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Abstract: This pioneering work studied the medieval color palette of four manuscripts produced in
the scriptorium of Alfonso X, king of the Crown of Castile (r. 1252-84), including the Songs of Holy
Mary (Cantigas de Santa Maria, in Rich Codex and Musicians’ Codex), Lapidary (Lapidario), and Book
of Games (Libro de los juegos). Scientific analysis based on fiber-optics reflectance spectroscopy in
the visible and Raman spectroscopy showed a color palette based on lapis lazuli, indigo, azurite,
vermilion, red lead, orpiment, yellow ochre, two different greens (bottle green and vergaut), lead
white, carbon-based black, and most importantly, brazilwood pinks, reds, and purples. So, it is
now the first reported use of this lake pigment in European medieval manuscript illumination. The
painting technique is also discussed. The diversity of colors and techniques, with the presence of
lapis lazuli, brazilwood lake pigments, purple, and gold, demonstrates Alfonso X’s desire to produce
sumptuous manuscripts.

Keywords: color palette; brazilwood lake pigments; Songs of Holy Mary; painting technique; medieval
illuminated manuscripts; spectroscopic analysis; Alfonsi manuscripts; Ajuda Songbook

1. Introduction
1.1. Nluminated Manuscripts Produced in the Scriptorium of Alfonso X

The intellectual action associated with Alfonso X, king of the Crown of Castile (r. 1252-84),
known as the Learned, is one of the most brilliant cultural enterprises of the medieval
West. This sophisticated project was articulated by specialized groups working in different
fields of knowledge (history, astronomy and astrology, literature, hagiography, and law)
to find and translate numerous sources (in Latin, Arabic, or Hebrew) into Castilian (old
Spanish) and Galician-Portuguese, and to compose new works to serve the political and
personal interests of the monarch. These works took the form of extraordinary books made
by professional teams of copyists and illuminators who worked in coordination with the
text’s authors under the orders of the king, who played an active role in their commission
and production [1-4].

This ambitious project has left us with a large number of manuscripts that, when stud-
ied together, reveal common features as they were produced in the royal scriptorium. We
know these manuscripts and their textual and visual content much better today. However,
many unknowns exist about their execution, especially technical aspects such as the type
of materials and pigments used and the painting technique. Their study may shed some
light on the production of manuscripts within an Iberian court in a highly sophisticated
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scriptorium. To clarify the color palette used in Alfonso’s scriptorium, four manuscripts
from the Royal Library of the El Escorial Monastery (Spain) have been analyzed, Figure 1;
two manuscripts of the so-called Songs of Holy Mary (Cantigas de Santa Maria), a set of
religious songs praising the Virgin Mary and depicting her miracles, the Rich codex (Cédice
Rico, T-I-1), and the Musicians’ codex (Codice de los musicos, b-1-2); the Lapidary (Lapidario,
h-1-15), a manuscript of scientific content that analyzes minerals and their applications
in relation to the influence of the stars, and the Book of Games (Libro de los juegos, T-1-6),
a treatise that analyzes different types of games from a social perspective.

Songs of Holy Mary

Rich codex
Codice Rico

ca. 1280-82
RBME MS T-I-1

Musicians’ codex Lapidary Book of games
Codice de los musicos Lapidario Libro de los juegos
- LAl Ly B

I/ *W i{; Sl I y & il |

ca. 1282-84 ca. 1270-75 1283
RBME MS b-1-2 RBME MS h-I-15 RBME MS T-1-6

Figure 1. Four manuscripts from the Royal Library of the El Escorial Monastery (Spain) were studied
to uncover the color palette in Alfonso’s scriptorium. Except for the Book of Games, which is dated,
the other manuscripts have an approximate dating: Rich codex, ca. 1280-1282, Musicians’ codex, ca.
1282-1284, Lapidary, ca. 1270-1275.

Besides these four Alfonsine outstanding codices, we will consider another exceptional
illuminated manuscript, the Ajuda Songbook, an Iberian manuscript with 310 cantigas de
amor (Provencal style male-voiced love songs) by Galician-Portuguese troubadours [5-9]. It
is possible that it was created in royal or noble Iberian courts at the beginning of the 14th
century or in the last decade of the 13th century. Indisputable points of contact between
these Alfonsine codices and the Ajuda Songbook exist. Therefore, the comparative study
between these manuscripts may prove relevant. To extend and complete the results, we will
also compare with a group of French books of hours preserved in Portuguese collections
that we have analyzed with the same methodology. In this way, we will have a broader
spectrum of study.

Medieval pigments identified in Iberian medieval manuscripts are presented in Tables S1
and S2 in Supplementary material S1 [10-24]. In this Appendix, a brief introduction is also
provided, and additional information can also be found in Supplementary materials S2-54.

1.2. Establishing a Chronology through Natural Dyes in Illuminated Manuscripts—The
Brazilwood Case

Concerning the contributions from our investigations on color materials within the
Ajuda Songbook, the French-produced books of hours in Portuguese collections, and the
Alfonsine manuscripts, we argue that organic colorants are one of the most promising
materials for establishing a chronology, in particular the red hues: carmine, pink, and
purple [20]. Among them, those obtained from brazilwood are particularly clarifying.
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In medieval sources, we found descriptions of how to prepare the brazilwood lake
pigments and the color ranges from pink to dark red. Most of the recipes of brazilwood
describe the process of preparing a lake pigment, where the dye brazilein is extracted from
the rasps of the wood with an alkaline or neutral solution and complexed with a metallic
ion, usually by adding alum. This binding between the brazilein dye and the aluminum ion
produces an insoluble pigment. Additives such as lead white and calcium carbonate were
often added to reach the optimum precipitation pH, control the lake pigment’s chemical
and physical properties, and make it opaque.

Regarding carmines and roses from brazilwood, the currently accepted chronology
would be from the end of the 13th century/beginning of the 14th century until the 16th
century [25-28]. In this context and according to contemporary sources, the pink color
produced from brazilwood is a luxury color [29].

These pigments were applied as colors using a binding media called tempera at the
time. These tempera in medieval times and in medieval illuminations are based on: (1) pro-
teins (e.g., collagen-based; glair, egg yolk); (2) polysaccharides (e.g., gum arabic, mesquite
gum); and (3) mixed tempera (proteinaceous + gums). Quoting Stefanos Kroustallis, “El
término latin “temperare” (...) definian el proceso de mezclar un color con su aglutinante en
una disolucién o emulsién acuosa y asi se emplea en los tratados medievales de tecnologia
artistica cuando se trata la preparacion de los colores para la “pictura librorum” [30]”. To
know more, please see [31].

1.2.1. French Books of Hours in Portuguese Collections

Some of the brazilwood-based colors used in the books of hours can be reproduced
using the recipes described in the book on how to make all the color paints for illuminating books
(abbreviated as book of all color paints) [32,33]. Three formulations were identified in the
pinks of the books of hours based on the fluorescence spectra in the visible. For this analysis,
80 emission and 80 excitation spectra were acquired in 18 brazilwood-based colors from
8 illuminated manuscripts produced between the 13th and 15th centuries. The formulations
were designated BW1, 2, and 3 [33]. The color BW1 has the presence of calcium carbonate
and lead white. In BW2 and BW3, calcium carbonate is accompanied by gypsum. The
two colors are distinguished due to a higher proportion of gypsum in BW3. Furthermore,
it was possible to compare and analytically match BW 1 and BW 3 with two recipes from
the book of all color paints [33]. This was confirmed through their infrared spectra. To know
more about these books of hours, see [33].

1.2.2. Ajuda Songbook’s Pinks

Scientific analysis showed, for the light pinks in the Ajuda Songbook, a different formu-
lation from that found in fifteenth-century books of hours and from all historical recon-
structions of these colors prepared to date, Figure 2. In the pink color of Ajuda Songbook, in
addition to the brazilwood lake pigment, lead white was also identified, which lightens
the color, alongside calcium carbonate that is used as a filler. The binding media is based
on mesquite gum [29]. These components are necessary for the stability and durability of
the paint. An additive such as calcium carbonate is added in a proportion that does not
alter its hue, sometimes improving color perception by increasing opacity. Furthermore,
its presence improves the mechanical stability of the paint. It is interesting to note that,
nowadays, it remains a filler commonly found in paint formulations, including high-quality
ones such as artist pigments.

