure S6).
Relevant photophysical parameters of Ln(4-cpno)-

(tfa)3(H2O)·H2O are summarized in Table 2. Lifetimes of

the 597, 612, 544, and 573 nm emissions of Sm, Eu, Tb, and
Dy, respectively, were estimated under ligand-centered (τLn

L )
and lanthanide-centered (τLn

Ln) excitation. Likewise, overall
(QLn

L ) and intrinsic (QLn
Ln) quantum yields were determined.

Sensitization efficiencies (ηs) were then computed as the ratio
of the overall to intrinsic quantum yields. Luminescence decays
are adequately fit using a monoexponential function (Figure
S7). In the case of Eu(4-cpno)(tfa)3(H2O)·H2O, however, a
slight but noticeable deviation from the monoexponential
behavior is observed in the early stages of the decay measured
under lanthanide-centered excitation, likely indicating energy
transfer between Eu3+ ions. Sm and Dy decays are in the
(sub)microsecond range, significantly faster than those of Eu
and Tb, which occur in the (sub)millisecond range. This
difference stems from the much smaller energy gap between
the emissive levels of Sm and Dy and the next lower-lying
levels of their 4f manifolds (7200 cm−1 for Sm and 6800 cm−1

for Dy vs 12300 cm−1 for Eu and 15200 cm−1 for Tb; Figure
3c). Smaller energy gaps lead to faster nonradiative relaxation
rates due to multiphonon deactivation of the 4f excited levels.
In the case of Ln(4-cpno)(tfa)3(H2O)·H2O, the presence of
high-energy oscillators such as water molecules coordinated to
the lanthanide ions facilitates bridging of this gap. Energy back-
transfer to the triplet states of the organic ligands is usually
invoked as an additional pathway that decreases the lifetime of

the lanthanide’s emissive levels. The rate of back-transfer
depends on temperature and on the energy gap between the
ligands’ triplets and the emissive levels. While this pathway
may be operative in Ln(4-cpno)(tfa)3(H2O)·H2O, it does not
explain the difference observed between the lifetimes of Sm
and Dy and those of Eu and Tb because the emissive levels of
Sm and Eu are both located ≈3500 cm−1 below the triplet state
of 4-cpno. A similar argument applies to Tb and Dy because
their emissive levels are positioned at nearly the same energy as
the triplet of 4-cpno. Regarding overall quantum yields and
sensitization efficiencies, values of 13 and 81%, respectively, are
obtained for Eu(4-cpno)(tfa)3(H2O)·H2O. In the case of the
Tb compound, the overall quantum yield equals 52% and the
sensitization efficiency reaches 64%. Similar quantum yield
values were reported for dimeric complexes of Eu and Tb
featuring hexafluoroacetylacetonate and 4-cpno as ligands
(26% for Eu and 49% for Tb).18 The quantum yield of
Tb(4-cpno)(tfa)3(H2O)·H2O under excitation of the 4-cpno
ligand is remarkably high considering the presence of two
water molecules coordinated to Tb3+. Such a quantum yield
and the high extinction coefficient of 4-cpno result in Tb(4-
cpno)(tfa)3(H2O)·H2O being a bright-green emitter, demon-
strating that lanthanide trifluoroacetates may be rendered
efficient hybrid solid-state emitters upon introduction of
adequate sensitizers.

■ CONCLUSIONS
A series of new mixed-ligand lanthanide trifluoroacetates of
formula Ln(4-cpno)(tfa)3(H2O)·H2O (Ln = Sm, Eu, Gd, Tb,
Dy) was synthesized as chemically pure polycrystalline solids.
The crystal structure and luminescence response of each
member of the series were quantitatively probed. Ln(4-
cpno)(tfa)3(H2O)·H2O features dimers of edge-sharing
lanthanide−oxygen polyhedra. These are bridged by 4-cpno,
while trifluoroacetato connects neighboring dimers to yield
chains. The three-dimensional packing of these chains is
governed by water−trifluoroacetato and water−4-cpno hydro-
gen bonds. Besides its structural role, 4-cpno acts as an efficient
sensitizer of lanthanide-centered luminescence. Orange (Sm),
red (Eu), green (Tb), and yellow (Dy) emissions are observed
upon UV excitation of the singlet manifold of 4-cpno.
Sensitization efficiencies of 81 and 64% are achieved for Eu
and Tb hybrids, respectively. Tb(4-cpno)(tfa)3(H2O)·H2O
displays an overall quantum yield of 52%, which coupled to the
high absorptivity of 4-cpno, leads to bright green emission.
Results presented in this Article extend the functionality of
lanthanide trifluoroacetates to solid-state light emission. Future
work will focus on expanding the library of sensitizer ligands
that efficiently transfer energy to lanthanide ions coordinated
to trifluoroacetato donors but are not prone to photo-
degradation.

■ ASSOCIATED CONTENT
*sı Supporting Information
The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/acs.inorgchem.2c00196.

Crystallographic information of Sm(4-cpno)-
(tfa)3(H2O)·H2O, Rietveld and thermal analyses of
Ln(4-cpno)(tfa)3(H2O)·H2O, excitation spectra of Ln-
(tfa)3(H2O)3, calculation of the 1976 CIE chromaticity
coordinates and colorimetric diagram, time evolution of
Ln(4-cpno)(tfa)3(H2O)·H2O emission under ligand-

Table 2. Photophysical Parameters of
Ln(4-cpno)(tfa)3(H2O)·H2O

λem
(nm)

τLn
L (μs),

λexc (nm)
τLn
Ln (μs),

λexc (nm)
QLn

L (%),a,b

λexc (nm)
QLn

Ln (%),a,b

λexc (nm)
ηs
(%)

Sm 597 1.5, 290 1.9, 390
Eu 612 643, 290 637, 390 13, 292 16, 393 81
Tb 544 1360, 290 1363, 370 52, 292 81, 369 64
Dy 573 0.85, 290 0.75, 370

aMeasured only for Eu and Tb due to photodegradation of Sm and
Dy compounds. bQuantum yields were estimated twice for each
sample. Europium trial 1: QEu

L = 13%, QEu
Eu = 16%. Europium trial 2:

QEu
L = 11%, QEu

Eu = 13%. Terbium trial 1: QTb
L = 52% and QTb

Tb = 81%.
Terbium trial 2: QTb

L = 51% and QTb
Tb = 77%. Values from trial 1 were

used to compute ηs.
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