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Fig 1. Types of decorations in the Karim Khani Citadel of Shiraz: (a) Ahakbori ,(b) wall painting, (c) carving, (d) brickwork, ()
wooden sash
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Fig 2. Design of motifs on the walls of the Karim Khan Citadel



F 1 o poe | 3l GBS Sl 53 4055 090 0le (sl (g sz sl (185 10 o S, s

MolS o 055 )lg2 (oo Lyl 5> oS (g g0y 4ty (63Lj 13U Yool
Ll 045 o3latwl (d)?’b uo9m) oLy Ly s 9 Caol umlS

M \\,V?:&

(035,55 ko) 155 )1 25 Sl (Sgym sled YIS
Fig 3- Exterior view of Karim Khan Zand Castle

)093 0 5 59y (W 9 Solome Sy F

S cal ) ey olore S (S OB w5 0093 Silere 9
5 oM 4 e gl sy 8 4 pepasee (b S sl Sl
5 Solore yin 1BeSE Cas D iw (5Hlere dobl g HKLES
0oB sk & (IYAY: B (g )bridul 5 (ondd) Conl (oog (podite (928
&S Cunl 4000 09 (5 laxe lad Sl )3 415 (glere CiS g5 o
WAY: 0dlj iy 1) Cawl o 1 5 puaises ¢ il (o w@dls &ygo ay
Sl i 5l g cdlo g (Sl ;0 0ol sdijoygd (5)lexe (WYY
5 5k Bl el i caillgys o)) siile oS ol (laly 45 .l
Oles)) culond oxlital &5 (55) 5yled (BB Sl il Lo e €L
P& G B LG VAT (pgpms g e
Slod (e 6y VYAV 30 VD —IVAD) 45} puns
Joie yas ol liieyin ofb (3,55 il )3 ()l 5 ()5 (5
Gled > ax; pas 4l n g Gy B Gl dse jlarS Al
ol b el oles sls 4y (clanlllas g alisde LB (gla 53l s
Bb Slos 5 5 S 5l 5 olgs ol oslogl (sl i ko
Bl & gt G5 i 4S5 00 (53lojl 5 Canye sla 0l 5,k
0318 g (gl pilud) (S g 2l sl die 255 4 (Golo
LYV o) b5l 0,81 ) K &S i

55 093 50 Idazme gy ol 355y Hlad aylidl o)y > &S LS
2 Siled BB gly ) (VY YR gjlped 5 48 ananls) <85 5,
b coslaglo ol g pg> (polie ol (loj 5l &8 sl (S 2 pols 455 0590
395y 4 b el 093 )3 0 ST oyl (BB slaoged 5l b
iy ) ol AL ), (Y= 855 b sl (o 53 g At
(OFAV: WY o

5 <8518 L)l uibcod o cul (93)lge alar I soho lo I
yly &S (gloyed sy iyt sl S & s (38 I 1y 56 el
OVABYFF (Jlaz) ol gy 55,3 e 5 55 b o
sy sl all g uad Ll ]y ool clegs gl ol 55 b )
ol sl ods ooliiuwl u:l)”l u}'lb)‘s 9y Lgllbgi)) )l d)l§3°)3)i
S VX0 Jlo o og 6ld pa 4 e dBMe jl 2gd &S Law
< oS b (o) Ky g geeld H)liw aila (2l 4 (550

e S 15 1

Sly dewy Qlgpley 8 05 &5 (el HLidl ol b 1 s
zox S ) ohSamie (el e )3 38 SleSe e cale
eolsl Jobo 4y (6308 gy MAY VD Jlu I Jlo cudn g0
3 b b 5 IS Slatian (590 b ol S gyl L 5
OPe 058 53 @ye po VA - Canng & (e ) e yio Fovegi>
Col o VY 2gd> d)?] syl gl s L o Oi alyg
LEC]JJ ]) U).\S 9 P&’X».w‘ A odg L)"‘"> 9 o3l MlS Lf’ﬁ)‘u dLoJ 9
95l g xsh) (F JS5) ol Sl J shas i JS5 5 8 o
Gl odel (4955 093 dbgs oy 5 o) WS (S Fuyb ,d (VY DIYAY
52b) € Coslodds dg Lyun > s & Syl & jopaio joui0 (4 pw? oS
5 e sl 455 09 (Lo y>) (S9,81 EI8 (VWY VAP Slpaw]
g oj b ol 2 g0 (o sgame wily (glalges dluog 4y oS 39 (Jitne
has o e olF o b 4 090 Slaliue > 2038 (o0 (S35 b oy
9 Sa9re skl 5l oniST 15 3900 dualio (ynj (595 (Bly Cudie b
IV FF cdlos odl) Mg Sl 5 5 sl g oo )] )S

