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Novel Cu(II)‑based metal–organic 
framework STAM‑1 as a sulfur host 
for Li–S batteries
V. Niščáková 1, M. Almáši 2, D. Capková 1,3, T. Kazda 4, O. Čech 4, P. Čudek 4, O. Petruš 5, 
D. Volavka 6, R. Oriňaková 1,7 & A. S. Fedorková 1*

Due to the increasing demand for energy storage devices, the development of high-energy density 
batteries is very necessary. Lithium–sulfur (Li–S) batteries have gained wide interest due to their 
particularly high-energy density. However, even this type of battery still needs to be improved. 
Novel Cu(II)-based metal–organic framework STAM-1 was synthesized and applied as a composite 
cathode material as a sulfur host in the lithium–sulfur battery with the aim of regulating the redox 
kinetics of sulfur cathodes. Prepared STAM-1 was characterized by infrared spectroscopy at ambient 
temperature and after in-situ heating, elemental analysis, X-ray photoelectron spectroscopy and 
textural properties by nitrogen and carbon dioxide adsorption at − 196 and 0 °C, respectively. Results 
of the SEM showed that crystals of STAM-1 created a flake-like structure, the surface was uniform 
and porous enough for electrolyte and sulfur infiltration. Subsequently, STAM-1 was used as a sulfur 
carrier in the cathode construction of a Li–S battery. The charge/discharge measurements of the 
novel S/STAM-1/Super P/PVDF cathode demonstrated the initial discharge capacity of 452 mAh g−1 
at 0.5 C and after 100 cycles of 430 mAh g−1, with Coulombic efficiency of 97% during the whole 
cycling procedure at 0.5 C. It was confirmed that novel Cu-based STAM-1 flakes could accelerate the 
conversion of sulfur species in the cathode material.
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Advances in lithium-ion (Li-ion) battery development technology have increased in recent decades due to 
the demand for electronic vehicles and the widespread use of Li-ion batteries in electronic devices1. Insertion 
materials used in Li-ion batteries have their disadvantages, and it is necessary to find alternative materials for 
the cathode with lower cost, higher capacity, and energy density2,3. Based on these requirements, lithium-sulfur 
(Li–S) batteries are offered as an alternative to Li-ion batteries, which have many advantages. Of the many ben-
efits that sulfur offers, the most interesting is its high theoretical capacity (1675 mAh g−1). Its theoretical energy 
density of up to 2600 Wh kg−1 (higher than in the case of an NMC type battery (1000 Wh kg−1)) is another of its 
significant advantages. In addition, sulfur is widely available, environmentally friendly, and low-cost compared 
to the materials used in today’s batteries2,4,5. Li–S batteries suffer from several disadvantages that prevent their 
commercialization. One of the biggest problems is that sulfur is an insulator, its conductivity is only around 
5 × 10–30 S cm−1. That is why conductive, mainly carbon matrices, are added to the cathode material to incorpo-
rate sulfur, which causes a decrease in energy density. Another problem that must be solved is the solubility of 
polysulfide intermediates in the electrolyte. The solubility of polysulfides is also associated with the so-called 
shuttle effect and their migration between electrodes. The formation of polysulfide intermediates further leads 
to poor mechanical stability, active material loss from the cathode, significant capacity fading, low Coulombic 
efficiency, and passivation of the lithium surface with Li2S/Li2S2. Mentioned products of the final discharge 
(Li2S2/Li2S) are placed on the surface of the electrode and create inactive agglomerates/zones, which prevent the 
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transport of ions and electrons in the electrodes. Last but not least, the lithium anode is subject to degradation 
as a result of surface passivation and the formation of a solid electrolyte interphase (SEI), which causes reduced 
cycling stability of Li–S batteries6–9.

As mentioned above, Li–S batteries face various difficulties that need to be eliminated before commercial use. 
The cathode, as one of the components of a Li–S battery, is attracting more and more attention from research-
ers seeking to reduce or remove problems stated before10,11. Numerous methods have been studied to improve 
cathode properties, but the most commonly used way is to incorporate sulfur into the carbon substrate. Several 
variants of carbon materials have been studied as auspicious sulfur hosts12, such as graphene13,14, graphene oxide 
(GO)15, reduced graphene oxide (rGO)16, and carbon nanotubes6,17,18.

Metal–organic frameworks (MOFs) are attracting progressive attention as one of the most promising mate-
rials for batteries due to their variable composition, extraordinary surface areas, and properties19,20. MOFs are 
organic–inorganic hybrid materials that form coordination bonds between central metal ions and organic 
ligands21–23. The type of ligand and its properties (bond angles, ligand length, bulkiness, chirality, etc.) play an 
important role in the resulting MOF structure. Also, the choice of the central atom, especially the preferred 
coordination number, shape, and ability to form clusters of different shapes, significantly impacts the resulting 
design of the MOF framework22,24–26. MOF structures have uniform and well-ordered pore sizes and very high 
surface areas compared to many carbonaceous materials used as hosts for sulfur in Li–S batteries. Previous 
studies have shown that central metal ions containing coordinatively unsaturated sites and organic ligands can 
efficiently adsorb polysulfides within MOFs pores27. Porous coordination polymers have unique crystal struc-
tures, large internal surfaces, and tunable cavities22. Their most significant advantage is their porosity (up to 
90% free volume) and diversity in composition. Due to their high porosity and specific surface, more accessible 
mass transport and diffusion are possible, and their smaller pores allow the adsorption and separation of small 
molecules21,23. MOF can be used to improve cathode materials and other battery components, such as anode 
or electrolyte materials28. Their structure is easily adjustable by simply controlling synthesis parameters such as 
starting chemicals, synthesis conditions (temperature, pH value, concentration, etc.), and preparation methods 
(hydro/solvothermal synthesis, diffusion, mechanochemical and electrochemical synthesis, microwave-assisted 
preparation, etc.)29–31. MOF properties can be improved by combining them with various materials, such as 
carbon32, polymers33, graphene34, enzymes35, and metal nanoparticles22,36. Nowadays, a large number of MOFs 
are known, and their number is still increasing. This fact also points to the ongoing interest of research groups 
around the world in the application of MOF materials in various fields. Due to their interesting properties and 
modifiable surface area, MOF materials are widely used not only in the field of energy storage28,37 and batteries38,39 
but also in the field of gas adsorption and separation40–42, heterogeneous catalysis43–45, drug delivery46,47, and 
many other areas48–52.

This work presents the synthesis, characterization, and application of MOF represented by STAM-1 as cathode 
material in Li–S batteries. The essential structural components of the compound are Cu(II) paddle-wheel cluster 
and monomethyl ester of benzene-1,3,5-tricarboxylic acid. The material was prepared using the solvothermal 
method, during which a mono-esterification reaction of one of the three carboxyl groups of the linker takes place 
during the synthesis and significantly impacts the resulting STAM-1 framework. The uniqueness of the mate-
rial lies in the bimodal pore size and shape in the STAM-1 skeleton, which contains hexagonal non-polar and 
trigonal polar pores. Moreover, using copper can enable a Cu(II) cation to offer two Lewis acid sites, improving 
its properties to hold more sulfur. In the past, our research group published studies dealing with the entrapment 
of polysulfides in MOF materials, specifically MIL-101(Fe)-NH2

53 and MOF-76(Gd)38. The main advantage of 
these materials was the mesoporosity in the case of MIL-101(Fe)-NH2 and the transformable framework of the 
MOF-76(Gd) compound. The key difference compared to previous studies is the use of STAM-1, as it contains 
pores with different polarity. As the old, the well-known saying applies: "Like Dissolves Like". This means that 
polar compounds dissolve polar compounds, and nonpolar compounds dissolve nonpolar compounds. Polar 
(hydrophilic) pores are suitable for capturing polysulfides with a short chain, and elemental sulfur or polysulfides 
with a longer non-polar chain will prefer interaction and encapsulation in non-polar (hydrophobic) pores. By 
inserting STAM-1 into the electrode material, we wanted to prevent the "shuttle effect", which is the main reason 
for capacity decay. Successful synthesis, activation temperature, and textural properties (BET surface area, pore 
volume) were investigated by combining CHN elemental analysis, heating infrared spectroscopy (IR), thermo-
gravimetry (TG), powder X-ray diffraction (PXRD), X-ray photoelectron spectroscopy (XPS) and nitrogen and 
carbon dioxide adsorption measurements. STAM-1 was further applied as a precursor to construct S/STAM-1/
Super P/PVDF cathode material for the Li–S battery. The morphological structure of prepared STAM-1 and 
fabricated S/STAM-1/Super P/PVDF cathode were also checked by scanning electron microscopy (SEM). For 
the electrochemical characterization of the assembled cathode, cyclic voltammetry, electrochemical impedance 
spectroscopy, and galvanostatic cycling were used. The outcomes of galvanostatic cycling showed that the initial 
capacity of this cathode material was 495 mAh g−1 at 0.2 C and, after one hundred cycles, 430 mAh g−1 at 0.5 C. 
The electrode we prepared shows a high Coulombic stability of 96% after 100 cycles. Through this experimental 
fact and the results of electrochemical impedance spectroscopy, our hypothesis regarding the storage of soluble 
polysulfides in polar and non-polar cavities of STAM-1 to prevent the "shuttle effect" was confirmed.

