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A silver-based coordination polymer [Ag,(idca)(H,0),] (BUC-16), had been successfully prepared and used as
efficient adsorbent to perform adsorption toward organic pollutants like promethazine hydrochlorine (PMH,
1395 mg g~ 1), sulfamethoxazole (SMX, 675 mg g~ '), methylene blue (MB, 1317 mg g~ ) in simulated was-
tewater. The slow-release of Ag* ions from BUC-16 leads to its efficient and long-term antimicrobial and alga-
inhibiting (odour control) activities. This is the first study on alga-inhibiting properties of coordination polymer,
to the best of our knowledge. In vitro cytotoxicity (NIH-3T3 cells) test showed that BUC-16 has lower cell

toxicity, implying its good biocompatibility.

1. Introduction

Coordination polymers (CPs) including metal-organic frameworks
(MOFs) are new class of inorganic-organic hybrid materials with di-
verse compositions, easily tailored structures, ultrahigh surfaces and
active sites [1-4]. Therefore, CPs have many potential applications,
including catalysis [5], photocatalysis [6-10], anti-microbial [11,12],
gas storage & separation [13,14], pollutants adsorption [12,15-18],
sensing [19], fluorescence [20], magnetism [21], drug delivery [22],
and so on [1,23,24].

Recently, some CPs including MOFs were used as adsorbents to
conduct efficient removal of hazardous pollutants such as heavy metals
[18,25,26] and organic pollutants [12,16,17,27-32] due to their
striking characteristics of cavities with regular size and shape, well-
defined channels, surface charges, and rich active sites. Some CPs can
be used to conduct selective adsorption and efficient separation of or-
ganic pollutants with different charges by matrix resulting from their
electronic interactions and/or guest-guest exchange interactions
[12,16,17]. Furthermore, some CPs could act as reservoirs to slowly
release metal ions like Ag™, Zn?*, Cu®*/Cu™, which exhibited ex-
cellent antibacterial performance because the released metal ions could
be used to diffuse into the bacterial membrane and destroy the cell
membrane proteins [12,33]. In our recent studies, silver-based CPs
presented outstanding adsorptive performances toward serval organic
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pollutants and excellent antibacterial activities [12].

To extend the capacity of metal-based CPs in the treatment of black-
odour water, in this work, we present a new silver-based coordination
polymer to achieve outstanding adsorption performances toward or-
ganic pollutants inluding PPCPs and organic dyes, remarkable alga-in-
hibiting (odour control) activity along with antimicrobial property in-
hibitating E. Coli. This is the first report on the odour (8-cyclocitral)
control using coordination polymer, to the best of our knowledge.

2. Experimental
2.1. Materials and instruments

All chemicals and solvents were commercially available and used
directly without any further treatment. Escherichia coli (CICC 23429)
and M. aeruginosa (FACHB-905) were purchased from the China Centre
of Industrial Culture Collection (Beijing, China) and Institute of
Hydrobiology (Chinese Academy of Sciences, Wuhan, China), respec-
tively. NIH-3T3 (mouse embryo fibroblast) cell lines were purchased
from Institute of Biochemistry and Cell Biology (Shanghai, China).

Fourier Transform infrared spectra (FTIR) in the region of
400-4000cm ™! were recorded on a Nicolet 6700 FTIR spectro-
photometer with KBr pellets. Powder X-ray diffraction (XRD) patterns
were recorded using a Dandonghaoyuan DX-2700B diffractometer with
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Cu Ka radiation. The change of bacteria and count of M. aeruginosa
were observed with the aid of Axio Imager A2 microscope (Carl Zeiss,
Germany). The released Ag* amount was determined on ICAP 7000
inductively coupled plasma optical emission spectrometer (ICP-OES),
and the analysis parameters were listed in Table S1. The morphological
changes of the bacteria were observed by Hitachi-HT7700 transmission
electron microscopy and Hitachi TM3030 plus scanning electron mi-
croscopy. The surface charge of the particles was assessed by zeta po-
tential measurements using the Malvern zeta sizer Nano ZS and by
applying the field strength of 20 V ecm™.

