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Abstract: Ammonia is an essential key compound in the chemical industry. However, excessively
high ammonia concentrations can be harmful to the environment. Sensors for the detection of
ammonia are therefore particularly important for environmental analysis. In this article, a novel
hydrogel-based piezoresistive ammonia sensor is presented. In aqueous solution, ammonia reacts
as a base. This alkaline pH change can be detected with stimuli-sensitive hydrogels. For such an
application, highly sensitive hydrogels in the alkaline range with sufficient mechanical stability for
the sensor application has to be developed. These conditions are fulfilled by the presented hydrogel
system based on acrylic acid (AAc) and 2-(dimethylamino)ethyl methacrylate (DMAEMA). The
hydrogel composition has a significant influence on the swelling behavior of the gel. Furthermore, the
hydrogel swelling in ammonia solutions was tested and a detection limit in the range of 1 mmol/L
ammonia depending on the buffer solution was determined. Ammonia-sensitive hydrogels can be
used multiple times due to the repeatable swelling of the gel over several swelling cycles. To generate
a measurable output voltage, the swelling pressure of ammonia-sensitive hydrogels were detected by
using piezoresistive pressure sensors. All results of the free hydrogel swelling were verified in the
sensor application. This low-cost ammonia sensor with a high sensitivity could be interesting for
industrial chemical and biotechnological applications.

Keywords: stimuli-responsive hydrogel; ammonia; pH value; alkaline pH conditions; chemical
sensor; piezoresistive pressure sensor; hydrogel-based sensor

1. Introduction

Ammonia (NH3) is one of the most important inorganic compounds in chemical manufacturing.
In 2011, 140 megatons of ammonia were produced worldwide based on the Haber–Bosch process [1].
Ammonia is one of the key compounds for the production of fertilizers, pharmaceuticals, dyes
or explosive materials [2]. However, excessively high ammonia concentrations can be a serious
health threat [3]. Therefore, it is necessary to monitor ammonia as part of the ambient conditions in
environmental analytics [4] or to measure the atmospheric pollution from automobiles [5]. Furthermore,
ammonia can be used as an indicator for diseases like stomach ulcers due to bacterial infections [6]
or a disturbed urea balance due to a kidney disorder [7]. According to the German Drinking Water
Regulations from 2001, the limit value of dissolved ammonium ions in drinking water is 0.5 mg/L [8].
Depending on the application, it is necessary to detect ammonia in different concentration ranges [3].
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In aqueous solutions, ammonia reacts as a base (pKB = 4.75) to ammonium and hydroxide ions
according to the following reaction equation [9]:

NH3 + H2O→ NH4
+ + OH−

The result is a change in pH value, which can be detected via pH-responsive hydrogels. Hydrogels
are three-dimensional polymer networks which can absorb a huge amount of water. Due to the
chemical modifications achieved by using different monomers, these gels have various swelling
properties depending on different stimuli like salt concentrations, temperature or pH [10]. These gels
can be combined with piezoresistive pressure sensor chips, which transform the swelling pressure
into a measurable output voltage [11]. By the simple modification of this sensor set-up with different
stimuli-responsive hydrogels, new types of sensors for a wide range of applications can be quickly and
easily developed. For example, hydrogel-based piezoresistive sensors have been used so far for the
detection of the pH value [12], temperature [13], biomolecules like glucose [14] or organic solvents like
ethanol [15]. However, each hydrogel system must be adjusted to its specific sensor application. For
the detection of ammonia, a hydrogel system which is highly sensitive in the alkaline pH range and has
a sufficient mechanical stability for the usage in the pressure sensor has to be synthesized. In this work,
we present a pH-sensitive hydrogel based on acrylic acid (AAc) [16–18] and 2-(dimethylamino)ethyl
methacrylate (DMAEMA) [19–21], which fulfills all conditions for the detection of ammonia in a
piezoresistive pressure sensor.

2. Materials and Methods

2.1. Synthesis of pH-Sensitive Poly Acrylic Acid-co-Dimethylaminoethyl Methacrylate Hydrogels

For the detection of ammonia, a pH-sensitive hydrogel based on acrylic acid (AAc) and
dimethylaminoethyl methacrylate (DMAEMA) was synthesized. The pregel solutions with different
contents of AAc (x mol%, Sigma Aldrich, St. Louis, MO, USA) and DMAEMA (100-x mol%, Sigma
Aldrich) were combined with 1 mol% of the crosslinker bisacrylamide (Bis, Carl Roth, Karlsruhe,
Germany) and were dissolved in distilled water. In all cases, the total concentration of AAc and
DMAEMA was 1.6 mol/L [22] (equivalent to 100 mol%). After degassing the pregel solution with
nitrogen for 5 min, the polymerization was initiated with 1 mol% ammonium peroxodisulfate
(APS, Sigma Aldrich) and 1 mol% N,N,N′,N′-tetramethyl-ethylenediamine (TEMED, Carl Roth).
The total volume of a synthesis approach was 600 µL. As an example, for the synthesis of a
poly(AAc-co-DMAEMA) hydrogel (60 mol% AAc and 40 mol% DMAEMA, 600 µL) will be used
576 µmol (39.5 µL) AAc, 384 µmol (64.7 µL) DMAEMA, 9.6 µmol (1.5 mg) Bis, 9.6 µmol (2.2 mg) APS
and 9.6 µmol (1.5 µL) TEMED. The pregel solution was filled in a vial shell (1 mL, VWR, Radnor, PA,
USA) and polymerized overnight in an oven at 35◦C. After polymerization, vial shells were carefully
smashed without damaging the hydrogel. One tablet of a phosphate-buffered saline (PBS, pH 7.4,
I = 0.15 mol/L, Sigma Aldrich) was dissolved in 200 mL distilled water. The gels were cut in small
pieces with a thickness of about 5 mm and were washed in PBS buffer, pH 7.4, for 3 days to remove
unreacted monomers. The synthesis of ammonia-sensitive poly(AAc-co-DMAEMA) hydrogels is
shown in Figure 1.
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Figure 1. Synthesis of poly acrylic acid-co-dimethylaminoethyl methacrylate hydrogels.