These pinks were applied to the architectural backgrounds and musical scenes, partic-
ularly in the aristocratic clothing [16]. Five shades of pink were studied from the garments
used in folios 16r, 171, 211, 40v, and 591, including three folios from Evora (fols. 16r, 171, 40v)
(While most of the manuscript of the Ajuda Songbook was found in Colégio dos Nobres in
Lisbon at the beginning of the nineteenth century, a quire and loose folios were found in
Biblioteca Publica de Evora, in 1842. These were then integrated into the main manuscript,
but the existence of these loose folios points out to the location of the Ajuda Songbook in
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Evora at a certain point in history [16,29]). Unlike the architectural background, the musical
scenes are unfinished. Differences were found in the additives when compared to the pinks
used in architecture. To better understand these “new” formulations, it was necessary to
expand further the database previously built in our laboratory. So, thirteen brazilwood
recipes were selected from seven Medieval treatises. From this work, the best match with
the colors of the Songbook was a translucent rose obtained from recipes where egg white is
used for extraction, and no other additives are present. The translucent rose was prepared
as paint, using the same formulation from the architectural backgrounds. The correct
proportions were determined through infrared spectra as translucent pink brazilwood lake
pigment (0.4%), lead white (19.9%), calcium carbonate (4.9%), and mesquite gum (74.8%).
For a more in-depth analysis, see [29,33,34].

An orcein-based purple was also identified on pages 1, 12, 13, 31, and 55. These
complex purples are extracted from various lichen species [20]. These pages are included
in the Lineage book, dated to the fourteenth century, and are bound with the Ajuda Songbook.
They were used in the filigreed initials of the Lineage book. To know more about its
identification, please see [20].

Arquitecture

Figure 2. The pink colors in the Ajuda Songbook have a specific formulation. Details of these pinks in
the architectural background and vestments (folio 21).

1.3. Brazilwood Trade during the Kingdom of Alfonso X

Brazilwood has been imported to Europe from Asia as Biancaea sappan since at least
the 12th century, probably earlier, being introduced by the Islamic world into the Iberian
Peninsula through the silk trade [35-37]. Its main use was possibly related to textile
production. Still, the work carried out in recent years also proves its use in manuscript
illuminations [16,38—40]. In the Iberian Peninsula, documentation proves the commercial-
ization and circulation of brazilwood since the 13th century in the territories of Castile and
Aragon [41]. The oldest record we currently know is a document relating to the customs
duties of the Crown of Aragon, dated 1243. Even more intriguing are the privileges granted
to the city of Murcia, issued on 18 May 1267 and then ratified on 28 April 1272, which
express that the inhabitants of the city of Murcia can acquire and use any dye except indigo,
lac dye, cochineal, and brazilwood since these were to be used only in textile production
carried out in a cauldron managed by the court. However, in 1313 and 1322, a request
was made to Alfonso XI to lift the ban on using these materials by the population, as was
done in other places, claiming that the cauldron for royal textile production had never
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existed. Regardless of whether the monopoly on these dyes was effective, this information
is important because it shows the use and commercialization of these colors [41]. According
to Partearroyo Lacaba, the supply of brazilwood was interrupted in 1453 with the capture
of Constantinople by the Turks [35]. The Portuguese resumed the commerce of the dye in
1500 in Brazil, using a different tree species, Paubrasilia echinata [42].

These accounts provide evidence that brazilwood was present in Iberian commerce
since early medieval times and that being a luxury material [43], there was a clear wish from
the Castilian crown to monopolize its production and use [41]. This can be confirmed by
the consistent use of brazilwood in the analyzed manuscripts, as discussed in the Section 3
“Results and Discussion”.

1.4. A Multi-Analytical Approach for the Study of Colors in Medieval Manuscripts

In a paint, there are several essential components: the colorant, the tempera, and
the additives, which may have suffered degradation, depending on the history of the
manuscript [34,44,45]. So, the paints of Alfonso X manuscripts were first analyzed using
optical microscopy (magnifying from 7 x to 80x) to understand how the final color was built
up and to detect possible degradation phenomena (loss of adhesion to the support, changes
in color, etc.). The complete identification of the paint requires molecular techniques such
as infrared and Raman spectroscopy [34,38,46-52]. In the case of the colors of medieval
illumination, we usually obtain complex signals that were decoded based on knowledge of
molecular vibrations and by comparison with a database of references explicitly created
for this study. It is complemented with elemental analysis using energy-dispersive X-ray
fluorescence microspectrometry (microXRF) whenever possible. Using microXRE, elements
are detected and semi-quantified. For paints based on organic colorants, our studies on
medieval manuscripts have shown the advantage of combining microRaman spectroscopy,
Fourier transform infrared microspectroscopy (microFTIR) with microspectrofluorimetry
in the visible and fiber optic reflectance spectroscopy (FORS) in the UV-VIS [34].

Raman microscopy and microspectrofluorimetry, with a 1-5 um analysis area, make it
possible to selectively excite different paint components, thus simplifying the interpretation
of the spectra [34]. However, these types of equipment are only available in the laboratory.
Therefore, in our first on-site investigation at Escorial, it was decided to use portable
instrumentation such as FORS (Fiber-Optics Reflectance Spectroscopy) and Raman, with
2 mm and 0.042-2.5 mm areas of analysis, respectively [38,49]. In future work, the complex
formulations used in these colors will be explored using infrared and Raman spectra as
well as fluorescence spectra in the visible [16,33,34,39].

2. Materials and Methods
2.1. Points of Analysis for the Four Alfonsine Manuscripts

The areas of analysis using portable Raman and FORS are described in Figures 525-546
of Supplementary material S4. In the methodology used, each color was analyzed in at
least three points using FORS per color hue (e.g., light blue and dark blue). This analysis
was used to select the best areas to analyze via Raman, with at least one point per color.
The folios were selected according to their interest and to have the widest range of colors
possible, representative of each manuscript. The following folios were analyzed for each
manuscript: fol. 192r and 212r for Rich codex; fol. 29r, 71v, 89r and 304v for Musicians’ codex;
fol. 1r, 8r, 9v, 41v, 491, 62v, 63r, 871, 1041, 106V, 1081, and 116v for Lapidary; and fol. 1r, 18,
48r and 65r for Book of Games.

2.2. Preparation of Historic Paint and Ink Reconstructions

All reagents employed in this study were of analytical grade. A database of references
was constructed and used for comparison to increase the confidence level for the identifica-
tion of the historical paints. The paint references next described were made using 84% gum
Arabic to 16% pigment in weight and applied with an n° 2 brush tool in circles of 2 cm? on
parchment. The pigments used to prepare the reconstructions were purchased from May
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& Baker LTD—Dageham England (vermilion), Kremer Pigmente—Aichstetten Germany
(malachite, orpiment, bone black, and natural ultramarine blue), Zecchi Firente Italy (azu-
rite), Aldrich—Missouri USA (indigo), PanReac—Castellan del Valleés Spain (red lead and
verdigris), Casa Ferreira—Portugal (synthetic ultramarine blue), and Maimeri—Medigli
Ml Italy (raw sienna, sold under the name of yellow ocher).

Lead white was prepared in the laboratory at the Department of Conservation and
Restoration of the NOVA School of Science—Lisbon Portugal. Lead white was synthesized
using the stack process: lead plates were put into a glass container (height 15 cm, width
8 cm) with approximately 10 mL of vinegar without coming into contact with the liquid,
and the container was closed. Upon formation of the white layer of corrosion—a process
that typically occurs within weeks or months—the container was opened, and the lead
white layer was collected. The pigment was then ground and washed three times with
water. The pigments used were characterized to confirm their identity. Gum Arabic was
purchased from Zecchi; the pieces were crushed to a powder, which was then dissolved in
Millipore water to prepare a 20% solution.

