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HIGHLIGHTS GRAPHICAL ABSTRACT

Magnetic biomonitoring methodologies

were successfully applied at Villa Farnesina,

Rome.

« The bioaccumulation of vehicular PM de-
creases with distance from a major road.

+ Roadside leaves accumulate PM, providing

preventive conservation services.

Lichen transplants are suitable for investi-

gating the diffusion of PM indoors.

« Villa Farnesina frescoed Halls are preserved

from vehicular metallic emissions.
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ARTICLE INFO ABSTRACT

Article history: Magnetic biomonitoring methodologies were applied at Villa Farnesina, Rome, a masterpiece of the Italian Renais-

Received 23 December 2021 sance, with loggias frescoed by renowned artists such as Raffaello Sanzio. Plant leaves were sampled in September

Received in revised form 3 February 2022 and December 2020 and lichen transplants were exposed from October 2020 to early January 2021 at increasing dis-

ﬁ“zﬁap;: jnﬁ::rgizbzrgzy 2022 tances from the maintraf cked road, Lungotevere Famesina, introducing an outdoor vs. indoor mixed sampling design
aimed at assessing the impact of vehicular particulate matter (PM) on the Villa Loggias. The magnetic properties of
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leaves and lichens - inferred from magnetic susceptibility values, hysteresis loops and rst order reversal curves -
showed that the bioaccumulation of magnetite-like particles, associated with trace metals such as Cu, Ba and Sb, de-
creased exponentially with the distance from the road, and was mainly linked to metallic emission from vehicle
brake abrasion. For the frescoed Halls, ca. 30 m from the road, the exposure to traf c-related emissions was very lim-
ited or negligible. Tree and shrub leaves of the Lungotevere and of the Villa's Gardens intercepted much traf c-derived
PM, thus being able to protect the indoor cultural heritage and providing an essential conservation service. It is con-
cluded that the joint use of magnetic and chemical analyses can pro tably be used for evaluating the impact of partic-
ulate pollution on cultural heritage within complex metropolitan contexts as a preventive conservation measure.

1. Introduction

2013). Gases, and especially particulate matter (PM), act on the surfaces,
creating dark layers (“soiling”), abrasion of materials, depletion and discol-

Cultural heritage is heavily threatened by air pollution, not only histor- oration, that often result in irreversible damage to the operas, with a conse-
ical buildings and manufacts exposed outdoors, but also those exposed in  quent artistic loss (Comite et al., 2019; Grossi and Brimblecombe, 2009.
closed environments (de la Fuente et al., 2013 Grau-Bové and Strli , Therefore, the protection of cultural heritage from air pollution is of pri-
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mary importance. Nevertheless, threshold values for air pollutants similar
to those for the protection of human health are actually missing. In order
to preserve the cultural heritage as much as possible, the International
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Centre for the Study of the Preservation and Restoration of Cultural Prop-
erty (ICCROM) promotes the approach of “preventive conservation”, de-
fined as: “all measures and actions aimed at avoiding and minimizing
future deterioration or loss. These are carried out within the context or on
the surroundings of an item, but more often a group of items, whatever
their age and condition. These measures and actions are indirect — they
do not interfere with the materials and structures of the items. They do
not modify their appearance”. Through the preventive conservation, the en-
tire collection or the group of manufacts is protected as a whole, and it is
economically more advantageous than the restoration of the single
manufact (Lambert, 2010). In this view, the continuous monitoring of air
quality assumes a central role at indoor exhibitions, since they are mostly
located in urban areas where air pollution can penetrate inside through
the normal air circulation and heating, ventilation and air conditioning
(HVAQC) systems, if suitable filters are not used (Hackney, 1984), and visi-
tors and routine cleaning operations constantly introduce and re-suspend
particles that remain for hours in the room air (Uring et al., 2020; Qian
etal., 2008).

Lichen biomonitoring is a well-established technique for the assessment
of air quality (Conti and Cecchetti, 2001): lichens are both very sensitive to
phytotoxic air pollutants and able to accumulate trace elements well in ex-
cess of their nutritional requirements (Backor and Loppi, 2009) proportion-
ally to atmospheric bulk (wet and dry) deposition (Loppi and Paoli, 2015).
These techniques have been used mostly outdoors (e.g. Loppi, 2014;
Contardo et al., 2020), but also indoors (Paoli et al., 2019a) including car
cabins (Paoli et al., 2019b), and are used in epidemiological studies
(Cislaghi and Nimis, 1997), environmental justice assessment (Contardo
etal., 2018) and environmental forensics (Loppi, 2019). Being independent
from their supporting substrate, lichens can be easily taken from a remote
site and exposed in a study area following any suitable sampling design:
in this way, both the initial concentrations of unexposed samples and the
exposure time are known.

Trace elements bioaccumulated by lichens are often associated with the
magnetic fraction of PM, i.e., magnetite-like ferrimagnetic particles (e.g.
Flanders, 1994; Georgeaud et al., 1997; Hunt et al., 1984), mainly deriving
from emission sources like brake abrasion, or iron oxides produced during
combustion processes (Winkler et al., 2020; Gonet et al., 2021a, 2021b).
Thus, the magnetic properties of bioaccumulated elements are an econom-
ically feasible and fast proxy for the anthropogenic fraction of PM, allowing
to detect its main sources (for a review see Hofman et al., 2017).

In this work, we tested for the first time the use of lichen biomonitoring
techniques for the preventive conservation of a historical building and its
interiors: Villa Farnesina (Rome, Italy), with the aim of evaluating i) the
air pollution dynamics from outside to inside of the building, ii) the influ-
ence of vehicle traffic, and iii) the magnitude of the deposition inside the
building.

Lichen exposure was preceded by a feasibility study carried out on the
magnetic properties of plant leaves sampled outside the Villa and inside
its gardens. A second leaf sampling was carried out before retrieving the li-
chen transplant, to monitor the variation in the bioaccumulation of mag-
netic PM after three months of exposure to restored traffic conditions
after the end of the strictest pandemic lockdown period, followed by sum-
mer holidays. In this sense, this work also explores the possibility to
combine the use of lichen and plant leaves for biomonitoring PM in
mixed outdoor and indoor contexts which are relevant for their cultural
value.

The role of trees and shrubs is also explored for its important role in re-
moving air pollutants, especially particulate ones, with dry deposition
being the main pathway, especially in areas with scarce atmospheric pre-
cipitation such as the Mediterranean region (e. g, Blanusa et al., 2015).
Urban and periurban forests, which are integrated within the concept of
“green infrastructures”, provide important ecosystem services, including
air purification (Manes et al., 2016), and limit the adverse impact of partic-
ulate matter on cultural heritage within urban contexts.

It should be noted that this work was carried out under partial Covid19
restrictions, including the curfew imposed from October 26th at 10 PM,
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that heavily impacted on the traffic of the touristic and nightlife downtown
of Rome. Above all, museums were closed to visitors for most of the period
of lichens exposure. Further restrictions were imposed during Christmas
holidays, in particular starting from December 21, 2020 until January 6,
2021. Thus, this study contributes to the evaluation of air pollution dynam-
ics under limited polluting emissions and without the prolonged interfer-
ence of visitors, that are, as mentioned above, important actors for the
introduction and resuspension of particles.

As a summary, in this study it was tested if the Halls of Villa Farnesina
are preserved from large inputs of vehicular magnetic particles — mainly
brakes' emission — because of the distance from the main road and the eco-
system services provided by trees and shrubs, as assessed by means of mul-
tidisciplinary biomonitoring techniques.

