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The diethylammonium counter-cations of the [Et,NH,]3[In3(BTB)4] metal-organic framework (InBTB MOF,
BTB = 1,3,5-benzenetribenzoate) with an anionic framework can be effectively exchanged with cationic
trans-[Co(en),Clo]* complex ions through a simple cation-exchange process. The heterogenized trans-
[Colen),Cll"-encapsulated InBTB MOF (trans-[Co(en),Cl,]J@INBTB) catalytic system maintained the
activity of the captured trans-[Co(en),Cl,]* complex ion for hydrogen peroxide decomposition in
aqueous solution under mild reaction conditions. The captured trans-[Co(en),Cl]* complex also
exhibited trans—cis isomerization to produce either cis-[Co(en),Cl]@INBTB or cis-[Co(en),(H,O)Cl
@InBTB based on IR spectroscopic investigation. The trans-[Co(en),Clo]@InBTB catalytic system showed
high recyclability for oxygen evolution from hydrogen peroxide. The catalytic ability of trans-[Co(en),Cl,]
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1. Introduction

The large channels present in metal-organic frameworks
(MOFs) are ideal hosts for encapsulating various functional

guests including catalytically active transition metal
complexes,” viologens,® optical dyes,*" metallic nano-
particles,””™ and drug molecules.’®"” The crystalline nature of

the frameworks and channels provide highly ordered spatial
arrangements of the encapsulated guests compared to other
porous materials. The catalytic activities of captured guests can
be efficiently preserved or enhanced and the optical activities of
the dye guests can be systematically controlled through simple
encapsulation into channels of MOFs. In particular, MOFs with
negatively charged frameworks contain counter-cations in the
channels. Negative framework charges often develop due to the
charge unbalance between cationic metal ions and anionic
bridging ligands. The counter-cations near the metal centres
counterbalance the charge mismatch to satisfy charge
neutrality. The presence of these counter-cations and anionic
frameworks often renders MOFs more functional. For example,
the counter-cations can be readily replaced with other func-
tional cationic guests through a simple cation-exchange
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@INBTB was maintained up to seven times of recycling.

process. Several excellent examples of this process for the
preparation of functional MOF systems have recently been
reported.'®

A large cationic Reichardt's dye (RD) could be effectively
encapsulated into the mesoscale channels of three-dimensional
(3D) InBTB MOF ([Et,NH,];[In;(BTB),]- 10DEF-14H,0, H,BTB
= 1,3,5-benzenetribenzoic acid, DEF = N,N-diethylformamide)
through cation-exchange to give RD@InBTB.* The doubly
interpenetrated framework structure of InBTB is shown in
Fig. S1t (ESI). A partially encapsulated RD exhibited a quite
distinct absorption behaviour compared to free RD crystals due
to confinement effects. Similarly, organic dipolar chromophore,
4-(4-(diphenylamino)styryl)-1-dodecylpyridinium bromide
(DPASD), has been orderly encapsulated into another phase of
InBTB (= ZJU-28) to afford DPASD@ZJU-28 exhibiting highly
active nonlinear optical (NLO) property.® Several cationic dyes
were also effectively incorporated into InBTB to give a series of
dye@InBTB MOFs with good optical properties.® These exam-
ples clearly suggest that the cation-exchange-driven generation
of functional MOFs is a promising strategy to develop new MOF
systems with diverse functions.

Additionally, the relatively strong electrostatic interaction
between the cationic guests and anionic frameworks is very
suited for simple immobilization of catalytically active cationic
species inside MOF channels to generate recyclable catalytic
systems.”” The encapsulated catalytic species can also be
stabilized due to confinement effects. Thus, there are lots of
opportunities to prepare recyclable heterogeneous catalytic
systems using MOFs with anionic frameworks. In this sense,
Rosseinsky et al. reported a system in which the catalytically
active organometallic cation, [CpFe(CO),(L)]* (Cp = n°-CsHs , L
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= weakly coordinating solvent), was successfully encapsulated
into the channels of a 3D anionic InBTC MOF ([Et,N]s[Ins(-
BTC),], H3BTC = 1,3,5-benzenetricarboxylic acid) through
cation-exchange process." This approach was employed to
develop a series of new functional MOFs for diverse chemical
applications.>?