Single-crystal X-ray diffraction data collection for BUC-16 were
performed with a Bruker Smart 1000 CCD area detector diffractometer
with graphite-monochromatized MoKa radiation (A = 0.71073 ;\)
using @-w mode at 298(2) K. The SMART software [34] was used for
data collection and the SAINT software for data extraction. Empirical
absorption corrections were performed with the SADABS program [35].
The structures were solved by direct methods (SHELXS-97) and refined
by full-matrix-least squares techniques on F> with anisotropic thermal
parameters for all of the non-hydrogen atoms (SHELXL-97). All hy-
drogen atoms were located by Fourier difference synthesis and geo-
metrical analysis. These hydrogen atoms were assigned to ride on their
respective parent atoms. All structural calculations were carried out
using the SHELX-97 program package. Crystallographic data and
structural refinements for BUC-16 were summarized in Tables S2 and
S3. Selected bond lengths and angles were listed in Table S4.

A Laspec Alpha-1860 spectrometer was used to monitor the methyl
orange (MO), Basic Brown 1 (BB-1), methylene blue (MB) and rhoda-
mine B (RhB) concentration changes by the maximum absorbance at
463, 457, 664 and 552 nm, respectively.

The sulfamethoxazole (SMX) and promethazine hydrochlorine
(PMH) concentrations were measured by using Waters UPLC
(ACQUITY, USA) apparatus (photodiode array detector 996, auto
sampler 717, and controller 600) equipped with Millennium software.
An ACQUITY UPLC BEH C18 column (1.7 ym, 150 mm X 2.1 mm) was
adopted as reverse-phase column. As to the determination of pro-
methazine hydrochlorine, a mixture of water and MeOH (55:45) ad-
justed at pH = 2.7 with acetic acid was the mobile phase, which was
isocratically delivered by a pump at a flow rate of 1 mL min~ . The
wavelength of the UV absorbance detector was 254 nm (Fig. Sla). To
conduct determination of sulfamethoxazole concentration, the mobile
phase was a mixture of water and acetonitrile (60:40) adjusted at
pH = 3 with phosphoric acid, which was isocratically delivered by a
pump at a flow rate of 1 mL min~'. The wavelength of the UV absor-
bance detector was 270 nm (Fig. S1b). Mass spectra were obtained on a
Micromass VG-Platform.

The analysis of S-cyclocitral was performed by GC-MS QP2010
PLUS system (Shimadzu, Japan), operated at 70eV electron impact
[36]. Data acquisition and analysis were performed on the GC-MS Real-
Time Analysis and GCMS Postrun Analysis software (Shimadzu), re-
spectively. The separation was achieved on a fused silica capillary
column coated with a 5% diphenyl and 95% dimethyl polysiloxane
stationary phase (Rxi-5Sil MS, 30 m X 0.25mm id, 0.25 um; Restek,
Bellefonte, PA, USA). Helium gas with purity > 99.999% was used as
the GG carrier gas at a flow rate of 37.5cm s~ in the constant linear
velocity mode. The extracts of 1.0 pL were injected in the spitless mode
for 1.0 min at an injection temperature of 270 °C with a solvent delay of
5min. Subsequently, the GC column was heated to 160 °C for 2 min
initially, and then the temperature was programmed to 255°C at 20 °C
min~ ! (held for 4 min), to 260 °C at 10 °C min "~ (held for 5 min), and
finally to 270 °C at 10 °C min ™~ ! (held for 3 min). The temperature of the
transfer line and the ion source was 250 and 200 °C, respectively. The
retention time and the fragment ions were identified by injecting the
multicompound standard in full-scan mode (m/z being 50-500). Ion
peaks including one for quantitation and two for qualification were
monitored for each PYR based on the full-scan results. The retention
time (16.658 min) and single ion monitoring (SIM) parameters (94,
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124, 151, 137) for each analyte are listed in Fig. Slc. Quantification
was performed by calculating the absolute peak areas in SIM mode (Fig.
Slo).

2.2. Synthesis of [Agz(idca)(H20)2] (BUC-16)

The ammonia solution (125 mL, 0.5 mol L™1) of AgNO3 (1.25 mmol,
0.21 g) and the ammonia solution of 4,5-imidazoledicarboxylic acid
(Hsidca, 1.25 mmol, 0.20 g) were mixed dropwise, and the mixture was
stirred for 15 min, then allowed to evaporate slowly at room tempera-
ture in the dark. Block-like white crystals of [Ags(idca)(H>0),] (BUC-
16) were obtained after 2 weeks (yield 87% based on AgNOs3). Anal.
Caled. for CsHgAgaN>0g (%): C, 14.8; H, 1.5; N, 6.9. Found: C, 15.2; H,
1.4; N, 7.5. FTIR (KBr)/cm ™ : 3235, 1649, 1585, 1532, 1493, 1436,
1379, 1211, 1149, 1074, 948, 827, 802, 673, 631, 594, 510.

