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Metallogenic implications of biotite chemical
composition: Sample from Cu-Mo-Au
mineralized granitoids of the Shah Jahan
Batholith, NW Iran
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Igneous biotite has been analyzed from three I-type calc-alkaline intrusives of the Shah Jahan
Batholith in NW Iran, which host several Cu-Mo-Au prospects. The Xy, (Mg/Mg-+ Fe) value of biotite
is the most significant chemical factor and the relatively high value of %(M corresponds to relatively
high oxidation states of magma (estimated fq, is mostly 10125 to 10~ bars), which is in good
agreement with their host intrusions' setting and related ore occurrences. Based on criteria of AI'Y and
AlVvalues, all studied biotites are primary (AIV! = 0), and based on Al,,; values (2.23-2.82 apfu) are
in distinctive ranges of mineralized granitoid (Al;=3.2 apfu).

The maximum F content of biotite from the Shah Jahan intrusions is moderately higher than those
from some other calc-alkaline intrusions related to Cu-Mo porphyries in the world, and in contrast,
Cl content is relatively lower. It is likely a result of primary magmatic vs. secondary hydrothermal
origin, as well as the Mg-rich characteristics of the biotite in Shah Jahan. Xy, values do not correlate
with F and Cl contents of biotite, suggesting that biotite records changes in the F/OH and CI/OH
ratios in coexisting melt/fluids. It is consistent with F-compatible and Cl-incompatible behavior during
fractional crystallization of wet calc-alkaline I-type granitoid magma generated at subduction related
arc settings.

The fugacity ratios of (H,O/HF), (H,O/HCI) and (HF/HCl) magmatic solutions coexisting with
biotite illustrate similar trends in the three intrusions, which can be due to parental magma sources
and/or indicate occurrence of similar magmatic processes prior to or contemporaneous with
exsolution of fluids from melt. The observed trends caused F-depletions and Cl-enrichments within
developed magmatic-hydrothermal systems which are one of the essential characteristics of potential
Cu-Mo-Au mineralized I-type granitoids.
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Introduction

The significance of micas for metallogenic studies resulted from their
widespread occurrences in magmatic, metamorphic and hydrothermal ore-
related environments, and in their application to estimating essential and
intensive parameters such as the fugacity of O,, H,O, HCl and HF in coexisting
melt/hydrothermal solutions (Munoz 1984, 1990, 1992; Zhu and Sverjensky 1991,
1992; Abdel-Rahman 1994; Selby and Nesbitt 2000; Nachit et al. 1985, 2005). The
major part of these studies has focused on halogen contents of biotite in the felsic
intrusions associated with deposits such as porphyry and skarn copper,
molybdenum and gold deposits, with the objective of either distinguishing
between mineralized and barren plutons, or linking characteristics of magmatic
and associated mineralization systems (Wones and Eugster 1965; Beane 1974;
Parry and Jacobs 1975; Jacobs and Parry 1979; Munoz and Swenson 1981; van
Middelaar and Keith 1990; Loferski and Ayuso 1995; Aksyuk 2000; Lentz and
Suzuki 2000; Sallet 2000; Coulson et al. 2001).

On the other hand, mineral chemistry of biotite in equilibrium with quartz, K-
feldspar and magnetite can be used to estimate the oxidation state of the parental
magma (Wones and Eugster 1965; Wones 1972, 1989). The XMg values of biotite
are sensitive to the degree of oxidation of the parental magma, and furthermore
influence values of F and Cl in biotite. Xy, can be used as a useful tool to
recognize prospective mineralized and barren granitoids, combined with F-ClI
contents of primary magmatic biotite.

This contribution represents the first full elemental chemical composition
study of magmatic biotites from the Cu-Mo-Au mineralization host plutons in the
Shah Jahan Batholith, NW Iran (Fig. 1). The oxide and halogen contents in biotite
were determined from least-altered samples of three intrusions. Xy, biotite in
equilibrium with quartz, K-feldspar and magnetite are used to estimate the
oxidation state of the parental magma. F and Cl values of biotite are used to
calculate the (fH,O/fHF), (fH,O/fHCl) and (fHF/fHCI) ratios of magmatic
fluids. The results are compared with fugacity ratios determined for fluids related
to some other porphyry style Cu-Mo-Au ore deposits and their host intrusions.

