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INTRODUCTION
The Frido Unit rocks (Vezzani, 1969) belonging to the 

Liguride Complex in the southern Apennines, derived 
from paleogeographic domains of the Jurassic Neothetys 
ocean (Stampfli et al., 2002; Tortorici et al., 2009) that 
separated the European and African continental margin. 

In the central Mediterranean area, an Apulian microplate 
is generally identified north of the African plate. This may 
be separated into an Apulian part to the south, representing 
an African promontory, and an Adriatic part to the north, 
which may be seen as an independent microplate in the 
Cretaceous-Late Eocene time interval (Stampfli et al., 
2002; Schettino and Turco, 2011; Laurita et al., 2014).

The Frido Unit consists essentially of shales, calcschists, 
and metalimestones with associated ophiolites (Monaco 
and Tortorici, 1995). Slivers of continental crust (Spadea, 

1982; Knott, 1987; 1994; Monaco et al., 1995; Monaco 
and Tortorici, 1995; Tortorici et al., 2009) occur as a 
thrust fault delimiting the upper portion of this unit from 
a lower portion.

 According to Cavalcante et al. (2012), phyllosilicates 
in metasediments indicate that the Frido Unit was 
subjected to variable pressure and temperatures overprint. 
Furthermore, the preservation of  aragonite indicates that 
different thrust sheets of the Frido Unit underwent fast 
exhumation after the pressure and temperature peak in the 
accretionary wedge (Cavalcante et al., 2012).

The occurrence of white mica and chlorite (in phyllites 
and metapelites of the Frido Unit), indicates a HP/VLT 
metamorphism characterized by pressures of ~1.2-1.4 GPa 
and temperatures around 350 °C (Vitale et al., 2013). 

This study reports new petrographic, geochemical and 
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mineralogical analyses of the metasedimentary rocks 
of the Frido Unit. The geochemical proxies coupled 
to petrographic and mineralogical analyses provide 
useful information on the geological processes, source 
area provenance and tectonic setting of the studied 
metasedimenty rocks (Cullers et al., 1979; 1987; 1988; 
Taylor and McLennan, 1985; Cullers and Stone, 1991; 
McLennan et al., 1993; Perri et al., 2013, 2016; El Talibi 
et al., 2014; Perri, 2014; Perri and Ohta, 2014). Therefore, 
it is possible to better understand the effects of the 
geological processes on the petrographic, geochemical and 
mineralogical signatures of the Frido Unit metasedimentary 
rocks in the central Mediterranean area.

GEOLOGICAL SETTING
The southern Apennines are a NW-SE oriented segment 

of the Apennine fold and-thrust belt developed between 
the Upper Oligocene and the Quaternary times during the 
convergence between the Adria and European plates and 
closure of the Tethyan ocean with the simultaneous roll-
back to SE of the Ionian subducted slab (Gueguen et al., 
1998; Cello and Mazzoli, 1999; Critelli 1999; Doglioni et 
al., 1999; Patacca and Scandone, 2007). According to some 
authors (Ogniben, 1969; Knott, 1987; 1994; Monaco et al., 
1991; Tortorici et al., 2009), the Liguride Complex in the 
southern Apennines represents the suture zone between 
the converging Europe and Adria plates. The development 
of the accretionary wedge took place during Cretaceous- 
Pleogene to Oligocene time (Knott, 1994; Cello and 
Mazzoli, 1999).

The Liguride Complex allochthonous successions 
constitute the highest units in the Apennine chain (Figure 1 
a,b). According to Bonardi et al. (1988), these units consist 
of the Frido Unit, the Episcopia-San Severino Mélange, the 
Northern Calabrian Unit and the Sicilian-type terranes. The 
former three units have oceanic origin, whilst the fourth has 
a continental nature (Bonardi et al., 2009). The Frido Unit 
blocks of various size made up of ophiolites and continental 
crustal rocks (Spadea, 1982).

