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New Architecture Based on Metal-Organic Frameworks and

Spin Crossover Complexes to Detect Volatile Organic

Compounds

Emmelyne Cuza,” Gilles Patriarche,”™ Christian Serre,*™ and Antoine Tissot*?

We present here the encapsulation of a spin crossover complex
C' [Fe"()] (L: 4-amino-, 2-(2-pyridinylmethylene)hydrazide) in-
side MOF-808(Zr), a chemically robust Metal-Organic Frame-
work. The compound C'CMOF-808 retains its crystallinity as
well as a partial porosity compared to pristine MOF and shows
solvatochromism under Volatile Organic compounds (VOCs)

1. Introduction

In the recent years, a new worldwide concern has appeared
about indoor air quality! and more specifically about volatile
organic compounds (VOCs). The European Union as well as the
World Health Organization defined them as organic compounds
having at room temperature a vapor pressure higher than 0.01
KPa, and/or any moieties with a corresponding volatility under
other particular condition.”?’ A majority of them, in particular
aromatic compounds, unsaturated and saturated hydrocarbons
or small organic molecules showed a highly damaging impact
on the health.®! Those side-effects range from mild irritation to
heavy symptoms such as the appearance of serious chronic
illnesses to even cancers and are directly linked to the
concentration and time of exposure. European Union as well as
OSHA (Occupational Safety and Health Administration U.S.A.),
defined some compounds as more hazardous than others like
formaldehyde, styrene derivatives or toluene. The accurate
identification and quantification of those compounds can be
done using costly equipment, such as mass spectrometry.” In
practice, other types of instruments like photo-ionization
detectors or one-use colorimetric detectors are quite commonly
used, but these kinds of detectors come with some problem,
like their non-selectivity and cross-contamination (for one
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sorption associated to a spin state change of the guest
complex. More specifically, this compound shows an interesting
reversible color change under formaldehyde and formic acid
vapor sorption and can therefore be considered as a new kind
of optical VOCs chemosensor, opening new doors for develop-
ing a broad range of VOCs optical sensors.

specific pollutant, the presence of other VOCs can compromise
the measured value).

One strategy to overcome these drawbacks is to design
specific switchable compounds that would interact with
targeted VOCs only. These compounds should show a reversible
switching and be reusable once taken out of the VOCs
environment, as well as being stable and robust with time. For
that, one approach is to rely on bistable materials such as spin
crossover compounds (SCO) that can switch from one electroni-
cally stable state to another (High Spin (HS)«—Low Spin (LS)).
These compounds are highly sensitive to their environment,”
since their switching properties can be triggered by physical
(temperature, pressure, light irradiation, magnetic or electric
field)® or chemical (solvent, counter-ion, ligand)” external
stimuli. The SCO phenomenon is accompanied by changes of
many physical properties (magnetic susceptibility, color, elastic
properties, thermal/electric conductivity etc.) making these
compounds suitable candidates for sensing applications. For
example, Kitagawa and al® presented in 2009 a Hoffmann
clathrate,” [Fe(pyrazine)Pt(CN),] with a particular affinity asso-
ciated to a spin state change upon CS, or benzene vapor
sorption while still being sensitive to other gases. However,
most SCO compounds are not porous and/or non-selective
and/or in most cases are poorly chemically stable, for example
under humid conditions. One way to overcome these draw-
backs is to use a vessel to protect the complex. Such a carrier
needs to be physically and chemically robust, diamagnetic,
colorless and must let VOCs interact with the SCO complex.

Water stable Metal-organic Frameworks (MOFs) are promis-
ing materials to host spin crossover complexes. MOFs are 3D-
self assembled porous solids composed of organic ligands and
inorganic sub-units (metal ions or oxo-clusters, chains, layers...)
that presents a large panel of structures with highly organized
meso- or microporous channels or cages."” Their self-assem-
blies’ properties can lead to tunable architectures through
various post-synthetic methods. Such compounds have been
extensively studied for the past two decades years for their
remarkable properties,"" and their numerous possible applica-

© 2024 The Authors. Chemistry - A European Journal published by Wiley-VCH GmbH
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tions, from separation, catalysis, bio-application to molecular
capture and sensing, among others."? Even if by themselves,
MOFs are good candidates for sensing applications,"® the vast
majority of them does not exhibit any switching properties and
the rare one that can be used for detection are often
luminescent compounds that requires a light excitation, which
is less practicable than having colorimetric switch in the
visible."" By adding a SCO complex inside the pores of the
MOF, these drawbacks could be overcome, since in that case,
the MOF could be engineered to capture targeted analytes
while the sensing part would come from the bistable nature of
SCO entity.

