
© 2022 The Author(s). Published by the Royal Society of Chemistry Mater. Adv., 2022, 3, 4227–4234 |  4227

Cite this: Mater. Adv., 2022,

3, 4227

Electrocatalytic water oxidation from a mixed
linker MOF based on NU-1000 with an integrated
ruthenium-based metallo-linker†

Andrew Howe,ab Timofey Liseev,a Marcos Gil-Sepulcre, b

Carolina Gimbert-Suriñach, b Jordi Benet-Buchholz, b

Antoni Llobet b and Sascha Ott *a

A novel tetratopic metallo-linker, [Ru(tda)(py(PhCOOH)2)2], 1, (tda = 2,20:60,20 0-terpyridine-6,600-dicarboxylate;

py(PhCOOH)2 = (4,40-(pyridine-3,5-diyl)dibenzoic acid), that is structurally based on one of the most

active molecular water oxidation catalysts has been prepared and fully characterized, including single crystal

X-ray diffraction. 1 bears geometric similarities to H4TBAPy (H4TBAPy = 4,40,400,40 00-(pyrene-1,3,6,8-

tetrayl)tetrabenzoic acid), i.e. the native linker in NU-1000, which offers the possibility to synthesize NU-

1000-Ru mixed linker MOFs solvothermally. Mixed linker MOF formation was demonstrated by powder

X-ray diffraction (PXRD) and scanning electron microscopy (SEM), and Ru linker incorporation confirmed by

FT-IR, energy-dispersive X-ray (EDX) spectroscopy and inductively coupled plasma optical emission

spectroscopy (ICP-OES). It was found that the Ru contents in the final mixed linker MOFs correlate with the

amount of Ru linker present during solvothermal synthesis, albeit not in a linear fashion. The cyclic

voltammograms (CV) of the mixed linker MOFs are largely dominated by TBAPy-based oxidations with

features attributed to 1. Interestingly, Ru linkers near the crystal surface are oxidized directly by interfacial

hole transfer form the electrode, while those in the crystal interior can be oxidized indirectly from oxidized

TBAPy linkers at more anodic potential. Upon repeated scanning, the CVs show the appearance of new waves

that arise from irreversible TBAPy oxidation, as well as from the activation of the Ru-based water oxidation

catalyst. Of the materials prepared, the one with the highest Ru content, NU-1000-Ruhigh, was shown to

catalyze the electrochemical oxidation of water to dioxygen. The Faradaic efficiency (FE) of the construct is 37%,

due to water oxidation being accompanied by oxidative transformations of the TBAPy linkers. Despite the low

FE, NU-1000-Ruhigh is still among the best MOF-based water oxidation catalysts, operating by a unique co-linker

mediated hole-transport mechanism to supply oxidizing equivalents also to catalysts in the crystal interior.

Introduction

Metal–organic frameworks (MOFs) are a class of crystalline
materials composed of inorganic secondary building units
(SBUs) that consist of metal cations or discrete clusters thereof,
and that are interconnected in three dimensions by multi-
dentate organic linkers. Due to their modular nature, the large
number of unique combinations of SBUs and organic linkers
gives rise to an almost endless variety of possible MOF

materials. With the properties of MOFs being highly tuneable,
they have been tailored, for example, for application in gas
storage and separations,1–3 chemical sensing4 and catalysis.5–7

For applications that require hydrolytic stability, MOFs with
SBUs that consist of high-valent cations such as Zr4+ have
moved into the centre of attention. Canonical members of this
class of MOFs include UiO-66 (UiO = Universitet i Oslo),8 NU-
1000 (NU = North Western University),9 or PCN-700 (PCN =
Porous Coordination Network),10 all of which are known for
possessing strong coordination bonds between Zr6O4(OH)4

cluster SBUs and carboxylate-containing linkers.
Benefitting from the high structural stability of Zr4+-based

MOFs, their high internal surface areas, often with large pore
diameters, and their synthetic tunability, these types of MOFs
have become popular platforms for the incorporation of mole-
cular electrocatalysts.11 Amongst other transformations, in
particular catalysts of energy relevance, i.e. those that catalyse
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water oxidation, CO2 reduction or hydrogen evolution have
attracted great attention in the field.12–15 The vast majority
of catalyst motifs that have been investigated in this context
are based on linkers that are either native to the MOF, or
very similar in design to linkers in existing MOFs. Examples
of the former strategy are MOFs that are composed of
porphyrin-based linkers and that have been studied for
oxygen reduction,16 CO2 reduction17 or hydrogen evolution.18