2. Materials and methods
2.1. Study area

Villa Farnesina was built in the XVI century by the Italian architect
Baldassarre Peruzzi for the Sienese banker Agostino Chigi, who
appointed renowned artists such as Raffaello Sanzio, Sebastiano del
Piombo, Giovanni Antonio Bazzi (called “Il Sodoma”) for the internal
decorations. For the volumetric harmony of the building, the artistic
value of its frescoes and the beauty of the gardens, Villa Farnesina is
regarded as one of the masterpieces of the Italian Renaissance.
Today, the Villa is the headquarter of the worldwide renowned
Accademia Nazionale dei Lincei, one of the oldest academic institu-
tions promoting literature, arts, sciences and culture, whose current
vice-President was recently awarded the Nobel Prize for Physics.

On the ground floor of the building, the Galatea as well as the Amore e
Psiche Halls host impressive frescoes by Raffaello Sanzio; on the first floor,
the Perspectives and Alessandro e Rossane's wedding Halls were painted by
Baldassarre Peruzzi and Giovanni Antonio Bazzi, respectively. The back of
the Villa (on the South side, at the present-day entrance) opens onto the “se-
cret garden”, designed after the 15th-century model of the hortus conclusus
and is separated from the main gardens by a tall hedge. In the main gardens,
cypress trees, pines and other ornamental tree and shrub species (i.e., roses,
quinces, medlars, huisache, Acacia of Constantinople, ornamental citrus
trees, cherry trees, oaks, ancient camellias, myrtles, oleanders) form a var-
ied and colorful array along the ancient Farnese wall. The gardens extend
parallel to the right bank of the Tiber River, separated by a perimeter
brick and iron fence from the heavy trafficked one-way road Lungotevere
Farnesina, which also serves as a congested vehicular parking on both
sides (Fig. 1).

2.2. Leaf sampling

The first sampling was conducted on September 3, 2020 and involved
leaves collected from various rows of trees and shrubs aligned at increasing
distances from the roadside, selecting the species with at least three close
trees available. In detail, the leaves of 11 Platanus sp. trees on the sidewalk
of the Lungotevere road and, inside the gardens of the Villa, 7 Cupressus
sempervirens - clone ‘Bolgheri’ trees close to the Platanus, 3 Nerium oleander
shrubs in-between cypress and the building on the side of the Galatea Hall
and 4 Myrtus communis trees in front of a window of the Galatea Hall were
sampled at about 2-3 m from ground (Fig. 1a). Leaves were randomly taken
mostly on the side facing the road, with the exception of Platanus 6S, that
was sampled from a branch close to a cypress inside the Villa, Myrtle 2
whose leaves were sampled in both directions with respect to the road
and Oleanders 2 and 3, that were sampled on the Villa side and on its
top, respectively.

The Platanus sp, trees are distant about 7 m each other, almost regularly
spaced all along Lungotevere Farnesina, with their crowns in close contact
during the growing season. Cypresses are distant 4 m each other, and their
evergreen crowns are not in contact. Oleanders are distant about 2 m each
other, and myrtles, with their evergreen crowns in close contact, 4 m spaced.
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Fig. 1. Map of Villa Farnesina, reporting leaf (a) and lichen (b, ¢) samplings: each point represents a row of trees (green) or a group of three lichen bags (red) sampled or
exposed at similar distances from the road. The light green lines indicate pedestrian paths inside the gardens and along the Tiber bank. In the insets, the gardens (a),
Amore e Psiche (b) and Alessandro e Rossane's (c) Halls are shown. A perimeter brick and iron fence separates the cypresses of the Villa from the sidewalk were Platanus
trees are.
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On the second sampling, carried out on December 18, 2020, it was possi-
ble to collect the not yet fallen leaves of 7 Platanus trees, together with 6 cy-
presses, 3 oleanders and 4 myrtles, with the same sampling design adopted in
September; in this occasion, to increase the dataset, Platanus leaves were sam-
pled also on the sidewalk of the Tiber river, without any difference from the
traffic point of view, since Lungotevere Farnesina is one-way.

2.3. Lichen material and sampling design

The lichen Evernia prunastri (L.) Ach. was selected as suitable biomoni-
tor for this study, being a species widely used in biomonitoring surveys
(Loppi et al., 2019). The lichen material was collected in a pristine area of
Central Italy (Siena, Tuscany), selecting healthy thalli of similar size thus
similar age, to reduce the natural variability due to age and size
(Wolterbeek and Bode, 1995), from tree branches at least 1.5 m above
ground to avoid possible soil contamination of samples. In the laboratory,
samples were quickly washed with deionized water, and extraneous parti-
cles such as moss and bark fragments were removed using plastic tweezers.
Lichen samples were organized in lichen bags of homogeneous size, using a
plastic net loosely bound and closed at the extremities. The exposure of the
samples lasted three months (from October, 12, 2020 to January, 8, 2021),
which is optimal for this species (Loppi et al., 2019). The exposure was ter-
minated immediately before the beginning of restoration works of the Gal-
atea Hall, to avoid sample contamination. Once exposed, samples were
sprayed with deionized water once per week to allow a sufficient humidity
for the thallus metabolism. After the exposure, samples were retrieved, air
dried and stored at —20 °C until magnetic and chemical analysis.

Following the exposure of the Villa to a busy road, a linear transect was
drawn from Lungotevere Farnesina to the inside of the building, selecting
six sites outside and at the ground floor (Fig. 1b), and three sites at the
first floor of the Villa (Fig. 1c), including two corresponding windows
that were left open for most of the duration of the experiment in order to
favor ventilation for preventing the pandemics, and sporadically closed
during rainfall events.

Lichens were exposed on Platanus trees at both roadsides of Lungotevere
Farnesina and, at the ground level of the Villa complex, at increasing dis-
tance from the road and towards the Halls, on an oleander and a myrtle
in close contact and aligned parallel to the road, on a myrtle in front of
the window of Galatea Hall, on the external window frame of Galatea
Hall, inside Galatea Hall, inside Amore e Psiche Hall. On the first floor of
the Villa, the bags were exposed on the external window frame of a corri-
dor, inside a corridor, and inside the Alessandro e Rossane's wedding
Hall. The ground floor and the gardens of Villa Farnesina are below the
road level, which is roughly located at half height between its ground and
the first floor. Indoor lichen bags were tied to non-metallic furniture. Out-
side the building, the samples were tied to tree branches at least 2 m from
ground while, inside the Villa, the samples were tied to the velvet ropes be-
hind the frescoed walls at ca 50 cm from ground (it was the only possibil-
ity). Two sets of samples were located just below the external window
frames (one for each floor) to catch the bioaccumulation of trace elements
as close as possible to the Villa interiors. At each site, three lichen bags (rep-
licates) were exposed. Six samples were left unexposed and kept at —20 °C
until analysis. Two different batches of three unexposed samples were used
in this study: samples brought to the sampling site and stored without being
exposed to check any possible influence of the travel to the exposure site
(unexposed), and samples stored in the laboratory immediately after har-
vest (pre-transplant).

2.4. Chemical analysis

Lichen samples were powdered and homogenized and about 200 mg
of each sample were acid-digested using a mixture of 3 mL 70% of
HNOj3, 0.2 mL of HF, and 0.5 mL of H,0, in a microwave digestion sys-
tem (Ethos 900, Milestone). The content of Al, Ba, Cd, Cr, Cu, Fe, Ni, Sb,
Sn, Zn was then quantified by ICP-MS (Sciex Elan 6100, PerkinElmer). A
procedural blank and a sample of the certified materials IAEA 336
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“Lichen” were included in each set of analysis. Recoveries were in the
range 91% (Al) - 112% (Zn); precision of the analysis, estimated by
the coefficient of variation of five replicates, was within 10% for all el-
ements. The results are expressed on a dry weight basis.

2.5. Magnetic analysis

Leaf and lichen samples were dried at 40 °C with a Bionsec Domus plas-
tic desiccator, to avoid any metal contamination, and then placed into stan-
dard 8 cm® palaeomagnetic plastic cubes for magnetic susceptibility
analyses or fragmented inside pharmaceutical gel caps #4 for the hysteresis
and FORC (first order reversal curves) characterizations.