One of the first example of the loading of SCO complexes
inside MOFs was published in 2016 by Zhao et al.”"”, where one
successfully loaded [Fe'(HB(pz)),] into the mesoporous NH,-
MIL-101(Al) through the bottle-around-the-ship strategy. This
porous solid showed a change of spin state when put directly
in contact with different solvents. More recently, Moreau et al.
reported the anchoring of [Fe"(BPI)(HBPI)(CIO,),]~ complexes in
MFU-41 and MIL-100(Al), leading to porous materials exhibiting
a solvatochromic switching upon sorption of alcohols in
suspension."® However, in both cases, no optical measurements
were performed in presence of vapors.

In 2019, some of us reported the encapsulation via a ship-
in-the-bottle strategy of the [Fe"(sal,trien)]* SCO complex
inside the mesoporous MIL-100(Al). This hybrid compound
showed a remarkable reversible SCO switch upon sorption of
water vapors,'” evidencing for the first time that these hybrid
compounds can be used as optical sensor of vapors. More
recently, Shen et al."® reported the encapsulation of the same
SCO complex inside MOF-808(Zr) leading to a compound
presenting a thermal spin state switching around room temper-
ature with the opening of a large hysteresis loop, suggesting
again the potential of SCOCMOF hybrid solids for sensing
applications.

As a benchmark MOF material"*?” MOF-808(Zr) or
Zrs0,(0OH),(C4H5(CO,H);),(HCOO), is a Zr(IV)-tricarboxylate built
with two types of cages, one narrow (¢~4.8 A) and a large
adamantane cage with a free diameter of 18.4 A. Diamagnetic,
white and chemically stable, this MOF is a promising candidate
to encapsulate SCO complexes and to possibly enhance
concentration/capture VOCs vapors around a targeted SCO
complex loaded in its large pores. Here, we report the
encapsulation in MOF-808(Zr) of an Fe(ll) spin crossover
complex based on an acylhydrazone ligand described by Chen
etal. in 2019%™ Fe(L,).2H,0 (L: 4-amino-2-(2-pyridinylmethy-
lene)-hydrazide) noted C'. This neutral mononuclear complex
possesses a spin transition around room temperature (T,, ~
320 K) and changes of magnetic properties under the influence
of solvent vapors. It is therefore a very good candidate for the
design of a sensor due to its intrinsic ability to interact with
different solvents and its switchable behavior near room
temperature, thereby one of the few complexes that can be use
in those conditions. We report in the following the synthesis,
characterization and testing of a hybrid C'CMOF-808(Zr) film
and evidence that this compound can be used for the
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colorimetric sensing of formaldehyde and formic acid based on
a spin state switching.

2. Results and Discussion
2.1. Synthesis

60 nm-MOF-808 nanocrystals were synthesized as previously
described (See ESI*).”” The complex Fe(L,).2H,0 (L: 4-amino-2-
(2-pyridinylmethylene)-hydrazide), noted after C', was synthe-
sized by a modification of an already published protocol (see
ESI¥).2"?2 The hybrid compound was prepared by loading the
complex C' in a suspension of MOF-808 in acetonitrile (using a
3:1 MOF:complex weight ratio). The mixture was stirred for
12 hours and then washed thoroughly to remove non adsorbed
complexes (see ESI¥). The resulting compound is obtained as a
kaki green color powder and noted C'CMOF-808. The vibrant
color (compared to the white MOF-808 powder) obtained after
several washing steps (until the solvent is clear at least three
times) suggests the successful encapsulation of C' through
strong host-guest interactions between the two compounds.

