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ABSTRACT 

A method and/or system and/or apparatus for a molecular 
based FET device (an m-FET) uses charge storing molecules 
(120) betWeen a gate (110) and channel (105) of an FET-type 
transistor. Further embodiments describe fabrication meth 
ods for using combinations of standard practices in lithog 
raphy and synthetic chemistry and novel elements. 

Charge 
Storage 
Molecules 
and 
associated 
components 

Source/Drain 
m Isolation 

Source/Drain I»; Electrolyte 



Patent Application Publication Mar. 24, 2005 Sheet 1 of 10 US 2005/0062097 A1 

Control Gate m 

cco J- __> Electrolyte-Molecule Dipole Capacitance 

ELULUHIIIHI |||||||||||| I“ Charge Storage Molecule(s)_1_2§ 
_I_ Cc ‘I: CD a 

Source 10 Channel 1315 Drain m; 

0 S 

Substrate 100 

Ml 

control gate 

control-gate spacer 

charge-storage molecule 

channel linker 140 

channel 1-0 



Patent Application Publication Mar. 24, 2005 Sheet 2 0f 10 US 2005/0062097 A1 

IDS Written Erased 
Linear ' Q =0 

Ins 
. ‘All 

V 
Vcc-nm CG vCG-Rud 

FIG. 3 

Linker-Double Layer Barrier Molecule m 

'\ T /' Linker Stored 

m‘ -—-\~ 

l 
Counter Eleclrode T 

Si -Surface 
Working-Electrode ES 

SSE Write 

Erase 

FIG. 4 



Patent Application Publication Mar. 24, 2005 Sheet 3 of 10 US 2005/0062097 A1 

Charge 
Stora 
Mole s 
and 
associated 
components 

III I II ' 

gnu!!! Source/Dram “ y 

m Isolation 

' Source/Drain Electrolyte 

FIG. 5 



Patent Application Publication Mar. 24, 2005 Sheet 4 0f 10 US 2005/0062097 A1 

START: FABRICATING HYBRID TRANSISTOR 

start with substrate with appropriate regions, 
such as isolation regions 

t A2 
place one or more dummy materials on the wafer 

i A3 
remove dummy materials except generally from 

regions that will hold the CSM components 

~L A4 
place a conformal layer of a source-drain-spacer 

material 

i A5 
perform a directional etch on the conformal layer 

i A6 
create source and drain regions 

i A7 
coat wafer with an isolation layer of an 

apprgriate material 

‘L A8 
chemically and/or mechanically polish to expose 

a top portion of the dummy materials 

i A9 
remove dummy material to form a'void 

\L A10 
?ll void with the CSM and supporting materials at 

lower temperatures 



Patent Application Publication Mar. 24, 2005 Sheet 5 0f 10 US 2005/0062097 A1 

200 -Scanning Rate: 5 V/s 
-—E1— T0X = 1.25 nm 

1501-0“- TOX = 1.49 nm 

100 Tox = 1.82 nm 
-—V— Tox = 2.36 nm 

Cyclic Current Density [ pA/cm2 1 

'-1'.2 I -0'.s I -0'.4 ' 0:0 I 074 I 0:8 I 172 I 

Gate Voltage [Volt ] 
FIG. 7A 

1.2 . . . . 

i; 
s 1.1 - J,‘ _ 
m I‘ 

<- 1 ‘ v" ‘ 

g . ‘a,’ 
a 0.9 - I.’ - 

‘E 0.8 - I.’ - 

B ‘I’ 
g 0.7 - I - 

g I” 
‘E 0.6 - - 
l- ‘I’ 
s 0.5 I - 1 - 

1.4 1.6 1.8 2 2.2 2.4 

SiO2 Thickness (n m) 
FIG. 7B 



Patent Application Publication Mar. 24, 2005 Sheet 6 0f 10 US 2005/0062097 A1 

9 
P\"‘OH 

| OH 
Fe 

FIG. 8 



Patent Application Publication Mar. 24, 2005 Sheet 7 0f 10 US 2005/0062097 A1 

Phosphonate 
Porphyrin 

\Thin SiOz layer 
Thickness varied from 1.0 
2.5 nm 

FIG. 9 

Self-Assembled Porphyrins 

Source Drain 

Channel 

FIG] 0 



Patent Application Publication Mar. 24, 2005 Sheet 8 0f 10 US 2005/0062097 A1 

wl Molecules 4nm 

-51o" _ / 
2 ,6 4 
I.’ '1 1° ' MinimalShl?inV 
C ' with successive 

24.5 10'; - sweeps 
L 

5 -s 
O -210 - 

.5 
32.610‘6 _ 
O .6 No Molecules 

-310 - 

4.510‘ . 1 
-6, -1 0 

Gate Voltage (V) 
FIGJIA 

wl Molecules 
0 _ 

A -5 10'7 - 

S. 
H -1 10'6 - 

c 4% 
21.5 10 - 
I- e 

= -2 10' - 
0 

52.5106 - 
E -6 
Q '3 10 _ No Molecules ' 

-3.5 10'6 - _ 

-4 10'6 | L l J 
—4 -3 -2 -1 0 1 

G ate Voltage (V) 
FIG.11B 



Patent Application Publication Mar. 24, 2005 Sheet 9 0f 10 US 2005/0062097 A1 

Hysteresis observed in Example PMOS M-FETs 
I.00E-09 

(LOOE‘OO - 

-1.00E-09 w 

.00E-D9 - Drain Current (Amps) 
‘I | u 

-di1 -3.1 ~21 -l.1 

Gate Voltage (V) 

FIG.I2 



Patent Application Publication Mar. 24, 2005 Sheet 10 0f 10 US 2005/0062097 A1 

206 220 

{205 f K208 / 
4'25” ’-221 

Processor Operating Molecular Visual / 
(CPU) System (OS) Memory Display 

/-26° '-222 
Application Selection 1 
Program(s) Device 

GUI 

k210 K200 
M 

Communication 
Medium 

709 

FIG. 14 



US 2005/0062097 A1 

METHOD AND SYSTEM FOR MOLECULAR 
CHARGE STORAGE FIELD EFFECT 

TRANSISTOR 

STATEMENT AS TO RIGHTS TO INVENTIONS 
MADE UNDER FEDERALLY SPONSORED 

RESEARCH AND DEVELOPMENT 

[0001] This invention Was made With government support 
under Grant Number N00014-99-1-0357 from the Office of 
Naval Research. The Government of the United States of 
America may have certain rights in the invention. 

FIELD OF THE INVENTION 

[0002] The present invention relates to electronic circuits 
and applications and method of manufacture thereof. More 
speci?cally, the invention relates to a hybrid transistor 
circuit incorporating charge storage molecules. 

BACKGROUND OF THE INVENTION 

[0003] The discussion of any Work, publications, sales, or 
activity anyWhere in this submission, including in any 
documents submitted With this application, shall not be 
taken as an admission by the inventors that any such Work 
constitutes prior art. The discussion of any activity, Work, or 
publication herein is not an admission that such activity, 
Work, or publication Was knoWn in any particular jurisdic 
tion. 

[0004] The great majority of electronic devices in use 
today employ solid-state transistors as a chief building 
block. In digital devices, and in many analog devices, these 
transistors are ?eld-effect transistors (FETs) of various types 
and used in various con?gurations. 

[0005] One important goal in the development of elec 
tronic devices is miniaturiZation. The smaller the individual 
transistor device, the more complex and poWerful the elec 
tronic circuit that can be constructed in a given area. 
HoWever, an alternative to miniaturiZation is multi-mode 
operation. Thus, if a transistor With just tWo state operation 
is replaced With a transistor With four or eight state opera 
tion, even of the same siZe, again more complex and highly 
functional circuits can be constructed in a given region. 