Examples of the latter strategy include exchanging 4,40-
biphenyldicarboxylates in UiO-67, or isoreticular version
thereof, by geometrically identical 2,20-bipyridine-5,5 0-
dicarboxylates. These metal binding sites have been used to
host a variety of different metal fragments, including Ir and Ru
species for water oxidation,19,20 or Mn and Re units for CO2

reduction.21

Examples of novel MOFs with metallo-linkers that are
inspired by well-developed molecular electrocatalysts are still
scarce.13 Such MOFs require substantial synthetic efforts to
decorate the catalytic motif with suitable anchoring groups for
SBU coordination. One such example is the cyclam-based VPI-
100 (VPI = Virginia Polytechnic Institute), reported by Morris
and co-workers (Fig. 1) for CO2 conversion chemistry.22 Another
example is the cobaloxime-based UU-100 (UU = Uppsala Uni-
versity) for electrocatalytic hydrogen evolution23 and a report on
a Ru-based water oxidation catalyst that has been incorporated
into a UiO-type MOF by post-synthetic exchange.24

Preparing new MOFs with custom-designed linkers is far
from trivial, especially since the constituting linkers are often
conformationally flexible and carry functional groups that are
important for catalyst function, but may interfere with MOF
fabrication. In the current work, we designed and synthesized a

new Ru-based linker, 1, that is decorated with four carboxylic
acid groups for SBU coordination, making it a tetratopic
metallo-linker (Fig. 1). The new linker bears obvious geo-
metric resemblance to a tetra-benzoic acid-decorated pyrene
(H4TBAPy) linker that interconnects Zr6O4(OH)4 SBUs in NU-
1000. Given the close geometric similarities between H4TBAPy
and 1, we explored the possibility to prepare mixed linker MOFs
that contain both of the linkers. Such mixed linker MOFs have
been reported before, but are usually limited to systems with
rather small variations in linker structure.25

From a thermodynamic viewpoint, the use of TBAPy as a co-
linker to the catalytic complex 1 is promising as the formal
potential for TBAPy oxidation in NU-1000 has been reported as
ca. 1.1 V and 1.4 V vs. Ag/AgCl in CH2Cl2

26 and CH3CN,27

respectively. TBAPy-based oxidations in NU-1000 are thus suffi-
ciently anodic to not interfere with the Ru(III/II) and Ru(IV/III)

couples of the [Ru(tda)(py)2]-based linker which are expected to
be cathodic of 1.0 V. At such potentials, the native NU-1000
framework is expected to behave as an inert matrix.27–29 The
situation can however be expected to change at potentials at
which water oxidation occurs, typically at onset potentials just
beyond 1.0 V vs. NHE. At these potentials, TBAPy oxidation in
NU-1000 can be expected. Thus, the TBAPy linkers may provide
a hole transport pathway to efficiently deliver oxidizing equiva-
lents to 1 for efficient electrochemical water oxidation.

Results and discussion
Metallo-linker synthesis and characterization

The synthetic sequence to 1 is outlined in Scheme 1. The axial
ligand that provides the coordination bonds to the SBUs was
prepared via a Pd-mediated Suzuki cross coupling reaction
between 3,5-dibromopyridine and (4-(methoxycarbonyl)phe-
nyl)boronic acid in refluxing dioxane/water (11 : 1) (Scheme 1).
The obtained methyl ester was saponified by refluxing in an
aqueous sodium hydroxide solution to afford the unprotected
ligand in 71% yield over both steps. The target metallo-linker 1
was assembled by heating two equivalents of the ligand
py(PhCOOH)2 with [RuII(tda-k-N3O)(dmso)(OH2)] in water with
a small quantity of NaOH to reflux for one day. Complex 1 was
obtained in an isolated yield of 34% (see Section S1 in the ESI†).