In search of a recyclable heterogeneous O, evolution catalytic
system, an attempt was made to encapsulate cationic O,
evolution catalyst into the channels of InBTB. The large meso-
scale channels of InBTB allowed the incorporation of a func-
tional cationic Co(m) complex ion, trans{Co(en),Cl,]" where en
is an ethylenediamine,'® through a simple cation-exchange
method as shown in Fig. 1. Although there are two recent arti-
cles to review current progress of MOFs encapsulating various
dyes and complex ions,"** the catalytic activity and trans—cis
isomerization of the captured trans-[Co(en),Cl,]" ion in large
mesoscale channels of MOF are worth of investigation because
trans—cis isomerization of the captured cationic complex in
nanoscopic space of MOF has not yet been explored.

2. Experimental methods

2.1. Synthesis of InBTB MOF and trans-[Co(en),Cl,]Cl

The as-prepared InBTB was synthesized according to literature
method.* Trans-[Co(en),Cl,]Cl was prepared according to liter-
ature method."®

2.2. Encapsulation of trans-[Co(en),Cl,]Cl into InBTB MOF

The as-prepared InBTB MOF (10 mg) was added into 2 mM
ethanol solution containing trans-{Co(en),Cl,]JCl (10 mL).
Encapsulation amount was measured by using UV/Vis spectro-
photometer every 24 h for 120 h. Each measurement was per-
formed by diluting 500 pL of the aliquot with 500 pL of ethanol
in 1 mL quartz cuvette.

2.3. Isomerization reaction of trans-[Co(en),ClL,]Cl into cis-
[Co(en)zclz]cl in H,0

The trans-cis isomerization experiment was conducted by
following the literature method."® The ¢rans-[Co(en),Cl,]Cl (0.1
g) was dissolved in 3 mL of deionized water on a watch glass.
The aqueous solution was kept at room temperature for 10 min.
The watch glass was placed on the top of steam bath. After water
was completely evaporated, violet solid product (cis-isomer) was
formed.

In EtOH,

InBTB MOF

trans-[Co(en),CL]@InBTB

Fig. 1 Schematic of the preparation of trans-[Co(en),Cly]@InBTB
through the cation-exchange of [Eto,NH,]* with trans-[Co(en),Clol*.
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2.4. Isomerization of trans{Co(en),Cl,J@InBTB into cis-
[Co(en),CIl(H,0)]|@InBTB or cis-[Co(en),Cl,]@InBTB in H,0

The trans{Co(en),CL,]J@InBTB (5 mg) was transferred into
a vial. Deionized water (5 mL) was added into the vial. The vial
was sealed with a cap. Isomerization was carried out at 40 °C in
water bath. The digital photo images of the sample in the vial
were taken every 20 min for 120 h.

2.5. Catalytic decomposition of H,0, by trans-[Co(en),Cl,]
@InBTB

The trans-[Co(en),Cl,]@InBTB (0.0293 g, 0.0140 mmol based on
trans-[Co(en),Cl,]" ion) was transferred into a round bottom
vial. Deionized water (20 mL) and 12.18 uL (0.140 mmol) of
34.5% H,0, were added into the vial. The opening of the vial
was covered loosely with aluminum foil. The reaction mixture
was gently shaken at 40 °C in water bath. Titration was carried
out periodically to monitor the decomposition of H,O,. Analyte
was prepared by diluting 300 pL of aliquot with 22.5 mL of
deionized water and acidifying with 79.5 pL of ¢-H,SO4. KMnO,
solution (0.08412 mM) was used as a titrant. After catalytic H,O,
decomposition, catalyst was filtered by using a P5-grade glass
filter funnel and washed with deionized water. The retrieved
catalyst was air-dried overnight and reused for recycling.