[0006] A further goal in the development of electronic 
devices is devices that can retain state When poWer is OFF. 
This is particularly true for devices such as memory ele 
ments used in cell-phones. A device Widely used in such 
appliances is FLASH memory. FLASH memory, as knoWn 
in the art, commonly employs one or more ?oating gate 
FETs to hold charge. 

[0007] HoWever, there are at least tWo draWbacks to 
commonly used FLASH memories. One is that current 
manufacturing technologies are expected to provide limited 
ability to shrink memory cells, thereby limiting memory 
density. The other is that many FLASH memory designs 
require high-poWer (as much as 15 V) to Write to the 
memory. 

[0008] Multibit storage has been proposed for various 
types of FLASH memory cells in order to increase memory 
density. HoWever, most current approaches have been 
accompanied by many problems, such as: (1) limited pre 
cision in reading, i.e., the inability to detect the current With 
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su?iciently high accuracy and high speed; (2) inaccurate 
Writing, i.e., the inability to place the right amount of charge 
on the ?oating gate to obtain the target VT (threshold 
voltage) value; (3) unreliability due to lack of maintenance 
of adequate spacing betWeen adjacent stored levels in a 
memory cell for su?iciently long time intervals. 

[0009] In a conventional FLASH, the threshold voltage 
depends analogically on the amount of charge stored in the 
?oating gate and hence the IDS can be changed over a large 
range of values. In such devices, if multiple bits are desired, 
the AIDS betWeen states becomes smaller Which in turn 
makes the sensing and Writing prone to errors. To avoid this 
problem, the AIDS betWeen bits can be increased; hoWever, 
this is generally at the cost of higher voltages, Which can 
degrade reliability and make devices more difficult to oper 
ate. 

[0010] Single-electron memories have recently been 
investigated for replacement of DRAM memories. These 
devices consist of a transistor Where small metal or semi 
conductor islands are placed in the SiO2 matrix. These 
islands exhibit coulomb blockade oscillations and can there 
fore be used as multi-value memories. Although several 
single-electron memory approaches have been reported, 
they all require that the islands be in the nanoscale regime 
in order to observe oscillations. Because all the reported 
devices are fabricated using non-manufacturable shrinking 
techniques, they all suffer from non-reproducibility, oWing 
to the variation in the island siZe from device to device. The 
variation of siZe, orientation, and charge state may ulti 
mately limit the viability of using single-electron charging 
for memory applications. Moreover, these single-electron 
charging devices still require high voltages (generally >15 
V) to store multiple levels. 

[0011] Patent References 

[0012] Various strategies have been proposed for con 
structing memory devices using molecular electrical storage 
elements, among them those discussed in the beloW indi 
cated patents and other publications: 

[0013] US. Pat. No. 6,272,038; High-density non 
volatile memory devices incorporating thiol-deriva 
tiZed porphyrin trimers 

[0014] US. Pat. No. 6,212,093; High-density non 
volatile memory devices incorporating sandWich 
coordination compounds 

[0015] US. Pat. No. 6,208,553; High density non 
volatile memory device incorporating thiol-deriva 
tiZed porphyrins. 

[0016] Strategies and background techniques for using a 
dummy gate in constructing a semiconductor device are 
discussed in: 

[0017] US. Pat. No. 5,960,270; Method for forming 
an MOS transistor having a metallic gate electrode 
that is formed after the formation of self-aligned 
source and drain regions. 

[0018] Charge Storage References 

[0019] K. M. Roth, N. Dontha, R. B. Dabke, D. T. 
Gryko, C. Clausen, J. S. Lindsey, D. F. Bocian, and 
Werner G. Kuhr, “Molecular Approach toWard Infor 
mation Storage Based on the Redox Properties of 
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Porphyrins in Self-Assembled Monolayers,” J. Vac. 
Sci. Technol. B 2000, 18, 2359-2364. 

[0020] D. T. Gryko, C. Clausen, K. M. Roth, N. Dontha, 
D. F. Bocian, W. G. Kuhr, and J. S. Lindsey “Synthesis 
of “Porphyrin-Linker-Thiol” Molecules With Diverse 
Linkers for Studies of Molecular-Based Information 
Storage,” J. Org. Chem. 2000, 65, 7345-7355. 

[0021] D. T. Gryko, F. Zhao, A. A. Yasseri, K. M. Roth, 
D. F. Bocian, W. G. Kuhr, and J. S. Lindsey “Synthesis 
of Thiol-DerivatiZed Ferrocene-Porphyrins for Studies 
of Multibit Information Storage,” J. Org. Chem. 2000, 
65, 7356-7362. 

[0022] C. Clausen, D. T. Gryko, R. B. Dabke, N. 
Dontha, D. F. Bocian, W. G. Kuhr, and J. S. Lindsey, 
“Synthesis of Thiol-DerivatiZed Porphyrin Dimers and 
Trimers for Studies of Architectural Effects on Multibit 
Information Storage,” J. Org. Chem. 2000, 65, 7363 
7360. 

[0023] C. Clausen, D. T. Gryko, A. A. Yasseri, J. R. 
Diers, D. F. Bocian, W. G. Kuhr, and J. S. Lindsey, 
“Investigation of Tightly Coupled Porphyrin Arrays 
Comprised of Identical Monomers for Multibit Infor 
mation Storage,” J. Org. Chem. 2000, 65, 7371-7378. 

[0024] J. Li, D. Gryko R. B. Dabke, J. R. Diers, D. F. 
Bocian, W. G. Kuhr, and J. S. Lindsey “Synthesis of 
Thiol-DerivatiZed Europium Porphyrinic Triple 
Decker SandWich Complexes for Multibit Molecular 
Information Storage,” J. Org. Chem. 2000, 65, 7379 
7390. 

[0025] D. T. Gryko, P. C. Clausen, and J. S. Lindsey, 
“Thiol-DerivatiZed Porphyrins for Attachment to Elec 
troactive Surfaces,” J. Org. Chem. 1999, 64, 8635 
8647. 

[0026] D. Gryko, J. Li, J. R. Diers, K. M. Roth, D. F. 
Bocian, W. G. Kuhr, and J. S. Lindsey, “Studies Related 
to the Design and Synthesis of a Molecular Octal 
Counter,” J. Mater. Chem., 2001, Vol. 11, p. 1162-1180. 

[0027] K. M. Roth, J. S. Lindsey, D. F. Bocian, and W. 
G. Kuhr, “Open Circuit Potential Amperometry and 
Voltammetry of Surface-Bound RedoX-Active Spe 
cies,” Langmuir, submitted. 

[0028] B. Eitan and A. Roy, In Flash Memories, P. 
Cappalletti, Ed.; KluWer Academic Publishers: Boston, 
1999. 

[0029] K. Yano, T. Ishii, T. Sano, T. Mine, F. Murai, T. 
Hashimoto, T. Kobayashi, T. Kure and K. Seki, 
“Single-Electron Memory for Giga-to-Tera Bit Stor 
age,” Proc. IEEE 1999, 87, 633-651. 

[0030] Misra et al., US. Pat. No. 5,960,270. 

[0031] A. Chatterjee et al., “Sub-100 nm gate length 
metal gate NMOS transistors fabricated by a replace 
ment gate process,” IEDM Tech. Dig. 1997, 821-824. 

[0032] J. M. Buriak, “Organometallic Chemistry on 
Silicon Surfaces: Formation of Functional Monolayers 
Bound Through Si—C Bonds,” Chem. Commun. 1999, 
1051-1060. 
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[0033] J. A. Haber, I. Lauermann, D. Michalak, T. P. 
Vaid, and N. S. Lewis, “Electrochemical and Electrical 
Behavior of (111)-Oriented Si Surfaces AlkoXylated 
through OXidative Activation of Si—H Bonds,” J. 
Phys. Chem. B 2000, 104, 9947-9950. 