Monaco and Tortorici (1995) divided the Frido Units into 
a lower sub-unit mainly consisting of shales, and an upper 
sub-unit made up of calcschists. In the geological map of 
the north-eastern side of Pollino Massif (Monaco et al. 
1995) the serpentinites occur only sporadically along the 
contact. Serpentinites mostly consist of cataclastic rocks, 
with some metabasalt dikes and rodingite (Sansone et al., 
2012b; Sansone and Rizzo, 2009; 2010).

The shales of the lower sub-unit show grey- and/or black 
colour, with intercalation of metarenites, quartzite and 
rare levels of metalimestones of oldest Upper Cretaceous 
age (Vezzani, 1969). The shales show schistose structure 
and advanced penetrative deformation that obliterated the 
primary foliation (S0). The deformation (S1) consists of 
slaty cleavage, crenulation cleavage and isoclinalic fold 

with limbs lying parallel to bedding (bedding-parallel 
foliation) (Knott, 1987; 1994). Metarenitic levels show 
boudinage as pinch and swell structure. Small veins crack-
seal type filled by quartz, and/or calcite are observed, and 
aragonite (Spadea, 1976; Monaco et al., 1991; Cirrincione 
and Monaco, 1996).

The upper sub-unit of calcschists consists of limestone 
and marble with variable thickness. They are crosscut by 
veins filled by calcite. Intercalations consist of rare levels 
of marbles, greenish quartzites, black fine-grained shales 
macroscopically similar to those of the lower subunit. The 
maximum thickness is estimated at several hundred meters 
(Vezzani, 1969; Monaco et al., 1991). The calcschists are 
characterized by marked planar anisotropy, highlighted by 
the orientation of phyllosilicate minerals (Monaco et al., 
1991).

The Frido Unit shows ocean-floor metamorphism under 
amphibolite to greenschist facies conditions (Monaco et 
al., 1995; Cirrincione and Monaco, 1996; Piluso et al., 
2000; Spadea, 1994; Sansone et al., 2011; 2012a; Sansone 
and Rizzo, 2012). The subsequent subduction related 
metamorphism under relatively HP/LT (blueschist facies) 
conditions affected the rocks during the formation of the 
Apennine accretionary prism (Cello and Mazzoli, 1999; 
Sansone et al., 2011; Sansone et al., 2012a). 

The Frido Unit ophiolites record physical conditions of 
the orogenic metamorphism that have been estimated to 
be at P=0.6-0.8 GPa and T=200-300 °C (Spadea, 1994; 
Sansone et al., 2011).

Similar conditions have been obtained by fluid inclusion 
studies conducted on some metasediments (Invernizzi et 
al., 2008), whereas thermobaric conditions of P=1.1-1.3 
GPa and T=280-320 °C have been estimated by Cavalcante 
et al. (2009) for the metapelites from the southern Frido 
Unit. Notably, these latter rocks are different compared to 
the shales described above due to the fact that metapelites 
were sampled in different areas.

SAMPLING AND METHODS
Six samples of shales (according to Monaco and Tortorici, 

1995) and six samples of calcschists from the Frido Unit 
were collected close to the San Severino Lucano village 
(southern Italy; Figure 1 a,b). Shales are grey and massive, 
with varying grain sizes and cross cut by carbonate veins 
structure arranged transversely and sub-parallel to the main 
foliation (Figure 2a) and with ductile deformation. The 
minerals in the veins do not show metamorphic overprint. 
These veins were observed in beds of dark calcite and white 
calcite. Calcschists show sedimentary structures as parallel 
and oblique lamination. The main foliation is generally 
crenulated and affected by tight and isoclinal fold, (Figure 
2b).

Preliminary petrographic characterization was carried 
out with an optical microscopy on oriented rock samples as 
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Figure 1. Geological sketch map of (a) the southern Apennines with the location of the study area and of  (b) (modified from Laurita, 
2009).

Figure 2. Exposure of key lithofacies of the shale (a) and calcschist (b) samples.
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a function of their foliations and lineations. 
The mineralogy of the whole-rock was determined by 

X-ray powder diffraction (XRD) using a Rigaku D/max 
2200 diffractometer (Cu-Kα radiation; graphite secondary 
monochromator; sample spinner; step size 0.02; speed 3 sec 
step). 

