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The major indigoids constituting modern and archaeological purple pigments produced from molluskan
species include, in varying compositions, indigo, 6-bromoindigo, and 6,6’-dibromoindigo. Though
woolen Tyrian Purple dyeings produced from these pigments were the most prized and precious of all
dyeings in antiquity, a full chromatographic and colorimetric analysis of multi-fibered textiles dyed with
these indigoids has not been previously performed. This current study reports on high-performance
liquid chromatographic (HPLC) analyses conducted on the indigoid pigments and on woolen dyeings
individually produced from them. In addition, comparative colorimetric analyses via reflectance spec-
trophotometry were performed on standard multifiber fabric swatches, each consisting of 13 different
synthetic and natural fibrous materials. Each swatch was dyed with one of the cited indigoids. These
colorimetric properties included the Kubelka-Munk spectral curves, color strengths at the wavelengths
of maximum absorptions, color coordinates of the CIE L*a*b* and L*C*h* color spaces, and the color
differences. Excellent functional correlations were observed among these properties and these rela-
tionships should be applicable to similar dyeings on other fabric materials. The results show that fila-
ment triacetate and nylon-66 possess the most remarkable color strengths of all the fiber materials
investigated in all the dyeings, and of the natural fibers studied, wool possessed the highest color
strength and cotton the poorest with all three dyes. Such chromatographic and colorimetric analyses
would further our understanding of the colors produced from ancient, and modern, purple-dyed textiles.

© 2012 Elsevier Ltd. All rights reserved.

1. Introduction

The chemical constitution of the raw purple and violet pigments
produced from purple-producing sea snails has been studied

Purple and violet brominated indigoid pigments are exclu-
sively produced in nature from the colorless precursors extracted
from the hypobranchial glandular fluids of certain mollusks.
These colorants are spontaneously formed via complex
biochemical pathways involving enzymatic hydrolysis followed
by photochemical and oxidative reactions when these chromo-
gens are exposed to air and light [1]. The ancients of the Near
East, especially the inhabitants along the Mediterranean basin,
utilized these pigments to produce majestic woolen dyeings
historically known as Royal Purple, Imperial Purple, or Tyrian
Purple, for sovereigns, high officials, and military generals. Red-
purple Argaman and blue-purple Tekhelet woolen dyeings were
also mentioned in the Bible for textile furnishings in the First and
Second Temples in Jerusalem as well as for the ritual vestments of
the High Priest.
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chromatographically and spectrometrically [1—7]. The malaco-
logical pigments consist of brominated and un-brominated color-
ants, which can include isatinoids, indigoids, and indirubinoids [5].
The indigoids are the major dyes found in archaeological pigments
and in pigments from the historically important Muricidae snail
species inhabiting the waters of the Mediterranean, Hexaplex
trunculus (also known as Murex trunculus), Bolinus brandaris and
Stramonita haemastoma. The indigoid pigments produced from
molluskan sources consist of, in varying quantities, indigo (C.I. Vat
Blue 1, 73000) and abbreviated as IND, violet 6-bromoindigo (also
known as monobromoindigo, MBI), and purple 6,6’-dibromoindigo
(C.I. Natural Violet 1, 75800) denoted as DBI, whose molecular
structures are shown in Fig. 1A. Thus, depending on the relative
compositions of these dyes in the pigment, sea snails from this
species can produce either reddish-purple or bluish-purple (i.e.,
violet) pigments, and consequently dyeings produced from them
will also have these varying colors. Though the common denomi-
nator of all purple-producing sea snails from all parts of the world is
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Fig. 1. Reduction of (A) a water-insoluble indigoid, to (B) its soluble leuco-salt, and reverse air-oxidation to its original pigment. (The substituents are as follows: for IND: X = X' = H;

for MBI: X = Br, X' = H; for DBI: X = X’ = Br).

DBY, it is the presence of significant quantities of MBI in a pigment —
modern or ancient — that attests to the malacological provenance of
the pigment as the H. trunculus snail [5].

In antiquity, perhaps dating four millennia ago, purple and
violet dyeings from molluskan indigoidal pigments were produced
in a reduction-oxidation process, chemically similar to dyeings
with indigo itself. Natural reduction of the colorants in the raw
pigments to their soluble yellowish leuco (“whiter” or less-
colored) forms was performed via a fermentation vat, which was
actuated by the bacteria present in the snail with the animal’s flesh
as their nutrient [8]. The textile was then introduced into the dye
bath and subsequently removed so that the reduced indigoid in the
woolen fleece would be air-oxidized back to its original insoluble
pigment. This reduction-oxidation dyeing procedure associated
with the three indigoids is summarized in Fig. 1 [9]. Etters [10]
estimated the pK;'s of the leuco-indigos from the literature data
for pK; and pK; found for the related tetra-, tri-, di-, and mono-
sulphonic acid forms of indigo species as 7.97 (+0.78) and 12.68
(+£0.45), respectively. Similarly, Baig [11,12] found that the un-
ionized leuco indigo converts to the mono-anion between pH
values of 5.5—11. Thus, since in the current study the pH of the vat
is reduced to a lower alkaline value before dyeing the fabric, the
species adsorbed on the fabric are most likely the neutral leuco-
indigoid molecule as well as the mono-anion. The general overall
chemistry is identical to the classical method of indigo vat dyeing
via the alkaline dithionite (also known as hydrosulfite) method
dating from the early 1900’s [13], which was soon after the
commercial production of synthetic indigo. This dithionite vatting
method has also been used for dyeing wool with brominated
indigoids [3,14,15].