2.2. Characterisation and Magnetic Properties

Powder X-Ray Diffraction (PXRD) measurements of C', MOF-808,
and C'CMOF-808, confirm the preservation of the host structure
after loading (Figure 1a). In addition, characteristic Bragg peaks
of C' are absent in the loaded hybrid material, indicating that
no recrystallization of C' occurs during the loading process.

The infrared spectrum of C'CMOF-808 (Figure 1b) confirms
the integrity of the MOF as well as the successful loading of the
spin crossover complex in the hybrid compound. Indeed,
characteristic vibrational bands vy, =3329, vy_=1602, voo =
1360 cm ™' as well as all the aromatic stretching between 1200-
1100 cm™', and the deformation band corresponding to the
pyridine aromatic mono-substituted around 760 cm™' confirm
the presence of the complex C' as well as its integrity in
C'CMOF-808. For MOF-808, some characteristic bands vc_.
formate) = 1624, Ve_o@ro=1597, Vo =1382 and vc_¢ @go=
650 cm™' are also found in C'CMOF-808, evidencing the
presence of the two compounds with no alteration in the
hybrid material (Table S1%).

Nitrogen porosimetry experiments have been performed on
MOF-808 and C'CMOF-808 (Figure S8a). For MOF-808, both BET
surface area (20204-20 m?/g) and nitrogen uptake (431 cm’/g)
are in agreement with previously published results."” For
C'CMOF-808, a decrease of almost 50% is observed on the BET
surface area (1220420 m?*/g) compared to the pristine MOF-
808. Moreover, the pore size distributions before and after
loading (Figure S8b) indicate a decrease of the average pore
size, in agreement with the fact that the pores are partially
filled, comforting the idea of a successful loading of C' inside
the pores of MOF-808. (Table S2) In addition, considering that
the volume of C' (calculated by using the structure obtained by
single crystal x-ray diffraction®”) is around 1046 A® and that the
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Figure 1. (left) Comparison of PXRD patterns at 298 K (A¢,=1.5418 A)of C' (green), MOF-808 (blue), C' CMOF-808 (red); (right) Comparison of Infrared spectra

at 298 K of C', MOF-808 and C'CMOF-808 (same color code as Figure 1a).

volume of a single large cage of MOF-808 is around 5400 A®
(assuming a spherical cage with a diameter of 18.4 A, not
counting the 4.8 A tetrahedral cages as they are too small to
accommodate a complex), the theoretical maximum number of
complexes/cages is estimated at 5.1 C'/cage.

STEM images (Figure 2, Figure S10) show that the crystal
size and shape doesn’t change after loading, which confirms
the MOF integrity. In addition, SEM images (Figure S9) coupled
with Energy dispersive X-ray spectroscopy (EDX) (Table S3)
evidence that Fe is homogeneously dispersed inside the MOF
crystals (atomic Zr/Fe ratio of 81/19). The homogeneity of the
loading at the single particle scale was further observed with

STEM-EDX mapping (Figure 2, Table S4), with an atomic Zr/Fe
ratio of 82.4/17.6 corresponding to a ratio of 4.6 complexes/
pores, in good agreement with N, sorption isotherms as well as
with TGA (See ESI* Figure S11, Table S5).

Then the magnetic properties of the hybrid compound
were studied and compared to the pristine complex C'
(Figure S12). Once encapsulated, C' doesn’t show any thermal
SCO behavior and the compound remains in an intermediate
state whatever the temperature (50% HS and 50% LS, yuT
around 1.8 cm®*molK™"). The fact that we lost the thermal SCO
properties of C' may be due to the disappearance of the
intermolecular interactions present inside the lattice of C'

B %
8857 \
HMDF’AG. 115000 il D E

Figure 2. a) Atomic resolution HAADF STEM image of hybrid material nanocrystals of C'CMOF-808; b) STEM-EDX elemental mapping map 1 of C'CMOF-808

60 nm nanocrystals.
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crystals. Nevertheless, the possibility of the VOCs interacting
with the complex is still pending and might lead to a switch to
the LS or the HS state.