2.6. Physical measurements

Powder X-ray diffraction (PXRD) patterns were obtained using
a Bruker New D8 Advance diffractometer (40 kV, 40 mA, step
size = 0.02°). X-ray photoelectron spectroscopy (XPS) measure-
ment was performed using an ESCA 2000 equipped with Al Ka
as an X-ray source. The spectrum was calibrated by using C 1s
signal at 284.6 eV. FT-IR spectra in attenuated total reflection
(ATR) mode were recorded on a Jasco FT/IR-4100 spectrometer
(Jasco, Japan). UV/Vis spectra were recorded on a Scinco S-3100
spectrophotometer (Scinco, Korea).

2.7. Crystallography

The unit cell dimensions of ¢rans-[Co(en),Cl,|@InBTB was
analyzed with a Bruker APEX-II diffractometer equipped with
a monochromator using a Mo Ko. (A = 0.71073 A) incident beam
(CCDC 2142611).

3. Results and discussion

3.1. Preparation of trans-[Co(en),Cl,|@InBTB

The trans-[Co(en),Cl,]" complex was encapsulated into the
channels of the as-prepared InBTB in ethanol solution. The free
trans-[Co(en),Cl,]" readily underwent trans—cis isomerization in
deionized water at room temperature (RT) through aquation
(Fig. 2a). The aquation facilitated the dissociation of chloride
ligand and subsequent isomerization in water.** Contrarily, the
cis-isomer spontaneously converted back into trans-isomer in
the ethanol solution. Therefore, trans-isomer seemed to be
more stabilized in ethanol. Jacewicz et al. reported that the
conversion of cis-[Co(en),Cl,]" into trans-[Co(en),Cl,]" is a first
order reaction in methanol.>* This process was also strongly
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Fig. 2 (a) The trans—cis isomerization process of trans-[Co(en),Cl]*
via aquation in water. (b) Time courses of the encapsulation of trans-
[Co(en),Cly]* ion by as-prepared InBTB in ethanol. The measurements
were performed in triplicate.

solvent dependent and the methanol solvent required high
activation barrier. In this case, the dissociation of one of the
-NH, group of the en ligand was a key step for the trans-cis
isomerization. The trans-form (green) and cis-form (violet)
showed different colors, so the process could be easily moni-
tored by naked eyes and UV/Vis spectroscopy. Thus, ethanol
could be chosen as a solvent for the encapsulation of trans-
[Co(en),Cl,]" to retard the trans—cis isomerization during
encapsulation. The encapsulation amount after 5 days of
immersion of as-prepared InBTB (10 mg) in 2 mM ethanol
solution of ¢rans-[Co(en),Cl,]Cl (10 mL) was 5.55 pmol/10 mg-
solid (Fig. 2b). The encapsulation amount of the monovalent
trans-{Co(en),Cl,]" ion was slightly larger than the values, 3.3-
4.2 pmol/10 mg-solid, observed for a series of RuL;@InBTB
MOFs encapsulating divalent cationic [RuL;]** polypyridine
complexes: [Ru(bpy);]** (bpy = 2,2'-bipyridine), [Ru(phen);]**
(phen = 1,10-phenanthroline), and [Ru(bpz);]** (bpz = 2,2'-
bipyrazine).” This discrepancy was mainly rooted in the smaller
ion size of trans-{Co(en),Cl,]" ion than [RuL;]*" ions.