Quantitative mineralogical analysis of the bulk rock was 
performed on random powders measuring peak areas using 
WINFIT computer program (Krumm, 1996). The strongest 
reflection of each mineral was considered, except for quartz 
for which the line at 4.26 Å was used instead of the peak at 
3.34 Å because of its superimposition with 10 Å-minerals 
and I-S mixed layer series (Cavalcante et al., 2007; Perri, 
2008; Perri et al., 2008; 2011b; 2012b; 2016). The weight 
percentage of each mineral was obtained following the 
procedure proposed by Cavalcante et al. (2007). 

Elemental analyses for major and some trace elements 
(Nb, Zr, Y, Sr, Rb, Ba, Ni, Co, Cu, Cr, V) were obtained by 
X-ray fluorescence spectrometry (Bruker S8 Tiger) at the 
University of Calabria (Italy), on pressed powder disks of 
whole-rock samples (prepared by milling to a fine grained 
powder in agate mill) and compared to international 

standard rock analyses of the United States Geological 
Survey. X-ray counts were converted into concentrations by 
a computer program based on the matrix correction method 
according to (Franzini et al., 1972; 1975) and (Leoni and 
Saitta, 1976). The loss on ignition (L.O.I.) was determined 
after heating the samples for 3 h at 900 °C. The estimated 
precision and accuracy for trace element determinations 
are better than 5%, except for those elements having 
concentration of 10 ppm or less (10-15%).

RESULTS
Petrography
Shales

Shales show cataclastic/mylonitic fabric. They are cut 
by veins filled with calcite, chlorite and quartz arranged 
transverse or sub-parallel to the planar anisotropy of rocks. 
Metamorphic minerals are white mica, chlorite, epidote. 
Relict minerals are plagioclase and calcite. Accessory 
minerals are Fe-hydroxides, opaque minerals, apatite and 
zircon. 

The kinematic indicators as σ e δ and C’-S structure 
show the presence of extensional shear bands (Passchier 

Figure 3. (a) Cataclastic/Mylonitic fabric; (b) crenulation cleavage domains defined by stilpnomelane; (c, d) porphyroclastic rutile and 
mica fish in the shale sample.
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and Trouw, 2005) (Figure 3a). The foliation of the shales is 
characterized by crenulation cleavage domains defined by 
stilpnomelane (Figure 3b), white mica and quartz-rich levels 
constituting microlithons (Passchier and Trouw, 2005).

Porphyroclastic rutile is associated with mica fish of 
white mica crystals (Figure 3c) and sometimes located 
along the crenulation cleavage. Mantled porphyroclast 
rutile is consistent with a sinistral shear sense top to WNW. 
Single crystals of mica commonly have a lozenge shape 
(Passchier and Trouw, 2005) and shows stair stepping 
wings with a dextral shear sense (Figure 3d). Subidioblastic 
stilpnomelane crystals along the main schistosity and 
occasionally associated with white mica and chlorite in the 
cleavage domains. White mica crystals are associated with 
chlorite, stilpnomelane and rutile crystals.

Quartz shows an ondulose extinction, dynamic 
recrystallization as sub-grains, sometimes deformation 
bands. Chlorite occurs as single crystals or associated with 
quartz and white mica crystals.

Plagioclase subidioblastic crystals show deformation 
twins. Epidote forms aggregates with chlorite and exhibit 
pale-green pleochroism. Colourless crystals of calcite 

exhibit polysynthetic twinning and have a prismatic 
habit. Abundant Fe-hydroxides crystals, subidioblastic 
opaque minerals and zircons are found as inclusions in 
stilpnomelane. Anatase exsolution lamellae occur as 
pseudomorph after rutile.

Calcschists
Calcschists show cataclastic-mylonitic foliation. The 

mineral assemblage is composed of calcite, quartz, 
plagioclase, K-feldspar, chlorite, white mica and 
stilpnomelane. Accessory phases are opaque minerals, 
Fe-hydroxides and zircons. The phyllosilicates, as 
chlorite, white mica and stilpnomelane, characterize the 
main foliation of the calcschists (Figure 4 a,b).