The oldest molluskan purple dyeing yet found was reported to
be from about the middle of the 2nd millennium BCE from a royal
palace of ancient Qatna, Syria [16]. Purple-dyed textiles were
discovered at the Siberian desert site of Pazyryk and dates from
about the 4th century BCE [17,18], and from later eras a number of
2000-year old Roman Period purple-dyed textiles have also been
reported [19—22] as well as a 3rd — 5th century CE purple-dyed
Coptic textile [23,24]. A beautiful example of an archaeological
Royal Purple dyeing is from a late 1st century BCE fragment (see
Fig. 2) reportedly from the mantle or cloak belonging to King Herod
the Great of ancient Israel, which was found atop the palatial
fortress at Masada in the Judean Desert [19,20,25]. Residual
pigments from Phoenician dye vats along the Eastern Mediterra-
nean have also been found, as for example, at 13th century BCE
Sarepta (present day Lebanon) [26,27] and at 7th century BCE Tel
Kabri in northern Israel [9]. The use of the molluskan purple
pigment as a paint pigment, and not as a textile dye, is rare but
three important examples were found. These include the oldest
example of purple on Late Bronze Age (17th century BCE) Minoan
wall paintings at Akrotiri in Thera (Santorini), Greece [28—30];
a purple paint pigment on a 5th century BCE King Darius the Great
marble jar [5]; and a brown paint pigment from a 12th century CE
church in France [31].

There has been considerable recent interest in indigoidal and
related components as is evident from the literature, especially in
this journal [32—37]. Further, in modern times, brominated indi-
goid pigments have been used to dye wool by means of the
alkaline-dithionite reduction vat, though on a very limited scale.
These include dyeings with a modern H. trunculus pigment [14],
with synthetic DBI [3,15,38], and with synthetic MBI [3]. Natural
purple dyeings were also performed using H. trunculus pigments
via a natural fermentative reduction vat [8,39,40].

Previously, some colorimetric properties of purple dyeings were
determined for wool that was dyed naturally with the molluskan

(C) Zvi C. Koren

Fig. 2. Micro-photograph of a fragment from the 2000-year old royal purple Herodian
cloak found at Masada. The main DMSO-extracted dyes in the warp and weft purple
yarns and their average HPLC integrated peak areas at 288 nm are: 51% DBI, 36% MBI,
11% IND, 2% DBIR (6,6'-dibromoindirubin, an isomer of DBI). (For interpretation of the
references to colour in this figure legend, the reader is referred to the web version of
this article.)



Z.C. Koren / Dyes and Pigments 95 (2012) 491501 493

pigment [8] as well as with synthetic DBI [3,15,38] and with MBI [3].
A similar analysis was also performed on a limited number of
synthetic textiles dyed with DBI [38]. In addition, direct dyeing and
vat dyeing using the pigment (mainly DBI) from the Ocenebra
inornata sea snail on eight fabrics, with colorimetric data, has been
published [41]. However, a full comparative chromatographic and
colorimetric investigation of all three indigoid dyeings on natural
and synthetic textiles has not been performed prior to this study.
This article reports on the results of the dye-purity analyses per-
formed via high-performance liquid chromatography (HPLC) on the
three raw indigoid pigments and compares them with those per-
formed on the woolen dyeings produced from them. Further,
colorimetric analyses were performed on standard multifiber fabric
swatches individually dyed with an indigoid. The determined
properties include the Kubelka-Munk K/S spectral curves, the color
strengths at the wavelengths of maximum absorptions, Apax, the
coordinates of the CIE 1976 L*a*b* and L*C*h* color spaces, and the
color differences within each indigoid set. Comparative analyses
and functional correlations among these properties were
performed.

2. Materials and methods
2.1. Chemicals and materials

For the dye extractions, HPLC-grade (99.9%) dimethyl sulfoxide
(DMSO) from Aldrich (Milwaukee, WI, USA) was used. The mobile
phase solvents, methanol and water, were HPLC-grade and
acquired from ]. T. Baker (USA). The dyes analyzed were IND from
Aldrich (USA) with a reported 95% purity, and of the brominated
indigoids, MBI was obtained from K. Ramig and O. Lavinda (Baruch
College, NY, USA) and DBI from S. Karimi (Queens College, NY, USA),
who synthesized them according to previously published proce-
dures for MBI [3,42] and for DBI [33,43]. The multifiber fabric
(labeled as “Warp Stripe 13 Fiber Fabric, Style #43”), consisting of
the 13 fiber materials listed in Table 1, was obtained from Testfa-
brics (Pittston, PA, USA).

2.2. Dyeings

Each multifiber Testfabric swatch was individually dyed with
one of the three indigoids (IND, MBI, and DBI) according to the
previously published alkaline-dithionite vatting method [3], and
obtained from K. Ramig and O. Lavinda.

2.3. Chromatographic system

A Waters High-Performance Liquid Chromatography (HPLC)
system was used for the reverse-phase chromatographic analyses,
which included a 600E Controller and 996 Photodiode array (PDA)
detector. Two Waters 3.0 x 150 mm stationary phase C-18 columns
were utilized in this study: XBridge 3.5 pm particle size (Part No.
186003028) and Symmetry 5 pm particles (Part No. WAT054200).
The linear gradient elution method consisted of a binary methanol/
water mobile phase with a constant flow rate of 0.6 mL/min
according to the following times and increasing methanol
percentages:

0 min, 20%; 3 min, 70%; 6 min, 70%; 20 min, 84%; 30 min, 100%.