2.3. VOCs Sensing Studies

2.3.1. UV-Visible Absorption Studies in Liquid Phase of the
Ligand and the Complex C'

Before studying the C'CMOF-808 hybrid compound, UV-visible
studies in solution were carried out to test which solvent can
impact the spin state of C'. Based on the published results,*" a
panel of solvent was tested, evidencing the solvatochromic
behavior of this complex (Figure 3a). In most cases, two MLCT
absorption bands are observed with an isosbestic point at
359 nm due to a solvent-dependent equilibrium between two
spin states. On the opposite, HCI modifies the general allure of
the spectrum (not the same isosbestic point as others), implying
other phenomena than solvent-induced SCO behavior (See ESI
Figure S13).

To confirm that the differences observed in most solvents
(except HCl) are due to a difference of spin state, we studied
the optical spectra of a solution of C' in DMF at variable
temperature (Figure S14a-b). As observed, the absorbance band
at 402 nm disappears to the expense of a band around 323 nm
when the solution is heated up. This phenomenon is reversible
when cooling down the solution, as expected for a thermally
induced spin crossover. On the opposite, as previously

described, the changes observed in presence of HCl are due to
a modification of the coordination environment® More
precisely, the HS to LS switch was attributed to a de-
coordination, protonation and re-coordination on other donor
atoms, going to a weaker ligand field (from C-O~ to C=0)
associated to a switch of spin state. We have then compared
the impact of HCl on C' with other weaker acids by UV-visible
spectroscopy (Figure S15). As shown in Figure 3b the absorp-
tion spectrum of the ligand is only modified in presence of HCl,
indicating that weak acids do not protonate the linkers and that
if a change is observed for C' in presence of formic acid, it will
be due to a spin state change rather to a protonation of the
complex.

2.3.2. UV-Visible Absorption Studies in Solid Phase of Complex
C' and of C'C MOF-808 Under Vapor

To evaluate the behavior of C' in the solid state, a solution of
the complex was drop casted and dried on a piece of glass and
placed in a hermetic chamber. The influence of the optical
absorption of the film in presence of saturated vapors (low
concentration did not show any significant impact on the
absorbance) were then measured (Figure S21), evidencing that
except for HCl, where the absorption spectrum is drastically
different, the other solvents led to absorption spectra with
similar shapes and different relative intensities, in agreement
with the fact that the vapors are inducing a slight change in
spin state of C', as already observed in solution.

a) 0.60 b) 04
Water -- Ligand (DMF)
-- Dimethylformamide ;. Hydrochloric acid
Hydrochloric acid = Formic acid
— Formic acid
— Formaldehyde
53 (5] {
o o
8 8
g 030 g 02
3 3
< <
*J
0.00 - 0 = —
250 360 470 580 690 800 250 360 470 580 690 800
Wavelength (nm) Wavelength (nm)

Figure 3. a) Optical absorption spectra of C' in different solvents; b) Optical absorption spectra of the ligand in DMF and in presence of acids.
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In order to study the impact of vapors on the hybrid
C'CMOF-808 compound, the solid was first shaped via spin
coating (See ESI*, Figure S17, S18) to obtain a 650 nm thick
homogenous film. A series of insitu preliminary tests was
performed (See ESI*) to determine the standard deviation on
absorbance (0.0025 Figure S19) and the absorbance of MOF-808
alone (Figure S20).

The impact of water vapor sorption on the optical
absorbance of the films was then studied (Figure S16). Results
showed that even if MOF-808 is slightly hydrophilic,"® no
impact of water sorption on the optical absorbance of the
hybrid materials was observed, even in highly humid environ-
ment, suggesting that this compound might be used for VOCs
vapor sensing in presence of water vapor (see ESI*).

A C'CMOF-808 (Figure 4a) film prepared by spin coating
was then placed under highly saturated vapor of several
solvents (100 pL of liquid placed in the chamber close to the
film) to evaluate its potential for chemosensing. Unlike the
complex C', there was no absorbance response in most cases
except for formaldehyde and formic acid (See Figure S22 for all
other VOCs tested). Noteworthy, these changes were shown to
be totally reversible after few minutes at room temperature
once taking out of the VOCs environment (Figure S23-524).
Since the material only responds to formaldehyde and formic
acid, the rest of the study was focused on those two VOCs.
Their colorimetric properties are nevertheless different, going

from medium yellowish-green to pale yellow (formaldehyde) or
to whitish (formic acid) (Figure 4b).