Some samples have heteroblastic structure and contain 
fine recrystallized quartz grains (Passchier and Trouw, 
2005) as new grains (Figure 4c).

Calcite have a subidioblastic habit. Colourless crystals 
of calcite exhibit polysynthetic twinning and deformation 
twins (Figure 4d), less than 1 μm wide. Quartz xenoblasts 
exhibit ondulose extinction. Some crystals are cut by 
veins filled by calcite. Plagioclase subidioblastic crystals 

Figure 4. (a) Mylonitic foliation, (b) ductile deformation in stilpnomelane, (c) recrystallized quartz grains with new grains, (d) crystals 
of calcite with deformation twins in the calcschist samples.
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have anortitic composition. Some crystals are completely 
sericitized. K-feldspar subidioblastic crystals have 
orthoclase composition. Chlorite are associated with 
other minerals such as white mica and stilpnomelane. 
White mica is present as idioblastic flakes and shows 
ductile deformation. Stilpnomelane occurs as lamellae 
and sometimes shows ductile deformation (Figure 4b). 
Stilpnomelane is usually associated with Fe-hydroxides, 
white mica and chlorite along the foliation. Rounded and 
elongate crystals of opaque minerals are present in the 
rocks. Prismatic zircon crystals are found as inclusions in 
stilpnomelane.

Metamorphic evolution of metasedimentary rocks
The Frido Unit shows several deformation events, 

in the shales characterized by LP/LT conditions, in the 
calcschists characterized by HP/LT conditions, developed 
during emplacement into the Liguride Complex.

In fact the shales of the Frido Unit are characterised 
by metamorphic conditions between anchimetamorfism 
and greenschist facies (Figure 5) according to previous 
authors (Di Leo et al., 2005; Cavalcante et al., 2012; 
Vitale et al., 2013). 

The calcschists of the Frido Unit show greenschist 

facies metamorphism, also the presence of aragonite 

indicates that these rocks were affected by HP/LT 
conditions (Figure 5). This is also consistent with data 
on the illite crystallinity and the b0 parameter of K-white 
mica in phyllites (Spadea, 1976; Cavalcante et al., 2012; 
Vitale et al., 2013). The presence of aragonite constrained 
the pressure peak around 0.8-1.0 GPa and ~400-450 
°C temperature, with a subsequent requilibration at 
greenschist facies conditions (P~0.4 GPa and T~300-350 
°C) (Monaco et al., 1991; Vitale et al., 2013). 

Mineralogical composition
The mineralogical assemblages of the studied samples 

are reported in Table 1. The non-phyllosilicate minerals 
are generally represented by quartz, carbonates (calcite 
and aragonite), feldspars (plagioclase and K-feldspar) and 
trace of hematite in some samples. The phyllosilicates are 
generally represented by chlorite, K-mica (illite-muscovite) 
and Na-mica (paragonite); I-S (illite-smectite) and Chl-S 
(chlorite-smectite) mixed layers are present in amounts.

In detail, the shale samples (AL) are mostly characterized 
by phyllosilicates whereas the calcschist samples (PG) 
mainly contain carbonate minerals (calcite is the most 
abundant phase) (Table 1). 

The AL1, AL2 and AL3 samples show higher percentage 
of carbonate (mainly calcite and minor amounts of 
aragonite), ranging from 27% to 65%, and minor 
percentage of phyllosilicates, ranging from 10% to 12%, 
AL4, AL5 and AL6 samples (Table 1). The last samples 
are instead enriched in phyllosilicates, ranging from 24% 
to 43%, with minor amounts of calcite and aragonite, 
ranging from traces up to 4% (Table 1). The feldspars show 
higher concentrations in the AL4, AL5 and AL6 samples, 
ranging from 12% to 24%, rather than in AL1, AL2 and 
AL3 samples, ranging from 3% to 11% (Table 1). The AL3 
sample is characterized by higher percentage of quartz 
compared to other samples, since it is enriched in quartz 
veins as also observed in the petrographic analysis. The 
PG3, PG4, PG5 and PG6 samples have higher percentage of 
carbonate (mainly calcite and minor amounts of aragonite), 
ranging from 58% to 71%, and minor percentage of quartz 
and feldspars for PG1 and PG2 samples, showing large 
amounts of quartz with values up to 58%, and feldspars with 
values up to 21% (Table 1). The phyllosicates percentage is 
higher in the PG3, PG4, PG5 and PG6 samples, ranging 
from 9% to 12%, rather than in the PG1 and PG2 samples 
characterized by values up to 7% (Table 1). In particular, 
the PG1 sample has a higher percentage of quartz.

