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ABSTRACT: Developing and implementing a generally accepted procedure for the dating of ink found on documents using dynamic approaches
has been a very formidable undertaking by forensic document examiners. 2-Phenoxyethanol (PE), a common volatile organic compound found in
ballpoint inks, has been recognized for over a decade as a solvent that evaporates as ink ages. More recently, investigations have focused on the
solvent loss ratio of PE prior to and after heating. To determine how often PE occurs in ink formulations, the authors analyzed 633 ballpoint inks
utilizing a gas chromatograph/mass spectrometer. 2-Phenoxyethanol was identified in 85% (237/279) and 83% (293/354) of black and blue inks,
respectively.
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An examination to determine the age of ink on a document can
be quite challenging. Cantu (1,2) outlines two approaches to deter-
mine the age of ink on a questioned document. The first of these
is the static approach, which generally applies to methods based
on the comparison of various ink components to a standard refer-
ence collection to determine the first date of production. In fact,
the United States Secret Service (USSS) and the Internal Revenue
Service (IRS) jointly maintain the largest known collection of writ-
ing inks from around the world. These inks date back to the 1920s
and include over 8000 inks obtained from various manufacturers
throughout the world. Annually, contact is made with the pen and
ink manufacturers requesting that they send any new formulations
of inks, along with appropriate information, so that the submitted
standards can be chemically tested and added to the reference col-
lection. Writing pens are also obtained from the open market and
compared to the library of standards to verify and identify additional
inks. This is a formidable task that obviously requires significant
resources and maintenance. Indeed, this is not always a practical
solution for every forensic facility to achieve.

Ideally, ink tags would be the most reliable method for the dating
of inks. Tags can be added to formulations in the form of fluorescent
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compounds or rare earth elements and were evident in some formu-
lations from about 1970 until 1994. Factors have precluded some
ink manufacturers from participating in such a program, including,
but not limited to, insufficient resources, low priority, and/or dis-
agreement about the type of tag utilized. This is not to say that a
widespread tagging agenda is not achievable. On the contrary, ef-
forts do continue to convince ink companies to add tags to their
formulations. As recently as November 2002, a dominant ink man-
ufacturer has begun adding tags to their ink in collaboration with
the U.S. Secret Service.

With stringent demands from the forensic community to develop
and validate scientifically reliable laboratory techniques, imple-
menting other methods for ink dating is an arduous endeavor as
well. Such methods include those involving the dynamic approach,
which incorporates procedures that measure the physical and/or
chemical properties of ink that change with time. The changes that
occur over a given period of time can generally be referred to as
aging characteristics. Ballpoint inks mainly consist of colorants
(dyes and/or pigments) and vehicles (solvents and resins). There is
also a wide array of other ingredients, which may include antiox-
idants, preservatives, and trace elements, but these are typically a
small component of the overall ink composition. Nevertheless, the
importance of their presence should not be diminished since the
combination of all ingredients may play a pivotal role in the ag-
ing characteristics of an ink formulation. However, the subject of
this paper will focus on the vehicles found in ballpoint inks. More
specifically, the authors have chosen to investigate a single volatile
compound that has been reported by the industry to be in many
formulations of inks.

Volatile analysis of ballpoint inks, using GC/MS, for determin-
ing the age of inks on paper has been studied and reviewed in the
literature for more than a decade (3–8). These authors have laid the
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FIG. 1—The chemical structure and formula for 2-phenoxyethanol.

groundwork for what may be a very promising dynamic approach
to the future of ballpoint ink age determination. These works have
honed in on the analysis of 2-phenoxyethanol (PE), a common
volatile organic compound found in some ballpoint writing inks.
2-Phenoxyethanol, also referred to as ethylene glycol monophenyl
ether, 1-hydroxy-2-phenoxyethane, beta-hydroxyethylphenyl ether,
Dowanol EP, and Phenyl Cellosolve, is a glycol ether and is used as
the principal solvent in many ballpoint ink formulations. It is a col-
orless, slow evaporating, viscous liquid with a faint aromatic odor
and is used in most ballpoint ink formulations because it is stable in
the presence of acids and alkalis. It is also nonhygrosopic (does not
absorb water, making it amenable to hot, humid climates), nonhaz-
ardous, economical, and especially good at solubilizing resins and
nigrosine (a common solvent soluble black dye used in the writing
ink formulations). It is recognized as Chemical Abstracts Service
(CAS) number 122-9-6 and has a molecular weight of 138.17 with
a boiling point of 245.2◦C (9). Figure 1 depicts the chemical for-
mula and structure of PE. Beshanishvily et al. (4) were the first to
discuss the identification of PE as it relates to the aging of inks.
Since then, Aginsky (5) reported that, “. . . significant aging [takes]
place over a period of about 3 months. After this period until the age
of 15 years the extent of the extraction of the volatile component
(phenoxyethanol) from the ink entries has been kept at a level about
20%.” Aginsky also describes the ink-drying process and surmises
that volatile components stop emitting from a dried sample of ink
until they are freed by heating or a solvent extraction.

More recently, Gaudreau and Brazeau (10) presented their find-
ings on an extensive research effort that focuses on how PE levels
change over time following an ink entry placed on paper. They
discuss solvent loss and state that the “. . . phenoxyethanol in ink
evaporates at a high rate during the first six to eight months fol-
lowing its application on paper. The rate of evaporation stabilizes
over a period of six to eighteen months. This process is no longer
significant after a period of about two years.” Given the chemical
properties of PE, its loss due to evaporation is most affected by
heat. With these caveats, they developed a dynamic approach to ink
dating that incorporates comparing the PE ratio of an ink prior to
and after heating.

In addition, Brazeau et al. (11) have experimented with solid
phase micro-extraction (SPME), which utilizes a specially coated
silica fiber that is mounted in a syringe-like device. A small glass
vial is placed over the ink entry with the SPME device inserted in the
sealed environment. Volatile solvents that emit from the ink adsorb
onto the fiber for a set time, i.e., until an equilibrium is achieved
within the system. The fiber is then withdrawn and injected into
a gas chromatograph (GC), whereby the volatile components are
desorbed due to the high temperature (e.g., 250◦C) in the injection
port. The analytes are then separated in the GC and identified using
an appropriate analytical instrument such as a mass spectrometer
(MS). SPME has proven to be an efficient and effective method for
the extraction of volatile components (12,13) and has been utilized

in the authors’ laboratory for the detection of PE in some ballpoint
inks.

Chemical analysis of writing inks by means of thin layer chro-
matography (TLC) is viewed by the scientific community as a valid
procedure to compare inks (14–18). Since TLC is an effective and
efficient method for separating and identifying various colored com-
ponents such as dyes, and nearly all ink formulations are proprietary,
forensic examinations that employ TLC analysis are invaluable. For
instance, two or more questioned inks can be compared to deter-
mine if they are the same, or questioned inks can be associated to
a known standard to determine the age of an ink, i.e., the static ap-
proach. With respect to this latter instance, appropriate information
and documentation acquired from a manufacturer regarding their
ink will allow a forensic document examiner to make significantly
reliable conclusions, assuming there is access to a thorough ink
collection. Although obtaining a supplemental volatile profile may
increase the degree of discrimination, limitations include solvent
loss over time or other external factors such as exposure to high
temperatures, light, and/or humidity.

With the benefit of having a large collection of standards, the
authors determined that it would be advantageous to begin conduc-
ting volatile profiles of writing inks to investigate the percentage
of ballpoint inks that actually contain PE since it is an important
compound of interest for the determination of ink age. An extensive
search of the literature was conducted, but no studies investigated
a large population of inks to determine how often PE is present
in ballpoint ink formulations. Thus, the focus of this paper will
be on the examination for the presence of 2-phenoxyethanol in
633 ballpoint inks.

Materials and Methods

Ink Standards

As stated, ink standards are received by the USSS from all over
the world and date back to the 1920s. As new ink formulations
are received, samples of the ink are placed onto WhatmanTM filter
paper No. 2 (also referred to as scribble sheets), allowed to air dry,
placed in a protective sheet and binder, and finally stored in dark
cabinets to ensure minimal degradation due to environmental factors
such as light, temperature, and humidity. Many of the ink standards
are received as a liquid in a bottle and permanently retained, and
others are received in pens, pen refills, or as samples on paper. For
this study, whenever possible, ballpoint ink samples in liquid form
were analyzed directly from the bottle or pen. Other ink samples
were taken off the scribble sheets; however, volatile profiles of
scribble sheet samples were closely examined to determine if they
were suitable to include in the study since some were over 30 years
old. This topic will be discussed under Results and Discussion. A
total of 279 black ballpoint inks from 31 companies and 354 blue
ballpoint inks from 26 companies were chosen for analysis using a
PerkinElmer TurboMassTM gas chromatograph/mass spectrometer.

Extraction

Liquid inks were sampled utilizing a disposable capillary glass
pipette in order to minimize sample handling. The pipette was then
placed into a glass vial containing 1 mL of acetonitrile. The ink and
solvent were agitated/stirred to ensure a homogenous mixture. Dried
ink samples from scribble sheets were sampled using a 5-mm hole
punch. The punches were taken from a highly dense area and al-
lowed to extract in a vial with 1 mL of acetonitrile for approximately
1 min. The solvent was decanted and placed into a separate vial.
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FIG. 2a—The total ion chromatogram for 2-phenoxyethanol standard (J.T. Baker TM product No. T-319-07).

Gas Chromatography/Mass Spectrometry (GC/MS)

All of the extracted ink samples were analyzed using an auto
sampler attached to a PerkinElmer TurbomassTM GC/MS. One-
microliter samples were injected into the GC. The column used
was an HP-5 (30 m × 0.32 mm × 0.25 µL) cross-linked 5% phenyl-
methylsiloxane. The injector temperature was set to 260◦C and the
flow rate was 1.2 mL/min split mode at 20 mL/min. The temper-
ature program started at 50◦C for 1 min and increased at a rate
of 10◦C/min to 200◦C with a 2-min hold. The second rate was
25◦C/min to 300◦C with a final 2-min hold. The mass spectrometer
detector was set for full scan from 1.8 to 24 min with the 1.8-min
delay set to begin following the solvent elution, i.e., solvent delay.
The detector was programmed to scan compounds ranging from 28
to 500 atomic mass units (amu).

Results and Discussion

A review of the standards library indicated that at the inception
of this project there were 516 black ballpoint inks from 53 compa-
nies and 854 blue ballpoint inks from 65 companies. All the liquid
ink samples that were obtained from bottles were extracted and ex-
hibited significant volatile profiles with sufficient peak abundance
for accurate integration. In contrast, there were numerous scribble
sheet samples that did not produce a significant, or very limited,
chromatographic profile. The lowest level of detection for suffi-
cient interpretation was estimated to be 0.1 ppb. It was determined
that insignificant peak area was the result of the age of the ink on
the scribble sheet (e.g., some scribble sheets were 20 to 30 years
old). The results for the samples determined to have poor chro-
matographic profiles were recorded, but not used to calculate the
statistics presented in this paper. A total of 279 black ballpoint inks

FIG. 2b—The mass spectrum for Peak 1 at retention time (RT) = 8.79 min.

FIG. 2c—The mass spectrum for Peak 2 at RT = 12.45 min.

from 31 companies and 354 blue ballpoint inks from 26 compa-
nies were determined to have significant chromatographic profiles
necessary for peak integration and, hence, accurate identification
of chemical composition. 2-Phenoxyethanol was identified in 85%
(237/279) and 83% (293/354) of the black and blue inks, respec-
tively. Furthermore, 20 of the 31 companies that have manufactured
black ballpoints used PE in the vehicle in 100% of their ballpoint
formulations and 11 of the 26 manufacturers incorporated PE in all
of their blue ballpoint inks.

The 2-phenoxyethanol standard (J.T. Baker product No. T319-
07, Lot No. N35622) contained two major peaks on the TIC (total
ion chromatogram), and the GC/MS results are depicted in Figs. 2a,
2b, and 2c. In addition to the PE at retention time (RT) 8.79 min,
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2-(2-phenoxyethoxy)ethanol, also referred to as diethylene glycol
phenyl ether (DGPE) or phenyl carbitol, was detected at a RT of
12.45 min. It is identified as CAS number 104-68-7. The Sigma-
Aldrich catalogue (2003-2004) indicates that Dowanol EPH, i.e.,
PE, can contain up to 10% DGPE.

DGPE was detected in 21.5% (60/279) and 12.1% (43/354) of
the black and blue ballpoint inks that contained PE, respectively.
There was no evidence that the level of DGPE was directly related
to the level of PE (e.g., DGPE was occasionally absent in samples
with relatively high levels of PE and was present in samples with
relatively low levels of PE). However, no further study was con-
ducted to examine if the ratio of PE/DGPE changed with aging.
The authors did infer that there may be differences in the compo-
sition of 2-phenoxyethanol that may be attributable to a particular
chemical manufacturer. Indeed, this information could be utilized
to differentiate ink manufacturers depending on their supplier.

GC/MS is an obviously powerful analytical tool, not only for the
dating of inks, but for the identification of some components of
inks. Brunelle and Crawford (19) recently wrote, “GC-MS shows
great promise for strengthening ink identifications, because it can be
used to identify both volatile and non-volatile ingredients of inks.”
Accordingly, the authors were cognizant of this at the outset of the
study and maintained data of all the identifiable components in the
633 black and blue ballpoint inks to determine if there are chemical
class characteristics specific to a manufacturer. A thorough review
of the results and all subsequent conclusions pertaining to the use of
GC/MS to profile company ink formulations was considered a sec-
ondary objective. The authors determined that this analysis would
be better suited in a future work with an extensive and dedicated
discussion to the GC/MS analysis of a large population of ballpoint
inks.

The analysis of volatile components such as PE to determine the
age of an ink is promising, especially when using methods that are
based on the relative loss of a solvent between heated and unheated
samples. There are different scenarios of a document examination
that an examiner may encounter that will significantly affect the
degree of qualification of a conclusion. For example, an examiner
may be requested to compare two or more inks on the same docu-
ment to determine if they were produced contemporaneously. If
prior examinations indicate that the inks are matching formulations,
but they are suspected of being made at two different time periods
(e.g., several months apart), then factors such as storage conditions,
the type of paper, exposure to a variety of environments, and differ-
ences in formulation should not preclude a forensic examiner from
making conclusions with limited qualifications. It is important to
note that the Merck Index (9) indicates that PE is used as a fixative
in perfumes, which would require handlers to be cognizant so as
not to possibly contaminate a questioned document. As well, the
approaches discussed in this paper are not mass independent when
sampling the ink; therefore, care and accuracy need to be adminis-
tered when removing ink plugs for analysis. One final caveat that
requires some consideration is the rate of PE migration on paper
once an entry is made. Since PE is a liquid solvent, it is feasible to
ascertain that it may dissipate through the paper into a questioned
entry if ink is present on the reverse side of a page. Ink may also mi-
grate from nearby adjacent entries, but taking blank samples (e.g.,
samples of the paper with no ink) in close proximity may aid the
examiner in understanding the extent of PE migration.

Another scenario that may be encountered is the analysis of ink
entries on a document that are not of the same formulation. Al-
though one may argue that the document is likely to have been
stored under the same conditions, the level of PE may exist in dif-
ferent levels in different formulations from the same manufacturer.

Finally, one may be requested to date entries on multiple pages that
are part of the same document submission (e.g., multi-page wills
or contracts) to determine if they were produced at, or around, the
same time. Differences in paper, storage conditions, and how the
document is arranged (e.g., the presence of ink solvents on subse-
quent or overlying pages that transfer to adjacent pages) should be
taken into consideration. Indeed, more research and validation into
these unknown effects will be fundamental in developing standard
allowable variations. Standard error can then be incorporated to ac-
count for human error and experimental deviation that are necessary
to make qualified conclusions of forensic significance.

Conclusion

The identification of PE in over 80% of black and blue ballpoint
ink formulations has shown that studies investigating PE as it relates
to the aging of writing inks have been and continue to be significant.
As our field undergoes necessitated scrutiny of forensic examina-
tions, GC/MS is an excellent and well-proven analytical tool for
the identification and quantification of chemical compounds. Vali-
dation of the instrumentation and the procedures utilized to identify
PE should therefore be minimal. This will allow future researchers
to concentrate their efforts on the development and implementation
of a generally accepted procedure for a dynamic approach to ink
dating.
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An examination to determine the age of ink on a document can
be quite challenging. Cantu (1,2) outlines two approaches to deter-
mine the age of ink on a questioned document. The first of these
is the static approach, which generally applies to methods based
on the comparison of various ink components to a standard refer-
ence collection to determine the first date of production. In fact,
the United States Secret Service (USSS) and the Internal Revenue
Service (IRS) jointly maintain the largest known collection of writ-
ing inks from around the world. These inks date back to the 1920s
and include over 8000 inks obtained from various manufacturers
throughout the world. Annually, contact is made with the pen and
ink manufacturers requesting that they send any new formulations
of inks, along with appropriate information, so that the submitted
standards can be chemically tested and added to the reference col-
lection. Writing pens are also obtained from the open market and
compared to the library of standards to verify and identify additional
inks. This is a formidable task that obviously requires significant
resources and maintenance. Indeed, this is not always a practical
solution for every forensic facility to achieve.

Ideally, ink tags would be the most reliable method for the dating
of inks. Tags can be added to formulations in the form of fluorescent
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compounds or rare earth elements and were evident in some formu-
lations from about 1970 until 1994. Factors have precluded some
ink manufacturers from participating in such a program, including,
but not limited to, insufficient resources, low priority, and/or dis-
agreement about the type of tag utilized. This is not to say that a
widespread tagging agenda is not achievable. On the contrary, ef-
forts do continue to convince ink companies to add tags to their
formulations. As recently as November 2002, a dominant ink man-
ufacturer has begun adding tags to their ink in collaboration with
the U.S. Secret Service.

With stringent demands from the forensic community to develop
and validate scientifically reliable laboratory techniques, imple-
menting other methods for ink dating is an arduous endeavor as
well. Such methods include those involving the dynamic approach,
which incorporates procedures that measure the physical and/or
chemical properties of ink that change with time. The changes that
occur over a given period of time can generally be referred to as
aging characteristics. Ballpoint inks mainly consist of colorants
(dyes and/or pigments) and vehicles (solvents and resins). There is
also a wide array of other ingredients, which may include antiox-
idants, preservatives, and trace elements, but these are typically a
small component of the overall ink composition. Nevertheless, the
importance of their presence should not be diminished since the
combination of all ingredients may play a pivotal role in the ag-
ing characteristics of an ink formulation. However, the subject of
this paper will focus on the vehicles found in ballpoint inks. More
specifically, the authors have chosen to investigate a single volatile
compound that has been reported by the industry to be in many
formulations of inks.

Volatile analysis of ballpoint inks, using GC/MS, for determin-
ing the age of inks on paper has been studied and reviewed in the
literature for more than a decade (3–8). These authors have laid the
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FIG. 1—The chemical structure and formula for 2-phenoxyethanol.

groundwork for what may be a very promising dynamic approach
to the future of ballpoint ink age determination. These works have
honed in on the analysis of 2-phenoxyethanol (PE), a common
volatile organic compound found in some ballpoint writing inks.
2-Phenoxyethanol, also referred to as ethylene glycol monophenyl
ether, 1-hydroxy-2-phenoxyethane, beta-hydroxyethylphenyl ether,
Dowanol EP, and Phenyl Cellosolve, is a glycol ether and is used as
the principal solvent in many ballpoint ink formulations. It is a col-
orless, slow evaporating, viscous liquid with a faint aromatic odor
and is used in most ballpoint ink formulations because it is stable in
the presence of acids and alkalis. It is also nonhygrosopic (does not
absorb water, making it amenable to hot, humid climates), nonhaz-
ardous, economical, and especially good at solubilizing resins and
nigrosine (a common solvent soluble black dye used in the writing
ink formulations). It is recognized as Chemical Abstracts Service
(CAS) number 122-9-6 and has a molecular weight of 138.17 with
a boiling point of 245.2◦C (9). Figure 1 depicts the chemical for-
mula and structure of PE. Beshanishvily et al. (4) were the first to
discuss the identification of PE as it relates to the aging of inks.
Since then, Aginsky (5) reported that, “. . . significant aging [takes]
place over a period of about 3 months. After this period until the age
of 15 years the extent of the extraction of the volatile component
(phenoxyethanol) from the ink entries has been kept at a level about
20%.” Aginsky also describes the ink-drying process and surmises
that volatile components stop emitting from a dried sample of ink
until they are freed by heating or a solvent extraction.

More recently, Gaudreau and Brazeau (10) presented their find-
ings on an extensive research effort that focuses on how PE levels
change over time following an ink entry placed on paper. They
discuss solvent loss and state that the “. . . phenoxyethanol in ink
evaporates at a high rate during the first six to eight months fol-
lowing its application on paper. The rate of evaporation stabilizes
over a period of six to eighteen months. This process is no longer
significant after a period of about two years.” Given the chemical
properties of PE, its loss due to evaporation is most affected by
heat. With these caveats, they developed a dynamic approach to ink
dating that incorporates comparing the PE ratio of an ink prior to
and after heating.

In addition, Brazeau et al. (11) have experimented with solid
phase micro-extraction (SPME), which utilizes a specially coated
silica fiber that is mounted in a syringe-like device. A small glass
vial is placed over the ink entry with the SPME device inserted in the
sealed environment. Volatile solvents that emit from the ink adsorb
onto the fiber for a set time, i.e., until an equilibrium is achieved
within the system. The fiber is then withdrawn and injected into
a gas chromatograph (GC), whereby the volatile components are
desorbed due to the high temperature (e.g., 250◦C) in the injection
port. The analytes are then separated in the GC and identified using
an appropriate analytical instrument such as a mass spectrometer
(MS). SPME has proven to be an efficient and effective method for
the extraction of volatile components (12,13) and has been utilized

in the authors’ laboratory for the detection of PE in some ballpoint
inks.

Chemical analysis of writing inks by means of thin layer chro-
matography (TLC) is viewed by the scientific community as a valid
procedure to compare inks (14–18). Since TLC is an effective and
efficient method for separating and identifying various colored com-
ponents such as dyes, and nearly all ink formulations are proprietary,
forensic examinations that employ TLC analysis are invaluable. For
instance, two or more questioned inks can be compared to deter-
mine if they are the same, or questioned inks can be associated to
a known standard to determine the age of an ink, i.e., the static ap-
proach. With respect to this latter instance, appropriate information
and documentation acquired from a manufacturer regarding their
ink will allow a forensic document examiner to make significantly
reliable conclusions, assuming there is access to a thorough ink
collection. Although obtaining a supplemental volatile profile may
increase the degree of discrimination, limitations include solvent
loss over time or other external factors such as exposure to high
temperatures, light, and/or humidity.