The recipes studied related to the making of brazilwood can be divided into three
colors: rose, translucent rose, and red. For more information on these recipes and typologies,
consult the following work [29]. The brazilwood reference used for this work was made
according to a recipe of Ms. Sloane 1754, inserted in the translucent rose typology: (1) the
dye was extracted from 1g of rasps of the wood using 50 mL of egg white and left to extract
for three days; (2) the extraction was filtered, and 1 g of alum was added, reaching a pH of
4.3. The paint was applied with an n° 2 brush tool in circles of 2 cm? on parchment.

The verdigris references were prepared using the following method: first, the verdigris
was grounded and dissolved in a solution of commercial vinegar in 1:1 proportion (weight:
volume); then, 1 mL of the dissolved verdigris was added to 10 mL of a solution of 20% of
gelatin (collagen based), under constant stirring and heated to 40 °C. The preparation of
the gelatin solution was made as follows: 2 g of leaves of alimentary grade gelatin Belbake®
were weighted and cut into small pieces (<1 cm), and 10mL of Millipore water was added;
the solution was stirred and heated to 40 °C until complete dissolution.

The resulting verdigris paint was applied in layers, waiting to dry between applica-
tions to a maximum of four layers.

For bottle green references, medieval recipes were considered. These advised the
addition of an organic yellow to the verdigris paint to obtain green, as are examples in the
recipes of the treatises the Book of all colours paints (pp. 216 and 220 in Strolovitch 2005) [53]
and Liber diversarum arcium (pp. 113-115 in Clarke 2011) [54]. More treatises have been
consulted, but the referred ones were studied more in-depth. The preparation of the bottle
of green paints was as follows: the first part is the same as explained for the verdigris
references, with the dissolution of verdigris in vinegar (1 weight: 1 volume). Then, add
1mL of the dissolved verdigris to 10 mL of a solution of 20% gelatin under constant stirring
and heating at 40 °C. Finally, 2 mL of yellow weld extract is added, resulting in the bottle’s
green paint. The weld solution was prepared by adding 0.3 g of weld to 20 mL of Millipore
water, and the solution was heated to 90° for 1 h, under constant stirring. The solution
was then filtered. These bottle green paints were immediately applied on parchment in
2 cm? circles with a n° 2 brush. The paints were also applied in layers, waiting to dry
between applications and to a maximum of four layers. The historical samples of bottle
green used as part of the database for identifying the manuscripts were acquired with the
same equipment and in the scope of a doctoral thesis [55].

The iron-gall ink reference was made following a 15th-century recipe found in the
Archivo Historico Provincial de Cérdoba, Seccion de Protocolos Notariales de Cordoba.
The recipe is described elsewhere [56]. The paint was applied with a micropipette (60 pL)
in squares of 2 cm? on filter paper.
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2.3. Fiber-Optics Reflectance Spectroscopy

UV-VIS reflectance spectra were obtained with an Ocean Optics, MAYA 2000 Pro
reflectance spectrophotometer equipped with single beam optical fibers and a Hamamatsu
linear silicon CCD detector collecting spectra in a 200-1060 nm spectral range. The light
source is an Ocean Optics HL 2000-HP halogen lamp with a 20 W output and a 360-2400 nm
spectral range. Analysis was conducted with an 8 ms integration time, 15 scans, 8 box
width, and 90° /90° reflection angle to the bearing surface, with a 2 mm spot. A Spectralon®
white reference was used for calibration. Spectra are acquired from 350 to 800 nm and
shown in reflectance (inorganic pigments) and apparent absorbance (dye-based).

2.4. Portable Raman Spectroscopy

The Metrohm Instant Mira DS Raman spectrometer (Mira DS Raman) is equipped
with a 785 nm diode laser with a maximum power of 100 mW, enabling data acquisition
within a spectral range of 2002000 cm~!. This equipment provides a spectral resolution of
8-10 cm~!, using a laser spot of 40 um and an area of analysis of 0.042-2.5 mm, depending
on the working distance selected (adjustable in the 1-7.6 mm range). For the present work,
a distance of 3 mm was preferably used, corresponding to a measuring spot diameter of
approximately 1 mm. The detection technique was Orbital Raster Scan (ORS) that involves
averaging the signal collected from relatively large sample areas (measuring spot) while
maintaining the desired lateral resolution. All spectra were acquired with the maximum
laser power and 10 scans, varying the integration time from 200 to 30,000 ms according to
the target material. A minimum of three spectra were collected from the same sample to
ensure data reproducibility. The spectra presented, when in the presence of a reference and
not normalized, have two different y-axis, described in the figure or the caption.

When working with fragile objects, it is important to consider the energy used to
analyze them, so the laser power density was calculated. The laser power density was
calculated by dividing the laser power by the area of analysis. Calculations were made
considering the maximum values possible, so the experimental values are generally even
lower. The calculated area (circle) is 5026.55 um?, and the laser power is 100 mW, so the
laser power density is 0.019 mW /um?.

3. Results and Discussion
3.1. The Molecular Palette Used to Produce the Colors of Alfonsine Manuscripts

Figure 3 presents the molecular palette used in Alfonso’s manuscripts. The reds and
oranges were obtained with vermilion and red lead, respectively. The pink colors are based
on the brazilwood lake pigment. The main blue is prepared with lapis lazuli (natural
ultramarine), followed by indigo and, more rarely, azurite. For the yellows, yellow ochre
and orpiment were identified. In the greens, the bottle green, a synthetic copper proteinate,
was applied in all the manuscripts, while vergaut, a mixture of mainly orpiment and indigo,
was used in three manuscripts: Musicians’ codex, Lapidary, and Book of Games.

The purples were obtained with a mixture of brazilwood lake pigment and a blue
colorant, indigo, or natural ultramarine. Orcein purple was possibly also found in the third
part of Lapidary. The black color was prepared using carbon-based black, and the whites
were prepared with lead white. Gold is extensively used in these manuscripts.
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Figure 3. The molecular color palette for the studied manuscripts of the scriptorium of Alfonso X.

3.2. Identification of Colors Based on Pigments through a Complementary Approach Using
Fiber-Optics Reflectance Spectroscopy and Raman Spectroscopy

The colors were characterized using FORS and Raman spectroscopy, which allowed
a better understanding of the two different color constructions present in this scriptorium:
application of pure pigments, taking advantage of the support to create different hues and
shades, and application of thick colors, with the use of additives and mixtures. To have
an accurate characterization, the historical samples were compared to a robust database
created using the references described in Section 2 “Marterials and Methods”, which were
thoroughly analyzed using both analytical techniques.

3.2.1. Pure Colors in the Rich Codex

Among the manuscripts analyzed, the Rich codex is the only one where pure colors
were preferred, as previously discussed by Fernandez Fernandez [2,57]. In fact, the use
of tonalities with various intensities on parchment is one of the distinctive features of
this manuscript. In this color construction, the light/dark contrast was achieved via the
illuminator using the support itself, controlling the thickness of the paints to obtain more
or less concentrated hues. The preference for pure colors was observed through Raman
spectroscopy, as presented in Figure 4. Vermilion and red lead were applied without
additives, Figure 4a,b. The blues follow the same tendency, with lapis lazuli being used as
a homogenous layer in backgrounds and frames (Figure 4c) and indigo for the architecture,
vestments, frames, and in the case of Figure 4d for the depicted activity of grinding indigo
itself. Azurite and orpiment were also detected in an isolated application, in folio 212r and
192r, respectively (see Figures S1 and S2, (Supplementary material 52)).
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Figure 4. Raman spectra of red, orange, and blues in the Rich codex (black line) compared to reference
spectra (blue line): (a) vermilion, (b) red lead, and (c) lapis lazuli applied in the background of
the frame of fol.212r; (d) indigo paint applied to simulate the grinding of the same colorant in the
illumination of fol.192r.

The only mixture paints found were purple, which will be discussed in further detail
in the next section, and brown, acquired with lead white and an unidentified organic
compound.

