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(57) ABSTRACT 
A finely-divided toner composition comprising a ther 
moplastic vinyl resin and a surface active additive se 
lected from the group consisting of fluorinated surfac 
tants. The toner composition possesses controlled tribo 
electric charging properties while its other bulk proper 
ties remain unaffected. Developer compositions and 
electrostatographic imaging processes are also dis 
closed. 
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METHOD OF USINGELECTROSTATOGRAPHIC 
TONER COMPOSITION WITH SURFACTANT 

This application is a divisional application of copend 
ing application Ser. No. 773,083, filed on Feb. 28, 1977, 
now U.S. Pat. No. 4,139,483. 

BACKGROUND OF THE ENVENTION 

This invention relates to imaging systems, and more 
particularly, to improved xerographic developing mate 
rials, their manufacture and use. 
The formation and development of images on the 

surface of photoconductor materials by electrostatic 
means is well known. The basic xerographic process, as 
taught by C. F. Carlson in U.S. Pat. No. 2,297,691, 
involves placing a uniform electrostatic charge on a 
photoconductive insulating layer, exposing the layer to 
a light-and-shadow image to dissipate the charge on the 
areas of the layer exposed to the light and developing 
the resulting latent electrostatic image by depositing on 
the image a finely divided electroscopic material re 
ferred to in the art as "toner'. The toner will normally 
be attracted to those areas of the layer which retain a 
charge, thereby forming a toner image corresponding 
to the latent electrostatic image. This powder image 
may then be transferred to a support surface such as 
paper. The transferred image may subsequently be per 
manently affixed to the support surface as by heat. In 
stead of latent image formation by uniformly charging 
the photoconductive layer and then exposing the layer 
to a light-and-shadow image, one may form the latent 
image by directly charging the layer in image configu 
fation. The powder image may be fixed to the photo 
conductive layer if elimination of the powder image 
transfer step is desired. Other suitable fixing means such 
as solvent or overcoating treatment may be substituted 
for the foregoing heat fixing steps. 

Several methods are known for applying the electro 
Scopic particles to the latent electrostatic image to be 
developed. One development method, as disclosed by 
E. N. Wise in U.S. Pat. No. 2,618,552, is known as "cas 
cade" development. In this method, a developer mate 
rial comprising relatively large carrier particles having 
finely divided toner particles electrostatically coated 
thereon is conveyed to and rolled or cascaded across 
the electrostatic latent image bearing surface. The com 
position of the carrier particles is so selected as to tribo 
electrically charge the toner particles to the desired 
polarity. As the mixture cascades or rolls across the 
image bearing surface, the toner particles are electro 
statically deposited and secured to the charged portion 
of the latent image and are not deposited on the un 
charged or background portions of the image. Most of 
the toner particles accidentally deposited in the back 
ground are removed by the rolling carrier, due appar 
ently, to the greater electrostatic attraction between the 
toner and the carrier than between the toner and the 
discharged background. The carrier and excess toner 
are then recycled. This technique is extremely good for 
the development of line copy images. 
Another method of developing electrostatic images is 

the "magnetic brush" process as disclosed, for example, 
in U.S. Pat. No. 2,874,063. In this method, a developer 
material containing toner and magnetic carrier particles 
are carried by a magnet. The magnetic field of the mag 
net causes alignment of the magnetic carrier into a 
brush-like configuration. This "magnetic brush" is en 

5 

25 

30 

35 

40 

45 

55 

60 

65 

2 
gaged with the electrostatic image-bearing surface and 
the toner particles are drawn from the brush to the 
latent image by electrostatic attraction. 