[0034] 1999 International Technology Roadmap for 
Semiconductors, Semiconductor Industry Association 
(SIA). 

[0035] H. Yoon, et al., “A 2.5V, 333 Mb/s/pin, 1 G bit, 
Double-rate Synchronous DRAM,” IEEE J. Solid-State 
Circuits, 1999, 34, 1589-1598. 

[0036] Gel Electrolyte References 

[0037] Joan Fuller, Amy C. Breda, Richard T. Carlin, 
“Ionic liquid-polymer gel electrolytes from hydrophilic 
and hydrophobic ionic liquids,” J. of Electroanal. 
Chem., 459 (1998) 29-34. 

[0038] Akihiro Noda, Masayoshi Watanabe, “Highly 
conductive polymer electrolytes prepared by in situ 
polymeriZation of vinyl monomers in room tempera 
ture molten salts,” Electrochimica Acta, 45 (2000) 
1265-1270. 

[0039] Harry R. Allcock, E. Clay Kellam III, Robert V. 
Morford, “Gel electrolytes from co-substituted oligo 
ethyleneoXy/tri?uoroethoXy linear polyphosphaZenes,” 
Solid State Ionics, 143 (2001) 297-308. 

[0040] Y. W. Chen-Yang, J. J. HWang, F. H. Chang, 
“PolyphosphaZene Electrolytes. 1 Preparation and 
Conductivities of NeW polymer electrolytes based on 
Poly[bis(amino)phosphaZene] and Lithium Perchlor 
ate,” Macromolecules, 30 (1997) 3825-3831. 

SUMMARY 

[0041] The present invention involves a novel hybrid 
transistor circuit that includes charge storage molecules as 
described here in What is traditionally the dielectric region of 
an FET. These storage molecules, in speci?c embodiments, 
can be made to hold charge and thus alloW a hybrid transistor 
according to speci?c embodiments of the present invention 
to operate analogously to a ?oating gate FET. This device 
Will at times be referred to herein as a molecular-FET or 
m-FET. 

[0042] In further speci?c embodiments, an m-FET can 
have molecules that store discrete (or quantiZed) amounts of 
charge, thus alloWing an m-FET to have multi-state opera 
tion. 

[0043] In further speci?c embodiments, the invention 
involves a memory cell that operates similarly to a FLASH 
type memory cell. This cell can be based on an m-FET and 
is referred to at times herein as a molecular-hybrid memory 
cell. 

[0044] According to speci?c embodiments of the inven 
tion, a molecular-hybrid memory cell has one or more of the 
folloWing advantages: (1) loW poWer and/or voltage opera 
tion (can be less than about 2V) and/or loW poWer consump 
tion, (2) in speci?c constructions, alloWs for multi-valued 
memory operation due to the discrete states of the mol 
ecules, (3) in particular constructions, alloWs for straight 
forWard fabrication of charge molecules via self-assembly 
approaches, (4) fault-tolerance through the use of multiple 
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molecules in a given memory device, (5) for DRAM-type 
devices, charge-retention times of up to several minutes (for 
example, greater than 1,000 times that of certain semicon 
ductor memories), and (6) scalability doWn to molecular 
dimensions. 

[0045] In speci?c embodiments, the invention can be used 
in a memory device that has some operating characteristics 
analogous to a ?oating gate Si-MOSFET or a FLASH 
memory, but With the differences and advantages discussed 
herein. An Si-MOSFET, as knoWn in the art, generally 
comprises (1) source, (2) drain, and (3) channel regions, 
With the channel region separated by (4) a non-conducting 
layer (e.g., a dielectric layer) from (5) a control gate. 
Modi?ed MOSFET’s, designed for storage of data in some 
types of FLASH memory are knoWn that include (6) a 
?oating gate betWeen the control gate (Which, particularly in 
?oating gate designs is sometimes referred to as a counter 
electrode) and the channel region, generally embedded in the 
dielectric layer. In such designs, the ?oating gate can be 
injected With current to hold charge after disconnection of 
the control gate from a voltage or current source. 

[0046] According to speci?c embodiments of the present 
invention, some or all of the dielectric layer of a MOSFET 
type device is replaced by molecular components. At a 
minimum, these components include charge-storage mol 
ecule(s) (CSM), e.g., porphyrin(s) or porphyrinic mol 
ecule(s) or other charge storage molecule(s) as described 
herein and in the incorporated references. In certain embodi 
ments, the charge-storage molecule is attached to a substrate 
via a linker, also termed a channel linker, as described herein 
and in the incorporated references. In speci?c embodiments, 
a control-gate spacer is placed betWeen the distal end (the 
end furthest aWay from the channel region) of the charge 
storage molecule in order to discourage electron transfer 
across the control gate-charge-storage molecule interface 
and to enhance stored charge imaging in the channel region. 

[0047] In speci?c embodiments, the charge storage mol 
ecules and associated molecules are placed in the dielectric 
region along With an electrolyte. A control gate is placed 
over the molecular components. 

[0048] In certain preferred embodiments, the charge stor 
age molecules comprising the molecular layer of an m-FET 
are porphyrinic macrocycles, and more preferably are por 
phyrins. One advantage of porphyrinic macrocycles is the 
ability to design porphyrinic macrocycles having a plurality 
of different and distinguishable non-Zero oxidation states 
(charge states), thus alloWing multi-state operation in spe 
ci?c embodiments. For example, in an m-FET, multi-valued 
memory operation can signi?cantly increase memory den 
sity. 

[0049] It Will be understood by those of skill in the art that 
devices constructed according to the teachings provided 
herein can be made to behave analogously to a ?oating gate 
FLASH memory device. A method of operation of such a 
device according to speci?c embodiments of the invention 
proceeds as folloWs: during a Write process, an appropriate 
voltage is applied to the gate; this voltage oxidiZes the 
molecule(s) (e.g., electron(s) tunnel out) and stores charge 
on the molecule(s); this stored charge is then used to alter the 
threshold voltage of the m-FET, e.g., a positive charge on the 
molecule(s) Will result in a negative shift in threshold 
voltage (in present embodiments, molecules are generally 
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cation-based, although other embodiments are possible in 
Which CSM can hold a negative charge, resulting in a 
positive shift in threshold voltage); this altered threshold 
voltage is sensed in order to determine the data stored on the 
m-FET. 

[0050] Other Features & Bene?ts 

[0051] The invention and various speci?c aspects and 
embodiments Will be better understood With reference to the 
folloWing draWings and detailed descriptions. For purposes 
of clarity, this discussion refers to devices, methods, and 
concepts in terms of speci?c examples. HoWever, the inven 
tion and aspects thereof may have applications to a variety 
of types of devices and systems. It is therefore intended that 
the invention not be limited except as provided in the 
attached claims. 

[0052] Furthermore, it is Well knoWn in the art that logic 
systems and methods such as described herein can include a 
variety of different components and different functions in a 
modular fashion. Different embodiments of the invention 
can include different mixtures of elements and functions and 
may group various functions as parts of various elements. 
For purposes of clarity, the invention is described in terms 
of systems that include many different innovative compo 
nents and innovative combinations of innovative compo 
nents and knoWn components. No inference should be taken 
to limit the invention to combinations containing all of the 
innovative components listed in any illustrative embodiment 
in this speci?cation. 

[0053] All references, publications, patents, and patent 
applications cited herein are hereby incorporated by refer 
ence in their entirety for all purposes. 

BRIEF DESCRIPTION OF THE DRAWINGS 

[0054] FIG. 1 is a block diagram illustrating components 
of an example m-FET according to speci?c embodiments of 
the invention. 