3.2.2. Colors in Musicians’ Codex, Lapidary and Book of Games
Blues

Musicians’ codex, Lapidary, and the Book of Games applied thick-layer paints with exten-
sive use of mixtures and additives. Blue was the color that presented the highest number
of variations. Lapis lazuli was the blue of choice in these manuscripts, applied as a pure
pigment (Figures S3 and S4, (Supplementary material 52)) and in almost every mixture
identified, Figure 5. Raman spectroscopy identified it by its characteristic bands at 545 and
1314-1316 cm ™!, which correspond to lazurite and fluorescence emission bands of diopside,
respectively [58-61]. Lapis lazuli was mixed mainly with lead white (Figure 5a), identified
by its main band at 1050 em ™! (vsCO327) to obtain lighter tones [62,63]. A second lighter
mixture with lead white and calcium carbonate, detected by a weak band at 1086 cm™!
(vsCO327), was identified in Lapidary (Figure 5b) [64]. Above these lighter mixtures, indigo
was frequently applied as a thinner layer to obtain the darker shades or to form the draping
of the vestments. In the Raman spectra, indigo was identified through its main band at
1575-1577 cm ™! (v4C=C, vsC=0) [65,66]. When observing the area of analysis, it seems to
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have been applied above the mixture of lapis lazuli and lead white in Figure 5c, above lead
white in Figure 5d, and on top of lapis lazuli in Figure 5e.

Raman Intensity

500 750 1000 1250 1500 1750 2000

Raman Shift (cm™ ') Raman Shift (cm™ ')

Figure 5. Raman spectra of blue colors (black line) compared with references (blue line) for (a) Lapidary,
a mixture of lapis lazuli (¥) and lead white (e); (b) Lapidary, a mixture of lapis lazuli (V¥), lead white
(e), and calcium carbonate (Q); (¢) Musicians’ codex, a mixture of lapis lazuli (¥) and lead white (o)
with indigo (#), compared with lapis lazuli reference; (d) Book of Games, indigo (#) applied over lead
white (e); (e) Lapidary, mixture or layer of indigo (#) applied over lapis lazuli (¥) compared with
indigo reference; (f) Musicians’ codex, a mixture of lapis lazuli (V) and azurite () compared with
azurite reference. Raman maximum intensity (counts) for the historical samples is between 1.7 x 10*
to 3.8 x 10%, and for the references: 4.5 x 10* (indigo), 5 x 104 (lapis lazuli), and 9 x 103 (azurite).

Also, a possible mixture of azurite and lapis lazuli was found in the backgrounds
of the illumination in Musicians’ codex. With the excitation laser used (Aexc = 785 nm),
the spectra acquired for azurite have less quality, so the bands of this pigment are more
challenging to identify in a mixture. In this paint, weak bands corresponding to azurite
can be found at 397 (lattice modes), 488, and 1095 cm ™! (vsCO527) [67,68]. On a single
occasion, it was possible to identify a mixture of lapis lazuli and carbon-based black, see
Figure S5 (Supplementary material S2).

Reds and Oranges

As seen for the Rich codex, the reds and oranges are mainly applied as pure paints; for
representative spectra, see Figure S6 (Supplementary material S2). Vermilion was used in
the illuminations and the initials, while red lead was only used in the illuminations. Both
were identified through Raman spectroscopy, vermilion by its main bands at 256 (6S-Hg-S),
287, and 345 cm ! (vHg-S), and red lead by the bands at 390 (PbO, vibrational mode) and
548 cm~!(vPb-0), Figure 6 [69-71]. The reflectance spectra of one paint area in Lapidary
indicate the presence of vermilion, Figure 7. Due to its light color, it could be in a mixture
with lead white; however, when comparing to a database of vermilion paints in a mixture
with lead white, there is a shift of the inflection point to lower wavelengths, and this is not
verified in the historical sample. Nonetheless, we do not have a Raman spectrum of the
area to confirm.
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Figure 6. Raman spectra of red and orange colors (black line) compared with references (blue line)
for Musicians’ codex the vermilion used on writing is compared to a vermilion reference (left) and the
red lead applied on vestments is compared to the red lead reference (right); in Lapidary it is possible
to verify the probable influence of lead white () decorations in the Raman spectra of a read lead
paint (Q) (left) and respective detail of red lead paint with white lead highlights (right).

Lapidary Musicians’ codex
e N T 2
c c
8 8
(8] (3]
b s 2
‘.ﬂ-’ 500 550 600 650 700 750 “6
14 14
3 3
N &
= ®
£ E
(] o (]
Z M z
350 400 450 500 550 600 650 700 750 350 400 450 500 550 600 650 700 750
Wavelength (nm) Wavelength (nm)

Figure 7. Reflectance spectra of red and yellow (black line) of light vermilion paint found in Lapidary,
compared to a reference of vermilion (blue line) and a mixture of vermilion and calcium carbonate
(red line) and of yellow ochre found in musical instruments and musicians’ seats from Musicians’
codex compared to yellow ochre reference.
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For the red lead, on a few occasions, the Raman spectra indicate the presence of lead
white, Figure 6. However, in all the areas of red lead analyzed, where this signal is present,
it is possible to observe the presence of white highlights, Figure 6. So, the white lead signal
might originate from those instead of a mixture of red and white lead, corroborating with
the strong orange color observed.

Yellows

For the yellows, orpiment and yellow ochre were used. Nonetheless, the last pigment
was only identified in one of the manuscripts, the Musicians’ codex. In this manuscript, the
reflectance spectra of the instruments and musicians’ seats indicate the presence of yellow
ochre, Figure 7. However, the Raman analysis of the same area indicates the presence of
lead white, Figure 8. This points to a paint resulting from the mixture of yellow ochre
with lead white. Orpiment, identified using Raman spectroscopy through its bands at
295 (5S-As-S), 312 (vAs-S), 355 (vAs-S), and 381 cm ™! (vAs-S-As), is present as a pure
yellow in all the manuscripts, Figure 8c,d [69,72,73].
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Figure 8. Raman spectra of yellow colors (black line) compared with references (blue line) for the lead
white () in yellow paint of Musicians’ codex (left) and respective detail of yellow musical instrument
and musicians’ seat (right); and for orpiment of Lapidary applied in the vestments, compared to an
orpiment reference (left) and respective detail of yellow vestment found in Lapidary (right).

Greens

As shown in Figures 9 and 10, the manuscripts present two different greens: vergaut
and bottle green. Vergaut was identified using Raman spectroscopy, which indicated the
presence of orpiment in a mixture with indigo, Figure 9. This mixture can be found in all
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the manuscripts except the Rich codex, where bottle green is the green of election. While
the orpiment and indigo are the main components found, in a few instances, the blue
component can be lapis lazuli (see Figure S7a,b, Supplementary material 52). The second
green, the copper proteinate, also known as bottle green, has been extensively found in
manuscripts of Portuguese monastic production during the 12th and 13th centuries [45].
It was identified in all the manuscripts through FORS and comparison of the results with
the spectra obtained for historical Portuguese samples, Figure 10; a more in-depth study
with infrared spectroscopy is needed to confirm the identification of this synthetic copper
proteinate. As in the Portuguese manuscripts, even though the bottle green’s brightness
and saturation have been preserved, it is detached from the support. Possibly, as in the
Portuguese case, due to extensive chain scission and cross-linking of the binding media,
which is confirmed by the presence of calcium oxalate [44]. In the Portuguese monastic
production, we observed bottle greens with different degrees of degradation and could
discuss it through a chemometrics study (pp. 86-94 in Miguel 2012) [74]. We studied
various ways of preparing this bottle green, and what allowed us to achieve this type of
color was using verdigris as a source of copper. A verdigris-based compound was also
confirmed in a bottle green used in the Bible of the Santa Cruz Monastery (Sta. Cruz 1,
1151-1200, pp. 95-97 in Miguel 2012) [74]. This bottle green was also identified in an 11-12th
century codex produced at the Fécamp Abbey (BnF Latin 5062; Coupry 1999, p. 76) [75]; for
more details, see 3.2.1 Specificities of Portuguese medieval bottle green paints in [74]. Moreover,
two greens were identified in the Book of Kells: greens based on orpiment and indigo as well
as copper-based greens. Possibly, the latter is also a bottle green paint. Doherty et al. used
Raman and infrared spectroscopy to characterize these greens [49]. However, the infrared
spectra were obtained in reflection mode, so essentially, calcium oxalate was identified
(resulting from the degradation of the tempera).