Still another technique for developing electrostatic 
latent images is the "powder cloud' process as dis 
closed, for example, by C. F. Carlson in U.S. Pat. No. 
2,221,776. In this method, a developer material compris 
ing electrically charged toner particles in a gaseous 
fluid is passed adjacent the surface bearing the latent 
electrostatic image. The toner particles are drawn by 
electrostatic attraction from the gas to the latent image. 
This process is particularly useful in continuous tone 
development. 
Other development methods such as "touchdown" 

development as disclosed by R. W. Gundlach in U.S. 
Pat. No. 3,166,432 may be used where suitable. 
Thus, it is apparent that the toner material must be 

capable of accepting a charge of the correct polarity 
when brought into rubbing contact with the surface of 
carrier materials in cascade, magnetic brush or tough 
down development systems. Some resinous materials 
which possess many properties which would be desir 
able in xerographic toners dispense poorly and cannot 
be used in automatic copying and duplicating machines. 
Other resins dispense well but form images which are 
characterized by low density, poor resolution, or high 
background. Further, some resins are unsuitable for 
processes where electrostatic transfer is employed. 
Since most toner materials are deficient in one or more 
of the above areas, there is a continuing need for im 
proved toners and developers. 

SUMMARY OF THE INVENTION 

It is, therefore, an object of this invention to provide 
a toner overcoming the above noted deficiencies. 

It is another object of this invention to provide a 
toner which is resistant to film formation when em 
ployed in conventional xerographic copying and dupli 
cating devices. 

It is another object of this invention to provide a 
xerographic toner which forms images having reduced 
background. 

It is another object of this invention to provide a free 
flowing toner which is resistant to agglomeration. 

It is another object of this invention to provide a 
xerographic toner which has improved triboelectric 
properties. 

It is another object of this invention to provide a 
xerographic toner which forms high resolution images. 

It is another object of this invention to provide a 
xerographic toner which is resistant to mechanical attri 
tion during the development process. 

It is another object of this invention to provide a 
xerographic toner having improved electrostatic trans 
fer characteristics. 

It is another object of this invention to provide a 
toner and developer having physical and chemical 
properties superior to those of known toners and devel 
opers. 
The above objects and others are accomplished by 

providing a finely divided toner composition compris 
ing a colorant, a thermoplastic resin, and a surface ac 
tive additive which is capable of providing a desired 
polarity and magnitude of triboelectric charging poten 
tial to the toner composition. In addition to providing 
the aforementioned triboelectric properties to the toner 
compositions of this invention, the surface active addi 
tive also provides toner compositions which have anti 
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stick or low surface energy properties thereby minimiz 
ing their filming on carrier particles such as by impac 
tion thereon, and which also have improved triboelec 
trostatic transfer properties. 

In accordance with this invention, the surface active 
additive is dispersed in rather than coated on a toner the 
toner material. In preparation of the toner compositions 
of this invention, it is preferred that the resin compo 
nents be melted or dissolved followed by the addition of 
the colorant and the surface active additive thereto, the 
components thoroughly mixed to yield a uniform mix 
ture of the additive in the thermoplastic resin body. The 
resulting mixed composition is then spray-dried to yield 
toner particles having an average particle size of less 
than about 30 microns, preferably in the range of about 
7 to 12 microns. In this fashion, the surface active addi 
tive is part of the toner material perse, however, due to 
its low surface energy properties, the surface active 
additive generally resides at or near the surface of the 
toner particles. 
The suface active additives of this invention are se 

lected from highly fluorinated materials. These highly 
fluorinated materials are fluorochemical surface active 
agents, also known as fluorochemical surfactants and 
comprise ionic solubilizing groups linked to highly 
branchedperfluoro groups. Typical compositions in 
clude ammonium perfluoroalkyl sulfonates, potassium 
perfluoroalkyl sulfonates, potassium fluorinated alkyl 
carboxylates, and ammonium perfluoroalkyl carboxyl 
ates. These compositions are commercially available 
under the tradename Monflor available from CAmer 
ica, Zonyl from E. I. duPont, and Fluorad from 3M. 
These materials contain anionic, cationic, or nonionic 
groups providing a wide rage of surface active behav 
ior. They are extremely active and in concentrations of 
as low as 0.1% are available to reduce the surface ten 
sion of polymers to values as low as 20 dynes/cm. These 
surface active additives, by virtue of their low surface 
energy or the extent of their compatibility or association 
with the polymer matrix, will preferentially reside close 
to the polymer-air interface, so long as thermodynamic 
equilibrium is allowed to occur within the processing 
time period. The concentration required for modifica 
tion of polymer surface properties such as triboelectric 
charging is extremely low so that other bulk properties, 
such as impaction and fusing, of the toner composition 
are not adversely affected. 