Mass magnetic susceptibility () was calculated dividing the values
measured with a Agico KLY5 meter for the net weight of the samples. The
coercive force (B.), the saturation remanent magnetization by mass (M;s,
or SIRM) and the saturation magnetization by mass (M) were determined
with a vibrating sample magnetometer (VSM Micromag 3900, Princeton
Magnetics) at a maximum field of 1.0 T; concentration dependent hystere-
sis parameters were calculated subtracting the high field paramagnetic lin-
ear trend before dividing the magnetic moments for the net weight of the
samples. The coercivity of remanence (B,,) values were interpolated from
backfield remagnetization curves up to —1 T, after saturating at 1 T field.

The domain state and magnetic grain-size of the samples were com-
pared to theoretical magnetite according to the hysteresis ratios M, / Mg
vs. B.r / B. in the “Day plot” (Day et al., 1977; Dunlop, 2002a, 2002b).

FORCs were measured in steps of 2.5 mT, with 300 ms averaging time
and maximum applied field being 1.0 T using a Lakeshore 8604 VSM;
FORC diagrams were processed, Variforc smoothed and drawn with the
FORCINEL 3.05 Igor Pro routine (Harrison and Feinberg, 2008): relatively
high smoothing factors on the vertical and horizontal ridges (4 to 6), even
larger on the backgrounds, were selected due to the weak magnetic proper-
ties of the samples. FORC diagrams provide information regarding mag-
netic reversal mechanisms in ferromagnetic minerals (Pike et al., 1999;
Roberts et al., 2000): they are used for delineating the distributions of the
interaction field (B,) and coercivity in samples and to distinguish between
single domain (SD), multidomain (MD) and pseudo-single domain (PSD)
behaviors, the latter recently referred as “vortex state” for better describing
the transitional state between SD and MD.

2.6. Deposition rate

The element concentration found in lichens can effectively be used to
estimate a deposition rate (Loppi, 2014; Loppi and Pirintsos, 2003; Loppi,
2019; Contardo et al., 2020). After cutting small pieces of thallus lobes,
we measured the dry weight and the area of these fragments, obtaining a
mean weight/area ratio of 160 pug/m? The deposition rate was then calcu-
lated considering the final concentration as an equilibrium value with the
environment reached in 3 months of exposure according to the formula:

deposition (pg m d") = concentration (pg g") x 160 (g m’z)/‘)O (days)

2.7. Statistical analysis

Descriptive statistics were calculated using Microsoft Excel and Past
4.05 software (Hammer et al., 2001). The correlation analysis between
magnetic and chemical data was run using the Pearson coefficient of
linearity.

3. Results
3.1. Magnetic properties of leaves
The magnetic susceptibility of plant leaves sampled in September

(Table 1s) ranged between —0.02 and 22.31 x 10~ ® m® kg !, with mean
values * standard error, averaged by tree species, 7.86 *+ 1.01, 15.20 +
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2.36,2.07 + 1.20 and 0.96 + 0.53 x 10~ % m® kg~ for Platanus, cypress,
oleander and myrtle (from closest to farthest from road), respectively.

The hysteresis loops were saturated well before 1 T, with modest coer-
civities: 4.8 mT < B, < 8.2 mT and 29.6 mT < B, < 40.6 mT.

Concentration dependent hysteresis parameters M and M, ranged be-
tween 1.7 and 21.1 mAm>kg ! and 0.1 and 1.6 mAm>kg ™!, respectively,
and varied in the same way as the magnetic susceptibility, with respect to
the distance from the roadside, with mean values of My = 7.9 = 0.9,
139 + 21,24 +0.7,2.1 = 0.4 rnAmzkg’1 and mean values of M =
0.6 + 0.1,1.0 = 0.2,0.1 = 0.0, 0.2 = 0.0 mAm>kg ", for Platanus, cy-
press, oleander and myrtle, respectively.

The samples Oleander 18, 2S and 3S were sampled facing the road, the
Villa and over its top, respectively, and the magnetic susceptibility values
seem to follow this directional variability (Fig. 2a), that was not further ex-
plored in this study, to maintain a site averaged statistic approach. Overall,
the concentration-dependent magnetic parameters indicated concentra-
tions of ferrimagnetic minerals decreasing in the sequence x, M, M,
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(cypress) >, My, My, (Platanus) > 7, Ms, My, (oleander) > %, Mg, M, (myr-
tle); see Fig. 2a for .

In the “Day plot” (Fig. 3), the data points, calculated as mean B,,/B. and
M,s/M; ratios for each species, fell in the middle-right side of the plot, between
the theoretical curves calculated for mixtures of SD and MD magnetite grains
and that for a mixture of SD and superparamagnetic (SP) magnetite grains.

The FORC diagrams of Platanus (Fig. 4a) and cypress (Fig. 4c) leaves, se-
lected for their relatively intense magnetic properties, were very similar, with
their distribution peaking close to the origin of the diagram and dominated
by typical MD grain features, such as the vertical distribution along the Bu
axis (Roberts et al., 2000), with a sharp tail extending to higher coercivities.

In December, the deciduous Platanus leaves, at the end of their life cycle,
showed a distinctively higher magnetic susceptibility value (Table 2s), with
ameany (18.4 = 4.6 x 10~ % m® kg™ ') higher than in September; con-
versely, the evergreen cypress leaves showed a lower magnetic susceptibil-
ity (x = 9.4 = 1.3 x 10~ % m® kg™ "), than in September. At increasing
distance from the road, mean values for oleanders and myrtles were x =

a) September 2020: magnetic susceptibility (10° m/kg) _ Distance from the road
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Fig. 2. Histograms of mass magnetic susceptibility of plant leaves, sampled in (a) September, suffix “S” and (b) December, suffix “D™: black bars = individual trees, white bars =
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Fig. 3. Bilogarithmic “Day plot” (Day et al., 1977) of the site averaged hysteresis ratios for leaves and lichen transplants (pentagons and circles, respectively; red symbols
outdoor samples, green circles indoor lichens), reported together with the average points for different kinds of fuel exhaust (orange, yellow and pink circles) and brake
dust particles (purple square) calculated from Sagnotti et al., 2009. The SD (single domain), PSD (pseudo-single domain) and MD (multidomain) fields and the theoretical
mixing trends for SD-MD and SP-SD pure magnetite particles (SP, superparamagnetic) are from Dunlop (2002a, 2002b). Unexposed, pre-transplant, soil of the gardens
and court samples are reported as black circles. The outdoor samples are located at the middle-right side of the plot, near the brakes data, while the indoor transplants
fall in the central part of the plot, close to the unexposed and pre-transplant control samples.

1.1 = 0.2and 2.5 + 0.2 x 10~ 8 m?® kg™, thus, respectively lower and
higher than those reported in September (Fig. 2b).

3.2. Magnetic properties of lichens

The magnetic susceptibility of lichens (Table 1), at site level, was com-
puted as the mean of three replicates, and varied asy, = 24.5 + 5.4, 6.6 =
1.2,3.8 = 03,24 + 0.3,1.0 £ 0.0, 1.0 = 0.2 x 10 ®m> kg for bags
exposed outside the Villa on Platanus trees and, on the Villa's ground level,
tied to a oleander and a myrtle closely aligned at the same distance from the
roadside, to a myrtle in front of the window of Galatea Hall, to the external
window frame of Galatea Hall, inside Galatea Hall, inside Amore e Psiche
Hall, listed at increasing distance from the road. On the first floor, x =
1.8 £ 0.1,0.7 + 0.2,0.7 + 0.2 x 10~ ® m® kg ! for bags exposed on
the external windows frame of a corridor, inside a corridor, and inside
Alessandro e Rossane's wedding Hall. Based on mean % = 0.6 + 0.3 X
108 m°® kg ! for the three unexposed samples, a ratio of the magnetic sus-
ceptibility of exposed to unexposed samples was calculated, resulting 39.3,
10.6, 6.1, 3.9, 1.6, 1.5 for the ground floor and 2.9, 1.2 and 1.1 for the first
floor, adopting the same sequence as before.

