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Porous crystalline metal-organic frameworks (MOFs) bearing sulfonic groups (-SOzH) are receiving
increasing attention as solid-state proton conductors because the —SOszH group can not only enhance
the proton concentration, but also form hydrogen bonding networks for high proton conductivity. A large
number of 1,4-phenyldicarboxylic acids or biphenyldicarboxylic acids bearing two —SOzH groups have
been applied for the synthesis of proton-conducting MOFs. Surprisingly, 4,4'-biphenyldicarboxylic acid
bearing one —SOzH group has never been explored for the construction of proton-conducting materials.
Herein, we first designed and synthesized 2-sulfonyl-4,4'-biphenyldicarboxylic acid (HsL). By applying this
ligand to react with lanthanide salts, a series of three-dimensional MOFs, (Me;NH,),(HsO)[LnL,]-8H,O
(Ln = Eu (1), Gd (2), Tb (3)) have been prepared. Due to the presence of the uncoordinated —SOzH group
and the encapsulation of high concentrations of dimethylammonium and hydronium cations in the cavity,
the MOFs 1-3 show a high proton conductivity (8.83 x 107> S cm™) at 95 °C and 60% relative humidity
(RH). More importantly, this high proton conductivity can be maintained over 72 hours without any
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1. Introduction

Solid-state proton conductors (SSPCs) as important com-
ponents of fuel cells, electrochemical sensors and reactors are
attracting great interest.”> Compared with traditional
materials such as Nafion, porous crystalline MOF materials are
considered to be one of the most promising next generation
conductors as the crystal structures can be finely tuned by judi-
cious selection of metal ions, ligands and appropriate post-
synthesis modifications.>* During the past few decades, sig-
nificant progress in proton conductive MOFs has been
achieved with the conductivity already exceeding 107> S
cm™.>”7 However, to maintain the conductivity at these high
levels, the conductors must remain in a high relative humidity
(RH) environment (>90% RH), which poses significant chal-
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lenges, including the energy expenditure associated with main-
taining the high humidity and the loss of fuel cell perform-
ance due to the possible flooding of the cathode.® Therefore,
the development of novel SSPCs that maintain high proton
conductivity at low RH is an urgent issue. There are usually
two representative solutions: the first approach is to introduce
small protic molecules into the cavity of MOFs, such as phos-
phonic acids,'”*" imidazoles'* and ionic liquids™®™® and the
second approach involves the functionalization of ligands with
hydrophilic groups for an enhanced binding ability of the
resulting MOFs to water molecules.'®"”

Sulfonated species are highly hydrophilic and those bearing
free -SO3zH groups are strong acids with a relatively low pK,
value (generally less than 0).'® Consequently, sulfonated
materials can interact with water molecules forming proton
clusters in the form of -SO;™---H;0" and significantly increase
the proton conductivity in a low RH environment."® Several
methods for anchoring the acidic sulfonic groups to MOF
pores have been developed including sulfonation of MOFs via
post-synthesis,*** sulfonation of organic linkers,>® and
coordination of sulfonic acid to metal centres.***?
Unfortunately, the modified MOFs are seldom examined by
single crystal X-ray diffraction analysis; as a result, an in depth
understanding of the precise H-bonding networks and proton
conducting pathway is difficult. Sulfonic group substituted
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carboxylic ligands can be regarded as appealing candidates for
the construction of proton conductive MOFs and some MOFs
have also been characterized by single crystal X-ray diffraction
analysis.'®?® Commonly used ligands for the preparation of
proton conductive MOFs include dipotassium-3,3'-disulfonyl-
4,4'-biphenyldicarboxylic acid (3,3-DSBPDC),*” 3,3'-disulfonyl-
benzophenone-4,4"-dicarboxylic acid (DSBODC),*® 3,3'-disulfo-
nyl-diphenylsulfone-4,4'-dicarboxylic acid (DSDPSDC),*® diso-
dium 2,2'-disulfonate-4,4-oxydibenzoic acid (DSOA),>*°> and
2,2'-disulfonyl-4,4'-biphenyldicarboxylic acid (2,2
DSBPDC).**** All these ligands have two sulfonyl groups,
which can be easily deprotonated to bind metal centers due to
the stronger chelating ability of -SO;™ groups to form cyclic co-
ordinated configurations with neighboring -CO,~ or -SO;~
groups (Scheme 1)."*° The coordination of the -SO;~ group
to metal centers will reduce the proton concentration and the
porosity of the resulting MOFs, so that the proton conductivity
may be greatly decreased.”®