Satisfactory results may be obtained with surface 
active additives such as monomers and polymers con 
taining ionic groups, for example, tetrahepty ammo 
nium bromide, neutralized acrylic acid or vinyl pyridine 
containing copolymers, and silicones. However, the 
preferred surface active additives of this invention are 
the aforementioned fluorinated surfactants containing a 
cationic or anionic group because when present in small 
quantities such as 0.01 to 0.05% by weight of the toner 
composition, the additive will cause a toner material to 
triboelectrically charge positively relative to a metallic 
carrier material such as uncoated steel particles. With 
out the surface active additive in the toner composition, 
the toner material charges negatively with the de 
scribed carrier material. In the open literature, it is well 
known that fluorinated materials always provide nega 
tive triboelectric charging properties. Invariably, these 
materials are at the most negative end of any triboelec 
tric series. Thus, it is unexpected to employ fluorinated 
materials as surface active additives in toner materials 
and obtain toner compositions which charge positively 
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4. 
relative to steel carrier particles. Although it is not fully 
understood as to the reasons for this unexpected finding, 
it is believed that it is the low surface energy of the 
fluorine component of the fluorinated surface active 
additive which enables its concentration in the subsur 
face layers of the toner material, and that the triboelec 
tric charging properties of the toner material are domi 
nated by the ionic group of the fluorinated suface active 
additive. It has been found that ionic groups which are 
cationic or anionic provide modified toner composi 
tions which generate positive triboelectric charges, 
whereas where the ionic group is nonionic the toner 
compositions generate negative triboelectric charges. In 
addition, whether or not ionic fluorinated surface active 
additives provide positive or negative triboelectric 
charging properties to a toner composition has been 
found to depend on the given process employed in 
preparing the toner compositions. That is, where toner 
preparation by spray-drying is employed, the surface 
active additive will provide a positive triboelectric 
charging potential to the toner particles. This may be 
due to the conflict in the direction of charging polarity, 
that is, negative or positive, where the fluorine compo 
nent has a tendency to charge to a negative polarity 
whereas the ionic component has a tendency to charge 
to a positive polarity. In the toner compositions of this 
invention, the triboelectric charging results obtained 
are a critical function of the toner preparation process. 
Thus, by spray-drying the toner compositions of this 
invention, the troboelectric charging forces of the ionic 
component of the fluorinated surface active additive 
predominate resulting in a net positive triboelectric 
charge in toner compositions containing a fluorinated 
material. 
The toner compositions of this invention may contain 

from about 0.001 percent to about 0.5 percent by 
weight, based on the weight of the toner composition, 
of the surface active additive. Preferably, the toner 
compositions of this invention contain from about 0.01 
percent to about 0.2 percent by weight of the surface 
active additive because the desired polarity and magni 
tude of triboelectric charging potential are achieved. 
Optimum results are obtained when the toner composi 
tions of this invention contain from about 0.03 percent 
to about 0.06 percent by weight, based on the weight of 
the toner composition, of the surface active additives of 
this invention. Further, the toner compositions of this 
invention provide reduced impaction onto carrier parti 
cles thereby extending carrier particle life. 
Any suitable resin having a melting point of at least 

