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Abstract: The traceability of foodstuffs is now a relevant aspect of the food market. Scientific research
has been devoted to addressing this issue by developing analytical protocols in order to find the link
between soil and food items. In this view, chemical parameters that can act as soil markers are being
sought. In this work, the role of rare earth elements (REEs) as geochemical markers in the traceability
of red wine is discussed. The REE distribution in samples from each step of the wine making process
of Primitivo wine (produced in Southern Italy) was determined using the highly sensitive inductively
coupled plasma-mass spectrometry (ICP-MS) technique. Samples analyzed include grapes, must,
and wine samples after every step in the vinification process. The resulting data were compared to
the REE distribution in the soil, revealing that the soil fingerprint is maintained in the intermediate
products up to and including grape must. Fractionation occurs thereafter as a consequence of further
external interventions, which tends to modify the REE profile.
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1. Introduction

In the changing face of today’s global wine industry, producers of traditional, quality wines are
experiencing increased competition from low-quality, low-cost products. To combat potential frauds,
the European Union has issued several regulations to ensure the authenticity of products labeled as
coming from a specified geographic origin and produced according to a particular method. In addition,
recently developed scientific techniques allow the origin of agricultural foodstuffs to be traced by
using physical and chemical measurements of samples taken at different points throughout the entire
production process, from the soil to the final edible product [1,2]. To be effective, these techniques
need to take into account numerous factors that might influence the product, such as the climate and
soil type, or the use of fertilizers and pesticides, not to mention the wine-making practices. As an
example, techniques based on DNA analysis, which is independent from environmental influences,
can be considered for traceability, especially for Protected Designation of Origin (PDO) products [3,4].

Inorganic parameters, especially isotopes of heavy elements such as lead and strontium, often
turn out to be the most suitable for tracing a product’s origin [5]. The isotope ratios of these elements
have shown to be powerful tracers, allowing products to be linked to a particular soil. Isotopes of light
elements—hydrogen, oxygen, nitrogen, and sulfur—are reliable indicators of food authentication, but
their ratios are too variable to serve as tracers of the soil where a product originated [6].

Metals are another important group of chemical tracers. Of these, the rare earth elements (REEs)
are the most reliable, and several studies have shown that trace metals, particularly REEs, can act as
geochemical markers [7-9]. However, relatively little information is available on the use of REEs in
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the traceability of foodstuffs. The high specificity of REEs derives from their compact grouping of
14 elements, from lanthanum to lutetium, with very similar chemical properties arising from their
4f electronic configuration. Another potential advantage of REEs is that they are much less heavily
exploited in industry than other transition metals, and are thus not as ubiquitous in the natural
environment. These characteristics make REEs useful as geochemical markers and attractive as agents
for food traceability [10,11]. A further advantage of REEs is that they do not play a specific role
in the metabolism of plants and are therefore taken up indiscriminately from the soil (although in
diluted amounts) by the plant, with no fractionation of the original distribution. In fact, fractionation
is an important consideration in the traceability study of a particular foodstuff: each passage in the
production chain must be carefully inspected for whether or not it could induce fractionation in the
original distribution of REEs.

Several studies have exploited the distribution of REEs and, more generally, of trace and ultra-trace
elements to develop schemes of wines classification, as shown in recent reviews [12,13]. Most of these
studies have been devoted to the authentication of wines, seeking to determine whether samples could
be discriminated according to their geographical provenance [14], the variety of grape [15], or to
oenological features such as ageing [16]. Very few studies have been devoted to the traceability of
wine, in order to verify the link between a particular wine and the soil in which its grapes were grown.
While authentication studies can be based on several types of chemical markers, e.g., trace elements,
isotopic data [17,18], volatile compounds [19], and polyphenols [20], only the first two parameters have
proven useful in traceability studies [21]. Hopfer et al. [22] in their study on Californian wines were
able to classify the samples according to their vineyard origin and their processing winery, showing
that the discrimination is possible according to both soil elemental content and viticultural practices.
In one of the first studies on the traceability of wines, the soil-wine correlation in two wine-producing
regions in Canada, Okanagan Valley, and the Niagara Peninsula was investigated [23]. They found
that strontium was able to differentiate both soils and wines from the two regions. Another study
analyzed four complete oenological production chains from Piedmont (Italy): Gavi, Barbera, Brachetto
d’Acqui, and Freisa [24]. Samples of soil, grapes, must, and wine were analyzed with inductively
coupled plasma-mass spectrometry (ICP-MS), giving particular care to REEs. The results showed that
REE distribution was the same in the must as in the original soil, while fractionation occurred in the
wine as a consequence of the winemaking process. Similar results were obtained on the production
chain of a Moscato d’Asti: the distribution of REEs was the same in the soil, grapes, and must, but
fractionation occurred in the wine after clarification with bentonites [25]. Significant correlation
between soil and wine data sets were found in samples from three regions in Argentina, where both
elemental composition and isotopic ratios (87Sr /86Sr) were used [26].