2.4. Dye extraction and filtration

For the chromatographic analyses, a micro-sample from each
raw pigment (~50 pg) and from each dyed textile (~5 mg) was
placed in a 2-mL glass vial with 400 pL of DMSO and placed in a dry
block heater set at 150 °C for 5 min. The residual textile and

pigment samples were then re-extracted with a fresh sample of
DMSO and combined with the first extraction. The hot solution was
immediately placed in a micro-centrifuge tube filter assembly
consisting of a polypropylene body and a 0.45-um nylon filter
membrane (Grace Davison Discovery Science, Catalog No. 24139)
and centrifuged for a few minutes. This filtered dye solution was
then immediately injected into the 20-pL sample loop of the HPLC.
All these steps were performed under subdued light.

2.5. Colorimetric reflectance spectrophotometer

For the determination of the spectral curves as well as of the
CIE L*a*b* and L*C*h* color spaces, a portable Datacolor Check II
Plus Reflectance Spectrophotometer was used with a pulsed Xe
light source and an Extra-Ultra Small Area View (XUSAV) aperture
size consisting of a 3.0 mm illuminated diameter with data
measured from a reflected 2.5 mm diameter. Data was collected
from 400 to 700 nm at 10 nm intervals for the standard D65
daylight illuminant and 10° observer angle with specular reflec-
tance included. Each dyed textile material was measured at least
at 6 locations on that fabric and the results were averaged and
showed good uniformity.

Table 1

Dyeings with indigo (IND), 6-monobromoindigo (MBI), and 6,6'-dibromoindigo
(DBI) on the different fabric materials (with their abbreviations) and their corre-
sponding wavelengths at maximum absorptions.

Dyeing Fabric Amax (nm)

Abbrev. IND MBI DBI

IND MBI DBI No. Material

1 Filament 1-FA 612 600 527
Acetate
(Diacetate)

2 SEF 2-SE 625 600 536
(Modacrylic)

3 Filament 3-FT 607 591 597
Triacetate

4  Cotton, 4-C 656 627 533
bleached

5 Creslan 61 5-C6 655 625 525
(Acrylic)

6 Dacron 54 6-D5 620 604 598
(Polyester)

7 Dacron 64 7-D6 612 606 600
(Polyester)

8 Nylon 66 8-N6 617 609 600
(Polyamide)

9 Orlon 75 9-07 655 625 530
(Acrylic)

10 Silk, spun 10-S 627 590 532

11 Polypropylene 11-PP 655 324 527

(Polyolefin)

12 Rayon 12-RV 657 625 524
(Viscose)

13 Wool, 13-W 655 533 527
worsted
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3. Results and discussion
3.1. Dyeings

Optimal dyeing conditions, which include temperature-time
gradients and concentrations, generally vary from one fiber mate-
rial to another. However, the dyeing method used for the current
study was the one that has been optimized for wool as this pro-
teinic fiber was historically dyed with the purple molluskan
pigment. Additionally, the dyeing procedure utilizes mild temper-
atures as thermal debromination of the indigoidal pigment can
occur. In order to eliminate any possible photo-debromination of
the dissolved leuco-MBI or -DBI, a well-known phenomenon
[1,8,38,44—47], the entire reduction-oxidation dyeing procedure
was performed under subdued light conditions.

The three sets of indigoid dyeings are shown in Table 1, which also
shows the respective wavelength at maximum light absorption, Amax,
for each dyed fabric material, as described in Section 3.3.1 below.

3.2. Chromatographic analyses

In order to be able to ascribe the color determined from
a colorimetric analysis of a dyeing to that produced from a single

Z.C. Koren / Dyes and Pigments 95 (2012) 491501

dye, it was necessary to first determine the purity of the raw
pigment that was used for that dyeing. Subsequent to that, the dye
was extracted from each woolen dyeing and chromatographed in
order to determine whether the original purity of the dye was
maintained throughout the dyeing process, as the indigoid dyes can
undergo degradation, as mentioned in Section 3.1 above.

The chromatograms obtained from the HPLC method for the
DMSO-extracted solutions of each of the three raw pigments (IND,
MBI, and DBI) and of the corresponding dyeings produced from
them are shown in Figs. 3—5. In order to detect all the possible
colorants present in each sample, the relevant visible wavelengths
from 400 to 700 nm were scanned. Each chromatogram is shown at
5 different wavelengths (400, 450, 500, 540, and 600 nm), with the
major component peak increasing with increasing wavelength. The
540 nm value was chosen as dissolved indirubinoids absorb near
that value, and 600 nm is the wavelength at which all the indigoidal
solutions exhibit strong absorptions [5].

