Talanta 85 (2011) 63-69

Contents lists available at ScienceDirect

Talanta

journal homepage: www.elsevier.com/locate/talanta

Gondola-shaped tetra-rhenium metallacycles modified evanescent wave infrared
chemical sensors for selective determination of volatile organic compounds

Genin Gary Huang?, Chung-Jay LeeP, Bo-Chan TsaiP, Jyisy YangP-*,

Malaichamy Sathiyendiran¢, Kuang-Lieh Lu¢

a Department of Medicinal and Applied Chemistry, Kaohsiung Medical University, Kaohsiung 807, Taiwan

b Department of Chemistry, National Chung-Hsing University, Taichung 402, Taiwan
¢ Institute of Chemistry, Academia Sinica, Taipei 115, Taiwan

ARTICLE INFO ABSTRACT

Article history:

Received 30 November 2010

Received in revised form 6 March 2011
Accepted 10 March 2011

Available online 17 March 2011

Water-stable and cavity-contained rhenium metallacycles were synthesized, and their ability to selec-
tively interact with volatile organic compounds (VOCs) systematically studied using attenuated total
reflection infrared (ATR-IR) spectroscopy. Integrating the unique properties of rhenium metallacycles
into optical sensing technologies significantly improves selectivity in detecting aromatic compounds. To
explore the interaction of rhenium metallacycles with VOCs, the surface of ATR sensing elements was
modified with the synthesized rhenium metallacycles and used to detect VOCs. The results indicate that

gz ;V:srg;t wave rhenium metallacycles have crown ether-like recognition sites, which can selectively interact with aro-
Infrared matic compounds, especially those bearing polar functional groups. The IR absorption bands of rhenium

metallacycles shift significantly upon adsorption of aromatic VOCs, revealing a strong interaction between
the tetra-rhenium metallacycles and guest aromatic compounds. Optimizing the thickness of the met-
allacycles coated on the surface of the sensing element led to rapid response in detection. The dynamic
range of response was generally up to 30 mg/L with detection limits ca. 30 pg/L. Further studies of the
effect of interferences indicate that recovery can be higher than 95% for most of the compounds tested.
The results on the flow-cell device indicated that the performances were similar to a static detection
system but the detection of VOCs can be largely simplified.

Chemical sensor Rhenium
Supramolecule
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1. Introduction

Analysis of volatile organic compounds (VOCs) in gas phase
samples is important for environmental monitoring in a vari-
ety of situations. VOCs such as benzene, xylene, and toluene are
known or suspected to cause chronic adverse health effects includ-
ing asthma, allergies, and cancer [1,2]. Due to the importance
of concentration monitoring of VOCs in the atmosphere, a num-
ber of analytical methods have been developed for this purpose.
For instance, gas chromatography with mass spectrometry detec-
tion (GC-MSD) is frequently used for determination of VOCs in
air. Through various techniques of pre-concentration, such as the
membrane-introduced method [3,4], solid-phase microextraction
[5,6], adsorbents [7,8] and others [9,10], GC-MSD methods pro-
vide high sensitivities. However, analysis time is restricted by the
nature of separation. Also, the high maintenance and instrumen-
tation costs limit the widespread application of this approach for
real-time monitoring. Alternatively, infrared spectroscopic meth-
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ods also have been developed to detect sub-ppmuv levels of VOCs in
the atmosphere due to their simplicity and speed of detection. To
detect and quantify low concentrations of VOCs in air, gas cells hav-
ing long path lengths are typically used to improve detection limits.
For example, a gas cell having a path length longer than 1 km has
been proposed for IR absorption measurements [11]. With proper
mathematical treatment of strongly interfered IR spectra, an open-
path IR system also can be suitable for on-site VOC monitoring [12].
Similarly, an IR hollow waveguide has been developed to detect low
levels of organic species in atmospheric samples [13,14]. The use
of attenuated total reflection (ATR) mode is another approach to
detectlow levels of species of interestin gas phase samples. Because
of the short interaction length of an evanescent field with gas on the
surface of internal reflection elements (IREs), the number of reflec-
tions becomes critical to having a useful optical path length. A long,
small-diameter IR optical fiber can be used as an ATR element to
enhance the sensitivity of this type of detection. For example, a sil-
ver halide optical fiber equipped with a lead-salt-tunable infrared
laser has been used to detect SFg [15]. Sieber and Muller demon-
strated that an evanescent field waveguide also can be fabricated in
the form of a chip and used to detect air pollutants [16,17]. This type
of chip contains a 1 m long waveguide within a 1 cm? area, which
is fabricated on single-crystal silicon. Pre-concentration techniques
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are also applied to IR sensing technologies. For example, after coat-
ing the IREs with a hydrophobic thin film, organic species can be
attracted and concentrated close to the IREs to effect IR detection
[18-24]. Because of the hydrophobic nature of the thin film coating
on the surface of the sensing element, detecting compounds with
polar functional groups is difficult. In addition, the selectivity is
also limited in this type of detection as it depends mainly upon the
specific IR absorption bands of the sample molecules. To overcome
these weaknesses while retaining the ease of signal enrichment of
internal reflection methods, we propose the use of cavity-contained
recognition host sites as a sensing material to increase selectivity
in detecting targeted VOCs.