In Lapidary, two different greens from the ones described previously were detected;
one did not have enough Raman signal to be identified and did not correspond to bottle
green through FORS and microscopic observation. The second is a mixture with calcium
carbonate, identified using Raman, whereas the green component could not be determined
(see Figure S7b,d, Supplementary material S2).
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Figure 9. Raman spectrum of vergaut paint found in Musicians’ codex (left) composed of a homo-
geneous mixture of orpiment (M) and indigo (4) compared with indigo reference (blue line); and
respective detail of green vestment obtained with the vergaut (right).
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Figure 10. Bottle green in two manuscripts (black line) compared to a reference of verdigris paint
(blue line) and a historical sample of bottle green found in manuscript ALC 238, also known as
Alcobaga De Avibus (1180-1190) (green dotted line): Reflectance spectra of bottle green found in Book
of Games and bottle green found in Lapidary. For more on ALC 238, see [55].

Browns, Greys, and Blacks

The browns found in Lapidary and Book of Games were obtained using a mixture of
vermilion and carbon-based black, Figure 11. The bands that identify the presence of carbon
are at ~1330 and ~1580 cm~!; however, due to the less defined bands, it was not possible
to identify which carbon-based black was used [76,77]. Carbon-based black and lead
white were mixed to obtain the greys, Figure 11. Lead white and carbon-based black were
also extensively used to paint elements and for the contours and highlights of the forms,
respectively (see Figure S8a,c, Supplementary material S2). In Lapidary, black elements
were also painted using iron-gall ink; see Figure S8b (Supplementary material S52).
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Figure 11. Raman spectra of brown and grey colors (black line) compared to reference spectra (blue
line): a mixture of vermilion (%) and carbon-based black (A) found in Book of Games compared with
carbon-based black reference; and a mixture of lead white () and carbon-based black (A) found in
Lapidary compared with lead white reference.
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3.3. Identification of Colors Based on Dyes through a Complementary Approach Using Fiber-Optics
Reflectance Spectroscopy and Raman Spectroscopy

The pinks and purples identified in all the manuscripts have a colorant in common:
brazilwood lake pigment. It was identified through its absorbance spectra, with a maximum
of around 555 nm. The absorbance spectra can be very indicative of the presence of brazilein
complexed with AI**; for more information, see Figure S9 (Supplementary material S2). To
the authors’ knowledge, the presence of brazilwood-based colors in this group of manuscripts
turns them into the earliest evidence of their application in a medieval scriptorium.

The pinks in the Rich codex and the Book of Games were applied as a thin varnish-like
layer without adding other components; as they were applied as a light color, it was possible
to obtain good apparent absorbance spectra, Figure 12. The other manuscripts used it as
a pure thick layer or within a mixture with lead white and additives. The most common
mixture found was brazilwood lake pigment with lead white in the Musicians’ codex and
Lapidary. A less defined band characterizes the absorbance spectra of this mixture compared
to the previous paints, Figure 12, while the Raman spectra allowed the identification of
lead white, Figure 13. Apart from the lead white, gypsum and calcium carbonate were also
found, possibly used as fillers to improve the performance of the paints, Figure 13. For
representative apparent absorbance spectra of the pinks applied in the manuscripts, see
Figure S10 (Supplementary material 52).

In all the manuscripts, the purple used in the illuminations was found as a mixture
of brazilwood lake pigment with a blue and, in some cases, other additives. Figure 12
presents the typical apparent absorbance spectra acquired for most of the purples analyzed,
which points out the presence of brazilwood by the band at 556 nm and indigo by the band
at 648 nm. In the same analysis point, Raman identified indigo by the band at 1572 cm ™!,
Figure 14. In the Musicians’ codex, Lapidary, and the Book of Games, lead white was also
identified, Figure 14. Lead white might have been added in these cases to lighten the color.
In the Musicians’ codex purple, lapis lazuli is the blue used, and indigo was not detected
by the equipment. For representative apparent absorbance spectra of Musicians’ codex and
Lapidary see Figure S11 (Supplementary material S2). In Lapidary, a purple paint of higher
complexity was identified, using brazilwood lake pigment, lead white, and vermilion as
the base paints and a thinner layer of indigo to acquire the shades for the draping of the
vestments, Figure 14.
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Figure 12. Pink and purple colors found in the four manuscripts compared to reference spectra (blue
line): apparent absorbance spectra of pink brazilwood color in Rich codex (black line) and of Lapidary
(pink line) compared to parchment spectrum (grey line); and apparent absorbance spectra of purple
color in Rich codex compared to brazilwood (pink line) and indigo (blue line) references.
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Figure 13. Raman spectra of pink colors in the four manuscripts compared to reference spectra (blue
line): pink from Lapidary pointing out to the higher quantity of lead white in the lighter areas (black
line) compared to the darker areas (pink line), and lead white reference (top left) and historiated
initial with respective lighter and darker pink signaled (top right); Raman spectra of brazilwood
pink with mixture of lead white and gypsum found in Lapidary compared to gypsum reference; and
Raman spectra of brazilwood pink with a mixture of lead white and calcium carbonate found in
Musicians codex, compared to calcium carbonate reference. The main Raman bands are assigned to
lead white (o), gypsum (%), and calcium carbonate ().

3.4. Writing Inks

The black writing inks were identified using Raman spectroscopy as iron-gall inks.
Iron-gall inks, which have been used since antiquity, are prepared using a polyphenolic
extract from galls, an iron salt, usually iron sulfate, and gum arabic to keep the precipitate
formed in suspension.

The inks analyzed belonged to three manuscripts: the Musicians’ codex, the Lapidary,
and the Book of Games. By comparing the data, it is possible to disclose three differ-
ent ink signals or typologies: INK 1, present in the Musicians” codex with main peaks at
1337-1339 cm 1, 1394-1398 cm !, 1484-1489 cm !, and 1588 cm~!; INK 2, present in fol.
29r of the Musicians’ codex where a broad band at 1575cm ™! might indicate the mixture
with carbon-based black; and INK 3 present in the Lapidary and the Book of Games with main
peaks at 1333-1342 cm ™!, 1475-1480 cm !, and 1581 cm !, see Figure 15. The shifts among
the main bands from inks 1 and 3 might be an indication of a different ink formulation or
different degradation stages. A larger dataset is needed to draw further conclusions, as
well as X-ray fluorescence analysis.
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Ponce and coworkers proposed for the iron-gallate structure the following assignments:
COO- and C-O stretching modes at 1315-1350 cm~—1, C-C ring vibrations at 1470 cm™ 1,
and the symmetrical and asymmetrical vibrations of a coordinated -COO—, to a metallic
ion at circa 1430 cm~! and 1579 cm ™! [78]. Nonetheless, because the iron-gall ink structure
is yet to be disclosed, further studies are necessary to fully understand the attributions of the
main iron-gall ink bands in Raman. By comparing this to the data acquired in the Alfonsi
manuscripts, it is clear that the C-C ring vibrations at 1470 cm ! are shifted towards higher
wavenumbers (1475-1489 cm 1), while the symmetrical vibrations of coordinated ~-COO—
at 1430 cm ™! are shifted considerably towards lower wavenumbers (1394-1398 cm™1). This
might indicate a more complex structure than a simplified iron-gallate, as it has been shown
in previous publications [56,79,80].
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Figure 14. Purple colors based on a mixture of brazilwood lake pigment with a blue, in the four
manuscripts analyzed (black line), compared to reference spectra (blue line): Raman spectra of
the purple color in Rich codex that confirms the presence of indigo; purple found in Musicians’
codex resulting from the mixture of brazilwood (identified using FORS), lapis lazuli and lead white
compared with lapis lazuli reference; a more complex purple found in Lapidary obtained from the
mixture of brazilwood (identified using FORS), vermilion and lead white and the application of
an indigo layer (left), and detail of the area of analysis of this paint with base paint and shadows

signaled (right). The main Raman bands are assigned to indigo (#), lapis lazuli (V), lead white (e),
and vermilion (%).
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Figure 15. Raman spectra of iron-gall inks from three different ink typologies (black line) compared
with references (blue line): INK 1 from the Musicians” codex, fol. 71v compared to iron-gall ink
reference (left); INK 2 from fol. 29r compared to the bone black reference (right); INK 3 from the
Lapidary, fol. 1r compared to iron-gall ink reference; and from Book of Games, fol. 18r compared to
iron-gall ink reference.