2.3. Adsorption experiments

Sulfamethoxazole (SMX), promethazine (PMH), anionic methyl or-
ange (MO), cationic basic Brown 1 (BB-1), cationic methylene blue
(MB) and cationic rhodamine B (RhB) were selected as model organic
pollutants to evaluate the adsorption performance of BUC-16, as illu-
strated in Scheme S1. A solid sample (50 mg) of BUC-16 was added to
200mL of MO (10mgL™"), BB-1 (50 mgL~'), MB (20mgL~") and
RhB (10 mg L™H aqueous solution in a 300 mL breaker, respectively.
The mixtures were vibrated in water bath shaker with speed of
150 rmin~ ! at 293 K. Samples of 1.0 mL aliquots were extracted using a
0.45 um syringe filter (Tianjin Jinteng) at regular intervals for analysis.

2.4. Antibacterial activity

Surface water samples collected from Minghu Lake at BUCEA
campus were used to test the antibacterial ability and alga-inhibiting
activity of BUC-16, following agar plate diffusion assay method de-
scribed in previously published literature [12]. Two micrograms BUC-
16 powders with particle size less than 0.1 mm were added to 200.0 mL
surface water samples. After 4h cultivation, the supernatant was vac-
cinated onto an Agar plate to observe the growth status of bacterial
colonies. Antibacterial activity of BUC-16 was further tested against
Escherichia coli (CICC 23429) by determining the minimal inhibitory
concentration (MIC), growth inhibition assay and zone of inhibition
technique, respectively. All bacterial routine handlings were conducted
with Luria Bertani (LB) broth at 37 °C, and long-term storage was per-
formed in glycerol stocks at —30°C. The medium was prepared by
dissolving agar and LB broth in distilled water.

2.5. Zone of inhibition technique

The mixture of dissolved agar and LB broth was autoclaved for
15 min at 121 °C and then dispensed into sterilized Petri dishes, which
was allowed to solidify and used for inoculation. The target micro-
organism cultures were prepared separately in 100 mL of liquid LB
broth medium for activation. Activated strain (50 uL) was placed onto
the surface of an agar plate and speeded evenly over the surface by
means of a sterile bent glass rod. The neutral filters with diameter of
6 mm infiltrating BUC-16 powders were put into each plate. The dia-
meters of inhibition zones were determined by Vernier callipers, and all
the data were the mean values of three parallel tests.

2.6. Minimum inhibitory concentration (MIC) and Growth inhibition assay

Bacteria were maintained in general LB liquid media and were
shaken at 37 °C overnight. Diluted overnight bacterial and LB liquid
cultures were handled with serial dilutions of BUC-16 powders for 24 h
while shaking at 37 °C. Finally, the optical density was measured at
600 nm (ODggp) via UV-vis spectrometer to calculate the MIC value.
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Fig. 1. (a) The coordination environment of the two crystallographically independent Ag(I) centers in BUC-16, and (b) Highlight of the coordination polyhedral for

Agl1(D) and Ag2(]) ions, respectively. (c) The 1D infinite [Ag,(idca)(H»0),], chains in BUC-16.
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Fig. 2. (a) FTIR spectra of as-synthesized BUC-16, MB and BUC-16 after absorbing MB. (b) The pH effect on the zeta potential of BUC-16. (c) XPS spectra for Ag 3d
regions of BUC-16 in the single and after MO adsorption. (d) XPS spectra for S 2p regions of BUC-16 before and after MB adsorption.