Self-assembled transition-metal-based “molecular squares”
have gained significant attention [25-29] because of their poten-
tial in numerous applications, including use as sensors [30,31],
probes [32], photonic devices [33], catalysts [34-36] and in
host-guest chemistry [37-39]. In this study, cavity-contained tetra-
rhenium metallacycles were designed, synthesized, and used as
host molecules to increase sensitivity and selectivity for detec-
tion of VOCs. The tetra-rhenium metallacycle exhibits a unique
cavity to trap molecules within a certain size range and can there-
fore increase selectivity. Because infrared spectroscopy provides
chemical information about the host-guest interaction, a clearer
understanding of the recognition mechanism in host-guest chem-
istry is expected.

2. Experimental
2.1. Chemicals

Re,(CO)q9 (di-rhenium deca-carbonyl), 2,5-bis(tert-
butyl-2-benzoxazolyl)-thiophene (tpbb), 1,2,4-trihydroxyl-9,10-
anthraquinone (H,-thaq), and diethyl benzene were purchased
from Acros Organics (Phillipsburg, NJ) and used in the synthesis
of tetra-rhenium metallacycles. Fourteen volatile organic com-
pounds with varying characteristics were selected to examine
the specific interactions with tetra-rhenium metallacycles. These
compounds included toluene, 1,2,4-trichlorobenzene, chloroform,
carbon tetrachloride, trichloroethylene, chlorobenzene, methanol,
ethanol, acetone, ethyl acetate, nitrobenzene, acetophenone,
benzene, and benzaldehyde, which were all purchased from
TEDIA (Fairfield, OH). All chemicals were used as received. A 45°
trapezoidal (55 mm x 5mm x 2mm) zinc selenide (ZnSe) crystal
obtained from International Crystal Laboratory (Garfield, NJ)
was used as the internal reflection element for coating with the
tetra-rhenium metallacycle.

2.2. Apparatus

A 45° trapezoidal (55 mm x 5mm x 2 mm) zinc selenide was
used as the internal reflection element. Compared the signals from
transmission measurement, the number of internal reflection for
this internal element is around 12. A static detection system and
a flow-cell design were used in this work as shown in Fig. 1A and
B, respectively. These devices were placed in the sample compart-
ment of FT-IR spectrometer (Vector 22, Bruker Optics, Ettlingen,
Germany) equipped with a mercury-cadmium-telluride (MCT)
detector. For static detection system, the sample cell was con-
structed from stainless steel and had a sample volume of 100 mL.
The IRE was placed in the center of the cell as indicated in Fig. 1A.
The spectra for this device were detected from 64 scans at a
resolution of 4cm~1. For flow cell device, the ZnSe crystal was
sandwiched in two aluminum plates as shown in Fig. 1B. A spacer
of poly(tetrafluoroethylene) in thickness of 1.5 mm was placed on
the top of the ZnSe crystal to form a flow channel. A flow selection

switch was used to deliver VOCs and purge nitrogen gas. Spectra
were detected from 8 scans at a resolution of 4cm~1.