The hysteresis loops were saturated well below 1 T, with mean coerciv-
ities 6.6 mT < B, < 13.3mT and 33.3 mT < B, < 49.4 mT, which are slightly
higher than those determined for leaves.

Concentration dependent hysteresis parameters M; and M, varied
consistently with the magnetic susceptibility with respect to the distance
from the roadside and the floor, i.e., M decreasing from 18.9 + 2.5 to
1.4 + 0.3 mAm?/kg and M, from 1.4 + 0.2 to 0.2 + 0.0 mAm?/kg,
adopting the same order of magnetic susceptibility data.

In the Day plot (Fig. 3), as the distance from the roadside increases, the
lichen points tend to migrate from the middle-right side of the plot, where

leaf points are located, towards the central part of the plot, thus ap-
proaching the trend lines for theoretical mixtures of SD-MD pure magnetite
and the points of the control samples.

Lichens exposed near the road and those exposed indoors form two well
separated clusters, with samples exposed just outside the building at mid-
distances from the road, falling in between.

The control samples resulted not “magnetically pristine”, in the sense
that they are not purely diamagnetic or paramagnetic: in the “Day plot”,
their average points fell in same upper-central region of the samples ex-
posed inside the Halls.

The FORC diagrams reflect the same trend of the “Day plot”: MD features
prevail for the lichens exposed on Platanus (Fig. 4b), with a magnetic compo-
nent peaked at B. ~ 20 mT emerging at increasing distance from the road,
until becoming the prevalent coercivity component in the lichens exposed
in the Amore e Psiche Hall (Fig. 4e) and in a pre-transplant sample (Fig. 4f).

Overall, the concentration of soft ferrimagnetic minerals, as deduced
from concentration dependent magnetic parameters, are strongly depen-
dent on distance from the road, as shown with the barplot of magnetic sus-
ceptibility and the magnetic susceptibility ratio with respect to the distance
from the road (Fig. 5a, b); in (b), the distances were approximately evalu-
ated through the Google Earth web application, and verified though a
laser telemeter, and are referred to the sidewalk closest to the Tiber
River, the farther with respect to the Villa.

7

3.3. Bioaccumul of trace

The relationship of trace elements accumulated in lichen trans-
plants with distance from the road followed the same trend as their
concentration dependent magnetic properties (Table 3s) The highest
concentrations were recorded on Platanus, at the Lungotevere road,
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Fig. 4. FORC diagrams, for September leaves (a, ¢) and lichens (b, d, e, f): multidomain (MD) features prevail for the samples exposed outdoor and near the Lungotevere

Farnesina busy road, while single domain (SD) ct istics emerge for the
Amore e Psiche Hall. B, is the interaction field, B, the coercivity.

and the lowest inside the halls of Villa Farnesina, with some elements
(Al Ba, Cr, Cu, Fe, Sb) showing higher values in the Amore e Psiche
hall, compared with the other rooms. Arranging the data according
to road, garden, indoor ground floor, outdoor 1st floor, indoor 1st
floor (Table 4s), a clear decreasing trend emerged with the distance
from the road. The data also highlight that the Halls, at the ground
floor, experience overall slightly higher elemental levels compared
with the 1st floor, regardless of outdoors or indoors, which in turn
showed values very similar to those of unexposed samples.

The average annual element deposition rates at the exposure sites were
also estimated based on lichen bioaccumulation data (Table 4s).

3.4. Correlation between y, M and M vs. element concentration

The linear correlation between the concentration dependent magnetic
parameters (, M; and M) and the concentration of Al, Ba, Cd, Cr, Cu,
Fe, Ni, Sn, Sb and Zn was tested, at site level, for lichens (Table 5s;
Fig. 6). %, M and M, were linearly correlated (p < 0.05) for all the elements
but Al (p > 0.17 for %, M, and M,) and Cr, that was at the significance
threshold for x and M, and significant for M,. Interestingly, Al, an element
of limited metabolic value in lichens and commonly used as tracer of
geogenic input, was not at all correlated with magnetic parameters.

4. Discussion
4.1. Magnetic susceptibility of leaves and lichens

In both lichens and leaves, the magnetic parameters , M and M, were
strongly correlated, suggesting that they are indicative of the same

d samples and for those exposed at higher distance from the road and inside the

magnetic fraction, with the magnetic susceptibility well representing the
concentration of ferromagnetic particles in PM. Moreover, the significant
correlations demonstrate that the gel caps, despite their small volume, are
suitable for representing the overall ferromagnetic fraction of lichens and
leaves, and that PM is homogenously bioaccumulated.

The magnetic susceptibility values of plant leaves, considering both the
September and December collections, ranged from —0.02t039.10 x 10~ 8
m?® kg, highlighting a large variability spanning over two orders of mag-
nitude, which was strongly related to the distance from the roadside (Fig. 2
a, b). The highest values of % were measured for Platanus leaves, which
showed an average increase from 7.86 to 18.42 x 10~ ®m>kg ™" from Sep-
tember to December, indicating a relevant bioaccumulation of magnetic
particles after the end of the strictest lockdown measures for containing
the Covid-19 pandemic. This outcome is consistent with the doubling of
magnetic susceptibility values of PM; filters exposed in trafficked urban
contexts after the end of the strictest lockdown phase, when vehicular traf-
fic promptly increased (Winkler et al., 2021). The aforementioned study
was based on the filters sampled at Magnagrecia urban traffic station, at
about 2 km from Villa Farnesina, where average PM;, concentration was
27 pg m~ 2 for the year 2020, similarly to Largo Argentina station, 1 km
far from the Villa, where the average PM, , concentration during the lichen
exposure was 25.8 pg m ™~ >,

In September, the magnetic susceptibility of 5-months-old Platanus
leaves was lower than that of cypress leaves; conversely, in December
Platanus leaves showed higher magnetic susceptibility values compared to
cypress, whose magnetic susceptibility decreased. Moreno et al. (2003) sug-
gested that the evergreen or deciduous nature of leaves, as observed on
Platanus sp and Quercus Ilex leaves, drives the magnetic susceptibility
values, which are primarily influenced by the distance from the road;
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Table 1

Average, standard deviation (sd), minimum and maximum values of mass specific
magnetic susceptibility (), saturation magnetization (M), remanent magnetization
(M), coercivity (B,), coercivity of the remanence (B,,) and saturation remanent
magnetization to magnetic susceptibility ratio (SIRM/) of the lichen bags, unex-
posed and pre-transplant control samples.

x (1078 M M, B. B  SIRM/Y

m®kg™") (mAm?/kg) (mAm?/kg) (mT) (mT) (kA/m)