Although the crystallinity of InBTB was moderately preserved
after encapsulation, single crystal analysis of ¢rans-[Co(en),Cl,]
@InBTB was not successfully refined due to disordering of BTB
ligand and relatively poor crystal quality compared to as-
prepared InBTB. Nonetheless, the observed unit cell dimen-
sion change indicated the successful encapsulation of trans-
[Co(en),Cl,]" ions. The unit cell dimension of a = 44.2269(19),
b = 44.2269(19), ¢ = 42.519(2) A for InBTB changed into a =
44.879(8), b = 44.879(8), ¢ = 42.029(7) A for trans-[Co(en),Cl,]
@InBTB. While the trigonal unit cell dimensions of a- and b-
axes for trans-[Co(en),Cl,]@InBTB slightly increased but that of
c-axis slightly decreased compared to as-prepared InBTB.* The
original unit cell dimensions of trigonal cell of InBTB tended to
vary depending on the encapsulated guest ions as summarized
in Table S1} (ESI). The approximate molecular dimension of
trans-[Co(en),Cl,]" ion is 9.90 x 9.76 x 8.15 A>. The dimension
of the mesoscale channel of InBTB was estimated from the
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center-to-center distance of two alternating BTB ligands shown
in Fig. S11 (ESI). The values are 27.034(1) and 15.486(1) A.*
Therefore, the channel of InBTB is large enough to encapsulate
trans-[Co(en),Cl,]" ion. It is worth noting that if the size of guest
ions were suitable for the encapsulation into the channels, the
spatial orientation of them would be more or less pre-
determined due to the fixed geometry of channels. This implied
the possibility that guest ions were likely to be spatially
arranged in a controlled manner on demand.

The successful incorporation of ¢rans-[Co(en),Cl,]" ion was
also confirmed by X-ray photoelectron spectroscopy (XPS) as
shown in Fig. 3. The signals of Co 2p3, and Co 2p,, were
observed at 780.73 and 796.11 eV, respectively.” The estimated
atom% ratio between In and Co elements was 1:0.65. The
powder X-ray diffraction (PXRD) pattern of trans-[Co(en),Cl,]
@InBTB indicated decreased crystallinity compared to that of
as-prepared InBTB (Fig. S2, ESIt). We also observed similar
phenomenon when we used EtOH for encapsulation of various
cationic dyes.® Nonetheless, we believe that the metal-ligand
connectivity may not be seriously damaged because trans-
[Co(en),Cl,]" ions did not leach out during catalytic reactions.

3.2. Trans-cis isomerization of the captured trans-
[Co(en),CL,]" ion of trans-[Co(en),Cl,]@InBTB

Interestingly, the green color of trans-[Co(en),Cl,]@InBTB
changed very slowly into violet in the solid state over a couple of
months. It was speculated that trans-isomer slowly isomerized
into cis-form inside the channels. Although it was unable to
identify water molecules in solid-state trans-[Co(en),Cl,]
@InBTB, it seemed that a small amount of water was present
inside the channels and the aquation and isomerization slowly
occurred in the confined spaces. This observation was quite
remarkable because the trans-cis isomerization of metal
complexes inside MOF channels has not been reported yet. It
was believed that the mesoscale channels of InBTB behaved as
a nanoscale flask.

To further confirm the trans—cis isomerization of the trans-
[Co(en),Cl,]" ion, trans{Co(en),Cl,]" was treated in deionized
water at 40 °C and its spectral changes were monitored for 1 h
by UV/Vis spectroscopy (Fig. 4a). As expected, the gradual
decrease of absorption band at 619 nm for ¢rans-[Co(en),Cl,]"
ion and a gradual increase of a new signal at 505 nm for cis-
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Fig. 3 Survey XPS spectrum of trans-[Co(en),Cl]@InBTB.
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Fig. 4 UV/Vis spectral change during the trans—cis isomerization
process of trans-[Co(en),Cl,]" ion. (a) trans-[Co(en),CLICl in deion-
ized water at 40 °C for 1 h. (b) Trans-[Co(en),CL]Cl in deionized water
with hydrogen peroxide at 40 °C for 1 h. Green and violet arrows
indicate the absorption signals from trans-[Co(en),Clb]* and cis-
[Colen),ClH,O)I?* ions, respectively.

[Co(en),CI(H,O)]** ion clearly indicated the instantaneous
occurring of the aquation-induced isomerization.”* Interest-
ingly, once hydrogen peroxide (H,0,) was added in the above
solution very similar spectral changes were observed (Fig. 4b).
Thus, the trans—cis isomerization also occurred in the presence
of hydrogen peroxide.