about 110' F. may be employed in the toners of this 
invention. Preferably, the resin is a vinyl resin which 
may be a homopolymer or a copolymer of two or more 
vinyl monomers. Typical monomeric units which may 
be employed to form vinyl polymers include: styrene, 
p-chlorostyrene, vinyl naphthalene; ethylenically unsat 
urated mono-olefins such as ethylene, propylene, butyl 
ene, isobutylene and the like; vinyl esters such as vinyl 
chloride, vinyl bromide, vinyl fluoride, vinyl acetate, 
vinyl propionate, vinylbenzoate, vinyl butyrate and the 
like; esters of alphamethylene aliphatic monocarboxylic 
acids such as methyl acrylate, ethyl acrylate, n-butyla 
crylate, isobutyl acrylate, dodecyl acrylate, n-octyl 
acrylate, 20 chlorethyl acrylate, phenyl acrylate, me 
thylalpha-chloroacylate, methyl methacrylate, ethyl 
methacrylate, butyl methacrylate and the like, acryloni 
trile, methacrylonitrile, acrylamide, vinyl ethers such as 
vinyl methyl ether, vinyl isobutyl ether, vinyl ethyl 
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ether, and the like; vinyl ketones such as vinyl methyl 
ketone, vinyl hexyl ketone, methyl ispropenylketone 
and the like; vinylidene halides such as vinylidene chlo 
ride, vinylidene chloro-fluoride and the like; and N 
vinyl compounds such as N-vinyl pyrrole, N-vinyl car 
bazole, N-vinyl indole, N-vinyl pyrrollidene and the 
like; and mixtures thereof. Generally, suitable resins 
employed in the toner have a weight average molecular 
weight between about 3,000 to about 500,000. 
Toner resins containing a relatively high percentage 

of a styrene resin are preferred. The presence of a sty 
rene resin is preferred because a greater degree of image 
definition is achieved with a given quantity of additive 
material. Further, denser images are obtained when at 
least about 25 percent by weight, based on the total 
weight of resin in the toner, of a styrene resin is present 
in the toner. The styrene resin may be a homopolymer 
of styrene or styrene homologues or copolymers of sty 
rene with other monomeric groups containing a single 
methylene group attached to a carbon atom by a double 
bond. Thus, typical monomeric materials which may be 
copolymerized with styrene by addition polymerization 
include: p-chlorostyrene; vinyl naphthalene; ethyleni 
cally unsaturated mono-olefins such as theylene, propy 
lene, butylene, isobutylene and the like; vinyl esters 
such as vinyl chloride, vinyl bromide, vinyl fluoride, 
vinyl acetate, vinyl propionate, vinyl benzoate, vinyl 
butyrate and the like; esters of alphamethylene aliphatic 
monocarboxylic acids such as methyl acrylate, ethyl 
acrylate, n-butylacrylate, isobutyl acrylate, dodecyl 
acrylate, n-octyl acrylate, 2-chlorethyl acrylate, phenyl 
acrylate, methyl-alpha-chloroacrylate, methyl methac 
rylate, ethyl methacrylate, butyl methacrylate and the 
like; acrylonitrile, methacrylonitrile, acrylamide, vinyl 
ethers such as vinyl methyl ether, vinyl isobutyl ether, 
vinyl ethyl ether, and the like; vinyl ketones such as 
vinyl methyl ketone, vinyl hexyl ketone, methyl isopro 
penyl ketone and the like; vinylidene halides such as 
vinylidene chloride, vinylidene chlorofluoride and the 
like; and N-vinyl compounds such as N-vinyl pyrrole, 
N-vinyl carbazole, N-vinyl indole, N-vinyl pyrrollidene 
and the like; and mixtures thereof. The styrene resins 
may also be formed by the polymerization of mixtures 
of two or more of these unsaturated monomeric materi 
als with a styrene monomer. The expression "addition 
polymerization" is intended to include known polymer 
ization techniques such as free radical, anionic and cati 
onic polymerization processes. 
The resins, including styrene type resins, may also be 