Platanus mean 245 18.9 14 6.6 361 6.2
sd 9.3 4.5 03 04 20 2.7

min 13.8 15.7 1.1 6.2 334 3.7

max 30.7 24.0 1.7 71 38.0 9.1

Myrtle - mean 6.6 7.0 0.7 87 363 11.1
Oleander sd 2.1 2.1 02 02 03 6.1
min 4.2 4.7 04 85 36.0 5.1

max 8.3 8.7 08 89 36.6 17.2

Myrtle mean 3.8 3.8 03 95 398 8.9
sd 0.6 1.5 0.1 1.2 1.7 1.5

min 3.2 22 02 86 379 7.2

max 4.4 5.0 04 109 41.2 9.8

Ext Galatea mean 2.4 2.5 03 99 333 11.2
sd 0.5 0.5 0.1 0.7 1.2 2.0

min 1.9 21 02 92 321 8.9

max 3.0 3.0 04 104 345 12.8

Galatea mean 1.0 1.0 01 115 427 11.0
sd 0.1 0.4 0.1 1.1 7.9 4.5

min 0.9 0.6 0.1 103 37.8 6.2

max 1.1 1.4 02 125 519 15.1

Amore e mean 1.0 1.2 02 133 382 20.5
Psiche sd 0.3 0.3 0.1 0.8 1.9 8.7
min 0.8 1.0 0.1 124 36.5 11.0

max 1.3 1.6 0.2 138 403 28.0

Ext Corridor ~ mean 18 15 02 117 435 10.1
sd 0.1 0.3 00 17 6.0 1.8

min 1.7 1.3 0.2 10.1 40.0 8.7

max 1.9 1.7 0.2 135 504 121

Corridor mean 0.7 0.9 0.1 129 494 17.2
sd 0.3 0.2 0.1 06 67 29

min 0.4 0.7 0.1 123 452 14.2

max 1.1 11 02 134 571 20.1

Alessandroe  mean 0.7 14 02 11.8 36.1 28.3
Rossane sd 0.2 0.5 01 02 32 13.4
min 0.5 0.9 01 115 325 18.7

max 0.9 1.8 02 119 386 43.7

Unexposed mean 0.6 0.9 0.1 13.0 41.6 29.1
sd 0.6 0.4 0.1 03 31 16.0

min 0.0 0.3 0.0 127 395 10.1

max 1.2 1.2 02 132 451 49.2
Pre-transplant mean 1.0 1.2 0.2 144 372 19.8
sd 0.3 0.1 00 09 17 6.9

min 0.6 1.1 0.2 135 352 12.7

max 1.2 1.3 02 156 395 29.1

they also reported that the magnetic susceptibility of Platanus leaves ranged
from 0.1 t0 10.4 x 10~ ®m® kg~ ! for wet leaves sampled in October, con-
sistently with this study and lower with respect to the December 2020
leaves, whose values were in the same range of the more efficient Quercus
Ilex leaves sampled in 2002. In general, these results suggest that it is inap-
propriate to compare the concentration-dependent magnetic parameters of
leaves of different plant species, and that several factors influence their
values, beyond the distance from the roadside and the deciduous or ever-
green leaf traits. Plant species with a combination of leaf traits such as
high trichome density and leaf wettability can have a higher accumulation
of particles, thus being preferable as PM filters and for the mitigation of at-
mospheric PM: Muhammad et al. (2019) classified Platanus x acerifolia in
the group characterized by the lowest SIRM values, while Cupressaceae
fell in the medium and highest SIRM values classes. Thus, it is possible to
suggest that the higher  values of cypress leaves in September well repre-
sent their longer exposure to traffic and their bioaccumulation efficiency
with respect to Platanus, whose 7 values emerged in December, when the
distance from the roadside — after prolonged exposure to vehicular traffic
- was the main factor controlling the bioaccumulation of magnetic particles.
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The magnetic susceptibility of cypress leaves decreased in December,
with respect to September; it is supposed that  decreased as a washing ef-
fect of the intense rainfalls occurring for 10 consecutive days before the
sampling, even if Muhammad et al. (2020), through specific leaf washing
experiments, reported a very limited washing effect in Cupressaceae.
Blanusa et al. (2015) demonstrated that the leaf surface of Platanus x
hispanica, owing to the presence of fine firm trichomes, was able to immo-
bilize more than 90% of the total deposited particles, and Hofman et al.
(2014), examining the leaf SIRM of P. x acerifolia for an entire growing sea-
son, observed a steady increase in leaf SIRM until the onset of senescence.
Conversely, Muhammad et al. (2020) calculated that the immobilized frac-
tion of PM raised from 36% to 54% from June to September in Platanus X
acerifolia.

For oleanders and myrtles, the effect of distance from the roadside was
dominant, with y values, on average, respectively 13.6% and 6.3% of
Platanus in September and respectively changing to 6.0% and 13.5% in
December, not excluding that these variations can be linked also to larger er-
rors arising from the experimental procedure affecting low magnetic suscep-
tibility values: oleanders were considered efficient magnetic biomonitors by
Moreno et al. (2003) second only to Quercus Ilex, as appreciated measuring
and comparing different leaves of tree and shrubs species exposed side by
side in Rome.

The magnetic susceptibility of lichen transplants clearly decreased with
distance from the roadside, highlighting vehicular traffic as the main source
of the bioaccumulated particles (Fig. 7); the exposed to unexposed mag-
netic susceptibility ratio decreased in the sequence 39.3, 10.6, 6.1, 3.9,
1.6, 1.5 for the ground floor and 2.9, 1.2, 1.1 for the first floor, following
an exponential decay with distance from the roadside, as approximately es-
timated according to the Google Earth website application (Fig. 5b) and
verified with a laser telemeter, and in agreement with Szonyi et al.
(2008), who found that  values decrease to a magnetic background level
20-30 m away from high-traffic roads.

Higher concentration dependent magnetic parameters are typically mea-
sured with increasing proximity to PM sources, and with increasing source
strength (e.g., traffic volume): examples of such magnetic distance-decay
are evident in magnetic biomonitoring studies for leaves (Matzka and
Maher, 1999; Moreno et al., 2003; Hofman et al., 2016; Maher et al., 2008,
Kardel et al., 2012; Hansard et al., 2012; McIntosh et al., 2007), lichens and
mosses (Salo et al., 2016; Marié et al., 2016; Winkler et al., 2020).

The magnetic susceptibility of lichens transplanted inside the Halls was
basically unaffected by the exposure, with a modest bioaccumulation of
magnetic particles at the sensitivity limits of these measurements, and
largely irrespective of Villa Farnesina floor.

Lichen transplants thus proved to be efficient and sensitive biomonitors,
suitable for investigating the diffusion of PM particles inside unvegetated
areas such as the Halls, without the uncertainty and variability connected
to the use of leaves of different plant species.

The biomonitoring efficiency of lichens was further confirmed com-
puting the difference of leaf magnetic susceptibility between December
and September for Platanus, Oleander and Myrtle, and comparing the re-
sults with the magnetic susceptibility of lichens exposed on the same
sites, after being corrected for the mean magnetic susceptibility of unex-
posed samples.

Under the same location and exposure period, lichens always showed
higher increases of magnetic susceptibility than leaves: 23.9, 6.0, 3.2 X
10" % m® kg ' vs 10.6, —1.0, 1.5 x 10~® m® kg™, respectively for lichens
and leaves exposed or sampled on Platanus, Oleander and Myrtle, respectively.

Distance from the roadside preserved the Halls from large inputs of ve-
hicular magnetic particles, but a joint protective effect was offered by the
trees and shrubs of the Lungotevere and the gardens that, according to
the magnetic susceptibility values, played an important role in accumulat-
ing and removing particulate pollutants from the air, thus providing an im-
portant ecosystem service to Cultural Heritage.

Green spaces can improve air quality through dry deposition on the leaf
surface (Blanusa et al., 2015), working as a natural sink for pollutants, as
suggested by several authors (Fusaro et al., 2017; Mukherjee and
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Fig. 5. The variability of lichens’ magnetic susceptibility with the distance from the road: (a) average values and standard errors of mass magnetic susceptibility of lichens
exposed for three months, black bars for samples on the ground floor, white for the first floor; (b) exponential decay of the magnetic susceptibility () ratio vs distance
from the road, calculated as the magnetic susceptibility of exposed transplants normalized to the average value of the unexposed samples. Distances were evaluated by
means of the proper Google Earth function, and successively verified through laser telemeter measurements.

Agrawal, 2018): Manes et al. (2016) estimated that urban green, in the
Rome Metropolitan area, removed 1159.90 Mg of PM;, in 2003.