From even a visual inspection of these chromatograms it can be
seen that the major dye in each sample is relatively pure, with the
minor components showing only small peaks. The composition and
purity of each dye is related to the relative integrated area of that
dye’s peak, and was calculated at a standard wavelength of 288 nm.
At this wavelength, all the major and minor colorants that may be
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Fig. 3. HPLC chromatograms of DMSO-solutions at increasing wavelengths (and peak heights) of 400, 450, 500, 540, and 600 nm of IND in (A) the raw pigment using XBridge

column, and in (B) the woolen dyeing using Symmetry column.
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Fig. 4. HPLC chromatograms of DMSO-solutions at increasing wavelengths (and peak heights) of 400, 450, 500, 540, and 600 nm of MBI in (A) the raw pigment using Symmetry

column, and in (B) the woolen dyeing using XBridge column.

present have significant absorptions and this wavelength was also
previously used in other HPLC studies of these components [5,48].
The peak area of each indigoid relative to the total peak areas of all
the detected colorants, expressed as a percentage, is given in Table 2.
The table shows the peak area of each major dye, both as a pigment
before the dyeing and as a dye after the dyeing. In the MBI sample,
the two main impurities were, as expected, DBI (5.0%) and IND
(2.0%) in the raw pigment, and these were also present in the dyeing
at 3.8% and 6.1%, respectively. From the table it is apparent that
indigo is virtually unaffected by the dyeing and maintains its high
purity. Although MBI and DBI undergo some decomposition,
nevertheless, they are still at very high levels in their respective
dyeings. Thus, all the subsequent colorimetric properties of all the
dyed fabrics can be ascribed to a single dye on that material.

3.3. Colorimetric analyses

3.3.1. Kubelka-Munk spectral curves

The percent reflectance (%R) values determined spectrophoto-
metrically were transformed into the Kubelka-Munk K/S values
according to

K/S = (1-R)?/2R

where K and S are the Absorption and Scattering Coefficients,
respectively, and R is expressed as a fraction [49—51]. These
transformed spectral curves produce absorption-type data and are
shown in Fig. 6. The maximum K/S value at the corresponding
wavelength (Anax) is known as the color strength at a single
wavelength (SWL) of a dyeing [52], and, among other factors, is
related to the composition of the dye on the textile.

The values for the wavelengths at maximum absorptions
evaluated from Fig. 6 are given in Table 1. These values are not to
be taken as the sole indicators of the observed color as the spectral
curves show that there is significant shouldering in the curves for
a considerable number of fabric materials. This is true for fabrics
dyed with DBI (Fig. 6C) and in the curves for MBI dyeings (Fig. 6B),
and to a lesser degree also with IND (Fig. 6A). This is due to the
complex colorimetric nature of the brominated dyes as they
exhibit both red and blue components, as described in section
3.3.2 below.

From Fig. 6, the highest K/S value for IND-dyeings is observed for
nylon-66 (abbreviated as 8-N6) at 617 nm. In MBI dyeings, the color
strength of nylon at 609 nm is again nearly the highest, only to be
minimally surpassed by that of filament triacetate (3-FT) at 591 nm,
and triacetate also has the highest K/S value at 597 nm of all the DBI
dyeings.
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Fig. 5. HPLC chromatograms of DMSO-solutions at increasing wavelengths (and peak heights) of 400, 450, 500, 540, and 600 nm of DBI in (A) the raw pigment using XBridge

column, and in (B) the woolen dyeing using Symmetry column.

Wool had the greatest color strength of all the natural fibers
investigated in all three indigoid dyeings. The color strengths of the
woolen dyeings of this study can be compared with those
measurements that have been previously performed on related
dyeings. A colorimetric measurement on a red-purple wool natu-
rally dyed via fermentative reduction with the pigment from the H.
trunculus sea snail, which consists of a number of colorants [5],
shows that the Apax value in the naturally dyed wool was approx-
imately 530 nm (see Fig. 15.2 of reference [8]). From Table 1, it can
be seen that the spectral curves for wool dyed solely with DBI
(Fig. 6C) or only with MBI (Fig. 6B) have Anax values of 527 and
533 nm, respectively, which are nearly identical with the value for
the naturally dyed wool. The shape of the spectral curve for the

Table 2

HPLC-determined percent peak areas at 288 nm and average retention times of the
DMSO-extracted solutions of the dyes as raw pigments (before the dyeings) and in
the dyeings (after).

Dye tr (min) Pigment Dyeing
IND 13.50 99.7 98.8
MBI 17.37 92.5 87.6
DBI 21.92 97.6 86.8

naturally dyed wool exhibits a prominent right-shoulder between
600—650 nm. A comparison of that profile with that of the three
indigoids of this current study shows that the naturally dyed wool
closely resembles that of an MBI dyeing, which indicates that the
naturally dyed wool has a significant quantity of MBI.

Another study reported on the spectral absorption curves for
wool samples that were individually dyed with each of the three
indigoids (Fig. 3 of reference [3]). Those Amax Values are in agree-
ment with the ones of this current study. The main difference is in
the shape of the spectrum of DBI-dyed wool, in which the previous
study shows it with the prominent right-shoulder, a feature that is
missing in the DBI-dyed wool of the current study. In the present
work, this shoulder was present in wool dyed only with MBI. Hence,
this disparity in the spectral curves of DBI dyeings from both
studies may be due to the possible partial photo-debromination of
the DBI to MBI that may have occurred during the dyeing process in
the other study.