3.5. Painting Technique and Comparison of Selected Materials and Techniques in Alfonso’s
Scriptorium and the Ajuda Songbook

3.5.1. The Main Steps to Paint a Medieval Illumination and Initial

The only medieval technical treatise in which we may find relevant information on
the art of constructing an illumination is the mid-fifteenth-century Gottingen Model Book
(hereafter, GMB). In a previous study of the Alcobaca Beatus [15], we verified that the GMB
painting process was applied in its initials. This is because some decorated initials were left
unfinished, allowing the reader to learn more about the precise sequence of steps used and
compare them with the steps proposed in the GMB.

The GMB outlines the fundamental steps involved in the creation of ornamental
illuminations, which may be summarised as follows: (1) drawing with a thin line and
applying the main colors, (2) outlining, (3) shadowing, and (4) highlighting. For more
details, see Figure 16 in the article of Miguélez Cavero and coworkers, “Beatus manuscripts
under the microscope” [15]. A further comparison was made with the information provided
by the GMB with that in the Liber diversarum arcium, which Mark Clarke suggests was
largely written around 1300 and which offers unique and precise instructions on how to
prepare color paints for illumination, describing which colors can be used to shadow or
highlight [54]. Here, for example, exact instructions for the construction of the green vergaut
can be found. The combinations of a yellow with a blue or black are described in the
Liber diversarum arcium; under “yellow-green” and “green”. For “yellow-green”: “If you
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want to make yellow-green. Mix orpiment with black, matiz with orpiment”. For “green”:
“Put orpiment and indigo or azure, makes yellow-green, incide with indigo tempered with
vinegar or with azure such that it should be more green, matiz with orpiment” [54].

Color construction 1 Color construction

1

1 .g » ;
il I

Figure 16. Details on the two different color constructions found in the scriptorium of Alfonso X.

On the left are details from folio 212r of the Rich codex, where the paint was applied in thin layers,
taking advantage of the color of the parchment support itself. On the right are details from folio 291 of
Musicians” codex, where paints were applied in thicker layers and a mixture to obtain the lighter areas.

3.5.2. Painting Technique in Alfonsine Illumination

In the case of the Alfonsine manuscripts, we have an exceptional document, at least
for the manuscripts of the Songs of Holy Mary, the Cédice de Florencia (Florence Codex),
Biblioteca Nazionale Centrale di Firenze, BR. 20. This manuscript was conceived as the
second volume of the Rich codex and was intended to collect the poems of the book of songs
devoted to the Virgin commissioned by the king from song 200 onwards. The structure
of this book is the same as that of the Rich codex, and each song has an illuminated folio
divided into six vignettes, except for the cantiga ending in number five, which has a double
illuminated folio, that is, twelve vignettes, always framed by a large border with alternating
floral and geometric motifs. This manuscript was left unfinished at the king’s death, and
its folios show different phases of the pictorial process, from the lead pencil sketches of the
figures to the perfectly finished scenes. Throughout the folios, the different phases can be
seen: general drawing, brown ink revision to emphasize the outline, both of the border and
the architectural frame and figures, coloring of the border, application of gold, application
of color in several layers, and finally the realization of the faces and hands. It is important
to note that the progress is not always linear, from the first vignette to the last, but variable;
it can depend on the absence of precise indications or the lack of a clear model (f. 56r, . 99r1),
even sometimes the border and the composition are worked on at the same time. The use
of just one color in different scenes of the folio is noticed (f. 76v).

Contrary to the Florence Codex, all the illuminations are completed in the four codexes
studied. The painting technique most likely shows different illuminators, as we found
diverse materials, techniques, and ways of applying colors, as discussed hereafter. For
additional information, see Supplementary material S3. To shade and model, indigo blue
and brazilein pinks are applied as colored varnishes; indigo blue is used to shade clothes
and frames for modeling the desired shape, Figure S12 (Supplementary material S3). For
Musicians’ codex, Lapidary, and Book of Games, the colors are applied in thick layers, and
there is a wide use of paints resulting from the mixture of a primary color and black or
white. For example, black is mixed with vermilion to obtain brown, while white is mixed
with brazilwood to obtain pink. In the Rich codex, colors are applied as thin layers, without
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Rich codex
ca. 1280-82

mixtures, taking advantage of the parchment color, Figure 16. Both dispense the golden
backgrounds characteristic of other manuscripts.

Two colors need attention: the purples and greens. Besides the purples resulting
from brazilwood lake pigment and a blue (indigo or lapis lazuli), discussed in detail in
Section 3.3, in the third treatise of Lapidary, the initials are decorated with pen-flourished
motifs, possibly using an orcein purple. The fact that this colorant does not appear in the
first and second treatises of the manuscript or on the other manuscripts could indicate
that it may have been completed in a later chronology. Undoubtedly, this aspect could be
expanded with further analysis. For the purple, in the Rich codex, the pink and blue were
applied in layers, while in the other two manuscripts, they were used in thick layers and as
mixtures.

For the greens, it was possible to identify bottle green and vergaut as a homogeneous
mixture of orpiment and indigo. These colors will be further discussed in Section 3.5.3.

Architectural backgrounds were used in the Rich codex, Musicians’ codex, Book of Games,
and Folio 1 of Lapidary. Although the general organization of these architectural elements
is diverse, there are similar ways of making them, as for windows and roofs, Figure 17.
Different masters created these elements, each with their own style. For comparison
with the architectural elements in Ajuda Songbook, which show great mastery in outlines,
shadowing, and highlighting, see Figure 17 (right). Within the Alfonsine illumination,
outlines and highlights have been applied with greater delicacy in the Rich codex and the
Book of Games. In the latter, special attention was paid to creating architectural effects
using thin white lines; for example, in folio 19r, Figure 17. In the Musicians’ codex, we
observe a detailed practice in folio 29r and bold applications in folio 341r, Figure 514
(Supplementary material S3).

Musicians’ codex Book of games Ajuda Songbook
ca. 1282-84 1283 13-14" century

Figure 17. Details of the architectural elements in Alfonso’s manuscripts compared to the architecture
of the Ajuda Songbook. The forms are the trilobate windows (top), windows (middle), and roofs
(bottom).



Heritage 2024, 7

292

Rich codex
ca. 1280-82

In the Rich codex and Musicians’ codex, it was possible to detect two ways of making
the faces indicating the presence of at least two illuminators. In both manuscripts, one
of the illuminators paints with delicate strokes of iron-gall ink over the main color; the
small pupils in the eyes were made in black and sometimes outlined with indigo blue, and
the detailed lips were created with orange and carmine, Figure 18 (top). For the second
illuminator, the faces were always represented in three quarters; the pupil was painted
in black and more prominent, the lips were obtained with just one line, and the cheeks
acquired a more intense orange hue, Figure 18 (middle). For both manuscripts, the hands
appear to have been created by one of the illuminators, where the lines were obtained
with iron-gall ink and with the same delicacy as the faces of the first illuminator, Figure 18
(bottom).

Musicians’ codex Book of games Lapidary
ca. 1282-84 1283 ca. 1270-75

- . .

Figure 18. Details the color construction in the faces (top and middle) and hands (bottom) in
Alfonso’s manuscripts.

In the Book of Games, the way of making the faces is always the same, but the hands
show different practices. In the faces, the illuminator used a thick color with a pinkish
hue for the cheeks and outlined the features in black. The eyes were painted white and
outlined in black; the same black is used for the eyebrows, and the reliefs are shadowed,
Figure 18 (top and middle); a carmine/orange color was applied to the lips and used for
the cheeks. In Lapidary, there are two ways of making the faces; the faces are constructed
like previously described for Book of Games, and in a second way, the only difference is
that the eyes, instead of being wholly outlined, only the upper part is drawn, Figure 18
(top). For both manuscripts, a white layer was applied to the hands; however, in the Book of
Games, two outlines were found, done with iron-gall and carbon-based black; for Lapidary,
these were made only with carbon-based black, Figure 18 (bottom).