2.2. Swelling Studies at Different pH Values

After washing, the gels were conditioned fivefold by cyclic changes between PBS solutions with
pH 7.4 and pH 10. The pH values were adjusted by a sodium hydroxide solution (0.1 mol/L) using
a pH meter (FiveEasy Plus, Mettler-Toledo, Gießen, Germany). Subsequently, the gels were washed
in PBS buffer, pH 7.4, and the initial mass m0 of the hydrogel was measured using a balance (Entris
224-1S, Sartorius, Goettingen, Germany). After incubating in a PBS buffer with a defined pH value for
overall 24 h accompanied by changing the buffer five times within 10 h to wash the gel, the hydrogel
mass m after swelling and the pH value of the solution were detected. In the following measurements,
the gels were incubated in a new PBS buffer with another pH values. The swelling degree S was
calculated as:

S = (m − m0)/m0 (1)

2.3. Swelling Studies at Different Ammonia Concentrations

Swelling studies were performed in PBS buffer and in an isotonic saline solution (NaCl, 9 g/L,
I = 0.15 mol/L). After washing and conditioning, the initial mass m0 of the hydrogel and the pH value
were measured in PBS or NaCl solution without NH3. Ammonium hydroxide (≈1 mol/L ammonia
in water, Sigma Aldrich) was used to prepare a 1 mol/L ammonia stock solution in PBS and NaCl
buffer. A solution with a defined NH3 concentration was prepared with the stock solution and the gels
were incubated for 24 h. After determination of the hydrogel mass m, the pH value and the swelling
degree S according to Equation (1), the hydrogels were placed in a solution with another ammonia
concentration for 24 h.

2.4. Repeatability of Hydrogel Swelling in Ammonia Solutions

Repeatability in ammonia hydrogel swelling was studied in PBS buffer solutions after washing
and conditioning the synthesized hydrogels. According to the measurement of the initial mass m0 of
the gels in PBS buffer, the gels were placed in a PBS buffer containing 20 mmol/L ammonia for 24 h.
The hydrogel mass m after swelling and the pH value of the solution were measured. Afterwards, the
solutions were changed to a PBS buffer without ammonia. In this case, the PBS buffer solutions were
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changed five times every 1–2 h to ensure a complete pH change in the gel and in the solution. After in
total 24 h in PBS buffer without ammonia, the hydrogel mass m and the pH value of the solution were
determined. Afterwards, the gels were incubated again in a PBS buffer with 20 mmol/L ammonia for
24 h. The switching between PBS buffer solutions with and without ammonia was repeated several
times. At the end of the experiment, the gels were left in a PBS buffer without ammonia for several
days and the mass m of the hydrogels was determined daily. The swelling degree was calculated as
described in Equation (1).

2.5. Swelling Kinetics in Ammonia Solutions

As before, the hydrogels were washed and were conditioning after the polymerization in PBS
buffer. Now the initial mass m0 of the gels was measured and the samples were placed into a 20 mmol/L
ammonia solution in PBS buffer until the degree of hydrogel swelling remained constant. Afterwards,
the gels were put into a PBS buffer solution without ammonia until the swelling degree of the gel was
constant. To make sure to have a complete change of the pH value, the PBS buffer were changed daily.
In both cases, the mass m of the swollen hydrogel and the swelling degree S according to Equation (1)
were determined at defined points in time.

2.6. Hydrogel-Based Piezoresistive Ammonia Sensor

For the synthesis of hydrogel pieces with a defined size, a plastic spacer with a thickness
of 500 µm between two object slides was used during the polymerization. After washing and
conditioning the hydrogel layers, circular hydrogel pieces with a diameter of 1.5 mm were punched
out for sensor preparation. These hydrogel pieces were fixed in the center of a circuit board with
cyanoacrylate. The pressure sensor chip (TDK Electronics, previously EPCOS, Munich, Germany,
C41-Series, 5.0 mm × 5.0 mm × 0.4 mm in size) was put on the top of the gel and was fixed by using
cyanoacrylate. After the wire bonding process of the pressure sensor chip to the circuit board, the
connector cables were soldered to the read-out unit (Fluke 45 Multimeter, Glottertal, Germany). The
outlet and inlet hoses for the ammonia solutions were fixed with cyanoacrylate and two-component
epoxy adhesive [15]. The resulting hydrogel-based sensor is shown schematically in Figure 2.
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The hydrogel in the sensor was washed over night in PBS buffer. Afterwards, the sensor was
conditioned two times in a 20 mmol/L ammonia solution in PBS buffer for in total two days. In order
to investigate the repeatability of hydrogel swelling, a PBS buffer solution with 20 mmol/L ammonia
was pumped for 4 h. Subsequently, the solution was changed to a PBS buffer without ammonia for in
total 20 h. This swelling cycle was repeated three times in total. For the determination of the ammonia
sensitivity, ammonia solutions in a range from 1 mmol/L up to 20 mmol/L were prepared with PBS
buffer. After the swelling of the hydrogel in PBS buffer without ammonia, the solutions were changed
every 4 h to the next higher ammonia concentration. For pumping the solutions, a peristaltic pump
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(Reglo Digital MC-2/6, Ismatec as part of Cole-Parmer, Wertheim, Germany) with a constant flow
rate of 0.2 mL/min was used in all experiments. The sensor was supplied with a voltage of 5 V (DIGI
35, Voltcraft as part of Conrad Electronic, Hirschau, Germany). The output voltage of the sensor was
recorded every 10 s. All sensor measurements were performed at room temperature.