General geology and petrography

The Qaradagh batholithic complex, which is locally called the Ordobad
Batholith with an area exceeding 1500 km?, crops out at both sides of the Arax
river in NW Iran, and south of the Azerbaijan and Armenia Republics. The most
important Iranian segment of this great batholith crops out in Shah Jahan
Mountain, of approximately 350 km? area, at the extreme north of Eastern
Azarbaijan province. Shah Jahan is the largest granitoid batholith in Arasbaran,
the main Cu (=Mo, Au) metallogenic belt of NW Iran which is in the lower
Cenozoic Albourz—-Azarbaijan magmatic arc (Fig. 1). The study area is located in
the interior of the Shah Jahan Batholith, approximately 25 to 35 km northwest of
the HaftCheshme and Sungun Cu = Mo porphyry mines, respectively.
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The Shah Jahan granitoids are characterized as medium to high-K calc-
alkaline, meta-aluminous and I-type, magnetite series that formed in a magmatic
arc setting related to subduction of the Neotethys oceanic crust (Zakeri et al.
2010). This batholith complex is composed of several distinct intrusions including
gabbro, diorite, quartz diorite, quartz monzonite, quartz monzodiorite, leuco-
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Fig. 1
Location map of the Shah Jahan batholith complex, south side of the northwest border of Iran
(original tectonic map is from Alavi 1991)
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tonalite, granodiorite, and monzogranite (Mokhtari 2009) in addition to some
small stocks of quartz monzonite porphyry and a subvolcanic leuco-granite
porphyry dome. Different parts of these plutons are commonly cross cut by
dykes, commonly andesitic or rhyodacitic and occasionally aplitic. Some parts of
the interior of this complex have diverse alterations, and various stock work to
disseminated porphyry style mineralization and/or intrusion related quartz veins
of Cu-Mo-Au (*+Ag). The three sampled intrusions are the Garachilar Pluton and
the Annigh Stock, and their country rock the Shah Jahan Pluton, which were
sampled in the south of the Zarlidareh region (Fig. 2). The magmatic-
hydrothermal activities occurring in various parts of the intrusions caused
widely-scattered magmatic-hydrothermal alteration and concentrated Cu-Mo-
Auz*Ag mineralization in the Annigh, Zarlidareh and Garachilar regions.
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Fig. 2
Simplified geologic map of the studied area with locations of mineralized and altered zones of the
Garachilar, Zarlidareh and Annigh areas, from the Shah Jahan Batholith
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Although the three plutons are distributed over a large area, they show similar
mineralogical paragenesis (Fig. 3). These calc-alkaline I-type granitoids
commonly contain the magmatic assemblage of quartz + plagioclase + alkali-
feldspar + biotite + hornblende and minor magnetite + titanite + apatite +
zircon; alkali-feldspar, plagioclase and quartz considerably vary in proportion.

A

Agarak Cu-Mo Porphyry Mine
(Armenia Republic, Ordobad Batholith)

Fig. 3

Panoramic pictures of the study area. (A) View of the Annigh area from the north showing location of
granite-granodiorite Shah Jahan, and the Annigh Stock with its alteration and mineralization
prospect. (B) View of the Garachilar region from the south, showing the location of the Garachilar
intrusion and its mineralization/alteration zone
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Plagioclase forms subhedral to euhedral twinned grains and sometimes exhibits
oscillatory zoning where the rim compositions are slightly more sodic. Alkali
feldspar partly displays large microperthitic grains commonly containing small to
moderate inclusions of euhedral to subhedral plagioclase with resorbed rims (Fig.
3A), and rarely myrmekite is present at the interface between plagioclase and
adjacent K-feldspar grains. Hornblende and biotite are the only major
ferromagnesian minerals and are frequently abundant (10-20%). Hornblende
commonly is more abundant than biotite, except around the potassic alteration
and mineralization zones. Part of the biotite and hornblende tend to occur
together with euhedral to subhedral titanite (Fig. 3B) and magnetite as interstitial
clots flanked by felsic minerals (Fig. 3). Apatite generally formed in the early
stages of magma crystallization; therefore it can also be found, usually as
inclusions in other minerals (Fig. 4B and F).

Shah Jahan Pluton

The dominant rock in the Shah Jahan Mountains (Figs 2 and 3) is a medium to
rarely coarse-grained hornblende-biotite granodiorite to leuco-granite. It
generally has subhedral equigranular texture (Fig. 4C and D), and grayish-white
to pinkish-gray color. Late magmatic-hydrothermal alteration occurred and
several mineralization zones were formed in Shah Jahan intrusive rocks,
especially at their contact zones with some dykes and other intrusions, and in
various faulted or brecciated zones. This pluton has a hornblende-biotite quartz
monzodioritic composition in the Zarlidareh region (sampled zone) and contains
several AuxAg=+Cu bearing quartz=*carbonate veins (Fig. 2).

Garachilar Pluton

The Garachilar intrusion forms the north-northeastern part of the study area
(Fig. 2) and is characteristically a medium- to fine grained hornblende-biotite
quartz diorite to biotite-hornblende quartz monzodiorite, with inequigranular to
equigranular texture (Fig. 4E and F). It is grayish-white to gray in color. In
Garachilar, hydrothermal alteration and mineralization are principally present in

Fig. 4 —

Back-scattered electron images showing the mineral assemblage of the studied intrusions. (A) Annigh
quartz monzonite with anhedral grains of alkali feldspar (Or), which contains small to moderate
inclusions of plagioclase (Pl.) showing the resorbed rims; (B) Annigh quartz monzonite; hornblende
(Hbl.) occurs with euhedral to subhedral titanite (Ttn.) and magnetite (Mag.) between felsic minerals;
apatite (Ap.) forms inclusions in the hornblende; (C) Quartz monzodiorite of Zarlidareh (Shah Jahan
Pluton); hornblende occurs together with subhedral magnetite as a cluster between felsic minerals;
(D) Quartz monzodiorite from Zarlidareh (Shah Jahan Pluton); hornblende includes anhedral
secondary titanite and inclusions of magnetite; (E) Quartz diorite - quartz monzodiorite from the
Garachilar Pluton containing large zoned plagioclase ,(F) Quartz diorite - quartz monzodiorite from
the Garachilar Pluton containing titanite, ilmenite(Ilm) and euhedral apatites within magnetite as
inclusions
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two sections of the intrusion. First, porphyry-style disseminated Cu-Mo
mineralization in addition to several large quartz veins of Cu+Mo=*Au occur in
crushed regions west of Garachilar village, together with pervasive potassic and
phyllic alteration (Fig. 3B). Second, adjacent to the Zarlidareh region there are
Cu-Mo+Au+Ag-bearing hydrothermally brecciated quartz veins that are
generally found with persistent phyllic alteration selvage.
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Annigh stock

Annigh is a highly altered small stock situated between two major transverse
faults. It is characteristically a medium to fine-grained hornblende-biotite quartz
monzonite to granodiorite, with inequigranular and somewhere porphyric
texture (Fig. 4A and B), and is grayish-white to greenish-white in color.