2.3. Preparation of tetra-rhenium metallacycle

The details of tetra-rhenium metallacycle preparation were
described previously [40]. Briefly, after refluxing a mixture
of Rey(CO)q9, 2,5-bis(5-ter-butyl-2-benzoxazolyl)thiophene and
1,2,4-tri-hydroxyl-9,10-anthraquinone (in a 1:1:1 molar ratio) in
diethyl benzene for 2 h, green tetra-rhenium metallacycle precip-
itates were obtained, separated by filtration, and washed with
hexane. The purified tetra-rhenium metallacycle was dissolved in
benzene to prepare coating solutions with different concentra-
tions of tetra-rhenium metallacycle. Fig. 2 shows the self-assembly
scheme of rhenium-based metallacycle used in this study. The
structure of the synthesized rhenium-based metallacycle is also
shown in Fig. 2 by space-filling and ball-and-stick representations.
According to the previous study [40], the size of the hydrophobic
cavity was 5.6 A x 7.0 A x 17.8 A. Different concentrations of tetra-
rhenium metallacycle solution in a volume of 60 pL were coated
on both sides of the IREs using a micro pipet. The treated IREs were
air-dried in the fume hood for at least 20 min before sealed into the
sampling cell. After detections, the IREs were regenerated by leav-
ing the sample cell uncapped for a specified period of time with
a 60°C air flow. The IR signals of the residual adsorbed molecules
disappeared completely within a 10 min regeneration time for all
the VOCs tested by static detection system.

3. Result and discussion

3.1. Basic sensing properties of tetra-rhenium metallacycle
modified IREs in the detection of VOCs.

To explore the capabilities of tetra-rhenium metallacycle
modified IREs for detection of VOCs, the IR spectra of syn-
thesized tetra-rhenium metallacycle and the raw materials
for self-assembling - including di-rhenium deca-carbonyl, 2,5-
bis(tert-butyl-2-benzoxazolyl)-thiophene, and 1,2,4-tri-hydroxyl-
9,10-anthraquinone - were first examined by coating 60 L of each
of the compounds (0.5%, w/v) onto the IREs. After the solvent evap-
orated, IR spectra were acquired and plotted in Fig. 3A. To explore
the sensing properties of the tetra-rhenium metallacycle, a series
of VOCs with varying characteristics were tested. The VOCs tested
included ethanol (high polarity), chloroform (low polarity), and
chlorobenzene (aromatic). For comparison, the spectra of these
compounds were also acquired using a conventional ATR method.
The resulting spectra are plotted in Fig. 3B.

Comparing the spectra of the compounds tested, the CO stretch-
ing vibrations of tetra-rhenium metallacycle [41-43], originally
located at 2025cm~! and 1930cm~!, were shifted to 2014 cm™!
and 1909 cm~! after adsorbing chlorobenzene and ethanol, respec-
tively. The peak shifts of structure-sensitive CO stretching modes,
caused by increased m-back-bonding from the Re to CO molecule,
provide additional evidence of the interactions between the analyte
molecules and tetra-rhenium metallacycle [44-47].

To test for selectivity in detection of VOCs, the band intensi-
ties were extracted from the spectra and plotted against the time
as shown in Fig. 4A. Generally, more than 20 min was needed
for chlorobenzene to reach a constant signal, but only 10 min
was required for ethanol to reach the maximum signal inten-
sity. In terms of detected signals, chlorobenzene showed the most
intense signal among the test compounds. As observed from the
detected spectra, both chlorobenzene and ethanol can cause the
shifts of absorption bands of tetra-rhenium metallacycle in the
region around 2000 cm~!. This indicates that both compounds can
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Fig. 1. Schematic representation of the static sensing system (A) and the flow cell device for dynamic detections (B).
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Fig. 2. Self-assembly scheme of rhenium-based metallacycle and the space-filling and ball and stick representations for the synthesized metallacycle.

interact with tetra-rhenium metallacycle. However, because of the
small size, ethanol does not fit well within the cavity formed in
the tetra-rhenium metallacycle. This may be the reason that much
lower intensity was observed in the detection of ethanol compared
to chlorobenzene.