With the benefit of having a large collection of standards, the
authors determined that it would be advantageous to begin conduc-
ting volatile profiles of writing inks to investigate the percentage
of ballpoint inks that actually contain PE since it is an important
compound of interest for the determination of ink age. An extensive
search of the literature was conducted, but no studies investigated
a large population of inks to determine how often PE is present
in ballpoint ink formulations. Thus, the focus of this paper will
be on the examination for the presence of 2-phenoxyethanol in
633 ballpoint inks.

Materials and Methods

Ink Standards

As stated, ink standards are received by the USSS from all over
the world and date back to the 1920s. As new ink formulations
are received, samples of the ink are placed onto WhatmanTM filter
paper No. 2 (also referred to as scribble sheets), allowed to air dry,
placed in a protective sheet and binder, and finally stored in dark
cabinets to ensure minimal degradation due to environmental factors
such as light, temperature, and humidity. Many of the ink standards
are received as a liquid in a bottle and permanently retained, and
others are received in pens, pen refills, or as samples on paper. For
this study, whenever possible, ballpoint ink samples in liquid form
were analyzed directly from the bottle or pen. Other ink samples
were taken off the scribble sheets; however, volatile profiles of
scribble sheet samples were closely examined to determine if they
were suitable to include in the study since some were over 30 years
old. This topic will be discussed under Results and Discussion. A
total of 279 black ballpoint inks from 31 companies and 354 blue
ballpoint inks from 26 companies were chosen for analysis using a
PerkinElmer TurboMassTM gas chromatograph/mass spectrometer.

Extraction

Liquid inks were sampled utilizing a disposable capillary glass
pipette in order to minimize sample handling. The pipette was then
placed into a glass vial containing 1 mL of acetonitrile. The ink and
solvent were agitated/stirred to ensure a homogenous mixture. Dried
ink samples from scribble sheets were sampled using a 5-mm hole
punch. The punches were taken from a highly dense area and al-
lowed to extract in a vial with 1 mL of acetonitrile for approximately
1 min. The solvent was decanted and placed into a separate vial.
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FIG. 2a—The total ion chromatogram for 2-phenoxyethanol standard (J.T. Baker TM product No. T-319-07).

Gas Chromatography/Mass Spectrometry (GC/MS)

All of the extracted ink samples were analyzed using an auto
sampler attached to a PerkinElmer TurbomassTM GC/MS. One-
microliter samples were injected into the GC. The column used
was an HP-5 (30 m × 0.32 mm × 0.25 µL) cross-linked 5% phenyl-
methylsiloxane. The injector temperature was set to 260◦C and the
flow rate was 1.2 mL/min split mode at 20 mL/min. The temper-
ature program started at 50◦C for 1 min and increased at a rate
of 10◦C/min to 200◦C with a 2-min hold. The second rate was
25◦C/min to 300◦C with a final 2-min hold. The mass spectrometer
detector was set for full scan from 1.8 to 24 min with the 1.8-min
delay set to begin following the solvent elution, i.e., solvent delay.
The detector was programmed to scan compounds ranging from 28
to 500 atomic mass units (amu).

Results and Discussion

A review of the standards library indicated that at the inception
of this project there were 516 black ballpoint inks from 53 compa-
nies and 854 blue ballpoint inks from 65 companies. All the liquid
ink samples that were obtained from bottles were extracted and ex-
hibited significant volatile profiles with sufficient peak abundance
for accurate integration. In contrast, there were numerous scribble
sheet samples that did not produce a significant, or very limited,
chromatographic profile. The lowest level of detection for suffi-
cient interpretation was estimated to be 0.1 ppb. It was determined
that insignificant peak area was the result of the age of the ink on
the scribble sheet (e.g., some scribble sheets were 20 to 30 years
old). The results for the samples determined to have poor chro-
matographic profiles were recorded, but not used to calculate the
statistics presented in this paper. A total of 279 black ballpoint inks

FIG. 2b—The mass spectrum for Peak 1 at retention time (RT) = 8.79 min.

FIG. 2c—The mass spectrum for Peak 2 at RT = 12.45 min.

from 31 companies and 354 blue ballpoint inks from 26 compa-
nies were determined to have significant chromatographic profiles
necessary for peak integration and, hence, accurate identification
of chemical composition. 2-Phenoxyethanol was identified in 85%
(237/279) and 83% (293/354) of the black and blue inks, respec-
tively. Furthermore, 20 of the 31 companies that have manufactured
black ballpoints used PE in the vehicle in 100% of their ballpoint
formulations and 11 of the 26 manufacturers incorporated PE in all
of their blue ballpoint inks.

The 2-phenoxyethanol standard (J.T. Baker product No. T319-
07, Lot No. N35622) contained two major peaks on the TIC (total
ion chromatogram), and the GC/MS results are depicted in Figs. 2a,
2b, and 2c. In addition to the PE at retention time (RT) 8.79 min,
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2-(2-phenoxyethoxy)ethanol, also referred to as diethylene glycol
phenyl ether (DGPE) or phenyl carbitol, was detected at a RT of
12.45 min. It is identified as CAS number 104-68-7. The Sigma-
Aldrich catalogue (2003-2004) indicates that Dowanol EPH, i.e.,
PE, can contain up to 10% DGPE.

DGPE was detected in 21.5% (60/279) and 12.1% (43/354) of
the black and blue ballpoint inks that contained PE, respectively.
There was no evidence that the level of DGPE was directly related
to the level of PE (e.g., DGPE was occasionally absent in samples
with relatively high levels of PE and was present in samples with
relatively low levels of PE). However, no further study was con-
ducted to examine if the ratio of PE/DGPE changed with aging.
The authors did infer that there may be differences in the compo-
sition of 2-phenoxyethanol that may be attributable to a particular
chemical manufacturer. Indeed, this information could be utilized
to differentiate ink manufacturers depending on their supplier.

GC/MS is an obviously powerful analytical tool, not only for the
dating of inks, but for the identification of some components of
inks. Brunelle and Crawford (19) recently wrote, “GC-MS shows
great promise for strengthening ink identifications, because it can be
used to identify both volatile and non-volatile ingredients of inks.”
Accordingly, the authors were cognizant of this at the outset of the
study and maintained data of all the identifiable components in the
633 black and blue ballpoint inks to determine if there are chemical
class characteristics specific to a manufacturer. A thorough review
of the results and all subsequent conclusions pertaining to the use of
GC/MS to profile company ink formulations was considered a sec-
ondary objective. The authors determined that this analysis would
be better suited in a future work with an extensive and dedicated
discussion to the GC/MS analysis of a large population of ballpoint
inks.

The analysis of volatile components such as PE to determine the
age of an ink is promising, especially when using methods that are
based on the relative loss of a solvent between heated and unheated
samples. There are different scenarios of a document examination
that an examiner may encounter that will significantly affect the
degree of qualification of a conclusion. For example, an examiner
may be requested to compare two or more inks on the same docu-
ment to determine if they were produced contemporaneously. If
prior examinations indicate that the inks are matching formulations,
but they are suspected of being made at two different time periods
(e.g., several months apart), then factors such as storage conditions,
the type of paper, exposure to a variety of environments, and differ-
ences in formulation should not preclude a forensic examiner from
making conclusions with limited qualifications. It is important to
note that the Merck Index (9) indicates that PE is used as a fixative
in perfumes, which would require handlers to be cognizant so as
not to possibly contaminate a questioned document. As well, the
approaches discussed in this paper are not mass independent when
sampling the ink; therefore, care and accuracy need to be adminis-
tered when removing ink plugs for analysis. One final caveat that
requires some consideration is the rate of PE migration on paper
once an entry is made. Since PE is a liquid solvent, it is feasible to
ascertain that it may dissipate through the paper into a questioned
entry if ink is present on the reverse side of a page. Ink may also mi-
grate from nearby adjacent entries, but taking blank samples (e.g.,
samples of the paper with no ink) in close proximity may aid the
examiner in understanding the extent of PE migration.

Another scenario that may be encountered is the analysis of ink
entries on a document that are not of the same formulation. Al-
though one may argue that the document is likely to have been
stored under the same conditions, the level of PE may exist in dif-
ferent levels in different formulations from the same manufacturer.

Finally, one may be requested to date entries on multiple pages that
are part of the same document submission (e.g., multi-page wills
or contracts) to determine if they were produced at, or around, the
same time. Differences in paper, storage conditions, and how the
document is arranged (e.g., the presence of ink solvents on subse-
quent or overlying pages that transfer to adjacent pages) should be
taken into consideration. Indeed, more research and validation into
these unknown effects will be fundamental in developing standard
allowable variations. Standard error can then be incorporated to ac-
count for human error and experimental deviation that are necessary
to make qualified conclusions of forensic significance.

Conclusion

The identification of PE in over 80% of black and blue ballpoint
ink formulations has shown that studies investigating PE as it relates
to the aging of writing inks have been and continue to be significant.
As our field undergoes necessitated scrutiny of forensic examina-
tions, GC/MS is an excellent and well-proven analytical tool for
the identification and quantification of chemical compounds. Vali-
dation of the instrumentation and the procedures utilized to identify
PE should therefore be minimal. This will allow future researchers
to concentrate their efforts on the development and implementation
of a generally accepted procedure for a dynamic approach to ink
dating.
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Abstract

The determination of the age of an ink entry from a questioned document is often an essential problem and a controversial issue in forensic
sciences. Therefore, it is important to understand the aging process of the different components found in ink. The aim of this work was to study the
drying process of ballpoint ink, characterised by the disappearance of volatile solvents from the ink entry. Phenoxyethanol is of particularly high
interest as it is found in more than 80% of the blue ballpoint pens at different concentrations.

Liquid extraction followed by splitless gas chromatography/mass spectrometry in the selected ion mode was used to measure the quantitative
decrease of solvents from ink entries made with a blue Parker1 ballpoint pen. Quantities of ethoxyethoxyethanol, dipropylene glycol,
phenoxyethanol and phenoxyethoxyethanol were studied in ink entries up to 1.5 years old, thus allowing to calculate aging curves for this
particular pen. The low quantities of solvents (in the microgram range for a 1 cm ballpoint entry) were found to decrease quickly after deposition of
the ink on paper through the competitive processes of evaporation and diffusion. Losses of up to 75% of solvents were observed after a few seconds.
The amount of ethoxyethanol stopped decreasing after about 10 days (quantities reached the nanogram range for a 1 cm ballpoint entry), while the
aging curves of dipropylene glycol, phenoxyethanol and phenoxyethoxyethanol level off considerably after 2 weeks. It was observed that
ethoxyethanol, dipropylene glycol and phenoxyethanol can also migrate from one sheet of paper to another if placed close enough (e.g. in a book or
a stack of papers), therefore contamination from fresh ink strokes from other paper sheets has to be taken into account for those solvents.

In this paper we demonstrate that differentiation between fresh ink (<2 weeks) and older inks is possible under laboratory storage conditions.
For real cases samples, more parameters have to be studied and other possible pathways have to be considered.
# 2006 Elsevier Ireland Ltd. All rights reserved.

Keywords: Forensic sciences; Gas chromatography; Laser mass spectrometry; Solvents; Dyes; Aging and ballpoint ink

1. Introduction

In the forensic field of questioned documents, the following
query arises very often: when was a ballpoint pen entry made on
a document? For this reason the accurate dating of ink entries
has always been of high interest for the document examiner and
a large number of methods have been developed throughout the
years [1–7] focusing on the aging processes of the substances
contained in the ink such as resins, dyes and solvents. Since the
aging processes are strongly influenced by the environmental
conditions to which the ink entries are exposed (temperature,
humidity, light), these methods cannot deliver unambiguous
answers except for a relative dating of ink entries (comparison

of entries of the same ink formula, on the same paper and aged
under the same conditions). In addition, these methods are often
considered to deliver higher measurement errors than
predictable variations, and are therefore not used in many
forensic laboratories. Lately interest has arisen again for a
method first proposed by Stewart in 1985 [8], in which
evaporation of the volatile components of the ink is measured
using GC/MS. Interestingly, however, two different studies
indicate that the dating of ink by this method is not possible
after a few days [9,10], whereas in another study very positive
results for analysis over longer periods of time were reported
[11–13]. Although these contradictory observations could be
explained by the different sample preparation methods used and
the different evaluation of the results, more studies are
necessary to investigate this situation.

Ink solvent sample preparation for GC analysis can take
different forms: extraction with different solvents (acetonitrile
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[12], dichloromethane [9] or methanol [14]), derivatisation
[10], solid phase microextraction (SPME) [14] and thermo-
desorption with cryo focusing [15].

In general, solvents represent more than 50% of the weight
of ballpoint ink [15,23,24] and disappear from the stroke over
time. The basic idea of the analysis of the solvent disappearance
kinetics is to extract all the solvents from the stroke and analyse
them quantitatively at different times after placement of the ink
on paper. With this, it is usually possible to determine aging
curves showing the decrease of the solvent in the ink entry with
time. In the chromatogram the ratio of the peak area of the
solvent to that of any internal standard would decrease with
time. It is expected that this dependence of the relative peak
area (RPA) on time will be affected by a number of other factors
other than volatility. In particular, it may depend on the total
solvent mass deposited on the stroke, and thus the extracted
mass would scale with the width and thickness of the ink entry.
To solve this problem, Aginsky proposed to use the ratio of the
peak area of the solvent which evaporates to that of a non-
volatile or solid volatile stable component of the stroke [12]:

RPA ¼ area of peak of volatile solvent

area of stable peak

In this way, this ratio is independent of the extracted quantity
and should, in principle, decrease exponentially with time. The
difficulty with this procedure, however, is to find a stable non-
volatile substance in the chromatogram. Aginsky proposed dye
as a non-volatile component [5,12] or phthalic anhydride as a
solid volatile component [12], but Fortini [9] observed that
phthalic anhydride does disappear from the stroke with time.
Lociciro et al. [10] managed to identify a stable compound in
the ink by derivatising the extraction with MSTFA (N-methyl-
N-trifluoroacetamide), but this approach probably reduces
sensitivity through this additional step. Also SPME was found
to be a quick extraction method, but not quantitatively
reproducible [14]. Presently, however, cryo-focus thermo-
desorption seems to be the method of choice, because it avoids
potentially modifying preparative steps. Additionally, this
method effectively extracts monomers, readily identifiable in
the chromatogram and eventually usable as stable peaks [15].

Drying is a very complex phenomenon which is char-
acterised by simultaneous evaporation of the solvents in the
ambient air and their adsorption/diffusion in the paper. Among
other things, these processes are influenced by temperature,
humidity and the adsorption/diffusion properties of the paper-
solvent system. In a previous forensic study dealing with
absolute dating [12], the simplifying assumption has been made
that the following elements:

- common storage conditions (temperature, humidity, adjacent
material)

- paper properties (pore size, coating, pH)
- composition of ink (solvents, dyes, resins and additives

mixture)
have no decisive influence on the aging curves (drying rate),
and that threshold values of ink aging parameters can still be
used to determine if an ink entry is fresh or old without

knowledge of these factors. Later it was stated by the same
author [13] that these factors have indeed an influence, but no
details about the extent of this influence were described. By
taking into account the basic principles of the theory of drying,
one can easily see that these factors cannot be neglected and
that doing so will lead to mistaken interpretation of the results.
The importance of assessing many additional variables when
evaluating the drying process has also been mentioned by
White [16].

In principle, drying processes proceed as simultaneous mass
and heat transfer and the thermal energy needed to evaporate a
liquid from a porous solid is provided from the ambient air [17].
For the purpose of analysis, the drying process can be separated
in three phases [17–20]:

(1) Increasing rate of drying: In this phase, evaporation rate
increases as the wet external surface area grows through
lateral diffusion along the paper fibres. This process can be
neglected for very small quantities.

(2) Constant rate of drying: This phase is achieved when the
evaporation rate and the surface area reach a stationary
phase and equilibrium-like conditions at the free surface
occur.

(3) Falling rate of drying: In this phase, the migration of
solvents towards the surface from the bulk becomes slower
than the evaporation rate at the surface (unsaturated). Two
mechanisms operate here: The evaporation surface recedes
into pores (1st falling), and later, capillary migration stops
by increased physisorption (physical absorption) in
cellulose fibres and evaporation occurs in paper (2nd
falling).

Due to the fact that diffusion and adsorption (physisorption)
mechanisms play such an important role in the drying of
solvents on porous media, a wealth of external factors must be
taken into account. Among these are temperature (of air, solid,
ink), vapor pressure (air, solvents), air movement (laboratory,
cupboard), solvents mixture properties (vaporization of
solvents mixture, viscosity), paper properties affecting heat
transfer and mass transfer coefficients. In particular, the drying
time would reflect this situation and also is dependent on these
parameters. Theoretical drying rate equations have been
proposed, but since most of the factors involved are difficult
to determine theoretically, these equations are of limited
applicability and additional empirical measurements are
needed to follow the drying of ink on paper.

Lociciro et al. [10] reported a loss of 89–98% of
phenoxyethanol from the ink entries in a few minutes and
attributed this loss to evaporation. In other work, Selim et al.
[21] reported a rate of penetration of the solvents in the paper at
least 20 times higher than the rate of evaporation for water-
based inks. This is consistent with the objectives of ballpoint
pen manufacturers of producing a fluid ink which is easily
applied on paper (yielding low friction of the ballpoint with the
paper), while at the same time is drying very quickly at ambient
temperature (to avoid smearing of the ink after deposition). Due
to these requirements, as opposite to those of the dyes, solvents
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are not meant to remain in the ink entries for years, but only to
help the application of the ink on paper. In fact, the deposited
solvent quantities are typically in the microgram range [22,23]
and decrease very quickly.

The aim of this work was to characterise the drying of
ballpoint ink on paper by measuring the quantitative decrease of
the solvents from the stroke after deposition on paper. For this
purpose, both evaporation and diffusion have been taken into
account. The results should enable forensic scientists to better
understand the aging processes of the solvents on paper and to
assess the feasibility and limitations of dating ink by
quantitative analysis of solvents. Liquid extraction and
subsequent GC/MS analysis were chosen as experimental
methods. Preliminary studies over a period of 2 years for the
solvents ethoxyethoxyethanol and dipropylene glycol [23] gave
encouraging results. The present study focuses on a ballpoint
pen containing phenoxyethanol as major component among
other solvents. This substance is found in over 80% of the blue
and black ballpoint pens [25] and its disappearance from ink
entries was studied in previous work [10,12,14,22]. The support
of the ink entry clearly has an additional effect on ink drying,
but a study of its parameters (paper pH, surface finish, fibre
finish, coating, etc.) constitute in itself a whole new survey and
was not specifically addressed in this work.

2. Experimental

2.1. Materials

Substances used for reference were pure ethoxyethoxyethanol (E; b.p.

202 8C, viscosity 4 cP) and dipropylene glycol (D; isomers mixture; b.p.
230 8C, viscosity 75 cP) purchased from Sigma–Aldrich (Steinheim, Germany)

and phenoxyethanol (P; b.p. 247 8C, viscosity 22 cP) purchased from Riedel-

de-Haën (Seelze, Germany). Phenoxyethoxyethanol (PE) was not available as a
reference standard and has not been purchased for our experiments. Blue

Parker1 ballpoint pen entries (Medium, ISO 12757-2, UK) were applied on

multifunction bright-white, wood and chlorine free paper from Igepa Plus (80 g/

m2, DINA4, nr. 806 A 80, Reinbeck, Germany). Eleven additional blue ballpoint
pens were purchased in Germany for comparison purposes. Extraction of

solvents from the ballpoint pen entries for GC/MS measurements was made

with DCM (dichloromethane, Merck, Darmstadt, Germany) containing the

internal standard (IS) 1,3-benzodioxole-5-methanol. Extraction was made in
50 ml micro glass insert, held in 1.5 ml short amber threaded glass vials (VWR,

Darmstadt, Germany). The flasks were locked with screw silicone caps coated

with PTFE. A standard 10 ml Hamilton syringe (Bonduz, Switzerland) was used

for the injection into the GC.

2.2. Instrumentation and analysis

For the weighting experiments, a micro-balance AX26 Comparator (Mettler

Toledo, Greifensee, Switzerland) was used in the microgram range.

Analysis of the solvents relative peak area was made on a Gas Chromato-
graph/Mass Spectrometer MAT 4500 from Finnigan MAT GmbH, Bremen

(now Thermo Electron GmbH, Bremen). The instrument was equipped with the

data acquisition software MASPEC Data System (MSS—Mass Spectrometry

Services Ltd., Manchester, UK). Separation was carried out on a CP-Sil 8 CB
low bleed/MS capillary column from Varian (Chrompack, Middleburg, Nether-

lands). The column was 60 m long and had an internal diameter of 0.25 mm and

film thickness of 0.25 mm. The chromatographic elution was temperature
programmed as follows: isothermal at 50 8C for 6 min, then from 50 to

300 8C at a rate of 10 8C/min, and finally isothermal at 300 8C for 5 min.

The carrier gas was helium (Messer Griesheim GmbH, Frankfurt, Germany)

with a constant flow of !3 ml/min (at 30 psi). For the chromatographic
separation, a solvent delay of 300 s was chosen. To improve sensitivity, the

sample was injected in the splitless mode and the injector temperature was

maintained at 200 8C, which was sufficient to volatise all the substances of

interest. The interface temperature was set at 250 8C to avoid recondensation.
The MS part of the GC/MS was a highly sensitive quadrupole instrument with a

mass range up to 1000 u. Ions were formed by electron impact (EI), with a fixed

electron energy of 80 eV. The temperature of the ionisation block was kept at

120 8C. For qualitative analysis, the instrument was used in the SCAN or Total
Ion Current monitoring (TIC) mode. Masses were scanned in the quadrupole

from m/z 33 to 400 u at a sweep time of 0.95 s. The obtained mass spectra were

further evaluated employing the NIST database (MS Search Program Version
1.0, NIST, MSS Ltd., Manchester, England), which allowed the identification of

the eluting substances. The results were also confirmed by GC/MS analysis of

standard substances, which allowed the comparison of the relative retention

times and mass spectra of the samples and standards.
To ensure better quantitative accuracy, the Selected Ion Monitoring (SIM)

mode was employed, due to its higher sensitivity. This allowed lower quantities

of solvents to be detected and quantified than in the TIC mode. For the purpose

of the intended analysis, 15 particular ions were selected and monitored,
corresponding to the masses: 45, 59, 65, 72, 75, 77, 89, 93, 94, 103, 104,

135, 138, 152 and 182 u. These ions signals correspond to the four solvents

found in the chosen ballpoint pen and the internal standard.