Whole-rock geochemistry
The calcschist (PG) and the shale samples display 

distinctive geochemical characteristics, and their whole-
rock major and trace element compositions are given in 
Table 2. To better examine the geochemical features of 
the studied samples, we normalize their composition to 

Figure 5. P–T paths for the Frido Units, calcschists of Frido 
Unit, shales of Frido Unit (modified after Vitale et al., 2013).
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the upper continental crust (UCC; McLennan et al., 2006) 
(Figure 6). 

The calcschist samples (PG) exhibit similar chemical 
variations relative to UCC (Figure 6a). These samples are 
depleted in Si, Ti, Al, Fe, Mg, Na, K and P relative to the 
UCC, and are enriched in Ca. Some samples are enriched in 
Mn, whereas others are depleted. Relative to the UCC, the 
samples are depleted in Ni, V, Co, Zn, Ba, Rb, Nb and Zr, 
and are enriched in Sr.

Cr shows enrichment, relative to the UCC, in PG1 and 
PG2, whereas shows depletion in PG3, PG4, PG5 and PG6. 
Cu shows enrichment relative to the UCC in PG4, PG5 
and PG6, and depletion in PG1, PG2, and PG3. Y shows 
enrichment relative to the UCC in PG2, and depletion in 
PG1, PG3, PG4, PG5 and PG6.

Calcium and strontium share the same distribution over 
the entire whole-rock dataset, matching the distribution of 
CaCO3-phases (calcite and aragonite) (Wasylenki et al., 
2005; Bracco et al., 2012). Mg is depleted relative to the 
UCC, and is accompanied by the absence of dolomite in 
the carbonates. 

Based on the chemical variations relative to UCC, the 
shale samples (AL) can be divided in two groups; the 

first group is composed by AL1, AL2 and AL3 samples, 
whereas the second group is composed by AL4, AL5 and 
AL6 samples characterized the second group (Figure 6b).

The first group is depleted in Si, Ti, Al, Fe, Mg, Na, K 
and P relative to the UCC, and is enriched in Ca. These 
samples are depleted in Ni, V, Co, Zn, Ba, Rb, Nb and Zr 
relative to the UCC, and are enriched in Sr and Cr.

The second group shows an opposite distribution. In 
particular, these samples are enriched in Ti, Al, Fe and Mg, 
relative to the UCC, and depleted in Ca, Na and P; Si and K 
showing similar concentration relative to the UCC. Among 
the trace elements, these samples are enriched in Ni, Cr, 
V, Co, Zn, Rb, Nb, Y and Zr relative to the UCC, and are 
depleted in Sr.

This opposite distribution between the first and the 
second group is mainly related to the different abundance of 
phyllosilicates and carbonates; in particular the first group 
(AL1, AL2 and AL3 samples) is characterized by higher 
content of CaCO3-phases (calcite and aragonite) and lower 
content of phyllosilicates and feldspars the second group 
(AL1, AL2 and AL3 samples), as shown by mineralogical 
investigations.

Table 1. Mineralogical assemblage of the studied samples.