blended with one or more other resins if desired. When 
the resin is blended with another resin, the added resin 
is preferably a vinyl resin because the resulting blend is 
characterized by especially good triboelectric stability 
and uniform resistance against physical degradation. 
The toner resins employed for blending with the sty 
rene type or other vinyl resin may be prepared by the 
addition polymerization of any suitable monomer such 
as the vinyl monomers described above. Thus, other 
thermoplastic resins which may be blended with the 
toner resins of this invention include nonvinyl types 
such as rosin modified phenol formaldehyde resins, oil 
modified epoxy resins, polyurethane resins, cellulosic 
resins, polyether resins and mixtures thereof. The toner 
resin may have a single or bimodal molecular weight 
distribution, and it may be at least partially crosslinked. 
When the resin component of the toner contains styrene 
copolymerized with another unsaturated monomer or a 
blend of polysturene and another resin, a styrene com 
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6 
ponent of at least about 25 percent by weight, based on 
the total weight of the resin present in the toner is pre 
ferred because denser images are obtained and a greater 
degree of image definition is achieved with a given 
quantity of additive materials. 
The combination of the resin component, colorant 

and additive, whether the resin component is a homo 
polymer, copolymer or blend, should have a blocking 
temperature of at least about 110' F. and a melt viscos 
ity of less than about 2.5;33 10-poise at temperatures 
up to about 450 F. When the toner is characterized by 
a blocking temperature less than about 110' F. the toner 
particles tend to agglomerate during storage and ma 
chine operation and also form undesirable firms of the 
surface of reusable photoreceptors which adversely 
affect image qualtity. If the melt viscosity of the toner is 
greater than about 2.5X 10 poise at temperatures 
above about 450 F., the toner material of this invention 
does not adhere properly to a receiving sheet even 
under conventional xerographic machines fusing condi 
tions and may easily be removed by rubbing. 
Any suitable pigment or dye may be employed as the 

colorant for the toner particles, Toner colorants are 
well known and include, for example, carbon black, 
nigrosine dye, aniline blue, Calco Oil Blue, chrome 
yellow, ultra marine blue, duPont Oil Red, Quinoline 
Yellow, methylene blue chloride, phthalocyanine blue, 
Malachite Green Oxalate, lamp black, Rose Bengal and 
mixtures thereof. The pigment of dyes should be present 
in the toner in a quantity sufficient to render it highly 
colored so that it will form a clearly visible image on a 
recording member. Thus, for example, where conven 
tional xerographic copies of typed documents are de 
sired, the toner may comprise a black pigment such as 
carbon black or a black dye such as Amaplast Black 
dye, available from National Aniline Products, Inc. 
Preferably, the pigment is employed in an amount from 
about 3 percent to about 20 percent, by weight, based 
on the total weight of the colored toner. If the toner 
colorant employed is a dye, substantially smaller quanti 
ties of colorant may be used. 
The toner compositions of the present invention are 

prepared by spray-drying the ingredients to the desired 
particle size. In addition, where desired, the toner com 
positions of this invention may be spray-dried followed 
by attrition to reduce the particle size. 
When the toner mixtures of this invention are to be 

employed in a magnetic brush development process, the 
toner should have an average particle size of less than 
about 30 microns and preferably between about 4 and 
about 20 microns for optimum results. For use in pow 
der cloud development methods, particle diameters of 
slightly less than 1 micron are preferred. 

