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Abstract: Nowadays, innovation in food technologies is fundamental and consumers are increasingly
aware and demanding. To create a final product that is more and more appealing, health and safety
guidelines are pushing towards new challenges. It is precisely due to the high quality required by
the producers that the aim discussed in this project has been conceived. Until today, the controls on
the entire production line have been slowed down by the limitations of the technologies involved,
including the high cost of instrumentation for microbiological analysis, the need for qualified person-
nel to carry them out, the long execution times and the invasiveness of the techniques themselves.
This project has, therefore, proposed a user-friendly solution that is minimally invasive, fast and
at a lower cost. This system makes use of classical microbiological analysis and, in parallel, use
of an innovative electronic-nose small sensor system (S3+), which can be trained to recognize the
volatile fingerprint of a specific product and customized for a specific use. The aim of this project
was to develop a system that is able to detect the mold contamination on fruit and vegetable jams
and marmalades, using a new kind of innovative metal semiconductor gas sensor (MOS) device.
The application of this technology has, therefore, made it possible to classify various samples of
uncontaminated and contaminated fruit and vegetable preparations. Thanks to the classification
implemented by a data-driven algorithm, it has been possible to build an anomaly detector that is
able to recognize the occurrence of possible contamination, thus acting as an early alert system in the
food chain. All this will occur in less than 1 min once the system is trained, in contrast with classical
microbiological or chemical techniques that normally require longer timeframes to obtain a result
and involve the use of reagents, increasing the costs.

Keywords: MOS sensor; molds; jams; artificial intelligence; anomaly detection

1. Introduction

Vegetable and fruit jams are products characterized by widespread use. Marmalades
and jams are a mixture of fruits (or vegetables), which, through appropriate cooking, are
brought to have a gelled consistency. In general, jellies, jams and preserves are produced
by crushing fruits (or vegetables) and straining juices to make a product with a spread-like
consistency. This type of food has such deep roots because its invention made it possible to
preserve a very wide range of products for long periods [1].

Its origins have distant roots in time, dating back to ancient Rome, where it was
necessary to be able to preserve fruit, harvested in season, so that it could be enjoyed
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during times when there was none. This technique has made it possible to preserve fruits
and vegetables since ancient times, even to those who lived far from the area of cultivation.
In addition to the versatility of these types of products, the sweetness and the flavor have
made them the preference of many consumers [2]. As a matter of fact, jams are consumed
all over the world, especially in Europe and North America, by people of all ages on a
daily basis.

The fruit and vegetable jam market is projected to register a CAGR (compounded
average growth rate) of 4.90% during the forecast period 2022–2027, experiencing increasing
demand worldwide [3]. Although the method for obtaining this product has changed very
little over the years, the desire for novelty on the part of consumers has pushed and further
expanded the market share. Another trend that is pushing and guiding the market for
consumers and producers of this product is certainly that of the reduction or replacement
of traditional sugars. However, reducing ingredients such as sugars or stabilizers in favor
of more natural and less artificial products has brought the problem of possible microbial
contamination to the surface. In fact, by making the product more natural, more favorable
environments are created for the growth of any contamination. This is one of the reasons
for this study.

With regard to the Italian market, the demand is quite large given that Italy is the
second-largest fruit producing country in Europe [4]. Consequently, Italian export of
jams is quite dynamic, with exports estimated at several million dollars, allowing it to be
considered one of the greater exporters of jams and marmalades.

Currently, jam production is a highly controlled process, following a few basic steps
described in Figure 1 [5], which make the product safe and appealing to the consumer [6].
All steps are finely regulated by HACCP according to European and Italian guidelines, and
all the products must comply with specific rules of hygiene and treatment [5,6]. Generally,
these products are subjected to a large number of quality control and sterility techniques
during their production. All these measures are implemented during the production line to
ensure a product that is not only safe, but that is appreciated by the consumer.

The non-conformities of the jams and marmalades can be divided into three macro
categories of causes:

• Physical agents.
• Chemical agents.
• Microbiological contamination.

The non-conformity given by microbiological contamination is probably the main
problem for jam industries. As a matter of fact, it would cause a visual alteration of
the product and change the taste and smell. All the non-conformities would make it
unappreciated and, in some cases, unhealthy for the consumer. Consequently, it is necessary
to put in prevention measures in order to prevent a product from being contaminated by
exogenous agents. A solution would be to adapt different techniques for the specific
problem. In fact, there are three main categories of biological agents: bacteria, yeasts and
molds. Due to the intrinsic parameters of jams, a marmalade is more susceptible to be
colonized by molds. These are filamentous fungi in the form of intertwined masses, called
mycelium, which are highly dispersive structures due to their capacity to easily break in
little fragments, and are a risk for secondary contamination. The main fungal species of
plant, vegetables or food products are [7]:

• Fusarium spp., plant pathogenic species that causes rot in potatoes, onions and
tomatoes [8].