3. Results and Discussion

3.1. Swelling Studies at Different pH Values

At first, the swelling degree of poly(AAc-co-DMAEMA) hydrogels was investigated in dependence
on the pH value for different monomer contents (Figure 3). Hydrogels having compositions
of 50–70 mol% AAc and 30–50 mol% DMAEMA were successfully synthesized. For hydrogels
with more than 70 mol% AAc, no complete polymerization was observed under the described
conditions. Furthermore, hydrogels with more than 50 mol% DMAEMA could not be utilized under
mechanical stress.
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Hydrogels based on polyAAc swell under basic conditions because of the deprotonation of the
carboxyl groups resulting in an increase of the electrostatic repulsion of the carboxylate anions in the
gel [23]. In the literature, the pKA value of polyAAc was determined in a range from 5.35 to 7.2 [24]
depending on the actual dissociation degree of the polyAAc chain. As a result, the deprotonation
should occur in a more acidic range. Due to the basic monomer DMAEMA (pkB = 7.8 [10]), the
operation range of the gel was shifted towards a more alkaline range [22]. Another effect that could
influence the hydrogel swelling can be described with the Donnan theory. By increasing the pH value
above pKA value, the carboxyl group of acrylic acid is deprotonated. In order to neutralize the resulting
charges, the moving counterions diffuse into the gel from the surrounding solutions. This leads to
an increase of the ion concentration in the gel resulting in increasing osmotic pressure, which will
be compensated by the diffusion of water molecules from the surrounding solution into the gel. As
a result, the hydrogel swells with increasing pH value [25]. The higher the content of DMAEMA
is, the higher becomes the swelling degree of the hydrogels. However, the polymer system with
the highest swelling degree shows a non-linear swelling behavior. Hydrogels with 60 mol% AAc
and 40 mol% DMAEMA were used in the following experiments because these gels showed a linear
swelling behavior over a large pH range with a high sensitivity.
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3.2. Swelling Studies at Different Ammonia Concentrations

After the pH-dependent swelling of poly(AAc-co-DMAEMA) hydrogels, the hydrogel swelling
was determined as a function of the ammonia concentration in PBS buffer and in an isotonic saline
solution (Figure 4).
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and resulting pH value for different ammonia concentrations in PBS buffer and isotonic saline solutions
(NaCl).

With increasing ammonia concentration, the pH value of the solution increases significantly.
This results in a swelling of the pH-sensitive hydrogel. Even small concentrations can be detected
via swelling of the hydrogel. It was possible to detect small changes in pH value via hydrogel
swelling. With this polymer system, it was also possible to detect small concentrations of ammonia.
The hydrogel system is suitable for the detection of small amounts of ammonia in the range
of 1 mmol/L to 20 mmol/L. This could be of particular interest for industrial chemical and
biotechnological applications.

Furthermore, a difference in the detection limit between PBS solution and isotonic saline solution
could be observed. PBS buffer should keep the pH value in the physiological range as constant as
possible. Due to the phosphate buffer, small changes in pH value can be compensated in the solution.
With changing ammonia concentration from 0 mmol/L to 1 mmol/L NH3, the pH value increased
only from pH 7.59 to pH 7.79 (∆pH = 0.20) in PBS buffer. However, in an isotonic saline solution,
the pH value increased from pH 7.23 to pH 8.31 (∆pH = 1.08). As a result, a significant swelling of
the hydrogels could be detected only in sodium chloride solution. The corresponding detection limit
amounts to ca. 1 mmol/L NH3. In PBS buffer, a substantial swelling of the hydrogels was observed
for concentrations of more than 2 mmol/L NH3. At higher ammonia concentrations, no relevant
difference between the buffer solutions could be seen.

3.3. Repeatability of Hydrogel Swelling in Ammonia Solutions

Repeatable swelling of the hydrogel is indispensable for a multiple use of the hydrogel-based
sensors. For this purpose, the ammonia concentration in PBS buffer was varied daily and the degree of
swelling of the hydrogels was determined (Figure 5).
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Figure 5. Repeated swelling of poly(AAc-co-DMAEMA) (60 mol% AAc, 40 mol% DMAEMA) hydrogels
at two alternating ammonia concentrations (20 mmol/L and 0 mmol/L) in PBS buffer and resulting
pH value of the solutions.