[0055] FIG. 2 is a block diagram illustrating components 
of an example m-FET according to speci?c embodiments of 
the invention, and shoWing optional components. 

[0056] FIG. 3 illustrates Write and erase effects on I-V 
characteristics of an m-FET according to speci?c embodi 
ments of the invention With (a) draWn in linear scale and (b) 
draWn in log scale. 

[0057] FIG. 4 illustrates band diagrams shoWing Write, 
store, and erase energy levels of an m-FET according to 
speci?c embodiments of the present invention. 

[0058] FIG. 5 illustrates steps in an example method for 
fabricating an m-FET according to speci?c embodiments of 
the invention. 

[0059] FIG. 6 is a ?oWchart of an example method for 
fabricating an m-FET according to speci?c embodiments of 
the invention. 

[0060] FIGS. 7A and B illustrate experimental results 
shoWing SiO2 Thickness Dependence on Redox Behavior in 
example devices according to speci?c embodiments of the 
present invention. 

[0061] FIG. 8 illustrates a further example charge storage 
group useful in example devices according to speci?c 
embodiments of the present invention. 
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[0062] FIG. 9 is a block diagram illustrating an example 
experimentally investigated m-FET architecture according 
to speci?c embodiments of the present invention using an 
optimiZed S-mask process established for NMOS and PMOS 
m-FET devices. 

[0063] FIG. 10 is an illustration of self-assembled por 
phyrins in an example device according to speci?c embodi 
ments of the present invention. 

[0064] FIGS. 11A and B illustrate experimental results for 
example m-FETs Wherein the charge storage molecules are 
attached to SiO2 according to speci?c embodiments of the 
present invention. 

[0065] FIG. 12 illustrates experimental results for an 
example PMOS m-FET according to speci?c embodiments 
of the present invention and illustrating example Writing and 
erasing voltage characteristics. 

[0066] FIG. 13 illustrates the memory devices of this 
invention integrated into a standard computer architecture or 
computer system. 

[0067] FIG. 14 is a block diagram shoWing a representa 
tive example logic device in Which various aspects of the 
present invention may be embodied. 

DESCRIPTION OF SPECIFIC EMBODIMENTS 

[0068] Before describing the present invention in detail, it 
is to be understood that this invention is not limited to 
particular compositions or systems, Which can, of course, 
vary. It is also to be understood that the terminology used 
herein is for the purpose of describing particular embodi 
ments only, and is not intended to be limiting. As used in this 
speci?cation and the appended claims, the singular forms 
“a,”“an” and “the” include plural referents unless the content 
and context clearly dictates otherWise. Thus, for example, 
reference to “a device” includes a combination of tWo or 
more such devices, and the like. 

[0069] Unless de?ned otherWise, all technical and scien 
ti?c terms used herein have the same meaning as commonly 
understood by one of ordinary skill in the art to Which the 
invention pertains. Although any methods and materials 
similar or equivalent to those described herein can be used 
in practicing or for testing the present invention, preferred 
materials and methods are described herein. 

[0070] In describing and claiming the present invention, 
the folloWing terminology Will be used generally in accor 
dance With the de?nitions set out beloW, unless the context 
requires otherWise. 

[0071] De?nitions 

[0072] The term “oxidation” refers to the loss of one or 
more electrons in an element, compound, or chemical sub 
stituent/subunit. Conversely the term reduction refers to the 
gain of one or more electrons by an element, compound, or 
chemical substituent/subunit. 

[0073] An “oxidation state” refers to the electrically neu 
tral state or to the state produced by the gain or loss of 
electrons to an element, compound, or chemical substituent/ 
subunit. In a certain embodiment, the term “oxidation state” 
refers to states including the neutral state and any state other 
than a neutral state caused by the gain or loss of electrons 

(reduction or oxidation). 
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[0074] The term “multiple oxidation states” means more 
than one oxidation state. In certain embodiments, the oxi 
dation states may re?ect the gain of electrons (reduction) or 
the loss of electrons (oxidation). 

[0075] The terms “different and distinguishable” When 
referring to tWo or more oxidation states means that the net 

charge on the entity (atom, molecule, aggregate, subunit, 
etc.) can exist in tWo different states. The states are said to 
be “distinguishable” When the difference betWeen the states 
is greater than thermal energy at room temperature (eg 0° 
C. to about 40° C.). 

[0076] The term “tightly coupled” When used in reference 
to a subunit of a multi-subunit (e.g., polymeric) storage 
molecule of this invention refers to positioning of the 
subunits relative to each other such that oxidation of one 
subunit alters the oxidation potential(s) of the other subunit. 
In a certain embodiment the alteration is suf?cient such that 
the (non-neutral) oxidation state(s) of the second subunit are 
different and distinguishable from the non-neutral oxidation 
states of the ?rst subunit. In a certain embodiment the tight 
coupling is achieved by a covalent bond (e.g. single, double, 
triple, etc.). HoWever, in certain embodiments, the tight 
coupling can be through a linker, via an ionic interaction, via 
a hydrophobic interaction, through coordination of a metal, 
or by simple mechanical juxtaposition. It is understood that 
the subunits could be so tightly coupled that the redox 
processes are those of a single supermolecule. 

[0077] The term “electrically coupled” When used With 
reference to a charge storage molecule and substrate refers 
to an association betWeen that molecule and a substrate such 
that electrons move betWeen a storage molecule and the 
substrate in response to an applied signal or ?eld and thereby 
alter the oxidation state of the storage molecule. Electrical 
coupling can include direct covalent linkage, indirect cova 
lent coupling (eg via a linker), direct or indirect ionic 
bonding, or other bonding (e.g. hydrophobic bonding). In 
addition, no actual bonding may be required and the storage 
medium/molecule may simply be contacted With the channel 
surface. There also need not necessarily be any contact 
betWeen the electrode/channel and the storage medium/ 
molecule Where the electrode or gate is sufficiently close to 
the storage medium/molecule so that a ?eld applied Will 
cause an oxidation reaction of the charge storage molecule. 

[0078] The term “redox-active unit” or “redox-active sub 
unit” refers to a molecule or component of a molecule that 
is capable of being oxidiZed or reduced by the application of 
a suitable voltage. The term “redox-active” molecule refers 
to a molecule or component of a molecule that is capable of 
being oxidiZed or reduced by the application of a suitable 
voltage. 

[0079] The term “subunit,” as used herein, refers to a 
redox-active component of a molecule. 

[0080] The terms “charge storage molecule” or “storage 
molecule” refer to a molecule having one or more oxidation 
states that can be used for the storage of information (eg a 
molecule comprising one or more redox-active subunits). 

[0081] The term “charge storage molecules” or “storage 
molecules” refers to a composition comprising tWo or more 
storage molecules. The “charge storage molecules” or “stor 
age molecules” can contain only one species of storage 
molecule or it can contain tWo or more different species of 
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storage molecule. The multiplicity of different and distin 
guishable oxidation states can be produced by the combi 
nation of different species of storage molecules, each species 
contributing to said multiplicity of different oxidation states 
and each species having a single non-neutral oxidation state. 
Alternatively or in addition, “charge storage molecules” or 
“storage molecules” can comprise one or more species of 
storage molecule having a multiplicity of non-neutral oxi 
dation states. The “charge storage molecules” or “storage 
molecules” can contain predominantly one species of stor 
age molecule or it can contain a number of different storage 
molecules. The “charge storage molecules” or “storage 
molecules” can also include associated components such as 
molecules other than storage molecules (eg to provide 
chemical stability, suitable mechanical properties, to prevent 
charge leakage, etc.). 
[0082] The terms “read” or “interrogate” refer to the 
determination of the oxidation state(s) of one or more 
molecules (e.g. molecules comprising a storage medium). 