Our previous work also demonstrated that the MOF
(Me,NH,)[Eu(2,2"-DSBPDC)(H,0)] based on a 2,2-DSBPDC
ligand showed a relatively low proton conductivity (4.14 x 10~®
S em™) at 25 °C and 95% RH owing to the coordination of two
deprotonated sulfonyl groups to the metal center (Scheme 2).3
Therefore, our present strategy for preparing proton conduc-
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tive MOFs is to design a mono-sulfonated substituted car-
boxylic ligand: 2-sulfonyl-4,4'-biphenyldicarboxylic acid (H,L)
as shown in Scheme 2. We expect that the coordination of the
-SO;H group of H;L to metal ions can be avoided so that the
group may be completely free in the form of -SO;~ or acidic
-SOzH. Surprisingly, this kind of seemingly simple ligand is
very elusive in the literature and has never been applied for the
construction of MOFs and related proton-conducting materials
to date.*® Compared to the disulfonyl-substituted one, the
mono-sulfonated ligand with only one -SO;H group will
possess less steric hindrance and the resulting MOFs can host
more protic cations such as dimethylammonium or hydro-
nium, due to the larger porosity.””*°

In order to demonstrate our conceptual approach, herein
we first synthesized the HzL ligand using a Suzuki C-C coup-
ling reaction between 4-iodo-3-sulfobenzoic acid and 4-carbox-
yphenylboronic acid (Scheme 3). Using the H;L ligand to react
with lanthanide salts, a series of three-dimensional (3D)
MOFs, (Me,NH,),(H;0)[LnL,]-8H,0 (Ln = Eu (1), Gd (2), Tb
(3)) have been constructed. Single crystal X-ray diffraction ana-
lysis revealed that 1-3 all adopted the doubly interpenetrated
3D dia topology. Interestingly, due to the presence of a high
concentration of dimethylammonium and, hydronium cations
and hanging sulfonic acid groups within the 1D rhombic pore,
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Scheme 1 The coordination modes of some disulfonyl group substituted carboxylic ligands.
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Scheme 2 The comparison of the MOFs built from 2,2'-DSBPDC and HsL.
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Scheme 3 Synthesis of 2-sulfonyl-4,4'-biphenyldicarboxylic acid (HsL).

1-3 display a high proton conductivity (8.83 x 107> S em™) at
95 °C and 60% RH (Scheme 2). More importantly, this ultra-
high proton conductivity can be maintained over 72 hours
without any significant decrease. This work highlights the fact
that mono-sulfonated carboxylic acids are a class of attractive
ligands for the construction of proton conductive MOF
materials.

2. Experimental
2.1 Materials and methods

All chemical reagents were purchased and used as received.
4-Todo-3-sulfobenzoic acid was synthesized according to the
reference protocols.*?* "H NMR spectra were recorded on a
Bruker AM 400 MHz spectrometer in DMSO-d, solution, and
the chemical shifts are in ppm. FT-IR spectra were recorded on
a Nicolet 380 FT-IR instrument (KBr pellets). Powder X-ray
diffraction (PXRD) data were collected on a Bruker D8 Advance
diffractometer under Cu K, radiation (A = 1.5406 A). C, H, N,
and S analyses were conducted using a Thermo Finnigan Flash
1112A elemental analyzer. Thermogravimetric analyses (TGA)
were performed on a NETZSCH STA 449C thermal analyzer
under a N, atmosphere with the heating rate of 5 °C min™".