3.2. Contribution of the cavity in the tetra-rhenium metallacycle
in the detection of VOCs

As described in the previous section, an intense analyt-
ical signal was observed in the detection of chlorobenzene
using the tetra-rhenium metallacycle sensor. The strong sig-
nals might be caused by a simple m-m interaction between
phenyl groups in the metallacycle and the test molecules, or
an interaction between the functional groups of the metallacy-
cle and the test molecules. To evaluate the contribution of the
crown ether-like recognition site formed in the tetra-rhenium
metallacycle in attracting VOCs, the bridged ligands used to syn-

thesize the tetra-rhenium metallacycle - including di-rhenium
deca-carbonyl, 2,5-bis(tert-butyl-2-benzoxazolyl)-thiophene and
1,2,4-trihydroxyl-9,10-anthraquinone - were each coated sep-
arately on the surface of the ATR element, then exposed to
chlorobenzene. The time profiles of IR absorption by chloroben-
zene using the tetra-rhenium metallacycle and its bridge ligands
are plotted in Fig. 4B. The ability of each bridged ligand to detect
chlorobenzene is much more limited than that of the assem-
bled metallacycle. These results indicate that the crown ether-like
recognition site formed by the tetra-rhenium metallacycle plays
the most important role in the adsorption of VOCs. The results also
reveal that the tetra-rhenium metallacycle favors interactions with
molecules of a size that is compatible with the size of the cavity.

3.3. Selectivity in the detection of VOCs

To further examine the selectivity of the tetra-rhenium metalla-
cycleindetecting VOCs, a series of VOCs bearing different functional
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Fig. 3. (A) Infrared spectra of the rhenium-based metallacycle and its bridg-
ing ligands. Top to bottom: tetra-rhenium metallacycle, di-rhenium deca-
carbonyl, 2,5-bis(tert-butyl-2-benzoxazolyl)-thiophene, and 1,2,4-tri-hydroxyl-
9,10-anthraquinone. (B) Typical spectra of chlorobenzene, chloroform, and ethanol
detected by IRE coated with tetra-rhenium metallacycle. The neat spectra of each
compound were measured with an uncoated IRE.

groups was examined using the assembled metallacycle film on
an ATR element. As noted previously, these VOCs included both
non-aromatic and aromatic compounds. Non-aromatic compounds
included chloroform, carbon tetrachloride, trichloroethylene, ace-
tone, ethyl acetate, methanol, and ethanol. Aromatic compounds
included benzene, toluene, chlorobenzene, and trichlorobenzene.
After injection of each of the compound to form a concentration
of 50 mg|/L, spectra were acquired. Typical spectra of the examined
VOCs are shown in Fig. 5. According to the peak height of the most
intense vibrational mode of each compound, the signal intensities
of the examined compounds were tabulated as Table 1. The results
show that the signals of aromatic compounds were generally more
intense than those of non-aromatic compounds, indicating that the
cavity in the tetra-rhenium metallacycle used in this study is selec-
tive for aromatic compounds.

3.4. Optimization of thickness of tetra-rhenium metallacycle in
detection of VOCs

With regard to the detection of organic volatile compounds,
the sensitivity and the time required to reach maximum signals
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Fig. 4. (A) Time profiles for absorption of chlorobenzene (4), chloroform (@), and
ethanol (a) in concentration of 0.50 mg/L; the 0.5% (w/v) metallacycle solution was
used to modify the surface of IRE. The intensities of the bands labeled with an arrow
in Fig. 3B were calculated and used as signal intensity. (B) Detection time profiles
for chlorobenzene (50 mg/L) detected by assembled tetra-rhenium metallacycle (¢),
di-rhenium deca-carbonyl (®), 2,5-bis-(tert-butyl-2-benzoxazolyl)-thiophene (a),
and 1,2,4-trihydroxyl-9,10-anthraquinone (v). Signals obtained by 2,5-bis-(tert-
butyl-2-benzoxazolyl)-thiophene and 1,2,4-trihydroxyl-9,10-anthraquinone were
enlarged 10 times for clarity.