In this work, we further examined the role of REEs in the traceability of wine by analyzing the
entire production chain of Primitivo di Manduria PDO wine (hereafter, Primitivo), a red wine produced
in the area of Taranto and Brindisi, two main towns of the Apulia region, in Southern Italy. This wine
has been awarded the Controlled Designation of Origin (CDO) mark according to an Italian Decree of
30 October 1974, and this mark was successively modified to a PDO. As a consequence, this wine is
produced according to a stringent technical sheet, which specifies also the allowed production area.
Samples, including soil, were taken at each step of production: grapes, must, and wine aliquots were
taken following each step of vinification, including the process of fining in barriques (wooden barrels).
Analysis of the grapes consisted in separate measurements taken on the pulp, skins, and seeds, so that
the distribution of trace metals in different parts of the fruit could be compared.

Being REEs present at pg/L level or less in wine, a highly sensitive technique must be used in
order to produce reliable data. We therefore employed inductively coupled plasma-mass spectrometry
(ICP-MS), a multi-elemental technique with high sensitivity, accuracy, and precision.
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2. Materials and Methods

2.1. Materials

High-purity water from a Milli-Q apparatus (Milford, MA, USA) was used in the study.
30% TraceSelect hydrogen peroxide, 69% nitric acid, 95% sulfuric acid, and 37% hydrochloric acid
were purchased from Fluka (Milan, Italy). Polypropylene and polystyrene vials, used respectively for
sample storage and analysis with an auto-sampler system, were kept in 1% nitric acid and then rinsed
with high-purity water when needed. Porcelain capsules of a 30 mL volume were used for microwave
dry ashing. Elements stock solutions (Inorganic Ventures, Lakewood, NJ, USA) were used for external
calibration (La, Ce, Pr, Nd, Sm, Eu, Gd, Tb, Dy, Ho, Er, Tm, Yb, and Lu), stability testing (Li, Co., In,
Ce, and U), and internal standardization (Rh, In, and Bi).

2.2. Sample Collection

A complete production chain was analyzed. Soil, grapes, musts, and wine samples were provided
by a winery in Grottaglie (TA, Italy). At harvesting, 300 berries from a vineyard were picked from the
upper, middle, and bottom parts of the bunches, from both shaded and exposed sides of the row, and
then pooled. Sampling was carried out in August 2012. The collected berries were further divided into
three groups of 100 berries, which were used as triplicates for the determinations. Grapes and must
samples were kept frozen at —20 °C in order to stop all fermentation reactions; they were thawed for
4 h before sample treatment.

2.3. Sample Treatment

Being of different chemical nature, the various samples were treated with different procedures
as follows:

1.  Soil samples were treated according to a standardized procedure: soil was dried at 105 °C for
24 h, after which 1 g was sieved (¢ 0.2 mm) and extracted with 20 mL of hydrogen peroxide for
20 min and then with 12 mL of aqua regia on a heating plate for 2 h under reflux. The resulting
solution was diluted to volume in a 100 mL volumetric flask with high-purity water.

2. The grapes were processed as follows: skins were manually separated from the pulp and seeds
and transferred to different Pyrex glass containers. All parts were separately subjected to dry
ashing in porcelain crucibles in a Pyro 260 microwave ashing system (Milestone, Sorisole, Italy)
with the following temperature cycle: 15 min to 150 °C, 60 min to 1000 °C, and 10 min at
1000 °C. The resulting ash was dissolved in 1 mL of concentrated nitric acid and brought to
50 mL to obtain a nitric acid concentration of approximately 1%. All solutions were prepared
with high-purity water.

3. Musts (100 g) were dried overnight at 105 °C. The dried samples were transferred to porcelain
crucibles and subjected to ashing with the following temperature cycle: 50 min to 750 °C,
10 min at 750 °C, 10 min to 900 °C, and 10 min at 900 °C. The resulting ash was dissolved in
1 mL of concentrated nitric acid and brought to 50 mL to obtain a nitric acid concentration of
approximately 1%. All solutions were prepared with high-purity water.

4. Wine samples, obtained after every passage in the vinification, were treated with microwave
ashing in the same condition used for must.

All samples (soil, grapes, must and wine) were analyzed in triplicate.