3.5.3. Comparison of Selected Materials and Techniques in Alfonso’s Scriptorium and the
Ajuda Songbook

Color specificities and the techniques used to create the illuminations are essential
to understanding when and where these manuscripts were produced. Concerning the
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pigments used in the colors, there is much in common in both scriptoria, those of Afonso X
and the one that made Ajuda Songbook. The exceptions are the colors based on mosaic gold
and gold, the first only used in the Ajuda Songbook and the latter only in the manuscripts
of Afonso X. As well as bottle green, only identified in Alfonso’s scriptorium. Based on
the color chronology, we can propose that the Ajuda Songbook’s production was carried
out slightly later than the manuscripts of Afonso X, given the absence of bottle green and
the use of mosaic gold. Because the Ajuda Songbook was also produced in the context of
an Iberian court (regal or nobiliary), the comparison with the same colors found in the
scriptorium of Alfonso X may shed light on the production framework of these manuscripts.
Considering this, even though it is possible to find parallelisms between the Ajuda Songbook
and the Alfonsi manuscripts, pointing to a shared cultural context, the ways of preparing
the paints differ. Three of the most important colors in both scriptoria will be compared
and discussed: pink, blue, and green.

Pinks

When comparing the pinks found in Alfonso’s scriptorium and the Ajuda Songbook,
one aspect is visible: both use brazilein as the main dye. The Ajuda Songbook used lead
white and calcium carbonate to produce the pinks in the walls with the trilobate windows
of the architecture [16,29]. In comparison, the Musicians’ codex and Lapidary use lead white
in the pink colors. On the other hand, the Rich codex uses the parchment color and a thin
layer of brazilwood paint to produce a lighter hue without additives. The formulation of
the pinks found in the vestments of the Songbook differs substantially. Through Raman
spectroscopy, calcium carbonate was shown to be extensively used in the vestments of
the Ajuda Songbook, and sometimes in a mixture with gypsum. (fols. 16, 21, 33, 37, 40),
Figure 19a. However, calcium carbonate was not detected as the sole additive in Alfonso’s
manuscripts. Although the formulations found in the Alfonsine scriptorium can have
variations, such as using lead white with calcium carbonate or lead white with gypsum,
there is a common trend based on the use of lead white.
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Figure 19. Raman spectra from the (a) pinks of the architectures and vestments and from the (b)
blues of the seat and architecture in the Ajuda Songbook. Both colors show the use of additives such
as lead white and calcium carbonate to control the lighter tones and the application of indigo for
the shades. The main bands detected are assigned to lapis lazuli (V¥), indigo (4), lead white (o), and
calcium carbonate (O).
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Blues

Analyzing the blues of the Ajuda Songbook and the Alfonsi manuscripts, it is possible
to observe four common formulations: (1) the blue skies composed of pure lapis lazuli,
a luxury color; (2) a lapis-lazuli/lead white mixture, applied in several elements of the
Alfonsi manuscripts and the towers of the architecture in the Ajuda Songbook, Figure 19b;
(3) a lapis-lazuli, lead white and calcium carbonate mixture, only found in Lapidary and
the vestments of the Songbook; (4) the shading of the lapis-lazuli/lead white mixture with
thin layers of indigo, exclusively found in the draping of the textile covering the seat of
the noble’s in the Ajuda Songbook, Figure 19b. This color construction is one of the most
common blues in the Alfonsi manuscripts. Nonetheless, the Alfonsi manuscripts present
a wider range of mixtures and layered paints, adding to the ones shown, compared to the
Ajuda Songbook.

Greens

Finally, bottle green was possibly used for the greens, similar to that found in Por-
tuguese monastic production of the 12th and 13th centuries [14,15,45], indicating its earlier
chronology compared to the Ajuda Songbook. The other green color, vergaut, was detected as
a homogeneous mixture of orpiment and indigo. The construction of this color is different
from that of the Ajuda Songbook, where orpiment is layered onto blue or black, Figure 513
(Supplementary material S3). For example, in the acanthus leaves that decorate the column
capitals, the illuminator shades and heightens by meticulously applying orpiment over the
blue/black undertone in a delicate matiz.

4. Conclusions

The identification of brazilwood pinks and reds in the manuscripts of the scriptorium
of Alfonso X attests to its first use in works of art in Europe. The existence of documentary
sources that indicate that the monarch wanted to control the brazilwood supply shows the
relevance of this color in the territories of Castile and Aragon.

One of the reasons that led this interdisciplinary team to study the scriptorium of
Alfonso X is related to the Ajuda Songbook [48]. At the time, it was the first reported use of
brazilwood lake pigments in medieval manuscript illuminations. Based on the combined
information gathered using infrared spectroscopy and molecular fluorescence spectra, we
could reproduce the complete formulations of the pink colors, where besides brazilwood
lake pigment, we quantified the tempera as mesquite gum and the additives such as lead
white and calcium carbonate [29]. We could also differentiate the brazilwood pigment lakes
used in the Songbook from the colors in books of hours, produced in the 15th c. in France or
Flanders [38]. However, we have yet to determine the formulation of the brazilwood lake
pigments in Alfonso’s scriptorium. Considering that brazilwood-based colors are described
in the literature as unstable [81], this information could allow us to understand further its
composition and how best to preserve these colors. However, it is important to add that
based on our reconstructions of medieval pinks that compare well with what was found in
books of hours, we can state that the pinks in these manuscripts can be considered in very
good condition [38].

Another important color is the green vergaut. In the Ajuda Songbook, vergaut is prepared
by applying orpiment over blue or black. In the manuscripts of Alfonso X, it is used
as a homogeneous mixture of blue and yellow. So, the same vergaut, but different ways
of creating it. Besides, in Alfonso’s four manuscripts, bottle green is possibly still used,
which points to an earlier chronology by comparison with its use in French and Portuguese
monastic scriptoria [44,45,75]. Adding to this, the absence of mosaic gold and the use of
orpiment in Alfonso’s manuscripts reinforces a later dating for the Ajuda Songbook. These
data support the argument put forward by scholars of medieval literature that the Songbook
dates to the end of the thirteenth or beginning of the fourteenth century. We could possibly
narrow these dating based on Stirnemann’s discussion of two citoles and two viola players
(fols. 21, 37, 40v, and 55v) wearing surcoats that are cut into strips at the bottom, revealing
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their legs. This type of garment was fashionable throughout Europe during the last decades
of the thirteenth and early fourteenth centuries [82].

Also noteworthy is the use of purple in Alfonso X manuscripts, in a mixture of
brazilwood and blue (indigo or lapis lazuli). This color is absent in the illuminations
of the Ajuda Songbook. Purple was an essential color in antiquity, related to power and
religion, and its use would carry an enormous symbolic meaning. Another purple was
identified in the Songbook and in the Lapidary, orcein purple, probably applied in a later
chronology [22,23,48].

It is also striking how the color of the parchment is explored in the Rich codex. It
reminds us of the illuminations of Portuguese monastic scriptoria, produced between the
12th and 13th centuries, where the color of the parchment was enhanced by the use of
varnish, possibly simulating the brightness of gold; this color may be associated with the
pallidus of Roman antiquity [6,24]. In the manuscripts of Alfonso X, gold is extensively
used, again stating this legacy’s importance.

Overall, the diversity of colors, accentuated by the presence of lapis lazuli blue,
brazilwood pink, purple, and gold, demonstrates the luxuriousness of the color palette,
and the manuscripts produced are sumptuous and magnificent. Mosaic gold, orpiment,
and bottle green proved to be relevant colors to discuss the different chronologies in which
the Ajuda Songbook and Alfonso X manuscripts were created. The similarities found attest
to a common cultural environment and the sharing of knowledge; nonetheless, further
research on these manuscripts is needed to gain a better understanding of book production
at this time and to preserve them for future generations.