Diluted bacteria and LB liquid cultures were treated with different

amounts of BUC-16 powder for 48 h while shaking at 37 °C, respec-

tively. ODggo was determined with a UV-vis spectrometer at set time
intervals to draw the growth curves of bacteria. The growth curve of E.
coli without BUC-16 as antibacterial agent was also measured as blank.
All the data for ODgoo were the average values of three parallel tests.
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2.7. Direct method of quantification of silver release

The BUC-16 powders were immersed in distilled water in 200 ppm
for 5 d. The concentrations of released Ag™* in the supernatant were
determined by ICP-OES (ICAP 7000) every 4h in the first day. And
then, the concentration of released Ag* was monitored once a day.
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(b)

(o))

Fig. 3. Agar plate diffusion experiment to estimate antibacterial activity of BUC-16 onto surface layer of lake water. (a;) and (b;) with the absence of BUC-16. (a;;)
and (b;;) with the presence of BUC-16. (Incubation conditions: 310 K, 24 h). The alga observed in the water sample collected from Ming Lake in BUCEA campus: (c;)
Microcystis aeruginosa, (c;;) Fragilariaceae, (c;;) Pediastrum boryanum, (c;,) Merismopedia, (c,) Spirogyra, (c,;) Anabeana, (cy;) Scenedesmus dimorphus, (cy;i;)
Pediastrum duplex, (c;) Chlorella vulgaris, (cx) Cmbella, (cy;) Cocconeis, (cy;;) Euglena.

2.8. Alga cell cultures and counting

Cyanobacteria (Microcystis aeruginosa FACHB-905) were selected
in this study, which was obtained from the Institute of Hydrobiology,
Chinese Academy of Sciences. The cyanobacteria strains were cultured
in BG-11 media [37], and were incubated at 25 °C under a constant
light flux with a light/dark loop of 12h/12h. The strains were used for
experiments once the exponential growth phase was reached, usually in
7-10 d. Cell counting for the M. aeruginosa strains was conducted with
an Axio Imager A2 microscope (Carl Zeiss, Germany) [12]. Before cell
counting, surface water samples collected from Minghu Lake at Beijing
University of Civil Engineering and Architecture (BUCEA) in Beijing,
China (hyperthermic aseptic water bath) was used to cultivate M. aer-
uginosa. One milliliter sample was extracted and placed under the Axio
Imager A2. After being allowed to settle for 10 min, the samples were
counted at 200 X magnification.

2.9. The control of odour (B-cyclocitral) formed by M. aeruginosa

To test the application of BUC-16 on odor control, two 200 mL
water samples (the water qualities were listed in Table S8) collected
from Minghu Lake in BUCEA campus was carried out heat sterilization.
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The cyanobacteria strains were cultured in one water sample with
2.0mg BUC-16 powder and in another water sample as blank. Two
2.0 mL solutions extracted from the above-stated two water samples
with cultured cyanobacteria strains were transferred to headspace
bottles with GF/C filter membrane filtration (Whatman), respectively,
then 2.0 g NaCl solids were added, along with 10 uL. 100 g L™ IBMP (2-
Methoxy-3-isobutyl pyrazine, 98%, Acros organics) was injected into as
internal standard (Fig. S2). The odour compounds formed by
Cyanobacteria were determined by headspace solid phase micro-ex-
traction with gas chromatography combined with mass spectrometry
(HSPME-GC-MS) [38-40]

2.10. In vitro cytotoxicity test

NIH-3T3 cells were maintained in Dulbecco's modified Eagle's
medium (DMEM) containing 10% fetal bovine serum at 37 °C in a hu-
midified atmosphere containing 5% CO, [41]. NIH-3T3 cells were in-
cubated with primary antibody for 1h at 4 °C, washed with PBS for
three times. After repeatedly rinsed with PBS, the cells were observed
by confocal laser scanning microscopy (CLSM, Nikon A1R, Japan). The
cytotoxicity effect of BUC-16 was investigated by MTT method ac-
cording to the manufacturer's suggested procedures. NIH-3T3 cells were
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Fig. 4. (a) MIC of BUC-16 against E. coli (Incubation conditions: 310K, 36 h).

(b) Growth curves of E. coli in different concentrations (0-15 ppm) of BUC-16.
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Fig. 6. (a) Growth curves of M. aeruginosa and (b) concentrations evolution of -cyclocitral without and with BUC-16 (2 mg BUC-16 in 200 mL aqueous solution).

treated with BUC-16 or blank HSST micelles (as a control) for 48 h. The
data are expressed as the percentage of surviving cells and are reported
as the mean values of three parallel measurements.