2.4. Vinification Processes

Once the grapes had been picked up and transported to the winery, they were treated with
20 mg/L of SO,. The grapes were initially processed in a crusher-destemmer. The liquid formed
after crushing and pressing is the must, which was transferred into “cold-soaked” tanks for two days,
and the must was then inoculated with yeast, and fermentation began. It is noteworthy that the time
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needed for fermentation varies according to the type of grapes and the method used by the winemaker.
In the case of Primitivo wine, which typically has a high concentration of sugars, fermentation was
carried out for a month. After fermentation, the juice (now wine) was pressed away from the skins into
a holding tank, where it sat for a few days to allow sediment and dead yeast cells to settle out (P125V).
At this stage, P125SV wine was transferred into oak barrels for aging, and malolactic fermentation took
place (with Oenococcus oeni bacteria inoculation). At the end of malolactic fermentation, monitored by
HPLC, a sample was analyzed (P12FIN). This experimental wine created from Primitivo grapes was
neither filtered nor stabilized.

Red wines may be aged from several months to several years, depending on the type and quality
of the wine desired. For this study, we also analyzed wine samples coming from different vintages
produced by the same winery (P08, P09, P10, and P11).

2.5. ICP-MS Analysis

Elemental analysis was performed with a Thermo Scientific (Waltham, MA, USA) X-Series 1I
inductively coupled plasma mass spectrometer. The instrument is equipped with a quartz torch
with a Plasma Screen device, a quadrupole mass analyzer, a lens ion optics based on a hexapole
design with a chicane ion deflector and a simultaneous detector with real-time multichannel analyzer
electronics, operating in either analogue signal mode or pulse counting mode. A high-efficiency ESI
APEX-Q nebulizer (Epond SA, Vevey, Switzerland) was used as a nebulization system. The instrument
and accessories were PC-controlled by Plasmalab software. The instrument and measurement
parameters were as follows: forward power: 1400 W; nebulizer gas flow: 0.92 L/min; auxiliary
gas flow: 1.00 L/min; plasma gas flow: 13.1 L/min; dual mode detection with peak jumping; dwell
time: 10 ms; 25 sweeps; 3 replicates for a total acquisition time of 180 s; the isotopes used were
1395, 140Ce, 141Pr, 146Nd, 147Sm, 153Eu, 157Gd, 159Tb, 16Dy, 1%Ho, 1%Er, 1Tm, 172Yb, and ">Lu.
Interferences were evaluated as follows: CeO*/Ce* < 1% and Ba?*/Ba* < 1%. A stability test was
performed before each analysis session by monitoring 7Li, ¥Co, 1151n, 140Ce, and 233U masses and
making sure precision was better than 2%: instrumental precision was better than 2% for the trace
elements, while the overall uncertainty (involving both sample preparation and instrumental analysis),
calculated on the basis of five genuine replicates, was better than 5%. Background signals were
monitored at 5, 101, and 220 m/z to perform a sensitivity test on the above-reported analyte masses.
External calibration was employed for quantification, using multi-elemental standards prepared at
five concentration levels in the range of 10-10,000 ng/L, by diluting multi-elemental stock solutions
(100 mg/L) in 1% nitric acid solution. Internal standardization was used to correct for instrumental
drifts by monitoring signals from 1®*Rh, °In, and 2’Bi isotopes, which were in-line added to all
samples, standards, and blanks at a concentration level of 10 pug/L; responses from the three isotopes
were interpolated to yield a better correction. Detection limits for the elements determined were in the
range 1-10 ng/L, calculated as 3 times the background standard deviation.

2.6. Analysis of Certified Samples

To evaluate the performance and recovery of the proposed sample treatments, three certified
standard materials were analyzed. BCR 668 (Mussel tissue) and BCR 670 (Duckweed) from IRMM
were analyzed using the same ashing procedure used for the grapes and musts, while SRM 2586 (trace
elements in soil containing lead from paint) from the National Institute of Standards and Technology
(NIST) was analyzed according to the same treatment described for the soil samples. The results,
detailed in Tables 1-3, showed good agreement between the certified and observed concentration
values, as already reported in the literature [10].
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Table 1. Analysis of BCR 668 certified biological material (mussel tissue).

Element Certified Values (ug/Kg) Uncertainty  Found (ug/Kg) s.d. *

La 80 6 76.12 1.87
Ce 89 7 106.41 430
Pr 12.3 1.1 13.21 0.36
Nd 54 4 52.54 1.70
Sm 11.2 0.8 11.02 0.89
Eu 2.79 0.16 3.14 0.13
Gd 13 0.6 12.93 1.15
Tb 1.62 0.12 1.66 0.18
Dy 89 0.6 8.39 0.60
Ho 1.81 0.601 1.62 0.20
Er 45 0.5 427 0.31
Tm 0.48 0.08 0.60 0.02
Yb 2.81 051 3.05 0.47
Lu 0.389 0.024 0.59 0.04

1 Indicative value. * s.d.: standard deviation

Table 2. Analysis of BCR 670 certified biological material (duckweed).