g B esale] 0 dloul  segSe @l i dlawly 4 Hla B 4lyed 5
2 o535l L eoladl o8 plSoninl dawly s bl 5,8 ol 1y W o 55
0blig &5 4V 1 2 b5 old T C)T Sl odes g Sl bl
Py oddody plud w oy Sy g olel (S Gl g L0
093 u:l )2 .(\\”/W. ¥A 5L§«>)) J.u.g)f)l)s ool dy90 d)l>l.9 BERLS le
0y90 53 8,8 )18 aolatuldyge wylb Wy Alisg s Syl sly laas
@b WY Jlo 5o 5 48 it o )3 jled Sl lazl ol sole
930 )l s ) Ol & J pmedd 6o WD 503 (g,
Pl g 039 Slped b g )b (L) o5 lomen VYYD Jlo U
(Iraq: YEY

Caley Ml (oS 0950 (G Sl oleme ol (Shg L el
b&}{ 3959 gi.: )I LQ(J 9 Cawl 92 4 g9y 0y 4516 L) Lol 005
P9 Caml 00 sl ‘_gLol 4.?() dw yd LJ .))Lu:L;o )‘).9)) JQLS)‘ C)l>
S JSb (£ 50 055 (615 4 30 32y e S ol (93959 A5
‘d)?] sl sl ol Sloy jl ol ble o .cuwlosds iy C)T
5 S S gt Wil Sl g L deex w53 A 4w b (o5
ol 0ads okl (w0 gyl ooyl (el )0 (b (o>
oo 55555 b ol (e 5 ¢ ol gl 4 3 (ol 5l 30
w’)"; Olyoss dlawly 4y dilawlio a5 Cunlodg (6)lged il Sl 3 5]
b ol 5l ook sl e Jgl solee g owimen 9 )G 0)93 )
ol 04 g 50

395 355 dselx (a3 (99)0 (osrche Olgis 4 & Sl Sl = (S b
S gblas cluy slb o Sl S8 jsba ol lis )
F b lalas oLk s bl 5 (Swjm giles slp 3%
\qu‘db)““’) .b]uo ol 4 0590 Ui‘ 2 uL.QJ)J uol> s L;}J9
Sload edlatw! Gl 35, bdled glgl B jo pualae (pl cplpls (YA
BEPL ol O.’.l 9‘ ‘_gt.m;\z olf.&g)@dqy‘lgdl&m)f dl).u&d? ).54\5
Ol Wlan) ased by B 0 (45ae ohed) ol 5 U &
(5100 250 28 5 p3 ollse 5 el s el b o 5B Jle 5
ub&ul )2 L)l> W")f ‘_;a.h.\n —649.9 blf.)%.) g u5l.o.w st)uﬂ )Kdd



Sy diges Slasuiie N o

Table 1. Sampling Specifications

Code

Color

Place of
Sampling

Scale
(mm)

Standard

Layer
Depth

01

Red

Side
corridor of
the Shah
Neshin
room-
North Side

120*75

Original
color

Surface
sampling

02

Blue

Side
corridor of
the Shah
Neshin

room-
North Side

120%75

Original
color

Surface
sampling

03

Green

Side
corridor of
the Shah
Neshin
room-

North Side

120%75

Original
color

Surface
sampling
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Fig 5. Micr+scopic image of the substrate and color layer,
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Table 2. FT-IR Analyses.(Source: RRUFF ID: R050061.1, R050508.1, And R050269.1)
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Table 3. Raman Analyses. (Source: RRUFF ID: R050072, R050531, And R050269)

Sample Data Raman Analyses
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Table 4- Raman and FT-IR Analyses

Sample FT-IR(cm™) Raman (cm™)
Red 598-670-1112-1321-1442-1620 549-1597-
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Table 5. EDS results of the studied samples based on weight and atomic percentage

Ele 08 ! g
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C 14.23 23.09 16.80 24.44 20.43 29.15
O 51.93 63.25 57.70 62.99 55.17 59.10
Mg 1.50 1.20 1.55 1.11 1.70 1.20
Al 0.62 0.45 0.43 0.28 0.31 0.20
Si 1.22 0.84 1.36 0.84 0.91 0.56
S 6.33 3.85 7.71 4.20 7.79 4.16
Cl 1.49 0.82 0.28 0.13
K 0.59 0.29 0.31 0.14 0.21 0.09
Ca 9.42 4,58 13.00 5.67 11.71 5.01
Fe 0.23 0.08 0.45 0.14
Na 0.49 0.42
Pb 11.95 1.12 — — — —
Cu 0.70 0.19 1.48 0.40
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absorption bands at 882 cm-1, 1065 cm-1, 1708 cm-1, and
1920 cm-1, indicating the presence of malachite.