• Alternaria spp., brown mycelium responsible for the deterioration of different food
products [9].

• Botrytis spp., mold that causes gray/black rot in fruit during the harvest. Among all,
the most common species is B. cinerea, which produces alterations in apples, pears,
raspberries, strawberries, grapes, blueberries, citrus fruits and some stone fruits [10].

• Penicillium spp., which can cause rotting and alterations in plants [11].
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• Aspergillus spp., mycelia that are typically widespread in nature and typically found
on plants. Some species may produce aflatoxins and toxic compounds [12].

• Rhizopus spp., mycelia that grow on fruits and vegetables, altering many foods. They
are by far the most present species in food products, giving rise to rotten apples, pears,
fruit with hazel, figs, grapes and many others [13].

• Mucor spp., gray/white mycelium that abounds in plant products [14].
• Cladosporium spp., which may cause limited rot in stone fruit. The most common

species in fruits and vegetables, in general, are C. herbarum and C. cladosporioides [15].
• Trichothecium spp., of which, T. roseum is the most important, producing the pink

rottenness of the fruit which may also contain mycotoxins [16].
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Figure 1. Jams and marmalades flow chart.

The aim of this project was to develop a system that is able to detect the mold con-
tamination on fruit and vegetable jams and marmalades. In this study, the focus was on
microbiological contamination. As a matter of fact, the principal goal was to preserve
the chemical, physical, organoleptic and nutritional characteristics of fruit and vegetables,
ensuring safety at every stage of the process and also allowing for the identification of
any sources of microbial contamination. The classic methods of microbiological analysis
would be utilized in parallel with the new technology developed by Nano Sensor System
S.r.l. (NASYS) (Nano Sensor Systems, NASYS Spin-Off University of Brescia, 25125 Brescia,
Italy): the nano-sensor device with metal oxides (MOS) S3+, a technique based on the anal-
ysis of the volatile fingerprint of the matrix, particularly appreciated for its high sensitivity,
quick responses and low costs [17]. MOS sensors are conductometric gas sensors, also
named chemiresistors, based on semiconducting metal oxides, whose electrical properties
are modulated by redox interactions with adsorbing gaseous molecules. Over the past
50 years, thousands of results have been reported on the characteristics and performance of
conductometric sensors based on various semiconductive metal oxides. For this purpose,
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tin dioxide, the most widely used material for gas detection, was chosen. In order to have
SnO2 sensors with great stability, even for long periods of use, the crystallite size has been
reduced in the last 20 years to achieve a significant increase in sensor performance.

In this article, the sensors, the technique and how the samples were prepared and
analyzed will first be explained. Then, there will be an overview of the results obtained
through statistical analysis. Lastly, artificial intelligence (AI) model code to recognize mold
contamination will be shown.

2. Materials and Methods
2.1. Sample Preparation

In order to broaden the spectrum of recognition of mold contamination by the sensor
device S3, two different classes of sample were analyzed. Firstly, the uncontaminated
jam samples of different kinds of fruit jams were analyzed. Secondly, the same samples
were artificially contaminated in a controlled environment in order to train the sensors
to recognize the contamination with respect to the safe sample. The first phase for the
implementation of the contamination was to prepare a stock solution of spores. Previously
isolated endogenous mold was grown in Rose Bengal Agar Base until it reached confluency,
at which point, to promote the sporulation, the Petri dishes were placed in an incubator
at 50 ◦C in order to fully exsiccate the content of the Petri dishes. In sterile conditions, a
section of the exsiccated media was placed in a 9 mL sterile physiological solution and
vortexed vigorously to promote the dispersion of the spores in the solution. Afterward,
different serial dilutions were performed to reach a final concentration of 350 CFU/g of jam.

2.2. Small Sensor System (S3)
2.2.1. Analysis Instrument

During this project, different types of sensors were tested in terms of response time,
stability and reproducibility. All the tested sensors were independently produced by the
NASYS Sensor Laboratory.

At first, the trials were performed using the following sensors:

• Rheotaxial Growth Thermal Oxidation (RGTO): the RGTO technique allows the user
to obtain a specific rough surface and this is an advantage as it provides a high
surface-to-volume ratio and reactivity with gaseous species.

• Nanowires: this technique assures optimal crystalline quality and a very high length-
to-width ratio, which promotes great sensitivity as well as long-term material stability
for prolonged operation.