2.2 Syntheses of the H;L ligand and MOFs 1-3

2.2.1 Synthesis of 2-sulfonyl-4,4"-biphenyldicarboxylic acid
(H5L). 4-Iodo-3-sulfobenzoic acid (7.7600 g, 0.0216 mol), 4-car-
boxyphenylboronic acid (3.4866 g, 0.0216 mol), potassium car-
bonate (4.9691 g, 0.0360 mol), tetrakis(triphenylphosphine)
palladium(0) (830.0 mg, 0.720 mmol), 1,4-dioxane and water
(40 mL, 1:1) were mixed together in a three-neck flask under
N,. The mixture was heated to 100 °C for 24 hours. After
cooling to room temperature (RT), the resulting precipitate was
filtered and washed with water (3 x 10 mL). The combined fil-
trate was concentrated to 20 mL and acidified with hydro-
chloric acid (36% w/w, 5 mL). The white solid was filtered and
washed with water (3 x 10 mL) and acetonitrile (3 x 10 mL)
and then dried in a vacuum to give the product H;L. Yield
4.2933 g (61.7%). 'H NMR (400 MHz, DMSO-dg, 5 ppm): 12.95
(2H, COOH), 8.55 (1H, ArH), 7.93 (1H, ArH), 7.88-7.91 (2H,
ArH), 7.67 (2H, ArH), 7.28 (1H, ArH). mp >300 °C. FT-IR (KBr,
em™"): 3478(br, m), 3119(m), 1713(vs), 1605(m), 1404(m),
1225(s), 1189(s), 1041(m), 852(w), 623(m). Anal. calced for

M36 | /Inorg. Chem. Front., 2022, 9, 134-1142

View Article Online

Inorganic Chemistry Frontiers

C14H;005S (%): C 52.17, H 3.13, S 9.95; found: C 52.01, H 3.28,
S 9.85.

The H;L ligand is insoluble in common solvents, such as
water, methanol, ethanol, acetone, acetonitrile, dichloro-
methane and chloroform. It is only soluble in N,N-dimethyl-
formamide (DMF) and dimethyl sulfoxide.

2.2.2 Synthesis of (Me,NH,),(H;0)[EuL,]-8H,0 (1). A
mixture of Eu(NO3);-6H,0 (8.9 mg, 0.02 mmol), H3L (15.1 mg,
0.04 mmol), dimethylamine hydrochloride (Me,NH-HCI)
(20.0 mg, 0.25 mmol), and DMF (4 mL) was heated in a 25 mL
stainless-steel reactor lined with Teflon at 150 °C for 48 h and
then cooled to RT within 24 h. Colorless block-shaped crystals
of 1 were collected by filtration and washed with ethanol (3 x
5 mL). The yield was 81.0% (16.9 mg) based on Eu(um). FT-IR
(KBr, cm™"): 3345(br, m), 1585(m), 1408(vs), 1225(m), 1184(m),
1041(m), 630(m). Anal. caled for CzH oEuN,;0,3S, (%):
C 36.75, H 4.72, N 2.68, S 6.13; found: C 36.65, H 4.59, N 2.54,
S 6.02.

2.2.3 Synthesis of (Me,NH,),(H;0)[GdL,]-8H,O (2). The
procedure was the same as that for 1 except for using Gd
(NO3)3-6H,0 (9.0 mg, 0.02 mmol) instead of Eu(NOs);-6H,0.
The yield of 2 was 83.4% (17.5 mg) based on Gd(m). FT-IR
(KBr, cm™!): 3445(m), 1578(m), 1401(vs), 1225(m), 1190(m),
1041(s), 630(m). Anal. calcd for C3,H49GdN,0,3S, (%): C 36.57,
H 4.70, N 2.67, S 6.10; found: C 36.39, H 4.51, N 2.50, S 6.01.