D- SEM-EDS analysis

Elements identified in the EDS analysis of the red
pigment also show magnesium, aluminum, silicon, sulfur,
calcium, chlorine, lead, potassium and iron. The presence
of lead indicates the presence of lead oxide or sinter in
the red pigment and a small amount of iron indicates
other compounds in the red color, which will likely be
the presence of ochre. The red pigment is used in multi-
tonality in flowers, ranging from dark to light. The presence
of calcium is also due to the presence of gypsum under the
color layer. The presence of aluminum, silicon, and sulfur
in the structure of pigments is the key element of the lapis
lazuli pigment (Na8AI6Si6024S2). These elements atre
also observed in the composition obtained from SEM-
EDS analysis of the blue pigment. The elements identified
in the green pigment are magnesium, aluminum, silicon,
sulfur, calcium, and copper.

Conclusion

According to findings, during the Zand period, mineral
paints were used to decorate buildings in the form of
murals. The final results obtained ate: red color (Red
Lead (Orange Mineral)) and a small amount of ochre
(iron oxide Fe203), blue color (Ultramarine Blue), green
color (Malachite). The red lead pigment is lead tetroxide
Pb304, which is obtained by melting lead white. This
pigment has a light velvety color and good covering power.
Lapis lazuli blue pigment is a mixture of the blue mineral
lazulite, also known as ultramarine. The green pigment is a
natural (mineral) alkali copper carbonate with the chemical
composition Cu2(CO3) (OH)2, which has a similar
structure to blue alkali copper carbonate but has a higher
water content. Therefore, considering that the structure of
the paints was in the form of mineral compounds, it can
be acknowledged that one of the most important reasons
for their durability is this structure.

Acknowledgment

I would like to express my sincere gratitude to the
esteemed chairman of the Cultural Heritage, Handicrafts
and Tourism Organization of Fars Province, the esteemed
management and colleagues in the Technical Deputy
Department of the Cultural Heritage Department of
Shiraz City, and colleagues in the Laboratory Department
of Shiraz University for their sincere cooperation. There is
no conflict of interest.



Identification of pigments in wall paintings from the Zand era in the Karim Khani Castle of Shiraz | Maryam Shitvani | 121

in painting on canvas. This sample of oil paints was used in
painting on canvas. Considering the arrival of these paints
in Iran, the purpose of this research is to identify the
pigments and substrate of the wall paintings of the Karim
Khani castle in order to understand the characteristics of
the paints and the reason for their durability under the
plaster layer of the Qajar period. The questions raised are:
what types of materials were used in painting during the
Zand dynasty? Given the arrival of new oil paints from
Europe in the Zand dynasty court, were these paints used
in mural paintings?

Materials and methods

To identify and examine the pigments in the murals,
sampling principles were followed, and then they were
analyzed and examined based on instrumental methods. A
microscopic image of the sample was taken using a ZTX-
3E020 optical microscope made in China at the central
laboratory of Shiraz University of Art. A magnification
of 200X was used for imaging and the constituent layers
were identified. Fourier transform infrared spectroscopy
(FT-IR) analysis was performed using a Tensor II model
device manufactured by the German company Bruker at
the central laboratory of Shiraz University. The range used
was between 400 and 4000 cm-1. To evaluate the crystal
shape and elemental composition of the studied sample,
a scanning electron microscope (SEM) model TESCAN-
Vega3, manufactured by TESCAN, Czech Republic, and
equipped with an energy dispersive X-ray spectrometer
(EDS) was used at Shiraz University. To examine the
elemental compositions, a Confocal Raman Spectroscopy
and Microscopy device (Lab Ram HR model) with a laser
wavelength of 532 nm and a power of 100 mW Acq
5s G1800 (450-850 nm) Hole 150) (Edg ND 25% Obj
x50 VIS LWD Acc 5 made in Japan was used at Shiraz
University.

Results and Discussion

A- Microscopic Examination of Mural Paintings

In these decorations, the layers were applied in such a way
that a layer of straw was placed on the brick layer, then a
layer of plaster was placed on it, and paint was applied on
1t.