Despite some good results [18], neither of these two techniques assured reproducibility
and scalability over time for this specific application. As a consequence, new kinds of
MOS sensors were used to carry out the analysis. These ones were projected, produced
and tailored by NASYS specialists on this specific application. These sensors were created
using a screen-printing machine. In this technique, metal oxide pastes are prepared with
nanosized powder for the sensing elements, as well as for the heaters and electrodes. The
powders are primarily composed of SnO2, with the inclusion of different proportions of
catalysts or dopants. Consequently, the powders are deposited on the substrate with the
serigraphic technique via a screen-printing machine, then dried and fired.

The tailored sensor was obtained after deep training and trials on the specific matrix. In
order to obtain the best response and to analyze the biggest concentration of the volatilome’s
products, different kinds of sensing layers were included on the final array. The differences
between these were obtained, focusing particularly on three parameters:

1. Types of materials;
2. Ranging of the sensor doping;
3. Temperature of the firing (from 600 ◦C to 750 ◦C).

Given that we have found that three sensors are sufficient to have excellent results
for numerous applications, a sensor array with three sensing layers on a single fused
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quartz substrate was designed and then made. This triple sensor had the conductive tracks
between the sensing layers in Pt thick films, as well as the heater placed in the back of
the device. Both the tracks and the sensors were made with the precision screen-printing
technique. Finally, the most suitable array of sensors was discovered. Two different triple
sensors were projected in order to maintain the six most performant sensors that had
been developed.

Triple sensor 1 working temperature 500 ◦C:

• Sensor 1→ SnO2-Pd fired at 700 ◦C;
• Sensor 2→ SnO2 fired at 700 ◦C;
• Sensor 3→ SnO2-Au fired at 700 ◦C.

Triple sensor 2 working temperature 400 ◦C:

• Sensor 1→ SnO2-Pd fired at 650 ◦C;
• Sensor 2→ SnO2 fired at 650 ◦C;
• Sensor 3→ SnO2-Au fired at 650 ◦C.

SEM pictures of these two differently fired sensors are shown in Figure 2.
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Figure 2. SEM analysis. On top: SEM images about SnO2-Pd fired at 650◦C. Below: SEM images
about SnO2-Pd fired at 700 ◦C.

As it is generally known [19], the temperature of firing and the working temperature of
gas sensors are two fundamental parameters that can strongly impact the response and the
reaction to the VOCs. After that, the final analysis to build the dataset started. To obtain data
from contaminated products, laboratory tests on forced contaminated samples were carried
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out. Specifically, it was decided to monitor the evolution of the contamination. Therefore, an
analysis of the safe jam product was performed. Subsequently, an analysis of the evolution
of the contamination up to a maximum of 5 days was performed. This was repeated for each
flavor. The analysis was carried out with the so-called S3+ device (Figure 3), an acronym
for small sensor systems. This tool is produced by Nano Sensor Systems S.r.l. (Reggio
Emilia, Italy, www.nasys.it (accessed on 18 February 2022)). This S3+ device represents an
innovative electronic nose equipped with the described MOS sensors. The system allows
the user to collect and analyze the data acquired in the Cloud, making S3+ an IoT device
for the management and control of signals. The sensing mechanism involves a change
in electrical resistance caused by the adsorption of gases on the semiconductor surface,
which strongly depends on the stoichiometry and the presence of surface catalysts [20].
Furthermore, the sensing properties are influenced by microstructural characteristics, such
as the grain size of the semiconductor particles, the geometry and the connectivity between
the particles [21].
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Figure 3. Small sensory systems—S3+.

This kind of technology has already been used with considerable success in other
previous projects in the field of quality control and food technology [22,23]. The S3+ is an
IoT device which enables the collection of data in the cloud and creates storage. The dataset
formed is able to be analyzed with different statistical techniques [24]. S3+ is composed of
three essential parts:

1. The sensor chamber, which contains the array of sensors studied for the specific
application. The chamber is separated from the environment, in order to prevent any
possibility of noise coming from the outside space, except for an inlet and an outlet
path for the passage of volatile compounds. At the same time, it was decided to add
other types of sensors to control several parameters during the analysis that could
influence the final response. These are the temperature, humidity and flow sensor.

2. The fluid dynamic system is formed by a pump (Knf, model: NMP05B), polyurethane
tubes, an electro valve and a metal cylinder, which contains activated carbon. The
activated carbon is fundamental in order to filter any type of odor in the environment
that may alter the final response.