Element Certified Values (ug/Kg) Uncertainty  Found (ug/Kg) s.d.
La 487 20 474.1 43
Ce 990 40 959 134
Pr 121 6 115.2 11.1
Nd 473 15 483.1 14.5
Sm 94 7 96.10 0.53
Eu 23.2 15 76.12 0.32
Gd 98 8 105.61 6.37
Tb 14 1.1 13.24 212
Dy 79 7 80.22 491
Ho 15.8 1.8 16.51 2.98
Er 44 2.8 46.11 1.62
Tm 5.7 0.7 5.23 1.13
Yb 40 4 43.32 6.14
Lu 6.3 0.5 7.11 0.93

Table 3. Analysis of SRM 2586 certified soil material (trace elements in soil containing lead from paint).

Element Certified Values (mg/Kg) Uncertainty  Found (mg/Kg) s.d.
La 29.7 48 27.11 0.96
Ce 58 8 56.82 1.64
Pr 731 7.51 0.21
Nd 26.4 29 26.14 0.81
Sm 6.11 5.22 0.189
Eu 1.51 0.98 0.04
Gd 5.81 4.82 0.18
Tb 09! 0.68 0.03
Dy 541 3.52 0.15
Ho 111 0.63 0.03
Er 3.301! 1.86 0.03
Tm 051 0.23 0.02
Yb 2.64 0.51 1.31 0.04
Lu 2 0.15 0.02

1 Indicative value; 2 Not determined.
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2.7. Data Analysis

Multivariate data analysis was applied to compare the distribution of REEs in all samples,
verifying the effect played by the oenological practices on the REE distribution. Data analysis and
graphical representations were performed with XLSTAT v. 2012.2.02 (Addinsoft, Paris, France),
a Microsoft Excel add-in software package.

3. Results and Discussion

As expected, the REE distributions in all samples followed the Oddo-Harkins rule, according
to which even-numbered nuclides are more abundant than their odd-numbered counterparts;
the distributions therefore show the typical saw tooth profile with decreasing abundances.
The distribution shown in Figure la corresponds to the REEs detected in Primitivo vineyard soil.
Promethium (Pm) has not been determined, given its extremely low concentration, but it is reported
between neodymium and samarium in the graph, making it clear that the Oddo-Harkins rule
is maintained.

80 1000

100 \

10 \\

o N~~~ .

La Ce Pr Nd Pm Sm Fu Gd Tb Dy Ho Er Tm Yb Lu La Ce Pr Nd Pm Sm Eu Gd Tb Dy Ho Er Tm Yb Lu

Abundance (mg/kg)
Chondrite-normalised abundance

(@) (b)

Figure 1. Distribution of rare earth elements (REEs) in Primitivo vineyard soil: (a) raw values;
(b) chondrite-normalized values.

In geochemistry, it is common to compare data after normalization to typical patterns, such as
those of chondrite, a meteoritic rock considered to be the best representative of the average
concentrations of non-volatile elements in the solar system. Concentrations of single REEs in the
samples are calculated according to Equation (1):

[REE]chondrite-normalized = [REE]sample/ [REE]chondrite- 1

Normalized data are displayed in logarithmic scale (Figure 1b). In this study, we used the values
of a CI chondrite [27]. In addition, we employed an alternative normalization method by dividing
REE concentrations, for every sample of the production chain, by the corresponding concentration of
cerium (Ce)—the most abundant REE—according to Equation (2):

[REE]Ce-normalized = [REE]sample/ [Ce]sample- (2)

We believe that this internal normalization to Ce is more suitable for comparing samples
whose concentrations are of different orders of magnitude. The REE concentration in soil, in fact,
is approximately three orders of magnitude higher than in must and even higher than in wine.

3.1. Distribution of REEs in Different Parts of the Grapes

The concentrations of REEs were determined separately in the pulp, skin, and seeds of the grapes,
to compare their distribution. REE concentrations increased in the order seeds/pulp/skin (Figure 2).
As expected, the distribution of REEs in must is very similar to pulp.
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Figure 2. Distribution of REEs in the different parts of Primitivo grapes and in must: (a) chondrite-normalized
values; (b) Ce-normalized values.

Unlike the other REEs, Europium (Eu) concentrations seemed to vary in the samples at every
production step. Rather than to the geochemical behaviour of this element, the anomaly can be
explained in terms spectral interference in ICP-MS analysis. In fact, 13°Bal®O* and !¥’Ba'®O*
polyatomic ions can cause positive interference on '®Eu and '>3Eu isotopes, respectively [28];
this interference cannot be solved with the instrumental resolution obtainable by the quadrupole
mass analyzer used in this study. Barium, as a natural substitute of calcium, can be actively absorbed
by plants, resulting in unpredictable positive interference with Eu.