[0083] The term “El/2” refers to the practical de?nition of 
the formal potential (E°) of a redox process as de?ned by 
E=E°+(RT/nF)1n(DOX/Dred) Where R is the gas constant, T is 
temperature in K (Kelvin), n is the number of electrons 
involved in the process, F is the Faraday constant (96,485 
Coulomb/mole), DOX is the diffusion coefficient of the oxi 
diZed species and Dred is the diffusion coefficient of the 
reduced species. 

[0084] The term “porphyrinic macrocycle” refers to a 
porphyrin or porphyrin derivative. Such derivatives include 
porphyrins With extra rings ortho-fused, or ortho-perifused, 
to the porphyrin nucleus, porphyrins having a replacement 
of one or more carbon atoms of the porphyrin ring by an 
atom of another element (skeletal replacement), derivatives 
having a replacement of a nitrogen atom of the porphyrin 
ring by an atom of another element (skeletal replacement of 
nitrogen), derivatives having substituents other than hydro 
gen located at the peripheral (meso-, [3-) or core atoms of the 
porphyrin, derivatives With saturation of one or more bonds 
of the porphyrin (hydroporphyrins, e.g., chlorins, bacterio 
chlorins, isobacteriochlorins, decahydroporphyrins, cor 
phins, pyrrocorphins, etc.), derivatives obtained by coordi 
nation of one or more metals to one or more porphyrin atoms 

(metalloporphyrins), derivatives having one or more atoms, 
including pyrrolic and pyrromethenyl units, inserted in the 
porphyrin ring (expanded porphyrins), derivatives having 
one or more groups removed from the porphyrin ring 
(contracted porphyrins, e.g., corrin, corrole) and combina 
tions of the foregoing derivatives (e.g. phthalocyanines, 
sub-phthalocyanines, and porphyrin isomers). Porphyrinic 
macrocycles also include triple-decker sandWich complexes 
as Well as oligomers of sandWich complexes. Preferred 
porphyrinic macrocycles comprise at least one 5-membered 
ring. 

[0085] The term “porphyrin” refers to a cyclic structure 
typically composed of four pyrrole rings together With four 
nitrogen atoms and tWo replaceable hydrogens for Which 
various metal atoms can readily be substituted. A typical 
porphyrin is hemin. 

[0086] The term “multiporphyrin array” refers to a dis 
crete number of tWo or more covalently linked porphyrinic 
macrocycles. The multiporphyrin arrays can be linear, 
cyclic, or branched. 
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[0087] The terms “sandWich coordination compound” or 
“sandWich coordination complex” refer to a compound of 
the formula LnMn'l, Where each L is a heterocyclic ligand 
(as described beloW), each M is a metal, n is 2 or more, most 
preferably 2 or 3, and each metal is positioned betWeen a 
pair of ligands and bonded to one or more heteroatom (and 
typically a plurality of heteroatoms, e.g., 2, 3, 4, 5) in each 
ligand (depending upon the oxidation state of the metal). 
Thus sandWich coordination compounds are not organome 
tallic compounds such as ferrocene, in Which the metal is 
bonded to carbon atoms. The ligands in the sandWich 
coordination compound are generally arranged in a stacked 
orientation (i.e., are generally cofacially oriented and axially 
aligned With one another, although they may or may not be 
rotated about that axis With respect to one another) (see, e. g., 
Ng and Jiang (1997) Chemical Society Reviews 26:433 
442). SandWich coordination complexes include, but are not 
limited to “double-decker sandWich coordination com 
pounds” and “triple-decker sandWich coordination com 
pounds”. The synthesis and use of sandWich coordination 
compounds is described in detail in US. Pat. No. 6,212,093 
B1. 

[0088] The term “double-decker sandWich coordination 
compound” refers to a sandWich coordination compound as 
described above Where n is 2, thus having the formula 
L1-M1-L2, Wherein each of L1 and L2 may be the same or 
different (see, e.g., Jiang et al. (1999) J. Porphyrins Phtha 
locyanines 3: 322-328). 

[0089] The term “triple-decker sandWich coordination 
compound” refers to a sandWich coordination compound as 
described above Where n is 3, thus having the formula 
L1-M1-L2-M2-L3, Wherein each of L1, L2 and L3 may be the 
same or different, and M1 and M2 may be the same or 
different (see, e.g., Arnold et al. (1999) Chemistry Letters 
483-484). 
[0090] A “linker” is a molecule used to couple tWo dif 
ferent molecules, tWo subunits of a molecule, or a molecule 
to a substrate. 

[0091] A “substrate” is a, preferably solid, material suit 
able for the attachment of one or more molecules. Substrates 
can be formed of materials including, but not limited to 
glass, plastic, silicon, germanium, minerals (e.g. quartZ), 
semiconducting materials (eg doped silicon, doped germa 
nium, etc.), ceramics, metals, etc. 

[0092] The term “aryl” refers to a compound Whose mol 
ecules have the ring structure characteristic of benZene, 
naphthalene, phenanthrene, anthracene, etc. (i.e., either the 
6-carbon ring of benZene or the condensed 6-carbon rings of 
the other aromatic derivatives). For example, an aryl group 
may be phenyl (e.g., C6H5) or naphthyl (e.g., C1OH7). It is 
recogniZed that the aryl, While acting as substituent can itself 
have additional substituents (eg the substituents provided 
for SD in the various Formulas herein). 

[0093] The term “alkyl” refers to a paraffinic hydrocarbon 
group Which may be derived from an alkane by dropping one 
hydrogen from the formula. Examples are methyl (CH3—), 
ethyl (C2H5—), propyl (CH3CH2CH2—), isopropyl 
((CH3)2CH—) 
[0094] The term “halogen” refers to one or the electrone 
gative elements of group VIIAof the periodic table (?uorine, 
chlorine, bromine, iodine, astatine). 
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[0095] The term “nitro” refers to the NO2 group. 

[0096] The term “amino” refers to the NH2 group. 

[0097] The term “per?uoroalkyl” refers to an alkyl group 
Where every hydrogen atom is replaced With a ?uorine atom. 

[0098] The term “per?uoroaryl” refers to an aryl group 
Where every hydrogen atom is replaced With a ?uorine atom. 

[0099] The term “pyridyl” refers to an aryl group Where 
one CH unit is replaced With a nitrogen atom. 

[0100] The term “cyano” refers to the —CN group. 

[0101] The term “thiocyanato” refers to the —SCN group. 

[0102] The term “sulfoxyl” refers to a group of composi 
tion RS(O)— Where R is some alkyl, aryl, cycloalkyl, 
per?uoroalkyl, or per?uoroaryl group. Examples include, 
but are not limited to methylsulfoxyl, phenylsulfoxyl, etc. 

[0103] The term “sulfonyl” refers to a group of composi 
tion RSO2— Where R is some alkyl, aryl, cycloalkyl, 
per?uoroalkyl, or per?uoroaryl group. Examples include, 
but are not limited to methylsulfonyl, phenylsulfonyl, 
p-toluenesulfonyl, etc. 

[0104] The term “carbamoyl” refers to the group of com 
position R1(R2)NC(O)— Where R1 and R2 are H or some 
alkyl, aryl, cycloalkyl, per?uoroalkyl, or per?uoroaryl 
group. Examples include, but are not limited to N-ethylcar 
bamoyl, N,N-dimethylcarbamoyl, etc 

[0105] The term “amido” refers to the group of composi 
tion R1CON(R2)— Where R1 and R2 are H or some alkyl, 
aryl, cycloalkyl, per?uoroalkyl, or per?uoroaryl group. 
Examples include, but are not limited to acetamido, N-eth 
ylbenZamido, etc. 