Suitable coated and uncoated carrier materials for 
electrostatographic development are well known in the 
art. The carrier particles may comprise any suitable 
solid material, provided that the carrier particles ac 
quire a charge having an opposite polarity to that of the 
toner particles when brought in close contact with the 
toner particles so that the toner particles adhere to and 
surround the carrier particles. In accordance with this 
invention, the carrier particle is selected so that the 
toner particles acquire a positive charge and the carrier 
particles acquire a negative triboelectric charge. Thus, 
the materials for the carrier particles are selected in 
accordance with their triboelectric properties in respect 
to the electroscopic toner so that when mixed or 
brought into mutual contact, the toner component of 
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the developer is charged positively, and the carrier 
component is charged negatively. By proper selection 
of developer materials in accordance with their tribo 
electric properties, the polarities of their charge when 
mixed are such that the electroscopic toner particles 
adhere to and are coated on the surfaces of carrier parti 
cles and also adhere to that portion of the electrostatic 
image-bearing surface having a greater attraction for 
the toner than the carrier particles. Typical carriers 
include sodium chloride, ammonium chloride, alumi 
num potassium chloride, Rochelle salt, sodium nitrate, 
aluminum nitrate, potassium chlorate, granular zircon, 
granular silicon, methyl methacrylate, glass, silicon, 
dioxide, nickel, steel, iron, ferrites and the like. The 
carriers may be employed with or without a coating, 
they may be partially coated with a polymer, or may be 
at least partially oxidized. Many of the foregoing and 
other typical carriers are described by L. E. Walkup et 
al. in U.S. Pat. No. 2,638,416 and E. N. Wise in U.S. Pat. 
No. 2,618,552. An ultimate carrier particle diameter 
between about 50 microns to about 1,000 microns is 
preferred because the carrier particles than possess suf 
ficient density and inertia to avoid adherence to the 
electrostatic images during the development process. 
Adherence of carrier beads to electrostatographic 
drums is undesirable because of the formation of deep 
scratches on the surface during the imaging transfer and 
drum cleaning steps, particularly where cleaning is 
accomplished by a web cleaner such as the web dis 
closed by W. P. Graff, Jr. et al. in U.S. Pat. No. 
3, 186,838. Also print deletion occurs when carrier 
beads adhere to electrostatographic imaging surfaces. 
Generally speaking, satisfactory results are obtained 
when about 1 part toner is used with about 10 to 200 
parts by weight of carrier 
The toner compositions of the instant invention may 

be employed to develop electrostatic latent images on 
any suitable electrostatic latent image-bearing surface 
including conventional photoconductive surfaces. Well 
known photoconductive materials include vitreous sele 
nium, organic or inorganic photoconductors embedded 
in a non-photoconductive matrix, organic or inorganic 
photoconductors embedded in a photoconductive ma 
trix, or the like. Representative patents in which photo 
conductive materials are disclosed include U.S. Pat. No. 
2,803,542 to Ullrich, U.S. Pat. No. 2,970,906 to Bixby, 
U.S. Pat. No. 3, 121,006 to Middleton, U.S. Pat. No. 
3,121,007 to Middleton and U.S. Pat. No. 3, 151,982 to 
Corrsin. 

In the following examples, the relative triboelectric 
values generated by contact of carrier beads with toner 
particles is measured by means of a Faraday Cage. The 
device comprises a brass cylinder having a diameter of 
about one inch and a length of about one inch. A 100 
mesh screen is positioned at each end of the cylinder. 
The cylinder is weighed, charged with about 0.5 gram 
mixture of carrier and toner particles and connected to 
ground through a capacitor and an electrometer con 
nected in parallel. Dry compressed air is then blown 
through the brass cylinder to drive all the toner from 
the carrier. The charge on the capacitor is then read on 
the electrometer. Next, the chamber is reweighted to 
determine the weight loss. The resulting data is used to 
calculate the toner concentration and the charge in 
microcoulombs per gram of toner. Since the triboelec 
tric measurements are relative, the measurements 
should, for comparative purposes, be conducted under 
substantially identical conditions. 
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8 
DESCRIPTION OF PREFERRED 

EMBODIMENTS 

The following examples further define, describe and 
compare methods of preparing the toner materials of 
the present invention and of utilizing them to develop 
electrostatic latent images. Parts and percentages are by 
weight unless otherwise indicated. 