Sample I/S Chl/S
Illite 
and 
mica

Kln Chl Σ Phyll Qtz Σ Felds Arag Calc Hem

AL1 tr tr 4 0 7 11 22 6 5 56 0

AL2 tr tr 4 0 8 12 20 3 5 60 tr

AL3 tr tr 3 0 7 10 51 11 2 26 tr

AL4 1 tr 23 0 19 43 38 17 tr 1 tr

AL5 1 tr 16 0 18 35 48 12 tr 4 tr

AL6 1 tr 10 0 13 24 48 24 tr 3 tr

PG1 tr tr 2 0 2 4 58 7 tr 30 tr

PG2 tr tr 2 0 5 7 27 21 1 44 tr

PG3 tr tr 5 0 4 9 18 6 1 65 0

PG4 tr tr 5 0 5 9 18 3 4 66 0

PG5 tr tr 6 0 4 10 24 6 tr 59 0

PG6 tr tr 6 0 4 10 24 6 2 58 0

Legend: I/S=illite-smectite mixed layers; Chl/S=chlorite-smectite mixed layers; 
Kln=kaolinite; Chl=chlorite; Phyll=sum of phyllosilicates; Qtz=quartz; Felds=sum of 
feldspars; Arag=aragonite; Calc=calcite; Hem=hematite; tr=traces.
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DISCUSSION
The mineralogical and petrographic data presented in 

this study indicate that shales and calcschists from the 
Frido Unit developed in the deeper parts of the Liguride 
accretionary wedge, as suggested by the occurrence of 
aragonite. This is consistent a HP/LT metamorphism due 
to thermal gradients of 8 °C/km, typical of subduction 
environments (Spadea, 1976; Knott, 1994; Monaco et 
al., 1995; Invernizzi et al., 2008; Cavalcante et al., 2012). 
Such observation is also in agreement with the b0 value in 

the Frido Unit metapelites determined by Cavalcante et al. 
(2012) and with the presence of glaucophane, magnesio-
riebeckite, aegirin-augite, phengite and pumpellyite in the 
Frido Unit metabasites and metadolerites (Beccaluva et 
al., 1982; Sansone et al., 2011; Sansone and Rizzo, 2012; 
Sansone et al., 2012a). Several deformation events were 
recognized within the Frido Unit shales and calcschists 
involved in the development of brittle, ductile shear zones 
associated with the onset of tectonic exhumation of the 
Frido Unit (Vitale et al., 2013). 

Figure 6. Major and trace elements composition normalized to the UCC (Upper Continental Crust; (McLennan et al., 2006) of the a) 
calcschist (PG) and b) shale (AL) samples.
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The geometry of deformation twins and the presence 
of microstructures in calcite are directly related to the 
metamorphic grade of the rocks. Calcite of calcschist 
show bent and spaced straight twins indicate conditions 
up to 250 °C (Ferril et al., 2004), it’s also supported by 
developed of bulging recrystallization in quartz (Passchier 
and Trouw, 2005). The occurrence of chlorite, white mica, 
aragonite and stilpnomelane in the Frido Unit shales and 
calcschists point toward metamorphic conditions at the 
high-P and low-T in typical of greenschist conditions. 
Infact Vitale et al. (2013), within phyllites from the San 
Severino Lucano area, show the occurence of carpholite 
and potassic white mica formed at pressures of ~1.2-1.4 
GPa and temperatures of “tilde” 350 °C.

Element mobility, source-area weathering and provenance
Geochemical data show that calcium and strontium 

are positively correlated (r=0.84 for the calcschists 
and r=0.96 for the shales), matching the distribution of 
CaCO3-phases (calcite and aragonite) over the entire 
studied successions (Figure 7). Mg is depleted relative to 
the UCC, and is accompanied by the absence of dolomite 
among the carbonates. In general, Ca shows strong 
negative correlation with other elements suggesting 
dilution effects by the carbonates. Aluminum is positively 
correlated with Ti, Fe, Mg, Na, K and P and most of 
the trace elements (Figure 7) highlighting as these 
elements are mainly hosted in the mica-like clay minerals 
(Mongelli et al., 2006; Perri et al., 2013); furthermore, the 
positive correlation between Fe and Mg with Al (Figure 
7) points out that clay minerals, especially chlorite, play 
an important role in hosting Mg and Fe. 