3. The electronic board transduces the chemical signal (VOCs) to the electrical signal (Ω).
It also controls the conditioning and the maintenance of the selected temperature of
the sensors, which is an important parameter for the detection of volatile compounds,
and the other sensors implemented on the system. At the end, the system will
automatically send the data to the dedicated Web app on the Microsoft Azure platform.

www.nasys.it
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2.2.2. Analysis Conditions

Figure 4 shows the complete flowsheet. The reactions between the oxygen species
adsorbed on the surface of the sensor and the molecules that pass by lead to the varia-
tion in the concentration of charge carriers in the sensing material, affecting its electrical
conductance [25,26].
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Figure 4. Flow sheet sensor analysis.

After several different setup attempts, it was noticed that the best performance, in
terms of reproducibility and standardization, would have been obtained collecting the
gas sample from a unique conditioned sample. Specifically, this setup, shown in Figure 5,
involves the connection of the sensor system to a single sterile jar placed in a thermostatic
bath at 35 ◦C with 60 g of jam inside, equipped with gas-tight inputs. In this way, there
were two main phases during the analysis, repeated 10 times for all sample analyzed, to
obtain 10 replicates each:

1. Withdrawal of air filtered through activated carbon, parallelly conditioning of the
sample at 35 ◦C to promote the volatile compounds concentration in the headspace

2. Volatilome sampling.
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35 ◦C with 60 g of jam inside (C), equipped with gas-tight inputs.

As a matter of fact, this system would allow researchers to obtain a response in terms of
contamination with the following advantages with respect to traditional
microbiological methods.

• Low costs;
• Far less time-consuming;
• Accuracy;
• Not need to train a specialist.

Indeed, as well known [27], microbiological methods require a significant amount of
trained manual labor, are time-consuming and require huge investments in terms of costs
of materials.

In order to create the correct model, further measurements and analysis were per-
formed, obtaining the aromatic profiles of several products tested. The different fruit and
vegetable jam recipes analyzed were: orange, asparagus, strawberry, mango, maracuja,
blackberry, cranberry and currant.

2.2.3. S3+ Data Processing and Analysis

The data signals collected by different sensor arrays must be preprocessed before they are
interpreted. Common signal preprocessing methods include baseline processing, normalization
and feature extraction and selection. The preprocessing step is mandatory given that the e-
nose device collects the sensor’s raw response, which is influenced by many factors, such
as pumping system effectiveness, noise, temperature, humidity and odor retention after
the cleaning procedure [28]. Therefore, raw signals were first preprocessed using baseline
normalization with respect to R0, i.e., the initial resistance value, in order to set the beginning
of the signal to the same value, e.g., zero. Moreover, to analyze the data, a Savitzky–Golay filter
was applied for the purpose of reducing the noise and smoothing the data to obtain a more
precise signal without distorting its tendency. Then, a different set of features was computed
to compress the data dimension. The minimum value of each signal is extracted and used
as a discriminative feature between the two examined classes: untainted and contaminated.
Principal component analysis (PCA) and radar charts have been employed to visualize results
of the previous step.

Finally, in order to compute a reference model for each class, the median curve between all
replicas of each class was computed, as well as the average standard deviation. The generated
model is useful to identify and detect observations that deviate in a significant way from the
majority of collected data; in other words, to detect anomalies, which, in this application, refers
to product contamination.
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3. Results and Discussion
3.1. Visualization of Data Collected

The expression “anomaly detection” refers to the identification of rare events that deviate
significantly from the majority of the data. In this context, the term “anomaly” refers to the
degree of contamination of the product. By analyzing the responses of the sensors for both the
uncontaminated product and the contaminated product, it was possible to design a data-driven
algorithm. The profile was obtained by suitably filtering the signals coming from the sensors
and finding the median vector [29], thus obtaining a reference trend for the family of signals
recorded by each sensor.

It was, therefore, possible to calculate how much a new measurement deviated from the
respective trend and to report the anomaly, i.e., a possible case of product contamination. As
for the measurements carried out in the laboratory, there were signals indicating the possible
correlation between the contamination and the average change in resistance recorded by the
sensors. Figure 6A shows some trends that report the first measurements acquired, divided by
taste and integrated with the PCA (principal component analysis) shown in Figure 6B. PC1
is the component with a larger load, reaching the values of 96.2%. The sum of the explained
variance of PC1 and PC2 is 99.3%, so the two principal components selected for the visualization
are able to explain the variation in the data.
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It is already possible to note that the application of sensors allows for the detection of
discrimination from the first day of contamination.

The graphs shown in Figure 6 describe the analysis of a raspberry jam sample. Three
different time points were monitored from this taste:

• T0-> Sample without forced contamination;
• T1-> First day after forced contamination;
• T2-> Second day after forced contamination,

Graph “Figure 6A” shows the sensors’ responses. Graph “Figure 6B” shows the PCA
calculated from the measurements taken from the sensors. Each point corresponds to a
different measurement, and the three colors correspond to the days when the measurements
were taken. As it is possible to see, the hyperplane shows three different clusters.