Supplementary Materials: The following supporting information can be downloaded at https:
/ /www.mdpi.com/article/10.3390 /heritage7010014 /51, Table S1—Studies made in medieval illumi-
nated manuscripts produced in the Iberian Peninsula, with a description of the date, name or theme of
the manuscript and its origin, colorants found divided by applied pure or in the mixture, techniques
used to characterize them and respective reference; Table S2—Studies made in medieval illuminated
manuscripts produced in the Iberian Peninsula, with a description of the date, name or theme of the
manuscript and its origin, colorants found divided by applied pure or in the mixture, techniques used
to characterize them and respective reference; Figure S1: Reflectance and Raman spectra of azurite
found in folio 212r of the Rich codex (black), compared with an azurite reference (blue). This blue color
was identified in a restricted area, being not the main blue. While the reflectance spectrum indicates
the presence of azurite, with Raman spectroscopy, its identification is less straightforward as the
spectrum is affected by fluorescence, with only two characteristic bands being identified at 401 and
488 cm~1; Figure S2: Raman spectra of orpiment found in folio 192r of Rich codex (black), compared
with orpiment reference (blue). This pigment was applied pure only in this manuscript, in the detail
of a paint bottle; Figure S3: Spectra of lapis lazuli applied pure (black) compared with references
(blue). Reflectance (a, b) and Raman (c, d) spectra of lapis lazuli in the Rich codex and Musicians’ codex,
respectively. Lapis Lazuli was applied as a pure pigment mostly in backgrounds; Figure S4: Spectra
of lapis lazuli applied pure (black) compared with references (blue): Reflectance (a, b) and Raman
(c, d) spectra of lapis lazuli in Lapidary and Book of Games, respectively. Lapis Lazuli was applied
as a pure pigment mostly in backgrounds; Figure S5: Raman spectrum of a mixture of lapis lazuli
and carbon-based black in Musicians’ codex (black) compared with the bone black reference (blue);
Figure S6: Spectra of red and orange paints (black), representative of the pigments found in the four
manuscripts, compared with references (blue). Reflectance spectra and first derivative indicating (in
the inset) vermilion (a) and red lead (b) in Lapidary. There is a close match between the historical
paints and the references. This identification is confirmed with Raman analysis, where vermilion (c)
is identified by its characteristic bands at 257, 289, and 345 em ! and red lead (d) by its characteristic
bands at 390 and 549 cm~!; Figure S7: The spectra of two distinct greens in Musicians” codex (a, c)
and Lapidary (b, d). Reflectance spectra indicate (a) the characteristic spectrum of indigo and (b)
the presence of a green, probably of cuprous nature. The Raman spectrum in (c) corroborates the
presence of indigo, identifying also lapis lazuli. There was no signal in Raman spectroscopy for the
green in Lapidary; however, in a similar paint of the same manuscript, it was possible to identify lead
white in a mixture with the green. The main Raman bands are assigned to lapis lazuli (¥), indigo (4),
and white lead (e). Vergaut and bottle green are discussed in the main text; Figure S8: Raman spectra
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of white and black in particular objects (black) compared with references (blue) for (a) Rich codex, lead
white paint found in the white lion of folio 192r; (b) Lapidary, black paint used to paint a bird of folio
49r, that corresponds to iron-gall ink; (c) Lapidary, carbon-based black used to paints scorpion in folio
63r; and (d) Lapidary, blue found in little stone, resulting from the mixture of lapis lazuli and lead
white. The main Raman bands detected are assigned to lapis lazuli (¥) and white lead (e); Table S3:
Details of the elements presented in the previous analysis (Figure S8), from left to right: the white
lion of the Rich codex, the bird, the scorpion, and the stone of Lapidary, in folios 49r, 63r and 87r; Figure
59: Apparent absorbance spectra of a) red dyes as pigments lakes, such as madder (blue) and lac
dye (pointed); and b) dragons’ blood (blue), a dye that is frequently described in medieval treatises
as being used in illuminations compared to brazilwood (black);Figure S10: Apparent absorbance
spectra of brazilwood pinks (black) in the manuscripts, compared with references (blue): (a) Rich
codex, (b) Book of Games, (c) Musicians’ codex and d) Lapidary. In Lapidary, the spectra are shifted, which
can be indicative of the presence of additives such as lead white (black), calcium carbonate (pink),
and gypsum (green); Figure S11: Apparent absorbance spectra of purple colors were found in the
vestments of a) Musicians’ codex and b) Lapidary. Both examples indicate the presence of brazilwood
lake pigments, whose bands are shifted. The bands at 639 and 649 nm can represent the presence
of indigo in the mixture, found in most purple mixtures and confirmed using Raman spectroscopy;
Figure S12: Details of pink (top), blue (middle), and purple (bottom) vestments found in Alfonso’s
manuscripts. The difference in application is clear between the Rich codex and the Musicians’ codex and
Lapidary. Even though Book of Games is also different from the Rich codex in terms of style and various
aspects of the pictorial technique, it was possible to see some similarities in the construction of colors,
like the pinks and blues. In these, the illuminator took advantage of the parchment or white support
for the brighter tones; Figure S13: Details of green vergaut resulting from a homogeneous mixture
found in the frames and vestments of Musicians’ codex, compared to the color construction of the
vergaut found in Ajuda Songbook, obtained through layering of orpiment above three other colorants;
Figure S14: Details of the architecture found in folio 29r and 341r of Musicians’ codex illustrating the
difference between the detailed motifs of the first and the coarser application on the second; Figure
S15: Details of stairs found in division 6 of the illumination in folio 32v of the Rich codex; Figure S16:
Details of (a) colors found in the frames of folio 212r and (b) golden castle and purple lion found in
the interception of frames of folio 192r; Figure S17: Details of patterns found in the blue backgrounds
of folio 29r in a, b, and ¢, in folio 140v in d, and folio 305v; Figure S18: Details of orange applied
in the (a) initial of folio 29r and in the (b) the vestments and architecture of folio 341r. Red paint is
used to control the shades and contour the shapes; Figure S19: Illumination with the bottle green
serpent of folio 8r, where is visible the control over the thickness of the green and the application of
the light pink for the movement; Figure S20: Details of drollery found in the left margin of folio 8r,
with a scene composed of a dragon, a man, and a lion; Figure 521: Details of violet and blue stones
found in the historiated initials of folio 87r; Figure S22: Details of everyday objects, accessories, and
manners, represented in folio 18r; Figure 523: Details of colors in an advanced state of degradation:
loss of adhesion of the green and layers of preparation, degradation of red lead, and possible damage
by water; Figure S24: Details of greens applied in the architecture, vestments accessories of folios 1r,
18r, 48r, and 65r; Figure S25: Rich codex, folio 1921, Royal Library of Monastery of El Escorial; Figure
526: Rich codex, folio 212r, Royal Library of Monastery of El Escorial; Figure S27: Musicians’ codex,
folio 29r, Royal Library of Monastery of El Escorial; Figure S28: Musicians’ codex, folio 71v, Royal
Library of Monastery of El Escorial; Figure 529: Musicians’ codex, folio 891, Royal Library of Monastery
of El Escorial; Figure S30: Musicians’ codex, folio 304v, Royal Library of Monastery of El Escorial;
Figure S31: Lapidary, folio 1r, Royal Library of Monastery of El Escorial; Figure S32: Lapidary, folio 8r,
Royal Library of Monastery of El Escorial; Figure S33: Lapidary, folio 9v, Royal Library of Monastery
of El Escorial; Figure S34: Lapidary, folio 41v, Royal Library of Monastery of El Escorial; Figure S35:
Lapidary, folio 49r, Royal Library of Monastery of El Escorial; Figure S36: Lapidary, folio 62v, Royal
Library of Monastery of El Escorial; Figure S37: Lapidary, folio 63r, Royal Library of Monastery of
El Escorial; Figure S38: Lapidary, folio 87r, Royal Library of Monastery of El Escorial; Figure S39:
Lapidary, folio 104r, Royal Library of Monastery of El Escorial; Figure S40: Lapidary, folio 106v, Royal
Library of Monastery of El Escorial; Figure S41: Lapidary, folio 1081, Royal Library of Monastery of El
Escorial; Figure S42: Lapidary, folio 116v, Royal Library of Monastery of El Escorial; Figure S43: Book
of chess, dices and tables, folio 1r, Royal Library of Monastery of El Escorial; Figure S44: Book of chess,
dices and tables, folio 18r, Royal Library of Monastery of El Escorial; Figure S45: Book of chess, dices and
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tables, folio 48r, Royal Library of Monastery of El Escorial; Figure S46: Book of chess, dices and tables,
folio 651, Royal Library of Monastery of El Escorial.
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