2.2.4 Synthesis of (Me,NH,),(H;0)[TbL,]-8H,0 (3). The
procedure was the same as that for 1 except for using
Tb(NO;);-6H,0 (9.1 mg, 0.02 mmol) instead of Eu(NO;);-6H,O.
The yield of 3 was 80.0% (16.8 mg) based on Tb(u). FT-IR
(KBr, cm™): 3421(m), 1588(m), 1420(vs), 1229(m), 1180(m),
1040(s). Anal. caled for C3,H,9TbN,0,5S, (%): C 36.51, H 4.69, N
2.66, S 6.09; found: C 36.37, H 4.57, N 2.51, S 6.18.

2.3 Single crystal X-ray diffraction analysis

Single-crystal X-ray diffraction data for 1-3 were recorded on a
Bruker Apex I CCD with a Mo K, X-ray source (4 = 0.71073 A)
at RT. These structures were determined via direct methods
with the SHELXTL-2018 software package.’” The crystallo-
graphic data of 1-3 are presented in Table S1.f The main bond
distances and angles are summarized in Table S2.7 These data
(CCDC 2054977-2054979 for 1-3, respectively) are available.

2.4 Proton conductivity measurement

The alternating current (AC) conductivity measurements for 2
were performed on a pressed cuboid-shaped plate (8 x 8 x
0.80 mm) made under a pressure of ~15 MPa. The two faces of
the plate were coated with silver paste and then the plates were
pressed between parallel square titanium electrodes in
specially designed porous quartz cells. The AC impedance data
were obtained under different environmental conditions by an
ordinary quasi-four-probe method, making use of silver wires
and paste with a CHI 660E electrochemical workstation in the
frequency range of 1 MHz-0.1 Hz with an input voltage ampli-
tude of 100 mV. The temperature and humidity parameters
were controlled using the SW/HS-50A temperature and humid-
ity control chamber. The Zview software was used to determine

This journal is © the Partner Organisations 2022
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the resistance value from the equivalent circuit fit of the first
semi-circle.

Proton conductivity was calculated using the following
equation:

[
=— 1
°=1r (1)
where [ and S are the length (cm) and cross-sectional area
(cm?) of the pressed plate respectively, and R, which was
extracted from the Nyquist plots, is the bulk resistance of the
sample (). Activation energy (E,) for the conductivity of

materials was estimated from the following equation:

6T = o9 exp(— Fa ) (2)

ks T

where ¢ is the proton conductivity, o, is the preexponential
factor, kg is the Boltzmann constant, and T is the temperature.

3. Results and discussion

Although the H;L ligand was first mentioned in a US patent in
2012,%° its spectral characterization, yield and related com-
plexes were not reported. Using a Suzuki C-C coupling reac-
tion between 4-iodo-3-sulfobenzoic acid and 4-carboxyphenyl-
boronic acid (Scheme 3), the HsL ligand was successfully pre-
pared in a good yield and characterized by elemental analysis,
FT-IR (Fig. S11) and "H NMR (Fig. S27).

The solvothermal reaction of the H;L ligand with lantha-
nide salts Ln(NO3);-6H,0 (Ln = Eu, Gd, Tb) and Me,NH-HCI in
DMF gave the corresponding MOFs 1-3 in high yields. Single-
crystal X-ray diffraction analysis shows that all the MOFs 1-3
are isomorphous and crystallize in the same orthorhombic