Stockwork-like pyrite-chalcopyrite-magnetite and molybdenite-bearing quartz
veins and veinlets are scattered mainly in the northern and northwestern parts
of this stock. Selectively pervasive potassic and intensive pervasive phyllic
alteration zones irregularly occur in major parts of the Annigh intrusion, in
addition to restricted late carbonate alteration zones. The highly destructive
argillic alteration zones of both hypogene and supergene origins are typically
associated with the late faults and intermittently overprinted phyllic and potassic
alteration assemblages.

Tiypes of biotite

In this study, biotite is divided into magmatic and secondary hydrothermal
types (Fig. 5). Igneous biotite usually occurs as large to medium, euhedral to
subhedral flakes (Fig. 5A). Altered igneous biotite is commonly observed in the
late magmatic/or hydrothermal alteration assemblages and is partially or
completely chloritized (Fig. 5D). Secondary biotite is inferred to be aggregates of
fine-grained flecks of biotite precipitated from hydrothermal fluids responsible
for potassic alteration. It occurs as either partial or complete replacements of
magmatic biotite and hornblende (Fig. 5B), or was precipitated throughout the
potassically altered rock (Fig. 5C) and in envelopes of quartz veins.

Studied samples were selected from the Garachilar and Annigh intrusives that
contain mainly magmatic fresh biotite with rare chloritization at boundaries of
some crystals. The Shah Jahan Pluton was sampled from a phyllic alteration zone
within the Zarlidareh region (hearafter called Zarlidareh) that includes the least-
altered and several partly chloritized magmatic biotite samples. Data from
chloritized spots of biotites are not discussed here.

Methodology

All elemental analyses of biotites were obtained from polished thin sections
using a JEOL JXA-8200 electron microprobe at the University of Leoben (Austria).
Element determinations (Si, Al, Fe,,.;, Mg, Ti, Mn, Na, K, Ca, F and CI) were
carried out by EDS using a 1 um beam, an accelerating potential voltage of 15 kV,
a probe current of 10 nA, and a counting time of 20 s for each analysis. Natural
biotite, amphibole, sanidine, tugtupite and willemite standards were used in the
analytical procedure for E Si, Al, Fe, Mg, Ti, Cl and Mn. Matrix effects were
corrected using the ZAF software.
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Fig. 5

Photomicrographs of biotite from the intrusions of the Shah Jahan area; (A) Large plates of early
magmatic biotite from the Annigh Stock. (B) Intergrown aggregates of secondary hydrothermal
biotite flakes that completely replaced early magmatic biotite/or hornblende, from potassic alteration
zone of the Garachilar intrusion. (C) Fine-grained occurrences of hydrothermal biotite from the
potassically altered Annigh Stock. (D) Altered magmatic biotite (chlorite replacing magmatic biotite)
adjacent to a large euhedral titanite, from phyllic alteration zone of Zarlidareh

OH values were calculated on the basis of 22 oxygen formula units and
assuming a total of 4 atoms in the hydroxyl site of biotite (XOH, E Cl=4). The Xy,
and Xg, values were determined from cation fractions and defined as
Mg/(Mg+Fe) and Fe/(Fe+Mg+AlV), respectively (Zhu and Sverjensky 1992). X,
Xg and Xy are the mole fractions of Cl, E and OH in the hydroxyl site.

Biotite major element chemistry

A total of 26 biotite grains were analyzed from the three intrusions of the Shah
Jahan granitoidic complex (Table 1). Their compositions are graphically shown in
Figs 6 and 7. As shown in a classification diagram (Fig. 6), and based on XMg
phlogopite > 0.66 > Xy, biotite (Deer et al. 1992; Rieder et al. 1998; Rieder 2001),
biotite shows phlogopitic composition in Annigh and Zarlidareh, and biotitic
composition with high Mg content in Garachilar samples (Zakeri et al. 2010).
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Biotite classification based on X, (here Xy, + Xp,=1) vs. Al ., values for the three intrusions of the
Shah Jahan granitoidic complex, the Annigh quartz monzonite (An.Qm), the Zarlidareh quartz
monzodiorite (Z.Qmd), and the Garachilar quartz diorite (G.Qd)

Xy Values of biotite (Fig. 7) are distributed in a restricted compositional field,
and vary throughout the three rock types from 0.63 to 0.66, 0.67 to 0.72 and 0.70
to 0.74, which, respectively, correspond to Garachilar (G.Qd), Zarlidareh
(2.Qmd) and Annigh (An.Qm). It gradually increases with increasing acidity of
the host rock, which is not in accordance with simple magmatic fractional
crystallization (Deer et al. 1991).

Biotite from Garachilar is characterized by slightly higher FeO wt%, and lower
MnO wt% (Fig. 7) than biotite from two other intrusions. Fe,, contents of
biotite show a strong negative correlation with X,;, and a weak negative
correlation with Mn, ¢, (atom per formula unit) values, suggesting Mg:Fe and/or
Fe:Mn substitutions occurred. Maximum value of substitution observed in these
samples for Mn:Fe is 0.1.