Fig. 1 Metallo-linkers based on prominent homogenous catalyst motifs,
specifically decorated with anchoring groups for MOF fabrication. Scheme 1 Synthetic scheme for the synthesis of complex 1.
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Single crystals of 1 could be obtained by slow diffusion of
diethyl ether into a solution of the complex in a DMSO/DMF
mixture. Structure elucidation by single crystal X-ray diffraction
(Fig. 2) revealed an octahedral geometry and the expected
coordination environment around the ruthenium centre, where
tda2� coordinates the Ru centre in a k-N3O1 manner, similar to
those previously described in literature.30 The two carboxylates
of the equatorial tda2� are weakly bonded with a long Ru–O
distance of 2.19 Å. The N1–Ru, N2–Ru bond distances are 1.95 Å
and 1.94 Å respectively, with the N3–Ru bond distance being
larger at 2.13 Å. The angles between the carboxylate and
ruthenium are 77.721, whereas N1–Ru–N2 and N2–Ru–N3 are
81.791 and 78.991, respectively. The phenyl rings that contain
the carboxylic acid groups for SBU coordination are twisted
relative to the axial pyridine with an angle of 118.751 and
121.811, respectively.

Being a new member of the Ru(tda) family of water oxidation
catalysts, its electrochemical behaviour in water was investi-
gated using a glassy carbon disk as working electrode, a
platinum mesh counter electrode and Ag/AgCl (3 M NaCl) as
a reference electrode. Unless otherwise stated, all CVs
described in this work are measured under these conditions
and the potentials are reported vs. NHE throughout the manu-
script (by adding 0.2 V to measured potential).

Initial cyclic voltammograms of aqueous solutions of
complex 1 in 0.1 M sodium phosphate buffer (pH 7) gave
inconclusive results due to the hydrophobicity of the complex
and its associated low solubility. Thus, complex 1 was sus-
pended with multi-walled carbon nanotubes (MWCNTs) in
THF, and subsequently drop-casted onto glassy carbon disk
electrodes and used as working electrode. The CV of 1 at pH = 7
shows two reversible waves at E1/2 = 0.61 V and E1/2 = 1.09 V
that are assigned to the Ru(III/II) and Ru(IV/III) couple, respec-
tively (see Fig. 3).

As for all complexes of the Ru(tda) family, also complex 1 is a
pre-catalyst that needs to be activated under oxidizing condi-
tions to reveal its full catalytic potential. This oxidative activa-
tion converts the complex to a RuIV state and introduces the
indispensable Ru–OH2 unit.31 Full activation of surface-
immobilized 1 was achieved by controlled potential electrolysis
(CPE) at 1.4 V in a pH 12 phosphate buffer solution (0.1 M) for a
period of 40 minutes. As a result, a shift of the redox waves
associated with the Ru(III/II) and Ru(IV/III) couples to E1/2 = 0.52 V
and E1/2 = 0.70 V is observed, respectively, followed by a large
catalytic current associated with electrocatalytic oxidation of
water to dioxygen at an onset potential of around 1.19 V (Fig. 3,
red trace). The lower currents of the Ru(III/II) and Ru(IV/III) waves
after activation are presumably due to partial leaching of the
complex from the electrode, which becomes more soluble in
water after deprotonation of carboxylic acid functionalities
during the activation step at pH 12.

Mixed linker MOF synthesis and characterization

Initial attempts to produce a crystalline material by direct
solvothermal synthesis using 1 as the sole linker were not
successful, despite the testing of a broad range of different
conditions. Considering the geometric similarities between 1
and the pyrene-based H4TBAPy linker in NU-1000 (Scheme 2),
the possibility to dope NU-1000 with complex 1 during the
solvothermal synthesis was explored.

Using the optimized conditions for phase-pure NU-1000
preparation,32 the H4TBAPy linker was complemented by 1 in
the solvothermal synthesis. In total, seven materials were
prepared by increasing the proportions of the metallo-linker
in increments of 5% from 0 to 30% relative to the ZrOCl2

precursor (Scheme 2). NU-1000 synthesis in the absence of any

Fig. 2 X-Ray crystal structure of 1.

Fig. 3 Cyclic voltammogram of 1 immobilized with MWCNTs on a glassy
carbon electrode prior to (black trace) and after (red trace) the activation
procedure (controlled potential electrolysis at 1.2 V). Background glassy
carbon electrode (black dotted trace). 0.1 M phosphate buffer electrolyte;
pH = 7; n = 100 mV s�1. Inset shows a zoom into the oxidation waves
observed after catalyst activation.
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Ru dopant confirmed the reproducibility of the synthetic
procedure in our hands, and provided a material to which all
Ru-doped materials were compared to.