The evolution of the optical absorbance in presence of
vapors (Figure S23b-S24b) is consistent with a LS to HS
conversion associated to a well-defined isosbestic point at
380 nm with formic acid, while with formaldehyde, the
isosbestic point is located around 430 nm and a shift of the pic
at 305nm to 315nm is observed. The same shift can be
observed with MOF-808 alone in presence of formaldehyde
vapors (Figure S20b) and can be attributed to the adsorption of
the VOCs in the MOF's pores.

To confirm that the color switching of C'CMOF-808 arises
from its SCO properties, infrared spectra under vapor were
registered (Figure 5).2*%7 In presence of formaldehyde vapor,
three characteristics vibrational bands of the complex are
shifted: the vy_c from 1602 to 1580 cm™', the & from 1294 to
1271 ecm™, and finally the §,,4n at 760 cm™' splits with the
apparition of a band at 732 cm™". The decrease in energy of
vibrational bands positions can be attributed to a conversion
from LS to HS induced by the vapor. For formic acid, due to the
large number of vibrational bands of this acid in the 1650-
1500 cm ™' the vy _c could not be observed. However, two major
shifts can be distinguished: a first shift from 1294 to 1286 cm ™',
a second from 760 cm™' to 738 cm™' that can be attributed to a
conversion from LS to HS.

b)

Formaldehyde

Formic Acid

a) 1.00
— Reference
— Formic acid
Formaldehyde
O
o
g
g 0.50
<
0.00
300 375 450 525
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600

Figure 4. a) Solvent dependence of the optical absorption spectrum at 298 K of C'CMOF-808; b) Picture of C'CMOF-808 on glass slide exposed to high vapor

pressure vapor of formaldehyde and formic acid.
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Figure 5. Comparison of Infrared spectra of C'CMOF-808 under
formaldehyde and under formic acid vapor sorption (see ESI Figure S25a and
Figure S25b for Infrared spectra of the solvent and Figure S.26 for full range
spectra in presence of vapors).

2.3.3. Formaldehyde Vapor Sensing Through UV-Visible
Absorption Studies

Formaldehyde is a well-known harmful indoor pollutant, of
natural or anthropogenic origin, which can be found in industry,
manufacture and also in medicine.”” This compound can cause
serious health problems from chronic disease to cancer.?®
European union delimited the exposure time of formaldehyde
to 0.6 ppm for 15 minutes and to 0.3 ppm for 8 hours.”

C'CMOF-808 films were exposed to formaldehyde vapors at
different gradient of concentrations (See ESI*) to determine
minimum concentration in ppm that the compound will react
to. In the first experiment, the film was exposed to a highly
concentrated environment to study the evolution of absorb-
ance and the kinetics of the reaction under formaldehyde
sorption (change of color in comparison with C' film). As seen
in Figure 6, for a concentration of 120 ppm, an evolution of the
optical absorbance consistent with a LS to HS conversion is
observed. The kinetics of the transition was extracted following
the optical absorption at 380 nm (maximum of the absorbance)
and showed that the absorbance reaches a plateau after 20
minutes, with 75% of the modification that occurred before 5
minutes, indicating the fast reaction of the compound with the
VOC.

A similar study was carried out with concentrations of 12, 7
and 2.8 ppm of formaldehyde (Figure $28-30), leading to similar
evolution of the absorption spectrum in each case (Figure S30).