Within 24 h, poly(AAc-co-DMAEMA) hydrogels swell significantly (S ≈ 82%) in the PBS buffer
with 20 mmol/L ammonia due to the increase of the pH value (pH ≈ 9.9). After 24 h in PBS buffer
without ammonia, a shrinking of the gels was observed. However, only a small change in the
degree of swelling could be detected (∆S ≈ 12%). This indicates that the hydrogels need more
time for the shrinking process than for the swelling process. To verify this, the gels were stored for
several days in PBS buffer without ammonia at the end of the reproducibility experiments. A steady
decrease in the swelling degree was observed without a significant change in the pH value of the PBS
solution. Asymmetric swelling behaviors were described for different kinds of stimuli-responsive
hydrogels [26,27]. For example, Qu et al. also observed for chitosan-based hydrogels a longer response
time for shrinking than for swelling in dependence on the pH value. During the swelling process, the
functional groups of the gel surface will first become protonated. The resulting electrostatic repulsions
lead to the swelling of the surface. Due to the swollen gel surface, the stimulus can diffuse more easily
into the gel. During the shrinking process, the functional groups of the gel surface will be deprotonated
at first. As a result, the gel surface deswells at first due to decreasing electrostatic repulsions. The
shrunken gel surface hinders the diffusion of the stimulus into the gel compared to the swelling
process and the gel requires more time for the shrinking process [28]. This effect can also influence the
swelling behavior of the tested ammonia-responsive hydrogel. In addition, prioritized electrostatic
interactions of ammonium and hydroxide ions with the charged groups of the hydrogel may be a
possible explanation for the significantly longer dehydration compared to the hydrogel swelling. Due
to the strong electrostatic forces between the mobile ions and the functional groups in the gel, the
mobile ions diffuse out of the gel much more slowly. Furthermore, the hydrogel based on the acidic
monomer acrylic acid and the basic monomer 2-(dimethylamino)ethyl methacrylate, is amphiphilic.
Similar to pH buffer solutions, which are also amphiphilic, the hydrogel itself can compensate changes
in pH value. As a result, the hydrogel needs a considerably longer time before the pH value in the gel
has been adjusted to the pH value of the surrounding solution.

The hydrogels show almost equal swelling degrees (S ≈ 90%) after a total of five swelling cycles
over 24 h in PBS solutions with 20 mmol/L ammonia. Only the first measurement (S ≈ 82%) deviates
slightly from the further measurements. Before the measurements, all hydrogels were conditioned five
times. By conditioning the hydrogels after synthesis, polymer chains that are too short break and the
polymer chains reorient themselves in the gel. The drift during the swelling process has to be avoided
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by the pre-swelling, whereby the measuring accuracy increases significantly [11,29]. In this case, the
drift indicates that the hydrogel system might need more than five conditioning cycles. However, the
drift is quite small and its value is within the range of the uncertainty of measurement. The experiment
shows that the hydrogels swells and shrinks reproducible, however, the gels require a considerably
longer time for shrinking than for swelling.

3.4. Swelling Kinetics in Ammonia Solutions

Since the swelling kinetics of the hydrogel system seems to be very interesting and can give
important information regarding the response behavior, it has been studied more in detail (Figure 6).
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ammonia, respectively.

For the swelling process, the kinetics in PBS buffer and in an isotonic sodium chloride solution is
nearly the same. In both solvent systems, the hydrogels are completely swollen after 24 h. Also the
swelling degrees of the hydrogels do not differ significantly from each other in PBS buffer and the
isotonic sodium chloride solution. The reduction of the degree of swelling in PBS buffers by a few
percent lies within the limits of the uncertainty of measurement.

However, a considerable difference was found between the different solvent systems for the
shrinking of the hydrogels. As already observed in the reproducibility tests, the hydrogels in PBS
buffers require considerably more time for shrinking than for swelling. Possible explanations were
discussed in Section 3.4. These results confirm the hypothesis assumed in the repeatability study of
the hydrogel swelling. The hydrogels were completely deswollen after 14 days in PBS buffer without
ammonia. Even in isotonic sodium chloride solutions, the hydrogels shrank, however the gels required
more time than in comparison to the PBS buffer. After 14 days in an isotonic sodium chloride solution
without ammonia, the degree of swelling decreases by just 16%. In this case, the pH value of the
salt solution could have an influence on the swelling behavior. An isotonic salt solution is generally
not neutral but more acidic because carbon dioxide in the atmosphere will be solved spontaneously
in the solution. Carbon dioxide reacts in water as an acid [30]. In PBS buffer, the change in pH
value can be compensated by the buffer system. However, in an isotonic sodium chloride solution,
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this is not possible. The acidic pH change can influence the swelling properties of the amphiphilic
poly(AAc-co-DMAEMA) hydrogel [22]. For further investigations, a PBS buffer should therefore be
used preferably.

3.5. Hydrogel-Based Piezoresistive Ammonia Sensors

For the application in sensor technology, it is important to transform the swelling pressure of
ammonia-sensitive hydrogels in a measurable output voltage. Piezoresistive pressure sensors chips,
for example, can be used for this purpose. In a first step, the reproducibility of the hydrogel swelling
in the sensor application was studied (Figure 7).
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between 20 mmol/L and 0 mmol/L.

Hydrogel-based ammonia sensors can swell and deswell repeatedly over several swelling cycles.
The change in the output voltage amounted in all cases to approximately 120 mV. This sensor
measurement verifies the assumed reproducibility of the gel swelling discussed in Section 3.3. Like
the swelling kinetics in Section 3.4, the hydrogel needs also a much shorter time for the swelling
process (complete swelling within ca. 2 h) than for the shrinking of the hydrogel (complete deswelling
within ca. 18 h). However, the response time of the hydrogel sensor is much lower than for free
swelling. For sensor applications, much smaller hydrogel pieces were used compared to the free
swelling experiments. The smaller a hydrogel is, the less time the stimulus needs to diffuse through
the gel. In the case of spherical gels, the time constant for the swelling process decreases quadratically
with the radius of the gel sample [29].