All mixed-linker solvothermal syntheses produced crystal-
line materials, as visible by their powder X-ray diffraction
patterns (Fig. 4). The reflections of the PXRD are largely located
in similar positions as those found in NU-1000,9 with each
sample displaying three clearly visible reflections at 2y = 5.2, 7.5
and 10.41. Upon increasing proportions of the Ru linker in the
solvothermal syntheses, a gradual decrease in the intensities of
the PXRD reflections can be observed, which can be assigned to
decreased crystallinity of the samples. In fact, gradually
decreasing crystallinity is consistent with further experiments

in which the Ru linker content was as high as 75 to 100%
relative to ZrOCl2, and that do not produce any crystalline
material.

A similar picture emerges from an inspection of the scan-
ning electron micrographs of the mixed linker MOFs. While the
preparations with low Ru content yielded rod-shaped crystals
similar in morphology and size to NU-1000, increasing Ru
contents lead to a significant smoothening of the crystal con-
tours, and a decrease in crystal size (Fig. 5). In the most extreme
case, the particles deviate significantly from hexagonal rods as
in case of NU-1000, and are better described as almost
spherical.

The presence of complex 1 in the mixed linker MOFs
was further evidenced by FTIR spectroscopy which showed
peaks that are assigned to the metallo-linker. Transitions at
1697 cm�1, 1097 cm�1 (C–O stretch), 865 cm�1, 784 cm�1 and
717 cm�1 correspond to those found in the FTIR spectrum of
the homogenous linker (see Fig. S8, ESI†). Additionally, Ru
doping was also examined by energy-dispersive X-ray spectro-
scopy (EDX), which further confirmed the presence of ruthe-
nium throughout the materials (see Fig. S12 and S13, ESI†).

The amount of Ru doping was quantified by ICP-OES
analysis of samples that had been digested in concentrated
H2O2/HNO3. While the amount of Ru present in the mixed

Scheme 2 Synthesis of the mixed-linker MOF and an SEM micrograph of
one of the obtained mixed linker MOFs (5.7 mol% of 1).

Fig. 4 Powder X-ray Diffraction (PXRD) patterns of the mixed linker
MOFs. NU-1000 (black trace) and mixed-linker NU-1000-Ru with increas-
ing proportions (from 5 to 30%) of 1 as indicated by the arrow.

Fig. 5 Scanning electron micrographs of the obtained mixed linker MOF
materials: from top left to bottom right are shown the MOFs obtained from
solvothermal synthesis where the content of Ru(tda)(py(PhCOOH)2)2 was
systematically increased from 5 to 30 mol% (in steps of 5%) relative to the
used ZrOCl2.
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linker MOFs increased with increasing proportions of the
metallo-linker in the solvothermal syntheses, a linear correla-
tion could not be established.

The mixed-linker MOF materials can be grouped into two
categories, those that have a low Ru content, r1.5%, and those
with a higher content of Z4% relative to Zr. A transition
between these two groups is observed when the proportion of
1 exceeds 15 mol% relative to ZrOCl2 in the solvothermal
syntheses (Table 1). The fact that the ratio between the different
linkers in the solvothermal synthesis is not directly mirrored in
their abundance in the mixed linker MOF has ample prece-
dence in the literature.

The phenomenon is usually ascribed to a situation where
different linkers have different propensities to form MOFs, for
example, as a result of different pKa values of coordinating
carboxylates.33 However, in such cases, a linear correlation
between linker proportion in the synthesis and their presence
in the MOF is still observed. In the present case, the co-
incorporation of the 1 and H4TBAPy linkers seems to be
disturbed by additional factors. One such factor may be the
poor solubility of 1 under the solvothermal conditions, or its
higher degree of rotational freedom around the axial N–Ru–N
vector.

With NU-1000 and mixed linker MOF materials in hand,
focus was directed towards their electrocatalytic water oxida-
tion activity. Similar to the measurements of the homogenous
1, the MOFs were suspended and sonicated in THF, mixed with
a separately prepared suspension of MWCNTs, and drop-casted
onto glassy carbon working electrodes (see Fig. S1, ESI†).