3.2. Comparison of Soil and Must

Previous works, based on the geochemical behaviour of REEs in the Vitis vinifera/soil
system [29-31] indicated that there is no fractionation of REEs in the passage from soil to grapes
and from grapes to must [24,25]. It was therefore interesting at this stage to check whether the
distribution of REEs in soil forms a sort of fingerprint maintained in must. In the Primitivo chain taken
into consideration in this study, it is apparent from Figure 3a that the original fingerprint of soil is well
maintained in the must. The resemblance of the REE distributions in the soil and must is even more
apparent when shown as a Ce-normalized concentration (Figure 3b). The anomalous behaviour of
europium can be explained as before: Ba?* is relatively more abundant in must than in soil due to the
fact that it is actively absorbed by the vine as a substitute of Ca?*; therefore, its positive interference on
Eu isotopes is also higher in must than in soil.

1000000 12
— must = must
o
g 100000 soil 1 soil
=
2
= 10000 0.8
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Figure 3. REE distributions in must and in soil: (a) chondrite-normalized values; (b) Ce-normalized values.
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3.3. Effect of the Vinification Processes

The processes used for white winemaking cause fractionation of REE distribution, as obtained
in the study on the traceability of a Moscato production chain [25]; this phenomenon is attributed to
the release of REE ions from bentonites, which are clay materials widely used in oenology for wine
clarification. Since bentonites are rarely used for red winemaking, the present study aims to determine
whether REEs can act as suitable tracers all along the whole production chain of a red wine. In this
case, two samples of wine were taken from the chain, one after alcoholic fermentation and another
after malolactic fermentation. Both steps involve the addition of other substances: Saccharomyces
cerevisiae yeasts were added to promote alcoholic fermentation, while Oenococcus oeni bacteria were
added to promote malolactic fermentation. The possible contact of must/wine with surfaces, which
can potentially release ions, should also be taken into consideration at this stage. The must was kept
in stainless steel tanks until completion of alcoholic fermentation, and then the product was poured
into barriques before malolactic fermentation. Figure 4 reports the REE distributions in the P12SV
wine sample, withdrawn after alcoholic fermentation, and in the P12FIN sample, withdrawn after
malolactic fermentation; the distributions in soil and must are included for comparison. Apart from the
usual Eu anomaly explained by Ba interference, it seems evident that a certain degree of fractionation
occurs after the alcoholic fermentation stage, making it hard to identify the original fingerprint
given by the soil. The P12SV sample seems to be mainly depleted in Ce and Yb. Causes for this
fractionation are attributable to the presence of inorganic additives in the biological products used for
fermentation, including yeast nutrients, and in the release of metal ions from the surface of metallic
tanks. The passage from P12SV to P12FIN seems less perceptible from a traceability point of view,
possibly because storage in wooden barriques caused a negligible metal ions release.
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G N——
= 0.2
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0,1 0
La Ce Pr Nd Pm Sm Eu Gd Tb Dy Ho Er Tm Yb Lu La Ce Pr Nd Pm Sm Eu Gd Tb Dy Ho Er Tm Yb Lu
(a) (b)

Figure 4. REE distributions in must, soil, and wines after fermentation processes: (a) chondrite-normalized
values; (b) Ce-normalized values.

3.4. Effect of Vintage

In order to verify the effect of vintage, samples of Primitivo wines from different harvests were
analyzed and compared. Samples labeled P08, P09, P10, and P11 come from the 2008, 2009, 2010, and
2011 harvests, respectively. Since Primitivo wine is aged one year in barriques before being bottled, it is
obvious that Samples P08-P11 underwent a longer ageing process outside the cask than sample P12FIN,
but we reputed that ageing in the bottle could at most cause only a phenomenon of precipitation of
tartrates, which cannot induce fractionation in the distribution of REEs. When compared with each
other and with the sample from the 2012 harvest (Figure 5), they show a high similarity. The P11
sample is rather anomalous, as far as La and Er concentrations are concerned.
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Figure 5. REE distributions in wines from different vintages: (a) chondrite-normalized values;
(b) Ce-normalized values.