Furthermore, the hydrogel sensor showed a baseline drift during the measurement. Such a drift
of the sensor signal has been observed for sensors based on different hydrogel systems [15,31,32]. The
manual sensor preparation has a significant influence the sensor measurement [31]. Another effect
could be the opposing forces of the bending plate that can compress the soft hydrogel after the swelling
process [15]. As discussed in Section 3.3, an insufficient conditioning of the gels can also lead to a drift
of the sensor signal [11,29]. Nonetheless, since the gels were pre-swollen for in total seven times (five
times outside and twice inside of the sensor), the gels should be sufficiently conditioned. Therefore,
this effect should influence the sensor measurement only marginally.
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As known from the swelling studies in Section 3.2, the hydrogel system swells in solutions with
ammonia concentrations in a range from 1 mmol/L to 20 mmol/L. For this reason, the sensitivity of
the ammonia sensor was tested in that concentration range (Figure 8).Sensors 2019, 19, x  10  of  13 
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DMAEMA) (60 mol% AAc, 40 mol% DMAEMA) hydrogels in a range from 0 mmol/L to 20 mmol/L
ammonia in PBS buffer.

The hydrogel-based sensor is highly sensitive to ammonia concentrations. These results also
confirm the hydrogel swelling results from Section 3.3. Even small concentrations of 1 mmol/L can
be detected easily. The detection limit is thus below 1 mmol/L ammonia. Because of the signal
repeatability, the low detection limit and its high sensitivity, this sensor might be especially interesting
for industrial chemical and biotechnological applications.

4. Prospects for Commercial Sensing Applications

For the application of this sensor concept several decisive factors have to be considered. Although
this principle can only be used for the detection of ammonia in aqueous solutions, this sensor might
be applied in industrial chemical and biotechnological applications. For example, ammonia is used
as refrigerant in cold storage facilities or indoor ice rinks. For monitoring the leakage of water-filled
system parts and tubes, the company JUMO GmbH & Co. KG (Fulda, Germany) manufactures an
ammonia sensor (Type 201040) for aqueous solutions. These sensor can detect dissolved ammonia in
the ppm range [33]. According the German laws, the maximum occupational limit value is 40 ppm [34].
The detection limit of the hydrogel-based sensor is ca. 1 mmol/L, which equals about 18 ppm
ammonia (1 ppm ≈ 1 mg/L [33] ≈ 55 µmol/L ammonia). Therefore, this in-line process-capable
system can potentially be used for monitoring such ammonia limits. Furthermore, ammonia is often a
by-product in biotechnological processes, e.g., in continuous mammalian cell lines for the production
of pharmaceuticals. However, an excessively high ammonia concentration is toxic for the cells. For
monitoring of ammonia in this process, the detection limit for this application has to be around
1 mmol/L [35]. This criterion is fulfilled by the presented hydrogel-based ammonia sensor. For
biomedical applications, ammonia sensors with a detection limit in a range of up to ppb are necessary.
For these applications, this sensor concept cannot be used due to the higher limit of detection.

Most application fields require sensors with a response time of a few minutes or seconds instead
of hours or days [3]. At the moment, this is not possible with the current sensor set-up. However,
response times for these sensors can be reduced significantly. As discussed in Section 3.5, the response



Sensors 2019, 19, 971 11 of 13

time decreases with the size of the gel [29]. Smaller hydrogels in the sensor could further reduce
response times, however, the hydrogel should be large enough to deform the bending plate of the
pressure sensor. Additionally, the response times can also be reduced by using porous hydrogels. The
stimuli can defuse much easier into the gel due to the porous structure, thus reducing the response
time of the sensor. Based on a temperature-sensitive poly(N-isopropylacrylamide), Franke et al. could
reduce the response time t90 from more than 300 min (for non-porous hydrogels) to ca. 10–20 s (for
porous hydrogels) [13].

Furthermore, other cross-sensitivities can influence the measurement. This sensor principle is
based on the indirect measurement of ammonia. As a result, the alkaline pH change due to the reaction
of ammonia with water will be detected. Other bases can influence the sensor measurement. In
addition, polyelectrolytic hydrogels like the tested polymer system swells not only in dependence on
pH value but also in dependence on ionic strength. This phenomenon was shown with comparable
polyelectrolytic hydrogels systems [36–38]. It can therefore be assumed that also this hydrogel system
has a similar swelling behavior as a function to the ionic strength. For practical applications, it is
necessary to separate the response to ionic strength from the response to pH. This can be achieved
easily with an additional sensor using a neutral hydrogel [38]. For example, neutral polyacrylamide
gels swell in dependence on the ionic strength [39] due to the change in osmotic pressure. However,
these gels do not swell over a large pH range [40]. This separation should allow a reliable detection of
the ammonia concentration.

5. Conclusions

Hydrogels have great application potential in sensing technology. Due to chemical modifications,
new kinds of stimuli-sensitive hydrogels can be synthesized suitable for the measurement of the
concentration of particular chemical species. The resulting swelling pressure can be sensed with
piezoresistive pressure sensors. In this article, a new kind of ammonia-sensitive hydrogel was
presented. Since ammonia reacts in water as a base, the ammonia concentration can be determined
by using pH-sensitive hydrogels based on acrylic acid and 2-(dimethylamino)ethyl methacrylate.
It was shown that this hydrogel system swells with a high sensitivity depending on the ammonia
concentration. The swelling of the gel can be reproduced several times, allowing multiple use of this
type of sensor. Furthermore, we were capable of proving the working principle of hydrogel-based
ammonia-sensitive pressure sensors and could show that the results of the free-swelling experiments
agree well with the sensor measurements.