Tetrahedral sites of studied biotites are not completely filled with Si and Al,
(ZSi +Al, ., < 8 apfu, Table 1); therefore Ti can substitute at this site (Farmer and
Boettcher 1981). Al ., is equal to ALY, and AIV! content of these biotites is zero
(Table 1). Nachit et al. (2005) reported that magmatic biotite commonly has low to
zero content of AlV], whereas the re-equilibrated magmatic and hydrothermally
neoformed biotite always has a high AIV! content (AIV! > 1 apfu. based on 22
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Table 1
Composition of biotites* (wt.%) in studied samples of the Shah Jahan granitoids as determined by
Electron Microprobe Analyses (EMPA)

Intrusion | Annigh Qm. Zarlidareh Qmad.

sample No. bio-1 bio-Z bio-3 bio-4 bio-5 bio-§ bio-8 bio-8 bio-10 bio-11 | bio-1  bio-Z  bio-6  bio-7
{wit%o)

SiOz 3455 3496 3474 | 3386 | 3423 | 3359 3329 3322 3361 3416 | 3433 3376 | 33.48 3387
Tio, 339 | 3365 | 315 | 227 | 320 | 340 | 284 | 335 | 316 | 336 | 313 | 499 | 297 | 351
Al,04 13.43 | 13.05 | 1296 | 13.22 | 1303 | 13.44 | 1313 | 1307 | 1331 | 1340 | 1353 | 1296 [ 13.80 | 1327
CI’203 002 0.00 0.02 0.00 0.00 .01 0.01 0.00 0.00 0.00 0.00 .0z 0.00 0.01
FeD 1590 1626 | 1588 1483 1566 | 1629 1542 1588 1569 1565 [ 1640 1717 | 1645 1744
M 054 055 074 0.55 0.60 .55 0.54 0.64 0.63 0.56 0.81 .69 0.60 0.65
MgOr 2234 | 2278 2326 2421 | 2330 2145 | 2326 2274 2317 | 2331 | 2120 1985 2145 20.09
Cal 003 0.01 0.04 017 0.03 ] 0.11 0.02 0.00 0.01 0.04 0.05 0.02 0.05
Na,0 603 010 008 011 D06 | 012 | 005 | @09 | 007 | B4l 0.11 0.07 010 007
K20 764 | 785 T.i16 5.02 737 T 5.47 7.47 7.29 7.66 7.55 T3 7.67 7.74
cl 001 006 001 0.04 0.02 oz 0.07 0.m 0.06 0.03 0.03 .04 0.00 0.00
=0 ¢g.00 -0.01 000 -001 QOO 000 -0.02 000 -0.01 -0.04 | -0.01 -0.01 000 0.00
F oo 111 8¢ 0.00 0.00 .00 0.00 0.00 1.54 0.00 3.86 0.00 0.00 0.00
=0 .00 -047 -083 000 000 OO0 000 000 -065 000 |-163 000 000 O0.00
Total 97.59 99.60 99.18 94.27 97.50 96.65 9516 9640 97.87 97.94 | 9916 9651 9655 96.73

aphu(Z2 O

Si 508 509 | 508 506 504 501 5.00 497 45 S50 5.10 507 | 501 5.07
Ti 037 | 037 | 035 | D26 | 035 | 036 | 032 | O3F | 035 | 037 | 035 | 047 | 033 | 040
Al 228 | 224 | 223 | 233 | 2268 | 236 | 232 | 230 | 232 | 237 | 23F | 229 | 243 | 234
Cr 000 000 000 0.00 0.00 000 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00
Fe fot 196 198 | #54 | 185 | 193 | 203 | 194 | 199 | 444 192 ( 204 | 296 | 206 | 219
Wi 007 007 | 009 007 007 007 007 0.08 008 007 | 008 009 008 0.08
Mg 490 494 | 507 5.40 5.1 477 521 507 511 510 469 444 478 449
Ca o000 000 001 003 000 0.01 002 000 0.00 0.00 0.m 0.0 0.00 0.01
Ma 001 | 803 | 002 | D03 | 002 | 003 | 002 | GO3 | 002 | 003 ( 003 | 002 | 003 | 002
K 143 146 | 134 096 138 | 147 | 124 | 142 | 138 | 143 143 148 | 146 | 148
Totals 16.11 16.16 16.12 1598 1617 1616 1643 1622 1619 1621 | 1609 16.04 1613 16.08
o= 3997 | 3475 3086 3991 | 3995 399 3983 3997 3266 3993 | 2180 3939 4.000 4.000
F 0.000 0510 09512 0000 0.000 O.000 0000 0.000 OF20 O0.000( 1814 0000 0.000 0.000
(= 0.003 0.015 0002 0005 0.005 O0.004 0017 0.003 0014 0.007 | 0.007 0011 0.000 0.000
WOH 0999 0869 0771 0998 0999 0999 099% 0999 0816 0993 | 0.545 0957 1.000 1.000
HF 0.000 0128 0228 0000 0000 0.000 0000 O000 0180 0.000| 0453 0000 0.000 0.000
b (v 0.001 0.004 0001 0002 0001 0001 0004 0.001 0004 0002 0.002 0003 0000 0.000

log XCiXoH  -3.183 -2.362 -3.114 2836 2922 -2862 2368 -3137 -2355 -2762|-2508 -2570 0.000 0.000
Log XF/HOH 0.000 -0.833 -0.52% 0000 0000 0000 O0.000 0000 -0557 0.000(-0.080 0.000 0.000 O0.000
Log XF/XCI 0.000 1528 2585 0.000 0.000 0000 0000 0000 1698 0.000( 2428 0.000 = =

og{f=;0)(fsF) 0.000 4771 £474 0.000 0.000 0000 0000 O0.000 4605 0000 3.9%8 0.000 0.000 0.000
oo fiLON(fHCH 5402 4581 5336 4871 | 5148 5174 4505 5358 4579 4988 | 4717 4766 | 0.000 0.000

oglfHF)(fHCy 0.000 -0.808 0437 0000 0.000 0.000 0000 O0.000 -0.455 0.000) 0.321 0.000 = =