Experimental part
Chemicals
Sulfur (Sigma-Aldrich), carbon Super P (Alfa Aesar), PVDF (polyvinylidene difluoride) (Sigma-Aldrich), 
copper(II) nitrate trihydrate (Sigma-Aldrich), benzene-1,3,5-tricarboxylic acid (Sigma-Aldrich), methanol 
(CentralChem), NMP (N-methyl-2-pyrrolidone) (Sigma-Aldrich), metal lithium (Sigma-Aldrich), glass fiber-
based separator (Whatman), lithium nitrate (LiNO3) (Acros Organics), lithium bis(trifluoromethanesulfonyl) 
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imide (LiTFSI) (Sigma-Aldrich), 1,2-dimethoxyethane (DME) (Sigma-Aldrich), 1,3-dioxolane (DOL) (Sigma-
Aldrich), ethanol (Centralchem).

Synthesis of STAM‑1
The STAM-1 porous material was prepared by modifying the synthetic procedure described in54. 1 g (4.14 mmol) 
Cu(NO3)2·3H2O and 0.87 g (4.14 mmol) benzene-1,3,5-tricarboxylic acid (H3BTC) in a molar ratio of 1:1 were 
dissolved in 20 cm3 of a mixed solvent H2O/MeOH (volume ratio 50:50) in Teflon-lined steel autoclave Parr. 
After dissolving the reactants, the autoclave was closed and placed in an oven with controlled heating, while the 
temperature regime was set as follows: The reaction mixture was heated with a heating rate of 0.5 °C min−1 to 
110 °C for 168 h (7 days) and then cooled with a cooling rate of 1 °C min−1. After cooling to ambient temperature, 
the STAM-1 material in the form of a blue powder was filtered, washed with methanol, and dried in a stream of 
air. The weight of the prepared product was 2.48 g, representing a yield of 88%. Elemental analysis for STAM-1 
(Cu2C20H24O19, 679.48 g mol−1): exp.: 35.18% C, 3.61% H; clcd.: 35.35% C, 3.56% H. IR with the assignment 
of characteristic vibrations (in cm−1): υ(OH) 3448; υ(CH)ar 3088; υ(CH)aliph 2998, 2954; υ(C=O) 1731, 1713; 
υ(COO−)as 1638; υ(C=C)ar 1589; υ(COO−)s 1376; δ(COO−) 730.

Preparation of S/STAM‑1/Super P/PVDF and cell assembly
STAM-1 was used as an additive in the sulfur cathode material in Li–S batteries. Firstly STAM-1 was activated 
in an oven at 150 °C and kept at this temperature for 30 min. Before the activation, STAM-1 had a turquoise 
color; after the activation process, STAM-1 slightly darkened, which indicated successful dehydration. After the 
activation process, a composite of sulfur, carbon Super P, and STAM-1 was prepared by milling in a planetary 
ball mill. Components were filled into a zirconium grinding jar in a mass ratio of 66:17:17 and milled with the 
addition of ethanol at 150 rpm for 60 min using 10 zirconium balls, each approximately 1 cm in diameter.

After mixing, electrode slurry was prepared by stirring the above-mentioned composite and polyvinylidene 
fluoride (PVDF) in N-methyl-2-pyrrolidone (NMP). The slurry was finally composed of sulfur, carbon Super P, 
activated STAM-1, and PVDF in the weight ratio of 60:15:15:10. The slurry was stirred for 24 h to homogenize 
the prepared electrode material thoroughly. After 24 h of stirring, the slurry was coated using the coating bar on 
an aluminium foil with carbon surface modification. The coated electrode material was dried in an oven at 60 °C 
for 24 h. The measured sulfur content in the composite material is 58.65%, and the value is close to the theoreti-
cally suggested (60%). The difference is probably due to insufficient drying of the slurry at 60 °C for 24 h since the 
boiling point of the solvent used in the preparation of the electrode material, N-methyl-2-pyrrolidone (NMP), 
is 202 °C. Its presence was manifested by increased carbon/hydrogen content and the presence of nitrogen 
atoms (expected CHNS values: C 23.55%, H 0.85%, N 0.00%, S 60.00% and measured CHNS values: C 25.68%, 
H 1.37%, N 0.29%, S 58.65%). The electrodes were then cut out with a diameter of 18 mm and pressed with the 
hydraulic press with a pressure of 350 kg cm−2. The electrodes were dried in an argon atmosphere at 60 °C for 
24 h. Loading of sulfur was 2.35 mg cm−2. The test cells (El-Cell®) were assembled in the argon-filled glove box 
(Jacomex) for electrochemical testing. Prepared electrodes were used as working electrodes, and metal lithium 
was used as a counter and reference electrode. Glass fibre separator was used as a separator, and 0.25 M of lithium 
nitrate (LiNO3) + 0.7 M of lithium bis(trifluoromethanesulfonyl) imide (LiTFSI) solution in 1,2-dimethoxyethane 
(DME) and 1,3-dioxolane (DOL) with the volume ratio DME:DOL 2: 1 was impregnated into this separator.

Material characterization
Elemental analysis was performed using a CHNOS Elemental Analyzer Vario MICRO instrument. Infrared 
spectra of STAM-1 at ambient temperature and after heating were carried out on a Nicolet 6700 instrument in the 
wavelength range of 4000–400 cm−1 using the KBr technique. Thermal analysis was performed on a NETZSCH 
STA 449 F3 Jupiter analyzer in an atmosphere of argon with a flow rate of 60 cm3 min−1 in the 20–600 °C tem-
perature range and a heating rate of 10 °C min−1. Nitrogen (99.999% purity) and carbon dioxide (99.995% purity) 
adsorption measurements at − 196 and 0 °C, respectively, were performed on a Micromeritics 2020 Plus instru-
ment. Before gas adsorption, the sample was degassed at a temperature of 150 °C for 12 h under a vacuum. The 
surface area of STAM-1 was calculated using BET (Brunauer-Emmet-Teller) and DR (Dubinin-Radushkevich) 
methods from nitrogen and carbon dioxide adsorption data, respectively. For scanning electron microscopy 
(SEM) and energy-dispersive X-ray spectroscopy (EDX) characterization, a scanning electron microscope Vega3 
Tescan with an EDAX analyzer was used. Powder X-ray diffraction (PXRD) was measured using a diffractom-
eter (model Rigaku MiniFlex 600) equipped with a Cu Kα radiation (λ = 1.5406 Å) in 2θ range of 5–60°. Raman 
spectra were collected using an XploRA ONE spectrometer (Horiba Yvon Jobin, France) equipped with a 532 nm 
laser (power 50 mW). The accumulation time was 10 s with double repetition. High-resolution XPS measure-
ments were carried out on a SPECS PHOIBOS 100 analyzer using an Al anode operating at 200 W and a base 
pressure of 10–8 mbar. The samples were placed in a molybdenum sample holder using conductive carbon tape.

Electrochemical characterization
The electrochemical properties were examined by electrochemical impedance spectroscopy (EIS), cyclic voltam-
metry (CV), and galvanostatic cycling measurements using Autolab potentiostats (PGSTAT101 and Autolab 
MAC90166). EIS was measured in the frequency range of 1 MHz–100 mHz with an amplitude of 10 mV. EIS 
spectra were fitted in MATLAB software using the ‘Zfit’ function55. The CV was realized in the potential window 
from 1.8 to 2.8 V with scan rates of 0.1 mV s−1 and 0.2 mV s−1. Galvanostatic cycling was performed within the 
voltage range between 1.8 and 2.8 V versus Li+/Li at different C-rates.
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Results and discussion
Crystal structure of STAM‑1
The asymmetric unit of STAM-1 consists of one monomethyl ester of BTC linker (MeBTC(-II)), one Cu(II) 
central ion, and one coordinated and two crystallization water molecules. Cu(II) cations in STAM-1 formed a 
paddle-wheel cluster with a square secondary building unit, similar to HKUST-1. The cluster is formed by two 
terminally coordinated water molecules and four carboxylate groups coordinated in syn-syn mode originating 
from four MeBTC linkers. One MeBTC molecule forms a bridge between two paddle-wheel clusters (see Fig. 1a). 
The difference between the well-known HKUST-1 and STAM-1 is that during the synthesis of STAM-1, an esteri-
fication reaction of one carboxyl group of benzene-1,3,5-tricarboxylic acid occurs, which results in a different 
geometry of the resulting framework. The result is a building block that mimics calixarene and contains a polar 
and non-polar part (see Fig. 1b). The uniqueness of STAM-1 lies in the presence of hydrophobic and hydrophilic 
pores in the MOF´s framework (see Fig. 1c). Ester functional groups form a hexagonal hydrophobic cavity, the 
channels propagating along the c crystallographic axis and have a size of 4–5.65 Å. Hydrophilic pores have a trigo-
nal shape in which crystallization water molecules are located, and the size of the channels is 4 Å. The presence 
of channels with a different polarity led us to apply the STAM-1 compound as a sulfur carrier for Li–S batteries.