2.3. Sample preparation
2.3.1. Calibration curves for quantification

To determine calibration curves, pure solvents were dissolved in dichloro-
methane at concentrations of 0.0005, 0.001, 0.0025, 0.005, 0.0075, 0.01, 0.05

and 0.1 mg/ml with 0.0227 mg/ml internal standard concentration.

2.3.2. Ballpoint pen entries

Ballpoint pen entries were drawn on paper with the help of a ruler and stored

in a cupboard at room temperature. Entries were about 0.5 mm wide and 50 mm

long. For logistic reasons, fresh ballpoint pen entries were held in the laboratory
(at constant temperature), while older strokes (older than a month) were kept in

a separated office (no air conditioning).

2.3.3. Standard extraction procedure

Ballpoint pen entries of about 1 cm were cut in 10 mm " 2 mm rectangles

from the paper sheet and placed in a small vial. The solvents were extracted
during 10 min in a ultra-sonic bath in 10 ml DCM with an IS concentration of

0.0227 mg/ml. The extraction procedure takes about 22 # 1 s. A 2 ml aliquot

from the extraction mixture was then injected splitless on the GC column. To
perform paper blank and diffusion measurements, pieces of paper of identical

dimensions were cut and extraction was carried out following the same

procedure. For lateral diffusion experiments, the pieces were cut parallel

and at the side of the stroke, at different distances from its centre.

2.4. Experiments

2.4.1. Weighting of the strokes

For the determination of the initial concentration of the solvents in the

ballpoint pen, the cartridge of a ballpoint pen Parker1 was opened and the

solvents were quantified by GC/MS with the mentioned procedure. The
experiment was repeated three times and the mean percentage weight of solvent

in the ink was obtained. The mean weight of 1 cm ballpoint pen ink entries was

determined by measuring the following parameters six times and taking the
average:

- The weight difference of the pen before and after writing 20 entries of 5 cm

length.
- The weight difference of a piece of paper before and after 20 entries of 5 cm

length were written on it.

2.4.2. Aging

Changes in the quantity of solvent as a function of the time were measured

for entries over 1.5 years old. For each point in time, three entries were extracted
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and analysed by GC/MS with the mentioned procedure. To check the reprodu-
cibility of the results for the time t = 0 measurements (i.e. just after the strokes

were made), the procedure was repeated on different days.

2.4.3. Diffusion and migration
Once the ink is applied on the paper, the solvents diffuse and migrate away

from the stroke through the paper until equilibrium-like conditions are reached.

To quantify this phenomenon, solvent extraction was performed from rectan-

gular pieces of paper cut at distances of 2, 4, 6 and 8 mm next and parallel to the
stroke, as mentioned above. In this way, most of the paper area in which lateral

diffusion takes place was covered by the analysis.

During the research, the importance of an additional process relevant to

solvent losses from strokes was discovered. This mechanism corresponds to
migration of the solvents from one sheet of paper to another one through solvent

mass transport perpendicular to the surface of paper and was first addressed by

Andrasko [14] To quantify this solvent migration, blank sheets of paper were
deposited on top of or under a sheet of paper having fresh ink stroke applied on

it. The following arrangements were tested in order to understand the extent and

importance of such processes. Contacts without additional pressure lasted

15 min:

- A blank paper was laid on top of the paper with the fresh ink entry directly

after the application of the stroke.

- A blank paper was laid under the paper with the fresh ink entry during the
application of the stroke.

- A blank paper was deposited on top of the paper with the ink entry 30 min

after the application of the stroke.

3. Results and discussions

In the following presentation of the results, the error bars
shown in the figures correspond to the mean standard deviation
of the measurements.

3.1. Qualitative analysis

Entries from 31 blue ballpoint pens were extracted from
paper and analysed by GC/MS to determine the usual solvent
mixtures compositions. From these, 94% of the ballpoint pens
were found to contain phenoxyethanol and 61% were found to
contain phenoxyethoxyethanol. Benzyl alcohol (61%) and
propylene glycol (54%) were also found in several ballpoint
pen inks. These substances are more volatile than the ones
previously mentioned. Therefore, they disappear faster from
the stroke and would not perform as adequately in the possible
dating of ink. The following solvents were also detected in
some ballpoint pens: hexylene glycol (23%), ethoxyethox-
yethanol and dipropylene glycol (10%), butylene glycol (6%),

butoxyethanol (6%) and in one pen phthalic anhydride was
detected. Typically, a specific ballpoint pen contained one to
five of these solvents.

For further analysis, a Parker1 blue ballpoint pen was
chosen from the pool. Its ink contained four solvents:
phenoxyethanol, phenoxyethoxyethanol, ethoxyethoxyethanol
and dipropylene glycol (see Figs. 1 and 2). The chromatogram
of the solvent blank was taken for reference to allow for
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Fig. 2. SIM chromatograms of the extraction of 1 cm Parker1 ballpoint pen

stroke at time (a) t = 0 and (b) t = 10 days after application of the ink on paper.
The x-axis represents the relative retention time (RRT) of the solvents to the

internal standard (IS). The TIC signals of the 15 selected ions are

ethoxyethoxy10.1016/j.forsciint.2006.06.076thanol (E), dipropylene glycol

(D), phenoxyethanol (P), the IS at a concentration of 0.0227 mg/ml and
phenoxyethoxyethanol (PE).

Fig. 1. Structure formula, boiling points and molecular weight of the four solvents found in the ballpoint pen Parker entries on paper by GC/MS analysis.



subtracting the chemical background. Additionally, chromato-
grams of the paper blank were taken and did not show any
peaks.

3.2. Quantitative analysis

Since no non-volatile compound belonging to the ink
composition was found in the chromatograms (i.e. no peak
stable in intensity over aging time), it was necessary to
introduce an internal standard to perform quantification. The
relative peak area for any given substance Si was calculated as
follows to minimize the error:

RPA ¼ peak area of Si

peak area of IS
(1)

The RPA is a measure of the quantity of solvent in the stroke
relative to that of the internal standard. Using this definition, a
set of linear calibration curves were determined using reference
substances of E, D and P by measuring six different points in the
concentration range from 0.005 to 0.1 mg/cm. The following
expressions characterize these curves:

RPAE ¼ cE " 6:9609 R2 ¼ 0:9401 (2a)

RPAD ¼ cD " 5:6275 R2 ¼ 0:9643 (2b)

RPAP ¼ cP " 10:644 R2 ¼ 0:9933 (2c)

where ci is the concentration [mg/cm] of the target substance i
and R2 is the regression coefficient of the fitting.

Twelve ballpoint pens containing at least E, D or P were
selected for comparative quantitative analysis in their ink
entries at time t = 0. The results (see Table 1) show that
initial quantities of solvents in different ballpoint pens can
significantly diverge. In fact, ballpoint 11 has about 5% of
the P content of ballpoint 1. An important conclusion
resulting from this observation is that the initial quantitative
composition of the ink should be known to interpret correctly
the age of an ink by measuring the loss of the solvent from
ballpoint pen entries.

3.3. Weight of a stroke

Quantitative analysis of the ink in the ballpoint cartridge
gave a total weight percentage of solvents of approximately
53% (without including PE as it was not purchased as a
standard for quantification) distributed as follows: 24 # 8% for
E, 11 # 1% for D and 18 # 2% for P.

As explained before, the mass of 1 cm ballpoint pen entry was
calculated by weighing the loss of ink in the ballpoint pen (c1) and
by weighing the gain in ink on a piece of paper after writing (c2).
Six replicate measurements gave c1 = 6.63 # 0.49 mg/cm and
c2 = 4.63 # 0.71 mg/cm, respectively. The higher error with c2

can possibly be explained because firstly, paper is a porous
material and secondly, solvent evaporation occurs quickly during
the measurements. Comparatively, the ballpoint pen cartridge is a
closed environment and relative evaporation is minimised. It is to
be expected then, that c1 gives a more precise estimation of this
parameter. Another source of error is an uneven application of the
strokes, particularly when ink accumulates on the ballpoint and is
deposited as a thick mass at the beginning or end of a stroke. From
the preceding results, the following initial concentration (ci) of E,
D and P in 1 cm stroke can be extrapolated from the cartridge
weight loss (c1): ci (E) = 1.59 mg/cm, ci (D) = 0.74 mg/cm and ci

(P) = 1.20 mg/cm.

3.3.1. Aging
The aging curves were obtained for each solvent by

displaying the RPA values as a function of the square root of
time in hours (see Fig. 3a). The RPA values decreased very
quickly in the first 3 h. After 2 weeks, the rate of drying slowed
considerably. The curves were best fitted with an expression
proposed by Lociciro et al. [10]:

RPA ¼ p1 þ p2 % eð't= p3Þ0:5 þ p4 % eð't= p5Þ0:5 (3)

A double logarithmic scale allows for a better representation
of the decrease of the solvents in the ink entries with time (see
Fig. 3b). A double logarithmic fit resulted in regression factor
R2 between 0.9346 and 0.9965. RPA values for E decreased
very quickly at the beginning and stayed constant after about 10
days. On the other hand, solvent disappearance for D and P
could still be measured after 562 days. The RPA values for PE
were lower than for the other solvents and were decreasing
more slowly. From these results, it can be concluded that the
above mentioned constant drying phase is over quickly and
cannot be measured for such small quantities. The first
derivative of these curves represents the decreasing drying rate.
This interpretation can be aided if we consider the first
exponential in Eq. (3) to represent the 1st falling rate (diffusion
to the surface), and the second exponential to describe the 2nd
falling rate (physisorption has occurred).

The concentrations of solvent in the stroke at time t can be
directly calculated from the RPA values (see Fig. 4). These
quantities decreased very quickly. After 10 days the values
reached levels below 0.1 mg and after a year were in the ng/cm
range. For time t = 0, the following quantities were measured:
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Table 1
Initial concentrations of the solvents ethoxyethoxyethanol (E), dipropylene

glycol (G), phenoxyethanol (P) in strokes of 12 different ballpoint inks

Pen number Initial substance content (mg/cm)

E D P

1 0 0 0.66
2 0 0 0.57

3 0 0 0.53

4 0 0 0.42

5 0 0 0.41
6 0 0 0.38

7 (Parker) 0.21 0.33 0.30

8 0 0 0.22

9 0 0 0.21
10 0.18 0.25 0.20

11 0 0 0.032

12 0.29 0.83 0



c (E) = 0.21 ! 0.01 mg/cm, c (D) = 0.33 ! 0.02 mg/cm, c
(P) = 0.30 ! 0.03 mg/cm. If compared to the extrapolated
values for the solvents losses from the cartridge (ci) reported
above, the loss of solvents right after application on paper, it is
possible to conclude that 87% E, 56% D and 75% P
disappeared from the stroke in the few seconds after drawing a
ballpoint line. This corresponds to a loss of solvent of 75% (if
we do not consider PE, which has not been quantitated). The
competitive processes of evaporation and diffusion can
explain why a solvent with a higher boiling point (P)
disappeared faster from the stroke than another one with a
lower boiling point (D). The friction of the ballpoint pen
eventually heats the ink slightly during the application, thus
giving an initial energy and quickening the initial evaporation.

The mean relative standard deviations (RSD) of three
measurements were typically between 5 and 30% (only in one
case for ethoxyethoxyethanol did the RSD reach almost
68%). The estimated RSD increased with decreasing
quantities. Measurements from fresh ink entries (t = 0)
carried out on a short period of time (a few weeks) had a
mean RSD below 10%. At a few months interval, the RSD
increased slightly up to 30%.

4. Diffusion and migration

To quantify solvent diffusion, the concentrations of solvents
were measured at distances of 2, 4, 6 and 8 mm from the ink
stroke, for times ranging from t = 0 to t = 12 days (Fig. 5). E and
P diffused quickly in paper (low viscosity), while D diffused
slower (high viscosity). No diffusion of PE was detected next to
the stroke.

The points in Fig. 5 were joined with a Gaussian fit to
represent the diffusion curves (area under the curves represents
the quantities of solvent per length of stroke). The obtained
curves can be integrated to estimate the mass of solvents
disappearing from the paper through evaporation and eventual
migration out of the paper (see below). The diminishing area
with time represents approximately the loss of solvents from the
paper (diffusion over 8 mm away from ink entry is neglected as
it has not been measured, but it is presumably very small as seen
from the plotted tendencies). Table 2 shows the percentage of
solvents loss from the paper (evaporation) and from the stroke
(evaporation and diffusion). The values were extrapolated
respectively from the data obtained by integration of the
diffusion plots (approximation of the evaporation) and the
quantitative GC/MS analysis (rest of solvent in the ink entry).

In Fig. 6, the concentrations of E, D and P as measured 2 mm
next to the stroke are displayed as a function of time. The
character of these curves can be explained taking into account
the complementary processes of evaporation and diffusion: the
solvents migrate into the paper and evaporate at the same time.

The fact that diffusion plays such an important role in the
disappearance of some solvents from the stroke opens some
consideration about the sampling of the stroke. Other
researchers in their analyses [10], have tried to cut as little
paper as possible together with the ink stroke, to avoid
interference of paper with the analysis. Our results about
diffusion, however indicate that as much paper as possible
should be cut out with the stroke for extraction to collect a
meaningful amount of solvents (unfortunately, cutting larger
pieces than 10 mm " 2 mm proved to be inadequate to extract
in 10 ml solvent as some parts were not immerged in the
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Fig. 3. Aging curves for the solvents ethoxyethoxyethanol (E), dipropylene glycol (D), phenoxyethanol (P) and phenoxyethoxyethanol from Parker1 ballpoint pen

entries: (a) RPA (relative peak area of solvent to the IS) as a function of the square root of the time in hours (usual display for drying curves) and (b) RPA as a function

of time on a double logarithmic scale. These curves can be interpreted by assuming that the solvents disappear from the stroke through the combined processes of
evaporation and diffusion.

Fig. 4. Mass per stroke length of solvents ethoxyethoxyethanol (E), dipropy-

lene glycol (D), phenoxyethanol (P) and phenoxyethoxyethanol from a Parker1

ballpoint pen in the cartridge and for different times after application on paper.



solvent). A small extraction experiment allowed us to
demonstrate that fact. A 1 cm stroke was extracted with as
little paper as possible, and the results showed that only 29% of
E, 74% of D and 66% of the mean values for the normal
extraction (10 mm ! 2 mm paper and stroke) were obtained.
This fact alone would account for a significant loss in
quantification sensitivity.

Possible contamination of old strokes through solvents
migration by fresh stroke from adjacent paper sheets has also
been tested (Fig. 7). It was observed that solvents from a fresh

stroke (t = 0), can migrate very efficiently to the adjacent sheets
of paper in a pile. Our measurements show that about 0.025 to
0.075 mg/cm of the solvents E, D and P did migrate into the
next sheet of paper during the 15 min contact. Even if the
contact is made as late as half an hour after apposition of the
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Fig. 5. Diffusion [mg/cm] of the solvents ethoxyethoxyethanol (E), dipropylene

glycol (D), phenoxyethanol (P) away from the ink stroke (0 mm) at different

times t after application of the stroke on the paper (RPA = relative peak area).

For the continuous line curves, Gaussian fits were carried out to characterise the
diffusion. The error range (not shown in the graphics) lies between 20 and 50%

for such small quantities.

Table 2
Loss of the solvents ethoxyethoxyethanol (E), dipropylene glycol (D), phenox-

yethanol (P) from 1 cm stroke a few seconds after application of the stroke on

paper (percentage amount in 1 cm ink entry)

% in 1 cm ink entry

E D P

Cartridge 100 100 100
Loss from paper (t = 22 s) 56 11 44

Loss from stroke (t = 22 s) 87 56 75

The loss of solvents from the paper is taken to be mainly due to evaporation,

while the loss from the stroke is due to competitive evaporation and diffusion.
As E and P diffuse well in paper, the evaporation surface is higher and they

disappear quickly (few seconds after application). D diffuses slowly and

therefore evaporation is also lower.

Fig. 6. Quantitative evaporation and diffusion [mg] of the solvents ethox-

yethoxyethanol (E), dipropylene glycol (D), phenoxyethanol (P) as measured

2 mm next to the ink entry as a function of the time elapsed since apposition of
the ink on paper.

Fig. 7. Measurements of the migration of the amounts of the solvents ethox-

yethoxyethanol (E), dipropylene glycol (D), phenoxyethanol (P) transferred

from an ink entry to an adjacent sheet of paper during a 15 min contact (values

correspond to single measurements): quantities in the stroke at t = 0 (B),
quantities in a sheet of paper placed over B (A), quantities in a sheet of paper

placed under B (C) and quantities in a sheet placed over B (A) 0.5 h after

apposition of the ink entry on B.



stroke, more than 0.025 mg/cm of P still migrated into the
adjacent paper. In general, the migrating quantities exceeded
the quantities found in a stroke after 2 weeks under the studied
circumstances, therefore contamination is an eventuality that
has to be taken into account, if one wants to date ink entries by
solvent quantification.

In general, the quantities diffusing and migrating into the
paper are very low. Since additionally the paper structure is not
even, the diffusion patterns are not very reproducible and the
error in the measurements is rather high (up to 50% relative
mean standard deviation). These fluctuations in the diffusion
and migration patterns also affect the error in the measurements
of the amount of solvents in the ink entries.

5. Conclusion

Liquid extraction followed by splitless gas chromatogra-
phy/mass spectrometry in the selected ion mode was found to
be an adequate method for the quantitative analysis of solvents
from ballpoint ink entries down to the ng/cm range. The
amount of solvents in the cartridge corresponding to 1 cm
ballpoint pen entry are typically in the mg range and vary
between different ballpoint pens. Phenoxyethanol is found as
an ink solvent in more than 90% of the studied ballpoint pens.
More particularly, ink in a Parker1 ballpoint pen cartridge
contained at least 53% of solvents per weight. Even if these
solvents have relatively high boiling point, a large fraction has
disappeared a few seconds after deposition of the ink on paper
(up to 75% of total solvent mass for the ballpoint pen Parker1).
Our results demonstrate that ink aging by solvent disappear-
ance is due to the competitive processes of evaporation and
diffusion. Solvents with a low viscosity diffuse quickly in
paper, thus increasing the evaporation surface and rate. As a
general conclusion resulting from this study, it was found that
for quantitative analysis not only the ink stroke itself, but also
several mm of the adjacent paper should be used for extraction
of the solvents. Quantities of ethoxyethoxyethanol in Parker1

ballpoint pen entries stopped decreasing about 10 days after
deposition on paper. Apparently about 1 ng stays trapped in
1 cm stroke through a physisorption process, and this amount
seemed to stay constant afterwards. On the other hand, the
amounts of dipropylene glycol, phenoxyethanol and phenox-
yethoxyethanol were still noticeably decreasing after 1.5
years. From the analytical point of view, however, the low
quantities remaining after a few weeks (ng/cm range) produce
higher measurement errors. The determined aging curve levels
off considerably after 2 weeks, so it would be theoretically
possible to differentiate entries made within less than 2 weeks
from older ones. Unfortunately, the time from the moment a
potentially backdated document emerges to the moment an
analysis is carried out, is of the order of 1–2 months due to
bureaucracy.

Giving legal conclusions about the age of an ink entry from
the solvent measurements procedures presented in this work
would still be a dubious procedure, as our results apply only to
laboratory conditions. Many factors which play an important
role in the disappearance of solvents are dependent on the

storage conditions, which are in general not known in a real
case. For example the influence of different papers and solvent
compositions, and of temperature and humidity fluctuations on
the aging curves have not yet been studied. Moreover, the initial
quantities of solvents in the ink should also be known (first
value (t = 0) in the aging curves) to attempt absolute age
determination. Unfortunately the ink industry changes compo-
sitions frequently with consideration on the prices, quality and
availability of the different compounds. Thus, the composition
of a particular pen brand and model is not constant in time and it
would be difficult to maintain an updated database. In the case
of a book or a diary, in which entries are made with one pen, it
would be possible to compare the ink entries to determine if
some entries are older than others, or if they were all written at
the same time. Another problem faced by the analyst and which
may influence the measurements is the possibility of
contamination from fresh ink strokes through migration of
the solvents from one sheet of paper to another provided they
are still aging.

The influence of a number of different parameters still has to
be determined and blind tests should be carried out to render
possible the dating of ink entries through this method. Even
then the conditions found in practical cases (in general
unknown initial composition and storage conditions) render the
dating of ink entries through the presented method very
hazardous. Identical conclusions were reached by other
scientists recently for GC/MS methods [9,10,14], as the
authors did not obtained reproducible results within a sensible
error range.

Precise dating would not be possible, but age boundary limits
could eventually be determined for all possible situations: any
kind of paper, ink type and storage conditions. This could help
determine if an ink stroke is fresh, old or very old.
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ABSTRACT: Ballpoint pen inks consist primarily of a mixture of dyes. resins, and vehicle compo- 
nents. The vehicles are used to solubilize or suspend dyes. resins, and other compoueuts as well as 
to provide smooth ball movement and flow of ink onto writing surfaces. These vehicles are relatively 
volatile and make up approximately 50% of the ink by weight. Extraction and fornmlation identi- 
fication of the questioned ink is performed. Once identified, the volatile components of the ink are 
measured quantitatively by gas chromatography. Preliminal S stvdies show that the relative pro- 
portions of these volatile ingredieuts decrease as the ink ages. How long an ink has been on paper is 
determined by comparison of the relative concentrations of the volatile components of the ques- 
tioned ink with those of known inks (age) of the same formulation. The relationship between age of 
ink. storage conditions, aud paper will also be discussed. 

KEYWORDS: questioned documents, inks, gas chromatography, pens, age determination 

The amount  of time an ink has been on a document  has been a question tha t  has plagued 
many forensic science examiners since writing inks were first introduced. The conventional ap- 
proach to dating an ink entry has been the identification of certain ink components  which may 
indicate gross formulation changes. Ballpoint pen inks, first developed in the 1930s [1], used 
oils for the vehicles. It was not until the 1950s that  glycol-based inks were widely used [2]. Addi- 
tions to formulas such as the introduction of copper phthalocyanine dye (1954) in ballpoint pen 
inks, fluorescent dyes ( 1955 to 1957) in fountain pen inks, and the introduction of entirely new 
markets,  for example, felt and fiber tip pen inks (1961) have aided the forensic science investi- 
gator in determining the "age"  of an entry. 2 Other  methods for dating an ink entry included 
determining the presence or absence of a dye. for example, the blue dye in blue-black writing 
inks of the early 1900s 131, and differentiating between the amounts  of a component  extracted 
from two entries through the use of chemical reagents (for example, oxalic acid) in the 1920s [4]. 