3.5. Multivariate Analysis

Multivariate chemometric analysis was performed on all data to verify the similarity between the
various REE distributions. Agglomerative hierarchical clustering (AHC), using Euclidean distance as
the similarity parameter and Ward’s method as the agglomeration method, was selected for pattern
recognition analysis. AHC was applied to Ce-normalized data after centering and scaling them; Ce and
Eu were discarded as variables, the former being obviously equal to 1 in all samples and the latter
being, in contrast, too variable due to barium interference. The result is displayed as a dendrogram in
Figure 6: the similarity between untreated samples—the soil, must, and the various parts of grapes—is
immediately apparent, while the treated samples, i.e., the wine samples, are grouped together in
another cluster. The only exception is P11, which is grouped with the untreated samples; the reason
for this behavior is due to its anomalous La and Er content, mentioned above.

pulp-Ce
soil-Ce
skin-Ce
must-Ce

P11-Ce

LT

seeds-Ce

PI12FIN-Ce
P09-Ce
P08-Ce

P10-Ce
P12SV-Ce

| | , |
01 02 03 04 0.5 0.6 0.7 0.8

Dissimilarity

[=1

Figure 6. Dendrogram obtained with agglomerative hierarchical clustering (AHC) on
Ce-normalized values.
4. Conclusions

REE distributions in samples taken at each step of a red wine making process showed that the
original distribution in soil remains unaltered in every intermediate product up to and including the
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grape must. Variation of REE composition occurs thereafter as a result of additives used to promote
fermentation or because of the interaction with the surfaces of storage tanks.

In order to fully evaluate the validity of a link between the original REE fingerprint of soil
and a finished wine, additional study on the variations induced by technical interventions in the
winemaking process will be useful. Moreover, a further study comparing different production chains
of wines obtained from grapes grown on the same territory will be advisable, and in particular further
investigations would be required by carrying out a more extended sampling plan, representative of
the whole production area of the Primitivo di Manduria PDO wine.

Acknowledgments: The authors are grateful to the Regione Piemonte (Torino) (Marcandis and TRAMO projects)
for financial support.

Author Contributions: M.A., EB., and D.O. conceived and designed the experiments; FB., D.M., C.C,,
and C.T. performed the experiments; M.A., EB., and D.M. analyzed the data; M.A. and D.O. contributed
reagents/materials/analysis tools; M.A. wrote the paper.

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

References

1. Furia, E.; Naccarato, A.; Sindona, G.; Stabile, G.; Tagarelli, A. Multielement fingerprinting as a tool in origin
authentication of PGI food products: Tropea Red Onion. . Agric. Food Chem. 2011, 59, 8450-8457. [CrossRef]
[PubMed]

2. Benabdelkamel, H.; Di Donna, L.; Mazzotti, F.; Naccarato, A.; Sindona, G.; Tagarelli, A.; Taverna, D.
Authenticity of PGI “Clementine of Calabria” by multielement fingerprint. J. Agric. Food Chem. 2012, 60,
3717-3726. [CrossRef] [PubMed]

3. Di Rienzo, V.; Miazzi, M.M.; Fanelli, V.; Savino, V.; Pollastro, S.; Colucci, F; Miccolupo, A.; Blanco, A.;
Pasqualone, A.; Montemurro, C. An enhanced analytical procedure to discover table grape DNA adulteration
in industrial musts. Food Control 2016, 60, 124-130. [CrossRef]

4. Pasqualone, A.; Alba, V.; Mangini, G.; Blanco, A.; Montemurro, C. Durum wheat cultivar traceability in PDO
Altamura bread by analysis of DNA microsatellites. Eur. Food Res. Technol. 2010, 230, 723-729. [CrossRef]

5. Dirivelos, S.A.; Georgiou, C.A. Multi-element and multi-isotope-ratio analysis to determine the geographical
origin of foods in the European Union. TRAC Trends Anal. Chem. 2012, 40, 38-51. [CrossRef]

6. Rossmann, A. Determination of stable isotope ratios in food analysis. Food Rev. Int. 2001, 17, 347-381.
[CrossRef]

7. Brown, PH,; Rathjen, A.H.; Graham, R.D.; Tribe, D.E. Rare earth elements in biological systems. In Handbook
on the Physics and Chemistry of Rare Earths; Schneider, K.A., Eyring, L., Eds.; Elsevier: Amsterdam, The Netherlands,
1990; Volume 13, pp. 423-452, ISBN 978-0-444-88547-0.