STAM‑1 characterization
The oxidation state of copper in STAM-1 was determined by X-ray photoelectron spectroscopy (XPS), and the 
measured Cu 2p XPS spectrum is shown in Fig. 2. The Cu 2p3/2 peak was fitted with two components corre-
sponding to Cu(I) oxidation state with binding energy at 933.16 eV and Cu(II) oxidation state at 935.19 eV. The 
same set of components fits the Cu 2p1/2 peak. We assigned the component with binding energy at 952.81 eV 
to Cu(I) 2p1/2 and the component at 954.94 eV to Cu(II) 2p1/2. The spin–orbit splitting for the Cu(I) oxidation 
state obtained from fit is 19.65 eV and 19.75 eV for Cu(II) oxidation state. The Cu(I)/Cu(II) ratio of 0.32 was 
determined from the Cu 2p3/2 peak. The strong satellite peaks characteristic of the oxidation state of Cu(II) are 
also recognizable56,57 .

The presence of building blocks and guest molecules in STAM-1 was confirmed by IR spectroscopy (see 
Fig. 3a, black line). In the infrared spectrum of the STAM-1 compound, a broad absorption band at 3448 cm−1 
can be observed, which corresponds to the stretching vibration (υ(OH)) of coordinated and crystallization water 
molecules. The presence of the MeBTC linker is evident by the presence of many characteristic absorption bands. 
The methyl ester was manifested in the IR spectrum by the aliphatic stretching vibrations of the CH methyl group 
at 2998 and 2954 cm−1 and the absorption bands of the carbonyl group (υ(C = O)) at 1731 and 1713 cm−1. The 
phenyl ring of MeBTC was displayed by the aromatic absorption band (υ(CH)) at 3088 cm−1 and the stretching 
vibration of C = C at 1589 cm−1. The carboxylate group in the paddle-wheel cluster is present by the absorption 
bands of symmetric and asymmetric stretching vibrations of carboxylate groups at 1638 cm−1 for υ(COO−)as, 
1376 cm−1 for υ(COO−)s and deformation vibration δ(COO−) at 730 cm−1.

The thermal stability and dehydration process of STAM-1 were studied by a combination of thermal analysis 
and heating infrared spectroscopy. Thermal analysis of STAM-1 was carried out in the temperature range of 
20–600 °C in an argon atmosphere. As is evident from Fig. 3b, in the temperature interval 20–150 °C, three water 

Figure 1.   (a) Paddle-wheel clusters bridged by MeBTC linkers in STAM-1 (crystallization water molecules 
are omitted for clarity). (b) Mimetic calixarene structure of hexanuclear unit with non-polar part formed by 
phenyl ring and methyl ester groups (up) and polar part formed by paddle-wheel cluster (down). (c) A view of 
hydrophobic and hydrophilic pores present in the STAM-1 framework.
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Figure 2.   The high-resolution Cu 2p XPS spectrum of STAM-1.

Figure 3.   (a) Heating IR spectra of STAM-1 measured at 20, 50, 100, 150, 200, 250, 300, 350, 400, 450, 500, 
550, and 600 °C. (b) Thermogravimetric curve measured in an argon atmosphere in the temperature range of 
20–600 °C. (c) Nitrogen adsorption/desorption isotherm measured at − 196 °C. (d) Carbon dioxide adsorption/
desorption isotherm measured at − 78 °C. (e) Comparison of the measured and calculated PXRD pattern from 
the STAM-1 crystal structure (* the diffraction peaks belonging to HKUST-1 as impurity).
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molecules were released, which showed a 15.3 wt% mass loss on the TG curve (clcd. mass change 15.9 wt%). 
The dehydrated compound is subsequently stable up to 300 °C due to a plateau on the TG curve. Further heat-
ing causes thermal decomposition of the STAM-1 polymeric framework. Since the analysis was carried out in 
an argon atmosphere, complete decomposition of the organic part of STAM-1 did not occur at 600 °C, and the 
presence of carbonized products was reflected by a higher residual mass on the TG curve (obs. 41.2 wt%, clcd. 
23.4 wt% for CuO as final decomposition product). Figure 3a shows the IR spectra of the compound measured 
by gradual heating of a KBr pellet in the temperature range of 20–600 °C with 50 °C increments. The sample, 
in the form of a KBr tablet, was heated in an oven, kept at the given temperature for 10 min, and then the IR 
spectrum was measured. As is evident, the dehydration of STAM-1 occurs at a temperature of 150 °C. The 
mentioned process was manifested by a gradual decrease in υ(OH) intensity at 3448 cm−1. Subsequently, the 
compound is stable up to 300 °C, as no significant changes in intensity or absence of characteristic absorption 
bands are observed in the IR spectra. Further heating at a temperature of 350 °C leads to the decomposition of 
the methyl ester groups, as a decrease in the intensity of methyl groups (υ(CH)aliph) at 2998 and 2954 cm−1 and 
the carbonyl functional group (υ(C = O)) at about 1700 can be observed in the IR spectrum. In the temperature 
range of 400–500 °C, the carbonization of the MOF´s organic skeleton occurs, and novel absorption bands at 
592 and 539 cm−1 are present, which belong to copper(II) oxide as the final decomposition product58. From the 
described results of TG and IR spectroscopy with gradual heating, the results of both methods are complementary 
and in good agreement. The described measurements proved that the dehydration of STAM-1 and the opening 
of the framework occurs after heating to 150 °C.

The porosity of STAM-1 was studied by the adsorption measurements of nitrogen at -196 °C (see Fig. 3c) and 
carbon dioxide at − 78 °C (see Fig. 3d). Before the measurements, the sample was activated at 150 °C under a 
dynamic vacuum for 12 h, while nitrogen adsorption was initially measured and CO2 adsorption was performed 
on the same batch of the sample as N2 adsorption. Due to the structural diversity of pores in the framework and 
different surface chemistry caused by the presence of hydrophobic and hydrophilic pores, the STAM-1 adsorption 
measurements show different textural properties than those determined from molecular simulations. Theoretical 
studies have shown that the available surface area in STAM-1 is 420 m2 g−1 (pore volume 0.24 cm3 g−1), while the 
model calculation was carried out by rolling nitrogen molecules over the surface of STAM-1 determined from 
the crystal structure analysis54. The nitrogen adsorption/desorption isotherm of STAM-1 shows almost ideal type 
I behavior according to the IUPAC classification59, which is characteristic of microporous materials. In the case 
of microporous materials, the pores are filled with adsorbate molecules at low relative pressures, which results 
in a sharp increase in the adsorbed volume. Subsequently, a plateau is observed on the adsorption isotherm at 
higher pressure values, as all available pores are filled with nitrogen molecules. The desorption isotherm often 
describes the shape of the adsorption branch, as was the case for STAM-1. From the measured adsorption data in 
the interval p/p0 = 0.05–0.2, the BET area was calculated with a value of 207 m2 g−1. By comparing the measured 
and calculated surface area, it follows that the value is almost twice lower than the calculated one, indicating 
that only one type of pores is accessible for the selected adsorbate. For the mentioned reason, carbon dioxide 
adsorption was also carried out at − 78 °C (see Fig. 3d), which can also be applied to the surface area calculation. 
Although both molecules are non-polar, they differ in the value of the quadrupole moment 4.7 × 10–40 C m2 for N2 
and 14.3 × 10–40 C m2 for CO2

40. The CO2 adsorption isotherm also shows type I behavior, similar to the nitrogen 
as a probe molecule, and the calculated surface area was 198 m2 g−1. The calculated surface areas are comparable 
to54, which reached values of 203 and 196 m2 g−1 for N2 and CO2 adsorption, respectively, and the authors also 
observed the mentioned limitations. Since the surface values calculated by us from N2 and CO2 adsorbates are 
comparable with the published results, we can summarize that we succeeded in preparing STAM-1 with the 
desired textural properties. It should be noted that the required surface size or pore volume with theoretically 
calculated values for STAM-1 can be achieved by the adsorption of methanol vapours54.

The phase composition and purity of STAM-1 bulk were studied through a powder X-ray diffraction experi-
ment. Figure 3e compares the experimentally measured and calculated PXRD pattern from the crystal structure54. 
The diffraction lines are in good agreement, which indicates the successful preparation of STAM-1. However, 
parasitic peaks (marked *) can also be observed in the measured PXRD pattern, revealing a small amount of 
HKUST-1 as an impurity. Using the Rietveld method, the phase composition of the mixture was determined, 
and the amount of STAM-1 was 98% (2% HKUST-1).

SEM and EDX analyses
Scanning electron microscopy (SEM) was used to examine the morphology of the prepared electrode’s surface. 
Figure 4a shows an SEM image of the pure STAM-1 with 500 × magnification before use as a precursor for the 
preparation of the cathode. As can be seen from Fig. 4, STAM-1 creates flake-like structures of different sizes. 
From about 10 μm for small flakes and about 50 μm for bigger flakes. Figure 4b–d show SEM images of the 
pressed electrode S/STAM-1/Super P/PVDF prepared by the ball milling method. Images were performed at 
500×, 2000×, and 5000× magnification. Figure 4b shows that the surface of the electrode with the material after 
milling has an even distribution of particles without any cracks. At higher magnification and lower view field 
(Fig. 4c,d), it is seen that the surface is uniform and porous, while particles that have been formed do not have 
specific shapes and sizes. However, the size ranges of particles do not exceed 20 μm.