During the mid-1960s, in an at tempt  to improve upon the conventional method by increas- 
ing the knowledge of known changes in formulations, Werner  Hoffman, Zurich Cantonal  
Police, Zurich, Switzerland, began collecting samples of European ballpoint pen inks. He 
began comparing questioned inks with his collection for purposes of showing similarities or dif- 
ferences between formulas [5]. In the mid-1960s, Richard Brunelle, Bureau of Alcohol, To- 

Note: the experimental work for this paper was conducted at the Bureau of Alcohol. Tobacco and Fire- 
arms Forensic Science Branch. National Laboratory Center. Rockville, MD. 

Presented at the 34th Annual Meeting of the American Academy of Forensic Sciences, Orlando, FL. 
8-11 Feb. 1982 and the Spring 1982 Joint Meeting of the Mid-Atlantic Association of Forensic Scientists/ 
Northeast Association of Forensic Scientists. Harrisburg, PA, April 1982. Received for publication 21 
May 1984; revised manuscript received 28 June 1984; accepted for publication 29 June 1984. 

IDocument analyst, United States Secret Service, Washington, DC. 
2A. A. Cantu, private communication. 1980. 
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bacco & Firearms, National Laboratory Center, Washington, DC, began collecting a library of 
standard inks from U.S. manufacturers. This library has been maintained and expanded to its 
present-day status of being the largest single collection of inks in the world consisting of over 
4000 domestic and foreign inks. 3 

The Bureau of Alcohol, Tobacco and Firearms (ATF) also initiated a national ink tagging 
program (1971 to 1974) in an effort to determine more closely the age of an entry produced by 
an ink whose formulation is not often changed by the manufacturer [6]. Even with these techni- 
cal advances it is often necessary to determine more closely (less than a few years span) the ac- 
tual age of an entry. This work will address only ballpoint pen inks because of their amenability 
to drying determinations. 

Composition of Ballpoint Inks 
Ballpoint ink is a high viscosity (nonfluid) writing medium. It consists primarily of three 

components [7]: 

(1) vehicles, 
(2) dyes or pigments or both, and 
(3) resins or polymers. 

Vehicles 
Vehicles are added to an ink for purposes of solubilizing (or carrying) the dyes/pigments and 

for ease of flow over the cartridge ball. 
Vehicles in ballpoint inks have had only one dramatic formulation change since their incep- 

tion in the 1930s. Before 1950, inks contained oil as the primary vehicle; after the early 1950s. 
glycol-based inks were developed and quickly became the favorite among the population. 

These inks usually contain one or more of the following vehicle solvents: 4 
1,3 propylene glycol 
Diethyl glycol phenyl ether 
Benzyl alcohol 
2 ethyl hexoic acid 
Ethylene glycol 
2,3-butylene glycol 
Monophenylether 
1.2-propylene glycol 
Ethylene and diethylene glycol monomethyl ether 

Hexylene glycol 
Octylene glycol 
1.3 butylene glycol 
Di and triethylene glycol 
Dipropylene glycol 
Glycerine 
Phenoxyethanol 
Phenoxyethylene glycol 

The volatile components of the ink make up approximately 50% of its composition. 

Dyes and Pigments 
Dyes and pigments are the color giving components of an ink. Some of the more common 

ones used in ink formulations include: 4 

Methyl violet 
Victoria blue 
Crystal violet 
Copper pbthalocyanine 
Nigrosine 
Solvent fast blue 
Luxol fast orange 

Dyes and pigments make up approximately 25% of the ink's composition. 

3A. A. Cantu, private communication, 1982. 
4Private communications with ink manufacturers. 1982. 
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Reshts and Polymers 

Resins and  polymers are added to ballpoint inks for purposes of "extending"  the ink (used as 
a filler) and for thickening the ink. Some resinous components  found in writing inks include: 4 

Vinsol | 
Nevillac Hard + 
Pyrrolidone (PVP) 
Krumbhaa r  K-1717 ~ 
Phthalopal  SEB ~ 
Synthetic Resin SK 

The resinous additives usually make up approximately 25% of the total ink volume. 
The vehicle components  are of primary interest in this work. The ink cartridge is considered 

a "closed" system; essentially no drying takes place in the cartridge. The ink on the paper  sur- 
face is an "open"  system; the ink drying process begins as soon as the ink is placed on the paper.  

The vehicles evaporate with t ime leaving the dyes,, pigments and resins ,'polymers adher ing 
to the writing surface. 

This work is based on the fact tha t  volatile components  evaporate with time. Ballpoint pen 
inks contain volatile components  that  begin evaporating when placed on a document .  This in- 
dicates tha t  the age of a ballpoint pen ink entry stored under  some "cons tan t"  conditions could 
be determined if the amount  of volatile components  per weight,volume of ink was measured 
(see Fig. 1). If the temperature  and humidity do not remain constant,  then only the "relative" 
age of an entry as compared to another  entry (stored on the same paper)  may be determined.  

Materials and Equipment 

The materials and equipment  used were: 

 9 Temperature programmable gas chromatograph equipped with a flame ionization detector 
 9 Stainless steel column 1.8 m (6 ft) packed with 3% Tenax GC on 60-80 mesh Supelcoport 
 9 Ten-microlitre syringe 
 9 Micro vials (0.5 dr tapered) 
 9 High purity methanol 
 9 Micro pipets, 10/xL 
 9 Ice bath  
 9 High purity vehicle s tandards  
 9 •  gauge hypodermic needle 
 9 Plunger 
 9 Timer 

"New" Entry ' i" 
"Old" Entry 

~as~rlng 

Apparatus 
Consists of X + Y % 
Volatile Conponent s 

FIG. l - -  Theo O' o/' work. 
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Method 

The first step in determining the age or "relative" age of a ballpoint pen ink entry is the iden- 
tification of the ink formulation. Identification is necessary so the examiner can determine the 
quality control from the manufacturer and the "uniqueness" of a formula. The method used 
involves thin-layer chromatographic comparisons of questioned to known ink samples [5]. The 
known ink samples used in this work are stored and maintained in the standard ink library at 
the Bureau of Alcohol, Tobacco & Firearms, National Laboratory Center, Roekville, MD. 

Once the questioned ink formulation has been identified, the volatile components and per- 
centages present in kr~own "fresh" ink of the same formula are obtained by gas chromato- 
graphic analysis. 

Fresh ink samples of the same formulation were placed on a single sheet of paper on various 
dates. This sheet was stored under "standard" conditions (that is, room temperature and 
humidity) in a file drawer. 

Samples of ink were removed from the paper by a micro-pellet technique. This technique 
utilizes a blunted 20-gauge hypodermic needle fitted with a shortened "syringe type" plunger. 
The micro-plugs of ink and paper ( :  15 plugs) are placed in tapered microvials. Approxi- 
mately 10 to 15 p,L of methanol is slowly added (being careful not to disturb the pellets) by sy- 
ringe through the capped/stoppered lid of the vial. The vial is placed in an ice bath to minimize 
"travel" of the methanol up the sides of the tapered vial, The vials remain in the ice bath 
undisturbed for 5 rain. At the end of the extraction process a 5- to 10-pL aliquot is removed 
for injection into the gas chromatograph. 

A gas chromatograph equipped with a flame ionization detector was chosen as the analysis 
instrument because of the need for reproducible detection and quantitation of micro-amounts 
of volatile components. 

Fresh ink samples containing different combinations of volatile components were chromato- 
graphed using various extraction methods, gas chromatograph columns, and temperature 
programs. A suitable method for analysis was obtained. The gas chromatographic conditions 
chosen are as follows: 

Temperature programmable gas chromatograph (Perkin-EImer Sigma 3B) 
Flame ionization detector 
3% Tenax GC on 60-80 mesh Supelcoport (stainless steel, 1.8 m [6 ft]) 
N 2 gas flow at 25 cm3/min 
Initial hold, 0-min 
12~ ramp 
50 to 280~ 
Final hold, 10 min 
Chart speed, 12.7 ram/rain (0.5 in./min) 
Injections of 5 to 10 #L using methanol as the extracting solvent 
Attenuation: • K till methanol peak, then • 100 

Once a suitable chromatogram was obtained the vehicle peaks were identified by using 
known standards and formulation information obtained from the ink's manufacturer. 

An "'aging" curve for each ink was obtained (Fig, 2). This was done by finding two sufficiently 
resolved vehicle peaks, quantitatively determining the peak areas, and then ratioing one peak 
to the other. The ratio of Peak A/Peak B is plotted versus actual age (days). This gives the aging 
curve for that particular ink formulation (Fig. 3). 

The questioned entry is analyzed in the same way. The peak areas are taken, a ratio is ob- 
tained, and, using the previously calculated "aging curve." the age of the Q entry is determined 
(Fig. 4). 

This calculated "age" of the Q entry is absolute only if the storage conditions of both the Q 
and K entries are identical. The storage conditions of the inks used to obtain the aging curve 
should be equal or better (that is, slower aging process) than those of Q. 
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GO COMPARISION OF TWO INKS 
OF THE SAME FORMULATION 

WRITTEN AT DIFFERENT TIMES 

f r e s h  w r i t i n g  

t w o  month o I d 
w r i t i n g  / _ ~  

FIG. 2--Aging curve.for etwh ink. 
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Conclusions 

Ideally at least two inks of the same formula should be compared. They should be on the 
same paper  and stored under  the same conditions. 

If two inks of the same formulation on the same document  have different ratios of the volatile 
components,  then one ink can be determined to be fresher than tile other, that is, 

(A : first eluting comparison peak) 

(B : second eluting comparison peak) new 

(A) 
> 

(B) old 

If two inks of the same formulation are found on different paper, then tile paper type is prob- 
ably not a factor but  storage conditions are. The "willingness" of tile paper to allow these com- 
ponents  to be extracted in the same ratio slmuld not be affected by a paper 's  porosity, thick- 
ness, type, or age. However, this must be fur ther  tested. 

Certain ballpoint pen ink formulations were shown to have reproducible aging curves up to 
one-and-one-half  years after placement  on paper. Differences in peak ratios for known inks 
stored under  s tandard conditions were detected over as small a time frame as a few days. Some 
ink formulations tested have evaporation rates or vehicle components  not ameuable to this 
technique.  

Ratioing the chromatograph peaks eliminates tile necessity of removing equal masses of 
"quest ioned and known age" ink when performing an age comparison. 

Fur ther  work that  should be performed includes testing the paper  iqdependence theory and 
developing a laboratory technique for "control led" artificial aging of ink standards to obtain 
" immedia te"  aging curves for known standard inks. 
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1. Introduction

Determining when an ink entry was produced on a document
has always been a major issue in the examination of questioned
documents. For this reason many scientists aimed at developing
dating methods along the years [1–5]. There are three main
approaches for ink dating on documents. The first approach is
based on the analysis of ink stable components that are specific to a
certain period in time. Production methods and compositions
change and evolve with time following new industrial develop-
ments and processes. This approach is generally named in the
literature ‘static approach’ because the measured parameters are
almost invariable in time [2]. It allows the determination of the
first possible date of existence for a given composition of ink and
may thus highlight anachronisms. Knowledge of some major
historical changes in ink manufacturing is available (e.g.,
introduction dates of the major classes of compounds and dates
of major changes in formulation). However, most knowledge of
changes is proprietary industrial information and not readily
available. This is probably the reason why only the US Secret

Service (Washington, USA) and the LKA Bayern (Munich, Germany)
reported having extensive ink samples and databases [6,7].
Additionally a program started in the mid 1970s in the USA, in
collaboration with the ink manufacturers, for introducing annually
modified tags to inks [2], but it covered only a fraction of the whole
ink market. The second approach, addressed as the ‘absolute
dynamic approach’ [3] is based on aging processes of ink on
documents. It is assumed that ink does not age in the cartridge
[8,9], but only after it is placed on paper where dyes fade, solvents
diffuse and evaporate, and resins polymerise. Aging processes of
ink follow complex pathways that are considerably influenced by
several factors other than time, which may accelerate or slow
down the aging. The influencing factors can be ordered in three
main classes [4,10]: (i) initial composition of the ink (in the
cartridge), (ii) physical and chemical properties of the substrate
(paper composition, porosity and coatings) and (iii) storage
conditions (temperature, light, air flux, humidity, neighbouring
material, etc.). In practice, no information on these factors is
generally available. This is why the determination of the absolute
age of an ink entry remains truly difficult. Measured changes are
reported as a function of time in order to establish an aging curve
or a portion of it and the objective is therefore more the
determination of a time range than a precise date. The time scale
considered can significantly vary depending on the measured
parameters. For example, while solvents disappear from the ink
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very quickly, dyes degradation occurs more slowly. The third
approach aims at determining the relative age of a document in
comparison to others (i.e., to order them in chronological
sequence) and is referred to as the ‘relative dynamic approach’
[3]. The comparison of the extent of ink aging may help
reconstructing the sequence of apposition of ink entries on
documents. This can only be applied for inks of the same formula
stored under the same conditions on the same type of paper (e.g.
diaries) [11]. That is, it applies to inks that only differ in the time
they were placed on paper. The general evolution of the aging
curve must be known [4]; for example if a decrease of the aging
parameter is expected as a function of time, it is imperative to
insure it will never increase whatever the conditions.

The most promising methods in the 1980s involved the analysis
of sequential extraction of dyes using thin layer chromatography
(TLC) [11–20]. It was based on the changes in the extractability of
the ink supposedly caused by the hardening of the resins [10,21–
24]. The use of this technique in caseworks was reported in the
literature [18,25], but it was followed by a vigorous controversy
among the scientific community about the limitations of this
approach [5,26–42]. Several researchers tried reproducing the
results obtained in previous studies and reported the methods to
be unreliable [28,34–36], while other scientists debated about the
necessity for inter-laboratory validation before their use in
casework [4,27,31–33,38,41].

During the last decades interest has shifted to methods based
on sequential extraction and analysis of ink volatile components by
gas chromatography (GC) coupled with mass spectrometry (MS) or
other detectors [17,18,34,44–58], which seemed more promising
in terms of reproducibility. Although some forensic laboratories do
already apply such ink dating methods in practice, several issues
remain open including the inter-laboratory validation. Triggered
by a recent ink dating case in Israel, this article aimed at clarifying
the ink dating field for justice purposes and guiding scientists
through validation of their methodologies, while highlighting
practical limitations. It was earlier acknowledged that a central
unsolved problem in the field of questioned documents examina-
tion is the unequivocal determination of their age [59]. Despite the
significant progress in analytical techniques and several published
propositions for ink dating, the field of document examiners is still
divided about this issue, for reasons that will be clarified and
discussed throughout this article. The purpose of this work is to
give the status of the various ink dating methods that are based on
the analysis of an ink’s solvent components, show their limitations,
and suggest methods to improve them. It is subdivided in four
main sections as follows: Section 2: ink drying principles; Section
3: ink dating methods; Section 4: methods validation; Section 5:
ink dating interpretation.

2. Ink drying principles

The dating methods considered in this article all focus on the
analysis of solvents from ink strokes on paper. It was observed
early that the amounts of solvents in the ink strokes decreased as a
function of time [44], according to the following equation [50,51]
for the relative peak area (RPA):

RPA ¼ p1 þ p2 # e$ðt= p3Þ
0:5

þ p4 # e$ðt= p5Þ
0:5

(1)

where p1 is an additive constant, p2 and p4 provides the
contribution of the first and second exponential, and p3 and p5

are time constants associated with the exponential. The ink drying
processes were earlier described in the literature as two separated
falling rate phases [51]. The first exponential represents the fast
falling rate of drying (rapid solvent evaporation and diffusion into
the paper) and the second exponential represents the slow falling

rate of drying (slower evaporation and diffusion processes) [50,51].
Low amounts of solvents may even stay trapped in the ink matrix
for years [17,45,52]. Based on previous researches, the following
theoretical aging model can be formulated: several processes occur
simultaneously when ink is placed on paper, such as evaporation of
solvents in the ambient air, diffusion/absorption in the paper and
adsorption by the paper substrate (Fig. 1). Volatilization occurs
actually in the ink surface, in the paper surface near the ink and in
the paper surface the opposite from the ink. Moreover the solvent
molecules may diffuse into adjacent surfaces (for example in a
stack of paper sheets) [51].

The compound phenoxyethanol is the most widespread solvent
in ballpoint pen inks [57,60,61] and therefore most dating methods
finally focused exclusively on the analysis of this specific substance
(Fig. 2).

As explained above, ink aging pathways and rates are
significantly influenced by a number of factors that may slow
down or accelerate the phenomenon [42,61]. These parameters
must therefore be extensively studied before a conclusion can be
drawn on the absolute age of an ink entry.

2.1. Ink formulation

The influence of the initial ink composition on the aging rates of
inks is very important [23,45,56]. Two aspects must be considered:
the compounds (dyes, resins, solvents, and additives) and their
relative amounts (initial solvent quantity in the ink formulation).
Bügler et al. actually suggested that the type of resins influenced
the aging rates as they observed the presence of acetophenone–
formaldehyde–resin in ‘slowly aging inks’ [56]. It is therefore very
important to have a precise knowledge of the ink market (for
example through an ink database) in order to develop a method on
selected representative inks.

2.2. Initial ink quantity

The initial quantity of solvents in an ink stroke also influences
significantly the aging process (i.e., the drying of the ink). For
example, it is dependent on the writing pressure (i.e., thickness of

paper
ink

volatilizatio n

volatilizatio n

Fig. 1. Simultaneous ink drying processes on paper: the ballpoint pen solvent
molecules volatilize (evaporate), diffuse (migrate and penetrate via absorption) and
are adsorbed by the paper substrate. While grey arrows represent volatilization,
black arrows represents diffusion, migration, penetration, absorption and
adsorption.

  m.w. 138.2  g/mol 

  b.p. 247°C  
O

OH

 viscos ity at  25°C  21.5 cP 

Fig. 2. Structure formula, molecular weight, boiling point and viscosity of the
solvent phenoxyethanol.
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ink) or and/or also on the size of the ball in the ballpoint pen. Lower
evaporation rates were observed for smaller volumes of solvents
on paper (Fig. 3), when the solvent ethoxyethanol was placed on
the paper surface using a micropipette. With larger quantities of
solvent applied to the paper, a larger accessible surface area will be
available for evaporation (Fig. 4), and thus a higher evaporation
rate will be observed.

This is problematic as the relative content of phenoxyethanol
varies considerably among different ballpoint inks [38]. The size of
the ball of the ballpoint pen and the pressure applied while writing,
both of which determine the thickness and depth of the ink line,
respectively, also affect the initial quantity of phenoxyethanol
found in 1 plug or 1 cm of ink line. Moreover, in research works, ink
entries are generally drawn as straight lines, allowing solvents to
diffuse away from the stroke. Questioned documents will most
probably carry texts with curved lines from any alphabet. For

example, in the letter ‘‘o’’, the solvents will diffuse to some extent
away from the letter and partly inside the ring. Higher quantities of
solvents may be found in letters with dense lines compared to a
straight line of the same length (Fig. 5). This represents a major
problem. When extracting 1 cm ink lines from different letters, one
is not guaranteed to have always the same solvent quantity.
Aginsky tried to minimize this effect by calculating a mass
invariant ratio between two samples [34,52]. Bügler et al. even
tested the mass independence of a given aging parameter by
analysing ink entries of different lengths on the same paper [56].
For example, if 2 cm of an ink line containing 0.3 mg of
phenoxyethanol per cm was analysed, one would record twice
as much phenoxyethanol than in 1 cm (Table 1). However if you
calculate a ratio between two compounds found in the ink [50,52]
or between two sequential extractions of the same ink entry
[52,56], the ratio should be the same regardless of the length of the
ink line.

However, only the length independence between two samples of
the same entry is guaranteed, and not the mass independence, as
pressure (i.e., thickness) and density (i.e., distribution) vary along a
stroke (Fig. 5) [56].

In practice, it is impossible to ensure the homogeneity of the ink
applied on paper, thus the influence of such parameters on the
solvents aging kinetics must be quantified. Dating would then be
possible only if the errors provoked by different solvent quantities
resulting from the above situations were smaller than expected
changes as a function of the age. This actually requires more
research than was published so far.

2.3. Paper type

The influence of substrate structure (paper type) on the drying
process should not be underestimated, as their porosity can differ
quite widely within a same sheet of paper (pores diameter
between 0.05 and 10 mm). Molecular diffusion, Knudsen (through
pore) diffusion, surface diffusion, capillary condensation of vapors,
physisorption (absorption and adsorption), chemisorption, migra-
tion and evaporation will all be influenced by the porous structure,
the fibers (e.g., cellulose fibrils) and the paper chemistry (alkaline

Fig. 3. Superimposed curves for the evaporation of 10, 20, 40, 60, and 100 ml of the
solvent ethoxyethanol from paper: the loss of weight in micrograms (steps of
5000 mg) is presented as a function of the time in hours. Lower evaporation rates
were observed when smaller volumes of solvents were initially deposited on paper
[61].

Fig. 4. Visible surface area [cm2] taken up by the solvents ethoxyethoxyethanol (E),
dipropylene glycol (D) and phenoxyethanol (P) a short time after deposition on
paper with a micropipette, as functions of the volume deposited [ml]. The surface
areas increased with the volume, but were also influenced by the viscosity, density,
hygroscopicity and volatility of the solvents [61].

Fig. 5. Solvents diffusion from two ink entries: (left) diffusion away from a straight
line and (right) diffusion inside the loop of the letter ‘o’. The solvent concentration
may be significantly higher in 1 cm of the loop compared to 1 cm of the straight line.

Table 1
The parameters M1 and M2 are absolute quantities of phenoxyethanol and are
dependent of the length of the stroke, while calculating a ratio between these two
parameters yield a length independent feature.

Ink line
length (cm)

First
parameter

Second
parameter

Ratio (Table 4; Eq. (3))

M1 (ng) M2 (ng) M1!100%/(M1 + M2)

1 30 70 30
2 60 140 30
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or acidic, fillers, detergents, additives, etc.). Aginsky stated having
studied the influence of paper type ([52], footnote 10) reporting it
to be negligible, but no details have been disclosed. Bügler et al.
also studied the influence of the paper type on the aging process
and reported a strong dependence on paper type for his method
[56].

2.4. Storage and environmental conditions

Due to the fact that diffusion and evaporation mechanisms play
such an important role in the drying of solvents on porous media, a
wealth of external factors must be taken into account. Among
these are temperature (of air, substrate, ink), solvents’ vapour
pressure, humidity, air movement (laboratory, cabinets), the
properties of solvents mixtures (vaporization of the solvent
mixture, viscosity), and those properties of ink and paper that
could affect heat transfer and mass transfer coefficients. On that
aspect, Aginsky wrote that his results ‘suggest that the Q
(questioned) writing is old (. . .) on condition that the document
bearing the Q writing has been stored under normal environmental
conditions, for example, under room temperature and constant
humidity and light conditions [52]’. Lower temperatures and air
flows will slow down the drying process. Moreover, room
temperatures may vary considerably between summer and winter
(except for air conditioned rooms), whereas humidity is rarely
constant even in an air conditioned environment.