is expected to be related to the thickness of the tetra-rhenium
metallacycle layer. To determine the optimal thickness of the
tetra-rhenium metallacycle, 60 L of different concentrations of
tetra-rhenium metallacycle solutions were prepared and used to
coat both sides of the IREs. The resulting sensors were then used
to detect 10 mg/L of chlorobenzene. The highest concentration of
metallacycle tested was limited to 2% (w/v) because of the solubil-
ity of the metallacycle. Fig. 6A shows the absorption time profiles
for chlorobenzene adsorbed by different concentrations of tetra-
rhenium metallacycle. Fig. 6A shows that more intense analytical
signals were obtained as the amount of coated tetra-rhenium met-
allacycle was increased. Also, the time required to achieve the

Table 1

Detected signals of examined VOCs. Sensing element is prepared by coating of 60 L
0.5% (w/v) tetra-rhenium metallacycles on the dual sides of the sensing element.
The concentrations of the examined compound are kept 50 mg/L and the signals are
taken at 20 min after injection of compounds.

Non-aromatic compound Signal (mAU) Aromatic compound Signal (mAU)

Chloroform 863 £ 1.3 Benzene 88.5+ 26
Carbon tetrachloride 271+ 0.6 Toluene 502 +1.9
Trichloroethylene 784 +£ 25 Chlorobenzene 331.7 £ 5.0
Methanol 482 +£ 0.1 Trichlorobenzene 268.5 + 1.3
Ethanol 746 +£ 2.0 Nitrobenzene 903.1 + 4.1
Acetone 55.6 + 4.5 Acetophenone 758.1 £ 12.7
Ethyl acetate 63.1 £ 2.0 Benzaldehyde 560.7 £+ 3.6
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Fig. 5. IR spectra of VOC detected. The concentration of each VOCs was 50 mg/L;
IREs were coated with 0.5% (w/v) metallacycle solution. Bands labeled with an arrow
were used for quantitative purpose.

detection equilibrium grew as the amount of the tetra-rhenium
metallacycle coating was increased. For instance, more than 30 min
were needed to obtain the maximum signal with a 2.0% (w/v)
concentration of coating solution, but only 15 min were required
with a concentration of coating solution lower than 1.5% (w/v).
This implies that as the thickness of the sensing phase increases,
the time required for the analytes to diffuse into the active sites
also increase. The relationship between different concentrations
of coating solution and detected signals, for a detection time of
30 min, are shown in Fig. 6B, which shows an exponential growth
relationship. This indicates that it becomes more difficult for the
VOCs to diffuse into the inner layer of metallacycle, in proximity
to the evanescent field of the ATR element, as the coating thick-
ness is increased. In terms of sensitivity, a 2% (w/v) is suggested for
quantitative purposes, as it provides the largest signal.

3.5. Quantitative aspects

To investigate the detection limits and the linear range of
concentrations for the tetra-rhenium metallacycle modified IRE
infrared sensor in the analyses of VOCs, each of the detectable VOCs
examined above were tested. Because trichloroethylene exhibits
weak absorption bands, it was selected and used to dilute the VOCs
to reduce variations caused by uncertainty in the injected vol-
ume. The VOCs were diluted with trichloroethylene at different
concentrations and injected into the sample cell to form differ-
ent concentrations of chlorobenzene prior to detection. Fig. 7A
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Fig. 6. (A) Detection time profiles of 10 mg/L chlorobenzene by IREs coated with
tetra-rhenium metallacycle in concentrations of 0.5% (w/v) (W), 0.75% (w/v) (@),
1.0% (w/v) (a), and 2.0% (w/v) (#). (B) Plots of the signals detected with different
concentrations of tetra-rhenium metallacycle and the IR signals taken at 20 min.

presents the detection time profiles for different concentrations
of chlorobenzene. As the figure indicates, more than 30 min were
needed to reach the maximum signal intensity. The delay is clearly
due to the time required for the analytes to diffuse into the inner
layers of metallacycle. To shorten the time required for analyses, the
feasibility of using a non-equilibrium analytical signal in quantita-
tive analysis was assessed by plotting the concentration profiles of
chlorobenzene for different detection times. The results are shown
in Fig. 7B. The figure shows that the dynamic range is extended if
non-equilibrium results are used. On the contrary, a plot of signals
under equilibrium shows that, with equilibrium signals, the sensor
will be more sensitive toward analytes although the dynamic range
will be reduced compared to the use of non-equilibrium sensing.
On the basis of three times the noise level, for 30 min of elapsed
time, the detection limit for chlorobenzene was around 50 pg/L.