a) 130 b) 0.0
’ x % x X
><>(><>< >2$2<x><>&< ¢ %&x‘x&&
X i
X
)§<X
x X
X120 ppm
= X 12 ppm
g + 7 ppm
© = 2.8 ppm
Q on
g =
£ 065 8 0.04 "
7] (=1 X0
o) < X X X X
wn
< R T e
_|+++++++
+
1
e
"
+
X+
+
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Figure 6. Evolution of the optical properties of C'CMOF-808 upon formaldehyde vapor: a) UV-visible spectra in presence of 120 ppm of formaldehyde as
function of time (one scan/2 min); b) Kinetics of absorbance at 380 nm in presence of 120, 12, 7 and 2.8 ppm of formaldehyde.
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Under a concentration of 12 ppm, the same shape of the
kinetics behavior was observed, with an absolute variation of
the absorbance divided by two compared to the one at
120 ppm (Figure S30b). When lowering the concentration at
7 ppm the kinetics of the absorption slowed down: 50% of the
change occurred in 30 minutes and the maximum was reached
after 50 minutes. The limit concentration reached with this
compound was estimated around 3 ppm. Indeed, when work-
ing with lower values of concentration, very limited modifica-
tions of the optical spectrum shape or of the absorbance value
was observed. In addition, the transformation becomes really
slow at such a low concentration as the equilibrium state was
not reached after 100 minutes of exposure, which can be due
to the diffusion kinetics of formaldehyde inside the pores and/
or to the competition with the sorption of nitrogen that is in
large excess in the carrier gas.

To confirm that a color change can be observed with naked
eye, a piece of film was inserted inside a jar a filled with
2.8 ppm of formaldehyde. As seen on Figure 7a, a switch from
dark green to lighter was observed confirming the sensitivity of
the device (See Figure S31). Then, the PXRD pattern (Figure S27)
of the retrieved treated compound with formaldehyde was
collected and no changes were observed, indicating the
preservation of the hybrid material structure.

2.3.4. Formic Acid Vapor Sensing Through UV-Visible
Absorption Studies

Formic acid, like formaldehyde, can be found in a numerous
industry (building, food, ...).”” Even if no direct health problem
is reported for it for low concentration, it was shown that a
high vapor concentration, this highly polar VOC can be
metabolized into methanol that can harm the human system.®"
At higher concentration, it is known to be harmful for the
respiratory system®” and therefore, European union classified
formic acid as a dangerous VOC with an exposure limit
5 ppm.®¥ Moreover, formic acid is known to be involved in the
degradation of cellulose and its monitoring is therefore of
importance for cultural heritage preservation.™

a)

The evolution of the optical absorbance of C'CMOF-808 as
function of the time under various concentrations of formic
acid was registered (Figure S32-34). For high concentration
(720 ppm), the kinetics of the transformation was really fast
with a significant change in the absorbance (around 0.045)
monitored from the band at 370 nm: in one minute 50% of the
conversion was already observed and after 3 minutes, more
than 90 % was reached (See Figure 8).

When lowering the concentration from 710 ppm to 94 ppm,
no drastic changes are observed (Figure 8b). However, as the
concentration decreased to 45 ppm of formic acid, (Fig-
ure S32¢-S34c) the kinetics starts to slow down and the trans-
formation become less quantitative, with an evolution of the
absorbance at 370 nm going from 0.045 at 710 ppm to 0.028 at
45 ppm.

By decreasing the concentration to 14 ppm (generated from
a formic acid solution at 0.1 M in water) a change in the
absorbance is still observed (Figure S32d, S34d) but the kinetics
drastically slows down and the plateau was reached after more
than 20 minutes. This value corresponds to the limit of
detection for formic acid, as concentrations lower than 14 ppm
didn't induce any change in the absorbance. One possible
reason for this limitation is that the formic acid vapors are
generated from a water solution, which may lead to a
competition between the sorption of formic acid and of water
inside the pores of the MOF (at 200 ml/min, the carrier gas
contains around 3000 ppm of water). The same phenomenon
may also affect the formaldehyde sensing at high concen-
tration, where the vapors were generated from a formaldehyde
solution in water (30 % stabilized with methanol).

As done with formaldehyde, in Figure 8b a piece of the
compound was inserted in a flask filled with 14 ppm of formic
acid and after one hour, a color change from kaki-yellow to
almost colorless was observed (Figure S35). This color change
was reversible once the piece of glass was taken out of the jar,
and a PXRD pattern of the compound was then collected
(Figure S27), evidencing that the treatment with formic acid did
not induce any change in the MOF structure.