4.2. Magnetic mineralogy of leaves and lichens

In general, for both lichens and leaves, the magnetic properties suggest
that magnetite-like minerals are the main magnetic carriers, as confirmed
by the SIRM/%, average values reported in Table 1 and Table 1s (Thompson
and Oldfield, 1986).

For what concerns the domain state and the grain size of the magnetic
particles, the role of the “Day plot” is under discussion for its intrinsic lim-
itations (Roberts et al., 2018); nevertheless, it is used here as an empirical
tool for comparison with previous studies addressed to the magnetism of

traffic-related particulate matter. When compared with the average data
obtained for fuel and brake emissions sampled in cars' exhaust pipes and
wheel rims (Sagnotti et al., 2009), Platanus leaves and lichens are placed
close to the “brake” data points (Fig. 3), consistently with magnetic bio-
monitoring surveys carried out on lichens transplanted in Milan and on
tree leaves sampled in Rome, where multidisciplinary analyses pinpointed
brake abrasion as the main source of urban PM (Winkler et al., 2020; Fusaro
etal., 2021). Notably, the position in the diagram is slightly shifted, with
respect to “pure” brake behavior, towards the central zone of the plot, sim-
ilarly to the Quercus Ilex leaves investigated by Sagnotti et al. (2009), who
did not exclude the influence of a secondary weaker magnetic component
connected to fuel exhaust emissions. Moving away from the roadway and
towards the Halls, the position of lichen transplants gradually migrated
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Fig. 6. Selected linear correlations between magnetic susceptibility () of lichens and element concentration (a, Fe; b, Ba, ¢, Cu; d, Sb; e, Zn; f, Al): all the elements but Al and
Cr significantly correlated with , at 95% confidence level. g) correlation plot of concentration dependent magnetic parameters and element concentration: the circle
dimension represents the value of r, the linear correlation parameter, in blue when positive.

towards those occupied by control and soil samples, in the central-upper
area of the plot, near the theoretical trends for natural magnetite, with a
possible presence of magnetic particles related to fuel exhausts.

Magnetic measurements well discriminate brakes from other magnetic
emissions, e. g. by means of the “Day plot”, but fuel exhaust and fine natural
magnetic components are somewhat difficult to be disentangled. In the

“Day Plot”, as already observed for the concentration-dependent magnetic
parameters, lichens outlined better than leaves the gradual transition from
outdoor traffic-related bioaccumulation to indoor apparently uncontami-
nated or very slightly contaminated conditions.

The SIRM/% average value (6.7 + 2.5 kA/m) for September leaves
is in line with brakes as the main emissions (Chaparro et al., 2010;
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first floor

ground floor

Fig. 7. Modified Google Earth aerial view of Villa Farnesina: the magnetic susceptibility values of lichen transplants are superimposed to the sampling sites as histograms. The
magnetic susceptibility values decay with the distance from the road, that was evaluated by means of the proper Google Earth function and verified through the measurement

with a laser telemeter.

Gonet and Maher, 2019), and distinct from gasoline and diesel exhausts
(13.8 = 6.3 kA/m and 14.5 + 12.1 kA/m, respectively). For lichens,
SIRM/, values increase with distance from the road, gradually ap-
proaching the noticeably higher values carried by unexposed samples,
that is, on average, 29 kA/m, a value that can be ascribed to finer natural
magnetite grains. The large variability in SIRM/, values in lichens far from
the roadside is likely due to the worse determination of SIRM values on
small gel caps of samples containing a low amount of magnetic particles.

The FORC diagrams of Platanus and cypress leaves (Fig. 4a, c) as well as
roadside lichens (Fig. 4b) peaked at the origin of the diagrams, showing
prevailing MD features and a sharp tail extending to higher coercivities,
closely resembling those for brakes and leaves reported by Sagnotti et al.
(2009) and Winkler et al. (2020), and in overall agreement with the consid-
erations made after the “Day plot” and SIRM/y, values: brakes emissions
dominate the magnetic properties of PM in outdoor samples close to the
road. The sharp tail extending to higher coercivities on the FORC diagrams
was recently attributed to nanoscale particles of metallic Fe arising from
brake pads (Sheikh et al., 2022).

A single-domain magnetic component peaked, at around 20 mT, the
noisier FORC distribution of a control sample (Fig. 4f), myrtle-oleander
(Fig. 4d) and Amore e Psiche (Fig. 4e) lichen transplants, highlighting a
weak and presumably natural magnetic component preexisting to the li-
chen exposure and emerging only when the contribution of brake emission
is negligible.

This weak SD component might also be connected to the minor fuel ex-
haust contribution shifting the points of the roadside leaves on the “Day
plot”, with respect to “pure” brake behavior, as interpreted for Q. ilex leaves
sampled in Rome (Sagnotti et al., 2009).

Moreover, it is expected that fine SD magnetic components are
able to reach farther distances with respect to the coarser fraction of
MD brakes emissions, thus appearing in the outdoor samples that are
relatively far from the roadside. Overall, these results are compliant
with Gonet et al. (2021a, 2021b), who concluded that non-exhaust
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vehicle brake wear is the major source of airborne magnetite in
traffic-related contexts; they also estimated that, at the roadside of
Lancaster and Birmingham, brake wear contributes 68-85% of the
total airborne magnetite in the roadside environment, followed by
diesel exhaust emissions (7-12%), petrol exhaust emissions (2-4%)
and background dust (6-10%).

About the grain size of brake emissions, Gonet and Maher (2019)
showed that Fe-bearing particles arise from the friction between a
brake pad and the cast iron disc: at operating temperatures below
200 °C, abrasive processes dominate, and wear particles >1 pm are
mostly generated. At higher temperatures (>190 °C), the concentration
of nanoparticles (<100 nm) increases by 4-6 orders of magnitude and
constitutes >90% of total brake dusts.

In this study, the magnetic properties that are diagnostic of the presence
of SP particles—e.g., the enhancement of magnetic susceptibility, very low
SIRM/k values, asymmetry along the B, axis in FORC diagrams— did not
supported the presence of ultrafine magnetic particles.

Conversely, the position of the outdoor samples in the “Day plot” might
depend on the coexistence of SP and MD granulometric fractions, as well as
the fact that the chemically-impure composition of the magnetite-like par-
ticles prevent the points to fall near the zones and the mixing lines calcu-
lated for theoretical magnetite.

As a further difficulty, Muxworthy et al. (2003) and Sagnotti and
Winkler (2012) showed that in traffic-related PM, the SP fraction may
occur as coating of MD particles, being originated by localized stress in
the oxidized outer shell surrounding the unoxidized core of magnetite-
like grains: thus, it should not be considered as a direct proxy for the overall
content of ultrafine <30 nm particles.

Conversely, Gonet et al. (2021b), demonstrated that most brake-wear
particles are smaller than 200 nm, and that even the larger brake-wear
PM size fractions are dominated by agglomerates of ultrafine grains.

Magnetic measurements well discriminate brakes from other magnetic
emissions, but fuel exhausts and fine natural magnetic components are
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somewhat difficult to be uncoupled; the association between the magnetic
grain size and the domain state is not always straightforward and, for what
concerns the harmful ultrafine magnetic particles, they are difficult to be in-
vestigated at standard room temperature for their unstable magnetic prop-
erties.

4.3. Comparison of magnetic and chemical properties of lichens and element
deposition fluxes

Exhaust emissions constitute a substantial source of magnetic particles
in urban environments, even if 90% of tailpipe emissions is carbonaceous
material (Gonet and Maher, 2019). Trace elements emitted by engines in-
clude Fe, Zn, Cr, Mo, Ti, Mg, Ni, Pb, Ca, Cu, Ba, Sb, Co, Cd, V, Pt and Pd.