Possible contamination of old strokes through solvent
migration from fresh strokes on adjacent sheets of paper should
also be taken into account [47,51,61,62]. It was observed that
solvents from a fresh stroke (t = 0) can very efficiently migrate to
adjacent sheets of paper in a pile. It was found that the
quantities of solvent involved in this migration exceeded those
found in a stroke after two weeks [51], so that conversely,
contamination of a stroke by migration must be taken into
account for the dating of ink entries by solvents quantification.
Paper blank analysis will help reduce the risk [46]; however the
contamination may be very local [62]. Since solvents diffuse
from the ink stroke into the paper, the paper blank should not be
sampled too close to the ink entries [51]. One has to be
particularly careful regarding the way documents are stored,
due to the possibility of contamination (in a notebook or file
folder), but also because of the suppression or reduction of
drying processes in tightly sealed (e.g., glass vial) [61] or semi-
hermetic (e.g. plastic cover) situations respectively. Additional
measurements are needed to follow the drying of inks on papers
for long storage times under such conditions. Storage conditions
were barely studied up to now in spite of their crucial influence
on aging kinetics. Most reports contain data collected from
documents which have been stored only under laboratory
conditions. From a validation point of view it is therefore
important in practice to apply a method within its range of
applicability and to state exactly under which circumstance the
results are valid.

3. Dating methods based on solvents analysis described in the
literature

First proposed by Stewart [44], further developments of dating
methods based on solvents analysis were inspired by the works of
Cantu on sequential extraction [11] and artificial aging [12]. Aginsky
proposed two multi-staged ‘absolute dynamic dating methods’
[34,45,52]. These methods’ principles were briefly addressed in
two preceding papers [17,18]. Aginsky’s methodology [52] is based
on the supposition that as ink ages, its resins harden (solidify) and
subsequently the ink solvent extractability decreases over time [45].
Solvents (volatile ink vehicles) are analysed and more specifically the
rate of decrease of solvents amounts (method 1 described below) and
the rate of decrease of solvents extractability (method 2 described
below). Gaudreau and Brazeau of the Forensic Document Examina-
tion Section of the Canada Border Services Agency reported in a
conference presentation the use of a dating method based on the
same principles [49] (modification of method 1 described below). More
recently, Bügler et al. described a method based on the same
principles, but involving a different sample preparation
[55,56,63,64] that has been implemented by several laboratories
in Germany, Switzerland and Canada (modification of method 2
described below as method 3). The first step of dating measurements
generally consists of detection and identification of the volatile
components of the ink (described, for example, as procedure 1 in
[52]). As explained above, the ink component used for dating is
phenoxyethanol, since it is the most commonly found in ballpoint
pen inks [51,56,57].

Additionally, some recent developments based on previous tests
[17,44,50] proposed to calculate the loss of phenoxyethanol in
relation to a stable compound quantification such as a dye as a
function of time [65–67]. For the moment no further information
were published about this alternative approach and it will therefore
not be directly treated in this paper. However the same principles
would apply to their potential future application in practical cases.

3.1. Method 1

Described as Rate of decrease of volatile components R% by
Aginsky [52] and Solvent loss ratio by Gaudreau and Brazeau [49].

Aginsky’s procedure [52] implies the removing of two sets of
samples each consisting of 10 microdiscs (about 1 mm in diameter)

Table 2
Procedure to determine the rate of decrease of volatile components (R) in inks on documents.

Method 1 Sample set 1 (normal) Sample set 2 (artificially aged)

Sampling 10 microdiscs (1 mm diameter) of the ink on paper

Treatment No treatment Moderate heating (e.g. 70 8C, 1 h [52] or 2 h [49])

Extraction 10 ml [52] or 15 ml [49] of appropriate solvent (e.g. acetonitrile with an internal standard)

Analysis 1 ml of extract analysed by GC/MS (SIM mode)

Results P = mass of solvent PT = mass of solvent

Eq. (2) R(%) = [(P ! PT)/P]"100 [49,52]

Table 3
Summary of R thresholds values defined in the literature and in conference
proceedings.

Aging
parameter (%)

Threshold
value

Ink entry age Literature

R #20 Fresh Aginsky [52]
R #50 Less than 6 months Gaudreau and

Brazeau [49]
R #25 Less than 1 year Gaudreau and

Brazeau [49]
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of the ink on paper using a boring device (also called micro-punch
device). Sample set 1 is placed in a vial and extracted with 10 ml of an
appropriate solvent with an internal standard. 1 ml of the extract is
analysed by GC/MS (SIM mode with detector set to monitor ions
which are specific for the identified substances and internal
standard). The mass of the ink solvent detected (i.e. the ink aging
parameter P) is calculated by means of the internal standard method.
Sample set 2 is heated moderately and analysed using the same
procedure as for sample set 1 to determine the mass of the ink
solvent after heating (i.e. the ink aging parameter PT). The rate of
decrease of volatile components is calculated using Eq. (2) in Table 2.
If the value of R is ca. 20% or larger, it shows (on condition that the
content of the analysed ink’s solvent is not too small, at least, not less
than 1 ng per sample) that the natural aging of the ink analysed is
still in progress, i.e., the ink writing is fresh (Table 2) [52]. In his paper
[52], Aginsky proposed an alternative ink aging parameter P if any
volatile solid component of the ink was detected: P = ratio solvent
peak areas to non-volatile component peak areas. However this
method was not mentioned again in later publications.

Gaudreau and Brazeau reported using a similar method to
determine the approximate age of an ink entry in conference
proceedings [49]. Two sample sets each containing 10 plugs of ink
are removed. One sample set is heated at 70 8C for 2 h and then
both are extracted with 15 ml acetonitrile containing internal
standard for 5 min. Using Eq. (2) in Table 2, the authors determined
the following threshold values for phenoxyethanol: R ! 50% and
25% (including error) allowing to state that ink has been applied to
paper less than six months (150 days) and less than one year (300
days) prior to the test respectively (Table 3).

As of today, nobody else reported in the literature using this
method. However, Andrasko presented a modified solvent loss
ratio technique involving a different sample preparation (solid-
phase microextraction) [46,47] that was able to reveal if an ink is
fresh (4–6 months old at most). He later communicated his strong
doubts about the feasibility of such ink dating methods stating that
the method he had presented was unreliable and that the results
were not reproducible.2 A solid-phase microextraction method
was also studied by Brazeau and Gaudreau [54]. It should be noted
that this method requires that both the heated and unheated
samples have the same or nearly the same amount of ink. The
method is not independent of the amount or length of ink sampled.

3.2. Method 2

Described as rate of decrease of solvents extractability D% by
Aginsky [52].

According to Aginsky’s report [52], two samples, each of 1 cm
slivers of the ink on paper are removed using a sharp scalpel.
Sample 1 is placed in a vial and extracted with 10 ml of a ‘slowly
extracting weak’ solvent. 1 ml of the extract is analysed by GC/MS
(SIM mode with detector set to monitor ions which are specific for
the identified substances and internal standard). The sample is
removed, dried, placed in another vial and extracted with 10 ml of a
‘fast extracting strong’ solvent. 1 ml of the extract is analysed by
GC/MS (same analysis settings). The mass of solvent in each extract
(Mweak and Mstrong) are calculated by means of the internal
standard method and the percent of the solvent mass extracted in
the weak solvent (P) is calculated using Eq. (3) in Table 4. Sample 2
is then heated moderately and analysed using the same procedure
as for sample 1 in order to determine the percent of extraction after
heating (PT). The distance (D) between the value P and PT is
calculated using Eq. (4) in Table 4. Method 2 is actually an upgrade
of method 1, as the total amount of extract Mweak + Mstrong (Table 4)
should theoretically have the same value as P (Table 2). Therefore
the final R% can be extrapolated from the raw results obtained by
method 2, without additional analyses.

Aginsky summarized: If the value of D is ca. 15% or larger, it shows
that the natural aging of the ink analysed has not levelled off yet, i.e.,
that the ink writing is fresh [52]. The following thresholds
definitions were proposed in the literature in 1996 [52]:

" D > ca. 15% – It suggests that the questioned writing is fresh, i.e.
it is less than eight-month old. If such a result has been obtained
for a questioned document dated, e.g. by over a year preceding
the analysis, the examiner can state with confidence that this
document has been backdated.
" D < ca. 10% – It suggests that the questioned writing is old, that is

its age is larger than ca. two months, on condition that the
document bearing the questioned writing has been stored under
normal environmental conditions, for example, under room
temperature and constant humidity and light conditions. It
should also be stressed that such results can also mean that the
questioned ink’s binder is not capable of cross-linking or
undergoing other processes of ‘solidification’ due to aging
(though there are very few such inks on the market).
" ca. 10% < D < ca. 15% – This means that additional samples of the

questioned entry should be taken (if enough ink is available) to
ascertain statistically if the mean of the D values obtained are
closer to 10% or 15%; in this case, the conclusion on whether the ink
in question is fresh or old is made with a certain degree of
confidence.

It was then specified in an appendix to the article [52] that if, in a
real case situation, a necessity arises to narrow the interval

Table 4
Procedure to determine the rate of decrease of solvent extractability (D) of inks from documents described by Aginsky [52].

Method 2 Sample 1 (normal) Sample 2 (artificially aged)

Sampling 10 microdiscs (1-mm diameter) of the ink on paper

Treatment No treatment Moderate heating (e.g. 70 8C, 60 min)

Weak extraction 10 ml of an appropriate weak solvent (e.g., carbon tetrachloride)

Analysis 1 Extract analysed by GC/MS

Results 1 Mweak = mass of solvent Mweak = mass of solvent

Strong extraction After drying, in 10 ml of an appropriate strong solvent (e.g. chloroform)

Analysis 2 Extract analysed by GC/MS

Results 2 Mstrong = mass of solvent Mstrong = mass of solvent

Eq. (3) P = 100#[Mweak/(Mweak + Mstrong)] PT (%) = 100#[Mweak/(Mweak + Mstrong)]

Eq. (4) D (%) = P $ PT [52]

2 Personal communication from J. Andrasko, 2003.
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comprising the real age of the ink in question, there were at least two
possibilities for this: (1) the ink formula is known and reference
samples may be prepared; (2) further thresholds determination as
follows:

! D " 20% corresponds to ballpoint inks younger than 5 months.
! D # 5% corresponds to ballpoint inks older than approximately 6

months.

New upper-threshold values were later presented in a
conference proceeding in 2002 (Table 4) [45].

This D parameter is then used to ascertain that the aging of the
ink sample has not stopped yet (Fig. 6). The principle follows the
idea that, when ink is fresh, P is high and PT is lower (then the
difference D is high and the sample is still drying). When the ink is
old, P is low and PT is also low (then the difference D is low and the
sample decreased its rate of drying).

The threshold values were defined using different ballpoint
pens. If the type is not always reported in the literature, the
number of pens was specified: between 30 and 50 [45]; 64 [49] and
up to 85 [56]. Thus the influence of ink formulation was to some
extent tested, particularly in the work of Bügler et al. [56] who
selected representative inks from the ink library at the Forensic
Science Institute of The Bavarian Bureau of Investigation. As a
consequence, the influence of the initial quantity of phenoxyetha-
nol was also evaluated. This is why only an upper-threshold
indicating the maximum age of an ink may be used [45,49,56]. The
presence of a high quantity of phenoxyethanol or the finding of a
high aging parameter may indicate a fresh ink, whereas its absence
does not allow any conclusion about the age [56] (see detailed
explanations below) (Table 5).

No published account from other authors reported using this
specific method. However, a method based on the same principles,
but involving a different sample preparation, was reported
recently in the literature and is described below [56,60,63,64].

3.3. Method 3

Described as Ink age assessment procedure by Bügler et al. [56].
Instead of a sequential extraction into weak and strong

solvents, the sample is thermally desorbed at two different
temperatures (e.g. 90 8C and 200 8C). The peak areas of
phenoxyethanol obtained at low desorption temperature
Mlow and high desorption temperature Mhigh are used to
calculate a ratio V (corresponding to P in Eq. (3) in Table 4)
(see Table 6).

If the experimental procedure considers only sample 1 and V1

(%) is computed, then the decision criteria were defined by Bügler
et al. [56] as follows (Table 7):

! if V > 10%, ink is fresh. For example, if V > 25%, ink is not older
than two months.
! if V < 10%, no conclusion can be drawn.

Bügler et al. found out that a large number of the inks aged too
fast and therefore no conclusion can be drawn when the ratio V is
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Fig. 6. Graphical presentation of the threshold values proposed by Aginsky [33] to
determine a time frame within which a questioned entry has been actually written.

Table 5
Summary of D threshold values defined in the literature and in conference
proceedings.

Aging
parameter (%)

Threshold
value

Ink entry age Literature

D ca. >15 Less than 8 months Aginsky [52]
D ca. <10 More than 2 months Aginsky [52]

proficiency
D ca. >10

ca. <15
More analyses Aginsky [52]

D "20 Less than 5 months Aginsky [52]
D #5 More than 6 months Aginsky [52]

D "18 Less than 6 months Aginsky [45]
D "12 Less than 8 months Aginsky [45]
D "8 Less than 12 months Aginsky [45]
D "6 Less than 18 months Aginsky [45]
D "4 Less than 24 months Aginsky [45]

Table 6
Procedure to determine the ink age factor (V%) of inks from documents described by Bügler et al. [56].

Method 2 Sample 1 (normal) Sample n = 2, 3, 4 and 5 (naturally aged)

Sampling 0.5 mm of the ink on paper

Treatment No treatment After several weeks

Weak extraction 90 8C thermodesorption

Analysis 1 Extract analysed by GC/MS

Results 1 Mlow = mass of solvent Mlow = mass of solvent

Strong extraction 200 8C thermodesorption

Analysis 2 Extract analysed by GC/MS

Results 2 Mhigh = mass of solvent Mhigh = mass of solvent

Eq. (3) V1 (%) = 100$[Mlow/(Mlow + Mhigh)] Vn (%) = 100$[Mlow/(Mlow + Mhigh)]

Evaluation test Statistical Neumann’s trend test [69]
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below 10%. Moreover the authors stated that while according to
their test results, the proposed method for age determination was
applicable to ballpoint inks not older than 1.5 years [55,64]. In
practice, however, the accuracy of the method and the properties
of the inks used in office work limit the measurable time scale to an
ink age of up to 3–4 months [64].

In order to minimize the potential occurrence of false
positive, the authors later considered performing a series of
five analyses every two weeks for a period of two months, while
letting the samples naturally age (these are samples 2–5 in Table
6) [64,68]. The authors also proposed derivatization of phenox-
yethanol in order to increase sensitivity and decrease variabili-
ty[64,68]. The results thus obtained are then used for calculating
a similar aging parameter as the one proposed by Aginsky (D in
Table 4) [33] with the difference that the subsequent samples
are aged naturally instead of artificially. In fact, artificial aging is
faster, but actually still debated largely in the scientific
community and it was not yet demonstrated to reproduce
adequately the natural aging of ink [42]. In this way, using the
V% values of the five samples, each of which is older than the
previously analysed, an aging curve for the questioned ink entry
is obtained. It is then assumed, that a significant drop in the
slope of the curve reflects an ink which is still aging, and that no
significant drop in the curve reflects an ink which is not aging
anymore. From mass screening it was deduced, that aging of
inks can be followed analytically with this method up to 6
months. As a consequence, an ink which is still aging is regarded
as being not older than 6 months. Otherwise no conclusion can
be drawn. The assessment of a ‘‘significant drop’’ in the slope of
the aging curve is performed using the statistical Neumann’s
trend test. The value Q is calculated as follows [69,70]:

Q ¼ 1
ðn # 1Þ % s2

Xn#1

i¼1

ðxi # xiþ1Þ2 (5)

where n is the number of measurements (e.g., n = 5), xi, xi+1, . . . are
the measurements ordered chronologically and s is the standard
deviation. This statistical treatment provides a threshold value
for Q to decide if there is a trend in a series of points given a
selected probability p. The probability level has to be fixed by
the examiner and is generally 95%. For example, a threshold
value of 0.8204 is obtained for n = 5 and p = 95%. If the Q value is
below the threshold value, then the conclusion can be drawn
that the investigated ink is still aging given the selected
probability level.

4. Validation of ink dating methods

The analytical dating methods require a considerable amount of
time and resources. It is therefore important not to underestimate
the task of ensuring their scientific validity before implementing
them in practice [71,72] (Table 8). In forensic ink dating, it is
extremely important not to confound the results of research
experiments performed under laboratory conditions on controlled
samples, with results obtained in real situations on uncontrolled
specimens of limited size, unknown composition and undefined

storage conditions [41]. Published works present interesting ideas
and promising orientations, but its reporting stage in publications
does not allow yet for a wide application in casework. Stewart and
Fortunato [32] warned that ‘the need to routinely determine the age
of a document appears to have been a driving force in development of
new ink analysis techniques. This could be dangerous, in that the field
may be driven to advance faster than the stage of development of some
of the techniques should allow.’

It is also of particular concern that measurement errors and
irregulars are very rarely mentioned in the literature and are
generally not represented in the figures. It is essential however, to
make certain that predicted differences provoked by aging (under
different influencing factors) are in fact higher than measurement
errors [73]. Furthermore, the ink available in real cases is generally
not sufficient to repeat analysis several time in order to obtain a
mean and a standard deviation. When low quantities are analysed,
such as solvents in ink entries, the detection and quantification
limits (LoD and LoQ, respectively) play an important role in
determining a threshold at which the method is not applicable
anymore [4]. Due to this small sample size and the flowing time, it
is seldom possible to perform ink dating by solvent analysis again
after some time has passed. The most demanding aspect is actually
the inter-laboratory validation. As stated earlier, in the literature
all necessary data are actually required so that any new
technique(s) being proposed can be scrutinized by other experts
in the field [32]. The transparency in forensic science has been often
acknowledged as an essential factor to avoid errors [74,75] and is a
must, in order to develop a methodology in several laboratories.
Often, only final values or given examples (no raw data) are
published in the literature and the reader must accept the
conclusions for granted. This lack of transparency about dating
methods was criticized early in the questioned documents
literature. Stewart and Fortunato wrote in 1996 [32] that ‘If a
technique can be shown to be scientifically sound then the next logical
step would be to conduct independent validation studies at different
laboratories. Before this can occur, however, each technique must be
carefully researched and described so that others can reproduce the
methods and evaluate their effectiveness.’ To that Aginsky answered
as follows [33]: ‘However, this recommendation does not seem
irreproachable. Of course, each method proposed for applying in
casework must be minutely described in a professional journal and
properly scrutinized. But, at the same time, it should be realized that
this natural way related, mainly, to the method presentation,
practically has nothing to do with the method validations, at least,
as for ink dating methods. The matter is that these methods are the
complicated many-staged procedures containing a number of
limitations, ‘‘technological nuances’’ and pitfalls which all are difficult
to exhaustively explain in the article and which may serve as
contributing factors to possible inconsistencies between the procedure,
as it is used by the author(s), and its improper reproductions made by
others who want to evaluate its’ effectiveness or conduct independent
validation study. (. . .) With the above reasons in mind, it becomes
clear why attempts to reproduce similar methods by using their

Table 7
Summary of V thresholds values defined in the literature and in conference
proceedings.

Aging
parameter (%)

Threshold
value

Ink entry age Literature

V >25% Less than 2 months Bügler et al. [56]
V >10% Less than 3–4 months Bügler et al. [64]
V <10% No conclusion Bügler et al. [56]

Table 8
Aspects of reliability for analytical methods. These aspects must be further
evaluated before the application of proposed dating methods in real cases.

Aspects of reliability Short definition

Specificity [73] Ability to detect ink solvents
LoD, LoQ [38,73] Limit of reliable measurements

(detection and quantification)
Systematic error [38,73] Accuracy
Repeatability [73,75] Within laboratory precision
Reproducibility [73] Between laboratory precision
Outside proficiency

testing [27,31,33]
Blind testing on realistic samples
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description, even very detailed, may well lead to confusing results’. If a
method may be reproduced incorrectly by other scientists because
of its difficulty, then the robustness of the method may be
questioned. A robust method would not be significantly affected by
small variations (i.e., error) introduced during the procedure; and
the procedures may be easily exported in other laboratories.
Therefore forensic scientists performing ink dating methods
should contribute actively to the exportation of their method to
other laboratories, thus avoiding misunderstanding leading to
improper reproductions. In fact, to the present date, no two
laboratories that do ink dating via solvent analysis use the same
method, however several laboratories participating in the Inter-
national Collaboration on Ink Dating (InCID, a subgroup of the
European Document Examiners Working Group) are striving to
harmonize their dating methodologies inspired by the work of
Bügler et al. [56].

Once the validation of the tested methods is carried out
satisfactorily [71,72], blind testing on realistic samples will be
imperative, in order to check the reliability of the method under
real casework conditions. Brunelle and Cantu [27], Margot et al.
[31] and Aginsky [33] agreed on the fact that ‘there is a serious need
for outside proficiency testing of current ink dating methods’. Aginsky
reported having been subjected to outside proficiency testing in
the Division of Identification and Forensic Science of the Israel
Police for method 2 (decrease in extraction efficiency) [33,52,76]. A
document attesting that fact is available on the website of Riley
Welch LaPorte and Associate [76]. According to this document,
Aginsky examined six different ballpoint inks written on different
dates and his results were all correct. The age of the inks at the time
of analyses varied between 1 and 12 months. Five were younger
than 8 months and one was older than 2 months. No indication
about the preparation of samples was detailed (e.g., type and
number of different inks, type of paper, storage conditions). The
number of samples of this testing was very limited and the
conclusion given used only two thresholds (less than 8 months
corresponding to D > 15% and more than 2 months corresponding
to D < 10% [52]). In our opinion, this can by no means serve as a
proof that the method will work on realistic samples (i.e.,
corresponding to uncontrolled conditions encountered in case-
works) and that different threshold values [45] would provide
correct answers. For example, recent studies by Bügler et al. [56]
showed that about half of the investigated inks were ‘fast aging’
and yielded low ratio even when still fresh and thus, a lower-
threshold value cannot be interpreted as coming from an old ink.
Moreover, the time span that can be considered to date inks
through solvent analysis using GC/MS is seriously questioned in
the forensic community. Brunelle and Crawford stated that the ink
dating technology which is based on GC/MS analysis cannot be used
to date inks over six months old [15,46] and Bügler et al.
recommended to analyze ink with a maximum age of 3–4 months
[64]. The feasibility of such dating techniques on ink older than
that must therefore be demonstrated.