HFz 0.285 0286 027F 0256 0274 0299 027 0231 0275 0274 ( 0303 0327 0301 0328
YMg 0.715 0714 0723 0744 0726 0701 0723 0719 0725 0726 | 0697 0673 | 0.699 0672
Si+ Al 7359 | 7324 T2 | 7392 | 7298 7379 | 7322 | 7269 | 7300 | 7270 | 7464 | 7365 | F437 | 7T
A" = AL, 2277|2237 | 2233 | 2329 | 2259 | 2365 | 2323 | 2302 | 2323 | 2266 | 2368 | 2295 | 2432 | 2343
Si+Al+Ti T733 | 7691 7657 | 7647 | 7652 7.761 | 7643 | 7635 7651 7650 ( 7314 | 7838 7771 | 7812

* Each column represents one point analysis per grain.
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Table 1 (cont.)

Intrusion Z.amd Garachilar Qd.
sample No. bio-& bio-10 | bio-1  bio-Z2  bio-3 bio-4 bio-5 bio-6  bio-7 bio-8  bio-% bio-11
3170 | 2795 | 33.82 3419 3373 | 3364 | 3387 | 3349 3327 3386 3318 3350
122 | &B67 | 372 | 4403 | 380 | 391 410 | 381 415 356 | 40% 533
1490 | 1553 | 1322 | 1302 | 1338 | 13.06: | 13.06 | 13:31 | 4295 | 1353 | 13.06 | 1276
0.00 0.00 0.00 0.02 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.02
16.19 | 19.21 | 1865 1354 18.09 1872 1803 1852 | 1795 1836  13.54  17.24
0.68 0.75 0.42 0.44 0.35 0.38 0.45 .45 0.48 0.39 .45 0.45
2339 2629 | 1811 1844 1842 1860 1322 18369 1910 1874 1896 1874
012 013 0.04 0.05 0.01 0.00 0.00 0.00 0.04 0.02 .02 0.48
0.01 002 ( 013 | 007 | 006 | 006 004 | 006 | 002 007 | 005 | DO5
418 332 7.88 T.80 T.72 7.84 3.06 819 .73 Far 210 7.85
Gl D2 | 003 | 0:02 | OO 004 | 003 | 007 002 003 002 007 001
=0 g.0¢ -0.01 ( 0.00 000 -0.04 -0 -0.02 -0.01 -0.04 0.00 -0.02 000
F 0.00 1.04 1.53 3.85 0.00 0.00 0.00 0.00 1.54 3.43 425 0.00
=0 0.00 -0.44( -084 -162 000 0.00 000 000 -065 -144 -179 0.00
Total 9240 9450 | 9558 95.84 9566 96.256 9589 96.54 9660 9539 9599 9649
aphu (22 Og)
5 486 4N 54 | 515 | 513 | 510 | 514 | 507 | 506 | S5 503 505
Ti 014 n.08 0.43 0.45 0.43 0.45 0.47 0.42 0.47 0.40 .47 0.51
Al 269  Z82 237 23 240 2.34 234 238 232 241 233 | 226
Cr g.o00 000 ( 0.00 000 000 000 000 000 000 000 000 @000
Femt 208 | 248 | 237 | 234 | 230 | 23F | 229 (| 234 | 228 | 232 | 236 | 2W
n .09 0.10 0.05 0.05 0.05 0.05 0.06 .08 0.08 0.05 0.06 0.0
Mg 535 604 410 414 417 4.21 413 437 433 422 439 4.21
Ca 0.0z 002 | 0. 0.01 g.00 000 o000 000 OO g.00 000 007
Na o000 0.04 002 002 002 O0M 00z 0 002 oM 0.01
K .82 0.65 1.53 1.50 1.50 1.52 1.56 1.58 1.50 152 157 151
Totals 16.05 16.51 | 16,03 1599 1599 16.05 16.00 16.10 16.04 16.04 1612 1596
oH 3995 3486 | 3261 2159 | 3989 | 3993 | 3982 3994 3253 2359 1933 3999
F 0.000 0507 | 0.735 1837 0000 0000 0.000 0000 0739 91635 2.044 0.000
cl 0.005 0.007 | 0.004 0.004 O0.041 0.007 0.018 0008 0.008 00058 0.01% 0.0
WA 0999 04571 | 0815 0540 0997 09% 0995 09% 0813 0590 0434 1.000
iF 0.000 0127 | 0184 0458 0.000 0.000 0.000 O0.000 0185 04089 0511 0.000
b(E 0.001 0002 | 0.001 0.001 0003 0002 0005 0002 0002 0001 0005 0.000
Log XCUXOH  -2.882 2696|2916 -2768 2546 2732 -2344 2813 2628 -2621 -2.014 3435
Log XFINOH 0.000 -0.837|-0.647 -0.070 0.000 0000 0.000 O0.000 -0.544 -0.159 0023 0.000
Log XFixCl 0.000 1.858 | 2269 265 0.000 O0.000 0.000 O0.000 1984 2461 2037 0000
og(fH2cjfHF) 0.000 4765 | 44858 3527 0000 0000 0000 0000 4517 4024 3841 0000
logifHZoM(fHCY) S.104 4911 ( 5.082 4947 4728 4911 4520 4993 4814 4803 4196 5624
eglfHF)fHC) 0.000 -0.289( 0.262 0882 0.000 0000 0.000 0.000 -0D.058 0435 0.011 0.000
¥Fe 0280 0291 | 0.366 0361 | 0.355 | 0.361 | 0.357 | 0.357 0345 0355 0354 0340
Mg 0.720 0709 | 0634 0639 0645 0635 0643 0643 0655 0645 0646 0660
Si+ Al 7.556 | 7133 | 7.007 | 7467 | 7.525 | 7436 | 7481 7445 | 7382 | 7516 | 7.368 | T.INM
MY = AL, 2693 | 2323 | 2367 | 2314 | 2395 | 2335 | 2337 | 2375 | 2321 | 2406 | 2334 | 2265
S+ A1+ T 7697 7211 | 7932 7924 | 7960 | 7885 | 7949 | 7879 7856 7920 7834 7TH20
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XMg vs. wt% S5i0,, Al,O3, TiO,, MnO, Fe,03, and K,O for magmatic biotite from three rock types of
the Shah Jahan Batholith. Each symbol represents one microprobe spot analysis of a biotite crystal
(symbols are as in Fig. 6)
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oxygen). Based on these criteria, all biotites described here are of primary
magmatic origin.