Fig. 6 A shows multiple CV scans of NU-1000 carried out at
pH 7 in a phosphate buffer (0.1 M). The first CV scan (in blue)
shows an anodic feature in the range of 1.0–1.4 V that is
assigned to the oxidation of the TBAPy linker. In the aqueous
phosphate buffer used, this oxidation is electrochemically
irreversible, and the corresponding cathodic feature in the
reverse scan of the CV is largely absent. Consequently, con-
secutive CV cycles show a continuous decrease of the TBAPy
oxidation and new waves appear in the range of �0.2 to 0.3 V.
The appearance of these features is assigned to TBAPy-derived
products that are formed in the electrochemically irreversible
oxidation of the linkers.

The CV of the mixed linker MOF with the highest content of
1 (5.7%), NU-1000-Ruhigh, is shown in Fig. 6B together with that

of NU-1000. For NU-1000-Ruhigh, an additional anodic wave
can be observed at Ep,a = 0.8 V that is absent in the parent
MOF. Consequently, this wave is assigned to the incorporated
Ru linker. Finally, Fig. 6C shows the 20th CV scan for both

Table 1 Comparison between the ratios of 1 and ZrOCl2 that were used in
the solvothermal syntheses (in mol%) and the actual incorporation of the
mixed linker MOFs. Conditions: ZrOCl2�8H2O, 35 mol% H4TBAPy, benzoic
acid, DMF, 100 1C, 3 d

1 used in solvothermal
synthesis in mol% relative
to ZrOCl2

1 in final mixed linker MOF in
mol% relative to Zr, as
determined by ICP-OES

5 o0.1
10 0.6
15 1.6
20 4.8
25 4.1
30 5.7

Fig. 6 Cyclic voltammetry of MOFs immobilized together with MWCNTs
on glassy carbon working electrodes (0.1 M phosphate buffer electrolyte;
pH = 7; n = 100 mV s�1.). (A) Multiple scans of NU-1000. Initial cycle of NU-
1000 (black trace), cycles 2–19 (grey trace) and final cycle of NU-1000 (red
trace). (B) Initial cycles of NU-1000 (black trace), and NU-1000-Ruhigh

(blue trace). (C) 20th CV scans of NU-1000 and NU-1000-Ruhigh; inset
shows a zoom into the Ru-based oxidations of NU-1000-Ruhigh.
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NU-1000 and NU-1000-Ruhigh. While the CVs of both materials
show the TBAPy-derived product linkers at potentials more
negative than 0.3 V, the 20th CV scan of NU-1000-Ruhigh shows
the evolution of additional waves at E1/2 = 0.55 and 0.71 V. At
the same time, the anodic feature at Ep,a = 0.8 V is absent. The
new waves are typical for activated forms of Ru(tda)
complexes,31 and are a further demonstration for the successful
incorporation of the Ru-linker into NU-1000 material.

The currents for the Ru-based oxidations at the glassy
carbon electrode are relatively low, as the number of Ru-
linkers that are in close contact to the MWCNT is small, and
Ru–to–Ru electron hopping charge transport can be expected to
be very slow due to the low incorporation yield of 1 and
resulting large spatial separation.34 The TBAPy linkers are not
conducting at potentials below 1.0 V either,35 and do thus not
provide hole transport pathways at potentials of, for example,
the Ru(III/II) couple.36 This situation however changes at more
positive potentials at which TBAPy oxidation occurs and hole
hopping transport throughout the whole crystalline material is
enabled. Every oxidized TBAPy linker is a sufficiently strong
oxidant to drive the oxidation of the Ru linkers through a
mediated process. In other words, while the direct oxidation
of 1 in CV experiments may be limited to near-surface site,
potentially all Ru-linkers can be oxidized via the TBAPy moi-
eties at higher applied potentials. Consequently, the Ru(III/II)

and Ru(IV/III) oxidations may only feature as very small waves in
the CVs of NU-1000-Ruhigh, but will nevertheless occur in a
TBAPy-mediated process at more positive applied potentials.