To further examine the effect of interference, chlorobenzene
was chosen as the target molecule and samples prepared by mix-
ing chlorobenzene with a second VOC to form a concentration of
10mg/L for each of the components. These VOCs included ace-
tone, chloroform, ethanol and toluene. To simplify the comparison,
recovery was defined here as the ratio value of the intensity of the
detected signals of chlorobenzene with second component to that
of without second component. The results show that the recover-
ies in determination of the concentration of chlorobenzene when
co-presented with acetone, chloroform, ethanol and toluene were
95.8(+6.6), 95.4(+5.1), 100.1(+3.8), and 99.8(+5.5), respectively.
These values indicated that the second component did not infer-
ence the analytical signals significantly.
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10 (a), 20 (v), and 50mg/L (4). (B) Plots of injected amount of chlorobenzene vs.
detected signals at detection times of 15 (®), and 30 min (A).

3.6. Simplification of detection procedures by a flow-cell device

As can be seen in the response time profiles for static detection
system, tetra-rhenium metallacycle sensing phase exhibits fast in
responses. This reveals that the determination of VOCs is approach-
able by a configuration of flow cell. A flow cell device as shown
in Fig. 1B was constructed to determine the chlorobenzene in dif-
ferent concentrations. In this device, an electric heating chip was
used to heat the IREs to a temperature of 60 °C for increasing the
efficiency in regeneration of the sensing phase. A switching valve
was located in the inlet of the flow cell to direct either nitrogen
or sample gas in a flow rate of 20 mL/min. Samples were prepared
by injection certain amount of chlorobenzene in to a 4 L bottle and
wait for at least 10 min before carried to the flow cell for detection.
After end of the detection, nitrogen gas was directed to the flow
cell and heated at same time to regenerate the sensing phase. After
5 min, the heater was switched off and the cell was further purged
with nitrogen for 5 min to release the heat before a new injection
started. The obtained response profiles are plotted in Fig. 8A for
the detection time profiles for 4 consecutive injections. The sig-
nals taken at a detection time of 5 and 10 min after injections were
plotted against the concentrations of chlorobenzene as plotted in
Fig. 8B. By comparing the performances of static detection system
as the data shown in Fig. 7, the flow-cell device provided similar
performances but the whole detection process was simplified as
one analysis can be completed within 20 min.
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Fig. 8. (A) Detection time profiles in detections of four consecutive injections of dif-
ferent concentrations of chlorobenzene using a flow-cell device. The IRE was treated
with 0.5% (w/v) of metallacycle. (B) Plots of concentrations of chlorobenzene vs.
detected signals at detection times of 5 (a), and 10 min (H).

4. Conclusion

In this work, a new class of neutral rhenium-based metal-
lacycle was successfully synthesized, then used to modify the
surface of IREs as infrared chemical sensors, which then were
thoroughly tested. This sensing scheme takes advantage of the
molecular recognition properties of cavity-containing metallacy-
cles in addition to the abundant molecular information provided by
infrared spectroscopy. To optimize the proposed sensing method,
the characteristics and the sensing properties of the sensor were
examined. The results indicate that tetra-rhenium metallacycle
films showed specific affinity toward aromatic compounds, par-
ticularly to aromatic compounds with polar functional groups.
The detailed studies suggest that the strong interactions between
tetra-rhenium metallacycle and aromatic compounds with polar
functional groups were the result of both the cavity structure and
the crown ether-like recognition sites of metallacycle. Moreover,
the optimal amounts of rhenium-based metallacycle coated on the
IRE are proportional to the analyte capacity and the resulting ana-
lytical signals. Based on the detection time of the profiles collected
under optimal conditions, sensing is fast in response and the detec-
tion time for volatile aromatic compounds is generally shorter than
20 min. In terms of quantitative analysis, the results indicate that
this sensing phase is highly sensitive to aromatic compounds and
that the linear range for compounds tested generally extends to
30 mg/L with detection limits ca. 30 pg/L.