Estimation of fO, based on XMg values of biotite

It is difficult to establish the original oxygen fugacities of parental magmas
from the study of granitoids (Wones 1989, Hemly et al. 2004), as magnetite
usually becomes Ti-free during slow cooling and ilmenite undergoes one or more
stages of oxidation and exsolution (Haggerty 1976). However, the oxidation state
of the magma can be estimated using the rock-mineral assemblage and mineral
chemistry. Enami et al. (1993) indicated that occurrences of Mg-rich biotite and
amphibole in felsic rocks are indicators of relatively oxidized magma. Under such
conditions, phlogopitic biotite is normally found with magnetite, titanite, quartz
and potassium feldspar (Anthony and Titley 1988; Anthony 2005; Harlov et al.
2006).

Wones (1989) has suggested that the assemblage titanite + magnetite + quartz
in granitic rocks permits an estimation of relative oxygen fugacity. Based on the
fO,-T °C diagram of Wones and Eugster (1965) and the X, values of biotite, the
Shah Jahan granitoids crystallized from highly oxidized magma (Fig. 8). As
illustrated in Fig. 8, average oxygen fugacities are approximately 10712 to 10-7-5
bars with assumed 700-800 ° C crystallization temperatures at 2 Kbar pressure.
This is in good agreement with relatively high oxidizing conditions that were
demonstrated by titanite-magnetite-quartz-amphibole-biotite equilibrium
(Harlov and Hansen 2005; Harlov et al. 2006).
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Biotite halogen chemistry

Since Xy, of biotite has a considerable effect on F (Munoz and Ludington 1974)
and Cl partitioning (Munoz and Swenson 1981), F and Cl wt.% of biotite are
plotted versus Xy, values for each of the three intrusives. As illustrated in Fig. 9,
these distribution patterns do not show any systematic outline. F contents
represent three distinct populations (including 0, ~1-2.2 and ~3.3-4.3 wt.%),
whereas Cl demonstrates gradual variations in the range of 0-0.073 wt.% versus
different XMg values of biotite in all rock types.
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Fig. 9

Xyppe Vs- Fand Cl wt.% for biotite from intrusions in the Shah Jahan batholithic complex (symbols are
the same as in Fig. 6)

Biotite with high X, 1, incorporates more F in comparison to biotite with lower
X Values, a crystal—cﬁemical effect referred to as the Fe-F avoidance principle
(Munoz 1984). The F content exhibits the highest value in a number of analyzed
biotites from Garachilar and Zarlidareh. It decreases below the detection limit
value at relatively similar Xy, in more than half of the biotite samples in all three
rock types. On the other hand, the Annigh samples that have the highest Xy,
value of biotite show moderately low to zero F content. This suggests either that
the Fe-F avoidance principle does not apply for these biotites or that the biotite
with lower Xy, values has coexisted with a fluid enriched in E The F value of
biotite observed in the Shah Jahan granitoid (1-4 wt.%) has slightly to
moderately more F content than the other calc-alkaline intrusions related to Cu-
Mo porphyry systems (0.1-1.6 wt.%; Selby and Nesbitt 2000; fig. 3; pp. 84), partly
caused by higher X, ;, values of studied biotites.

The biotite of Garacéghilar and Annigh exhibits mean Xy, values of 0.64 and 0.72,
respectively, and has typically similar range of Cl content. Biotite with high Xy,
values incorporates less Cl than biotite with lower X, values; this is an effect
referred to as the Mg-Cl avoidance principle (Munoz f984). The Cl contents of
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biotite from Garachilar and Annigh appear to be independent of X, values,
which are in disagreement with the Mg-Cl avoidance principle. It suggests that
either the Mg-Cl crystal chemical effect does not apply to these biotites or biotite
with different Xy, values coexists with different Cl-bearing solutions through
crystallization. Cl contents of these biotites (~0-0.08 wt.%) are moderately lower
than the other mineralized systems (~0.1-0.95 wt.%; Selby and Nesbitt 2000; fig.
3; pp. 84). It can be in part affected by the higher Xy, values in biotite from the
Shah Jahan because phlogopite can substitute a maximum of 0.1 wt.% Cl, while
the CI contents of annite can reach more than 1.4 wt.% (Munoz and Swenson
1981).

Estimation of magmatic fluid HE HCI and H,0 fugacity ratios

In intrusion-related environments, most biotite was formed during
crystallization and in part precipitated during hydrothermal alteration of the
host intrusives. Since many thermodynamic variables can control the complex
chemistry of biotite, its composition is potentially useful for understanding some
of the physical and chemical conditions associated with the igneous and
hydrothermal events leading to the formation of ore deposits related to an
intrusion. Theoretical estimations of F-Cl-OH partitioning between biotite and a
melt/or fluid (Zhu and Sverjensky 1991, 1992; Sallet 2000), and equations
formulated to determine (H,O/HF), (H,O/HCI), and (HF/HCI) fugacity ratios
(Munoz 1992) from biotite compositions, allow a more detailed study of the
assessment of magmatic/hydrothermal fluids chemistry and their evolution
within mineralizing magmatic systems (Yavuz 2003).