Example I 
A control toner material is prepared comprising 

about 90 parts of resin components comprising about 65 
parts by weight of styrene and 35 parts by weight of 
butyl methacrylate. After dissolving in acetone and 
preliminary mixing, about 10 parts of carbon black as a 
colorant is added to the solution and thoroughly mixed 
to yield a uniformly dispersed composition. The result 
ing mixture is spray-dried to yield toner particles having 
an average particle size of about 10 microns. The toner 
particles are then placed in a vacuum oven at about 30 
C. to remove residual solvent. About 1 part by weight 
of the dried toner particles was mixed with about 99 
parts by weight of steel carrier particles having an aver 
age diameter of about 100 microns. The resulting devel 
oper mixture was mixed for about 60 minutes after 
which it was evaluated for triboelectric charging re 
sponse pursuant to the aforementioned method. It was 
found that this toner material obtained a triboelectric 
charge of about -15.0 microcoulombs per gram of 
toler. 

EXAMPLE II 

A toner composition was prepared as in Example I 
except that about 0.05 parts by weight based on the 
weight of the toner composition of a surface active 
additive consisting of Zonyl FSC (a cationic fluorinated 
surfactant) available from E. I. DuPont was added to 
the resin and colorant components while they were in 
dispersion and mixed therewith. The resulting mixture 
was spray-dried as in Example I to yield toner particles 
having an average particle size of about 10 microns. The 
toner particles were further dried as in Example I. 
About 1 part by weight of the dried toner particles was 
mixed with about 99 parts by weight of steel carrier 
particles as in Example I. The resulting developer mix 
ture was mixed for about 60 minutes after which it was 
evaluated for triboelectric charging response as in Ex 
ample I. It was found that this toner material generated 
a triboelectric charge of about --20.0 micro-coulombs 
per gram of toner. 

Example III 
A toner composition was prepared as in Example II 

except that the Zonyl FSC therein was replaced with 
about 0.05 parts by weight of a surface active additive 
consisting of Zonyl FSP (an anionic fluorinated surfac 
tant) available from E. I. DuPont. After spray-drying 
and further drying as in Example I, about 1 part of the 
toner particles was mixed with about 99 parts by weight 
of steel carrier particles as in Example I. The resulting 
developer mixture was mixed for about 60 minutes after 
which it was evaluated for triboelectric charging re 
sponse as in Example I. It was found that this toner 
material generated a triboelectric charge of about 
-- 15.0 micro-coulombs per gram of toner. 
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Example IV 
A toner composition was prepared as in Example II 

except that the Zonyl FSC therein was replaced with 
about 0.2 parts by weight of a surface active additive 
consisting of Zonyl FSP (an anionic fluorinated surfac 
tant) available from E. I. DuPont. After spray-drying 
and further drying as in Example I, about 1 part of the 
toner particles was mixed with about 99 parts by weight 
of steel carrier particles as in Example I. The resulting 
developer mixture was mixed for about 60 minutes after 
which it was evaluated for triboelectric charging re 
sponse as in Example I. It was found that this toner 
material generated a triboelectric charge of about 
--20.0 micro-coulombs per gram of toner. 
Although specific materials and conditions are set 

forth in the foregoing examples, these are merely in 
tended as illustrations of the present invention. Various 
other suitable thermoplastic toner resin components, 
additives, colorants, and development processes such as 
those listed above may be substituted for those in the 
example with similar results. Other materials may also 
be added to the toner or carrier to sensitize, synergize or 
otherwise improve the fusing properties or other desir 
able properties of the system. 
Other modifications of the present invention will 

occur to those skilled in the art upon a reading of the 
present disclosure. These are intended to be included 
within the scope of this invention. 
What is claimed is: 
1. An electrostatographic imaging process compris 