3.3.2. Blue and green-to-red values

In the CIE 1976 L*a*b* color space [53], L* represents the light-
ness of the dyeing, and the a* coordinate ranges from green (—a*) to
red (+a*), whereas the b* component ranges from blue (—b*) to
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yellow (+b*). (For simplicity, these properties will henceforth be
denoted without the asterisks.) The blue and red characters of the
observed colors of all the dyeings are shown in Fig. 7. In general, for
all the dyeings, the red component increases with the degree of
bromination. None of the dyeings exhibited a yellow component.
In addition to the obvious blue component of IND dyeings
(Fig. 7A), only a green value is present in all these dyeings. With few
exceptions, the relatively low green value is fairly constant in these
dyeings, and thus, the relatively high blue values produce absorp-
tions above 600 nm, with wavelength values of 632 + 25 nm (see
Table 1). For MBI dyeings (Fig. 7B), the blue character (-b) is also
considerably greater than its absolute a value, with some dyeings
showing a green character and others red. For DBI dyeings (Fig. 7C),
the pattern of blue-to-red ratio is more complex, with many dyed
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Fig. 7. Green-red (—a,+a) and blue (—b) values of the indigoid dyeings: (A) IND, (B)
MBI, (C) DBI. (For interpretation of the references to colour in this figure legend, the
reader is referred to the web version of this article.)

fabrics exhibiting approximately equal values. In these DBI dyeings,
the fiber with the reddest component is wool (13-W), and the fabric
with the greatest blueness is filament triacetate (3-FT), which
produces the highest K/S value as seen in Fig. 6C.

The color strengths found in the spectral curves of Fig. 6 can be
understood in light of the relative blue and red characteristics of the
colors depicted in Fig. 7. In IND dyeings, the fabric with the highest
K/S value was nylon-66 (8-N6), with a very large blue character. This
color strength is due in part to its significant green component. For
DBI dyeings, the greatest color strength was exhibited by filament
triacetate (3-FT), which had the bluest character. For MBI dyeings,
filament triacetate and nylon-66 had the highest, nearly identical,
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color strengths, partially due to their nearly identical blue char-
acter, which were the highest of all such dyeings.

3.3.3. Wavelength groupings

The seemingly random wavelength values shown in Table 1 for
MBI and DBI dyeings can be organized to show group clustering
about certain regions according to their relative a and b color
values. Fig. 7 shows that as far as the b coordinate is concerned, all
the dyeings exhibit only a blue component (—b values), whereas
some show green (—a) and others red (+a) character. Thus, the
algebraic sum of a and b represents either the total negative sum of
the green and blue components, or the difference between the red
and blue values. Most of the values for a+b are negative, and thus
the negative sum, —(a+b), is used in plotting it against the corre-
sponding Amax value.

Fig. 8 shows the plots of the comparative sums of a and b for MBI
and DBI dyeings as a function of the corresponding observed
wavelength at maximum absorption, Apax. For the MBI dyeings
with relatively high absolute sums of a and b, all the wavelengths
are clustered within a region centered at around 610 nm. Of these
MBI dyeings, only one fabric, wool, which has a relatively lower
absolute sum of a-+b, exhibits a much lower wavelength of close to
530 nm. This wavelength for wool is indicative of an observed
reddish-purple hue in its dyeing and is due to its relatively high red
value (+a), which is about 3—4 times larger than the other closest
values as seen from Fig. 7B. For DBI dyeings, a similar clustering
pattern is again exhibited. For higher values of —(a+b), the wave-
lengths are grouped in a thin vertical oval strip centered at about
600 nm, whereas for lower values the wavelengths are clustered in
a small elliptical region centered at about 530 nm.

The two regions for each set of dyeings are very similar. These
two clustered groupings can be explained on the basis of the
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Fig. 8. Group clustering of the Ayax values for the indigoid dyeings: (A) MBI, (B) DBI.

relative values of a and b. For higher values of —b, and thus for-
—(a+Db), the observed color would be bluish with wavelengths from
about 600 nm and higher. Dyeings exhibiting the lower wave-
lengths of about 530 nm possess a considerable observed reddish
character, which is due to a relatively higher +a value and a lower
algebraic value of —(a-+b).

3.3.4. Color strengths vs. lightness

For all the dyeings, the color strength (K/S) is inversely related to
its lightness (L), as both are indicative of the relative concentration
of the dye in the fiber. Fig. 9 shows the plot of the maximum
Kubelka-Munk K/S value for each dyed fabric as a function of its
lightness (L) property. A simple exponential decay function can be
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Fig. 9. Color strength (K/S) as an exponential decay function of the lightness (L) for the
indigoid dyeings: (A) IND, (B) MBI, (C) DBI.
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employed for all the dyeings, which produces excellent correlation
between these two properties. An even higher match exists
between these two properties for relatively high L values from
about 50 and up for all three dyeing sets.

3.3.5. Color differences

The color difference between two dyeing samples, AE, is defined
as the Euclidean distance between these two sets of color coordi-
nates, according to [54]:

AE = /(AL +(Aa)>+(Ab)2.

For each set of dyeings with a particular indigoid, the color
difference between the color of any fabric and the one with the
highest K/S value for that set was calculated and plotted in Fig. 10 as
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Fig. 10. Color difference, AE, of a dyeing with respect to the fabric with the highest
color strength in each indigoid set: (A) IND, (B) MBI, (C) DBIL.
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Fig. 11. Chroma (C) of a dyeing as a linear function of its blueness (—b): (A) IND, (B) MBI

a function of the lightness (L). For IND dyeings, the fabric material
with the highest K/S value was nylon-66 (8-N6), whereas for both
MBI and DBI dyeings, filament triacetate (3-FT) had the highest
color strength. Though the color difference is dependent on all
three coordinates, it can be seen from Fig. 10 that the dominant
term is the lightness L. Excellent linear correlations between the
color differences and the lightness values for all the dyeings were
found. Hence, dyeings with low lightness values exhibit color
values that are close to that displayed by the fabric with the highest
color strength.