Aginsky added that ‘Both techniques (i.e., named here as methods
1 and 2) described have been used numerously in actual cases
involving tax evasion, medical malpractice, altered wills, contractual
disputes, rackets, corruption and organized crime, and many times the
conclusions stated on the basis of the results of the ink dating
examinations (accepted as conclusive by the courts of law in Russia)
directly affected a case [52]’. The fact that acceptance by the courts
is sometimes considered as proof of validation of methods, while
stating that the same methods are probably too delicate to be
reproduced correctly by scientific colleagues should be strongly
questioned. In fact all dating methods should follow complete
validation according the above-mentioned criteria (Table 8) before
their application in court. In conclusion of this Section, Brunelle
and Cantu underlined earlier the ethical responsibilities of forensic

scientists performing ink dating examinations [27] by stating that
‘Testimony involving ink dating that does not clearly state the
significance of results obtained and the limitations of what can be
concluded from the results of examination (. . .) would be unethical
according to AAFS (American Academy of Forensic Sciences)
guidelines because it would be misleading.’

5. Ink dating interpretation

Interpretation of ink dating evidence plays an essential role in
the dating process and should not be underestimated in the
development of dating methods [4]. It is very important to consider
all the possible alternative hypotheses for the obtained result to
allow for a balanced interpretation of the evidence
[27,38,74,75,77]. A logical statistical framework based on a
likelihood approach was proposed [38], because it is more correct
than the threshold approach generally reported in the literature. It
has the advantage of taking into account the occurrence of false
positive results which cannot be completely avoided [27],
particularly in a field with many influencing factors that may
introduce additional errors.

For cases where an ink tests as being fresh Aginsky wrote [52]
that ‘If such a result has been obtained for a questioned document
dated, e.g., by over a year preceding the analysis, the examiner can
state with confidence that this document has been backdated.’ One
has to be particularly careful as such a statement is actually
influenced by all the factors mentioned above. In fact, it is not
unconceivable that an ink older than 8 months may in some
circumstances show a ratio D above 12% (for example, an ink
signature on a document placed in a plastic cover with several
other documents also carrying ink entries and stored in a cold,
humid room). Forensic interpretation must therefore take into
account all logical possibilities (i.e., alternative sources for
observed results) and the probability should not be expressed
on the hypotheses (e.g., it is wrong to state the following: ‘it is more
probable that the ink is fresh given the obtained D% ratio’). In order to
formulate a statement in a balanced way, the probability should
actually be formulated on the evidence given two hypotheses (e.g.
‘it is more probable to observe the obtained D% ratio if the ink is fresh
rather than if the ink is old’) [74,75,78]. The likelihood ratio (LR) is
thus defined by the probability of observing a given value of D% if
the ink is of age t1 = A months compared to the probability of
observing the same D% value if the ink was older than A i.e.,
t2 = (A + n) months:

LR ¼ pðDjt1Þ
pðDjt2Þ

(6)

For example, the evidence can be evaluated given the following
two hypotheses:

$ the prosecution states that the ink is 8 months old (t1);
$ the defence reports that the ink is 24 months old (t2).

Aginsky [45] reported that the mean value and the standard
deviation for 8 months old blue ink strokes (from 50 different
ballpoint pens) was D = 7.56 % 1.13%, while the values for 24 months
old blue ink strokes (from 30 different ballpoint pens) was
D = 1.25 % 0.85%. Accepting for simplicity that D values for a given
time tn are normally distributed, the LR can be calculated from the
following equation [79,80]:

LR ¼
f ðDjmt1

; s2
t1
Þ

f ðDjmt2
; s2

t2
Þ

(7)

where m is the mean and s2 is the standard deviation of the D%
value. The density of probability for a given value of D = d is

C. Weyermann et al. / Forensic Science International 210 (2011) 52–62 59



generally given by the following function [79,80]:

f ðDjm; s2Þ ¼ 1ffiffiffiffiffiffiffiffiffiffiffiffi
2ps2
p exp $ðd $ mÞ2

2s2

" #
(8)

If a D% value of 5% is obtained for the scenario considered here,
the LR is then written as follows:

LR ¼ f ðDj7:56; 1:13Þ
f ðDj1:25; 0:85Þ ¼

0:02065
0:00011

% 188

This would mean that it is 188 times more likely to observe
D = 5% if the ink is 8 months old (t1) rather than if it is 24 months
old (t2). This calculation can be repeated for all potential values of D
in order to represent a distribution of possible LR for the given pair
of propositions t1 and t2 as a function of D% (Fig. 7).

However, as can be seen both densities of probability are
considerably low and the LR value may change considerably if
another set of propositions were to be compared. Unfortunately,
the necessary data is not available from the literature to test other
scenarios. This logical approach to interpret ink dating evidence
has two main advantages, non negligible for the court: (1) it is
more correct because it takes into account the hypotheses of the
justice and the error rate (false positive occurrence should not be
neglected) and (2) it allows to test all possible scenarios and not
limit the results to values above a certain threshold. Additionally
this approach can be adapted to continuous data and the influence
of several factors on the aging can be introduced in the model to
evaluate their impact on the strength of evidence [79].

6. Conclusion

The drying of ink on paper can to some extent be compared to
the drying of a towel. Thus if the towel was dipped in water or only
used to wipe a wet surface, one takes longer to dry than the other
(i.e., dependence on the initial quantity of solvent). If the towel is
made of cotton or synthetic fabric, again the length of time to dry
will differ (i.e., dependence on the type of substrate) and finally the
time to dry will not be comparable if the towel was kept in a plastic
bag or hung up outside exposed to the sun and wind (i.e.,
dependence on the storage conditions). Also, the evaporation and
diffusion of the ink solvents can be compared to a drop of perfume
on a piece of paper. Over time it evaporates and spreads laterally,

through the paper, and into any paper above and below that may
be in contact with it. This is why, whatever the ink dating method
used may be, the influence of factors such as those mentioned
above must be quantified and taken into account when interpret-
ing the results. At least some reservations should be expressed on
the results if these were not known (Table 9).

Furthermore, ink dating methods should be validated by
determining their limit of quantification, systematic error,
repeatability (within laboratory precision) and reproducibility
(between laboratories precision). For the latter, communication
about the method should be open to allow other laboratories to
reproduce it. This step of harmonisation between laboratories is
not easy, but should not be underestimated. In fact, for a question
as recurrent as the one of documents dating, the necessary
resources should not be an issue for forensic laboratories around
the world. Ideally the technique should then be submitted to blind
testing by an outside qualified laboratory on realistic samples such
as is done in many other forensic disciplines. This is not a small task
because preparing older realistic samples is not straightforward.
However the methods seem to work for ink up to 24 months old at
most. It is therefore feasible.

This last requirement for ink dating methods is an adequate and
logical interpretation model taking into account the methodology’s
error rates, which cannot be neglected in an ethical approach.
Calculations of likelihood ratios should allow for balanced answers
to the court considering both the prosecution and the defence
hypotheses. This will give the justice the necessary information to
consider all information at hand in a global Bayesian framework.

To conclude this article, we wish to quote from Professor
Michael J. Saks’ recent article: ‘‘Forensic identification: From a
faith-based ‘‘Science’’ to a scientific science’’ [81]:

‘‘What can forensic scientists do while waiting for a serious body of
research to evolve that illuminates their particular subfield? The short
answer is: honesty and humility. Confine reports and testimony
within the bounds of the empirically tested findings of the field,
intelligently understood (meaning: not relying excessively on any
single study of a limited aspect of a phenomenon and not
overgeneralizing). If very little is based on empirically tested findings,
simply say so, while stating conclusions in a way that recognizes and
respects the limits of the available knowledge. What one believes or
hopes about a field and what one can know on existing research are
not the same. Refrain from exaggerating what actually is known at
the present stage of the field’s development. Remain within the
bounds of actual knowledge. Abandon claims of uniqueness and
absoluteness. Recognize that forensic identification is a probabilistic
endeavor. Abandon the use of misleading terminology, such as
‘‘match’’ or ‘‘identification’’ or ‘‘scientific certainty.’’ Offer descriptions
and opinions with clarity and candor. Offer conclusions with
modesty, unless and until a body of serious empirically based
knowledge allows more. Resist the culture of exaggeration. Strive for
science-based, not faith-based, forensic science’’.

Table 9
Summary of minimum requirements necessary to reach a sufficient level of
confidence in the development and application of dating methods.

Minimum requirements Purpose

Study of aging kinetics and
influencing factors

Define limit of applicability of
the method

Description of methodology Achieve transparency enabling
reproduction by other laboratories

Validation of methodology Reach intra and inter-laboratory reliability
Use of a logical

interpretation model
Evaluate probability of evidence given
alternative hypotheses
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Fig. 7. Distribution of likelihood ratio (LR) calculated as a function of the D% values
for the pair of proposition: the ink is 8 months old (t1) and the ink is 24 months old
(t2). Up to a D% of 4, the evidence support the hypothesis t2, while for D & 5%, the
evidence is more probable given t1.
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[64] J.H. Bügler, H. Buchner, A. Dallmayer, Age determination of ballpoint pen inks, in:
ENFSI (Ed.), 4th Conference of the European Document Examiners Working Group
(EDEWG), The Hague, Netherlands, 2006.

[65] D. Kirsch, V. Guillou, B. Anheier, P. Seiler, F. Köhler, Different analytical methods of
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Designation: E 1422 – 05

Standard Guide for
Test Methods for Forensic Writing Ink Comparison1

This standard is issued under the fixed designation E 1422; the number immediately following the designation indicates the year of
original adoption or, in the case of revision, the year of last revision. A number in parentheses indicates the year of last reapproval. A
superscript epsilon (e) indicates an editorial change since the last revision or reapproval.

INTRODUCTION

This guide is intended to be a general guide for forensic ink examinations, both for the experienced
document examiner (E 444) and for forensic ink comparison specialists. The aim is to include those
techniques that will provide the most information about an ink with the least damage to the document.
Therefore, this guide refers to well-reported and thoroughly tested techniques currently in use by
document examiners in general practice and dedicated forensic ink comparison facilities.

By following the procedures outlined here, an examiner can accurately discriminate ink formulas
and reduce the possibility of false matches of ink samples from different sources or incorrect
differentiation of ink samples with a common origin.

1. Scope
1.1 This Guide is intended to assist forensic examiners

comparing writing or marking inks. Included in this analysis
scheme are the necessary tools and techniques available to
reach conclusions as to the common or different origin of two
samples of ink.

1.2 Identifying ink formulas as to their manufacturer or time
of manufacture as well as performing ink dating examinations
are beyond the scope of this guide.

1.3 This standard does not purport to address all of the
safety concerns, if any, associated with its use. It is the
responsibility of the user of this standard to establish appro-
priate safety and health practices and determine the applica-
bility of regulatory limitations prior to use.

2. Referenced Documents
2.1 ASTM Standards: 2

D 1535 Practice for Specifying Color by the Munsell Sys-
tem
E 131 Terminology Relating to Molecular Spectroscopy
E 284 Terminology of Appearance
E 444 Descriptions of Scope of Work Relating to Forensic
Document Examiners
2.2 NIST Standards:

NBS Standard Sample No. 2106 ISCC-NBS Centroid Color
Charts3

NBS Special Pub. 440 Color: Universal Language and
Dictionary of Names3

3. Terminology
3.1 Definitions:
3.1.1 batch to batch variation—within an ink formulation,

difference in the concentration of a component of an ink
formula due to deviations during production that are within the
manufacturer’s tolerance limit.

3.1.2 chromatography—a method of separating substances
that is widely used in analytical and preparative chemistry. It
involves the flow of a liquid or gas mobile phase over a solid
or liquid stationary phase. As the mobile phase flows past the
stationary phase, a solute will undergo repeated adsorption and
desorption and move along at a rate depending, among other
factors, on its ratio of distribution between two phases. If their
distribution ratios are sufficiently different, components of a
mixture will migrate at different rates and produce a charac-
teristic pattern (chromatogram).

3.1.3 fluorescence—a process by which radiant flux of
certain wavelengths is absorbed and reradiated nonthermally at
other, usually longer, wavelengths. (E 284)

3.1.4 infrared (IR)—referring to radiant flux having wave-
lengths longer than the wavelengths of light, usually wave-
lengths from about 760 nm to about 3 mm. (E 284)

3.1.5 light—electromagnetic radiant energy that is visually
detectable by the normal human observer, radiant energy
having wavelengths from about 380 nm to about 780 nm.

1 This guide is under the jurisdiction of ASTM Committee E30 on Forensic
Sciences and is the direct responsibility of Subcommittee E30.02 on Questioned
Documents.

Current edition approved Dec. 1, 2005 Published January 2006. Originally
approved in 1991. Last previous edition approved in 2001 as E 1422 – 01.

2 For referenced ASTM standards, visit the ASTM website, www.astm.org, or
contact ASTM Customer Service at service@astm.org. For Annual Book of ASTM
Standards volume information, refer to the standard’s Document Summary page on
the ASTM website.

3 Available from U.S. Department of Commerce, National Bureau of Standard
Reference Materials, R. B311, Chemistry Building, Gaithersburg, MD 20899.
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(E 284)
3.1.6 luminescence—the emission of radiant energy during

a transition from an excited electronic state of an atom,
molecule or ion to a lower electronic state. (E 131)

3.1.7 metamers—specimens differing in spectral reflectance
but having colors that match in light of one spectral composi-
tion, when viewed by one observer, but may not match in light
of other spectral compositions, or when viewed by another
observer. (E 284)

3.1.8 spectroscopy—in the most general sense spectroscopy
is the study of the absorption or emission of electromagnetic
energy by a chemical species as a function of the energy
incident upon that species.

3.1.9 source—an object that produces light or other radiant
flux. (E 284)

3.1.10 ultraviolet (UV)—referring to radiant flux having
wavelengths shorter than the wavelengths of light, usually
wavelengths from about 10 nm to 380 nm.

3.1.10.1 Discussion—Long-wave UV usually refers to the
spectral range of UV-A, with wavelengths from about 315 nm
to 380 nm. Short wave UV usually refers to the spectral range
of UV-C, with wavelengths from about 100 nm to 280 nm.

3.2 Definitions of Terms Specific to This Standard:
3.2.1 ballpoint pen ink—writing or marking media intended

for use in a ball point pen. Typically, a thick, high viscosity ink
with an oil, glycol or rubber base.

3.2.2 dichroic filter—a filter with two transmission bands.
These bands are usually widely separated, and can be of
significantly different size.

3.2.3 gel pen ink—writing or marking media intended for
use in a “gel-type” roller pen. Gel pen inks constitute a unique
class of non-ballpoint pen inks. Typically, gel pen ink is an
aqueous ink of high viscosity, capable of maintaining a stable
dispersed or dissolved state of the coloring material even after
a prolonged period and exhibiting high fluidity under a
shearing force. The ink contains a coloring material (pigment
or dyes), acid-modified heteropolysaccharide and aqueous
medium (water and water-soluble organic solvent), in which
water constitutes at least 50 % by weight. Due to the incorpo-
ration of pigments into these formulations, the procedures
outlined in this guide for TLC evaluations will be of limited
value.

3.2.4 infrared luminescence (IRL)—the emission of radiant
energy during a transition from an excited electronic state of an
atom, molecule or ion to a lower electronic state (fluorescence
or phosphorescence, or both), where the spectrum of the
excitation source is in the ultraviolet (UV) or visible region of
the electromagnetic spectrum, or both, and the spectrum of the
emitted energy is in the far red or infrared (IR) region of the
electromagnetic spectrum.

3.2.5 ink formula—a precise recipe or set of ingredients and
their quantities that the manufacturer specifies for the final ink
product. These ingredients are colorants (dyes and pigments)
and vehicle components (volatile solvents, resins, etc.).

3.2.6 match between ink samples—the inability to distin-
guish between ink samples at a given level of analysis.

3.2.7 non-ballpoint pen ink—writing or marking media
intended for use in a writing or marking instrument other than

a ballpoint pen, including a dip or fountain pen, porous point
pen, roller pen, marking instrument, etc. Typically, a thin, low
viscosity ink with a water or solvent base.

4. Significance and Use
4.1 Ink comparisons are usually performed to answer four

basic categories of question: (1) whether an ink is the same (in
formula) as that on other parts of the same document or on
other documents; (2) whether two writings with similar ink
have a common origin, that is, the same writing instrument or
ink well; (3) whether the ink of entries dated over a period of
time is consistent with that dating or indicates preparation at
one time; (4) whether ink is as old as it purports to be (1).4

4.2 The procedures set forth in this guide are directly
applicable to giving a full answer to only the first of these four
questions.

4.3 With regard to the second question, differentiation of
formula (question one) would indicate a negative answer to this
question, as would differentiation with any of the additional
methods listed in Section 3. When dealing with contemporary
inks, however, a match of ink samples involving agreement in
all observable aspects of all the techniques considered in this
guide, while consistent with common origin, would not be
sufficient to support a definite opinion of common origin (2).
Contemporary ink rarely has sufficient individuality to support
a determination of common origin at less than the manufac-
turing batch level.

NOTE 1—Contemporary mass-produced inks are usually distributed as
a component in a complete writing instrument or in a cartridge. With such
packaging the ink is not subject to the mixing of inks and exposure to
environmental contamination that could individualize ink from a given ink
well at a specific point in time (1, 3). This sort of analysis, potentially
useful in the examination of older documents or those prepared under
certain circumstances, is beyond the scope of this guide, as is examination
of the ink line to individualize the writing instrument that produced it
based on its performance characteristics.

4.4 As to the third and fourth questions involving the age of
ink, dating techniques for determining either the relative age of
ink samples (from the same or different documents) or the
absolute amount of time since the writing of an ink line are also
beyond the scope of this guide.

4.5 However, regarding question three, it may be of great
importance in a forensic situation involving writing dated over
a period of time to determine that one or more than one ink
formula is present, that the use of various ink formulas fits a
pattern, that a particular ink formula matches samples of a
known date, etc.

4.6 As to the last question, a limit as to the possible age of
an ink entry can be inferred by establishing the date of first
production of the ink formula. Although beyond the scope of
this guide, identifying ink formulas as to their manufacturer or
time of manufacture utilizes many of the analytical procedures
described here. Specialized knowledge and experience on the
part of the examiner, as well as access to a collection or library
of ink reference samples is also required.

4 The boldface numbers in parenthesis refer to the list of references at the end of
this guide.
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4.6.1 Such an ink library consists of samples of ink formulas
from known sources, usually manufacturers of ink, or writing
or marking instruments, or a combination thereof. The ink
reference samples are usually cataloged, analyzed, and stored
according to the methods described in Refs (2, 4, 5 and 6).
Even with access to a comprehensive collection, association of
an unknown ink sample with a single known formula is not
always possible. This is because some ink formulas are not
distinguishable, however, in most cases the analytical proce-
dures outlined here are sufficiently discriminating that formulas
are distinguishable.

4.7 Comparison of ink samples by analysts without an ink
library can still provide valuable information. However, added
significance can be given to the meaning of a match if the
relative rarity or commonness of the ink formula is known.
Familiarity with or access to a comprehensive reference
collection of inks is useful for this purpose.

4.8 In expressing conclusions it should be remembered that
a match indicates that the ink samples are of the same formula
or of two similar formulas with the same nonvolatile compo-
nents. The possibility that other analytical techniques might be
able to differentiate them should always be considered (2).

4.8.1 Therefore, conclusions in this situation should never
indicate that two ink samples are “identical” or “the same ink,”
but must be limited to statements indicating “inability to
distinguish the ink samples at this level of analysis” or
“exhaustive chemical and physical testing failed to detect any
differences between the ink samples” (2).

5. Interferences
5.1 Most interferences with ink examinations come from

variables that interact with the ink. These can be part of the
writing process, such as blotting wet ink (1, 2), or variations in
the paper (7), or various forms of contamination on the
document (7, 8), or a combination thereof. Simple precautions
can usually avoid problems.

5.2 Note and record any differences in the substrate, such as
the use of different paper for different documents or pages of a
multipage document. Also note and record variations in the
document, such as a signature written over a photograph on an
identity document, multicolored paper with different dyes or
colors of underprinting, intersections with printed or typed
material, etc. (7, 8).

5.3 The results of prior handling or testing should also be
noted and recorded. These effects can include discoloration or
fading from ageing, exposure to light or heat, as well as stains
from food or drink, dirt or grease, cellophane or other tape,
adhesives, perspiration or finger smudges, water, or chemicals,
including ninhydrin or other reagents for visualizing latent
friction ridge impressions, etc. (7, 8, 9).

5.4 In optical examinations care should be taken to consider
the potential effects of these variables (7, 8). In chemical
analyses paper blanks should be run as controls for these
variables (4, 5).

6. Reagents and Equipment

NOTE 2—It is important that all reagents are uncontaminated.

6.1 Purity of Reagents—Reagent Grade.

6.2 Purity of Water—Distilled or equivalent.
6.3 Reagents for Spot Testing, Solubility Testing, and TLC

Extraction Solvents:
6.3.1 Pyridine.
6.3.2 Ethanol.
6.3.3 Water.
6.3.4 Other reagents as required by Refs (1, 3, and23).
6.4 Reagents for Thin Layer Chromatography (TLC) Devel-

oping Solvents:
6.4.1 Solvent System I—Ethyl acetate, ethanol, water

(70 + 35 + 30).
6.4.2 Solvent System II—N-butanol, ethanol, water

(50 + 10 + 15).
6.5 Other ink extracting solvents and developing solvents in

accordance with Refs (5, 6, and 10).
6.6 Equipment for Optical Examinations:
6.6.1 Stereomicroscope:

NOTE 3—Five to one hundred power total magnification is a range that
has been found useful.

6.6.2 UV Lamps or View Box, with both long-wave UV and
short-wave UV lamps.

6.6.3 Colored Filters, (gelatin, colored glass, interference
filters) as needed for visual and photographic differentiation of
inks.

6.6.4 Dichroic Filters, See Ref (11).
6.6.5 Photographic or other imaging equipment with appro-

priate film or other sensor, lighting, and filters for differentia-
tion of ink samples.

6.6.6 Photographic or other imaging equipment with appro-
priate film or other sensor, lighting, and filters for recording
reflected infrared (RIR) and infrared luminescence (IRL).

6.6.7 IR image conversion device or system with appropri-
ate light sources and filters for use in RIR and IRL modes as
well as appropriate photographic or other imaging equipment,
computer hardware and software for image acquisition or
processing, or both.