With the possibility to engage a large proportion of the
metallo-linkers in catalysis, CPE experiments were conducted
with NU-1000-Ruhigh to evaluate its capacity to catalyse electro-
chemical water oxidation. NU-1000-Ruhigh was used as the
working electrode in a gas-tight two-compartment electroche-
mical cell that was coupled to a Clark-type electrode to measure

oxygen evolution. Fig. 7 shows the oxygen evolution as a
function of time at an applied potential of 1.30 V. After 80
minutes of CPE, NU-1000-Ruhigh (black trace) shows the gen-
eration of 1.94 mmols of O2. With a total charge of 2.006 C
having passed through the cell, a faradaic efficiency (FE) of 37%
can be calculated. The low FE is most likely due to TBAPy
oxidations that occur at the applied potential as described
above and clearly observed in the repetitive CVs in Fig. 6A. A
control experiment with parent NU-1000 generates a negligible
amount of oxygen (Fig. 7, red trace), manifesting the role of the
Ru metallo-linker as water oxidation catalyst.

As Ru linkers in the interior of the MOF crystals can only be
oxidized in a TBAPy-mediated mechanism, an independent
determination of electroactive Ru sites in NU-1000-Ruhigh is
not possible. Assuming that catalysis occurs only at the near-
surface Ru sites that also give rise to the CV response in Fig. 6C,
a TON of 44 600 can be calculated. It is however important to
note that this number should only be seen as an upper limit, as
most likely also Ru linkers in the interior of the MOF crystals
contribute to catalysis, which would give rise to significantly
lower TONs.

Conclusions

In summary, we have designed and synthesized a new tetra-
topic linker 1, which is based on one of the most active water
oxidation catalysts reported to date.30 Complex 1 has been
characterized by spectroscopic techniques and single crystal
X-ray diffraction. The linker was further characterized by cyclic
voltammetry, and was shown to behave like all other members
of this family of water oxidation catalysts. Given the geometric
similarities between 1 and H4TBAPy, i.e. the native linker in
NU-1000, the preparation of mixed-linker MOFs was explored.
Successful MOF formation was confirmed by PXRD and SEM,
while Ru linker incorporation was specifically shown by FTIR,
EDX and ICP-OES analyses. It was found that the Ru contents in
the final mixed linker MOFs correlate with the amount of Ru
linker present during solvothermal syntheses, albeit not in a
linear fashion. The lack of linear correlation may be due to
vastly different solubility of the two linkers during solvothermal
synthesis, slight differences in size, and a higher rotational
flexibility of 1.

The Ru centres in NU-1000-Ruhigh can be activated like any
other Ru(tda)-based water oxidation catalyst, as evidenced by
the emergence of new voltammetric waves from the activated
catalyst. These CV features arise from Ru linkers that are
positioned near the crystal surface, in close contact to the
MWCNT electrode. The majority of the Ru linkers in the crystal
are not directly accessible electrochemically, but can be oxi-
dized indirectly through prior oxidation of the TBAPy linkers.

Such mediated electron transport is a phenomenon that has
precedence on the cathodic side,37,38 but, to the best of our
knowledge, is unprecedented for anodic processes. The process
bears some resemblance to DNA mediated hole transport that
can operate over multiple nanometers.39

Fig. 7 Controlled potential electrolysis (CPE) coupled to oxygen evolu-
tion measurement of NU-1000 (red) and NU-1000-Ruhigh (black). Oxygen
evolution vs. time traces were recorded at an applied potential of 1.3 V vs.
NHE in a 0.1 M phosphate buffer (pH 7), monitored with a gas phase Clark
electrode. A faradaic efficiency of 37% was calculated at 80 minutes for
NU-1000-Ruhigh.
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Once activated, the Ru metallo-linkers catalyse electroche-
mical water oxidation at an applied potential of 1.30 V vs. NHE.
Unfortunately, in the aqueous electrolyte, the TBAPy co-linkers
are oxidatively transformed at the same potential, giving rise to
a low Faradaic efficiency for water oxidation catalysed by 1 of
37%. The strategy to supply oxidizing equivalents to catalytic
centres through redox-active co-linkers is an interesting strat-
egy to ‘‘dilute’’ catalytically active sites while not compromising
the charge transport properties of the material. By doing so, the
two functions can be optimized separately, and the MOF-borne
catalysis may become more effective as larger proportions of
the material actually engage in catalysis.40 Mediated electron/
hole transport pathways thus offers exciting new avenues in
MOF research, and we foresee increasing interest on the topic
in the future.
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