G.G. Huang et al. / Talanta 85 (2011) 63-69 69

Acknowledgment

The authors would like to thank the National Science Council of
the Republic of China for the financial support of this study.

References

[1] L. Molhave, Indoor Air 13 (2003) 12.
[2] R.E.Hester, R.M. Harrison, Volatile Organic Compounds in the Atmosphere, The
Royal Society of Chemistry, 1995.
[3] CS.Creaser, D.G. Lamarca, J. Brum, C. Werner, A.P. New, L.M. Freitas dos Santos,
Anal. Chem. 74 (2002) 300.
[4] S.Bauer, D. Solyom, Anal. Chem. 66 (1994) 4422.
[5] E.C. Meurer, D.M. Tomazela, R.C. Silva, F. Augustm, S.R. Kim, R.U. Halden, T.J.
Buckley, Environ. Sci. Techol. 41 (2007) 1662.
[6] A. Ribes, G. Carrera, E. Gallego, X. Roca, M.J. Berenguer, X. Guardino, J. Chro-
matogr. A 1140 (2007) 44.
[7] C.-J. Ly, E.T. Zellers, Anal. Chem. 73 (2001) 3449.
[8] T.-M. Wu, G.-R. Wu, H.-M. Kao, ].-L. Wang, ]. Chromatogr. A 1105 (2006) 168.
[9] K.-H.Chiu, B.-Z.Wu, C.-C.Chang, U. Sree, ].-G. Lo, Environ. Sci. Technol. 39 (2005)
973.
[10] HJ. Bloemen, J. Burn, Chemistry and Analysis of Volatile Organic Compounds
in the Environment, Chapman & Hall, London, 1993.
[11] P.L Hanst, Appl. Opt. 17 (1978) 1360.
[12] L. Shao, P.R. Griffiths, Anal. Chem. 79 (2007) 2118.
[13] O.A. Pogodina, V.V. Pustogov, F. de Melas, C. Haberhauer-Troyer, E. Rosenberg,
H. Puxbaum, A. Inberg, N. Croitoru, B. Mizaikoff, Anal. Chem. 76 (2004) 464.
[14] J.F. Giulianli, H. Wohltjen, N.L. Jarvis, Opt. Lett. 8 (1983) 54.
[15] A. Messica, A. Greenstein, A. Katzir, U. Schiessel, M. Tacke, Opt. Lett. 19 (1994)
1167.
[16] R. Siebert, J. Muller, Sens. Actuators, A 119 (2005) 138.
[17] R. Siebert, J. Muller, Sens. Actuators, A 119 (2005) 584.
[18] J. Yang, J.-W. Her, Anal. Chem. 71 (1999) 1773.
[19] ]. Yang, J.-W. Her, Anal. Chem. 71 (1999) 4690.
[20] B. Mizaikoff, K.T.R. Kellner, Vib. Spectrosc. 8 (1995) 103.
[21] V. Ruddy, S. McCabe, Appl. Spectrosc. 44 (1990) 1461.
[22] G.G.Huang, C.-T. Wang, H.-T. Tang, Y.-S. Huang, ]. Yang, Anal. Chem. 78 (2006)
2397.

[23] G.Janatsch, ].D. Kruse-Jarres, R. Marbach, H.-M. Heise, Anal. Chem. 61 (1989)
2016.

[24] A. Messica, A. Greestein, A. Katzir, Appl. Opt. 35 (1996) 2274.

[25] V. Slone, K.D. Benkstein, S. Belanger, ].T. Hupp, I.A. Guzei, L. Rheingold, Coord.
Chem. Rev. 171 (1998) 221.

[26] S. Leininger, B. Olenyuk, PJ. Stang, Chem. Rev. 100 (2000) 853.