Brake wear debris comprises primarily carbonaceous and metal-bearing
components but, in contrast to tailpipe emissions, Fe often dominates, con-
stituting >50 wt% of all brake wear emissions: besides Fe, brake dust emis-
sions include Cu, C, Ba, Sb, Si, Al, Mo, S, Sn, Cd, Cr, Pb, Zr, Ti and Zn (Gonet
and Maher, 2019; Iijima et al., 2007).

Thus, the statistical associations between magnetic susceptibility and
chemical elements corroborates the results of the magnetic analyses: the
main source of particulate pollution is vehicular traffic, mostly from brake
abrasion emissions.

A major soil contamination of lichen samples can be ruled out,
considering that no significant correlation emerged between Al and
magnetic properties.

The knowledge of element deposition fluxes is of paramount impor-
tance, especially in indoor environments, since chronic exposure to ambi-
ent PM is associated with a wide array of adverse effects for human
health (Churg et al., 2003) and for cultural heritage (Comite et al., 2019;
Grossi and Brimblecombe, 2004). However, this kind of data is rarely avail-
able, and the possibility offered by lichen biomonitoring techniques for
such an estimation is invaluable. Estimated element deposition rates at
the Lungotevere road and the Garden of Villa Farnesina are consistent
with those estimated for Milan (Contardo et al., 2020) and those measured
in other large cities such as Los Angeles (Sabin et al., 2006), Chicago
(Shahin et al., 2000), Munich (Dietl et al., 1997), Paris (Ayrault et al.,
2013), while estimated element deposition rates at indoor Halls are similar
to those reported for background or lightly polluted environments
(Schneider et al., 2021; Shelley et al., 2017), in strong agreement with
the magnetic observations.

5. Conclusions

This study represents the first multidisciplinary biomonitoring ap-
proach for assessing the impact of vehicular traffic on cultural heritage lo-
cated within trafficked urban contexts.

It was tested if the Halls of Villa Farnesina in Rome, frescoed, among
others, by Raffaello Sanzio, are preserved from large inputs of vehicular
magnetic particles, because of the distance from the roadside and the eco-
system services provided by trees and shrubs at the Lungotevere road and
inside the gardens of the Villa.

The partial constraints for the containment of Covid-19 pandemic
helped in the discrimination of natural and vehicular PM sources,
disregarding the influence of the indoor activities connected to the visits
by individuals, schools and large groups, which were not allowed for
most of the time.

The main outcomes of this study are:

1) Plant leaves and transplanted lichens are very different but complemen-
tary biomonitors, and their combined use is desirable for applying these
methodologies under distinct visions and perspectives.

Leaves are widely distributed in urban contexts and are effective for an
immediate and basic outline of particulate matter bioaccumulation,
which strongly depends on the plant species and is preparatory for
assessing the inter-species differences in providing phytoremediation
and preventive conservation services. Lichen transplants constitute
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state of the art biomonitors, by means of chemical and magnetic proper-
ties measured after a determined period of exposure and compared to
known initial conditions. Moreover, lichens can be used for planning
outdoor vs indoor sampling designs, providing a chance for investigat-
ing the directional diffusion of airborne particulate matter inside the in-
teriors of civil and historical buildings.

2) The magnetic and chemical properties of plant leaves and lichen trans-
plants exposed around and inside Villa Farnesina depended on the bio-
accumulation of traffic related magnetite-like particles associated,
among others, to Cu, Ba and Sb, mainly emitted by vehicular brakes.
The magnetic susceptibility of lichens decreased exponentially with the
distance from the road: the frescoed Halls, over 30 m far from the road-
way and protected by the trees, were preserved from significant inputs
of traffic-related magnetic particles.

Magnetic biomonitoring demonstrated once more to be a fast, cheap
and very sensitive methodology for outlining the impact of vehicular partic-
ulate emissions, suggesting its use for further investigations at cultural her-
itage sites located within complex metropolitan areas.
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IL BLU EGIZIO NEL TRIONFO DI GALATEA DI RAFFAELLO

Il presente contributo si riferisce ai primi risultati ottenuti dalla cam-
pagna di analisi non invasive — ancora in corso — sul Trionfo di Galatea,
affresco di Raffaello conservato a Roma, in Villa Farnesina, sede di rap-
presentanza dell’ Accademia Nazionale dei Lincei. L’affresco, di dimensioni
295 x 225 cm e concordemente datato tra il 1511 e il 1512, si trova nella
Loggia di Galatea che proprio da esso trae il nome.

Le analisi sull’opera sono iniziate nel 2020, anno dedicato al 500esimo
anniversario della morte di Raffaello e sono parte di un progetto pitt ampio
volto alla conoscenza dei materiali pittorici della Villa cominciando proprio
dalle opere del maestro urbinate: la Loggia di Amore e Psiche e la Loggia
di Galatea.

Sul Trionfo di Galatea sono state condotte analisi di tipo non-invasivo
in modalita puntuale e di imaging utilizzando, per queste ultime, le tecno-
logie piu avanzate attualmente disponibili. Tra queste vi ¢ la fluorescenza
a raggi X in modalita di scansione (MA-XRF), evoluzione ad immagine di
una delle tecniche fondamentali per la conoscenza dei materiali artistici. La
fluorescenza a raggi X (XRF) consente di conoscere gli elementi chimici
presenti su una superficie e, nella versione per immagini, fornisce la localiz-
zazione degli stessi sulla superficie analizzata, restituendo quindi una map-
pa della distribuzione elementare sull’area in esame.
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Fig. 1 — Dall’alto: il Trionfo di Galatea, area analizzata mediante MA-XRF; mappa
MA-XRF con evidenziati gli elementi principali: rame (blu), ferro (verde), mercurio
(rosso) e calcio (grigio).

E stata analizzata mediante MA-XRF la parte dell’affresco compren-
dente il gruppo centrale dei personaggi (Fig. 1): una porzione decisamente
molto estesa per questo tipo di tecnica. E emerso che gli elementi principali
che caratterizzano la superficie affrescata sono: rame, ferro, mercurio e cal-
cio (Fig. 1). In particolare il rame risulta I’elemento pill estesamente impie-
gato, distribuito nel cielo e nel mare ma anche in zone molto circoscritte
come la sclera degli occhi.

Per identificare il pigmento a base di rame presente nel cielo e nel mare
sono state effettuate misure di riflettanza nel visibile in vari punti di queste
due aree. La riflettanza eseguita nell’area del cielo ha mostrato uno spettro
estremamente simile allo standard del blu egizio (Fig. 2), uno dei piu antichi
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Fig. 2 — Confronto tra lo spettro di riflettanza nel visibile di uno standard di blu egizio
e quello effettuato in un punto del cielo nel Trionfo di Galatea.
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Fig. 3 — Confronto tra lo spettro di riflettanza nel visibile di uno standard di blu egizio
e quelli effettuati in un punto del cielo e del mare nel Trionfo di Galatea.

pigmenti artificiali, se non il pit antico in assoluto. Con la stessa tecnica sono
stati analizzati anche alcuni punti nel mare, caratterizzato anch’esso dalla pre-
senza di rame, come rivelato da XRF. Anche qui ¢ emersa la presenza di blu
egizio, probabilmente in miscela con un altro pigmento a base di rame o ferro
essendo questi gli elementi che caratterizzano 1’area (Fig. 3).
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Il blu egizio, le cui prime tracce di impiego da parte del popolo che per
primo lo ha prodotto e a cui deve il nome risalgono al 3000 a.C. (Ullrich
1987; Riederer 1997), era anche uno dei pigmenti principali della tavolozza
degli antichi romani. Usato per millenni, il suo impiego si ¢ protratto — sep-
pure con discontinuita — fino all’alto medioevo (Gaetani et al., 2004; Lluve-
ras et al., 2010) dopodiché le evidenze della sua produzione si perdono. Esso
si ottiene mescolando rame, silicio, calcio in condizioni basiche e scaldandoli
a circa 850 °C; ¢ composto principalmente da cuprorivaite, un tetrasilicato di
rame — rarissimo in natura (Pabst 1959) — in cui la configurazione dello ione
Cu?* conferisce al pigmento proprieta spettroscopiche del tutto peculiari.