For further characterization of the prepared electrodes, EDX analysis was used to determine the composition 
of the examined sample and the distribution of individual elements in the sample. Figure 5a shows the corre-
sponding EDX spectrum obtained by this analysis. The aluminium is present from the used current collector 
and fluorine was observed from the used binder PVDF. The presence of copper, oxygen, and carbon is observed 
due to the STAM-1 and Super P used, which contain mentioned elements in their structures. Figure 5b shows 
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the studied part of the electrode surface by the EDX analysis, and Fig. 5c–e display the homogeneous distribu-
tion of carbon, sulfur, and copper.

To substantiate the cyclic stability and investigate morphology of STAM-1 cathode after the cycling process 
SEM analysis was provided (Fig. 6). SEM images after cycling revealed minor structural changes of STAM cath-
ode, which shows, compared to cathode before cycling, more porous surface and slightly altered morphology. 
However, the overall structure seems to maintain initial composition. EDX analysis confirmed presence of C, 
O, and F.

Improved capacity retention might be linked to the two types of growths present on SEM images after cycling. 
First one is composed of thin petals, resembling structure of hematite or malachite. EDX analysis showed pres-
ence of carbon, oxygen and sulfur, suggesting creation of oxidated species and/or polysulfides on the cathode 
surface after cycling. The other structure is composed of more round fiber-shaped crystals, according to EDX 
mostly carbon and oxygen. This might mean that copper actively reacted during cycling process leaving only 
C-O skeleton of STAM intact. The electronic kinetics is influenced by presence of carbonyl compounds due to 
prolonger exposure time increasing probability of electron transfer60.

PXRD analysis
To investigate the crystal structure, crystallinity, and composition of individual components and prepared elec-
trode, the powder X-ray diffraction (PXRD) analysis was performed, and corresponding PXRD patterns of Super 
P, STAM-1, sulfur, and S/STAM-1/Super P are shown in Fig. 7. Super P showed broad and diffuse diffraction 
lines in the PXRD pattern, which reflect the amorphous nature of this material (see Fig. 7 blue line). Measured 
diffraction lines for pure STAM-1 are consistent with the simulated pattern from the crystal structure, which 
confirms the successful synthesis and structure of the material (see Fig. 7 red line, Fig. 3e). Also, the measured 

Figure 4.   SEM images of the (a) STAM-1; S/STAM-1/Super P/PVDF electrode (mill) with magnification (b) 
500×, (c) 2000×, and (d) 5000×.
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diffraction record of sulfur is in good agreement with the theoretical pattern for orthorhombic S modification 
(see Fig. 7 yellow line). The successful preparation of the S/STAM-1/Super P composite is confirmed by the 
violet line in Fig. 7, as the PXRD pattern contains diffraction lines originating from sulfur as well as STAM-1.

Raman analysis
Raman analysis was also used for the characterization of STAM-1, carbon super P, sulfur, and S/STAM-1/Super 
P/PVDF electrode (see Fig. 8). As is seen in Fig. 8 (black spectrum), well-defined Raman peaks were observed. 
The typical vibration of the sulfur is located at 150, 216, and 470 cm−1 (green spectrum), and also satellite peaks 
with very low intensities at 245 and 434 cm−1 are typical for S8. Peaks observed at 800 and 1000 cm−1 contrib-
uted to the C–C stretching mode and breathing mode of the aromatic ring coming from STAM-1, respectively 
(reference red spectrum). The broad peaks at 1352 cm−1 and 1601 cm−1 correspond to D and G band vibrations, 

Figure 5.   (a) EDX spectrum and EDX mapping of the electrode: (b) analyzed area, (c) distribution of carbon; 
(d) distribution of sulfur, and (e) distribution of copper.



9

Vol.:(0123456789)

Scientific Reports |         (2024) 14:9232  | https://doi.org/10.1038/s41598-024-59600-8

www.nature.com/scientificreports/

Figure 6.   SEM images after cycling with magnification (a) 1000× and (b) 2000×.

Figure 7.   PXRD patterns of carbon super P (blue); STAM-1 (orange); sulfur (yellow) and powder S/STAM-1/
Super P (violet).

Figure 8.   Raman spectra of S/STAM-1/Super P/PVDF (black line), STAM-1 (red line), Carbon Super P (blue 
line), Sulfur (green line).
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respectively. The D band is often related to the disarranged carbon structure and deformities such as vacancies, 
functional groups, etc. and the D band derives from sp2 carbon61. The peak intensity ratio of the D band/G band 
(ID/IG) is 0.94 and 1.08. This intensity ratio describes the degree of arranged carbon62.

XPS analysis
For the evaluation of STAM-1 XPS spectra, a comparison with a similar structure (HKUST-1) was performed. 
Figure 9a shows C 1s XPS spectrum of STAM-1 fitted with four subpeaks corresponding to sp2 carbon, C–O–Cu, 
C–O–C and O–C=O components. Figure 9b shows C 1s XPS spectrum of S/STAM-1/Super P/PVDF composite 
fitted with seven subpeaks corresponding to sp2 and sp3 carbon of C*–CF, C–O–Cu, C–O–C, O–C=O and CF2 
components. The high electronegativity of fluorine and oxygen also affects atoms, which are not directly con-
nected to these elements but are the closest neighbours. Therefore, we assume that the binding energy of the 
-[H2C*-CF2]-n carbon atom will be slightly shifted compared to CH2 in a different configuration63,64. The binding 
energy of the main C1s peak for STAM-1 is 286.7 eV, and for S/STAM-1/Super P/PVDF composite is 284.4 eV. 
This shift is related to a significant improvement in the electronic and, thus, the conductivity properties of the 
composite compared to STAM-1 itself63,64.

Figure 10a shows S 2p XPS spectrum of octasulfur (S8) fitted with two components corresponding to S 2p3/2 
with binding energy at 164.6 eV and S 2p1/2 component at 165.79 eV, with spin–orbit splitting of 1.19 eV.

The parameters obtained from the fit for pure sulfur were used in fitting the S 2p peak of the investigated 
composite. The S 2p peak of the S/STAM-1/Super P/PVDF composite is shown in Fig. 10b. The main peak was 
also fitted with components for S 2p3/2 and S 2p1/2 with binding energy at 164 and 165.2 eV, respectively, and 
with a spin-orbital splitting of 1.2 eV. It could be assumed that the chemical state of sulfur is the same in octasul-
fur and the S/STAM-1/Super P/PVDF composite. The shift in the position of the sulfur peak for the composite 
compared to the reference sulfur is related to the better electronic properties of the resulting composite.

Electrochemical analyses
After the structural analyses, the test cells (El-Cell®) were constructed in the argon-filled glove box with a 
guaranteed oxygen and water content below 10 ppm, and the electrochemical properties of prepared positive 
electrodes were examined. Cyclic voltammograms of the S/STAM-1/Super P/PVDF electrode were performed in 
a potential window from 1.8 to 2.8 V and at scan rates of 0.1 mV s−1 and 0.2 mV s−1 (see Fig. 11). In both cases, 
two oxidation and two reduction peaks were observed. In the case of cyclic voltammetry curves at a measure-
ment speed of 0.1 mV s−1, the oxidation peaks are more significant than oxidation peaks at 0.2 mV s−1. Anodic 

Figure 9.   The high-resolution C 1s XPS spectrum of (a) STAM-1 and (b) S/STAM-1/Super P/PVDF.

Figure 10.   The high-resolution S 2p XPS spectrum of (a) octasulfur and (b) S/STAM-1/Super P/PVDF.
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peaks at potentials 2.4 V and 2.5 V correspond to the oxidation processes. Significant two cathodic peaks are 
observed in both cases at potentials of 2.3 V and 1.9 V, and mentioned peaks correspond to the multistep reduc-
tion processes of transformation of elemental sulfur to long-chain polysulfides (Li2Sn, 3 ≤ n ≤ 8) polysulfides 
through S8 reduction and lithium sulfide (Li2S2 or Li2S) through short-chain polysulfide reduction. The anodic 
peaks represent the oxidation reaction of Li2S and Li2S2 to elemental sulfur. Cyclic voltammetry confirmed excel-
lent reversibility of the system that is affected by the application of Cu(II)-based MOF structure with improved 
lithium ions pathways, better catalytic effect of Cu to lithium polysulfide and enhanced redox kinetics of tested 
Cu-STAM Li–S cells.

The prepared positive electrode was tested by the galvanostatic cycling method at various C-rates. This 
method is used to determine the behavior of the prepared cathode during the charging and discharging processes. 
Figure 12a shows the analysis results of capacity changes obtained from galvanostatic cycling, performed at 0.2 
C, 0.5 C, 1 C, 2 C, and back gradually stepwise at the same C-rates. With the increase of C-rate, the capacity of 
S/STAM-1/Super P/PVDF gradually decreases. Electrode shows rate performances with capacities of 529 mAh 
g−1 after 20 cycles at 0.2 C, 428 mAh g−1 after another 5 cycles at 0.5 C, 331 mAh g−1 after further 5 cycles at 1 C, 

Figure 11.   CV curves of S/STAM-1/Super P/PVDF cathode at a scan rate of (a) 0.1 mV s−1 and (b) 0.2 mV s−1.