8.  Tyler, G. Rare earth elements in soil and plant systems: A review. Plant Soil 2004, 267, 191-206. [CrossRef]

9. Liang, T.; Ding, S.; Song, W.; Chong, Z.; Zhang, C.; Li, H. A review of fractionations of rare earth elements in
plants. |. Rare Earth 2008, 26, 7-15. [CrossRef]

10. Oddone, M.; Aceto, M.; Baldizzone, M.; Musso, D.; Osella, D. Authentication and traceability study of
hazelnuts from Piedmont, Italy. J. Agric. Food Chem. 2009, 57, 3404-3408. [CrossRef] [PubMed]

11.  Aceto, M.; Musso, D.; Cala, E.; Arieri, F; Oddone, M. Role of lanthanides in the traceability of the milk
production chain. J. Agric. Food Chem. 2017, 65, 4200-4208. [CrossRef] [PubMed]

12.  Versari, A.; Laurie, V.E; Ricci, A.; Laghi, L.; Parpinello, G.P. Progress in authentication, typification and
traceability of grapes and wines by chemometric approaches. Food Res. Int. 2014, 60, 2-18. [CrossRef]

13. Gonzalvez, A.; de la Guardia, M. Mineral Profile. In Food Protected Designation of Origin: Methodologies
and Applications; de la Guardia, M., Gonzalvez, A., Eds.; Elsevier: Amsterdam, The Netherlands, 2013;
Comprehensive Analytical Chemistry; Volume 60, pp. 51-76, ISBN 978-0-444-59562-1.

14. Marengo, E.; Aceto, M. Statistical investigation of the differences in the distribution of metals in
Nebbiolo-based wines. Food Chem. 2003, 81, 621-630. [CrossRef]

15. Vaclavik, L.; Lacina, O.; Hajslova, J.; Zweigenbaum, J. The use of high performance liquid
chromatography—quadrupole time-of-flight mass spectrometry coupled to advanced data mining


http://dx.doi.org/10.1021/jf201556e
http://www.ncbi.nlm.nih.gov/pubmed/21721527
http://dx.doi.org/10.1021/jf2050075
http://www.ncbi.nlm.nih.gov/pubmed/22458691
http://dx.doi.org/10.1016/j.foodcont.2015.07.015
http://dx.doi.org/10.1007/s00217-009-1210-1
http://dx.doi.org/10.1016/j.trac.2012.08.003
http://dx.doi.org/10.1081/FRI-100104704
http://dx.doi.org/10.1007/s11104-005-4888-2
http://dx.doi.org/10.1016/S1002-0721(08)60027-7
http://dx.doi.org/10.1021/jf900312p
http://www.ncbi.nlm.nih.gov/pubmed/19348428
http://dx.doi.org/10.1021/acs.jafc.7b00916
http://www.ncbi.nlm.nih.gov/pubmed/28475837
http://dx.doi.org/10.1016/j.foodres.2014.02.007
http://dx.doi.org/10.1016/S0308-8146(02)00564-2

Beverages 2018, 4, 23 11 of 11

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

and chemometric tools for discrimination and classification of red wines according to their variety.
Anal. Chim. Acta 2011, 685, 45-51. [CrossRef] [PubMed]

Marengo, E.; Aceto, M.; Maurino, V. Classification of Nebbiolo-based wines from Piedmont (Italy) by
means of solid-phase microextraction-gas chromatography-mass spectrometry of volatile compounds.
J. Chromatogr. A 2002, 943, 123-137. [CrossRef]

Almeida, C.M.R,; Vasconcelos, M.T.S.D. Does the winemaking process influence the wine 87Gr/86Sr? A case
study. Food Chem. 2004, 85, 7-12. [CrossRef]

Marchionni, S.; Braschi, E.; Tommasini, S.; Bollati, A.; Cifelli, F.; Mulinacci, N.; Conticelli, S. High-Precision
Sr-87/Sr-86 analyses in wines and their use as a geological fingerprint for tracing geographic provenance.
J. Agric. Food Chem. 2013, 61, 6822-6831. [CrossRef] [PubMed]

Capone, S.; Tufariello, M.; Francioso, L.; Montagna, G.; Casino, F; Leone, A ; Siciliano, P. Aroma analysis
by GC/MS and electronic nose dedicated to Negroamaro and Primitivo typical Italian Apulian wines.
Sens. Actuators B Chem. 2013, 179, 259-269. [CrossRef]

Jaitz, L.; Siegl, K.; Eder, R.; Rak, G.; Abranko, L.; Koellensperger, G.; Hann, S. LC-MS/MS analysis of phenols
for classification of red wine according to geographic origin, grape variety and vintage. Food Chem. 2010,
122, 366-372. [CrossRef]

Aceto, M. The use of ICP-MS in food traceability. In Advances in Food Traceability Techniques and Technologies:
Improving Quality throughout the Food Chain; Espifeira, M., Santaclara, E]J., Eds.; Woodhead Publishing:
Sawston, UK, 2016; pp. 137-164, ISBN 978-00-8100-321-3.