6.6.8 Barrier Filters for RIR and IRL—Long pass filters,
preferably sharp cut, that block visible flux. Suitable gelatin,
colored glass, and interference filters are commercially avail-
able (12, 13, 14).

NOTE 4—Since ink reactions can vary, it is advisable to use a series of
filters with cut on wavelengths from the red through the IR range of the
film or detector.

6.6.9 Excitation Source for IRL—Sources include: a con-
tinuous spectrum lamp with a filter to eliminate flux in the IR
and far red region of the spectrum, for example, a 10 % to 15 %
solution of copper sulfate in a cell with a 1 cm to 3 cm light
path, or appropriate colored glass or interference filters; or
lasers or other monochromatic sources.

NOTE 5—A variety of sources with different spectral distributions or a
variety of filters on a continuous spectrum source may be helpful in
discriminating ink samples.

When using a filtered source it is advisable to use a heat absorbing filter
between the source and the filter. This both protects the filter (15) and
eliminates a significant portion of the undesirable IR flux.

6.6.10 Photographic or other imaging equipment for record-
ing observations as required.
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6.7 Equipment for Spot Testing, Solubility Testing, and
TLC—It is important that all equipment is uncontaminated.

6.7.1 Stereomicroscope (See Note 2).
6.7.2 Hypodermic Needle, with an approximately 20 gage

hollow boring point or blunted point, scalpel or similar
sampling device.

6.7.3 Disposable Vial or Transparent Sample Container—1
dram or smaller suggested.

6.7.4 Disposable Micropipettes—10 µL or smaller sug-
gested.

6.7.5 Precoated Plastic or Glass Sheets/Plates of Silica Gel,
without fluorescent indicator (60 Å pore size5 ).

NOTE 6—It is recommended that the TLC sheets/plates be kept in a
desiccator.

6.7.6 Glass Developing Tank with Air Tight Cover—This
tank should be the appropriate size for the sheet/plate being
developed.

6.7.7 UV Lamps or View Box, with both long-wave UV and
short-wave UV lamps.

6.8 Appropriate equipment for the additional methods listed
in Section 8.

6.9 All equipment and apparatus shall be properly main-
tained and calibrated.

7. Procedure

NONDESTRUCTIVE OPTICAL EXAMINATIONS
7.1 Light Examination:
7.1.1 Determine the Class of Ink—Under ambient lighting

conditions (natural or artificial), with or without the aid of
magnification as required, determine whether the class of the
ink is ballpoint pen or non-ballpoint pen (6). Observe the
overall appearance of the writing. Note and record anything
that might provide information about the kind of writing or
marking instrument used. For example, if there is an indenta-
tion down a central track, then the writing instrument may be
a ballpoint pen or rolling ball marker. Double indentations may
indicate a bifurcated nib dip pen or fountain pen. This step may
be performed with the use of reference standards prepared with
various classes of writing instruments on different substrata.

7.1.2 Determine the Condition of the Ink and the Overall
Appearance of the Writing—Note and record the presence of
anything that might have induced a change in the ink as
described in Section 2; for example, stains, burns, aging,
blotting, fading, attempts at mechanical erasure or chemical
eradication, discolorations, etc.

7.1.3 Determine the Color of the Ink—Inks that are metam-
ers can sometimes be differentiated by the use of illuminants
with varying color temperatures or spectral characteristics, as
well as by narrow band or laser illumination. Various filters can
also be used for direct viewing, photography, or electronic
viewing, including wide and narrow band, short and long pass,
and dichroic filters (1, 6, 11, 16) .

NOTE 7—The use of standard color notation may be helpful in

recording these observations. (NBS Standard Sample No. 2106, NBS
Special Pub. 440)

7.1.4 Microspectrophotometry (17) can be useful in differ-
entiating inks by measuring their wavelengths of maximum
transmission or reflectance spectra, or both.

7.2 Ultraviolet (UV) Examination:
7.2.1 Observe the ink sample under both long-wave UV and

short-wave UV sources. Note and record the fluorescence
characteristics of the ink as well as the emission of any
fluorescence (18). (See Note 7.)

NOTE 8—Except for some red formulas, few inks fluoresce in their
dried state on paper. A fluorescent halo is occasionally observed around an
ink line; capillary migration of a vehicle component into the substrate is
a known cause.

7.2.2 Note and record any effect of the substrate. Strong
fluorescence of the paper may affect the observer’s perception
of the ink.

7.2.3 UV examination may reveal indications that the docu-
ment has been stained by chemicals or other material that may
affect the ink comparison as discussed in Section 5 (7, 8, 9).
These can include the detection of the use of chemical ink
eradicators, liquid or dry opaquing material, cellophane or
other tape, adhesives, etc., that may have significance beyond
the ink comparison. These should be noted and recorded.

7.3 Infrared (IR) Examination:
7.3.1 Determine the Reflected Infrared (RIR) and Infrared

Luminescence (IRL) characteristics of the ink: As these effects
are beyond the range of human vision, some technological
extension of the eye is required.

7.3.1.1 These characteristics may be photographed with IR
sensitive film or observed directly with an IR image conversion
device (7, 8, 11, 15, 16, 19, 20, 21). With either system, a
suitable barrier filter is required in front of the lens to block
visible flux (see 6.6.8 and Note 4). For IRL a suitable excitation
source will also be required (see 6.6.9 and Note 5).

NOTE 9—Both photographic and electronic systems work well; each
has its advantages and drawbacks.

Photography provides a permanent, high resolution record of results
and long exposures can capture faint luminescence. However, exposures
can be long (up to 20 min. for faint luminescence), and considerable
experience is required before dispensing with time consuming bracketing
in a series of exposures using different filters (19, 20). The amount of time
required for processing and printing may also be a problem.

Electronic systems, including units with image conversion tubes and
closed circuit television systems, have the advantage of real time results,
facilitating optimization of filter combinations, focus, exposure, etc. (21).
These systems are well suited to screening batches of documents (such as
passports) for alterations. However, resolution is limited, some faint
luminescence may not be easy to detect, and separate photographic or
electronic imaging equipment is required to record results. Modern
integrating infrared video cameras are able to detect faint IR information
that cannot be seen otherwise.

7.3.2 Reflected Infrared (RIR):
7.3.2.1 Record the characteristics as opaque or transparent,

indicating the degree of opacity. The more opaque the ink (the
more it absorbs), the darker it will appear; the less opaque, the
lighter it will appear, until it seems to be transparent or to drop
out. An arbitrary four point scale of −3 to 0 (opaque to
transparent) may assist in recording these observations.

7.3.3 Infrared Luminescence (IRL):
5 Merck Silica Gel, Whatman PE SIL G, and Merck HPTLC Silica Gel 60 have

been found satisfactory.
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7.3.3.1 Record the IRL characteristics of the ink relative to
the substrate as darker, similar, or lighter, indicating degree as
appropriate. Ink that luminesces more brightly than the sub-
strate will appear lighter than the substrate; strongly lumines-
cent ink may appear to glow brightly. If ink does not luminesce
or does not luminesce as brightly as the substrate, the ink will
appear darker than the substrate (this is sometimes referred to
as black luminescence or negative luminescence). Ink that
luminesces at an intensity similar to that of the substrate
appears invisible, and is said to drop out. An arbitrary seven
point scale of −3 to 0 to +3 (black to indistinguishable to very
bright) may assist in recording these observations.

NOTE 10—Depending on the characteristics of the substrate and the
combination of source or filters, or both, the appearance of ink samples
with the same formula can vary from nonluminescing to strongly
luminescent. The appearance of ink luminescence can be affected by the
amount of ink and the substrate.

7.3.3.2 A luminescent halo is occasionally observed around
an ink line; capillary migration of a vehicle component into the
substrate is a known cause.

7.3.3.3 Inks that luminesce with similar but not identical
intensity can sometimes be differentiated by placing a nonlu-
minescing or brightly luminescing object behind the substrate
(22).

7.4 When recording UV fluorescence, IR absorption, and
IRL characteristics of an ink sample, it is important to note and
record any influence imparted by the substrate. It is also
important to be aware of factors (such as those discussed in
Section 2) that may affect the results of this portion of the
examination (7, 8, 9).

7.5 The reaction of an ink sample can vary at different
wavelengths. Therefore, in differentiation of ink samples it is
useful to use a range of different light sources, filters, filter
combinations, etc. (16) (See Note 4 and Note 5). In noting and
recording the reaction of the ink sample, also record the source,
filters, etc.

CHEMICAL EXAMINATIONS
7.6 Spot Testing and Solubility Testing:
7.6.1 Spot testing of an ink sample can be done directly on

the substrate. Minimal damage to the document is possible if
the solvents are applied in small amounts to the ink line and the
resulting changes are observed under magnification. Spot
testing of an ink sample can be done on a removed sample, if
performing the test in situ is not indicated. These tests can be
used to differentiate ballpoint and non-ballpoint ink based on
the solvent that solubilizes the vehicle, to determine the proper
extraction solvent for subsequent analysis, or to provide
presumptive information on the colorants used in the ink
formula.

NOTE 11—These tests may consume a great deal of material relative to
the amount of information provided.

7.6.2 Spot tests to determine the solubility or color reaction
of an ink sample to various reagents were once widely used to
differentiate ink formulas and to presumptively identify the
constituents of an ink formula. Information on older ink
formula can be found in Osborn (1) and Mitchell (3). A study

of more modern blue ballpoint inks has been conducted, and an
analytical scheme published (23).

7.6.3 At present spot tests are most often used to differen-
tiate ballpoint and non-ballpoint ink based on the solvent that
solubilizes the vehicle. Ballpoint inks are either oil based or
glycol based. Oil based ballpoint inks were used in the earliest
ballpoint pens. Generally, glycol based ballpoint inks (widely
used since around 1950) are very soluble in pyridine. Inks
formulated for fountain pens, porous point pens, and roller
pens are generally water or alcohol based and compositions
that are readily soluble in ethanol and water (1 + 1) (2).
Indelible markers are solvent based and would generally be
soluble in pyridine. Note and record the results. If TLC is
planned, these results can be used for selecting the appropriate
extracting solvent.

7.6.4 These tests, performed in situ or on a removed sample
with various solvents, can be sufficient to determine that two or
more ink samples are not of the same ink formula. In many
situations, once such a determination is made, further testing
may be unnecessary.

7.7 Chromatography—Thin Layer Chromatography
(TLC)—Many forms of chromatography have been used suc-
cessfully to differentiate writing inks, including paper chroma-
tography, high pressure liquid chromatography (HPLC), gas
chromatography (GC), and thin layer chromatography (TLC).
Except for substrate specific items, the procedure for paper
chromatography is similar to TLC (2, 5).

7.7.1 TLC Sheet/Plate Activation—Activate a TLC sheet/
plate in a pre-heated oven (approximately 100°C for 10 to 15
minutes) immediately prior to spotting. Allow sheet/plate to
cool.

NOTE 12—Heating the sheet/plate merely drives off plate moisture. If
the sheet/plate were stored under ideal desiccate conditions, activation
would theoretically be unnecessary; however, it would still be advisable to
heat the sheet/plate as a precaution.

7.7.2 Sampling for TLC:
7.7.2.1 Using a blunted or hollow boring hypodermic

needle, or similar device, remove a sufficient number of plugs
(usually 7 to 10 plugs of ink from a line are sufficient). If a
scalpel is used, remove about 1 cm of the line. The number of
plugs (or length of line) required depends on the concentration
and solubility of the ink.

7.7.2.2 Avoid sampling areas on a document that may be
contaminated by writing on the reverse, or by stains or other
contaminants on either side. (See Section 2)

7.7.2.3 Place the plugs of ink in a vial.
7.7.2.4 Place the same number of plugs of paper (or the

same size piece of paper) from a control area of the substrate
in another vial.

7.7.2.5 If the writing is limited, microsampling techniques
using a single plug may be necessary (24).

7.7.3 Extracting the Ink:
7.7.3.1 Add approximately 3 to 5 µL of solvent (pyridine for

ballpoint inks or ethanol and water (1 + 1) for non-ballpoint
inks) to the vials. (Other solvents may be used based on the
ease of extraction. The comparison standard inks must have
been extracted using the same solvent.) The amount may vary
depending on the absorptivity of the substrate and the type and
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age of the ink line. Adjust the amount of extracting solvent as
needed. If both ballpoint and non-ballpoint ink from the same
sheet of paper (or other substrate) are being analyzed, two
paper control samples will be necessary since the ink extrac-
tions will require two solvents and each solvent may extract
different components from the substrate.

7.7.3.2 Gently agitate the plugs and solvent for approxi-
mately 1 min or until sufficient extraction has occurred. Note
and record the color of extract in the vial. The use of standard
color notation may be helpful in recording these observations.
(Test Method D 1535, NBS Standard Sample No. 2106, NBS
Special Pub. 440)

7.7.4 Spotting the Ink:
7.7.4.1 Spot the extract on the activated TLC sheet/plate

approximately 15 mm from the designated bottom of the plate.
It is important to maintain uniformity in the intensity and size
of the spot (a spot size of approximately 2 to 3 mm works
well). Spots should be placed no closer than 1 cm from either
the left or right side of the plate and should be adequately
separated so they will not interfere with each other during the
migration of the components of the sample. The boundaries
(left and right) of each area to be spotted may be scribed with
a stylus or pencil. Do not place these boundary marks closer
than 1 to 2 mm from the area of the plate to be spotted. This is
so there will be no interference for the solvent system traveling
up the plate. If a pencil is used, do not spot the extract directly
on the pencil mark or in the same lane since many inks contain
carbon or graphite, as do pencils.

7.7.4.2 Numerous ink samples can be analyzed simulta-
neously by spotting each ink sample and paper blank on the
same chromatographic sheet/plate with sufficient separation to
avoid interference or cross contamination, or both. These spots
should be equal in intensity and size. This is attainable through
manipulation of the number of ink plugs (or length of ink line)
and the amount of extracting solvent. If the maximum number
of samples are to be compared on a sheet/plate, do not spot the
extract closer than 1 cm from either side of the plate.
Extraction spots placed closer to the edge of a plate can cause
a skewed separation that may affect the comparative value of
the chromatogram.

7.7.4.3 Allow the sheet/plate to air dry to remove any
residual solvent. The amount of time will vary depending on
the laboratory conditions and the solvent(s) utilized. Do not
expose the sheet/plate to extreme heat or light during the
spotting procedure. This has been shown to induce changes in
the resultant chromatograms of some ink formulas (5, 9).

7.7.4.4 If the intensity of the spot is weak, it may be
necessary to respot. This is done by carefully applying addi-
tional extract directly over the original spot and air drying
again.

NOTE 13—This technique requires experience. It is important to keep
the spot size consistent when respotting (for example, do not spot a 1 mm
spot over an existing 2 mm spot). Otherwise you may create rings that can
skew the appearance of the resulting separation. Respotting can be
accomplished through the careful adjustment of the amount of extract to
be spotted.

7.7.4.5 Use of a suitable calibration standard is recom-
mended. It should be spotted onto the plate in the same manner.

7.7.5 Developing the TLC Sheet/Plate:
7.7.5.1 Place the sheet/plate in a developing tank previously

equilibrated for approximately 15 min with Solvent System I.
The level of solvent in the tank should be between 5 and 10
mm and should not touch the ink extraction spots when initially
submerged. Let the chromatogram develop until the compo-
nents exhibit sufficient separation to allow comparison or for
approximately 15 min.

7.7.6 Evaluating:
7.7.6.1 Remove the chromatogram from the developing

tank and immediately evaluate the fluorescent characteristics
using long-wave UV and short-wave UV sources. Note and
record the color, the fluorescent characteristics, the retardation
factor (R value), and the relative concentration of all fluores-
cent bands present for each ink sample.

7.7.6.2 Follow the same procedure for the corresponding
paper (or other substrate) control (blank), to determine if there
is any contribution from the substrate, for example, from
tinting materials or optical brighteners (5).

7.7.6.3 Allow the sheet/plate to air dry and promptly evalu-
ate it again following the same procedures. Note and record
any change.

NOTE 14—The appearance of certain fluorescent components can
change in the time between these two observations.

7.7.6.4 Under ambient light note and record the color, the Rf
value, and the relative concentration of all bands present for
each ink sample and control.

7.7.6.5 The completed plate should be stored away from
light, heat, and air, since, in their separated form, ink dyes are
very susceptible to fading or change of color. Results may be
preserved by color photography.

7.7.7 Interpretation:
7.7.7.1 Samples of ink with qualitatively different colorant

compositions can be easily distinguished by comparison of the
characteristics observed in 7.7.6.

8. Additional Methods
8.1 If more information is needed to distinguish similar

inks, some of the following techniques may be tried.
8.1.1 Additional Thin Layer Chromatography (TLC) Tech-

niques:
8.1.2 Solvent System II allows development in a solvent

system of a different polarity that may affect a different
separation of the components (2, 4).

8.1.3 It may be advisable to use a different TLC sheet/plate
along with the additional solvent systems. This may give a
different separation and allow another means of comparison (2,
4, 10).

8.1.4 The chromatograms can be evaluated with the aid of
laser or other monochromatic illumination, RIR and IRL, or
other techniques described in 7.1.3.

8.1.5 The chromatograms can be imaged and the densities
evaluated using appropriate instrumentation. This can give an
accurate quantitative comparison of the relative concentrations
of components (5).

8.2 Other Analytical Techniques:
8.2.1 These techniques may provide valuable information

concerning components found in inks, including solvents,
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surfactants, humectants, and resins. They may be of use in
certain situations, but are not generally necessary in perform-
ing routine ink comparisons.

8.2.1.1 Batch-to batch variation within an ink formula may
be detectable utilizing analytical methods, such as chromatog-
raphy, electrophoresis, spectrometry, spectrophotometry, or a
combination.

8.2.2 Fourier Transform Infrared Spectroscopy (FTIR) can
be useful when detailed information is necessary about an ink’s
organic composition (4, 25).

8.2.3 Gas Chromatography (GC), Gas Chromatography/
Mass Spectrometry (GC/MS) can provide information on
organic components (4). GC/MS operating in the selected ion
monitoring mode permits reliable detection and identification
of the ink’s primary vehicle solvents (28).

8.2.4 High Pressure Liquid Chromatography (HPLC) has
been used to gather information on batch-to-batch variation or
when detailed information is necessary about an ink’s organic
composition (26).

8.2.5 Microspectrophotometry can be used to obtain the
ink’s spectral transmittance curve or reflectance curve, or both
(17).

8.2.6 Spectrofluorometry has been used when an emission
spectra is desired (27).

8.2.7 X-Ray Fluorescence Spectroscopy (XRF) can provide
detailed information on the inorganic components of an ink (5).

8.2.8 Capillary Electrophoresis has been used to provide
detailed organic comparisons of two or more inks (29).

9. Reporting Conclusions
9.1 Conclusions resulting from the comparison of two ink

samples may be reached once sufficient examinations have
been conducted. In reporting conclusions, the tests performed
shall be listed. The number of necessary tests is dependent on
the inks involved.

9.2 Differentiation:
9.2.1 If significant, reproducible, inexplicable differences

between ink samples are found at any level of the optical or
chemical analyses, it may be concluded that the inks do not
have a common origin.

9.2.2 However, when inks give differing test results, the
possibility of batch-to-batch variation within an ink formula
must be considered: this kind of variation may be detectable
utilizing analytical methods, such as chromatography, electro-
phoresis, spectrometry, spectrophotometry, or a combination.
The potential influences of interfering factors that can alter the
composition of an ink sample must also be considered (see
Section 5).

9.3 Matches:
9.3.1 When the comparison of two or more ink samples by

optical or chemical analyses, or both reveals no significant,
reproducible, inexplicable differences and there is significant
agreement in all observable aspects of the results, it may be
concluded that the ink samples match at that level of analysis
and that the results of the examination indicate that the ink
samples are of the same formula or of two similar formulas
with the same nonvolatile components (2). The possibility that
other analytical techniques might be able to differentiate the
samples should be considered.

9.3.2 This conclusion does not eliminate the possibility that
the ink samples being compared are from different manufac-
turing batches or from different writing or marking instruments
(2).

9.3.3 Reports of conclusions should never state that two ink
samples are identical or the same ink. Statements must be
within the limits of 9.3.1.

10. Keywords
10.1 forensic sciences; ink comparison; questioned

documents
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Designation: E 1789 – 04

Standard Guide for
Writing Ink Identification1

This standard is issued under the fixed designation E 1789; the number immediately following the designation indicates the year of
original adoption or, in the case of revision, the year of last revision. A number in parentheses indicates the year of last reapproval. A
superscript epsilon (e) indicates an editorial change since the last revision or reapproval.

INTRODUCTION

This guide is intended as a general outline for use in forensic ink examinations, where the intention
is to identify an ink formula or type. It is designed both for the experienced document examiner (see
Guide E 444) and for those unfamiliar with previously reported procedures. The aim is to describe
those techniques that will provide the most information about an ink with the least damage to the
document. This guide refers to well-reported and thoroughly tested techniques currently in use by
forensic document examiners, chemists, and other scientists.

Following the procedures as outlined, an examiner can accurately discriminate between ink
formulas; as well as significantly reducing the possibility of reporting false matches of ink samples
from different sources or incorrectly differentiating ink samples from a common source.

Identifications of ink formulas may be accomplished through the use of an adequate collection of
standards. The necessary completeness of a comparison collection and limitations of conclusions will
be addressed in the guide.

1. Scope
1.1 This guide covers assisting forensic examiners in iden-

tifying writing inks. Included in this analysis scheme are the
necessary tools and techniques which have been successfully
utilized to reach conclusions as to the common or different
origin of two samples of ink.

1.2 This standard does not purport to address all of the
safety concerns, if any, associated with its use. It is the
responsibility of the user of this standard to establish appro-
priate safety and health practices and determine the applica-
bility of regulatory limitations prior to use.

2. Referenced Documents
2.1 ASTM Standards: 2

E 444 Guide to Descriptions of Scopes of Work Relating to
Forensic Sciences for Questioned Document Area

E 1422 Guide for Test Methods for Forensic Writing Ink
Comparison

2.2 NIST Standards:

NBS Standard Sample No. 2106 ISCC-NBS Centroid Color
Charts3

NBS Special Pub. 440 Color: Universal Language and
Dictionary of Names3

3. Terminology
3.1 Definitions—Terminology has been defined in Guide

E 1422, with the following addition:
3.1.1 ink library—an organized collection of reference

samples of inks and related materials.
3.1.1.1 Discussion—For maximum effectiveness in identi-

fication of questioned ink, an ink library should at minimum
include the following elements: reference samples of ink in
unused form, either in bulk samples from the manufacturer or
in distribution form such as bottles, pens, or cartridges; dried
ink specimens of each reference sample of ink placed on paper
(scribble sheets); analysis results of each reference sample of
ink, for example, TLC sheets/plates; and an ink information file
for each reference sample of ink containing available relevant
data. All elements of the collection should be as complete,
comprehensive, and up-to-date as possible, although this will
vary between ink libraries.1 This guide is under the jurisdiction of ASTM Committee E30 on Forensic

Sciences and is the direct responsibility of Subcommittee E30.02 on Questioned
Documents.