3. Results and discussion

3.1. Structure description of [Ags(idca)(H20).] (BUC-16)

In this study, a 1D coordination polymer, [Ag.(idca)(H20).] (BUC-
16), was synthesized from the reaction between 4,5-

imidazoledicarboxylic acid and AgNO3 in ammonia solutions followed
by slow evaporation. Single-crystal XRD analysis indicates two crys-
tallographically non-identical Ag* atoms with different geometries in
the crystal structure of BUC-16. The distorted tetragonal pyramid
geometries of Agl atoms were completed by one oxygen atom from
water molecule (Ag(1)---O(5) 2.141 }o\), one oxygen atom from idca®™
ligand (Ag(1) ---O(1) 2.630 10\), nitrogen atom from the same idca® li-
gand (Ag(1) ---N(1) = 2.141 ;\), Ag(D)#1 and Ag(2)#1 (Ag(1)-Ag(1)
#1 = 2.9959(8) A and Ag(1)-Ag(2)#2 = 3.0083(6) A), which is com-
parable to those (2.97 (2)~ 3.42 (3) ;\) found in other Ag coordination
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Fig. 7. TEM morphological images of E. coli cell structures: intact (a) and damaged by BUC-16 0.5 h (b) and 1 h (c). SEM Morphological images of M. aeruginosa cell

structures: intact (d) and damaged by BUC-16 (e) 2h and (f) 4 h.
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Fig. 8. Cytotoxicity assay against NIH-3T3 cells treated with BUC-16: (a) blank; (b) 25 ppm; (c) 50 ppm and (d) The concentration related cytotoxicity of BUC-16

against NIT-3T3 cells after 48 h incubation.

polymers with imidazole-donor ligands [12,42]. The distorted square of
Ag2 atom was coordinated by O3 (Ag(2)---O(3) = 2.608 f\) from idca?~
ligands, O6 (Ag(2)---0(6) = 2.139 10\) from water molecules and N2 (Ag
(2)-N(2) = 2.131) and Ag(1)#3 (Ag(2)-Ag(1)#3 = 3.0083 ;\), as illu-
strated in Fig. 1 and Table S2. The infinite 1D [Ag,(idca)(H»0)-],
chains join into 3D supramolecular framework via abundant hydrogen-
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bonding interactions, Ag---Ag interactions, and Ag---N interactions
(Tables S1-S3). It was found that the as-prepared BUC-16 is insoluble in
water and common organic solvents. In addition, BUC-16 is en-
vironmentally stable under air, light and in water, which was confirmed
by powder XRD analysis as exhibited in Fig. S3. BUC-16 has a positive
surface charge from pH ranging from 5.0 to 7.5, while it becomes
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negative at the pH range of 7.5-11.5.
3.2. Adsorption performances of BUC-16 toward organic pollutants

In order to explore the adsorption performance of BUC-16 toward
organic pollutants, adsorption experiments were carried out in batch
system, in which some typical organic pollutants like sulfamethoxazole
(SMX), promethazine hydrochlorine (PMH), anionic methyl orange
(MO), cationic basic Brown 1 (BB-1), cationic methylene blue (MB) and
cationic rhodamine B (RhB) (Scheme S1) were selected as target
models. BUC-16 exhibited good adsorption performance toward SMX,
PMH, MB and BB-1, with maximum adsorption capacities of 1395, 675,
1317 and 339 mgg~?, respectively. But, BUC-16 was inert to anionic
MO and cationic RhB with big molecular size, as illustrated in Fig. S4.

Considering that it is convenient to monitor the concentration of
organic dye via colorimetry, MB was selected as organic pollutant
model to investigate the adsorption performance, including adsorption
kinetics [43], isotherm models and related thermodynamic parameters
[44]. The pseudo-first-order model and the pseudo-second-order model
had been often used to describe the adsorption kinetics processes. The
calculated k; and k, values and the corresponding linear regression
correlation coefficient (R?) values of the above-stated two models were
shown in Table S5. The obtained R? values for the pseudo-first-order
model were above 0.99 at different concentrations, implying the
pseudo-first-order model was more suitable to describe the related ad-
sorption behavior. A good agreement with pseudo-first-order model
was also confirmed by similar values of calculated g. values and the
experimental ones, as listed in Table S4.