[0106] The term “acyl” refers to an organic acid group in 
Which the OH of the carboxyl group is replaced by some 
other substituent (RCO—). Examples include, but are not 
limited to acetyl, benZoyl, etc. 

[0107] In certain embodiments, When a metal is desig 
nated by “M” or “M“”, Where n is an integer, it is recogniZed 
that the metal may be associated With a counterion. 

[0108] The term “substituent” as used in the formulas 
herein, particularly designated by S or Sn Where n is an 
integer, in a certain embodiment refer to groups (subunits) 
that can be used to adjust the redox potential(s) of the subject 
compound. Preferred substituents include, but are not lim 
ited to, aryl, phenyl, cycloalkyl, alkyl, halogen, alkoxy, 
alkylthio, per?uoroalkyl, per?uoroaryl, pyridyl, cyano, thio 
cyanato, nitro, amino, alkylamino, acyl, sulfoxyl, sulfonyl, 
amido, and carbamoyl. In certain embodiments, a substi 
tuted aryl group is attached to a porphyrin or a porphyrinic 
macrocycle, and the substituents on the aryl group are 
selected from the group consisting of aryl, phenyl, 
cycloalkyl, alkyl, halogen, alkoxy, alkylthio, per?uoroalkyl, 
per?uoroaryl, pyridyl, cyano, thiocyanato, nitro, amino, 
alkylamino, acyl, sulfoxyl, sulfonyl, amido, and carbamoyl. 

[0109] Particularly preferred substituents include, but are 
not limited to, 4-chlorophenyl, 3-acetamidophenyl, 2,6 
dichloro—4-tri?uorornethyl. Preferred substituents provide a 
redox potential range of less than about 5 volts, preferably 
less than about 2 volts, more preferably less than about 1 
volt. 
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[0110] The phrase “provide a redox potential range of less 
than about X volts” refers to the fact that When a substituent 
providing such a redox potential range is incorporated into 
a compound, the compound into Which it is incorporated has 
an oxidation potential less than or equal to X volts, Where X 
is a numeric value. 

[0111] OvervieW 

[0112] This invention involves a novel hybrid ?ash 
memory device. At times referred to herein as an m-FET, the 

device operates similarly to a ?eld effect transistor According to speci?c embodiments of the present invention, 

an m-FET is basically an FET, With one or more species of 
charge storage molecule(s) (CSM) arranged in the dielectric 
region so that charge can be stored on or removed from the 
CSM by an electric ?eld applied at the control gate. Accord 
ing to speci?c embodiments of the present invention, charge 
storage molecules can store charge in one or more discrete 
oxidation states, alloWing for multi-level operation. Accord 
ing to speci?c embodiments of the present invention, charge 
stored in the CSM can then be easily detected by measuring 
a source drain current ([sD) ?oWing through the transistor, 
analogous to detection in a FLASH memory. 

[0113] An m-FET made according to certain speci?c 
embodiments of the invention is hybrid in nature—compris 
ing elements fabricated using traditional solid state assembly 
(e.g. lithography) and methods of synthetic chemistry, e.g., 
to create the charge-storage material. In speci?c example 
embodiments, loW poWer, dense memory storage can 
include a charge storage material comprising a monolayer of 
redox-active molecules attached to an electroactive surface 
as discussed in references cited above. 

[0114] In speci?c embodiments, multiple bits of informa 
tion can be stored through the use of redox-active molecules 
that afford one or more of distinct oxidation states. Writing/ 
reading information in the molecules in speci?c embodi 
ments can be done electrically at room temperature. 

[0115] For single-bit operation, an m-FET according to 
speci?c embodiments of the invention can be used in a 
memory architecture similar to a conventional ?oating-gate 
FLASH memory, but With a loWer Write voltage needed than 
for conventional FLASH memory. 

[0116] For multibit operation, reading can be accom 
plished by various methods, such as detecting IDS and/or 
VDS and/or VGS at different levels. Various architectures can 
be used to alloW multi-bit reading from a single m-FET. 

[0117] For multibit operation, Writing can be accom 
plished by various methods, such as applying different gate 
voltages (VGS). Various architectures can be used to alloW 
multi-bit Writing to a single m-FET memory cell. 

[0118] Thus, according to speci?c embodiments of the 
invention, porphyrinic macrocycles are used as charge stor 
age molecules in hybrid CMOS/molecular multi-value 
memories. Porphyrinic macrocycles offer distinct advan 
tages over many other materials including (a) discrete oxi 
dation states at room temperature, (b) loW-voltage operation 
to access all states (<about 2 V), (c) robust and reproducible 
self-assembly on suitable substrates, and (d) discrete charge 
storing capabilities. According to speci?c embodiments of 
the invention, these features afford facile Write/read opera 
tions that realiZe multilevel memory storage. 
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[0119] According to certain embodiments of the present 
invention, other elements can be included in an m-FET to 
improve operation. In certain embodiments, a linker is used 
to provide physical attachment and/or a desired electrical 
path betWeen CSM and a substrate containing a channel. 
Materials and properties of an optional linker are discussed 
further beloW. Further, in certain embodiments, a spacer is 
used to provide physical and/or electrical separation 
betWeen a control gate and the CSM. Materials and prop 
erties of an optional spacer are discussed further beloW. 
Further, in certain embodiments, an electrolyte is in contact 
With CSM and alloWs electrons to How betWeen the CSM 
and substrate under certain conditions. Materials and prop 
erties of an optional electrolyte are discussed further beloW. 

[0120] Charge Density Analysis 
[0121] To demonstrate that CSM as described herein and 
in cited references are suitable for use in an m-FET accord 
ing to speci?c embodiments of the present invention, con 
sider charge densities achievable With such molecules. For 
eXample, given that an individual porphyrin molecule occu 
pies an area of ~100 A2, these CSMs have a minimum 
charge density of ~1.6><10_5 C-cm‘2 (for singly oXidiZed 
molecules). This density can be easily detected using a 
transistor With 100 nm length and Width. The equation 
governing this mechanism is shoWn beloW: 

[0122] Where VT is the threshold voltage, AVT is the 
change in VT imposed by charge on the CSM, Q is the charge 
stored on the molecules, and CCG is the capacitance betWeen 
the molecules and the electrolyte. As can be seen from this 
expression, to increase the change in threshold voltage 
(AVT) requires the capacitance of the dipole layer (COG) to 
be decreased. As discussed above, according to speci?c 
embodiments of the invention, this can be achieved by 
incorporating a suitable control gate spacer into an m-FET 
according to speci?c embodiments of the present invention. 
This spacer is arranged at the side of the CSM side distal to 
the channel surface. According to speci?c embodiments of 
the present invention, such a control gate spacer causes the 
counter-ions in the electrolyte to be separated from the 
charged memory storage molecules. Note that a change in 
threshold voltage arising from a typical control gate spacer 
is around 0.18 V (thickness=1 nm, dielectric constant=10). 
This value is easily detectable in an m-FET according to 
speci?c embodiments of the present invention. 

[0123] Example m-FET Architecture 

[0124] FIG. 1 is a block diagram illustrating components 
of an eXample m-FET according to speci?c embodiments of 
the invention. FIG. 2 is a block diagram illustrating com 
ponents of an eXample m-FET according to speci?c embodi 
ments of the invention, and shoWing optional components. 