Current edition approved Dec. 1, 2004. Published January 2005. Originally
approved in 1996. Last previous editon approved in 1996 as E 1789–96.

2 For referenced ASTM standards, visit the ASTM website, www.astm.org, or
contact ASTM Customer Service at service@astm.org. For Annual Book of ASTM
Standards volume information, refer to the standard’s Document Summary page on
the ASTM website.

3 Available from U.S. Department of Commerce, National Bureau of Standards,
Office of Standard Reference Materials, R. B311, Chemistry Building, Gaithersburg,
MD 20899.

1

Copyright © ASTM International, 100 Barr Harbor Drive, PO Box C700, West Conshohocken, PA 19428-2959, United States.



4. Significance and Use

4.1 The reasons for identifying writing inks are to obtain
information about: the origin; relative availability; distribution;
and first and last (if applicable) production dates. It is this
valuable information available from the manufacturer and
through the use of a collection of standards that differentiates
this guide from Guide E 1422.

4.1.1 The procedure set forth in this guide are applicable in
determining the significance of a match obtained by perform-
ing the examinations set out in Guide E 1422 (by showing how
rare or common an ink formula may be), or in determining the
source of an ink. The identification of a specific ink formula
can facilitate the determination of the first date of production
and the discontinuance date of that ink.4

4.1.2 In addition to proficiency in the use of the necessary
analytical procedures, specialized knowledge and experience
on the part of the examiner are required.5 Also required is a
comprehensive collection of reference samples of ink and
related materials (ink library). The ink reference standards are
cataloged, analyzed, and stored according to the procedures
described in Section 7.

4.2 Even with access to a comprehensive ink library, it is not
always possible to positively identify a questioned ink sample.
This is because some ink formulations are very similar; usually
only non-volatile ingredients such as dyes and pigments are
compared; and no matter how comprehensive the ink library is,
the collection will never be complete.6

4.2.1 Some ink formulas are not distinguishable; they be-
have in the same manner under various examinations because
they have similar formulas with the same nonvolatile compo-
nents. Thus, it is not always possible to find a single reference
ink sample in the ink library that matches a questioned ink.
Even if one is found, it may not provide an identification unless
the ink formula is shown to be unique because it contains a
specific component. For these reasons, it will not be possible to
identify every questioned ink. There is not always a forensic
answer to a question at hand.

4.2.2 It must also be understood that it is not possible to
create an all inclusive ink library, just as it would not be
possible to obtain every fingerprint, or every paint, soil, or
glass sample. Conclusions as to the identity of an ink are
dependent on the completeness of the ink library used. Thus, it
is possible that there are one or more inks not in the ink library
that would be indistinguishable from the questioned ink.

4.3 In spite of these limitations, questioned inks can be
associated with reference ink samples with a high degree of
confidence using the systematic approach in this guide. The
analytical procedures given here, such as TLC and TLC
Densitometry, are sufficient to distinguish most inks, and

therefore to match most questioned ink samples to a reference
sample of ink or a relatively limited group of reference samples
in an ink library.

4.3.1 Just as with other forensic tools, for example, FTIR,
GC, HPLC, etc., pattern profile matching with reference
samples is often sufficient to yield an identification. Individual
component identification through an internal standard ap-
proach may be used, but is not usually necessary.4

5. Interferences
5.1 Most interferences with ink examinations and subse-

quent identifications are a result of variables interacting with
the ink. These variables can usually be attributed to the writing
process or storage conditions, or a combination thereof, and are
discussed in Guide E 1422. Evaluation of these variables can
avoid problems examinations.

5.2 Other interferences can be caused by changes to the
TLC diffusion of fluorescent components, differences in the
paper controls, differences in color due to fading either of the
inks or of the components on the TLC sheet/plate, solvent
depletion, or a combination of these and other factors. Evalu-
ation of these variables, use of paper blanks, and proper storage
and maintenance of the reference samples and related material
in the ink library can avoid problems in examinations.

5.3 Large batch-to-batch variations in the manufacturing
process can also lead to problems in evaluating a match.

6. Reagents and Equipment
6.1 Appropriate reagents and equipment for the required

techniques have been listed in Guide E 1422, with the follow-
ing additions:

6.1.1 Low Resolution Precoated Plastic or Glass Sheets/
Plates of Silica Gel, without fluorescent indicator (60 angstrom
pore size).

NOTE 1—Low resolution sheets/plates are generally not as sensitive to
external effects, for example, temperature, humidity, and development
conditions. They have the quality of exhibiting excellent reproducibility
and as such are an appropriate choice for storage media of the ink library
TLC plates.

6.1.2 High Resolution Precoated Plastic or Glass Sheets/
Plates of Silica Gel, without fluorescent indicator (60 angstrom
pore size).

NOTE 2—It is recommended that the TLC sheets/plates be kept in a
desiccator.

7. Procedure
7.1 Collection, Preparation, and Analysis of Reference Ma-

terials for the Ink Library:
7.1.1 Reference Samples of Ink:
7.1.1.1 The core of the ink library consists of reference

samples of ink formulas, usually obtained from ink manufac-
turers. Additionally, ink and pens should be purchased at
retailers on a regular basis (at least once a year), because it is
not always possible to obtain samples directly from all manu-
facturers of ink. Because of international trade and travel
patterns, reference samples of ink should be obtained on a
world-wide basis.

7.1.1.2 Accession information for each reference sample of
ink should be recorded, such as date of acquisition, source, etc.

4 Brunelle, R. L. and Pro, M. J., “A Systematic Approach to Ink Identification,”
Journal of Offıcial Analytical Chemistry, Vol 55, 1972, pp. 823–826.

5 Brunelle, R. L. and Cantu, A. A., “Training Requirements and Ethical
Responsibilities of Forensic Scientists Performing Ink Dating Examinations,” Letter
to the Editor, Journal of Forensic Sciences, November, 1987.

6 Crown, D. A., Brunelle, R. L., and Cantu, A. A., “Parameters of Ballpoint Ink
Examination,” Journal of Forensic Sciences, Vol 21, 1976, pp. 917–922.
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For an assembly of reference samples of ink to be considered
a collection rather than an accumulation, it must be organized
and cataloged. If a computerized database is used, searching
can be on any criteria; if not, the features noted in a light
examination performed in accordance with Guide E 1422 can
be used to organize the collection.

7.1.1.3 Reference samples of ink should be stored under
optimal laboratory conditions (sealed containers, darkness,
temperature and humidity controlled) to retard drying, oxida-
tion, and other changes related to aging.

7.1.2 Dried Ink Specimens:
7.1.2.1 Prepare a specimen by making lines or marks on a

sheet of paper (scribble sheet). Record the date of preparation.
Allow the ink to dry for up to 1 h under ambient conditions
before storing.

NOTE 3—Dried ink specimens can be effectively stored on filter type
paper that does not contain optical brightener additives. A sample of any
paper being considered for a library storage media should be analyzed
following the laboratory procedures as indicated in this standard. This will
determine if the paper will interfere with the examination procedure.

7.1.2.2 Dried ink specimens should be stored under optimal
laboratory conditions (darkness, temperature and humidity
controlled) to retard fading and other changes.

7.1.3 Results of Analysis of Reference Samples—Because
questioned ink samples will be analyzed in accordance with
Guide E 1422 for comparison with the ink library (see 7.2), the
reference samples in the library should undergo the same
analyses with results preserved for future searching.

7.1.3.1 Perform the light, ultraviolet (UV), and infrared (IR)
examinations in accordance with Guide E 1422.

7.1.3.2 Perform the spot testing and solubility testing in
accordance with Guide E 1422.

7.1.3.3 Perform the thin layer chromatography TLC exami-
nation in accordance with Guide E 1422.

7.1.3.3.1 Note and record the extraction solvent used.
Where appropriate, prepare duplicate extractions using all the
different solvents likely to be employed in extraction from
various substrata. Prepare a TLC of each extract, recording the
solvent used. Appropriate TLC sheets/plates will then be
available for comparison with questioned samples.

7.1.3.3.2 The TLC analysis should be conducted on low
resolution type sheets/plates. Low resolution sheets/plates are
generally not as sensitive to external effects, for example,
temperature, humidity, or development conditions. They have
the quality of exhibiting excellent reproducibility and as such
are an appropriate choice for storage media of the ink library
TLC sheets/plates.

NOTE 4—Plastic backed 60 angstrom size silica gel without fluorescent
indicator sheets/plates has been found to be satisfactory.

7.1.3.3.3 Ink library TLC sheets/plates should be stored
under optimal laboratory conditions (darkness, temperature
and humidity controlled) to extend the useful life of the
sheets/plates. TLC sheets/plates have a limited useful life: the
sheets/plates themselves will degrade after 10 to 20 years, and
the band colors and fluorescence characteristics may fade or
undergo other changes sooner. Deteriorating TLC sheets/plates
should be replaced as needed.

7.1.4 Ink Information Files:

7.1.4.1 All available relevant data on each reference ink
sample should be collected and maintained. This can include
information on the manufacturer; ink formula; manufacturer’s
designation(s) and marketing name(s); other user’s (for ex-
ample, pen manufacturers) and their designation(s) and mar-
keting name(s); volume of ink manufactured; area(s) of distri-
bution; first production date; date first released to the public;
last production date; etc.

NOTE 5—Some information may be considered proprietary by the ink
manufacturer or other source. Such information should be treated with the
appropriate confidentiality.

7.1.4.2 Analytical results and other data from 7.1.3 should
be maintained. Efficient organization of this information can
facilitate searches of the ink library.

7.2 Ink Identification—Ink identification is a two step pro-
cess. The first step involves comparative analysis techniques
described in Guide E 1422. The second step includes compari-
son of any resulting TLC plate from the initial analysis to an
ink library.

7.2.1 Perform the light, ultraviolet (UV), and infrared (IR)
examinations and record results in accordance with Guide
E 1422.

7.2.2 Perform the spot testing and solubility testing and
record results in accordance with Guide E 1422.

7.2.3 Perform the thin layer chromatography TLC examina-
tion in accordance with Guide E 1422.

7.2.3.1 The comparison reference inks in the ink library
must have been extracted using the same solvent. If there is no
TLC plate in the ink library that meets this requirement,
prepare one in accordance with Guide E 1422 using the
appropriate solvent before proceeding.

7.2.4 First TLC Interpretation:
7.2.4.1 Samples of ink with qualitatively different colorant

compositions can be easily distinguished by comparison of the
characteristics described in Guide E 1422.

7.2.5 Comparison Against a Library of Standards:
7.2.5.1 Where comparison against a library of standards is

desired, the initial TLC analysis should be conducted on low
resolution type sheets/plates of the same type used to prepare
the TLC sheets/plates in the ink library.

7.2.5.2 Using the results of the light, ultraviolet (UV), and
infrared (IR) examinations (see 7.2.1) search the library for
samples known to produce these results. Physically compare
the questioned ink sample in situ with the dried ink samples
from the ink library. Note and record all ink library reference
samples that are consistent with the questioned ink at this
stage.

7.2.5.3 Physically compare the chromatogram of the ques-
tioned ink with the chromatograms of all the reference samples
in the ink library that were not eliminated in 7.2.5.2. Observe
the band colors, Rf separations, and fluorescence characteris-
tics. Note and record all ink library reference samples that are
consistent with the questioned ink at this stage.

7.2.5.4 Those reference samples that match at every level of
the examination are selected as possible matches in preparation
for the second TLC comparative examination.
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7.2.5.4.1 Reference samples from the ink library having
explicable differences should also be selected as possible
matches. Such over-selection of standard inks reduces the
possibility that a true match is not eliminated from consider-
ation. Explicable differences include characteristics arising
from diffusion of fluorescent components, differences in the
paper controls, differences in color due to fading either of the
inks or of the components on the TLC sheet/plate, solvent
depletion, or a combination of these and other factors.

7.2.6 Second TLC Analysis:
7.2.6.1 Begin a second TLC comparison between the ques-

tioned ink and the potential matches from the ink library. This
examination may further reduce the number of standard library
inks that could match the questioned ink.

NOTE 6—The TLC sheets/plates used at this stage should be very high
resolution. TLC sheets/plates that are high resolution are generally very
sensitive both to their surroundings and to development conditions. The
reproducibility within a plate is extremely good; however, plates should
not be inter-compared due to potential variations.

7.2.6.2 Remove a suitable amount of sample from each of
the reference ink samples in the ink library whose physical and
chemical TLC results are consistent with the questioned ink’s.
There may be many potential library matches at this stage of
the examination. Every potential match should be sampled.

7.2.6.3 Perform a TLC analysis in accordance with Guide
E 1422.

NOTE 7—Glass backed 60 angstrom size silica gel without fluorescent
indicator plates has been found to be satisfactory. Variations within plates
of the same type and manufacturer have been noted.

NOTE 8—Spot all inks and the paper control samples (blanks) on the
same plate. This is necessary based on the sensitivity of the high resolution
TLC plates. If more than one plate is needed (one 20 by 20 cm plate can
accept approximately 18 spots 2 to 3 mm wide) respot the questioned
ink(s) and paper control(s) on each additional plate.

7.2.7 Second TLC Interpretation:
7.2.7.1 Physically compare the chromatograms of the ques-

tioned and selected standard ink(s). Note and record the
consistencies in band colors, Rf values, and any fluorescence
characteristics. Also note and record any inconsistencies.

7.2.7.2 These comparative examinations between the ques-
tioned and standard inks provide the necessary information to
eliminate non-matching inks and to locate one or more
matching reference ink samples in the ink library (if any
matches are present).

8. Additional Analyses
8.1 To date, most forensic analyses of writing inks involve

thin layer chromatography. TLC provides a reproducible
method that allows for storage of standards and for subsequent
comparisons with unknowns. Sometimes, optical techniques
along with TLC are insufficient to narrow the field of possible
matches to a single reference sample in the ink library. The
previously described analysis methods are not by any means
the only techniques that can be used, nor are they represented
to be the best of all possible methods. Each examination should
be considered as an individual matter involving decisions
regarding the best method(s) of analysis. The analyst must use
the best analytical techniques available, be aware of advan-
tages and shortcomings and determine as many identification

criteria as necessary. If more information is needed regarding a
particular ink, the additional techniques listed in Guide E 1422
can be tried.

9. Reporting Conclusions
9.1 In reporting conclusions of comparative examinations

with an ink library, three necessary elements should be
included: (1) a listing of the examinations performed; (2) the
matches found; and (3) the conclusions drawn.

9.2 Examinations Performed—The report should include a
listing of the laboratory examinations conducted. This section
should discuss, but does not need to be limited to, the
techniques found in Sections 7 and 8.

9.2.1 Examples—“Optical (physical) and chemical exami-
nations were performed on the questioned ink from exhibit
(give exhibit designation) and the results were compared with
those from inks in our ink library. The examinations conducted
include (list examinations performed).”

NOTE 9—If the exhibit bears several questioned inks, the report should
state their location on the document and that the results of their individual
examination were compared with each other. The report should identify
questioned inks that are different from each other by sorting the ques-
tioned inks into distinct groups consisting of inks that match each other.

9.3 The Matching Standard Ink(s)—The cumulative set of
comparative examinations (see Sections 7 and 8) will deter-
mine the number of reference ink samples (if any) that match
a questioned ink. Depending on the level of analysis, a
questioned ink can be said to match one or more reference
samples in the ink library.

9.3.1 Differentiation:
9.3.1.1 If significant, reproducible, inexplicable differences

between the questioned ink sample and a reference sample are
found at any level of the physical, or chemical analyses, or
both, it may be concluded that the inks do not have a common
origin.

9.3.1.2 However, when inks give differing test results, the
possibility of batch-to-batch variation within an ink formula
must be considered; this kind of slight variation may be
detectable utilizing sophisticated instrumentation, generally
limited to FTIR, GC/MS, HPLC and/or XRF. The potential
influences of interfering factors that can alter the composition
of an ink sample must also be considered (see Section 5).

9.3.2 Matches—When the comparison of the questioned ink
sample and a reference sample by optical and chemical
analyses reveal no significant, reproducible, inexplicable dif-
ferences and there is significant agreement in all observable
aspects of the results, it may be concluded that the ink samples
match at that level of analysis and that the results of the
examination indicate that the ink samples are of the same
formula or of two similar formulas with the same
components.6The possibility that other analytical techniques
might be able to differentiate the samples should be considered.

NOTE 10—Each comparative examination has its own criteria for
determining if a match exists. These are determined by the examiner,
based on the examiner’s training and experience. Matching criteria should
not include inexplicable differences that are too vague (since this may
unnecessarily increase the number of matching possibilities) or too
specific (since this may eliminate an actual match).

NOTE 11—When a comparative examination yields no inexplicable
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differences, the items compared may be said to match or to be indistin-
guishable at that level of analysis. These terms are not synonymous with
the term similar, a term sometimes used for near matches where the results
are close but do not meet all the necessary criteria.

9.3.3 An important concern when reaching a conclusion
regarding ink matches is whether the matching inks are the
same to the exclusion of all other inks. The possibility that the
questioned ink matches an ink formula not in the ink library
must be assessed based on the experience of the examiner, who
evaluates the characteristics of the questioned ink, the exami-
nations performed, the comprehensiveness of the ink library,
and information from the ink manufacturer. Based on the above
cited factors, this possibility can range from highly probable to
extremely unlikely.

9.4 Single Library Match—The questioned ink matches
only one reference ink sample in ink library to the exclusion of
all other reference ink samples.

9.4.1 The matching reference ink sample must be the only
one in the library that matches (see 9.3.2) when compared by
each examination with the questioned ink sample.

9.4.2 Furthermore, it must be possible to differentiate (see
9.3.1) the questioned ink sample from each of the other
(nonmatching) reference ink samples in the library by at least
one comparison, thereby eliminating all other reference
samples in the ink library as a possible match for the
questioned ink.

9.4.3 In the absence of a unique component in the ink
formula or some other reason to discount the possibility that
the questioned ink may also match one or more additional inks
not in the ink library, conclusions should not be reported in
absolute terms as an identification, even though based on the
comprehensiveness of the standard ink library, the level of
examinations performed, and the characteristics determined,
this possibility can be remote.

9.4.3.1 Examples—“These findings suggest that the ques-
tioned ink matches only one standard reference ink from the
ink library.” Alternatively, “these findings suggest that the
matching standard ink is the only standard ink that could not be
eliminated as being, the questioned ink.” An equivalent state-
ment can be substituted.

9.4.4 If it is determined that the questioned ink sample
matches a reference sample that is unique, the report of the
findings and of the conclusions should reflect this.

9.4.4.1 Examples—“The questioned ink was found to
uniquely match a reference sample ink.” The conclusion
should also state that “The questioned ink is (identified as) the
matching standard ink.”

9.4.5 Depending on the information requested by the sub-
mitter, the report may include the ink manufacturer’s name; the
manufacturer’s designation for the formula; the first production
date and last production date; the area(s) of distribution; the
brand and type of pens using the formula. If a first commercial
production date of the questioned ink was requested, report that
the questioned ink matches a reference sample in the ink

library that was first manufactured on (state first production
date of the matching reference sample ink). Identification of
specific dyes, components, and ratios should be avoided as this
information may be considered proprietary to the manufac-
turer.

9.5 Multiple Library Match—The questioned ink matches a
group of two or more reference ink samples in the ink library
to the exclusion of all other reference ink samples outside the
group.

9.5.1 The matching reference ink samples must be the only
ones in the library that match (see 9.3.2) when compared by
each examination with the questioned ink sample.

9.5.2 Furthermore, it must be possible to differentiate (see
9.3.1) the questioned ink sample from each of the other
(nonmatching) reference ink samples in the library by at least
one comparison, thereby eliminating all other reference
samples as a possible match for the questioned ink.

9.5.3 Conclusions should be reported in a manner similar to
a single library match (see 9.5.3), while reflecting the multiple
matches found.

9.5.3.1 Example—“These findings suggest that the ques-
tioned ink is one of these matching standard inks or another ink
with the same determined characteristics.”

9.5.4 Reporting these findings may also include informa-
tional items regarding the inks (see 9.5.3). If a first commercial
production date of the questioned ink was requested, then it is
necessary to report the earliest first production date found
within the group of matching reference samples. As noted
above, no information should be reported that may be deemed
proprietary to the manufacturer.

9.6 No Match—The questioned ink does not match any
reference samples of ink in the ink library.

9.6.1 Inability to find a matching reference sample in the ink
library could be due to one or more of several causes: The ink
formula of the questioned ink sample exists outside of the
library; but a reference sample of that ink formula is not in the
ink library. A reference sample of the ink formula is in the ink
library but does not match the questioned ink sample because
of significant batch to batch variations in the manufacturing
process. The questioned ink sample has changed to the point
that it no longer will match a reference sample of the same ink
formula in the library.

9.6.2 The report can list some of the possible reasons for
these results.

9.6.2.1 Examples—“The questioned ink was not found to
match any reference sample ink in the ink library. The
questioned ink’s appearance and characteristics may have
changed (have been altered) due to storage conditions, con-
tamination, etc. Another possibility is that the questioned ink
may be one that is not in the ink library.”

10. Keywords
10.1 forensic sciences; ink identification; questioned

documents

E 1789 – 04

5



ASTM International takes no position respecting the validity of any patent rights asserted in connection with any item mentioned
in this standard. Users of this standard are expressly advised that determination of the validity of any such patent rights, and the risk
of infringement of such rights, are entirely their own responsibility.

This standard is subject to revision at any time by the responsible technical committee and must be reviewed every five years and
if not revised, either reapproved or withdrawn. Your comments are invited either for revision of this standard or for additional standards
and should be addressed to ASTM International Headquarters. Your comments will receive careful consideration at a meeting of the
responsible technical committee, which you may attend. If you feel that your comments have not received a fair hearing you should
make your views known to the ASTM Committee on Standards, at the address shown below.

This standard is copyrighted by ASTM International, 100 Barr Harbor Drive, PO Box C700, West Conshohocken, PA 19428-2959,
United States. Individual reprints (single or multiple copies) of this standard may be obtained by contacting ASTM at the above
address or at 610-832-9585 (phone), 610-832-9555 (fax), or service@astm.org (e-mail); or through the ASTM website
(www.astm.org).

E 1789 – 04

6



Exhibit 13

Declaration of Larry F. Stewart






























