To describe the equilibrium isotherms, the equilibrium data of MB
adsorbing onto BUC-16 at different temperature of 288 K, 293 K, 298 K,
303K and 308K were fitted with Langmuir, Freundlich, and Dubinin-
Radushkevich (D-R), respectively. The higher coefficients R> of
Langmuir equations ranging from 0.976 to 0.999 showed that Langmuir
isotherm model preferred to describe the adsorption process [45], as
listed in Table S6. As well, the g4, values obtained from Langmuir
model increased with the increasing temperature, suggesting that the
adsorption was favorable at higher temperature and the process was
endothermic. The values of AG® decreased from —27.20 to —30.58 kJ
mol ~! with the temperature from 288K to 308 K, indicating that the
adsorption process became more favorable at higher temperatures [46],
as listed in Table S7. The negative values of AG® suggested that the
sorption process may be controlled by both physical and chemical
sorption [47]. The positive value of AH® (19.93kJ mol ™ 1) indicated
that the adsorption reaction between MB and BUC-16 is endothermic,
evidenced by the increase of adsorption capacity with temperature.
[48] The positive value of AS® (164 J mol ~ ' K™ ') implied the increased
randomness at the solid-solution interface and the affinity of MB onto
BUC-16 [1,49].

The adsorption of MB onto BUC-16 was confirmed by FTIR, which
presented the strong signals of characteristics C-S peaks of MB in FTIR
spectra (Fig. 2a) [1]. Also, XPS was introduced to characterize the MB
affinity onto BUC-16. As illustrated in Fig. 2(c) and (d), the strong XPS
spectra signals of S element (the characteristics element of MB in this
system) with binding energy of 164.78 eV could be observed. [50]
Meanwhile, the XPS spectra show that the adsorption of MB by BUC-16
led to a shift to lower energies for the S 2p peaks, from 164.78 eV to
164.48 eV (Fig. 2d). The XPS spectra show that Ag 3d peak splits into
Ag 3d5/2 (367.88eV) and Ag 3d3/2 (373.88eV) due to spin orbit
coupling and these peak positions match well with the reported values
[51]. As well, the difference of 6.00 eV between the peaks matches well
with the reported value of metallic silver [52,53]. The 0.36 eV energy
shift for the Ag peaks was attributed to the interaction between the S
element of MB and the Ag* ion. The weak interactions (s-it stacking)
between the imidazole rings of BUC-16 and the aromatic rings of MB
might contribute to its remarkable adsorption performance towards MB
[54-56].
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3.3. Anti-microbial activity and odour control

The results of the agar plate diffusion assay experiment [57] re-
vealed that the number of bacterial colonies was 9880 CFU mL ™' 103
CFU mL ™! without and with BUC-16, respectively, as illustrated in the
Fig. 3 and Fig. S5. In detail, BUC-16 could efficiently inhibit the growth
of Enterobacter cloacae, salmonella, Citrobacter and so on, as listed in
Fig. 3a, b and Table S9. The algae in the water sample are observed
with the aid of the ZEISS Axio Imager A2, the results revealed that BUC-
16 could efficiently inhibit the growth of Microcystis aeruginosa, fra-
gilariaceae, pediastrum boryanum, merismopedia and so on, as listed in
Fig. 3c and Video 2, implying that BUC-16 exhibited remarkable alga-
inhibiting properties.

Gram-negative bacteria (E. coli) was selected as model micro-
organism to evaluate the antibacterial activity of BUC-16, in which the
minimum inhibitory concentration (MICs) determined using an optical
density method [53] of BUC-16 against E. coli were in the range of
5-10 ppm (Fig. 4a and Fig. S4). It revealed that BUC-16 exhibited
higher antibacterial activities than most of commonly used silver-based
compounds in previous reports [12,54]. The inhibitory effect on the
growth of E. coli for BUC-16 in 10 ppm exhibited its long-term bac-
teriostatic activity (48h) in Fig. 4b and Fig. S10b. Additionally, the
diameter of the inhibition zone emerged from BUC-16 (12.27 mm)
(Fig. 5a) was much bigger than that of stroke-physiological saline so-
lution (SPSS, 6 mm), further confirming the superior antimicrobial ac-
tivity of BUC-16.