[0125] It Will be apparent to those of skill in the art that 
FIG. 1 and FIG. 2 can be understood to represent solid-state 
electrical devices, such as transistors and/or memory ele 
ments, fabricated on a hybrid integrated circuit. Alterna 
tively, FIG. 1 and FIG. 2 can be understood to represent 
operational components and/or characteristics of an m-FET 
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as described herein, Without indicating the speci?c physical 
orientation or layout of active components. As is Well knoWn 
in the art of solid-state design, the physical layout of a solid 
state circuit can be Widely varied for speci?c applications, 
even While maintaining the same basic circuit operation. The 
present invention encompasses the novel methods of circuit 
operation herein described and claimed and that can be 
embodied in a variety of speci?c physical circuit architec 
tures. 

[0126] To facilitate description, an m-FET at times herein 
Will be described in terms of having a basic vertical orien 
tation, With a “top” de?ned as the control gate/counter 
electrode and a bottom de?ned as the channel region. It Will 
be understood to those of skill in the art that devices 
according to speci?c embodiments of the present invention 
can have a variety of physical realiZations, including real 
iZations that have different physical orientations from that 
shoWn. 

[0127] FIG. 1 is a block diagram illustrating components 
of an eXample m-FET according to speci?c embodiments of 
the invention. As Will be understood to those of skill in the 
art, the illustrated devices represents a type of ?eld effect 
transistor (FET), having a substrate 100, With a source 
region 101, a drain region 103, and a channel region 105. In 
a standard FET, a control gate/counter electrode such as 110 
is placed near the channel region such that an electric ?eld 
at the control gate Will have an effect on current ?oW 
betWeen the source and the drain. Fabrication of such 
components can be accomplished by a variety of processes 
that are Well knoWn to practitioners in the art, such as 
photo-lithography, deposition, electron-beam, etc. Thus any 
number of different knoWn methods for constructing these 
elements can be employed in different embodiments of the 
invention. 

[0128] According to speci?c embodiments of the present 
invention, one or more charge-storage molecules 120 is 
placed betWeen gate 110 and channel 105. According to 
speci?c embodiments of the present invention, these charge 
storage molecules operate so that an electric potential at the 
control gate 110 Will cause charge to be stored at CSM 120. 
When this electric potential is removed, the charge Will 
remain on CSM 120. According to speci?c embodiments of 
the present invention, charge stored at CSM 120 Will affect 
the conductance of the channel region 105 and can thereby 
be detected by applying a signal across channel region 105, 
e.g., betWeen source 101 and drain 103. 

[0129] It Will be understood to those of skill in the art that 
a range of materials can be used for a substrate according to 
speci?c embodiments of the invention, such as, for eXample, 
Si, Ge, SiC, Ga, Au, Ag, Cu, Al, Ta, Ti, Ru, Ir, Pt, Pd, Os, 
Mn, Hf, Zr, V, Nb, La, Y, Gd, Sr, Ba, Cs, Cr, Co, Ni, Zn, Ga, 
In, Cd, Rh, Re, their oXides, and their nitrides. Acontrol gate 
(also referred to as a counter electrode) is placed near (e.g. 
above) the charge storage molecule(s). 

[0130] Basic Read and Write Oneration 

[0131] According to speci?c embodiments of the inven 
tion, a device such as that illustrated in FIG. 1, behaves 
similarly to a FLASH memory device. During the Write 
process, a voltage is applied to control gate 110. This voltage 
oXidiZes CSM 120 (for eXample, electron(s) tunnels into the 
channel region) and stores charge on the molecule. Accord 
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ing to speci?c embodiments of the invention, the charge 
storage molecules have discrete oxidation states (e. g. energy 
states) and When the energy level of one of the discrete states 
resonates With the Si Fermi level or any loWer level, the 
electron(s) tunnel out into the channel region. The resulting 
delocaliZed net charge can thus alter the threshold voltage of 
the m-FET, eg a positive charge on the molecules Will 
result in a negative shift in threshold voltage and a negative 
charge on the molecules Will result in a positive shift in 
threshold voltage. Once the charge storage molecules are 
charged, disconnecting the terminals of the m-FET from a 
voltage source results in a ?eld distribution in the cell that 
depends on the initial Written state (relaxation of the cell). 

[0132] During a read operation, in speci?c embodiments, 
the control gate is subjected to a small gate bias (VCG) and 
the IDS current obtained is used to determine the charge state 
of the device. 

[0133] Example V-T Characteristics for Write And Erase 

[0134] FIG. 3 illustrates Write and erase effects on I-V 
characteristics of an m-FET according to speci?c embodi 
ments of the invention With (a) draWn in linear scale and (b) 
draWn in log scale. Electrical characteristics of an m-FET 
according to speci?c embodiments of the invention Will be 
further understood With reference to this ?gure. The ?ve 
curves shoWn on the left and the ?ve curves shoWn on the 
right can each indicate distinct data states in multi-bit 
operation. In each side, the right most curve represents an 
erase state or Zero state. 

[0135] In this particular example construction, as illus 
trated in the ?gure, if the device is Written (e.g., charge is 
stored in the molecules), a relatively larger transistor current 
(IDS) Will be obtained at a given gate voltage (VCG). When 
the device is erased (no stored charge in the molecules), a 
smaller IDS current Will result at a given gate voltage (VCG). 
Note that, as is generally the case in FLASH devices, in the 
loW-current range, small changes in voltage result in large 
changes in current, such as 5-6 orders of magnitude. Thus, 
this current can be easily sensed during a read operation. 

[0136] Because the read operation is achieved by sensing, 
reading in this architecture can be signi?cantly faster than 
Writing, as Writing requires net electron transfer With the 
molecular storage element. In addition, a device according 
to speci?c embodiments of the invention can operate under 
loW poWer due to loW oxidation potentials of the redox 
active and/or porphyrin-based molecules. During the erase 
process, an appropriate reducing voltage is placed on the 
control gate that results in an electron tunneling into the 
molecules, thereby neutraliZing the positive charge. 

[0137] Charge Retention 

[0138] The charge-retention time of an m-FET according 
to speci?c embodiments of the present invention generally 
depends on the stability of stored charge in the charge 
storage molecules and/or the barrier to electron transfer from 
the charge storage molecules. The barrier to electron transfer 
is largely determined by the electrical coupling of the charge 
storage molecule(s) to the underlying substrate. Where the 
charge storage molecules are coupled to the substrate 
through a linker, the electrical coupling is affected by the 
height of the energy barrier of the linker and the linker 
physical dimensions (particular the vertical length) because 
these impact the electron tunneling characteristics. 
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[0139] Channel Linker and Control-Gate Spacer 

[0140] FIG. 2 is a block diagram illustrating components 
of an example m-FET according to speci?c embodiments of 
the invention, and shoWing optional components. This ?gure 
further illustrates a spacer 130 and a linker 140. In embodi 
ments in Which they are present, the control gate spacer and 
the channel linker have a number of functions. Both act as 
a screening medium for the charge stored in the CSM. 
Because the path through the channel linker is typically 
shorter (e.g., from the CSM to the channel) than the control 
gate spacer, more of the charge stored in the charge storage 
molecule(s) is imaged onto the channel, resulting in greater 
modulation of the channel threshold voltage. 

[0141] Spacer 
[0142] For an m-FET according to speci?c embodiments 
to operate ef?ciently, it is generally desirable that most of the 
charge stored on the charge storage molecules be imaged 
onto the channel region, so that the stored charge Will have 
a maximum effect on VT. The magnitude of this effect 
generally depends on the distance of the charge from the 
upper electrode (control gate) and the loWer electrode (chan 
nel). In order to increase this distance, one or more spacers 
such as 130 can be incorporated according to speci?c 
embodiments of the present invention. While the presence of 
a spacer can increase the oxidation potential by a small 
amount, the required Write voltage Will still generally be 
considerably less than FLASH memories, for example, that 
require >about 15 V. 