Hopfer, H.; Nelson, J.; Collins, T.S.; Heymann, H.; Ebeler, S.E. The combined impact of vineyard origin and
processing winery on the elemental profile of red wines. Food Chem. 2015, 172, 486—496. [CrossRef] [PubMed]
Taylor, V.E; Longerich, H.P.; Greenough, J.D. Multielement analysis of Canadian wines by Inductively
Coupled Plasma Mass Spectrometry (ICP-MS) and multivariate statistics. |. Agric. Food Chem. 2003, 51,
856-860. [CrossRef] [PubMed]

Aceto, M.; Baldizzone, M.; Oddone, M. Keeping the track of quality: Authentication and traceability studies
on wine. In Red Wine and Health; O'Byrne, P., Ed.; Nova Science Publishers: New York, NY, USA, 2009;
pp. 429-466, ISBN 978-1606927182.

Aceto, M.; Robotti, E.; Oddone, M.; Baldizzone, M.; Bonifacino, G.; Bezzo, G.; Di Stefano, R.; Gosetti, F,;
Mazzucco, E.; Manfredi, M; et al. A traceability study on the Moscato wine chain. Food Chem. 2013, 138,
1914-1922. [CrossRef] [PubMed]

Di Paola-Naranjo, R.D.; Baroni, M.V.; Podio, N.S.; Rubinstein, H.R.; Fabani, M.P; Badini, R.G.; Inga, M.;
Ostera, H.A.; Cagnoni, M.; Gallegos, H.; et al. Fingerprints for main varieties of Argentinean wines:
Terroir differentiation by inorganic, organic, and stable isotopic analyses coupled to chemometrics. J. Agric.
Food Chem. 2011, 59, 7854-7865. [CrossRef] [PubMed]

McDonough, W.E; Sun, S.S. The composition of the Earth. Chem. Geol. 1995, 120, 223-253. [CrossRef]

May, T.W.; Wiedmeyer, R.H. A table of polyatomic interferences in ICP-MS. Atom. Spectrosc. 1998, 19,
150-155.

Censi, P; Saiano, F; Pisciotta, A.; Tuzzolino, N. Geochemical behaviour of rare earths in Vitis vinifera grafted
onto different rootstocks and growing on several soils. Sci. Total Environ. 2014, 473—474, 597-608. [CrossRef]
[PubMed]

Pisciotta, A.; Tutone, L.; Saiano, F. Distribution of YLOID in soil-grapevine system (Vitis vinifera L.) as
tool for geographical characterization of agro-food products. A two years case study on different grafting
combinations. Food Chem. 2017, 221, 1214-1220. [CrossRef] [PubMed]

Pepi, S.; Sansone, L.; Chicca, M.; Marrocchino, E.; Vaccaro, C. Distribution of rare earth elements in soil and
grape berries of Vitis vinifera cv. “Glera”. Environ. Monit. Assess. 2016, 188, 477. [CrossRef] [PubMed]

® © 2018 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/10.1016/j.aca.2010.11.018
http://www.ncbi.nlm.nih.gov/pubmed/21168550
http://dx.doi.org/10.1016/S0021-9673(01)01421-2
http://dx.doi.org/10.1016/j.foodchem.2003.05.003
http://dx.doi.org/10.1021/jf4012592
http://www.ncbi.nlm.nih.gov/pubmed/23796314
http://dx.doi.org/10.1016/j.snb.2012.10.142
http://dx.doi.org/10.1016/j.foodchem.2010.02.053
http://dx.doi.org/10.1016/j.foodchem.2014.09.113
http://www.ncbi.nlm.nih.gov/pubmed/25442583
http://dx.doi.org/10.1021/jf025761v
http://www.ncbi.nlm.nih.gov/pubmed/12568538
http://dx.doi.org/10.1016/j.foodchem.2012.11.019
http://www.ncbi.nlm.nih.gov/pubmed/23411325
http://dx.doi.org/10.1021/jf2007419
http://www.ncbi.nlm.nih.gov/pubmed/21671663
http://dx.doi.org/10.1016/0009-2541(94)00140-4
http://dx.doi.org/10.1016/j.scitotenv.2013.12.073
http://www.ncbi.nlm.nih.gov/pubmed/24394369
http://dx.doi.org/10.1016/j.foodchem.2016.11.037
http://www.ncbi.nlm.nih.gov/pubmed/27979080
http://dx.doi.org/10.1007/s10661-016-5490-1
http://www.ncbi.nlm.nih.gov/pubmed/27447714
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Materials 
	Sample Collection 
	Sample Treatment 
	Vinification Processes 
	ICP-MS Analysis 
	Analysis of Certified Samples 
	Data Analysis 

	Results and Discussion 
	Distribution of REEs in Different Parts of the Grapes 
	Comparison of Soil and Must 
	Effect of the Vinification Processes 
	Effect of Vintage 
	Multivariate Analysis 

	Conclusions 
	References