Author Contributions: Conceptualization, J.E., M.G. and G.G.; investigation, J.E.; writing—original draft
preparation, J.E.; writing—review and editing, J.E., M.G. and G.G.; visualization, J.E.; supervision, M.G. and G.G.

Funding: This research was funded by the German Research Foundation (Deutsche Forschungsgemeinschaft,
DFG) within the Research Training Group “Hydrogel-based microsystems” (DFG-GRK 1865).

Acknowledgments: The authors would like to acknowledge Ulrike Lehmann for bonding of the used hydrogel-based
ammonia sensors.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Milton, R.D.; Cai, R.; Abdellaoui, S.; Leech, D.; Dellacey, A.L.; Pita, M.; Minteer, S.D. Bioelectrochemical
Haber-Bosch Process: An Ammonia-Producing H2/N2 Fuel Cell. Angew. Chem. Int. Ed. 2017, 56, 2680–2683.
[CrossRef] [PubMed]

2. Schlögl, R. Katalytische Ammoniaksynthese – eine “unendliche Geschichte”? Angew. Chem. 2003, 115,
2050–2055. [CrossRef]

3. Timmer, B.; Olthuis, W.; van den Berg, A. Ammonia sensors and their applications—A review. Sens. Actuators
B Chem. 2005, 107, 666–677. [CrossRef]

http://dx.doi.org/10.1002/anie.201612500
http://www.ncbi.nlm.nih.gov/pubmed/28156040
http://dx.doi.org/10.1002/ange.200301553
http://dx.doi.org/10.1016/j.snb.2004.11.054


Sensors 2019, 19, 971 12 of 13

4. Erisman, J.W.; Otjes, R.; Hensen, A.; Jongejan, P.; van den Bulk, P.; Khlystov, A.; Möls, H.; Slanina, S.
Instrument development and application in studies and monitoring of ambient ammonia. Atmos. Environ.
2001, 35, 1913–1922. [CrossRef]

5. Durbin, T.D.; Wilson, R.D.; Norbeck, J.M.; Miller, J.W.; Huai, T.; Rhee, S.H. Estimates of the emission rates of
ammonia from light-duty vehicles using standard chassis dynamometer test cycles. Atmos. Environ. 2002, 36,
1475–1482. [CrossRef]

6. Kearney, D.J.; Hubbard, T.; Putnam, D. Breath Ammonia Measurement in Helicobacter pylori Infection. Dig.
Dis. Sci. 2002, 47, 2523–2530. [CrossRef] [PubMed]

7. Narasimhan, L.R.; Goodman, W.; Patel, C.K.N. Correlation of breath ammonia with blood urea nitrogen and
creatinine during hemodialysis. Proc. Natl. Acad. Sci. USA 2001, 98, 4617–4621. [CrossRef] [PubMed]

8. Verordnung über die Qualität von Wasser für den menschlichen Gebrauch (Trinkwasserverordnung—
TrinkwV 2001). Available online: https://www.gesetze-im-internet.de/trinkwv_2001/TrinkwV_2001.pdf
(accessed on 6 June 2018).

9. Çaglar, P.; Narayanaswamy, R. Ammonia-sensitive fibre optic probe utilising an immobilised
spectrophotometric indicator. Analyst 1987, 112, 1285–1288. [CrossRef]

10. Guenther, M.; Wallmersperger, T.; Gerlach, G. Piezoresistive Chemical Sensors Based on Functionalized
Hydrogels. Chemosensors 2014, 2, 145–170. [CrossRef]

11. Guenther, M.; Gerlach, G. Hydrogels for Chemical Sensors. In Hydrogel Sensors and Actuators: Engineering
and Technology; Gerlach, G., Arndt, K.-F., Eds.; Springer: Berlin/Heidelberg, Germany, 2010; pp. 165–195,
ISBN 978-3-540-75645-3.

12. Trinh, Q.T.; Gerlach, G.; Sorber, J.; Arndt, K.-F. Hydrogel-based piezoresistive pH sensors: Design, simulation
and output characteristics. Sens. Actuators B Chem. 2006, 117, 17–26. [CrossRef]

13. Franke, D.; Binder, S.; Gerlach, G. Performance of Fast-Responsive, Porous Crosslinked
Poly(N-Isopropylacrylamide) in a Piezoresistive Microsensor. IEEE Sens. Lett. 2017, 1. [CrossRef]

14. Schmidt, U.; Jorsch, C.; Guenther, M.; Gerlach, G. Biochemical piezoresistive sensors based on hydrogels for
biotechnology and medical applications. J. Sens. Sens. Syst. 2016, 5, 409–417. [CrossRef]

15. Erfkamp, J.; Guenther, M.; Gerlach, G. Hydrogel-based piezoresistive sensor for the detection of ethanol.
J. Sens. Sens. Syst. 2018, 7, 219–226. [CrossRef]

16. Yin, M.-J.; Yao, M.; Gao, S.; Zhang, A.P.; Tam, H.-Y.; Wai, P.-K.A. Rapid 3D Patterning of Poly(acrylic acid)
Ionic Hydrogel for Miniature pH Sensors. Adv. Mater. 2016, 28, 1394–1399. [CrossRef] [PubMed]