View Article Online
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system with a space group of Pnnn (Table S1f). Due to the
structural similarity of 1-3, only the structure of 2 is discussed
here in detail. The asymmetric unit of 2 contains a Gd(m)
cation (the occupancy factor is 0.5), one L’~ ligand, one
(Me,NH,)" cation, one H;0" cation (the occupancy factor is
0.5), and four highly disordered lattice water molecules
(Fig. S41). The presence of the counterions and guest water
molecules has been further confirmed by elemental analysis,
FT-IR (Fig. S71) and TGA measurements (Fig. S13t). The Gd(u)
center is coordinated by eight carboxylic O atoms from six
different L>~ ligands. Among the eight O atoms, four O atoms
are from two chelating carboxylic groups, while the others are
from four bridging carboxylic groups (Fig. 1d). The GdOg unit
exhibits a distorted dodecahedral geometry (Fig. 1a). The
Gd-O distances (2.311(4)-2.485(4) A) are comparable to those
usually found in the related Gd-MOFs (Table S21).*' Each
Gd(w) ion is linked to the nearby one through four bridging
carboxylic groups to form a [Gd(-COO),Gd]** dimer with a
Gd---Gd distance of 4.195(4) A (Fig. 1d). Each dimer is further
joined to four adjacent ones by a pair of L*~ ligands in a head
to tail connection mode (Fig. 1c), which can be regarded as a
double-walled linker (Fig. 1d). Notably, the double-walled
linker is further supported by two intermolecular edge-to-face
C6-H6---1" interactions with a distance of 3.943(2) A and an
angle #C6-H6---1" of 134° between the phenyl rings (Fig. 1c
and Table S31). Therefore, by means of the double-walled
linkers connecting to the dimers, a stable 3D framework in 2
can be finally formed (Fig. 1e and f). Topologically, if each
double-walled linker is simplified as a straight line (Fig. 1c)
and each [Gd(-C0O0),Gd]** dimer is regarded as a 4-connected
node (Fig. 1d), the 3D framework of 2 can be simplified as a
dia net topology (Schlifli symbol of 6°) as shown in Fig. 1e.
The side length of the dia net is 15.831(13) A, whereas the

Fig. 1 (a) A distorted dodecahedral geometry of the Gd1 atom. (b) The coordinated modes of L*>~ ligands. (c) A pair of L*~ ligands in a head to tail
connection mode supported by two C—H---x interactions. (d) A Gd, dimer connected by four double-walled linkers was simplified as a 4-connected
node. H atoms and sulfonic groups are omitted for clarity. (e) A doubly interpenetrated 3D dia net in 2. H atoms and sulfonic groups are omitted for
clarity. (f) The 3D structure showing 1D rhombic pores with the sulfonic groups along the a axis. (g) The H-bonding network consisting of dimethyl-

ammonium, hydronium, and sulfonic ions in the 1D pore.
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angles are 114.9(1)° and 127.0(1)°, respectively (Fig. 1e), exhi-
biting an obvious distortion from the tetrahedral angle of
109.5° observed in an ideal diamond. This distortion may be
partially resulted from the two-fold interpenetrated structure
found in 2 (Fig. 1e). Moreover, despite the double interpenetra-
tion, 2 still has a 57.2% solvent accessible volume calculated
by PLATON software** and possesses 1D rhombic channels
along the g axis (Fig. 1f). These channels are filled with
(Me,NH,)" cations, H;O" cations and lattice water molecules,
which form extensive hydrogen-bonded networks with the
-SO;~ groups hanging on the pore walls (Fig. 1g). In addition,
there are strong aliphatic C-H:--O interactions between the
methyl groups of the (Me,NH,)" cation and the carboxylic O
atoms in 2 (Table S3, C15-H15C---O4), which is also mani-
fested by a weak peak at 2800 cm ™" in the FT-IR spectrum of 2
(Fig. S71).*>** These abundant hydrogen-bonded networks can
be recognized as an important platform for the proton transfer
and motion, which will be beneficial for the proton conduc-
tion in 2.

Since the mono-sulfonated H;L ligand is closely related to
the disulfonated ligand 2,2"-DSBPDC,*® it would be interesting
to compare the structures of the resulting MOFs derived from
the same metal ions but differ only in the sulfonate substitu-
ents. Interestingly, in the channels of (Me,NH,)[Eu(2,2
DSBPDC)(H,0)],*®> only one dimethylammonium cation per
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metal unit can be hosted. In contrast, by eliminating one sulfo-
nate group, the present MOF 2 can encapsulate two dimethyl-
ammonium cations as the volume of the pores in 2 is enlarged
by the removal of one SO3;~ group. Most importantly, eight
H,0 molecules and an additional H;0" cation per metal unit
have also been included in 2 compared with (Me,NH,)[Eu(2,2"-
DSBPDC)(H,0)] (only one coordinated water molecule per
metal unit).” In addition, the two deprotonated sulfonic
groups in 2,2-DSBPDC are bound to the same Eu(u) ion in a
monodentate mode, forming a nine-membered ring in
(Me,NH,)[Eu(2,2-DSBPDC)(H,0)] (Scheme 1e).*?
Consequently, the pores have only 16.7% solvent accessible
volume by PLATON analysis.”” In contrast, the mono sulfonic
group of H;L is not involved in the coordination with metal
ions, giving 57.2% solvent accessible volume in 2. Notably,
when the same synthesis conditions as those for (Me,NH,)
[Eu(2,2"-DSBPDC)(H,0)] were used except for replacing 2,2'-
DSBPDC with H;L, only an unidentified amorphous powder
was obtained.