Figure 12.   (a) Changes of capacity for S/STAM-1/Super P/PVDF at different C-rates. (b) Charge/discharge 
curves of S/STAM-1/Super P/PVDF at different C-rate at the 20th cycle (black); 25th cycle (blue); 30th cycle 
(green), and 35th (violet). c) Changes of capacity for S/STAM-1/Super P/PVDF at 0.5 C (100 cycles) and d) 
charge/discharge curves of S/STAM-1/Super P/PVDF at 0.5 C (100 cycles).
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and 218 mA h g−1 after additional 5 cycles at 2 C. Capacities dropping despite multi-current cycling are sum-
marized in Table 1. It is visible from Fig. 12a that during cycling at current densities of 1 C and 2 C, there was 
no distinct capacity decrease in all cycling processes. Capacity increased after the first 20 cycles at 0.2 C of 6.8% 
since 100% of the sulfur stored in the porous matrix had not yet been used during the first cycles. However, in 
the next cycles at 0.5 C, 1 C, and 2 C, the capacity dropped by 13.41%, 33.12%, and 55.84%.

It is obvious from Table 1 that discharge capacity returns after 60 cycles roughly to capacity at the beginning. 
It is clearly seen that the capacity after 60 cycles increases versus the first cycle of 4.81%. Figure 12b corresponds 
to the results of galvanostatic cycling at different C-rates (0.2 C; 0.5 C; 1 C and 2 C) and a different number 
of cycles. The capacity of the battery decreases with the increasing number of cycles and from 0.2 to 2 C. Dis-
charge curves show two typical plateaus that agree with the mechanism of reduction of sulfur. The high voltage 
plateau at a potential of 2.4 V corresponds to the conversion of sulfur S8 to higher polysulfides, and the low 
voltage plateau at a potential of 2.0 V corresponds to the reduction of higher polysulfides to lower polysulfides. 
Figure 12c shows the results of long-term measurements at 0.5 C for 100 cycles with corresponding capacities 
and Coulombic efficiencies. The initial discharge capacity was 452 mAh g−1, and after 100 cycles, the discharge 
capacity decreased to 430 mAh g−1. Coulombic efficiency was around 96% during the whole cycling procedure. 
Figure 12d shows charge/discharge curves from 1st up to the 100th cycle, where discharge capacity loss is very 
low and cycling is stable.

Electrochemical impedance spectroscopy was used to study the electrochemical behavior between the elec-
trode and the electrolyte. Figure 13a,b shows a typical Nyquist plot of the prepared cathode before cycling and 
after 50 cycles and the equivalent circuit used for the simulation of the EIS spectra. Experimental data are pre-
sented as a cross, and simulated data from fitting are presented as a line. The agreement between the measure-
ments and calculated data is high, the error of the simulation fitting before cycling is only 0.04%, and after 50 
cycles is 0.16%. Individual elements of the equivalent circuit of the prepared cathode have the following mean-
ings. Re represents the electrolyte resistance, R1 is the resistance of the surface layers of the sulfur and lithium 
electrode, CPE1 is the capacitance of the surface layers, R2 is the charge transfer resistance, CPE2 is the double 
layer capacitance, and W is the Warburg impedance65,66. Before cycling, the prepared S/STAM-1/Super P/PVDF 
cathode shows higher charge-transfer resistance (Rct = 26.27 Ω) than after 50 cycles at 0.5 C (Rct = 11.03 Ω). The 
decrease in the charge transfer resistance after cycling may be due to improved contact of sulfur and matrix, the 
enhanced position of active material, and better electrolyte penetration into the cathode material. Furthermore, 
the decrease in Warburg impedance is significant because of the improvement of cathode material wettability 

Table 1.   Capacity evolution during galvanostatic cycling of S/STAM-1/Super P/PVDF at different C-rates.

C-rate Cycle number Capacity (mAh g−1) Capacity decrease versus 1st cycle [%]

0.2 C 1 495.2

0.2 C 20 529 + 6.82

0.5 C 25 428.8 + 13.41

1 C 30 331.2 − 33.12

2 C 35 218.7 − 55.84

1 C 40 332.4 − 32.88

0.5 C 45 425.8 − 14.01

0.2 C 50 521.7 + 5.35

0.2 C 60 519.1 + 4.81

Figure 13.   a) Nyquist plot of the S/STAM-1/Super P/PVDF electrode before and after 50 cycles with b) 
equivalent circuit.
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using STAM-1 MOF with bimodal pore size and unique shape of skeleton. The obtained results are in agreement 
with previously published results67,68.

The electrode exchange current density (i0) was calculated with Eq. (1):

In Eq. (1) R is the molar gas constant, T is the absolute temperature, n is the number of electrons transferred 
in the reaction, F is the Faraday constant, and RCT is the charge transfer resistance. Electrode exchange current 
density (i0) of the electrode S/STAM-1/Super P/PVDF before cycling is 0.1924 mA cm−2, which is lower than 
after 50 cycles where i0 takes on the value of 0.458 mA cm−2.

It is also possible to calculate diffusion coefficients of lithium ion according to the following Eq. (2):

where A is surface area, C is concentration, and σ is Warburg coefficient. Other elements have the same meaning 
as in Eq. (1)53. The diffusion coefficient of a fresh electrode is 9.5 × 10–10 cm2 s−1, and after 50 cycles acquired value 
is 2.8 × 10–9 cm2 s−1. It is obvious that the diffusion coefficient of lithium ion after cycling increases indicating 
that STAM-1 cripples sulfur and polysulphides species which arise during cycling, and the shuttle effect can be 
weakened. Parameters used in both equations are summarized in Table 2. Table 3 presents a comparison between 
the S/STAM-1/Super P/PVDF and other MOF composite materials used in Li–S batteries.

Conclusion
In this work, we have successfully synthesized and characterized the structure and electrochemical performance 
of cathodic material containing metal–organic framework STAM-1 as a host material for the composite sulfur 
cathode. The structure of STAM-1 consists of one monomethyl ester of BTC linker (MeBTC(-II)), one Cu(II) 
central ion, and one coordinated and two crystallization water molecules. Ester functional groups form a hex-
agonal hydrophobic cavity, and hydrophilic pores are created by the crystallization water molecules. Its unique 
structure with hexagonal hydrophobic and trigonal hydrophilic pores was effectively absorbed into the electrode 
material, thus stabilizing and improving the properties of the electrode material, such as volumetric expansion 
during cycling or polysulphides trapping, which prevented polysulphide shuttle effect. STAM-1 successfully 
encapsulated sulfur in these pores and thus boosted the electrochemical activity of the cathode. Moreover, the 
catalytic effect of copper and improved redox kinetics of sulfur cathodes were confirmed. The initial discharge 
capacity of this prepared cathode (S/STAM-1/Super P/PVDF) was 495 mA h g−1 at the current rate of 0.2 C. 
The initial discharge capacity at the current rate of 0.5 C was 452 mA h g−1, and after one hundred cycles, it was 
430 mA h g−1, with Coulombic efficiency of 97% during the whole cycles at 0.5 C. Finally, these results show that 
STAM-1 is a promising host material for the sulfur cathode in the Li–S battery. In addition, the combination of 
the bimodal pore size structure of MOF and Lewis acid metal site is the best combination to create novel MOF-
based cathode material with improved stability and performance.

Data availability
The datasets generated and/or analysed during the current study are not publicly available due to possible patent 
application on novel MOF structures but are available from the corresponding author on reasonable request.
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Table 2.   Parameters of the S/STAM-1/Super P/PVDF electrode obtained from Eqs. (1) and (2).

RCT (Ω) i0 (mA cm−2) D (cm2 s−1)

Fresh 26.27 0.1924 9.5 × 10–10

After 50 cycles 11.03 0.458 2.8 × 10–9

Table 3.   Comparison of S/STAM-1/Super P/PVDF electrode with other MOF composite material used as 
cathode material for Li–S battery.

Title S (wt%)

Capacity (mAh g−1)

Number of cycles C-rate ReferencesAfter cycling Capacity decrease versus 1st cycle [%]

S@ZIF-8 NA ~ 510 57.5 100 0.1 C 70

HPCN-S NA 730 33.03 50 0.5 C 71

S@MOF-525(Cu) 70 ~ 700 29.3 200 0.5 C 72

HKUST-1 ⊃ S 40 ~ 500 66.6 170 0.1 C 69

S/MIL/C 60 476 32.5 200 0.5 C 53

S/STAM-1/SuperP/PVDF 60 430 4.9 100 0.5 C This work



14

Vol:.(1234567890)

Scientific Reports |         (2024) 14:9232  | https://doi.org/10.1038/s41598-024-59600-8

www.nature.com/scientificreports/

Received: 14 January 2024; Accepted: 12 April 2024

References
	 1.	 Deng, D. Li-ion batteries: Basics, progress, and challenges. Energy Sci. Eng. 3(5), 385–418. https://​doi.​org/​10.​1002/​ese3.​95 (2015).
	 2.	 Fu, Y. & Manthiram, A. Core-shell structured sulfur-polypyrrole composite cathodes for lithium-sulfur batteries. RSC Adv. 2(14), 

5927–5929. https://​doi.​org/​10.​1039/​c2ra2​0393f (2012).
	 3.	 Manthiram, A., Fu, Y. & Su, Y. S. Challenges and prospects of lithium-sulfur batteries. Acc. Chem. Res. 46(5), 1125–1134. https://​

doi.​org/​10.​1021/​ar300​179v (2013).
	 4.	 Lopez, C. V., Maladeniya, C. P. & Smith, R. C. Lithium–sulfur batteries: Advances and trends. Electrochem 1(3), 226–259. https://​

doi.​org/​10.​3390/​elect​roche​m1030​016 (2020).
	 5.	 Wang, J., He, Y. S. & Yang, J. Sulfur-based composite cathode materials for high-energy rechargeable lithium batteries. Adv. Mater. 