17. Liu, D.; Liu, H.; Hu, N. pH-, Sugar-, and Temperature-Sensitive Electrochemical Switch Amplified by
Enzymatic Reaction and Controlled by Logic Gates Based on Semi-Interpenetrating Polymer Networks.
J. Phys. Chem. B 2012, 116, 1700–1708. [CrossRef] [PubMed]

18. Sorber, J.; Steiner, G.; Schulz, V.; Guenther, M.; Gerlach, G.; Salzer, R.; Arndt, K.-F. Hydrogel-Based
Piezoresistive pH Sensors: Investigations Using FT-IR Attenuated Total Reflection Spectroscopic Imaging.
Anal. Chem. 2008, 80, 2957–2962. [CrossRef] [PubMed]

19. Sheppard, N.F., Jr.; Lesho, M.J.; McNally, P.; Shaun Francomacaro, A. Microfabricated conductimetric pH
sensor. Sens. Actuators B Chem. 1995, 28, 95–102. [CrossRef]

20. Lin, G.; Chang, S.; Kuo, C.-H.; Magda, J.; Solzbacher, F. Free swelling and confined smart hydrogels for
applications in chemomechanical sensors for physiological monitoring. Sens. Actuators B Chem. 2009, 136,
186–195. [CrossRef] [PubMed]

21. Kroh, C.; Wuchrer, R.; Günther, M.; Härtling, T.; Gerlach, G. Evaluation of the pH-sensitive swelling of a
hydrogel by means of a plasmonic sensor substrate. J. Sens. Sens. Syst. 2018, 7, 51–55. [CrossRef]

22. Zhai, M.; Chen, Y.; Yi, M.; Ha, H. Swelling behaviour of a new kind of polyampholyte hydrogel composed of
dimethylaminoethyl methacrylate and acrylic acid. Polym. Int. 2004, 53, 33–36. [CrossRef]

23. Turan, E.; Çaykara, T. Swelling and network parameters of pH-sensitive poly(acrylamide-co-acrylic acid)
hydrogels. J. Appl. Polym. Sci. 2007, 106, 2000–2007. [CrossRef]

24. Park, H.; Robinson, J.R. Mechanisms of Mucoadhesion of Poly(acrylic Acid) Hydrogels. Pharm. Res. 1987, 4,
457–464. [CrossRef] [PubMed]

25. Ricka, J.; Tanaka, T. Swelling of ionic gels: Quantitative performance of the Donnan theory. Macromolecules
1984, 17, 2916–2921. [CrossRef]

26. Zhang, Y.; Wu, F.; Li, M.; Wang, E. pH switching on-off semi-IPN hydrogel based on cross-linked
poly(acrylamide-co-acrylic acid) and linear polyallyamine. Polymer 2005, 46, 7695–7700. [CrossRef]

http://dx.doi.org/10.1016/S1352-2310(00)00544-6
http://dx.doi.org/10.1016/S1352-2310(01)00583-0
http://dx.doi.org/10.1023/A:1020568227868
http://www.ncbi.nlm.nih.gov/pubmed/12452390
http://dx.doi.org/10.1073/pnas.071057598
http://www.ncbi.nlm.nih.gov/pubmed/11296293
https://www.gesetze-im-internet.de/trinkwv_2001/TrinkwV_2001.pdf
http://dx.doi.org/10.1039/AN9871201285
http://dx.doi.org/10.3390/chemosensors2020145
http://dx.doi.org/10.1016/j.snb.2005.10.041
http://dx.doi.org/10.1109/LSENS.2017.2773626
http://dx.doi.org/10.5194/jsss-5-409-2016
http://dx.doi.org/10.5194/jsss-7-219-2018
http://dx.doi.org/10.1002/adma.201504021
http://www.ncbi.nlm.nih.gov/pubmed/26643765
http://dx.doi.org/10.1021/jp209788g
http://www.ncbi.nlm.nih.gov/pubmed/22239642
http://dx.doi.org/10.1021/ac702598n
http://www.ncbi.nlm.nih.gov/pubmed/18303919
http://dx.doi.org/10.1016/0925-4005(94)01542-P
http://dx.doi.org/10.1016/j.snb.2008.11.001
http://www.ncbi.nlm.nih.gov/pubmed/20130753
http://dx.doi.org/10.5194/jsss-7-51-2018
http://dx.doi.org/10.1002/pi.1413
http://dx.doi.org/10.1002/app.26848
http://dx.doi.org/10.1023/A:1016467219657
http://www.ncbi.nlm.nih.gov/pubmed/3508557
http://dx.doi.org/10.1021/ma00142a081
http://dx.doi.org/10.1016/j.polymer.2005.05.121


Sensors 2019, 19, 971 13 of 13

27. Pourjavadi, A.; Samadi, M.; Ghasemzadeh, H. Fast-swelling Superabsorbent Hydrogels from Poly(2-hydroxy
ethyl acrylate-co-sodium acrylate) Grafted on Starch. Starch Stärke 2008, 60, 79–86. [CrossRef]

28. Qu, X.; Wirsén, A.; Albertsson, A.-C. Novel pH-sensitive chitosan hydrogels: Swelling behavior and states of
water. Polymer 2000, 41, 4589–4598. [CrossRef]