The discrimination has been possible thanks to the evolution of the volatilome of the
product during the period considered. As a matter of fact, mold metabolism and growth
promote the release of different VOCs in different concentrations [30]. This assures an
evolution of the entire volatile fingerprint between the safe product and the contaminated
product. The results were confirmed by classical microbiological counts on PCA media,
obtaining total counts of 7 CFU/g at T0, 23 CFU/g at T1 and 31 CFU/g at T2.

The degree of separation between contaminated and uncontaminated products is
not always marked and evident in the first days of contamination, and it is also depen-
dent on the specific ingredients of the product. For instance, a product containing ginger
(Figure 6) will have a lower degree of contamination than another in the same time period
due to the strong antimicrobial action it exerts [31]. The results were confirmed by clas-
sical microbiological counts on PCA media, obtaining total counts of 7 CFU/g at T0 and
10 CFU/g at T2.

Indeed, as it is shown in Figure 7A,B, the T0 and T2 clusters from the lemon–ginger
jam sample are less discriminated. This is because the antimicrobial action can coincide
with the mold growth [32]. As a consequence, the release of VOCs metabolism is opposed
and the evolution of the volatile fingerprint is far lower [33].

3.2. Contamination Detection through Designed Model

The graphs shown in Figure 8 illustrate the contribution of the sensors in determining
the degree of contamination of the product. The blue line indicates the aromatic profile of
the uncontaminated product, while the orange line shows the profile of the contaminated
product. Based on the above data, it is possible to affirm that as the degree of contamination
increases, the distance between the two profiles increases. As a premise, each type of
compound, in the same time frame, seems to respond differently to contamination. To
detect possible contamination, the designed model-based algorithm requires the setting
of a threshold value typical of each product, beyond which an anomaly can be reported.
The thresholds are measured over the distance between the uncontaminated flavor pro-
file and the contaminated one. Set the class S as the standard class, which includes the
measurements of the uncontaminated product, and class A as the anomaly class, that of
the contaminated product. In order to determine thresholds, readings of the sensors for
each class are extracted and the minimum values are computed, then the median of the
minima are evaluated for each class. The difference between the medians is taken as the
threshold for incoming measures. The designed algorithm takes as input the time series of
new measurements performed, each composed of six sensor readings, and gives in output
a Boolean variable “is anomaly”. It is True if the time series is anomalous with respect to
the standard class, otherwise it is False. The decision process is given in this code:

FUN Contamination_Detection (new_signals, thresholds):
FOR EACH Sensor:
Condition <- minimum(Sensor) < corresponding_threshold
IF Condition:
INCREMENT counter
// voting
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IF counter >= 3:
is_anomaly <- True
RETURN is_anomaly
This algorithm detects anomalies in incoming data by comparing sensor readings

to thresholds and voting. The use of this algorithm and the use of the predefined set of
threshold values also opens the possibility of evaluating the quality of a given product,
allowing timely intervention if anomalies occur.
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4. Conclusions

Overall, it was possible to build a data-driven algorithm able to discriminate the
samples according to their changeable contamination over time. This was possible thanks
to a new type of chemical semiconductor oxide (MOX) gas sensor tailored by NASYS
specialists on this specific application and on these specific matrices. The device used
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for the analysis is called a small sensor system, or S3+, an electronic nose developed by
Nano Sensor Systems S.r.l,. In order to obtain this, several trials were undertaken to find
the most suitable array of sensors able to detect the majority of the volatile fingerprint
of jam samples. Consequently, a huge and deep data analysis was performed to build
the algorithm of anomaly detection. This study continues a subject of great interest, the
monitoring of food contamination, which is currently highly investigated. Even if big
steps forward have been made, the research about the detection of mold contamination in
complex matrices in jam via MOS sensors and AI must continue in order to improve the
performances and the automaticity.

The data visualization was processed by statistical multivariate analysis of princi-
pal component analysis (PCA). In addition, the radar chart for each taste analyzed was
performed to give a better vision of the results. Indeed, thanks to this analysis it was
possible to design a data-driven algorithm, identifying anomalous measurements thanks
to the comparison with thresholds defined by the distance between contaminated and
uncontaminated class of the dataset collected.

Based on this, the gas sensors were able to classify the volatilome of jam samples
according to the mold contamination identified in this analysis. This would give producers
the opportunity to insert an alert system online to detect anomalies relating to food safety.
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