27(3), 569–575. https://​doi.​org/​10.​1002/​adma.​20140​2569 (2015).
	 6.	 Abdul-Razzaq, A. et al. High-performance lithium sulfur batteries enabled by a synergy between sulfur and carbon nanotubes. 

Energy Storage Mater. 16(May 2018), 194–202. https://​doi.​org/​10.​1016/j.​ensm.​2018.​05.​006 (2019).
	 7.	 Zhang, X. Q., Liu, C., Gao, Y., Zhang, J. M. & Wang, Y. Q. Research progress of sulfur/carbon composite cathode materials and 

the corresponding safe electrolytes for advanced Li–S batteries. Nano 15(5), 1–13. https://​doi.​org/​10.​1142/​S1793​29202​03000​29 
(2020).

	 8.	 Yuan, G. & Wang, H. Facile synthesis and performance of polypyrrole-coated sulfur nanocomposite as cathode materials for 
lithium/sulfur batteries. J. Energy Chem. 23(5), 657–661. https://​doi.​org/​10.​1016/​S2095-​4956(14)​60197-2 (2014).

	 9.	 Huang, L. et al. Electrode design for lithium–sulfur batteries: Problems and solutions. Adv. Funct. Mater. 30(22), 1–30. https://​doi.​
org/​10.​1002/​adfm.​20191​0375 (2020).

	10.	 Gu, X., Hencz, L. & Zhang, S. Recent development of carbonaceous materials for lithium–sulphur batteries. Batteries 2(4), 1–35. 
https://​doi.​org/​10.​3390/​batte​ries2​040033 (2016).

	11.	 Li, Z., Huang, Y., Yuan, L., Hao, Z. & Huang, Y. Status and prospects in sulfur-carbon composites as cathode materials for recharge-
able lithium-sulfur batteries. Carbon N. Y. 92, 41–63. https://​doi.​org/​10.​1016/j.​carbon.​2015.​03.​008 (2015).

	12.	 Choudhury, S. Hybrid cathode materials for lithium-sulfur batteries. Curr. Opin. Electrochem. 21, 303–310. https://​doi.​org/​10.​
1016/j.​coelec.​2020.​03.​013 (2020).

	13.	 Wang, H. et al. Graphene-wrapped sulfur particles as a rechargeable lithium-sulfur battery cathode material with high capacity 
and cycling stability. Nano Lett. 11(7), 2644–2647. https://​doi.​org/​10.​1021/​nl200​658a (2011).

	14.	 Yu, M., Yuan, W., Li, C., Hong, J. D. & Shi, G. Performance enhancement of a graphene-sulfur composite as a lithium-sulfur battery 
electrode by coating with an ultrathin Al2O3 film via atomic layer deposition. J. Mater. Chem. A 2(20), 7360–7366. https://​doi.​org/​
10.​1039/​c4ta0​0234b (2014).

	15.	 Zhou, W. et al. Amylopectin wrapped graphene oxide/sulfur for improved cyclability of Lithium-Sulfur battery. ACS Nano 7(10), 
8801–8808. https://​doi.​org/​10.​1021/​nn403​237b (2013).

	16.	 Shastri, M. et al. Reduced graphene oxide wrapped sulfur nanocomposite as cathode material for lithium sulfur battery. Ceram. 
Int. 47(10), 14790–14797. https://​doi.​org/​10.​1016/j.​ceram​int.​2020.​10.​215 (2021).

	17.	 Tao, Z., Xiao, J., Wang, H. & Zhang, F. Novel cathode structure based on spiral carbon nanotubes for lithium–sulfur batteries. J. 
Electroanal. Chem. 851(September), 113477. https://​doi.​org/​10.​1016/j.​jelec​hem.​2019.​113477 (2019).

	18.	 Zhang, L. et al. A novel carbon nanotubes@porous carbon/sulfur composite as efficient electrode material for high-performance 
lithium-sulfur battery. Ionics (Kiel) 25(10), 4761–4773. https://​doi.​org/​10.​1007/​s11581-​019-​03049-7 (2019).

	19.	 Phung, J., Zhang, X., Deng, W. & Li, G. An overview of MOF-based separators for lithium-sulfur batteries. Sustain. Mater. Technol. 
31(December), 2022. https://​doi.​org/​10.​1016/j.​susmat.​2021.​e00374 (2021).

	20.	 Yuan, N., Sun, W., Yang, J., Gong, X. & Liu, R. Multifunctional MOF-based separator materials for advanced lithium–sulfur bat-
teries. Adv. Mater. Interfaces 8(9), 1–25. https://​doi.​org/​10.​1002/​admi.​20200​1941 (2021).

	21.	 Furukawa, H., Cordova, K. E., O’Keeffe, M. & Yaghi, O. M. The chemistry and applications of metal-organic frameworks. Science 
(80-.) 341(6149), 1230444. https://​doi.​org/​10.​1126/​scien​ce.​12304​44 (2013).

	22.	 Li, X., Yang, X., Xue, H., Pang, H. & Xu, Q. Metal–organic frameworks as a platform for clean energy applications. EnergyChem 
2(2), 100027. https://​doi.​org/​10.​1016/j.​enchem.​2020.​100027 (2020).

	23.	 Zhou, C., Li, Z., Xu, X. & Mai, L. Metal-organic frameworks enable broad strategies for lithium-sulfur batteries. Natl. Sci. Rev. 
https://​doi.​org/​10.​1093/​nsr/​nwab0​55 (2021).

	24.	 Király, N. et al. Sr(II) and Ba(II) alkaline earth metal-organic frameworks (AE-MOFs) for selective gas adsorption, energy storage, 
and environmental application. Nanomaterials 13(2), 234. https://​doi.​org/​10.​3390/​nano1​30202​34 (2023).

	25.	 Kuppler, R. J. et al. Potential applications of metal-organic frameworks. Coord. Chem. Rev. 253(23–24), 3042–3066. https://​doi.​
org/​10.​1016/j.​ccr.​2009.​05.​019 (2009).

	26.	 Zhu, Q. L. & Xu, Q. Metal-organic framework composites. Chem. Soc. Rev. 43(16), 5468–5512. https://​doi.​org/​10.​1039/​c3cs6​0472a 
(2014).

	27.	 He, T. et al. Zirconium-porphyrin-based metal-organic framework hollow nanotubes for immobilization of noble-metal single 
atoms. Angew. Chemie 130(13), 3551–3556. https://​doi.​org/​10.​1002/​ange.​20180​0817 (2018).

	28.	 Hou, C. C. & Xu, Q. Metal–organic frameworks for energy. Adv. Energy Mater. 9(23), 1–18. https://​doi.​org/​10.​1002/​aenm.​20180​
1307 (2019).

	29.	 Meng, J. et al. Advances in metal-organic framework coatings: Versatile synthesis and broad applications. Chem. Soc. Rev. 49(10), 
3142–3186. https://​doi.​org/​10.​1039/​c9cs0​0806c (2020).

	30.	 Chai, L., Pan, J., Hu, Y., Qian, J. & Hong, M. Rational design and growth of MOF-on-MOF heterostructures. Small 17(36), e2100607. 
https://​doi.​org/​10.​1002/​smll.​20210​0607 (2021).

	31.	 Fonseca, J. & Gong, T. Fabrication of metal-organic framework architectures with macroscopic size: A review. Coord. Chem. Rev. 
462, 214520. https://​doi.​org/​10.​1016/j.​ccr.​2022.​214520 (2022).

	32.	 Liu, J., Li, Y. & Lou, Z. Recent advancements in MOF/biomass and Bio-MOF multifunctional materials: A review. Sustainability 
14(10), 1–17. https://​doi.​org/​10.​3390/​su141​05768 (2022).

	33.	 Wang, D. & Li, T. Toward MOF@Polymer core-shell particles: Design principles and potential applications. Acc. Chem. Res. 56(4), 
462–474. https://​doi.​org/​10.​1021/​acs.​accou​nts.​2c006​95 (2023).

	34.	 Zhang, M., Shan, Y., Kong, Q. & Pang, H. Applications of metal–organic framework–graphene composite materials in electro-
chemical energy storage. FlatChem 32(December 2021), 100332. https://​doi.​org/​10.​1016/j.​flatc.​2021.​100332 (2022).

	35.	 Du, Y. et al. Metal-organic frameworks with different dimensionalities: An ideal host platform for enzyme@MOF composites. 
Coord. Chem. Rev. 454, 214327. https://​doi.​org/​10.​1016/j.​ccr.​2021.​214327 (2022).