[0143] According to various embodiments, the control 
gate spacer can be chemically attached to the charge-storage 
molecule, to the control gate, or to both the charge-storage 
molecule and the control gate. The spacer can also be 
physically placed betWeen the charge-storage molecule and 
the control gate Without any chemical attachment. Typical 
control-gate spacers can be comprised of oligomers/poly 
mers of loW dielectric materials (e.g., e<15), and if attached 
to the control gate, can include a suitable functional group 
for attachment to the surface of the material comprising the 
control gate. 

[0144] Thus, in speci?c embodiments, the use of a control 
gate spacer at the distal side of CSM provides a means of 
shielding the charge on the CSM (cationic) from the com 
pensating charges (anionic) in the electrolyte. The extent of 
shielding can be altered by synthetic design; groups of 
different siZe, polarity, and extension from the molecular 
charge storage entities can be employed. The ability to shift 
the average displacement of the compensating charge pro 
vides a means of modulating the parameters of the read 
process. 

[0145] When present, the insulating properties of a control 
gate spacer suppress electron tunneling betWeen the control 
gate and charge storage molecules. Accordingly, electron 
tunneling occurs preferentially betWeen the charge storage 
molecules and the channel. The control-gate spacer can also 
be used to facilitate fabrication Wherein the spacer is 
designed to alloW a control gate (electrolyte or metal) to be 
placed on top of the spacer. 

[0146] When present, it is generally desired that the spacer 
be a dielectric With a relatively high capacitance. According 
to speci?c embodiments of the present invention, the high 
capacitance can be achieved by: a) thinning doWn the 
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control gate spacer, b) using a high dielectric constant 
control gate spacer, c) increasing the area of the control gate 
spacer, or d) combining tWo or more approaches. In (a) it 
should be noted that the thickness of the control gate spacer 
should not be so thin that charge can easily leak through, eg 
between the control gate and the CSM. In approach (c), 
increasing the area of the control gate spacer can increase the 
cell siZe, Which in some applications may be undesirable. 

[0147] Linker 

[0148] As discussed herein and in the cited references, in 
speci?c embodiments, it is desirable to provide a linker, such 
as 140, betWeen the CSM and the channel. Various linker 
compositions and chemical properties are discussed further 
beloW and in the references. When used in an m-FET 
according to speci?c embodiments of the present invention, 
the linker provides a further area that alloWs for optimiZation 
of the electrical characteristics of an m-FET. Thus, accord 
ing to speci?c embodiments of the present invention, desired 
performance of an m-FET can be achieved by selection of a 
linker to provide a desired energy barrier and physical 
dimensions to achieve desired tradeoffs betWeen charge 
retention time and Write characteristics, generally as Will be 
understood in the art With respect to the design of ?oating 
gate devices. The channel linker is generally chosen such 
that electron transfer Will occur betWeen the charge-storage 
molecule and the channel When an appropriate Write voltage 
is placed on the gate, While minimiZing charge leakage. 

[0149] As Will be understood to those With skill in the art, 
the linker energy barrier height is given by the energy 
difference betWeen the highest occupied molecular orbital 
(HOMO) and the loWest unoccupied molecular orbital 
(LUMO) of the linker. The barrier Width is given by the 
physical vertical length of the linker. The energy barrier 
Width and height can be altered in a systematic Way by 
choosing linkers of various physical lengths, and of com 
position giving a desired HOMO-LUMO gap. Thus, an alkyl 
linker can be chosen of approximately the same length as an 
oligo-p-phenylene linker; the latter Would have a loWer 
energy barrier height than the former. According to speci?c 
embodiments of the present invention, to achieve optimiZa 
tion, various molecules can be synthesiZed and tested for 
performance and this cycle can be iterated to achieve desired 
optimiZed performance. 
[0150] Selecting Linker and Spacer Properties 
[0151] In speci?c architectures according to speci?c 
embodiments of the present invention, the charge retention, 
Write/read times and magnitude of threshold voltage change 
are affected by the physical dimensions and/or electrical 
properties and/or chemical composition of the channel linker 
and/or the control-gate spacer. Thus, in speci?c embodi 
ments, it is preferable to make the channel linker a good 
tunneling medium and the control gate spacer a good 
insulating medium. According to speci?c embodiments of 
the present invention, the channel linker is typically shorter 
in terms of its electrical path to the charge storage molecules 
than the control gate spacer. Ataller control-gate spacer and 
a short channel linker enables the maximum modulation of 
the channel threshold voltage. The properties of both the 
control-gate spacer and the channel linker can be tuned 
synthetically by modulating the molecular composition and 
physical dimensions of each. 

[0152] Capacitive Coupling 
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[0153] According to speci?c embodiments of the present 
invention, one method for selecting desirable properties of 
the spacer and linker is by considering the capacitances of 
the interfaces in an m-FET. Returning to FIG. 1, the ?gure 
illustrates, as Will be understood in the art, that CSM in the 
dielectric region of an m-FET are generally capacitively 
coupled to the control gate and/or to the underlying sub 
strate. 

[0154] The total capacitance at the CSM, CTOT, of the 
device is the sum of all the parallel capacitances that are 
connected to the CSM components of the device. Thus, the 
total capacitance is given by: CTOT=CCG+CC+CS+CD, 
Where Cc is the capacitance betWeen the channel and the 
CSM, CS and CD are the source/drain overlap capacitances, 
and CCG is the capacitance betWeen the charge storage 
molecules and the control gate. 

[0155] Consider the case When no charge is stored on the 
charge storage molecules. This can be expressed, QCSM=O= 
CCG*(VCSM_VG)+CS*(VCSM_VS)+CD*(VCSM_VD)> 
Where VG, VS and VD are the potentials applied to the gate, 
source and drain, respectively. If the substrate bias, and drain 
and source bias are assumed to be Zero, one can ignore the 
capacitance from Cc and CFOX (The ?eld oxide capacitance 
from the CSM to the isolation oxide). Therefore, the CSM 
voltage can be determined indirectly by the various terminal 
voltages: VCSM=VG*GCR+VS*SCR+VD*DCR, Where 
GCR is the control gate coupling ratio (CcG/CTOT), SCR is 
the source-coupling ratio (CS/CTOT) and DCR is the drain 
coupling ratio (CD/CTOT). 

[0156] According to speci?c embodiments of the present 
invention, it is generally preferred that the GCR coupling 
ratio is as high as possible so that most of the applied gate 
voltage appears on the charge storage molecules, thereby 
reducing necessary programming voltages and increasing 
programming ef?ciency. In speci?c embodiments, to 
achieve this, a control gate spacer With a high capacitance 
can be employed, as further discussed beloW. Generally, it is 
desirable to have GCR ~0.8 Which roughly translates to a 
control gate spacer capacitance that is ~4>< or higher than the 
channel linker capacitance. 

[0157] Furthermore, according to speci?c embodiments, 
the length of the channel linker is preferably less than about 
100 nm, more preferably less than about 10 nm, and even 
more preferably less than about 2 nm. The physical vertical 
length of the control-gate spacer is several times that of the 
channel linker and can be as long as several hundred 
nanometers. 

[0158] Example Energy Band Diagram 

[0159] An example energy band diagram depicting Write, 
store and erase mechanisms is shoWn in FIG. 4. In terms of 
the band diagram, the application of an appropriate voltage 
on the counter (gate) electrode causes the energy levels of 
the charged molecules to resonate With the channel material 
(such as Si) Fermi, level alloWing electrons to tunnel into the 
charge storage molecules. 

[0160] As shoWn in the ?gure, the hashed region indicates 
the Fermi level. During a Write operation, When a negative 
voltage (compare to the substrate) is applied at the gate, this 
results in tunneling of electrons from the CSM to the 
channel. When the gate voltage is removed, this charge 






