Queste ultime si traducono in uno spettro di riflettanza nel visibile mol-
to riconoscibile per le sue caratteristiche ben definite — indice della struttura
cristallina del composto — e nelle proprieta di luminescenza che lo rendono
di facile individuazione. Infatti quando il blu egizio ¢ illuminato con luce
visibile, emette una radiazione nel vicino infrarosso (910 nm) che puo es-
sere raccolta e visualizzata sia in modalita puntuale che per immagine (Ac-
corsi et al., 2009). Cio consente non solo di rivelarlo ma anche di tracciarne
la distribuzione su una superficie. L’intensita di luminescenza ¢ cosi elevata
che spesso se ne ravvisa 1’utilizzo anche in aree che alla luce visibile appa-
iono prive di cromia.

Per confermare 1’uso di blu egizio nel cielo, laddove gli spettri di riflet-
tanza ne suggerivano la presenza, ¢ stata dapprima effettuata una misura di
luminescenza puntuale il cui esito ne ha attestato inequivocabilmente I’im-
piego (Fig. 4). Lo stesso procedimento ¢ stato seguito anche per il mare,
ottenendo il medesimo risultato (Fig. 4). Poiché dall’analisi XRF il rame ri-
sultava presente anche negli occhi di Galatea, in particolare nella sclera che
all’osservazione risulta essere bianca, & stata effettuata una misura anche in
quest’area ottenendo un’emissione particolarmente intensa (Fig. 4).

Per ottenere dunque una mappatura completa della distribuzione del blu
egizio sulla superficie dell’affresco ¢ stata utilizzata la tecnica VIL (Visible-
Induced Luminescence) nella sua variante cosiddetta RIL (Red-induced Lu-
minescence) che usa, come sorgente irradiante, la porzione rossa dello spet-
tro elettromagnetico proprio in corrispondenza del massimo assorbimento
del blu egizio (Daveri et al., 2016). 1l risultato ottenuto ¢ 1’estesa presenza
di blu egizio nel cielo e nel mare (Fig. 5); tutto il cielo & stato realizzato im-
piegando blu egizio, come si vede dalla VIL effettuata anche sulla porzione
superiore dell’affresco (Fig. 6); esso ¢ stato inoltre utilizzato anche per le
parti interne delle ali dei putti volanti intorno a Galatea.

Oltre alle parti visibilmente blu e a quelle di altra cromia che pero lo
contengono in miscela — come evidenziato dalle immagini RIL — ¢ interes-
sante notare come il blu egizio si ritrovi mescolato in tutte le parti bianche
degli occhi di quelle figure il cui sguardo ¢ rivolto — anche parzialmente —
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Fig. 4 — Spettri di luminescenza in modalitd puntuale effettuati nel cielo, nel mare e
negli occhi di Galatea.

Fig. 5 — Particolare dell’immagine RIL effettuata sul Trionfo di Galatea. La presenza di
blu egizio ¢ leggibile nelle aree bianche.

verso 1’osservatore, e di cui dunque ¢ visibile la sclera. In particolare — oltre
agli occhi di Galatea — lo si ritrova anche in quelli del tritone buccinatore e
del suo cavallo, posti alla sinistra dell’osservatore, cosi come in quelli del-
la nereide trattenuta dal tritone sempre sulla sinistra; poi ancora nel tritone
sulla destra — I’unico del gruppo con lo sguardo parzialmente visibile — ed
in Palemone, il putto che trattiene i delfini nella parte inferiore dell’affresco.
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Fig. 6 — Immagine RIL della parte superiore del cielo nel Trionfo di Galatea.

Tale procedura ha radici molto antiche: tracce di blu egizio nella sclera
degli occhi sono state infatti trovate (Fig. 7) su una testa in marmo del 600
a.C. (Verri 2009) ed in seguito su statue e ritratti di epoca romana imperiale
(Verri 2009; Verri et al., 2010). Se ¢ evidente che questa mappatura dell’im-
piego di blu egizio nella sclera degli occhi risulta ancora incompleta poiché
dipendente dall’esecuzione sistematica di analisi VIL su reperti antichi, ¢
altresi evidente che la scelta tecnica di Raffaello non & certo un’innovazione
ma piuttosto una citazione, ponendosi in continuita con le tecniche impiega-
te nella statuaria e ritrattistica classica (Skovmgller et al., 2016).
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Fig. 7 — Confronto tra RIL sugli occhi di Galatea e su quelli di una testa marmorea
risalente al 600 a.C. (tratto da: Verri 2009); si nota la presenza di blu egizio nella sclera
di entrambi gli occhi.

Per quanto sorprendente risulti la presenza di blu egizio su un’opera ri-
nascimentale, in quanto si tratta di una riapparizione dopo secoli di assenza,
essa non ¢ tuttavia un caso isolato.

Attualmente, infatti, sono noti altri tre casi di impiego del blu egizio nel
XVI secolo. Si tratta di tre dipinti su tavola di due artisti ferraresi: Giovan-
ni Battista Benvenuti, detto 1’Ortolano, € Benvenuto Tisi, detto il Garofalo;
nello specifico il blu egizio ¢ stato individuato in un dipinto dell’Ortolano
raffigurante Santa Margherita, databile al 1524 e conservato a Copenhagen
nello Statens Museum for Kunst (Bredal-Jgrgensen et al. 2011) ed in due
dipinti del Garofalo: una Adorazione dei Magi datata agli anni 30 del 1500
e conservata nel Rijksmuseum di Amsterdam (DeVivo et al. 2019) e una
Sacra Famiglia (1520-1535) conservata alla National Gallery di Londra
(Spring et al. 2019).

Questi tre dipinti sono posteriori di almeno 10 anni al Trionfo di Ga-
latea e circoscritti geograficamente all’area ferrarese. Cid significa che il
Trionfo di Galatea ¢, attualmente, il primo caso di utilizzo del blu egizio
nel Rinascimento. Non sono noti — per ora — elementi che possano collegare
I’operato e le scelte tecniche di Raffaello con quelle di Ortolano e Garofalo,
né stabilirne una qualche consequenzialita. Di certo ¢ nota I'influenza di
Raffello su entrambi questi pittori (Pattanaro 1995) e seppure la comunanza
di un pigmento cosi obsoleto, nell’opera di tre artisti coevi, in un lasso di
tempo relativamente breve, potrebbe far pensare ad un tentativo di emula-
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zione del maestro urbinate da parte dei pittori ferraresi — i quali forse, ne
furono cosi colpiti da mutuarne non solo lo stile ma anche i materiali pitto-
rici — tuttavia non sono note fonti documentali che avvalorino questa ipote-
si. Da notare un’altra differenza nel modo d’uso del blu egizio tra Raffaello
ed i ferraresi: nel primo caso si tratta di un pigmento antico utilizzato per
ritrarre un soggetto mitologico, e quindi anch’esso antico, con una tecnica —
quella di mescolarlo al bianco degli occhi — anch’essa molto antica perché
risalente alla statuaria di eta imperiale romana; nei casi di Garofalo ed Orto-
lano il blu egizio ¢ utilizzato per ritrarre soggetti a tema religioso, quindi in
modo del tutto decontestualizzato rispetto a Raffaello da cui invece traspare
la consapevolezza dell’uso di un materiale antico per un soggetto “antico” e
la volonta di usarlo “all’antica” come dimostra la ricorrente presenza negli
occhi dei personaggi.
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