	36.	 Mukherjee, D., Van der Bruggen, B. & Mandal, B. Advancements in visible light responsive MOF composites for photocatalytic 
decontamination of textile wastewater: A review. Chemosphere 295(February), 133835. https://​doi.​org/​10.​1016/j.​chemo​sphere.​
2022.​133835 (2022).

	37.	 Peng, Y. et al. Metal-organic framework (MOF) composites as promising materials for energy storage applications. Adv. Colloid 
Interface Sci. 307(July), 102732. https://​doi.​org/​10.​1016/j.​cis.​2022.​102732 (2022).

https://doi.org/10.1002/ese3.95
https://doi.org/10.1039/c2ra20393f
https://doi.org/10.1021/ar300179v
https://doi.org/10.1021/ar300179v
https://doi.org/10.3390/electrochem1030016
https://doi.org/10.3390/electrochem1030016
https://doi.org/10.1002/adma.201402569
https://doi.org/10.1016/j.ensm.2018.05.006
https://doi.org/10.1142/S1793292020300029
https://doi.org/10.1016/S2095-4956(14)60197-2
https://doi.org/10.1002/adfm.201910375
https://doi.org/10.1002/adfm.201910375
https://doi.org/10.3390/batteries2040033
https://doi.org/10.1016/j.carbon.2015.03.008
https://doi.org/10.1016/j.coelec.2020.03.013
https://doi.org/10.1016/j.coelec.2020.03.013
https://doi.org/10.1021/nl200658a
https://doi.org/10.1039/c4ta00234b
https://doi.org/10.1039/c4ta00234b
https://doi.org/10.1021/nn403237b
https://doi.org/10.1016/j.ceramint.2020.10.215
https://doi.org/10.1016/j.jelechem.2019.113477
https://doi.org/10.1007/s11581-019-03049-7
https://doi.org/10.1016/j.susmat.2021.e00374
https://doi.org/10.1002/admi.202001941
https://doi.org/10.1126/science.1230444
https://doi.org/10.1016/j.enchem.2020.100027
https://doi.org/10.1093/nsr/nwab055
https://doi.org/10.3390/nano13020234
https://doi.org/10.1016/j.ccr.2009.05.019
https://doi.org/10.1016/j.ccr.2009.05.019
https://doi.org/10.1039/c3cs60472a
https://doi.org/10.1002/ange.201800817
https://doi.org/10.1002/aenm.201801307
https://doi.org/10.1002/aenm.201801307
https://doi.org/10.1039/c9cs00806c
https://doi.org/10.1002/smll.202100607
https://doi.org/10.1016/j.ccr.2022.214520
https://doi.org/10.3390/su14105768
https://doi.org/10.1021/acs.accounts.2c00695
https://doi.org/10.1016/j.flatc.2021.100332
https://doi.org/10.1016/j.ccr.2021.214327
https://doi.org/10.1016/j.chemosphere.2022.133835
https://doi.org/10.1016/j.chemosphere.2022.133835
https://doi.org/10.1016/j.cis.2022.102732


15

Vol.:(0123456789)

Scientific Reports |         (2024) 14:9232  | https://doi.org/10.1038/s41598-024-59600-8

www.nature.com/scientificreports/

	38.	 Capková, D. et al. Influence of metal-organic framework MOF-76(Gd) activation/carbonization on the cycle performance stability 
in Li-S battery. J. Energy Storage 51(March), 104419. https://​doi.​org/​10.​1016/j.​est.​2022.​104419 (2022).

	39.	 Ke, F. S., Wu, Y. S. & Deng, H. Metal-organic frameworks for lithium ion batteries and supercapacitors. J. Solid State Chem. 223, 
109–121. https://​doi.​org/​10.​1016/j.​jssc.​2014.​07.​008 (2015).

	40.	 Almáši, M., Király, N., Zeleňák, V., Vilková, M. & Bourrelly, S. Zinc(ii) and cadmium(ii) amorphous metal-organic frameworks 
(aMOFs): Study of activation process and high-pressure adsorption of greenhouse gases. RSC Adv. 11(33), 20137–20150. https://​
doi.​org/​10.​1039/​d1ra0​2938j (2021).

	41.	 Zelenka, T. et al. Carbon dioxide and hydrogen adsorption study on surface-modified HKUST-1 with diamine/triamine. Sci. Rep. 
12(1), 1–11. https://​doi.​org/​10.​1038/​s41598-​022-​22273-2 (2022).

	42.	 Kang, D.-Y. & Suk Lee, J. Challenges in developing MOF-based membranes for gas separation. Langmuir 39(8), 2871–2880. https://​
doi.​org/​10.​1021/​acs.​langm​uir.​2c034​58 (2023).

	43.	 Almáši, M. et al. Microporous lead-organic framework for selective CO2 adsorption and heterogeneous catalysis. Inorg. Chem. 
57(4), 1774–1786. https://​doi.​org/​10.​1021/​acs.​inorg​chem.​7b024​91 (2018).

	44.	 Almáši, M., Zeleňák, V., Opanasenko, M. V. & Čejka, J. Efficient and reusable Pb ( II ) metal-organic framework for knoevenagel 
condensation. Catal. Lett. 148(8), 2263–2273. https://​doi.​org/​10.​1007/​s10562-​018-​2471-8 (2018).

	45.	 Sadakiyo, M. Support effects of metal-organic frameworks in heterogeneous catalysis. Nanoscale 14(9), 3398–3406. https://​doi.​
org/​10.​1039/​d1nr0​7659k (2022).

	46.	 Mallakpour, S., Nikkhoo, E. & Mustansar, C. Application of MOF materials as drug delivery systems for cancer therapy and dermal 
treatment. Coord. Chem. Rev. 451, 214262. https://​doi.​org/​10.​1016/j.​ccr.​2021.​214262 (2022).

	47.	 Almáši, M. A review on state of art and perspectives of Metal- Organic frameworks (MOFs) in the fight against coronavirus SARS-
CoV-2. J. Coord. Chem. 74(13), 2111–2127. https://​doi.​org/​10.​1080/​00958​972.​2021.​19651​30 (2021).

	48.	 Garg, A. et al. Gd(III) metal-organic framework as an effective humidity sensor and its hydrogen adsorption properties. Chemos-
phere 305(June), 135467. https://​doi.​org/​10.​1016/j.​chemo​sphere.​2022.​135467 (2022).

	49.	 Durini, S. et al. Methanol sensing by a luminescent Zinc(II)-based metal−organic framework. Chempluschem 84(3), 307–313. 
https://​doi.​org/​10.​1002/​cplu.​20190​0109 (2019).

	50.	 Kreno, L. E. et al. Metal-organic framework materials as chemical sensors. Chem. Rev. 112(2), 1105–1125. https://​doi.​org/​10.​1021/​
cr200​324t (2012).

	51.	 Kazda, T. et al. Carrageenan as an ecological alternative of polyvinylidene difluoride binder for li-s batteries. Materials 14(19), 
5578. https://​doi.​org/​10.​3390/​ma141​95578 (2021).

	52.	 Thorarinsdottir, A. E. & Harris, T. D. Metal-organic framework magnets. Chem. Rev. 120(16), 8716–8789. https://​doi.​org/​10.​1021/​
acs.​chemr​ev.​9b006​66 (2020).

	53.	 Capková, D. et al. Metal-organic framework MIL-101(Fe)–NH2 as an efficient host for sulphur storage in long-cycle Li–S batteries. 
Electrochim. Acta 354, 136640. https://​doi.​org/​10.​1016/j.​elect​acta.​2020.​136640 (2020).

	54.	 Zhao, X. et al. Protecting group and switchable pore-discriminating adsorption properties of a hydrophilic–hydrophobic metal–
organic framework. Nat. Chem. 3(APRIL), 304–310. https://​doi.​org/​10.​1038/​nchem.​1003 (2011).

	55.	 Zfit - File Exchange - MATLAB Central. Accessed: Apr. 27, 2023. [Online]. https://​www.​mathw​orks.​com/​matla​bcent​ral/​filee​xchan​
ge/​19460-​zfit

	56.	 Stawowy, M. et al. HKUST-1-supported cerium catalysts for CO oxidation. Catalysts 10(1), 108. https://​doi.​org/​10.​3390/​catal​10010​
108 (2020).

	57.	 Domán, A. et al. Pressure resistance of copper benzene-1,3,5-tricarboxylate – carbon aerogel composites. Appl. Surf. Sci. 434, 
1300–1310. https://​doi.​org/​10.​1016/j.​apsusc.​2017.​11.​251 (2018).

	58.	 Almáši, M., Zeleňák, V., Zeleňáková, A., Vargová, Z. & Císařová, I. Characterization and magnetic properties of two novel copper 
(II) coordination polymers prepared by different synthetic techniques. Inorganic Chem. Commun. 74, 66–71. https://​doi.​org/​10.​
1016/j.​inoche.​2016.​10.​027 (2016).

	59.	 Elango, M., Deepa, M., Subramanian, R. & Mohamed Musthafa, A. Synthesis, characterization, and antibacterial activity of pol-
yindole/Ag–Cuo nanocomposites by reflux condensation method. Polym. Plast. Technol. Eng. 57(14), 1440–1451. https://​doi.​org/​
10.​1080/​03602​559.​2017.​14108​32 (2018).