A

' Under Formaldehyde

Without vapor after 10 minutes

b)

Under Formic acid

Without vapor after 10 minutes 4

Figure 7. One hour exposing time in a flask containing piece of hybrid material on glass filed with a) 2.8 ppm of formaldehyde (concentration checked using
passive dositube from Gastec 0.5-20 ppm range); b) 14 ppm of formic acid (concentration checked using passive dositube from Gastec 0.5-100 ppm range

with a correcting factor).
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Figure 8. Evolution of the optical properties of C' CMOF-808 film upon formic acid vapor sorption: a) UV-visible spectra in presence of 710 ppm of formic acid
as function of time (one scan/1 min); b) Kinetics of absorbance at 370 nm for concentrations of 710, 94, 45 and 14 ppm of formic acid.

2.3.5. Discussion

The C'CMOF-808 hybrid material appears to be sensitive as
well as somewhat selective to formic acid and formaldehyde in
comparison to other VOCs tested. This selectivity is not likely
coming from the MOF itself, as other polar vapors can be easily
adsorbed in MOF-808 without causing any change of the
electronic state of the C' complexes loaded in the pores.
Therefore, we can hypothesize that the switching originates
from interactions between the adsorbed VOC molecules, the C'
complexes and the MOF backbone. Indeed, we recently
evidenced that the host-guest interactions between an Fe(lll)
SCO complex and MOF-808(Zr) were at the origin of the
switching properties of the host complexes". Formic acid and
formaldehyde possess a quite similar chemical formula and
structure and their sorption in Zr(IV) carboxylate based MOFs
have been already investigated, evidencing preferential sorp-
tion sites, either on the Lewis acid sites of Zr(IV) and/or on
Brgnsted basic groups on the linkers (for example -NH,
groups)®®. Similarly, the two VOCs vapors are likely to interact
with the Brensted basic sites (—NH groups) of SCO complexes
loaded in the MOF pore. Therefore, we hypothesize that the
sorption of formaldehyde or formic acid in the pores of
C'CMOF-808 modifies the supramolecular interactions between
the SCO complexes and the MOF, which consequently leads to
the stabilization of the HS state of the complexes. These results
evidence that controlling the intermolecular interactions be-
tween the MOF, the SCO complex and the VOC molecules is a

Chem. Eur. J. 2024, 30, 202400463 (8 of 10)

promising strategy to prepare hybrid films for reversible
colorimetric sensing.

3. Conclusions

We report here the synthesis and characterization of a new
hybrid material combining spin crossover complex and the
large pore diamagnetic Zr-MOF MOF-808. When the SCO
complex is incorporated inside the pores of MOF-808, the MOF
retains its crystallinity, its shape and keeps a partial porosity.
The SCO complex also retains its structure when encapsulated,
but does not longer present a thermal spin transition and stays
in a mixed spin state. We then showed that such hybrid
structure could nevertheless be applied to detect precisely and
sensitively VOCs compound like formic acid and formaldehyde
close to the official LoD determined by governments. Moreover,
these changes can be seen by a naked eye and are totally
reversible even after exposure to high concentrations of VOCs.
Therefore, this new class of compounds can be seen as an
advanced type of material that once tuned properly, might be
used for developing new colorimetric and reversible sensing
devices target to a specific VOC. Even if these materials look
promising, the use of large pores more hydrophobic MOFs
could be an alternative to lower the minimum concentration
detectable, since the hydrophilic MOF-808 captures water fairly
easily. In addition, using specific MOFs with ultra-high selective
vapor sorption properties? and tuning how the SCO com-
plexes interact with it are other relevant strategies to further

© 2024 The Authors. Chemistry - A European Journal published by Wiley-VCH GmbH
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enhance the sensitivity and the selectivity of this kind of sensor.
Finally, one would need to investigate the switching properties
of these films in complex mixtures of VOCs and possibly to use
them using a multiplexing approach to go towards real sensing
devices.

4. Associated Content

Detail of synthetic protocols, additional characterization of
solids, liquids, and methodology study can be found in the ESI
Supporting Information.
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