The high concentration of dimethylammonium and, hydro-
nium cations and abundant hydrogen-bonded networks from
the hanging sulfonic acid groups within the 1D rhombic pores
of 2 encouraged us to investigate the proton conductivity (o).
The Nyquist plots of 2 are shown in Fig. 2. First, the ¢ value of
2 was evaluated under different RH at RT (Fig. 2a). At 30% RH,

(b) 4
@ 25°C = 65°C 60% RH
8 350G = 75%€ °
45°C - 85°C °
30 F °

@ 55°C - 95°C
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Fig. 2 (a) Impedance spectra of 2 under 30-60% RH at RT. (b) The variable temperature impedance spectra of 2 from 25 to 95 °C at 60% RH. (c)
Arrhenius plot. (f). Time-dependent proton conductivity of 2 at 95 °C and 60% RH.
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Table 1 Proton conductivities of some representative MOFs at low humidity (<70% RH)

MOFs o(Sem™) Conditions Ref.
H,S0,@MIL-101 6.0 x 107> 80 °C/20% RH 45
CF;SO;H@MIL-101 5x1072 25 °C/15% RH 46
IL@MIL-101(SIB-3) 4.4 %1072 50 °C/23% RH 48
VNU-15 2.9 %1072 95 °C/60% RH 17
SPEEK/S-UiO-66@GO-10 1.66 x 1072 100 °C/40% RH 49
(Me,NH,),(H;0)[LnL,]-8H,0 8.83 x107° 95 °C/60% RH This work
PSM-2 4.6x107° 80 °C/40% RH 50
{(Me,NH,),(H,0)3[Ln,L, ]}, 1.1x107° 100 °C/68% RH 51
PCMOF-17 1.17 x 1073 25 °C/40% RH 16
PCMOF2(Pz) 3.28x107* 25 °C/40% RH 52

tmen)Pd}(tib),(ptp).](NO 6.56 x 10* 23 °C/46% RH 53
[{( )pd}, 2\PtP)2 3)14
[zn(H5-sip)(4,4"-bpy)]-DMF-2H,0 3.9x107* 25 °C/60% RH 54
[zn(H,0)(H5-sip)(bpel)o.s]-DMF 3.4x107° 25 °C/60% RH 54
[2n;(5-sip),(H5-sip)(4,4-bpy)]-DMF-2DMA 8.7x107° 25 °C/60% RH 54

Y

Co;(mCIPhIDC),(H,0)s]-2H,0 8.69 x 107> 100 °C/68% RH 55
{[ 3( 2 2 6. 2 n
{R3N(CH,CO,H)}[MCr(0x);]-nH,0 8x107° 25 °C/60% RH 56
NH,-MIL-53 3x107° 80 °C/26% RH 57