Fluorine and chlorine values of biotite were used to determine the
(fH,O/fHF), (fH,0O/fHCI), and (fHF/fHCI) ratios for magmatic solutions in the
studied area. The fugacity ratios were calculated using the equations of Munoz
(1992) for magmatic fluids that coexisted with biotite of the studied plutons,
based on 1000 °K (~ 727 °C), which is a reasonable crystallization temperature
estimated for these intrusions using the hornblende geothermometer
(application of hornblende thermometer, equation of Humphreys et al. (2009);
authors' unpublished data). Munoz's (1992) equations used for calculating the
fugacity ratios are:

Log (fH,0)/ (fHChg i = 1000/T (115 + 0.55"Xgq riotite) + 0-68 ~ 108 (XeyXopbiotite
Log (fH,0)/ (fHF)gyq = 1000/T (237 + 1.1 X0 piotitey) + 0-43 = 108 (XeXopbiotite
Log (fHF)/ (fHClg,3 = ~1000/T (1.22 + 1.65*Xygg (piotite) + 0-25 + 108 (XpXcpiorite
where T is the temperature of the halogen partitioning between biotite and
coexisting fluid in “Kelvin, XMg-(biotite) 19 the Mg/ sum octahedpral cations in biotite
structural formula, and X, X}, and Xy are the mole fractions of E Cl, and OH
in the hydroxyl site of the biotite.

The determined fugacity ratios of fluids are plotted in Fig. 10A and B. The
magmatic solution from the Garachilar Pluton has similar to slightly higher log
(fH,O/fHCI), similar to more positive log (fHF/fHCI), and similar to slightly
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(A and B) Log (fH,O/fHEF), (fH,O/fHCI), and (fHF/fHCI) calculated for magmatic solutions derived
from the three intrusions of the Shah Jahan batholithic complex, NW Iran. Fugacity ratios are
calculated at 1000 °K for each intrusion (symbols are the same as in Fig. 6). (C and D) Fugacity ratios
determined for hydrothermal fluids at some Cu-Mo porphyry-related systems from Selby and Nesbitt
(2000)

lower log (fH,O/fHF) than the solution associated with Annigh. Fugacity ratios
calculated for the magmatic fluid derived from Zarlidareh are definitely among
the values obtained from the Garachilar and Annigh Plutons. These values vary
considerably in each individual sample; nevertheless, the variation is similar for
all studied intrusions. It can be related to the combined source of the parental
magma and/or similar processes (fractional crystallization/assimilation)
contemporaneous with and/or prior to evolution of magmatic-hydrothermal
systems that are responsible for intrusion-related mineralization. These
differences also indicate that the biotite halogen chemistry is not representative
of a single/or constant fluid chemistry.

Our studies indicate that magmatic-hydrothermal fluids that are responsible
for mineralization in the Shah Jahan area have similar to slightly higher
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(fH,O/fHCl), particularly lower (fH,O/fHF), and similar to a very slightly
positive (fHF/fHCI) values in comparison to fugacity ratios determined for
hydrothermal fluids at some other Cu-Mo porphyry-related systems of Selby and
Nesbitt (2000), as shown in Fig. 10C and D. It should be kept in mind that the
temperatures and X, values used for calculating those fugacity ratios are
considerably different; hence, some of the observed diversities were a
consequence of these differences. However, the highest similarity in (fH,O/fHCI)
and (fHF/fHCI) ranges of fluids was observed between the Shah Jahan and the
Bingham (Fig. 10).

Discussion and Conclusions

Reviews of ore deposits have identified oxidized and fractionated I-type
granitoids as the most favorable host rocks for Cu-Mo-Au porphyry-type
deposits (Ishihara 1981; Blevin and Chappell 1992, 1995; Belousova et al. 2002;
Ishihara and Chappell 2004; Sillitoe 2003; Vigneresse 2007). The fundamental
oxygen fugacity of magma is related to its source materials, which in turn
depends on tectonic setting (Carmichael 1991; Ishihara 1977, 2004; Vigneresse
2007). Mineralized I-type granitoids are relatively oxidized (Candela and Bouton
1990; Ishihara 1977, 1981; Ishihara and Chappell 2004; Sillitoe 2003; Vigneresse
2007) and more highly oxidized magmas are commonly related to convergent
plate boundaries (Ewart 1979; Loiselle and Wones 1979). The Xy, of biotites is a
significant factor and exhibits the indicator characteristics of mineralization
features in the three studied intrusions of the Shah Jahan Batholith. Based on
occurrences of biotite in equilibrium with titanite, magnetite, quartz, K-feldspar
and hornblende, and relatively high Xmg values of biotite, this magmatic system
exhibited a high oxidation state. The estimated fO, is approximately in the range
of 107125 to1077 bars. Presenting such a highly oxidized state for host rocks of
biotite illustrates a typical potential for mineralization (especially for Cu-Mo-Au
porphyry deposits) in these subduction-related I-type granitoids. On the other
hand, according to Uchida et al. (2007), all of our studied intrusions have a
characteristic potential for mineralization (Al < 3.2 apfu), in view of the
maximum and minimum values of Al ; content of biotites, which are 2.82 and
2.23apfu, respectively (Table 1).