It is generally accepted that REE, HFSE and Y are 
largely preserved during regional metamorphism, and 
thus, can be used to assess the characteristics of the 
sources (Slack and Stevens, 1994; Girty et al., 1996; Li 
et al., 2005). The studied samples have K/Rb ratios from 
221 to 235 for the calcschists and from 186 to 283 for the 
shales, slightly higher than the Post-Archean Australian 
Shale (Taylor and McLennan, 1985), in contrast to the 
granulite-facies rocks controlled by K-rich minerals 
or a fluid phase (K/Rb=500-1000, Blein et al., 2003), 
suggesting that metamorphism did not cause large scale 
removal of Rb from the protolith. 

Among the chemical index of weathering processes, 
CIA (Chemical Index of Alteration; Nesbitt and Young, 
1982) provides a useful measure of the maturity of the 
sedimentary protolith. The Chemical Index of Alteration is 
expressed as the molar volumes of [Al/(Al+Ca*+Na+K)]
x100, where Ca* represents the CaO only from the silicate 
fraction (Nesbitt and Young, 1982). As the samples 
contain some carbonate, CIA’ (the molar volumes of [Al/
(Al+Na+K)]x100 and, thus, calculated excluding CaO) has 
been also determined in this study to monitor the source-

area weathering (Perri et al., 2014). Both calcschist (mean 
of CIA=58; mean of CIA’=73) and shale (mean of CIA=70; 
mean of CIA’=74) samples show low to moderate CIA 
and CIA’ values indicative of low-to-moderate degrees of 
chemical weathering or a relatively immature source area 
(Wu et al., 2012). These data are in agreement with those 
of the Mongelli and Dinelli (2001). Similarly, ICV (Index 
of Compositional Variability) (Cox et al., 1995) values 
can be applied to sedimentary rocks in order to determine 
their compositional maturity. Compositionally, immature 
sedimentary rocks usually show high ICV values (ICV>1) 
typical of first-cycle deposits, indicating tendency to occur 
in tectonically active settings. In contrast, compositionally 
mature sedimentary rocks usually show low ICV values 
(ICV<1) typical of recycled deposits and characteristics 
of tectonically quiescent or cratonic environments (Cox 
et al., 1995; van de Kamp and Leake, 1985; Perri et al., 
2012a). The ICV values of the calcschist (mean=13.3) 
and shale (mean=4.7) samples are generally higher than 
1, indicating low maturity and, thus, first-cycle deposits 
related to tectonically active settings. Thus, the above 
mentioned observations suggest that the studied rocks 
have composite immature sources (Wang et al., 2013). 
These data are in agreement with those of the Mongelli 
and Dinelli (2001); in this work similar samples have 
been studied, showing a simple correlation for the Zr/
Sc vs. Th/Sc ratios that excludes zircon enrichment and, 
thus, sediment recycling (Mongelli and Dinelli, 2001). 
Furthermore, the La-Th-Sc and Th-Sc-Zr/10 plots for 
similar samples studied by Mongelli and Dinelli (2001), 
indicate that the sedimentary evolution of the Frido shales 
is related to a tectonically active setting (Mongelli and 
Dinelli, 2001), also in agreement with our data from this 
study.

The distribution of some major and trace elements 
reflects the source area composition; generally, Fe, Mg, 
Cr and Ni are related to mafic sources, whereas Al, La and 
Nb are typical of felsic source. Among these elements, 
Cr shows high values for some samples of the calcschist 
suites (PG1 and PG2) and of the shale suites (AL1, AL2 
and AL3). Cr among the studied samples may be related 
to heterogeneous source areas characterized by both felsic 
and mafic features. 