BUC-16 also exhibited good odor (B-cyclocitral) control activity, in
which the microcystis aeruginosa (M. aeruginosa FACHB-905) was se-
lected as the representative microorganism. Two micrograms BUC-16
powders with particle size less than 0.1 mm were added to 200 mL
surface water sample. As shown in Fig. 6, the inhibition of M. aerugi-
nosa with the presence of BUC-16 occurred after 6th day, and the
concentration of B-cyclocitral decreased from the 3rd day. It was
worthy to noting that nearly no M. aeruginosa cells and no f3-cyclocitral
can be detected after the 7th day. While, the -cyclocitral concentration
increased to 2000-5000 ng mL~! from 3rd day to 7th day.

To understand the inhabitation mechanism of BUC-16 on the
growth of E. coli and M. aeruginosa, transmission electron microscope
(TEM) and scanning electron microscope (SEM) were used to observe
the morphological changes of the cells [12]. As illustrated in Fig. 7(a)
and (d), intact E. coli and M. aeruginosa had distinct outer membranes,
implying that their cell structures were well preserved even under high
vacuum and energy electron beam. However, after being exposed to
BUC-16, both E. coli and M. aeruginosa lost their cellular cohesion with
their outer membranes being seriously destroyed, resulting in the cells’
cytoplasm outflow, and finally death [11,63,64], as illustrated in Fig. 7,
Figs. S6 and S7. It is believed that the slow release of Ag™ ion of BUC-
16 could provide steady and prolonged Ag™ ions in aqueous solution,
which could account for its outstanding antibacterial and odor con-
trolling performances. The previous studies have revealed that the re-
lease of Ag* ions of Ag-based materials can lead to their antibacterial
activities [12,58,59]. In this study, the Ag™ released from BUC-16 was
determined by ICP-OES, with the Ag™* concentration progressively in-
creased in the first day followed by slow increases at the 2nd day, then
maintained at a stable level with average Ag™* concentration being ca.
30 ppm for 3-5 d, as illustrated in Fig. 5b.

Based on our experimental results and previous research [12], a
possible antibacterial and odour control mechanism of BUC-16 could be
understood as follows. The BUC-16 particles could diffuse on the E. coli
and M. aeruginosa surface, and release Ag™ ions resulted in the change
of ion balance and destroyed ion channels [12,60,61]. It was deemed
that the fine BUC-16 particles can also penetrate into the bacteria to
wreck the cells by interaction with lipotropic acid or hydroxyl groups of
peptidoglycan membranes, as well as phosphate groups of phospho-
nolipid membranes [62]. Furthermore, the slowly-released Ag™ ions
might interact with the R—SH groups of proteins to impact the bacterial
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membrane’s integrity and permeability [63]. Finally, the outflow of the
cytoplasm resulted from the rupture of the cell membrane caused the
death of the E. coli and M. aeruginosa.

3.4. In vitro cytotoxicity test

NIH-3T3 cells were selected as targeted cells to test the cell toxicity
of BUC-16 with MTT method [41]. After 48 h incubation, the killing
effect of BUC-16 for NIH-3T3 cells was showed in Fig. 8. A fairly weak
dose-dependence can be observed with the MIC of BUC-16 against E.
coli was only 5-10 ppm [64], even though higher killing effect for NIH-
3T3 cells and IC50 can be achieved with the concentration of BUC-16
above ~ 200 ppm. For example, viability of NIH-3T3 cells was still over
90% with presence of 50 ppm BUC-16 even after 48 h incubation, as
showed in Fig. 8d, suggesting that the BUC-16 has a reasonable bio-
compatibility.

4. Conclusion

In all, [Ago(idca)(H20),] (BUC-16) was synthesized and used as an
adsorbent to adsorb organic pollutants promethazine hydrochlorine,
sulfamethoxazole, methylene blue. The adsorption process followed a
pseudo-second-order kinetic model and fitted well with the Langmuir
isotherm. The controllable slow-release of Ag™ ions from BUC-16 re-
sulted into its outstanding antimicrobial and alga-inhibiting perfor-
mance toward Gram-negative bacteria E. coli and M. aeruginosa. BUC-
16 can be used to remove unpleasant odor like S-cyclocitral via its alga-
inhibiting activity. As far as we know, it is the first study on alga-in-
hibiting properties of coordination polymer. Furthermore, BUC-16 ex-
hibit good biocompatibility and potentially safe to human being and
environment. Further studies are underway to verify that coordination
polymers are safe and effective materials for aquatic ecosystem.
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