3.3. Hydrogen peroxide decomposition by trans-[Co(en),Cl,]
@InBTB

The generation of O, from hydrogen peroxide is an important
process in biochemistry and water treatment.” The catalytic
process generating oxygen source from hydrogen peroxide also
became increasingly important for partial oxidation of propene
to produce propylene oxide by titanium silicate (TS-1) catalyst.®
Thus, the catalytic activity and recyclability of the new hetero-
genized O, evolution system were investigated together with the
trans-cis isomerization of the captured trans-[Co(en),Cl,]"
species inside the MOF channels. Cowie and Wadi reported that
polymer-bound trans-[Co(en),Cl(NH,-polymer)]** derivatives
displayed good catalytic activities for O, evolution from
hydrogen peroxide.** The NH,-polymer derivatives (PMI-
TETRAEN and PHpI-TETRAEN) were poly(monomethyl-co-
dimethyl itaconate) and poly(mono-n-heptyl-co-di-n-heptyl itac-
onate) functionalized with tetraethylenepentamine. Neverthe-
less, the recyclability of this polymer-bound system was not fully
demonstrated. In this regard, the catalytic activity and recycla-
bility of the heterogenized trans-[Co(en),Cl,]J@InBTB catalytic
system were tested for hydrogen peroxide decomposition.

The trans{{Co(en),Cl,]@InBTB displayed good catalytic
activity for the decomposition of hydrogen peroxide to produce
oxygen. The catalytic system was stable enough to recycle seven
times without significant loss of catalytic activities (Fig. 5a and
S3, ESIt). To our surprise, the conversion of hydrogen peroxide
was gradually increased upon recycling up to sixth run. In
general, the recycling of heterogeneous catalyst tended to show
gradual decrease of activity because small amount of catalyst
can be lost during recovery. Furthermore, the color of recycled
catalyst changed into violet color even after first round of
reaction (Fig. 5b). This color change may be attributable to the

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 (a) The conversions of the hydrogen peroxide decomposition
catalyzed by trans-[Co(en),Cl,]J@InBTB at 40 °C. The catalyst was
recycled up to seven times. (b) The color-changed trans-[Co(en),Cl,]
@InBTB catalyst during the decomposition of hydrogen peroxide.
Yellow arrows indicate the oxygen bubbles formed on the surfaces of
MOF crystals during the decomposition of hydrogen peroxide. Inset
shows violet solids recovered using a glass frit after reaction.

trans—cis isomerization of the captured trans-[Co(en),Cl,]"
species. It was speculated that a small portion of the captured
trans-[Co(en),Cl,]" kept transforming to cis-isomers, either cis-
[Co(en),Cl(H,O)]** or cis{Co(en),Cl,]", during the catalytic
reaction. When all captured trans-{Co(en),Cl,]" converted into
cis-isomers during the recycling experiments, then the reaction
rate enhancement was no longer possible. Therefore, the reac-
tion conversion of seventh run was marginally smaller than that
of the sixth run. The most widely accepted reaction mechanism
for the decomposition of hydrogen peroxide by transition metal
active sites suggested potential generation of Co(ur)-hydro-
peroxy species through H-OOH bond activation.***” Based on
this proposed reaction mechanism, the above mentioned cis-
isomers were likely to be more reactive than trans-isomer. Also,
oxygen bubbles formed right on the surfaces of MOF crystals
were able to be observed during the reaction (Fig. 5b). This
inferred that the captured trans-[Co(en),Cl,]" species main-
tained its catalytic activity very well. The concentration of the
catalyst was 10 mol% relative to the substrate in the catalytic
reaction. Therefore, the turnover number (TON) can be easily
calculated from the conversion values. The highest TON for
trans-[Co(en),Cl,J@InBTB during recycling experiment was 6.8
at the 6th recycling. The aforementioned polymer-bound ¢rans-
[Co(en),Cl(NH,-polymer)]*" derivatives exhibited conversions of
~8% after 9 h with the catalyst concentration of 11.6 mol%.>* If
we compare the conversions after 9 h, trans-{Co(en),Cl,]
@InBTB showed higher activities than ¢rans-[Co(en),Cl(NH,-
polymer)]** derivatives as shown in Fig. 5a.