B-FTIR analysis results

The red pigment of the citadel, the bands in the region
of 598 cm-1 and 670 cm-1, identify calcium sulfate as
a white color layer, which is affected by the presence of
S-O bonds and is due to the presence of a gypsum layer
in the undetlying color layer. The band in the region of
1112 cm-1 also indicates the presence of calcium sulfate
as a layer that was probably used in the substrate. In this
spectrum, the absorption band in the region of 1321 cm-1
indicates the presence of a mineral containing iron, which

was probably used in the red pigment. The results of FT-
IR analysis for blue paint also indicate that the bands in
the region of 1100 and 1000 cm-1 are the presence of
calcium sulfate in the gypsum base layer, the bands in the
region of 13400 and 3531 cm ate related to the asymmetric
stretching vibrations of the O-H bond in the compound,
and the 1596 cm is calcium sulfate (gypsum), the 669
cm-1 is a sign of calcium sulfate and is also affected by
the presence of the O-§ bond. The band in the region of
1620 cm-1 is probably related to the hydroxyl bond in the
chemical structure of CaSO4.2H20, and the absorption
band in the region of 1726 and 630 cm-1 is probably an
indication of the presence of oil in the compound, which
has been reported in historical paintings containing oil
and Sheikh's whitewash. The band in the region of 1538
cm-1 is related to the increase in the life of the effect and
the creation of metal carboxylates due to the proximity
of the pigment and oil, which should not be confused
with the vibrations related to protein. In the case of the
green pigment under study, the bands in the 598 and 670
cm-1 region identify calcium sulfate as a white color layer,
which is affected by the presence of S-O bonds. The
band in the 1100 cm-1 region also indicates the presence
of calcium sulfate as a layer that is probably used in the
substrate. The band in the 889 cm-1 region shows C-O
absorption, and the band in the 1510 cm1 region shows
the presence of carbonate in the sample. Therefore, it can
be said that the compound used is basic copper carbonate
or malachite with the chemical formula Cu2CO3 (OH) 2,
and the absorption band in the 1727 cm-1 region probably
indicates the presence of oil in the compound, which is
probably related to surface contamination of the effect.

C-Raman analysis results

In the red pigment, the absorption region at 549 cm-1
indicates the red structure of lead or syringe in the sample
under study. Also, this peak is due to the stretching
vibrations of Pb, which are the identification characteristics
of syringe. Also, the band at 1597 cm-1 in the IRUG
database indicates iron oxide compounds that were
observed in the pigment. The blue pigment studied in the
absorption region of 1009 cm-land 1600 cm-1 is the blue
color characteristic peak of ultramarine, which generally
has a strong characteristic peak in the Raman spectrum
obtained from all three excitation lasers with wavelengths
of 532, 633 and 785 nm, ultramarine in the range of 560
to 580 cm-1, which is related to S3- as the main blue
color factor. The blue pigment mineral ultramarine is also
Na7A165i602483. Polysulfide radicals (S2-) in the alum in
silicate structure of sodality are responsible for the blue
color of this pigment. However, the presence of (52-) and
tetra sulfur (S4-) radicals can shift the color towards yellow
and red (Mobasher Maghsoud & Koochakzaei, 2023:
372). The green pigment examined in the mural shows
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The Katim Khani Castle is a
monument from the Zand era
in Shiraz. In this building, a wall
painting is one of the decorations,
which unfortunately was hidden
under a layer of plaster during the
Qajar era, so many studies have
not been conducted to identify
pigments from the Zand era. The
aim of the study is to understand
the structure of pigments in the
Zand period wall paintings in the
Karim Khani Castle. The question
raised is what kind of materials
are included in the composition
of these coloring materials. For
investigation, FT-IR, SEM-
EDS, and RAMAN instrumental
methods were used. The findings
indicate that the red pigment
compositions included lead oxide
(syringe) and possibly iron oxide
(late), the blue pigment included
ultramarine blue (lapis lazuli),
and the green pigment included
malachite (mountain green), which
were applied on gypsum substrates
and an oil-based compound was
used as a binder. The pigments have
amineral structure and are durable,
and despite the introduction of
European oil paints in Iran, these
color compounds have not been
used in mural painting,

Keywords:  Mural  painting,
pigment, Karim Khan Castle,
Fourier transform infrared

spectroscopy, Raman, scanning

electron microscopy
Introduction

The most important and most
extensive example of decorative
arrangements in the Karim Khani
castle of Shiraz, which has been
considered in the present study, is
the mural painting that was used in
all the rooms of the building on its
four sides, as well as the porches.
These arrays were destroyed in
some parts during the post-Zand
era, and in some places they were
covered with a layer of plaster
and replaced with new paintings
(shirvani, 2012: 23). Therefore,
two historical periods can be
observed from the perspective
of wall painting in this building;
The liberation of decorations
from the plaster layer has been
carried out for many years under
the supervision of the General
Department of Cultural Heritage
of Fars Province, and this process
has been carried out in many parts.
In general, the colors used in these
wall decorative motifs in the Zand
period include red, green, and
blue, white and black (Shafiel &
Esfandiyari, 2004: 116). Which in
some cases has been used on the
gilding layer. After the arrival of
oil paints imported from Europe
in the Safavid era in the Iranian
court (Kajbaf & Saeed, 2018: 109).
This sample of oil paints was used