	60.	 Zhao, L. et al. Significantly stable organic cathode for lithium-ion battery based on nanoconfined poly(anthraquinonyl sulfide)@
MOF-derived microporous carbon. Electrochim. Acta 335, 135681. https://​doi.​org/​10.​1016/j.​elect​acta.​2020.​135681 (2020).

	61.	 Szczęśniak, B., Choma, J. & Jaroniec, M. Effect of graphene oxide on the adsorption properties of ordered mesoporous carbons 
toward H2, C6H6, CH4 and CO2. Microporous Mesoporous Mater. 261(August 2017), 105–110. https://​doi.​org/​10.​1016/j.​micro​
meso.​2017.​10.​054 (2018).

	62.	 Zhang, X., Ou-Yang, W., Zhu, G., Lu, T. & Pan, L. Shuttle-like carbon-coated FeP derived from metal-organic frameworks for 
lithium-ion batteries with superior rate capability and long-life cycling performance. Carbon N. Y. 143, 116–124. https://​doi.​org/​
10.​1016/j.​carbon.​2018.​11.​005 (2019).

	63.	 Zhu, Y. et al. A novel zwitterionic polyelectrolyte grafted PVDF membrane for thoroughly separating oil from water with ultrahigh 
efficiency. J. Mater. Chem. A 1(18), 5758–5765. https://​doi.​org/​10.​1039/​c3ta0​1598j (2013).

	64.	 Gelius, U., Basilier, E., Svensson, S., Bergmark, T. & Siegbahn, K. A high resolution ESCA instrument with X-ray monochromator 
for gases and solids. J. Electron Spectros. Relat. Phenomena 2(4), 405–434. https://​doi.​org/​10.​1016/​0368-​2048(73)​80032-5 (1973).

	65.	 Capkova, D., Knap, V., Fedorkova, A. S. & Stroe, D. I. Analysis of 3.4 Ah lithium-sulfur pouch cells by electrochemical impedance 
spectroscopy. J. Energy Chem. 72, 318–325. https://​doi.​org/​10.​1016/j.​jechem.​2022.​05.​026 (2022).

	66.	 Capkova, D., Knap, V., Fedorkova, A. S. & Stroe, D. I. Investigation of the temperature and DOD effect on the performance-
degradation behavior of lithium–sulfur pouch cells during calendar aging. Appl. Energy 332(October 2022), 120543. https://​doi.​
org/​10.​1016/j.​apene​rgy.​2022.​120543 (2023).

	67.	 Király, N. et al. Post-synthetically modified metal-porphyrin framework GaTCPP for carbon dioxide adsorption and energy storage 
in Li-S batteries. RSC Adv. 12(37), 23989–24002. https://​doi.​org/​10.​1039/​d2ra0​3301a (2022).

	68.	 Li, C. et al. MOFs derived hierarchically porous TiO2 as effective chemical and physical immobilizer for sulfur species as cathodes 
for high-performance lithium--sulfur batteries. Electrochim. Acta 215, 689–698. https://​doi.​org/​10.​1016/j.​elect​acta.​2016.​08.​044 
(2016).

	69.	 Wang, Z. et al. A metal-organic framework with open metal sites for enhanced confinement of sulfur and lithium-sulfur battery 
of long cycling life. Cryst. Growth Des. 13(11), 5116–5120. https://​doi.​org/​10.​1021/​cg401​304x (2013).

	70.	 Wang, Z. et al. Sulfur encapsulated ZIF-8 as cathode material for lithium-sulfur battery with improved cyclability. Microporous 
Mesoporous Mater. 185, 92–96. https://​doi.​org/​10.​1016/j.​micro​meso.​2013.​11.​011 (2014).

	71.	 Xu, G. et al. Sulfur embedded in metal organic framework-derived hierarchically porous carbon nanoplates for high performance 
lithium-sulfur battery. J. Mater. Chem. A 1(14), 4490–4496. https://​doi.​org/​10.​1039/​c3ta0​0004d (2013).

	72.	 Wang, Z. et al. Mixed-metal-organic framework with effective lewis acidic sites for sulfur confinement in high-performance 
lithium–sulfur batteries. ACS Appl. Mater. Interfaces 7(37), 20999–21004. https://​doi.​org/​10.​1021/​acsami.​5b070​24 (2015).

https://doi.org/10.1016/j.est.2022.104419
https://doi.org/10.1016/j.jssc.2014.07.008
https://doi.org/10.1039/d1ra02938j
https://doi.org/10.1039/d1ra02938j
https://doi.org/10.1038/s41598-022-22273-2
https://doi.org/10.1021/acs.langmuir.2c03458
https://doi.org/10.1021/acs.langmuir.2c03458
https://doi.org/10.1021/acs.inorgchem.7b02491
https://doi.org/10.1007/s10562-018-2471-8
https://doi.org/10.1039/d1nr07659k
https://doi.org/10.1039/d1nr07659k
https://doi.org/10.1016/j.ccr.2021.214262
https://doi.org/10.1080/00958972.2021.1965130
https://doi.org/10.1016/j.chemosphere.2022.135467
https://doi.org/10.1002/cplu.201900109
https://doi.org/10.1021/cr200324t
https://doi.org/10.1021/cr200324t
https://doi.org/10.3390/ma14195578
https://doi.org/10.1021/acs.chemrev.9b00666
https://doi.org/10.1021/acs.chemrev.9b00666
https://doi.org/10.1016/j.electacta.2020.136640
https://doi.org/10.1038/nchem.1003
https://www.mathworks.com/matlabcentral/fileexchange/19460-zfit
https://www.mathworks.com/matlabcentral/fileexchange/19460-zfit
https://doi.org/10.3390/catal10010108
https://doi.org/10.3390/catal10010108
https://doi.org/10.1016/j.apsusc.2017.11.251
https://doi.org/10.1016/j.inoche.2016.10.027
https://doi.org/10.1016/j.inoche.2016.10.027
https://doi.org/10.1080/03602559.2017.1410832
https://doi.org/10.1080/03602559.2017.1410832
https://doi.org/10.1016/j.electacta.2020.135681
https://doi.org/10.1016/j.micromeso.2017.10.054
https://doi.org/10.1016/j.micromeso.2017.10.054
https://doi.org/10.1016/j.carbon.2018.11.005
https://doi.org/10.1016/j.carbon.2018.11.005
https://doi.org/10.1039/c3ta01598j
https://doi.org/10.1016/0368-2048(73)80032-5
https://doi.org/10.1016/j.jechem.2022.05.026
https://doi.org/10.1016/j.apenergy.2022.120543
https://doi.org/10.1016/j.apenergy.2022.120543
https://doi.org/10.1039/d2ra03301a
https://doi.org/10.1016/j.electacta.2016.08.044
https://doi.org/10.1021/cg401304x
https://doi.org/10.1016/j.micromeso.2013.11.011
https://doi.org/10.1039/c3ta00004d
https://doi.org/10.1021/acsami.5b07024


16

Vol:.(1234567890)

Scientific Reports |         (2024) 14:9232  | https://doi.org/10.1038/s41598-024-59600-8

www.nature.com/scientificreports/

Acknowledgements
This work was supported by the projects APVV-20-0138 and APVV-20-0111, project OP VVV International 
mobility of UTB researchers in Zlín EF16_027/0008464, by the VVGS VUaVP35 UPJS project No. 2022-2193 
and 2022-2123, VEGA project No. 1/0104/23 and No. 1/0095/21, and specific graduate research of the Brno 
University of Technology no. FEKT-S-23-8286. Projects KEGA 002UPJŠ-4/2024, and Advancement and support 
of R&D for "Centre for diagnostics and quality testing of materials" in the domains of the RIS3 SK specialization, 
Acronym: CEDITEK II., ITMS2014+ code 313011W442 are also acknowledged.

Author contributions
V.N.: Investigation, Data curation, Validation, Writing-original draft; M.A.: Investigation, Data curation, Vali-
dation, Writing—original draft, reviewing and editing; D.C.: Investigation, Data curation, Writing—reviewing 
and editing; T.K.: Data curation, Writing—reviewing and editing, O.Č.: Data curation, P.Č.: Data curation; O.P.: 
Data curation; D.V.: Investigation, Data curation; R.O.: Project administration; A.S.F.: Writing—reviewing and 
editing, Supervision, and Funding acquisition.

Competing interests 
The authors declare no competing interests.

Additional information
Correspondence and requests for materials should be addressed to A.S.F.

Reprints and permissions information is available at www.nature.com/reprints.

Publisher’s note  Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access   This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the 
Creative Commons licence, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons licence, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons licence and your intended use is not 
permitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from 
the copyright holder. To view a copy of this licence, visit http://​creat​iveco​mmons.​org/​licen​ses/​by/4.​0/.

© The Author(s) 2024

www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Novel Cu(II)-based metal–organic framework STAM-1 as a sulfur host for Li–S batteries
	Experimental part
	Chemicals
	Synthesis of STAM-1
	Preparation of SSTAM-1Super PPVDF and cell assembly
	Material characterization
	Electrochemical characterization

	Results and discussion
	Crystal structure of STAM-1
	STAM-1 characterization
	SEM and EDX analyses
	PXRD analysis
	Raman analysis
	XPS analysis
	Electrochemical analyses

	Conclusion
	References
	Acknowledgements