3.3.6. Chromas vs. blueness

The Chroma (C) value expresses the purity of the color and is
dependent on both the a and b color coordinates as C is the vector
magnitude corresponding to the color point (a,b) [46]:

C = <a2+b2>1/2

However, as can be seen from Fig. 7, the blueness values (—b) for
IND and MBI are, in general, considerably greater than the corre-
sponding a values, though this is not the case with DBI dyeings,
which show in many cases nearly identical absolute values for a and
b. Thus, for IND and MBI dyeings an excellent linear correlation
exists between C and —b alone for these two sets of dyeings, as can
be seen from Fig. 11, where C is approximately equal to —b. For these
dyeings the chroma increases linearly with increasing blueness.

4. Conclusions

This is the first time that a full comparative colorimetric analysis
is reported on natural and synthetic textiles dyed with the three
indigoids that are the most dominant in molluskan purple
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pigments. The relative abundances of these colorants in the
pigment will thus affect the colors of the dyeings produced from
these pigments.

This study found that four fabric materials — filament triacetate,
nylon-66, wool, and filament acetate — generally had the highest
color strengths in all the indigoid dyeings. Of these fabric materials,
filament triacetate and nylon-66 showed the most remarkable color
strengths in all the dyeings. Of the natural fibers investigated, wool
had consistently the most noteworthy colorimetric properties.

Filament triacetate had the greatest color strength in MBI and
DBI dyeings, and in IND its color strength was near to the highest. It
had the bluest character in IND and DBI dyeings and nearly equal to
that of nylon-66 in MBI dyeings. The Anax value for triacetate was
nearly constant in all three indigoid dyeings with values close to
600 nm.

Nylon-66 had the highest color strength in IND dyeings and was
nearly equal to that of triacetate for the highest value in MBI
dyeings. In DBI dyeings, the color strength of nylon-66 was near the
top.

Excellent functional correlations were made among the various
colorimetric properties, which may predict similar properties for
indigoid dyeings on other fabrics. Such colorimetric analyses per-
formed in this study will be helpful in future studies on the various
dye—dye and dye-textile intermolecular forces partially responsible
for the colors observed in these indigoid dyeings. Further, the
colorimetric characterizations of the dyeings performed using
natural textiles will assist in interpreting the colors on archaeo-
logical purple-dyed textiles, which were the privilege of ancient
kings, military generals, and high priests.

Acknowledgements

The author is deeply grateful to the Dr. Sidney and Mildred
Edelstein Foundation for support of this research. The samples
provided by K. Ramig, O. Lavinda, and S. Karimi for the analyses
performed in this study are sincerely appreciated. Helpful discus-
sions with L. Massa of Hunter College (NY, USA) are also
acknowledged.

References

[1] Cooksey CJ. Tyrian Purple: 6,6’-dibromoindigo and related compounds.

Molecules 2001;6:736—69.

Wouters ], Verhecken A. High-performance liquid chromatography of blue

and purple indigoid natural dyes. Journal of the Society of Dyers and Col-

ourists 1991;107:266—9.

Clark RJH, Cooksey CJ. Monobromoindigos: a new general synthesis, the

characterization of all four isomers and an investigation into the purple colour

of 6,6'-dibromoindigo. New Journal of Chemistry 1999;23:323—8.

Koren ZC. HPLC-PDA analysis of brominated indirubinoid, indigoid, and isa-

tinoid dyes. In: Meijer L, Guyard N, Skaltsounis L, Eisenbrand G, editors.

Indirubin, the red shade of indigo. Roscoff (France): Life in Progress Editions;

2006. p. 45—53.

Koren ZC. Archaeo-chemical analysis of royal purple on a darius I stone jar.

Microchimica Acta 2008;162:381—92.

Koren ZC. A new HPLC-PDA method for the analysis of Tyrian purple

components. Dyes in History and Archaeology 2008;21:26—35.

Nowik W, Marcinowska R, Kusyk K, Cardon D, Trojanowicz M. High perfor-

mance liquid chromatography of slightly soluble brominated indigoids from

Tyrian purple. Journal of Chromatography A 2011;1218:1244—52.

Koren ZC. The first optimal all-Murex all-natural purple dyeing in the Eastern

Mediterranean in a millennium and a half. Dyes in History and Archaeology

2005;20:136—49.

Koren ZC. High-performance liquid chromatographic analysis of an ancient

Tyrian Purple dyeing vat from Israel. Israel Journal of Chemistry 1995;35:

117-24.

[10] Etters JN. Indigo dyeing of cotton denim yarn: correlating theory with prac-
tice. Journal of the Society of Dyers and Colourists 1993;109:251-5.

[11] Baig GA. Dyeing nylon with indigo in various pH regions. Autex Research
Journal 2010;10:21-5.

[12] Baig GA. Indigo dyeing of polyester (PET) - pH effects. Journal of the Textile
Institute 2011;102:87-92.

[2

[3

[4

[5

6

[7

8

[9

[13] Beech F. The dyeing of woollen fabrics. London: Scott, Greenwood & Co.; 1902.
New York: D. Van Nostrand, p. 137—148.

[14] Edraki-Joop A. Color computer and high-performance liquid chromatographic
quantifications of Royal Purple and Biblical Blue dyeings [dissertation].
Ramat-Gan (Israel), Shenkar College of Engineering and Design; 1993.