ing the steps of providing an electrostatographic imag 
ing member having a recording surface, forming an 
electrostatic latent image on said recording surface, and 
contacting said electrostatic latent image with a devel 
oper mixture comprising finely-divided toner particles 
electrostatically clinging to the surface of carrier parti 
cles having an average particle diameter of between 
about 50 microns and about 1,000 microns, said toner 
particles comprising a colorant, a thermoplastic resin, 
and a surface active additive dispersed in said toner 
particles, said surface active additive being capable of 
providing a positive triboelectric charging potential to 
said toner particles, said surface active additive being 
selected from highly fluorinated materials having an 
ionic group, said ionic group being selected from a 
cationic group and an anionic group, whereby at least a 
portion of said finely-divided toner particles is attracted 
to and deposited on said recording surface in confor 
mance with said electrostatic latent image. 

2. An electrostatographic imaging process in accor 
dance with claim 1 wherein said highly fluorinated 
materials comprise fluorinated surfactants. 

3. An electrostatographic imaging process in accor 
dance with claim 1 wherein said fluorinated surfactants 
comprise anionic surfactants. 

4. An electrostatographic imaging process in accor 
dance with claim 1 wherein said fluorinated surfactants 
comprise cationic surfactants. 
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5. An electrostatographic imaging process in accor 

dance with claim 1 wherein said surface active additive 
resides in subsurface layers of said toner particles. 

6. An electrostatographic imaging process in accor 
dance with claim 1 wherein said toner particles have an 
average particle size of less than about 30 microns. 

7. An electrostatographic imaging process in accor 
dance with claim 1 wherein said surface active additive 
is present in an amount of from about 0.001 percent to 
about 0.5 percent by weight based on the weight of said 
toner particles. 

8. An electrostatographic imaging process in accor 
dance with claim 1 wherein said colorant, said thermo 
plastic resin, and said surface active additive have been 
thoroughly mixed to yield a uniform mixture and then 
spray-dried to form said finely-divided toner particles. 

9. An electrostatographic imaging process compris 
ing the steps of providing an electrostatographic imag 
ing member having a recording surface, forming an 
electrostatic latent image on said recording surface, and 
contacting said electrostatic latent image with a devel 
oper mixture comprising finely-divided toner particles 
electrostatically clinging to the surface of carrier parti 
cles having an average particle diameter of between 
about 50 microns and about 1,000 microns, said toner 
particles comprising a colorant, a thermoplastic resin, 
and a surface active additive dispersed in said toner 
particles, said surface active additive being capable of 
providing a positive triboelectric charging potential to 
said toner particles, said surface active additive being 
selected from highly fluorinated materials having an 
ionic group, said ionic group being selected from a 
cationic group and an anionic group, said toner particles 
having been prepared by dissolving said thermoplastic 
resin and thoroughly mixing said colorant, said thermo 
plastic resin and said surface active additive to yield a 
uniform mixture which is then spray-dried to form said 
finely-divided toner particles, whereby at least a portion 
of said finely-divided toner particles is attracted to and 
deposited on said recording surface in conformance 
with said electrostatic latent image. 

10. An electrostatographic imaging process compris 
ing the steps of providing an electrostatographic imag 
ing member having a recording surface, forming an 
electrostatic latent image on said recording surface, and 
contacting said electrostatic latent image with a devel 
oper mixture comprising finely-divided toner particles 
electrostatically clinging to the surface of carrier parti 
cles having an average particle diameter of between 
about 50 microns and about 1,000 microns, said toner 
particles comprising a colorant, a thermoplastic resin, 
and a surface active additive dispersed in said toner 
particles, said surface active additive being capable of 
providing a positive triboelectric charging potential to 
said toner particles, said surface active additive being 
selected from monomers and polymers containing ionic 
groups consisting of tetrahepty ammonium bromide, 
neutralized acrylic acid, and vinyl pyridine, whereby at 
least a portion of said finely-divided toner particles is 
attracted to and deposited on said recording surface in 
conformance with said electrostatic latent image. 
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