Diagrams based on TiO2 vs. Al2O3 and TiO2 vs. Ni are 
commonly used to determine source rock composition. 
In the TiO2-Al2O3 diagram, mafic (basaltic) and felsic 
(granitic) source rocks were discriminated (Figure 
8); in this plot the studied samples fall between the 
Basalt+Granite and Granite+Basalt curves suggesting 
heterogeneous source areas characterized by both felsic 
and mafic compositions. The latter provenance is also 
confirmed by the TiO2 vs. Ni (Figure 8) and fall far from 
the mature rocks field, supporting the data above shown 
relative to the immature composition of the studied 
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Figure 7. Harker variation diagrams for major and trace elements in calcschist (PG) and shale (AL) samples.
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samples. To infer the source area composition, the Cr/V 
ratio, an index of the enrichment of Cr over the other 
ferromagnesian trace elements, is plotted again the Y/
Ni ratio, monitoring the general level of ferromagnesian 
trace elements (Ni) compared to a proxy for HREE (Y) 
(Perri et al., 2011a and references therein). The Cr/V vs. 
Y/Ni diagram (Hiscott, 1984) shows trends related to a 
provenance from ultramafic-to-mefic (high Cr/V ratio) 
and felsic (low Cr/V and medium-high Y/Ni ratios) rocks 
(Figure 9). The distribution of the studied samples in this 
diagram suggests provenance from mixing source(s) of 
both felsic and mafic compositions, as above mentioned. 

This is in accordance with a geodynamic contest of 
the peri-mediterranean area (Laurita et al., 2014), that 
considers  the origin of the Liguride Complex related 
to thinning and fragmentation within the OCT during 
Tethyan evolution. 

CONCLUSIONS
In this paper we report new data obtained by petrographic, 

geochemical and mineralogical studies in metasedimentary 
rocks (shales and calcschists) from the Frido Unit (Liguride 
Complex). Results allow to better understand the geological 
processes, source area provenance and tectonic setting of 

Figure 8. Plots of the TiO2 vs. Ni and TiO2 vs. Al2O3 ratios, used to determine source rock compositions for the calcschist (PG) and 
shale (AL) samples.
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the metasedimenty rocks in the central Mediterranean area.
Petrographic observations show that the Frido Unit 

shales and calcschists underwent similar HP/LT overprint 
as testified by the occurrence of aragonite, typical of 
subduction environments. 

According to Cavalcante et al. (2012), different thrust 
sheets of the Frido Unit underwent fast exhumation after 
the pressure and temperature peak in the accretionary 
wedge, with thermal gradients of 8 °C/km.

The Frido Unit shows several deformation events, 
in the shales characterized by LP/LT conditions, in the 
calcschists instead by HP/LT conditions, developed during 
emplacement into the Liguride Complex. In fact the shales 
of the Frido Unit show metamorphic conditions between 
anchimetamorfism and greenschist facies, in according to 
previous authors (Di Leo et al.,  2005; Cavalcante et al., 
2012; Vitale et al., 2013).

The calcschists of the Frido Unit show greenschist facies 
metamorphism, also the presence of aragonite indicates  
that these rocks were affected by HP–LT conditions. 

Mineralogical composition of the studied shales 
and calcschists is closely related to their geochemical 
variations. In particular, the positive correlation between 

calcium and strontium matches the distribution of CaCO3-
phases (calcite and aragonite) over the entire studied 
successions, as well as the depletion on Mg relative to the 
UCC is accompanied by the absence of dolomite among the 
carbonates. Furthermore, the general negative correlation 
of Ca with Si, K, Al, Fe and Na suggests dilution effects by 
the carbonates, whereas the positive correlation of Al with 
most of the major and trace elements indicates that these 
elements are mainly hosted in the mica-like clay minerals. 

Elemental ratios, such as CIA, CIA’ and ICV indices 
provide useful measures of the maturity of the sedimentary 
protolith. The CIA and CIA’ indices indicate low-to-
moderate degrees of chemical weathering or a relatively 
immature source area. Similarly, ICV indicates low 
maturity for the studied samples and, thus, first-cycle 
deposits related to tectonically active settings. 

The distribution of some major and trace elements, as 
shown in the Ti vs. Ni and Ti vs. Al plots and in the Y/Ni 
vs. Cr/V diagram reflecting the source area composition, 
mainly suggests heterogeneous sources characterized by 
both felsic and mafic compositions and, thus, provenance 
from mixing source(s).

Figure 9. Cr/V vs. Y/Ni ratios (after Hiscott, 1984).
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