[15] Hoetzel P. Quantitative photochemical dyeings with the ancient purple dye
[dissertation]. Ramat-Gan (Israel): Shenkar College of Engineering and
Design; 1994.

[16] James MA, Reifarth N, Mukherjee AJ, Crump MP, Gates PJ, Sandor P, et al. High
prestige royal purple dyed textiles from the Bronze Age royal tomb at Qatna,
Syria. Antiquity 2009;83:1109—-18.

[17] Polosmak HB, Barkova LL. Koctiom 1 Texcrmins Llassipbikies anrasi (IV — I BB,
1o H. 2.). translation: costume and textiles of the Pazyryks of the Altai (IV — III
centuries B. C.). Novosibirsk (Russia): Infolio Press; 2005. p. 135, 194, 197, 207,
210. Russian.

[18] Polosmak NV, Kundo LP, Balakina GG, Mamatyuk VI, Vasilyev VG, Karpova EV,
et al. Textiles from the “frozen” tombs in Gorny Altai 400 — 300 BC, an
integrate study. Novosibirsk (Russia): Russian Academy of Sciences, Siberian
Branch; 2006. p. 34—37, 108—109, 111, 249. Russian and English.

[19] Koren ZC. The unprecedented discovery of the royal purple dye on the two
thousand year-old royal Masada textile. American Institute for Conservation,
The Textile Specialty Group Postprints 1997;7:23—34.

[20] Koren ZC. Non-destructive vs. microchemical analyses: the case of dyes and
pigments. Proceedings of ART2008, the 9th International Conference on Non-
destructive investigations and Microanalysis for the Diagnostics and Conser-
vation of Cultural and Environmental Heritage; 2008 May 25-30; Jerusalem,
Israel. E-Journal of Non-Destructive Testing 2008;vol.37:1—10, http://www.
ndt.net/article/art2008/papers/037Koren.pdf.

[21] Cardon D, Wouters ], Vanden Berghe I, Richard G, Breniaux R. Dye analyses of
selected textiles from Maximianon, Krokodild and Didymoi (Egypt). In: Alfaro C,
Wild JP, Costa B, editors. Purpurae Vestes. I Symposium internacional sobre
Textiles y Tintes del Mediterraneo en época romana. Valéncia (Spain): Consell
Insular d’Eivissa i Formentera i Universitat de Valéncia; 2004. p. 145—54.

[22] Wouters ], Vanden Berghe I, Richard G, Breniaux R, Cardon D. Dye analysis of
selected textiles from three Roman sites in the eastern desert of Egypt:
a hypothesis on the dyeing technology in Roman and Coptic Egypt. Dyes in
History and Archaeology 2008;21:1—16.

[23] Hofmann-de Keijzer R, van Bommel MR, de Keijzer M. Coptic textiles: dyes,
dyeing techniques and dyestuff analysis of two textile fragments of the MAK
Vienna. In: de Moor A, Fluck C, editors. Methods of dating ancient textiles of the
1st millennium AD from Egypt and neighboring countries. Proceedings of the
4th meeting of the study group ‘Textiles from the Nile Valley’, 2005 Apr 16-17;
Antwerp, Belgium. Tielt (Belgium): Lannoo Publishers; 2007. p. 214—28.

[24] Hofmann-de Keijzer R, van Bommel MR. Dyestuff analysis of two textile
fragments from late antiquity. Dyes in History and Archaeology 2008;21:
17-25.

[25] Koren ZC. Color my world: a personal scientific odyssey into the art of ancient
dyes. In: Stephens A, Walden R, editors. For the sake of humanity: essays in
honour of Clemens Nathan. Leiden (Netherlands): Martinus Nijhoff — Brill
Academic Publishers; 2006. p. 155—89.

[26] McGovern PE, Michel RH. Royal purple and the pre-Phoenician dye industry of
Lebanon. Museum Applied Science Center for Archaeology Journal 1984;3:67—70.

[27] McGovern PE, Michel RH. Royal purple dye: tracing the chemical origins of the
industry. Analytical Chemistry 1985;57:1514A—22A.

[28] Karapanagiotis I. Identification of indigoid natural dyestuffs used in art objects
by HPLC coupled to APCI-MS. American Laboratory 2006;38:36—40.

[29] Sotiropoulou S, Karapanagiotis I. Conchylian purple investigation in prehis-
toric wall paintings of the Aegean area. In: Meijer L, Guyard N, Skaltsounis L,
Eisenbrand G, editors. Indirubin, the red shade of indigo. Roscoff (France): Life
in Progress Editions; 2006. p. 71-8.

[30] Karapanagiotis I, de Villemereuil V, Magiatis P, Polychronopoulos P,
Vougogiannopoulou K, Skaltsounis A- L. Identifications of the coloring
constituents of four natural indigoid dyes. Journal of Liquid Chromatography
and Related Technologies 2006;29:1491—-502.

[31] March RE, Papanastasiou M, McMahon AW, Allen NS. An investigation of paint
from a mural in the church of Sainte Madeleine, Manas, France. Journal of
Mass Spectrometry 2011;46:816—20.

[32] Sona YA, Honga JP, Kimb TK. An approach to the dyeing of polyester fiber
using indigo and its extended wash fastness properties. Dyes and Pigments
2004;61:263—-72.