Oxidized magmas tend to crystallize biotite of phlogopitic composition,
usually with 0.7 or greater mole-fraction of phlogopite (XMg) (Parry and Jacobs
1975). High Mg values of biotite belong to moderately to highly oxidized magma,
and the ferroan samples are related to strongly reduced magma (Anthony 2005).
On the other hand, the Mg/Fe ratio of biotite (X,) has a considerable effect on
F&OH (Munoz and Ludington 1974) and CI<—>6H partitioning (Munoz and
Swenson 1981), where for a given fluid composition and temperature, phlogopite
has a considerably higher F and lower Cl content than annite or siderophyllite
(Munoz and Ludington 1974). The maximum fluorine contents of these biotites is
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slightly higher than some other investigated Cu-Mo porphyry-mineralized
intrusions, partly caused by higher XMg values of the biotite of the Shah Jahan
Batholith.

Calc-alkaline granitoids are typically related to water-saturated partial melting
of a subducted oceanic crust and the mantle above it, with the possible
participation of the lower crust (Wyllie 1984). Their low F contents are thus
explained by the nature of the magma source, mantle vs. crustal, and the nature
of the melting processes, dry vs. wet (Sallet 2000). F content variations in igneous
rocks show two main trends, reflecting the incompatible or compatible behavior
of E Within wet calc-alkaline magmas, F content is decreased as a result of
differentiation by crystal fraction of hydrous minerals. Where apatite, amphibole,
and biotite are typically early formed phases, F enters the hydroxyl site and
behaves as a compatible element. F acts as an incompatible element in dry
alkaline high-silica A-type granites where F contents increase as a result of
differentiation by crystal fractionation of essentially anhydrous assemblages. This
case is observed when biotite, the main OH-bearing phase, is typically a late-
stage phase together with characteristic crystallization of fluorite and/or topaz
(Kanisawa 1979; Christiansen and Lee 1986). With nearly constant X,,, values,
the F content of biotites is erratically decreased to zero for nearly of haglf of the
studied samples that recorded existence of an F-poor solutions (low fHF/fH,0)
in equilibrium with these biotites during crystallization. Detected F trends, in
addition to complete absence of fluorite and topaz from studied intrusives and
related veins, are consistent with the well-known compatible behavior of F
during the differentiation of wet calc-alkaline magmas, where F content
decreases as a function of crystal fractionation of minerals such as apatite,
amphibole and biotite during magma crystallization (Bailey 1977; Kanisawa 1979;
Candela 1986b; Christiansen and Lee 1986; Sallet 2000).

It is recognized that Cl is a particularly significant volatile component in arc
systems and its content is high in evolved arc magmas (Wallace 2005). Although
Cl can be taken into some phases such as amphibole and biotite, it shows
incompatible behavior in melt, particularly within water-saturated systems, and
is strongly partitioned into an exsolved vapor phase (Kilinc and Burnham 1972;
Webster and Holloway 1988; Webster 1992, 1997). In addition, Cl concentration
decreases with increasing Xy, of biotite, which occurs because the large Cl ion
can substitute more easily for OH in biotite with Fe2* than Mg?* (Volfinger et al.
1985). Consequently, Cl content increases within a residual melt/fluid as a
function of fractional crystallization of oxidized wet granitoidic magma.
Apparent Cl-variations in biotites can be related to changes in the major-element
composition of biotite (especially Mg/Fe values), the distribution coefficient of Cl
between biotite-melt-vapor phases, and/or the melt CI/OH ratios during the
crystallization of magma (Humphreys et al. 2009). The observed trends of Cl in
biotites from individual rock samples, in addition to observed residual high
salinity magmatic-hydrothermal solutions which are found in fluid inclusions of
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cogenetic quartz, reflect that the Cl contents of evolved fluids increase during
progressive crystallization of magma.

It seems that initially different contents of F and Cl within subduction-related
melt, and their diverse behavior during fractional crystallization of highly
oxidized wet calc-alkaline magma, play important roles in chemical composition
of evolved magmatic-hydrothermal solutions. Biotite and amphibole, which
crystallized under such conditions, normally have high X,,,, allowing more F
replacement than Cl in their hydroxyl sites. This can lead progressively to F
depletion and Cl enrichment from magmatic-hydrothermal fluid. Such fluids are
able to form and concentrate distinctive ranges of metal-bearing complexes
which product special types of ore deposits, characteristically porphyry-style Cu-
Mo-Au. Subsequently, high-salinity fluid inclusions (halite-saturated) within
porphyry-related systems, which entrap from ore-bearing magmatic-hydro-
thermal solutions, are mainly of chloritic composition (Bodnar and Beane 1980;
Roedder 1984; Cline and Bodnar 1994; Ulrich et al. 2001; Zhang et al. 2007). The
low F content of fluid inclusions within the hydrothermally-altered zones of
porphyry Cu deposits indicates that the fluids derived from magma are not F-
rich (Sallet 2000).

High fO, and calculated fH,O/fHF and fH,O/fHCI fields for the Shah Jahan
plutons are in good agreement with essential oxidized conditions of Cu-Mo-Au-
mineralized source magma (Candela 1986a; Candela and Bouton 1990; Meinert
1995; Christiansen and Keith 1996; Newberry 1998; Aksyuk 2000; Lentz and
Suzuki 2000; Anthony 2005), and with the required roles of F and CI in
participating in the formation of metal-bearing magmatic-hydrothermal fluids
(Marakushev 1979; Candela and Holland 1984, 1986; Eugster 1985; Candela
1986b; Keppler and Wyllie 1991; Candela and Piccoli 1995; Wood and Samson
1998; Aksyuk 2000).
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