the o value of 2 was 1.06 x 10~ S cm ™', while at 60% RH the
value increased to 2.35 x 107* S ecm ™" (Table S41). However, the
effective data points failed to be taken because the samples of
2 cannot be equilibrated above 60% RH. Thus, the variable
temperature conductivity of 2 was measured from 35 to 95 °C
at 60% RH for the same sample. At 60% RH, the o value
(3.80 x 107" S em™) of 2 at 35 °C increased rapidly to 8.83 x
107 S em™" at 95 °C (Fig. 2b and Table S4t), making 2 a super
proton conductive MOF material under low humidity con-
ditions (<70% RH) (Table 1). The o value of 2 at 95 °C and 60%
RH is only slightly lower than those reported for two strong
acid directly doped MOFs, H,SO,@MIL-101 (6.0 x 107> S
em™)*® and CF;SO;H@MIL-101 (5 x 107> S em™") (Table 1).*
The high proton conductivity of 2 under such low humidity
conditions may be attributed to the incorporation of hydro-
philic sulfonic groups for enhanced binding capacity to the
water molecules that are encapsulated inside the MOF chan-
nels. Moreover, the high proton conductivity of 2 can be main-
tained over 72 hours without any significant decrease (Fig. 2d).
The activation energy (E,) of 2 was calculated from the
Arrhenius plot (Fig. 2¢) to be 0.52 eV, suggesting a convention-
al vehicle mechanism.*’

At RT, the ¢ value (2.35 x 107" S em™") of 2 under low
humidity conditions (60% RH) is much higher than that (4.14 x
107 S em™") of the MOF (Me,NH,)[Eu(2,2"-DSBPDC)(H,0)]
at high humidity (95% RH).>* At an elevated temperature, the
o value (8.83 x 107 S em™" at 95 °C and 60% RH) of 2 is also
higher than those found for the disulfonyl-based MOFs at a
high RH, JXNU-2 with 3,3-DSBPDC (1.11 x 107> S cm™" at
80 °C and 98% RH),”” {(H;0)[Ln(DSBODC)(H,0),]}, (6.57 x
107" S em™ at 85 °C and 95% RH),*® [K,Zn(DSDPSDC)
(H20)4], (1.57 x 107" S em™" at 85 °C and 95% RH),> and
{[Tb,4(OH),(DSOA),(H,0)5]-8H,0},, (1.66 x 107* S em ™" at
100 °C and 98% RH).>' The proton conductivity study of 2
once again confirms the importance of the hanging sulfonic
acid groups in the pores of the MOFs in the formation of the
proton-mobilizing pathway. By analyzing the structure of 2 and

This journal is © the Partner Organisations 2022

also examining the species encapsulated inside the channels,
it is reasonable to assume that the high proton conductivity of
2 at low RH is due to the strong H-bond interactions between
the sulfonic groups, the dimethylammonium and hydronium
cations. The structural integrity of 2 was further confirmed by
the PXRD analysis of the samples before and after the
measurements, which show the same patterns (Fig. S107). It is
to note that, unfortunately, MOF 2 cannot maintain the poro-
sity after three days of water immersion (Fig. S11f). The
reduced stability of 2 in aqueous media compared to the MOFs
from disulfonated ligands is probably due to the enhanced
acidity of the MOF caused by the presence of uncoordinated
SO;~ groups that are more reactive upon water immersion.
Similar phenomena have been observed previously.'® Further
studies to improve the water stability are in progress and will
be reported in due course.

4. Conclusion

In conclusion, we have successfully developed a concept for
porosity regulation of MOFs through rational ligand design. By
applying asymmetric, mono-sulfonated 2-sulfonyl-4,4-biphe-
nyldicarboxylic acid as a novel ligand, a series of 3D MOFs
containing hanging sulfonic groups have been synthesized
and characterized by X-ray crystallography. Due to the elimin-
ation of one sulfonate group, coordination of the sulfonate
group to metal ions can be avoided and the resulting MOFs
have increased porosity and can encapsulate more protic ions.
Consequently, an increased proton conductivity (up to 8.83 x
107° S em ™" at 95 °C and 60% RH) has been achieved.
Furthermore, this high proton conductivity can be maintained
over 72 hours without any significant decrease. We believe that
this study will unlock an enormous opportunity in ligand
design, especially in the area of asymmetric carboxylic acid
based ligands and related MOFs. It is to expect that the strat-
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egy of regulating the porosity of MOFs by ligand design will be
extended in other areas.
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