[33] TanoueY,SakataK, Hashimoto M, Hamada M, Kai N, Nagai T. A facile synthesis of
6,6'- and 5,5’-dihalogenoindigos. Dyes and Pigments 2004;62:101—5.

[34] Cristea D, Vilarem G. Improving light fastness of natural dyes on cotton yarn.
Dyes and Pigments 2006;70:238—45.

[35] Sawada K, Ueda M. Optimization of dyeing poly(lactic acid) fibers with vat
dyes. Dyes and Pigments 2007;74:81—4.

[36] Papanastasiou M, Allen NS, McMahon A, Naegel LCA, Edge M, Protopappas S.
Analysis of Indigo-type compounds in natural dyes by negative ion atmo-
spheric pressure photoionization mass spectrometry. Dyes and Pigments
2012;92:1192-8.

[37] Chévez FJL, Chavez PR, Oyama K. Brominated precursors of Tyrian purple (C.I.
Natural violet 1) from Plicopurpura pansa, Plicopurpura columellaris and
Plicopurpura patula. Dyes and Pigments 2009;83:7—13.

[38] Cooksey (], Sinclair RS. Colour variations in tyrian purple dyeing. Dyes in
History and Archaeology 2005;20:127—35.


http://www.ndt.net/article/art2008/papers/037Koren.pdf
http://www.ndt.net/article/art2008/papers/037Koren.pdf

(39]

[40]

(41]

[42]

(43]

(44]
(45]

[46]

Z.C. Koren / Dyes and Pigments 95 (2012) 491501

Edmonds J. The mystery of imperial purple dye [cover title: Tyrian or Imperial
Purple dye], Historic Dye Series no. 7. Little Chalfont (UK): Author’s self-
publication; 2000.

Boesken Kanold I. The purple fermentation vat: dyeing or painting parch-
ment with Murex trunculus. Dyes in History and Archaeology 2005;20:
150—4.

Terada T. Dyeing properties of shellfish purple obtained from Ocenebra
inornata. Kwassui Bulletin 2011;54:35—42.

Cooksey C. Olefination of 6-bromo-1H-indole-2,3-dione with 1H-indol-3-yl
acetate via the 2-chloroindoleninone; 6-Bromoindigo. ChemSpider Synthe-
ticPages 2010;465, http://cssp.chemspider.com/465.

Tanoue Y, Terada A, Sakata K, Hashimoto M, Morishita S, Hamada M, et al.
A facile synthesis of Tyrian purple based on a biosynthetic pathway. Fisheries
Science 2001;67:726—9.

Koren ZC. Methods of dye analysis used at the Shenkar College Edelstein
Center in Israel. Dyes in History and Archaeology 1993;11:25—33.

Koren ZC. HPLC analysis of the natural scale insect, madder and indigoid dyes.
Journal of the Society of Dyers and Colourists 1994;110:273—7.

Koren ZC. Photochemical vat dyeings of the Biblical “Purple” Tekhelet and
Argaman dyes [oral presentation]. Dyes in History and Archaeology, 13th
Annual Meeting, Edinburgh, Scotland; December 1994.

[47]

[48]
[49]
[50]

[51]

[52]

[53]

[54]

501

Koren ZC. Kinetics of dyeings produced from photodebrominated leuco-
dibromoindigo solutions [oral presentation]. 24th Annual Meeting. Liver-
pool, UK: Dyes in History and Archaeology; November 2005.

Wouters J. A new method for the analysis of blue and purple dyes in textiles.
Dyes in History and Archaeology 1992;10:17—21.

Kubelka P, Munk F. Ein Beitrag zur Optik der Farbanstriche. Zeitschrift Fiir
Technische Physik 1931;12:593—-601.

Billmeyer FW, Saltzman M. Principles of color technology. 2nd ed. New York:
Wiley; 1981. p. 140.

Zollinger H. Color chemistry: syntheses, properties, and applications of
organic dyes and pigments. 3rd ed. Zurich (Switzerland): VHCA and Wein-
heim (Germany): Wiley-VCH; 2003. p. 58.

American Association of Textile Chemists and Colorists. Evaluation procedure
6: instrumental color measurement. In: AATCC Technical Manual, vol. 80.
Research Triangle Park (NC): AATCC; 2005. p. 386—91.

Commission Internationale de I'Eclairage. Colorimetry, publication CIE No.
15.2. 2nd ed. Vienna (Austria): CIE; 1986. p. 30—31.

American Association of Textile Chemists and Colorists. Evaluation procedure
7: instrumental assessment of the change in color of a test specimen. In:
AATCC Technical Manual, vol. 80. Research Triangle Park (NC): AATCC; 2005.
p. 392-3.


http://cssp.chemspider.com/465

	Chromatographic and colorimetric characterizations of brominated indigoid dyeings
	1. Introduction
	2. Materials and methods
	2.1. Chemicals and materials
	2.2. Dyeings
	2.3. Chromatographic system
	2.4. Dye extraction and filtration
	2.5. Colorimetric reflectance spectrophotometer

	3. Results and discussion
	3.1. Dyeings
	3.2. Chromatographic analyses
	3.3. Colorimetric analyses
	3.3.1. Kubelka-Munk spectral curves
	3.3.2. Blue and green-to-red values
	3.3.3. Wavelength groupings
	3.3.4. Color strengths vs. lightness
	3.3.5. Color differences
	3.3.6. Chromas vs. blueness


	4. Conclusions
	Acknowledgements
	References