29. Richter, A.; Paschew, G.; Klatt, S.; Lienig, J.; Arndt, K.-F.; Adler, H.-J. Review on Hydrogel-based pH Sensors
and Microsensors. Sensors 2008, 8, 561–581. [CrossRef] [PubMed]

30. Reddi, B.A. Why Is Saline So Acidic (and Does It Really Matter?). Int. J. Med. Sci. 2013, 10, 747–750.
[CrossRef] [PubMed]

31. Orthner, M.P.; Lin, G.; Avula, M.; Buetefisch, S.; Magda, J.; Rieth, L.W.; Solzbacher, F. Hydrogel based sensor
arrays (2 × 2) with perforated piezoresistive diaphragms for metabolic monitoring (in vitro). Sens. Actuators
B Chem. 2010, 145, 807–816. [CrossRef] [PubMed]

32. Deng, K.; Gerlach, G.; Guenther, M. Force-compensated hydrogel-based pH sensor. Proc. SPIE 2015, 943112.
[CrossRef]

33. JUMO GmbH & Co. KG—Operating Manual for Ammonia-Sensitive Sensor for Measuring Ammonia
in Aqueous Solutions (Type 201040). Available online: https://www.jumo.de/products/liquid-analysis/
ammonia/sensor/201040/ammonia-sensitive-sensor-201040.html (accessed on 22 January 2019).

34. Technische Regeln für Gefahrstoffe—Arbeitsplatzgrenzwerte (TRGS 900). Available online: https://www.
baua.de/DE/Angebote/Rechtstexte-und-Technische-Regeln/Regelwerk/TRGS/pdf/TRGS-900.pdf
(accessed on 22 January 2019).

35. Maierhofer, M.; Borisov, S.M.; Mayr, T. Optical Ammonia Sensor for Continuous Bioprocess Monitoring.
Proceedings 2018, 2, 1041. [CrossRef]

36. Zhao, Y.; Su, H.; Fang, L.; Tan, T. Superabsorbent hydrogels from poly(aspartic acid) with salt-, temperature-
and pH-responsiveness properties. Polymer 2005, 46, 5368–5376. [CrossRef]

37. Atta, A.M. Swelling behaviors of polyelectrolyte hydrogels containing sulfonate groups. Polym. Adv. Technol.
2002, 13, 567–576. [CrossRef]

38. Schulz, V.; Gerlach, G.; Günther, M.; Magda, J.J.; Solzbacher, F. Piezoresistive pH Microsensors Based on
Stimuli-Sensitive Polyelectrolyte Hydrogels. Tm-Tech. Mess. Plattf. Für Methoden Syst. Anwend. Messtech.
2010, 77, 179. [CrossRef]

39. Sivanantham, M.; Tata, B.V.R. Swelling/deswelling of polyacrylamide gels in aqueous NaCl solution: Light
scattering and macroscopic swelling study. Pramana 2012, 79, 457–469. [CrossRef]

40. Nesrinne, S.; Djamel, A. Synthesis, characterization and rheological behavior of pH sensitive
poly(acrylamide-co-acrylic acid) hydrogels. Arab. J. Chem. 2017, 10, 539–547. [CrossRef]

© 2019 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

http://dx.doi.org/10.1002/star.200700666
http://dx.doi.org/10.1016/S0032-3861(99)00685-0
http://dx.doi.org/10.3390/s8010561
http://www.ncbi.nlm.nih.gov/pubmed/27879722
http://dx.doi.org/10.7150/ijms.5868
http://www.ncbi.nlm.nih.gov/pubmed/23630439
http://dx.doi.org/10.1016/j.snb.2010.01.063
http://www.ncbi.nlm.nih.gov/pubmed/23750073
http://dx.doi.org/10.1117/12.2084171
https://www.jumo.de/products/liquid-analysis/ammonia/sensor/201040/ammonia-sensitive-sensor-201040.html
https://www.jumo.de/products/liquid-analysis/ammonia/sensor/201040/ammonia-sensitive-sensor-201040.html
https://www.baua.de/DE/Angebote/Rechtstexte-und-Technische-Regeln/Regelwerk/TRGS/pdf/TRGS-900.pdf
https://www.baua.de/DE/Angebote/Rechtstexte-und-Technische-Regeln/Regelwerk/TRGS/pdf/TRGS-900.pdf
http://dx.doi.org/10.3390/proceedings2131041
http://dx.doi.org/10.1016/j.polymer.2005.04.015
http://dx.doi.org/10.1002/pat.226
http://dx.doi.org/10.1524/teme.2010.0045
http://dx.doi.org/10.1007/s12043-012-0325-2
http://dx.doi.org/10.1016/j.arabjc.2013.11.027
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Synthesis of pH-Sensitive Poly Acrylic Acid-co-Dimethylaminoethyl Methacrylate Hydrogels 
	Swelling Studies at Different pH Values 
	Swelling Studies at Different Ammonia Concentrations 
	Repeatability of Hydrogel Swelling in Ammonia Solutions 
	Swelling Kinetics in Ammonia Solutions 
	Hydrogel-Based Piezoresistive Ammonia Sensor 

	Results and Discussion 
	Swelling Studies at Different pH Values 
	Swelling Studies at Different Ammonia Concentrations 
	Repeatability of Hydrogel Swelling in Ammonia Solutions 
	Swelling Kinetics in Ammonia Solutions 
	Hydrogel-Based Piezoresistive Ammonia Sensors 

	Prospects for Commercial Sensing Applications 
	Conclusions 
	References