[27] B. Manimaran, T. Rajendran, Y.-L. Lu, G.-H. Lee, S.-M. Peng, K.-L. Lu, J. Chem.
Soc., Dalton Trans. (2001) 515.

[28] B. Manimaran, P. Thanasekaran, T. Rajendran, R.-J. Lin, L.-]. Chang, G.-H. Lee,
S.-M. Peng, S. Rajagopal, K.-L. Lu, Inorg. Chem. 41 (2002) 5323.

[29] N.C. Gianneschi, C.A. Mirkin, L.N. Zakharov, A.L. Rheingold, Inorg. Chem. 41
(2002) 5326.

[30] W.Qin, P. Parzuchowski, W. Zhang, M.E. Meyerhoff, Anal. Chem. 75 (2003) 332.

[31] L. Chen, L. Tian, L. Liu, X. Tian, W. Song, H. Xu, X. Wang, Sens. Actuators, B 110
(2005) 271.

[32] L. Sacksteder, M. Lee, ].N. Demas, B.A. DeGraff, J. Am. Chem. Soc. 115 (1993)
8230.

[33] S.I. Yang, ]. Seth, T. Balasubramanian, D. Kim, J.S. Lindsey, D. Holten, D.F. Bocian,
J. Am. Chem. Soc. 121 (1999) 4008.

[34] J. Kang, G. Hilmersson, . Santamaria, J. Rebek Jr., J. Am. Chem. Soc. 120 (1998)
3650

[35] L.L. Shafer, T.D. Tilley, ]. Am. Chem. Soc. 123 (2001) 2683.

[36] J. Sanders, Chem. Eur. J. 4 (1998) 1378.

[37] R.V. Slone, D.I. Yoon, R.M. Calhoum, J.T. Hupp, J. Am. Chem. Soc. 117 (1995)
11813.

[38] AJ. Lees, S. Sun, . Am. Chem. Soc. 122 (2000) 8956.

[39] D.B. Amabilino, J.F. Stoddart, Chem. Rev. 95 (1995) 2725.

[40] M. Sathiyendiran, R.-T. Liao, P. Thanasekaran, T.-T. Luo, N.S. Venkataramanan,
G.-S. Lee, S.-M. Peng, K.-L. Ly, Inorg. Chem. 45 (2006) 10052.

[41] GJ. Stor, F. Hartl, JW.M. van Outersterp, D.J. Stufkens, Organometallics 14
(1995) 1115.

[42] F.P.A. Johnson, M.W. George, F. Hartl, ]J.J. Turner, Organometallics 15 (1996)
3374.

[43] G. Diaz, M. Campos, A.H. Klahn, Vib. Spectrosc. 9 (1995) 257.

[44] J.W.M. van Outersterp, F. Hartl, D.J. Stufkens, Organometallics 14 (1995) 3303.

[45] CJ. Aspley, J.R.L. Smith, R.N. Perutz, J. Chem. Soc., Dalton Trans. (1999) 2269.

[46] CJ. Aspley, J.R.L. Smith, R.N. Perutz, D. Pursche, J. Chem. Soc., Dalton Trans.
(2002) 170.

[47] A.Gabrielsson, F.Hartl, H. Zhang, ].R.L. Smith, M. Towrie, A. VI¢ekJr., R.N. Perutz,
J. Am. Chem. Soc. 128 (2006) 4253.



	Gondola-shaped tetra-rhenium metallacycles modified evanescent wave infrared chemical sensors for selective determination ...
	1 Introduction
	2 Experimental
	2.1 Chemicals
	2.2 Apparatus
	2.3 Preparation of tetra-rhenium metallacycle

	3 Result and discussion
	3.1 Basic sensing properties of tetra-rhenium metallacycle modified IREs in the detection of VOCs.
	3.2 Contribution of the cavity in the tetra-rhenium metallacycle in the detection of VOCs
	3.3 Selectivity in the detection of VOCs
	3.4 Optimization of thickness of tetra-rhenium metallacycle in detection of VOCs
	3.5 Quantitative aspects
	3.6 Simplification of detection procedures by a flow-cell device

	4 Conclusion
	Acknowledgment
	References