As a control experiment of the color change of trans-
[Co(en),Cl,]@InBTB during the reaction, the reaction condition
was emulated in the absence of hydrogen peroxide in water at
two different temperatures, 25 and 40 °C. As depicted in Fig. 6a
and b, the higher the temperature, the faster the color change.
At 25 °C, the green color did not change after 2 h. However, the
color of the crystals changed into violet after about 1 h at 40 °C.
This implied that the color change was attributable to the trans-
cis isomerization of the captured trans-[Co(en),Cl,]", because

RSC Adv, 2022, 12, 14450-14455 | 14453
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Fig. 6 Trans-[Co(en),Cl,]@InBTB in deionized water at 25 °C (a) and
40 °C (b).

the isomerization process was temperature dependent.”” The
color change of H,O,-treated trans-[Co(en),Cl,|@InBTB is also
clearly discernible as shown in Fig. S41 (ESI).

The Fourier-transform infrared (FT-IR) spectra of the as-
prepared InBTB and trans-[Co(en),Cl,|@InBTB are shown in
Fig. 7. The C=0 stretching frequency of the DEF solvate in the
as-prepared InBTB at 1657 cm ™ " almost disappeared for trans-
[Co(en),Cl,]@InBTB due to the exchange with trans-[Co(en),-
Cl,]" ions or ethanol solvent.”® Contrarily, the deformation
signal of -NH, group in en ligand was newly observed at
1581 cm™ " for trans-{Co(en),Cl,]J@InBTB.>* We also measured
the FT-IR spectra of cis-[Co(en),Cl,]Cl and trans-[Co(en),Cl,]Cl
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Fig. 7 FT-IR spectra of the as-prepared InBTB (a), trans-[Co(en),Cl,]
@InBTB (b), and the retrieved trans-[Co(en),Cl,]@InBTB after catalytic
reaction (c).
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complexes as shown in Fig. S5t (ESI). The stretching frequen-
cies of -NH, group are slightly different from each other:
1577 ecm ™" for cisCo(en),CL,]JCl and 1594 cm " for trans-
[Co(en),CL]Cl due to different molecular symmetry. As we
proposed earlier, H,O,-treated trans-[Co(en),Cl,]J@InBTB
showed a signal at 1578 cm™" indicating the possible trans—cis
isomerization. Thus, the signal observed at 1581 cm ™ for trans-
[Co(en),Cl,]@InBTB indicates the formation of cis-isomers even
in solid state without H,O, treatment. The retrieved trans-
[Co(en),CL,]@InBTB after catalytic reaction did not show
significant IR spectral change compared to trans-[Co(en),Cl,]
@InBTB. Despite the possible isomerization of the captured
trans-[Co(en),Cl,]" ion, the FT-IR study indicated that the trans-
[Co(en),Cl,]@InBTB was a highly robust catalytic system for
hydrogen peroxide decomposition.

4. Conclusions

The cationic trans-[Co(en),Cl,]" complex was encapsulated into
the channels of InBTB through a simple cation-exchange
method. The trans-[Co(en),Cl,]J@InBTB was found to be highly
recyclable O, evolution -catalytic system using hydrogen
peroxide. The decomposition of hydrogen peroxide could be
repeated seven times without significant loss of activity. The
activity was gradually enhanced upon recycling possibly
because of trans-cis isomerization via aquation to produce
captured cisCo(en),CI(H,O)]*" or cisCo(en),Cl,]" due to
stronger trans effect of ClI™ ligand compared to N-donor atom of
the en ligand. The latter species were likely to be more active
than trans-[Co(en),Cl,]" for the decomposition of hydrogen
peroxide. These results were interesting because the mesoscale
channels of InBTB behaved as a nanoscale flask for the
unprecedented trans-cis isomerization of catalytically active
transition metal complex in confined spaces. It is believed that
employing this basic yet efficient strategy, there will be
numerous opportunities to create novel functional MOF
systems.
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